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Foreword

The U.S. Environmental Protection Agency is charged by Congress with
protecting the Nation's land, air, and water resources. Under a mandate of national
environmental laws, the Agency strives to formulate and implement actions leading to
a compatible balance between human activities and the ability of natural systems to
support and nurture life. To meet this mandate, EPA's research program is providing
data and technical support for solving environmental problems today and building a
science knowledge base necessary to manage our ecological resources wisely,
understand how pollutants affect our health, and prevent or reduce environmental risks
in the future.

The National Risk Management Research Laboratory (NRMRL) is the Agency's
center for investigation of technological and management approaches for preventing
and reducing risks from pollution that threaten human health and the environment. The
focus of the Laboratory's research program is on methods and their cost-effectiveness
for prevention and control of pollution to air, land, water, and subsurface resources,
protection of water quality in public water systems; remediation of contaminated sites,
sediments and ground water; prevention and control of indoor air pollution; and
restoration of ecosystems. NRMRL collaborates with both public and private sector
partners to foster technologies that reduce the cost of compliance and to anticipate
emerging problems. NRMRL'’s research provides solutions to environmental problems
by: developing and promoting technologies that protect and improve the environment;
advancing scientific and engineering information to support regulatory and policy
decisions; and providing the technical support and information transfer to ensure
implementation of environmental regulations and strategies at the national, state, and
community levels.

This publication has been produced as part of the Laboratory's strategic
long-term research plan. It is published and made available by EPA's Office of
Research and Development to assist the user community and to link researchers with
their clients.

E. Timothy Oppelt, Director
National Risk Management Research Laboratory

EPA REVIEW NOTICE

This report has been peer and administratively reviewed by the U.S. Environmental
Protection Agency, and approved for publication. Mention of trade names or
commercial products does not constitute endorsement or recommendation for use.

This document is available to the public through the National Technical Information
Service, Springfield, Virginia 22161.
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Abstract

In December 2000, the U.S. Environmental Protection Agency (USEPA) announced itsintent to
regulate mercury emissions from coal-fired electric utility steam generating plants. This report,
produced by EPA’ s Office of Research and Development (ORD), National Risk Management
Research Laboratory (NRMRL), provides additional information on mercury emissions control,
following therelease of “ Study of Hazardous Air Pollutant Emissions from Electric Utility
Steam Generating Plants - Final Report to Congress,” in February 1998. The first three chapters
describe EPA’s December 2000 decision to regulate mercury under the National Emission
Standards for Hazardous Air Pollutants (NESHAP) provisions of the Clean Air Act, coa usein
electric power generation, and mercury behavior in coa combustion. Chapters 4-9 report: new
information on current electric utility fuels, boilers, and emission control technologies; mercury
emissions associated with these diverse technology combinations; results and implications of
tests to evaluate the performance of mercury control technologies and strategies; retrofit control
cost modeling; and mercury behavior in solid residues from coal combustion. The final chapter
summarizes current research and identifies future efforts needed to ensure cost-effective control
of mercury emissions. References are provided at the conclusion of each chapter.

Preface

Thisis an interim report, based on data available as of mid-2001, which in some cases are
limited. Asmore data are collected and evaluated, some of the conclusions reached in this report
may be modified.
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Executive Summary

Overview

This report documents current knowledge on the emission and control of mercury (HQ)
from coal-fired electric utility plants. The purpose of the report isto provide information on the
status of government and industry efforts in devel oping improved technologies for the control of
Hg emissions.

Thisis an interim report, which contains information available in the public domain prior
to June 2001. Since then, the results of additional research have been published. This additional
information can be found in DOE, EPA, and EPRI reports, in journa articles, and in the
proceedings of conferences. Two recent conferences provided significant new information on
the control of Hg emissions -- the A& WMA 2001 Annual Conference (Orlando, FL, June 2001),
and the A&WMA Speciaty Conference on Mercury (Chicago, IL, August 2001).

The first part of the report (Chapters 1 through 3) is directed to readers outside the
research community who are interested in Hg emission and Hg control issues. Information is
provided on:

Legislative and regulatory background of EPA’s December 2000 decision to regulate
Hg emissions from coal-fired electric utility generating stations,

Studies made in support of EPA's regulatory determination,

» Fuels, combustion technologies, and pollution control technologies used for coal-fired
steam electric generating units, and

* Research results from an official Information Collection Request (ICR) on the fuels
and technol ogies used by the utility industry in 1999 at coal-fired steam electric
generating stations.

The second part of the report (Chapters 4 through 10) is directed to all readers. It focuses
on the review and evaluation of information that has been gathered since the publication of:
EPA's Mercury Study Report to Congress, EPA’s Study of Hazardous Air Pollutant Emissions
from Electric Utility Steam Generating Units--Final Report to Congress; and the A&WMA
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Critical Review: Mercury Measurement and Its Control. The second part of the report contains
information on:

*  Hg measurement methods,
*  Formsof Hg (speciation) and the capture of Hg in flue gas from combustion of coal,

»  Evauation of the ICR flue gas data on Hg concentrations upstream and downstream
of air pollution control devices (APCDs),

*  Summary of retrofit control technologies that can be used to limit Hg emissions at
coal-fired plants currently equipped with particulate matter (PM) control devices,
and dry or wet flue gas desulfurization (FGD) scrubbing systems,

Estimates of the costs of controlling Hg emissions by the use of powdered activated
carbon (PAC),

Overview of the current coal combustion residue (CCR) management practices and
the identification of environmental issues requiring additional research, and

Conclusions, overview of current research, and research recommendations.

Detailed supporting information is provided in Appendices.

Background

The 1990 Clean Air Act Amendments required EPA to study the health and
environmental impacts of hazardous air pollutants (HAPs) emitted from electric utility boilers.
The Agency was also required to conduct a study of the potential health and environmental
impacts of Hg emitted from anthropogenic sources in the United States. The EPA subsequently
published an 8-volume Mercury Study Report to Congress in December 1997 and a Study of
Hazardous Air Pollutant Emissions from Electric Utility Steam Generating Units--Final Report
to Congressin February 1998. The Hg report to Congress identified coal-fired utility boilers as
the largest single anthropogenic source of Hg emissions in the United States. The utility HAP
report indicated that there was a plausible link between Hg emissions from coal-fired boilers and
health risks posed by indirect exposure to methylmercury.

In December 2000, EPA announced its intent to regulate HAP emissions from coal- and
oil-fired electrical generating stations. The decision to regulate HAP emissions from coal-fired
units was based on:
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* A National Academy of Science study on the health effects of methylmercury,

» Thecollection and analysis of coal- and flue-gas Hg data under an official Information
Collection Request (ICR), and

 Studies concerning the status of Hg emission control technologies.

Three important milestones are incorporated in EPA's decision to regulate HAP
emissions from coal-fired el ectric generating units:

» The proposal of regulations by December 2003,
» The promulgation of regulations by December 2004, and

» Compliance with the regul ations by December 2007.

Electric Utility Coal Combustion and Air Pollution Control Technologies

The EPA ICR data collection effort was conducted in three phases. In Phasel,
information was collected on the fuels, boiler types, and air pollution control devices (APCDs)
used at all coal-fired utility boilersin the United States. In Phasell, coal datawere collected and
analyzed by the utility industry for 1,140 coal-fired and three integrated gasification, combined
cycle (IGCC) electric power generating units. Each coal sample was analyzed for Hg content,
chlorine (Cl) content, sulfur content, moisture content, ash content, and calorific value. In Phase
11, flue gas Hg measurements were made using the modified Ontario-Hydro (OH) Method for
total and speciated Hg. Additional coal samples were collected and analyzed in conjunction with
the OH Method measurements.

The EPA ICR dataindicated that, in 1999, coal-fired steam electric generating unitsin the
U.S. burned 786 million tons of coal of which about 52 percent was bituminous and 37 percent
was subbituminous. Other fuelsincluded lignite, anthracite coal, reclaimed waste coal, mixtures
of coal and petroleum coke (pet-coke), and mixtures of coal and tire-derived fuel (TDF).
Pulverized coal-fired (PC) boilers represent approximately 86 percent of the total number and 90
percent of total utility boiler capacity. Based on capacity, other types of boilers include cyclone-
fired boilers (7.6 percent), fluidized-bed combustors (1.3 percent), and stoker-fired boilers (1.0
percent).

The 1999 EPA ICR responses indicate that a variety of emission control technologies are
employed to meet requirements for sulfur dioxide (SO,), nitrogen oxides (NOy), and particulate
matter (PM). Most utilities control NOy by combustion modification techniques and SO, by the
use of compliance coal. For post-combustion controls, 77.4 percent of the units have PM control
only, 18.6 percent have both PM and SO, controls, 2.5 percent have PM and NOy controls, and 1.3
percent have three post-combustion control devices.
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The different types of post-combustion control devices are listed below:

Particulate matter (PM) control technologies include electrostatic
precipitators (ESPs), fabric filters (FFs) (also called “baghouses’), and
particul ate scrubbers (PS). ESPs and FFs may be classified as either cold-
side (CS) devices[installed upstream of the air heater where flue gas
temperatures range from 284 to 320 °F (140 to 160 °C)] or hot-side
[installed downstream of the air heater and operate at temperatures ranging
from 662 to 842 °F (350 to 450 °C)]. Based on current information, it
appears that little Hg can be captured in HS-ESPs.

0, post-combustion control technologies are systems that are classified as
wet flue gas desulfurization (FGD) scrubbers, semi-dry scrubbers, or dry
injection. Wet FGD scrubber controls remove SO, by dissolvingitina
solution. A PM control device is always located upstream of awet
scrubber. PM devices that may be used with wet FGD scrubbersinclude a
PS, CS-ESP, HS-ESP, or FF baghouse. Semi-dry scrubbers include spray
dryer absorption (SDA). Dry injection involves injecting dry powdered
lime or other suitable sorbent directly into the flue gas. A PM control
device (ESP or FF) isaways installed downstream of a semi-dry scrubber
or dry injection point to remove the sorbent from the flue gas.

NOx post-combustion control technologies include selective non-catalytic
reduction (SNCR) and selective catalytic reduction (SCR) processes. With
both of these methods, a reducing agent such as ammoniaor ureais
injected into the duct to reduce NO, to N,. SCR operates at lower
temperatures than SNCR and is more effective at reducing NOy, but it is
more expensive.

For PM control, ESPs are used on 84 percent of the existing electric utility coal-fired
boiler units, and FF baghouses are used on 14 percent of the utility units. Post-combustion SO,
controls are less common. Wet flue gas desulfurization (FGD) systems are used on 15.1 percent
of the units; and, dry scrubbers, predominantly spray dryer absorbers (SDA), are used on 4.6
percent of units that were surveyed. While the application of post-combustion NO controlsis
becoming more prevalent, only 3.8 percent of units used either selective non-catalytic reduction
(SNCR) or selective catalytic reduction (SCR) systemsin 1999.

Mercury Measurement M ethods

When the coal isburned in an electric utility boiler, the resulting high combustion
temperatures vaporize the Hg in the coal to form gaseous elemental mercury (Hg®). Subsequent
cooling of the combustion gases and interaction of the gaseous Hg® with other combustion
products result in a portion of the Hg being converted to gaseous oxidized forms of mercury
(Hg®") and particle-bound mercury (Hgp). Theterm speciation is used to denote the relative
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amounts of these three forms of Hg in the flue gas. Thetotal Hg in flue gas (Hgr) is the sum of
Hgp, Hg?*, and Hg®. It isthe ability to measure these forms of Hg, either collectively or
individually, which distinguishes the capabilities of available measurement methodologies.

The Hg in flue gas can be measured by either manual sampling methods or by the use of a
continuous emission monitor (CEM). Manual methods are available for the measurement of Hgr
and the speciation of Hg, including Hg,. CEMs are now available to measure gas-phase Hgy.

Manual Test Methods

Manual sampling methods for measuring Hgr from combustion processes are well
established. EPA Methods 101A and 29 are routinely used to measure Hgyr in flue gas from
incineration and coal combustion. While a validated reference method for the measurement of
the speciated forms of Hg does not exist, the Ontario-Hydro (OH) method is the de facto method
of choice.

Generally, sampling trains used to collect flue gas samples for Hg analysis consist of the
same components. anozzle and probe operated to extract a representative sample from a duct or
stack; afilter to collect PM; and a series of impingers with liquid reagents to capture gas-phase
Hg. Sampling trains used for speciation measurements sequentially capture Hg>" and Hg’ in
different impingers. After sampling, the filter and sorption media are prepared and analyzed for
Hgin alaboratory.

While several research methods exist for performing speciated Hg measurements, the OH
Method is presently the method of choice for measuring Hg speciesin the flue gas from coal -
fired utility plants. The OH method has been shown to provide valid Hg speciation
measurements when samples are taken downstream of an efficient PM control device. However,
the OH Method can give erroneous speciation measurements for locations upstream of PM
control devices because of sampling artifacts.

Fly ash captured by the sampling train filter can absorb Hg?* and Hg®. Catalytic
properties of the fly ash can also oxidize HgP, resulting in physical and chemical transformations
within the sampling train. Transformations caused by the sampling process are called artifacts,
and the resulting measurements do not accurately reflect critical properties of Hg at the locations
where the samples were taken. Sampling methods have not yet been devel oped to overcome
measurement artifacts associated with high flue gas concentrations of fly ash.

Continuous Emission Monitors (CEMSs)

Continuous emission monitors (CEMSs) are in some respects superior to manual
measurement methods. CEMs provide arapid real-time or near real-time response, which can be
used to characterize temporal process variations that cannot be measured with manual
measurement methodologies. Mercury CEMs are similar to most combustion process CEMsin
that a flue gas sample must be extracted from the stack and then transferred to the analyzer for
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detection. However, Hg monitoring is complicated by the fact that Hg existsin different forms
and that quantitative transport of all formsisdifficult.

The CEMs designed to measure total gas-phase Hg (Hg”* and Hg°) are now routinely
used in Europe and Japan to measure Hg emissions from incinerators. The Hg concentrations in
the stack gas from well-controlled emission sources contain negligible amounts of Hg,, and the
measurement of gas-phase Hg downstream of the emission control devices can be considered to
be equivalent to the measurement of Hgr.

The detectorsin Hg CEMs typically measure Hg’ by the use of cold vapor atomic
absorption spectroscopy (CVAAYS) or cold vapor atomic fluorescence spectroscopy (CVAFS).
Hgr concentrations are measured by converting (reducing) all of the Hg** in the sample to Hg’
before it enters the detector. Various conversion techniques exist, including thermal, catalytic,
and wet chemical methods. The wet chemical technique is currently used in commercial
monitors that are capable of speciation measurement. The use of wet chemical reagents resultsin
high operating costs, which are the primary limitation to the Hg CEM’ s use as a compliance tool.

Speciating Hg CEMs are highly valuable as research tools. Several commercially
available Hgr CEMs have been modified to indirectly measure Hg?* by determining the
difference between gas-phase Hgr and Hg’. Hg CEM's are susceptible to the same PM-rel ated
measurement artifacts associated with manual measurements, and users of Hg CEMs in high dust
conditions must consider this problem.

Regardless of the sampling method, the key to reliable and accurate Hg sampling and
continuous monitoring is maintaining sample integrity. Flue gases may contain particles that
change the species of Hg within the sampling train or CEM system. While this does not change
the total Hg measurement, it may bias the determination of Hg vapor species, which may be used
to estimate the potential for Hg capture, as well as to assess the performance of control devices.
Similarly, common flue gas constituents, such as SO,, HCI and NOy, may affect quantitative
measurement performance.

Additional research is needed to investigate and overcome measurement obstacles so that
speciating CEMss can serve as process monitors and as a research tool for evaluating the
effectiveness of emission controls. Such research can also provide a better understanding of the
factors that affect Hg speciation.

Speciation and Capture of Mercury
Mercury Speciation

The capture of Hg by flue gas cleaning devices is dependent on Hg speciation. Both Hg”
and Hg?* are in vapor-phase at flue gas cleaning temperatures. HgP isinsoluble in water and

cannot be captured in wet scrubbers. The predominant Hg?*compounds in coal flue gas are
weakly to strongly soluble, and the more-soluble species can be generally captured in wet FGD
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scrubbers. Both Hg® and Hg?* are adsorbed onto porous solids such as fly ash, powdered
activated carbons (PAC), or calcium-based acid gas sorbents for subsequent collection in a PM
control device. Hg*" is generally easier to capture by adsorption than Hg". Hgp is attached to
solids that can be readily captured in ESPs and FFs.

Flue gas cleaning technol ogies that are applied on combustion sources employ three basic
methods to capture Hg:

Capture of Hg, in PM control devices,

Adsorption of Hg® and Hg?* onto entrained sorbents for subsequent capturein PM
control devices, and

Solvation of Hg?" in wet scrubbers.

The factors that affect the speciation and capture of Hg in coal-fired combustion systems
include the type and properties of coal, the combustion conditions, the types of flue gas cleaning
technol ogies employed, and the temperatures at which the flue gas cleaning systems operate.

Oxidation reactions that affect the speciation of Hg include homogeneous, gas-phase
reactions and heterogeneous gas-solid reactions associated with entrained particles and surface
deposits. Suspected flue gas oxidants involved in Hg® oxidation include oxygen (O.), ozone (Os),
hydrochloric acid (HCI), chlorine (Cl), nitrogen dioxide (NO,) and sulfur trioxide (SOz). Many
of these oxidants are also acid species, which may be significantly impaired by the presence of
alkaline speciesin fly ash, such as sodium, calcium and potassium. Heterogeneous oxidation
reactions may be catalyzed by metals such asiron, copper, nickel, vanadium, and cobalt.
Conversion of Hg” to Hg?* may be followed by adsorption to form Hgp.

The determination of which mechanisms, oxidants, and catalysts are dominant is crucial
in developing and implementing Hg control strategies. For example, the impaired oxidation of
Hg in subbituminous coals and lignites is probably related to lower concentrations of HCI in flue
gas and high akalinity of the fly ash. PM collectors and scrubbers reflect thisin the low
removals of Hg in the ICR database.

Fundamentals of Sorption

Sorbents used for the capture of Hg can be classified as Hg sorbents or multipollutant
sorbents. Sorbents evaluated for Hg capture have been manufactured from a number of different
materials such as lignite, bituminous coal, zeolites, waste biomass, and waste tires. The
manufacturing process typically involves some type of thermal treatment. Additives are often
used to produce impregnated sorbents.

For coal-fired electric utility boiler applications, the use of sorbents to capture gas-phase
Hg (or gas-phase Hg and acid gases) is limited to the use of finely ground powdered sorbents.
These sorbents can be injected upstream of PM control devicesto collect the sorbent and
adsorbed Hg. The development of improved sorbents is needed because of poor sorbent
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utilization that results from low flue gas concentrations of Hg and short sorbent exposure times
in units equipped with CS-ESPs. The performance of a sorbent isrelated to its physical and
chemical characteristics. The best performing sorbents must be carefully matched to
performance requirements as defined by the application for which it isto be used. For example,
properties and performance requirements of sorbents used for capture of SO, and HgP are quite
different. In asimilar fashion, the performance criteriafor sorbents used with flue gas from
bituminous coal will probably be different from the sorbents used with sub-bituminous coals.

Sorbents are porous materials. The most common physical properties related to sorbent
performance are surface area, pore size distribution, and particle size distribution. The capacity
for Hg capture generally increases with increasing surface area and pore volume. The ability of
Hg and other sorbates to penetrate into the interior of a particleisrelated to pore size distribution.
The pores of the sorbent must be large enough to provide free access to internal surface area by
Hg® and Hg®* while avoiding excessive blockage by previously adsorbed reactants. As particle
size decreases, access to the internal surface area of the particle increases, along with potential
adsorption rates. Powdered activated carbons used for Hg control typically have diameters of 44
pm or smaller.

Mercury can be either physically or chemically adsorbed. Physical adsorption
(physisorption) typically results from van der Waals and Coulombic (el ectrostatic) interactions
between the sorbent and the sorbate. The resulting bonds are weak (typically < 10-15 kcal/mole)
and are easily reversed.

Chemical adsorption (chemisorption) involves the establishment of achemical bond (as
the result of a chemical reaction, electron transfer). Chemisorption resultsin stronger bonds than
physisorption and is not necessarily reversible. Chemical adsorption is also dependent on the
presence of chemically active sites where the sorbate is chemically bound. Some of the chemical
constituents of activated carbons influencing Hg capture include: sulfur content, iodine content,
and chlorine content. Impregnation of carbons with sulfur, iodine, or chlorine can increase the
reactivity and capacity of sorbents. Hg” islikely oxidized and sorbed in arapid two step reaction,
either chemically by reaction with strong ionic groups such as Cl', I', or S or physically through
interaction with functional groups in sorbent pores.

The HgCl, is readily adsorbed onto both carbon and calcium based sorbents, probably
by acid-base reactions. Section 5.5 details the fundamental research to develop carbon and
calcium sorbents for Hg vapor capture.

Evaluation of Sorbents

Sorbents may be evaluated by bench-, pilot-scale, or full-scale experiments. Theinitial
screening of sorbents has typically been conducted using bench-scale, packed-bed experimental
reactors. These reactors are used to eval uate the adsorption capacity of sorbents exposed to Hg
in a synthetic flue gas made from compressed bottled gases. Thereactor isheld at a
predetermined temperature, and either Hg® or HgCl,, is fed into the synthetic flue gas upstream of
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the reactor. An on-line Hg analyzer is used to continuously monitor the Hg content of the inlet
flue gas and of that after exposure to the sorbent fixed bed. These reactors are used to determine
the effects of temperature and flue gas composition on the performance of sorbents. These
reactors provide results that are primarily applicable to the capture of Hg in FF baghouses.

Flow reactors that expose sorbents to flue gas during short residence experiments can be
used to simulate conditions associated with ESPs. These reactors can be used to explore the rates
of Hg adsorption and determine the effects of temperature and flue gas composition. The most
effective screening tests are conducted with reactors that are installed on adip stream from a
pilot- or full-scale coal combustion system. Large pilot- or full-scale tests must be used to
assess the effects of mass transfer limitations (i.e., mixing and diffusion of flue gas constituents)
and long-term equipment operability.

Wet FGD Scrubbers

Oxidized mercury compounds such as HgCl, are soluble in water and akaline scrubbing
solutions. Thus, the oxidized fraction of Hg vaporsin flue gasis effectively captured when a
power plant is operated with wet or semi-dry scrubbers for removing SO,. The elemental
fraction, on the other hand, is insoluble and is not removed to any significant degree. The
challenge to Hg removal in wet FGD scrubbers, then, isto find some way to oxidize the
elemental Hg vapor before it reaches the scrubber or to modify the liquid phase of the scrubber to
cause oxidation to occur.

Evaluation of EPA ICR Mercury Emissions Data

The methods used to evaluate the ICR data were based on two interrelated objectives. The
first method was to estimate the speciated amount and the geographical distribution of national Hg
emissions from coal-fired power plantsin 1999. The second method was to characterize the
effects of coal properties, combustion conditions, and flue gas cleaning methods on the speciation
and capture of Hg.

Mercury Capture by Existing Air Pollution Control Devices

The air pollution control technologies now used on pulverized-coal-fired utility boilers
exhibit average levels of Hg control that range from O to 98 percent, as shown in Table ES-1. The
best levels of control are generally obtained by emission control systems that use FFs. The
amount of Hg captured by a given control technology is better for bituminous coal than for either
subbituminous coal or lignite.

The lower levels of Hg capture in plants firing subbituminous coal and lignite are
attributed to low fly ash carbon content and the higher relative amounts of Hg’ in the flue gas from
combustion of these fuels. The average capture of Hg based on OH Method inlet measurements
in PC fired plants equipped with a cold-side ESP is 35 percent for bituminous coal, 3 percent for
sub-bituminous coal and near zero for lignite.
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Errata Page ES-10, dated 3-21-02

Table ES-1. Mean mercury emission reduction for pulverized-coal-
fired boilers.

Post-combustion Emission Average Mercury Emission Reduction (%) *
Controls Bituminous-coal- | Subbituminous- Lignite-
Used for PC Boiler fired coal-fired fired
CS-ESP 36 % 3% -4 %
PM Control HS-ESP 9% 6 % not tested
Only FF 90 % 72 % not tested
PS not tested 9% not tested
PM Control SDA + ESP not tested 35 % not tested
< ang SDA + FF 98 % 24 % 0%
pray Dryer
Adsorber SDA + FF + 98 % not tested not tested
SCR
PS + FGD 12 % -8 % 33%
PM Control
and CS-ESP + FGD 75 % 29 % 44 %
WetFGD | HS-ESP + FGD 49 % 29 % not tested
System
FF + FGD 98 % not tested not tested

a) Mean reduction from test 3-run averages for each PC boiler unit in Phase Il EPA ICR data base.

Plants that employ only post-combustion PM controls display average Hg emission
reductions ranging from 0O to 89 percent. The highest levels of control were observed for units
with FFs. Decreasing levels of control were shown for units with ESPs, PS, and mechanical
collectors.

Units equipped with lime spray dryer absorber scrubbers (SDA/ESP or SDA/FF
systems) exhibited average Hg captures ranging from 98 percent for units burning bituminous
coals to 3 percent for units burning subbituminous coal. The predominance of Hg® in stack gas
units that are fired with subbituminous coal and lignite results from low levels of Hg°
oxidization.

The capture of Hg in units equipped with wet FGD scrubbers is dependent on the
relative amount of Hg?" in the inlet flue gas and on the PM control technology used. Average
Hg capturesin wet FGD scrubbers ranged from 23 percent for one PC-fired HS-ESP + FGD
unit burning subbituminous coal to 97 percent in a PC-fired FF + FGD unit burning
bituminous coal. The high Hg capturein the FF + FGD unit is attributed to increased
oxidization and capture of Hg in the FF.

Mercury captures in PC-fired units equipped with spray dry scrubbers and wet limestone

scrubbers appear to provide similar levels of control on a percentage reduction basis. However,
this observation is based on a small number of short-term tests at alimited number of facilities.
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Additional testing will be required to characterize the effects of fuel, combustion conditions, and
APCD conditions on the speciation and capture of Hg.

National Emission Estimates

The data used for estimating the national Hg emissions were: (1) the mean Hg content of
coal burned in any given unit during 1999, (2) the amount of coal burned in that unit during 1999,
and (3) best match coal-boiler-control device emission factor for the unit. The results of these
estimates indicated that:

* Coa and related fuels burned in coal-fired utility boilersin 1999 contained 75 tons of
Hg, and

» Forty-eight tons of Hg was emitted to the atmosphere in 1999 from coal-fired utility
power plants.

Multipollutant Controls

The EPA ICR data indicate that technologies currently in place for control of criteria
pollutants achieve reductions in Hg emissions that range from 0 to > 90 percent. Current levels
of Hg control can be increased by application of retrofit technologies or methods designed to
increase capture of more than one pollutant. This multipollutant approach can utilize the
synergisms that accrue through the simultaneous application of technologies for NO and Hg
control, SO, and Hg control, or SO,, NOy, and Hg contral.

Bench- and pilot-scale tests have shown that Hg capturein PM control devices generally
increases as the carbon content of fly ash increases. Increased use of combustion modification
techniques that increase ash carbon content will generally increase the amount and capture of

Hdp.

The EPA ICR dataindicate that SCR systems may enhance the oxidation and capture of
Hg. Recent pilot- and full-scale tests on bituminous coal-fired units equipped with SNCR + CS-
ESP and SCR + SDA/FF systems have confirmed these results. However, improvement in Hg
capture appears to be highly dependent on the type of coal burned and the design and operating
conditions of SCR systems. The potential in increased Hg capture associated with the NOy
control system cannot now be quantified. It is believed, however, that the use of combustion
maodification techniques and post combustion NOy control technologies on NO state
implementation plan (SIP) units will also increase the capture of Hg in these units.

Theretrofit of coal-fired electric utility boiler units to control emission of SO, and fine
PM is also expected to provide co-benefits in the control of Hg. Thisis apparent from the
increased control of Hg on units equipped with FFs, dry FGD scrubbers, and wet FGD scrubbers.
Mercury or multipollutant sorbents will add minimal capital costs to unitsthat are retrofitted with
FFs or SDA/FF for control of other pollutants. The use of multipollutant sorbents would be more
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costly, but the incremental costs of Hg control would be modest. Technologies designed for use
on existing wet FGD units could also be used for new scrubbers that are intended to control SO,
and the precursors to secondary fine PM.

Generaly, the control of Hg emissions via multipollutant control technologies can
provide a cost-effective method for collectively controlling the various pollutants of concern.

Potential Retrofit Mercury Control Technologies

A practical approach to controlling Hg emissions at existing utility plantsisto minimize
capital costs by adapting or retrofitting the existing equipment to capture Hg. Potentia retrofit
options for control of Hg were investigated for units that currently use any of the following post
combustion emission control methods: (1) ESPs or FFs for control of PM, (2) dry FGD
scrubbers for control of PM and SO,, and (3) wet FGD scrubbers for the control of PM and SO..

ESP and FF Systems

Least costly retrofit options for the control of Hg emissions from units with ESP or FF are
believed to include:

* Injection of asorbent upstream of the ESP or FF. Cooling of the stack gas or
modifications to the ducting may be needed to keep sorbent requirements at acceptable
levels.

» Injection of a sorbent between the ESP and a pulsget FF retrofitted downstream of the
ESP. This approach will increase capital costs but reduce sorbent costs.

» Installation of a semi-dry circulating fluidized-bed absorber (CFA) upstream of an
existing ESP used in conjunction with sorbent injection. The CFA recirculates both fly
ash and sorbent to create an entrained bed with a large number of reaction sites. This
leads to higher sorbent utilization and enhanced fly ash capture of Hg and other
pollutants.

Units equipped with a FF require less sorbent than units equipped with an ESP. ESP
systems depend on in-flight adsorption of Hg by entrained fly ash or sorbent particles. FFs
obtain the same in-flight Hg adsorption as ESPs and additional adsorption as the flue gas passes
through the FF cake.

In general, the successful application of cost-effective sorbent injection technologies for
ESP and FF units will depend on: (1) the development of lower cost and/or higher performing
sorbents, and (2) appropriate modifications to the operating conditions of equipment being
currently used to control emission of PM, NOy, and SO..
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Semi-Dry FGD Systems

SDA systems that use cal cium-based sorbents are the most common dry FGD systems
used in the electric utility industry. An aqueous slurry containing the sorbent is sprayed into an
absorber vessel where the flue gas reacts with the drying slurry droplets. The resulting, particle-
laden, dry flue gas then flows to an ESP or a FF where fly ash and SO, reaction products are
collected.

CFAs are “vertical duct absorbers’ that allow simultaneous gas cooling, sorbent injection
and recycle, and gas absorption by flash drying of wet lime reagents. It isbelieved that CFAs can
potentially control Hg emissions at costs lower than those associated with use of spray dryers.

Dry FGD systems are already equipped to control emissions of SO, and PM. The
modification of these units by the use of appropriate sorbents for the capture of Hg and other air
toxicsis considered to be the easiest retrofit problem to solve.

Wet FGD Systems

Wet FGD systems are typically installed downstream of an ESP or FF. Wet limestone
FGD scrubbers are the most commonly used scrubbers on coal-fired utility boilers. These FGD
units are expected to capture more than 90 percent of the Hg" in the flue gas entering the
scrubber. Consequently, existing wet FGD scrubbers may lower Hg emissions between 20 and
80 percent, depending on the speciation of Hg in the inlet flue gas.

Improvements in wet scrubber performance in capturing Hg depend primarily on the
oxidation of Hg® to Hg?*. This may be accomplished by (1) the injection of appropriate
oxidizing agents or (2) theinstallation of fixed oxidizing catalysts upstream of the scrubber to
promote oxidization of HgP to soluble species.

An aternative strategy for controlling Hg emissions from wet FGD scrubbing systemsis
to inject sorbents upstream of the PM control device. In wet FGD systems equipped with ESPs,
performance gains are limited by the in-flight oxidization of Hg” and the in-flight capture of Hg**
and Hg®. In systems equipped with FFs, increased oxidization and capture of Hg can be achieved
as the flue gas flows through the FF. Increased oxidization of Hg® in the FF will result in
increased Hg removal in the downstream scrubber.

Multipollutant Control Methods

From along-term perspective, the most cost-effective Hg controls will be those
implemented with a multipollutant emission control scheme, wherein Hg sorbents also remove
other pollutants, and catalysts and absorbers are employed to remove bulk contaminants such as
NO and SO,. Mercury is also removed as a consequence of using particular bulk gas sorbents,
catalysts, particle collectors, and absorbers. Therefore, while sorbents injected upstream of PM
collectors may be readily employed for Hg control, the best long-term schemes will result from
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modifying or adding control systems for other pollutants that also control Hg emissions. Chapter
9 discusses several applications under devel opment.

Costs of Retrofit Mercury Control Technologies

Preliminary annualized costs of Hg controls using powdered activated carbon (PAC)
injection have been estimated based on recent pilot-scale evaluations with commercially
available adsorbents (see Table ES-2). These control costs range from 0.305 to 3.783 mills/kWh,
with the highest costs associated with plants having hot-side electrostatic precipitators (HS-
ESPs). For plants representing 89 percent of current capacity and using controls other than HS-
ESPs, the costs range from 0.305 to 1.915 millskWh. Assuming a 40 percent reduction in
sorbent costs by use of acomposite lime-PAC sorbent for Hg removal, cost projections range
from 0.18 to 2.27 mills’kWh with higher costs again being associated with plants using HS-
ESPs.

Table ES-2. Estimates of current and projected annualized operating costs for
retrofit mercury emission control technologies.

Coal Type Existing Retrofit Current Cost Projected Cost
(sulfur content) APCD* Mercury Control ° (mills/kWh) (mills/kWh)
CS-ESP+FGD PAC 0.727 —1.197 0.436 -0.718
Bituminous
3% S) FF+FGD PAC 0.305 - 0.502 0.183-0.301
HS-ESP+FGD PAC+PFF 1.501 — NA° 0.901 — NA°
CS-ESP SC+PAC 1.017 - 1.793 0.610 — 1.076
Bituminous
(0.6% S) FF SC+PAC 0.427 - 0.753 0.256 — 0.452
HESP SC+ PAC+PFF 1.817 - 3.783 1.090 — 2.270
CS-ESP SC+PAC 1.150 - 1.915 0.69 — 1.149
Subbituminous
(0.5% S) FF SC+PAC 0.423-1.120 0.254 — 0.672
HESP SC+PAC+PFF 1.419-2.723 0.851 - 1.634

a) CS-ESP = cold-side electrostatic precipitator; HS-ESP = hot-side electrostatic precipitator; FF= fabric filter;
FGD = flue gas desulfurization

b) PAC=powdered activated carbon; SC=spray cooling; PFF=polishing fabric filter

c) NA =not available

In comparison, the estimated annual costs of Hg controls, as afunction of plant size, lie
mostly between the costs for low-NOy burners (LNBs) and selective catalytic reduction (SCR)
systems. The costs of Hg control will dramatically diminish if retrofit hardware and sorbents are
employed for control of other pollutants such as NOy, SO,, or fine PM.

The performance and cost estimates of PAC injection-based Hg control technologies

presented in this document are based on relatively few data points from pilot-scale tests and are
considered to be preliminary. However, based on pilot-scale tests and the results of ICR data
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evaluations, better sorbents and technol ogies now being developed will reduce the costs of Hg
controls beyond current estimates.

Within the next 2 to 3 years, the evaluation of retrofit technologies at plants where co-
control is being practiced will lead to a more thorough characterization of the performance and
costs of Hg control. Future cost studies will focus on the development of performance and cost
information needed to refine cost estimates for sorbent injection based controls, will develop cost
estimates for wet scrubbing systems that employ methods for oxidizing Hg®, and will determine
the costs of various multipollutant control options.

Theissue of Hg in residues will also be examined to address concerns related to the
release of captured Hg species into the environment. These evaluations will be conducted in
conjunction with the development and evaluation of air pollution emission control technologies.

Coal Combustion Residuesand Mercury Control

Operation of power plants resultsin solid discharges including fly ash, bottom ash, boiler
dag, and FGD residues. These residues already contain Hg, presumably bound Hg that is
relatively insoluble and non-leachable. 1n 1998, approximately 108 million tons of coal
combustion residues (CCRs) were generated. Of this amount, about 77 million tons were
landfilled and about 31 million tons were utilized for beneficial uses.

Increased control of Hg emissions from coal-fired power plants may change the amount
and composition of CCRs. Such changes may increase the potentia for release of Hg to the
environment from either landfilling or uses of CCRs. Mercury volatilization from CCRsin
landfills and/or surface impoundments is expected to be low due to the low temperatures
involved and the existence of relatively small surface area per unit volume of residue. For Hg
control retrofits involving dry or wet FGD scrubbers, the residues are typically alkaline and the
acid leaching potential of Hg from these residues is expected to be minimal.

There are several commercial uses of CCR where available data on which to characterize
the Hg emission potential are lacking. The following CCR uses are given a priority for
developing additional datain order to characterize the ultimate fate of Hg:

* Theuse of fly ash in cement production,

* Thevolatilization and leaching of residues used for structural fills,

» Leaching of residues exposed to the acidic conditions during mining applications,

» Volatilization of Hg during the production of wallboard from gypsum in wet scrubber
residues,

* Mercury volatilization during the production and application of asphalt with fly ash
fillers, and

» Leaching or plant uptake of Hg from fly ash, bottom ash, and FGD sludge that are used as
soil amendments.
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Current and Planned Resear ch

DOE, EPA, EPRI, the utility industry, and the control technology industry are funding
research on the control of Hg emissions from coal-fired boilers. A major portion of this research
is being funded under cooperative agreements with DOE. These agreements include cost sharing
by EPRI and other industrial partners. Research on these projectsis being jointly coordinated
under DOE's, EPA's, and EPRI's Hg control technology programs. These research efforts will be

used to:

Develop hazardous air pollution Maximum Achievable Control Technology (MACT)
requirements for electric utility generating units,

Optimize control of Hg emissions from units that must comply with more stringent
NO, emission requirements under the NO, SIP, and

Develop technol ogies that can be used to control emissions under multipollutant
control legislation options that are currently being considered.

Current research efforts include three full-scal e test projects, six pilot-scale test projects
on coal-fired units, the evaluation of Hg CEMs, supporting research on the speciation and
capture of Hg, and research on CCRs and CCBs. This research includes:

One full-scale ESP sorbent injection project with tests at four sites,
One full-scale wet FGD scrubber project at two sites,

Onefull-scale project on the effects of SNRC, SCR, and SO3; conditioning
systems at five sites,

On-going research on the devel opment and use of Hg CEMs,
On-going speciation, capture, and sorbent development research, and

Small Business Administration projects on development of sorbents, and
measurement methods.

Six new pilot-scale DOE projects have been announced in FY2001. These are:

Advance particulate collector with sorbent injection (North Dakota-EERC)
Evaluation of HgP oxidization catalysts (URS Radian Group)

Spray cooling and multipollutant sorbents (CONSOL)

Evaluation of multipollutant sorbents and CFBA (SRI)

Electrical discharge multi-pollution control system (Power Span)
Evaluation of advanced sorbents (Apogee Scientific)
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Conclusions and Recommendations

Additional efforts are planned to characterize the behavior of Hg in coa combustion
systems. Further research is needed on the speciation and capture of Hg and on the stability of
Hg in CCRs and residue by-products. Studies on the control capabilities and costs of potential
Hg retrofit technologies currently under pilot-scale development are being continued and
appropriate control technologies are to be evaluated on full-scale units. Additionally, an
evaluation of the co-control of Hg with available PM, SO,, and NO controls is needed.

Mercury measurement and monitoring capabilities must be consistent with the regulatory
approaches being considered; e.g., speciated vs. total Hg emissions. Field activities need to be
coordinated to (1) improve the emissions data base, (2) develop the technologies most
appropriate for Agency goals (e.g., Hg-specific vs. multipollutant), and (3) refine cost data and
cost-performance models based on actual field experience.

Finally, EPA must continue to work closely with DOE, EPRI and the utility industry to
develop Hg and multipollutant control technologies. Collaboration will help ensure that all of
the scientific knowledge, engineering skills, and financial resources needed to develop control
technologies and establish the most cost-effective regulatory requirements are available.

Current and future research should focus on:

Control of emissions for units with ESPs,

Control of Hg emissions from subbituminous coals and lignite,

» Evauation of CFA systems,

* Demonstration of Hg control for units with SDA/ESP and SDA/FF systems,
+ Development of Hg® oxidizing methods for wet FGD systems,

 Evaluation additives for the oxidization of Hg’ and the sequestration
of Hg”" in wet scrubbers,

» Enhancement of fly ash capture by combustion modification techniques,
*  Optimization of NOy controls for Hg control,

» Control of Hg and other air toxic emissions from units equipped with SCR
and wet FGD scrubbers,

* Useand evauation of Hg CEMSs,
» Testswith CEMsto study the variability of Hg emissions,
» Effectsof coal blending on Hg capture, and

» Effectsof cyclone-, stoker-, and fluidized-bed combustion on Hg control.
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Chapter 1
Report Background

1.1 Introduction

Mercury (Hg) isametallic element that can be released into the atmosphere from both
anthropogenic (i.e., made by humans) and natural sources. Ambient Hg concentrationsin the air
are typically very low. Human exposure by direct inhalation of Hg in the air is not the
predominant public health concern for thismetal. However, the Hg in ambient air eventually can
be re-deposited on land surfaces or directly into rivers, lakes, and oceans. Mercury that enters
bodies of water by direct deposition from the air or runoff from land surfaces ultimately is
transformed by biological processesinto a highly toxic form of Hg (methylmercury [MeH(g]) that
concentrates in fish and other organisms living in these waters. A study by the National
Academy of Sciences (NAS) concluded that human exposure to MeHg from eating contaminated
fish and seafood is associated with adverse health effects related to neurological and
devellﬁpmental damage varying in severity depending on the Hg concentrations in the ingested
food.™ An extreme example of these health effects cited by this study is the high-dosage
exposure from the consumption of MeHg-contaminated fish by the residents living near
Minamata Bay in Japan in the 1950s that resulted in fatalities and severe neurological damage.EI

The largest anthropogenic source of Hg emissions in the United States is the Hg released
from burning coal to produce steam for generating electricity. Mercury naturally occurs in trace
amountsin all coal deposits. When coal is burned in a steam boiler or afurnace, most of the Hg
bound in the coal is released during the combustion process as gaseous elemental mercury (HgP).
Subsequent cooling of the combustion gases and interaction of the gaseous Hg” with other
combustion products result in a portion of the Hg being converted to gaseous oxidized forms of
mercury (Hg*") and particle-bound mercury (Hgp).

Coal-fired electric utility power plants currently do not use air pollution controls
specifically designed to reduce Hg emissions to the atmosphere. However, certain control
technologies now used at coal-fired electric utility power plants to reduce other air pollutant
emissions (particulate matter [PM], sulfur dioxide [SO;], nitrogen oxides [NOy]) also reduce Hg
emissions with varying levels of effectiveness. Methods for enhancing Hg removal by these
existing controls are being studied. New control technologies to specifically control Hg
emissions from coal combustion are being developed. Multipollutant control technol ogies that
will achieve both high Hg removal and effective control of PM, SO,, and NOy are being
investigated.
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The Clean Air Act (CAA) directsthe U.S. Environmental Protection Agency (EPA) to
regulate emissions of air toxics from stationary sources by establishing national air emission
standards for hazardous air pollutants (NESHAP). Mercury is one of the compounds listed under
CAA Section 112 as a hazardous air pollutant (HAP). The EPA Administrator has found that it
IS appropriate and necessary to establish aNESHAP regulating HAP emissions, including Hg,
from coal-fired electric utility power plants.

1.2 Report Purpose

The EPA Office of Research and Development (ORD) National Risk Management
Research Laboratory (NRMRL) has prepared this Hg emission control technology report. The
overall purpose of the report isto review and evaluate recent scientific data and new knowledge
about control technologies that potentially can be used to reduce Hg emissions from coal-fired
electric utility power plants. Thefirst part of the report is directed to readers outside the research
community involved in Hg emission control issues by providing background information
regarding EPA’s NESHAP decision, the use of coal for electrical power generation, and Hg
behavior in coal combustion gases. The second part of the report is directed to all readers and
focuses on areview and evaluation of new information that has been gathered by the EPA since
the Agency’ s reports to Congress related to the control of Hg emissions from electric utility
power plants. Also included in this report are summaries of the results to date from companion
NRMRL studies investigating the costs of retrofitting potential Hg control technologies to
existing coal-fired electric utility power plants in the United States and Hg behavior in the ash
and other solid residues from coal combustion.

The remainder of Chapter 1 provides a summary of the statutory authority and past major
studies completed by the EPA that led to the Agency’ s regulatory finding on the HAP emissions
from electric utility power plants. Background on major research programs investigating Hg
emissions from coal combustion is presented. This chapter concludes with a description of
topics presented in Chapters 2 through 10 of this report.

1.3 NESHAP Statutory Background

Title Il of the CAA regulates stationary sources that emit HAPs. Section 112 in Title 1ll
was comprehensively amended in 1990. Under the amended CAA Section 112(b), Congress
listed specific chemicals, compounds, and groups of chemicalsas HAPs. Mercury isone of the
chemicalsincluded on thisHAP list. The EPA isdirected by Section 112 to regulate the HAP
emissions from stationary sources by establishing “ national emission standards for hazardous air
pollutantsi or ANESHAP.0 The EPA develops and promulgates individual NESHAPs for specific
categories of stationary sources. The NESHAP for a given source category is codified under its
own subpart in the Code of Federal Regulations under part 63 to title 40.




Section 112 of the CAA established specific directives as to how the EPA must develop
NESHAPs. The statute requires that each NESHAP must require the maximum degree of HAP
emission reduction that is achievable, taking into consideration the cost of achieving such an
emission reduction and any non-air quality health and environmental impacts and energy
requirements. The control technology that achieves this level of HAP emission control is called
Amaximum achievable control technology@ or AMACT.{

The 1990 CAA Amendments include several provisionsin Section 112 that specifically
address the regulation of HAP emissions from electric utility steam generating units. First, CAA
Section 112(a) defines the term Aelectric utility steam generating unit@ to mean

A. .. any fossil fuel fired combustion unit of more than 25 megawatts that serves a
generator that produces electricity for sale. A unit that cogenerates steam and
electricity and supplies more than one-third of its potential electric output capacity
and more than 25 megawatts electrical output to any utility power distribution
system for sale shall be considered an electric utility steam generating unit.@

Section 112(n)(1)(A) directs the EPA to perform a study and report to Congress about the
hazards to public heath reasonably anticipated to occur as result of exposure to HAP emissions
from electric utility steam generating units. After considering the result of this study, the EPA
must determine whether regulation of electric utility steam generating units under Section 112 is
appropriate and necessary. In July 1995, the EPA submitted its draft version of the report for
peer review and, concurrently, released that version of the report for public review and comment.
The EPA completed the final report and submitted to it Congress in February 1998.

A related directive in Section 112(n)(1)(B) requires the EPA to perform a second study
and report to Congress about Hg emissions from electric utility steam generating units, municipal
waste combustion units, and other sources including area sources. This section directs the EPA:s
study to consider the rate and mass of the Hg emissions from these sources, the health and
environmental effects of such emissions, the technologies that are available to control such
emissions, and the cost of these technol ogiﬁ. The EPA completed this study and submitted its
final report to Congress in December 1997.

The 1990 CAA amendments to Section 112 aso direct the EPA to perform additional
studies that include analyses of Hg emissions from electric utility steam generating units.
Included among these studies is the requirement under CAA Section 112(m) for the EPA to study
the atmospheric deposition of HAPs to the Great Lakes, Chesapeake Bay, Lake Champlain, and
coastal waters. This group of surface water bodies collectively is referred to as the AGreat
Waters.l Section 112(m) directs the EPA to investigate the contribution of atmospheric
deposition to pollutant loadings in the Great Waters; environmental and public health effects of
atmospheric pollution deposited to these waters; and the sources of the pollutants deposited to
these waters. Three reports to Congress on the atmospheric deposition of tants to the Great
Waters have been prepared to date (May 1994, June 1997, and June 2000).



In addition to requiring the EPA to prepare the above cited reports, Congress directed the
EPA to fund an independent evaluation conducted by the NAS of the available data related to the
health impacts of MeHg and provide recommendations for the reference dose (RfD) to be used
for health impact analyses. The RfD is the amount of a chemical which, when ingested daily
over alifetime, is anticipated to be without adverse health effects to humans, including sensitive
subpopulations. The NAS conducted an 18-month study of the available data on the health
effects of MeHg and published a report of its findings in 2000f] On the basis of its evaluation,
the NAS committee’ s consensus is that the value of EPA’s current RfD for MeHg isa
scientifically appropriate level for the protection of public health.

1.4 Major Findings of EPA Reportsto Congress
1.4.1 Study of HAP Emissions from Electric Utility Steam Generating Units

The findings of the EPA:s study of the hazards to public heath reasonably anticipated to
occur as result of exposure to HAP emissions from electric utility steam generating units are
presented in the two-volume report titled Study of Hazardous Air Pollutant Emissions from
Electric Utility Steam Generating Units--Final Report to Congr%sThe assessment for Hg in
the report includes a description of Hg emissions, deposition estimates, control technologies, and
adispersion and fate modeling assessment that includes predicted levels of Hg in various media
(including soil, water, and freshwater fish) based on modeling from four representative utility
plants using hypothetical scenarios. The EPA did not evaluate human or wildlife exposures to
Hg emissions from utilities in that report. With regard to non-inhalation exposures (e.g.,
ingestion) to other HAPs, the report presents alimited qualitative discussion of arsenic,
cadmium, dioxins, and lead.

Based on information and analyses available at the time the report was prepared, electric
utility steam generating units can emit a significant number of the HAPs listed in CAA Section
112(b). However, except for Hg, electric utility steam generating units are responsible for avery
small percentage of the total nationwide emissions of these particular HAPs. The EPA
concluded that Hg emitted from coal-fired steam generating unitsis the HAP of greatest potential
concern for electric utility steam generating units. For two other HAPs (arsenic and dioxin), the
EPA:s analysis concluded that further evaluations and review are needed to better characterize
the impacts of these HAP emissions from coal-fired steam generating units.

Nickel emissions are the only HAP emissions of potential concern from oil-fired electric
utility steam generating units. The EPA acknowledged that there are significant uncertainties
concerning the chemical forms of nickel emitted from these units and the health effects of those
various nickel compounds. At the time the study was prepared, the EPA projected that future
nationwide nickel emissions from oil-fired steam generating units would decrease because of
anticipated declining use of oil by utilities for electric power generation.
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The impacts due to HAP emissions from natural-gas-fired steam generating units are
negligible based on the results of the study. The EPA concluded that no further evaluation is
needed of HAP emissions from natural-gas-fired electric utility steam generating units.

The EPA identified uncertainties that make it difficult to quantify the magnitude of the
risks due to Hg emissions from coal-fired electric utility steam generating units, and identified
the research areas where more information is needed to gain a better understanding of the risks
and impacts of these Hg emissions. Included among the research areas that the EPA
recommended for further evaluation were: 1) collection and assessment of additional data on the
Hg content of various types of coals; 2) collection and assessment of additional dataon Hg
emissions from coal-fired steam generating units; 3) collection and assessment of additional
information on control technologies or pollution prevention options; and 4) further review of the
available data on the health impacts associated with exposure to Hg. Following completion of
the report, the EPA initiated studies addressing the identified research needs.

1.4.2 Mercury Study Report

The findings of the EPA:s assessment of the magnitude of Hg emissions from sourcesin
the United States, the health and environmental implication of those emissions, and the
availability and costs of control technologies are presented in the eight-volume report titled
Mercury Sudy Report to Congressf] The report provides an extensive analysis of the public
health impacts and environmental impacts resulting from Hg emissions to the atmosphere and
deposition on surface waters and land. The findings of the report related to Hg emissions from
electric utility steam generating units and other anthropogenic sources in the United States (as
discussed in Volume Il of the report) are summarized below.

Mercury cyclesin the environment occur as aresult of both natural processes and human
activities (anthropogenic sources). The EPA prepared a nationwide inventory of annual Hg
emissions from anthropogenic sources in the United States. This inventory was based on the
period 1994-1995 and estimated the total annual nationwide emissions of Hg to be 144
megagrams (158 tons). Most of these emissions (approximately 87 percent) are produced when
waste or fuels containing Hg are burned. Four specific source categories account for
approximately 80 percent of the total nationwide anthropogenic emissions: coal-fired electric
utility boilers (33 percent), municipal waste combustors (19 percent), industrial and commercial
boilers (18 percent), and medical waste incinerators (10 percent). Another 10 percent of the Hg
emissions were estimated to be from manufacturing sources that use Hg as a processing agent,
product ingredient, or where Hg is present as a trace constituent in a process raw material. The
largest manufacturing sources are chloro-alkali plants and Portland cement manufacturing plants.
The remaining 3 percent of the emissions were estimated to be released from area and
miscellaneous sources.

In the report, the EPA also assessed future trends in Hg emissions. Emissions from two of

the significant combustion sources identified in the 1994-95 nationwide inventory are predicted
to decline significantly when the national emission standards for municipal waste combustors
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(MWCs) and medical waste incinerators are fully implemented. Industrial use of Hg was found
to be declining in those manufacturing sectors where acceptable substitute materials can be used
(e.g., use of eectronic thermometersin place of Hg thermometers, elimination of Hg additivesin
paints and pesticides, reduced use of Hg in batteries).

1.4.3 Great Waters Reports

The findings of the EPA:s study of the atmospheric HAP deposition to the Great Waters
are presented in a series of three reports to Congress; the first report dated May 1994, the second
report dated June 1997, and the third report dated June 2000. The HAPs of concern emitted from
electric utilities addressed by the Great Waters study include lead, cadmium, dioxins, and, in
particular, Hg.

Thefirst Great Waters report to Congress noted that the water bodies are polluted by
HAPs that originate from both local and distant sources; however, more data are needed to
identify the specific sources of the pollutants. The report recommendations were the following:
1) the EPA should strive to reduce emissions of the pollutants of concern through
implementation of the CAA; 2) a comprehensive approach should be taken, both within the EPA
and with other agencies, to reduce and preferably prevent pollution in air, water, and soil; and 3)
the EPA should continue to support research for emissions inventories, risk assessment, and
regulatory benefits assessment.

The second Great Waters report to Congress confirmed, and provided additional support
for, the findings of the first report that persistent and bioaccumulative toxic pollutants and
excessive nitrogen can adversely affect the environmental conditions of the Great Waters.
Electric utilities and mobile sources are identified by the report based on air modeling studies and
emissions data as mgjor contributors of nitrogen oxides to the Chesapeake Bay and its watershed.

The most recent Great Waters report to Congress presents updated scientific and
programmatic information to support and build upon the broad conclusions presented in the first
two reports. Specific to Hg, fate and transport modeling and exposure assessments presented in
the report predict that the anthropogenic contribution of the total amount of MeHg infishis, in
part, the result of Hg releases from combustion and industrial sources. Furthermore,
consumption of fish isthe dominant pathway of exposure to MeHg for fish-consuming humans
and wildlife.

1.5 Information Collection Request to Electric Utility Industry

The EPA:=s 1998 report to Congress on HAP emissions from electric utility steam
generating units identified additional information needed to gain a better understanding of the
risks, impacts, and control of Hg emissions from coal-fired steam generating units. As part of the
Agency-s effort to gather thisinformation, the EPA conducted an information collection project
beginning in late 1998 to survey all coal-fired steam generating units meeting the CAA Section
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112(a) definition that were operating in the United States.EIThis information collection provided
the EPA with data on the Hg content and amount of coal burned by these units during the 1999
calendar year. As part of the information request, the EPA also selected a subset of the coal-fired
electric utility steam generating units at which field-source testing was performed to obtain Hg
emission data for the air pollutant control devices now being used for these units.

There were three parts to the EPA information collection effort. Part | of this effort
consisted of gathering the information to first identify the location of each coal-fired steam
generating unit meeting the CAA Section 112(a) definition that was operating in the United
States. The EPA sent information collection requests (ICRs) to the owners and operators of
approximately 1,100 facilities that potentially could be operating coal-fired steam generating
units. Information requested in the Part | questionnaire sent to each of these facilitiesincluded
the type of coal burned, the method of firing the coal, and the methods used for control of air
pollutants. Based on the ICR responses, 1,143 coal-fired steam generating units that meet the
CAA Section 112(a) definition were identified at 461 facilities. These coal-fired steam
generating units were located across the entire nation in 47 of the 50 states, with the exceptions
being Idaho, Rhode Island, and Vermont.

Part 11 of the information collection effort, during calendar year 1999, consisted of
gathering information on the quantities, Hg content, and other selected properties of coal burned
by each of the 1,143 coal-fired steam generating units. The owner or operator of each coal-fired
steam generating unit provided to the EPA, on aquarterly basis, analysis results for samples of
the coal fired in the steam generating unit. These analyses were performed according to a
demonstrably acceptable protocol and reported the Hg content of the coal burned and other
important coal properties (e.g., coal heating value and the sulfur, ash, moisture, and chlorine
contents). Each owner or operator also reported data on the total amount of coal burned on a
monthly basis during 1999.

Part 111 of the information collection effort consisted of conducting Hg emission source
testing at selected electric utility power plants operating coal -fired steam generating units. The
test locations were selected by the EPA to approximate the nationwide distribution of coal-fired
steam generating units by type of boiler, coal burned, and air emission controls used. The testing
at each location was performed by the facility owner or operator (or a source testing contractor
hired by the facility). At each of the selected test |ocations, measurements were made of the Hg
content in the inlet and outlet gas stream for the farthest downstream control device used on the
unit. The testing followed an EPA-approved sampling protocol and included three sample runs
at each sampling location. Samples of the coal burned during the source test were also collected.
Each test was completed and a final test report was provided to the EPA. The EPA review of the
test reports ultimately found acceptable test results for 80 coal-fired steam generating units.

All of the nationwide industry survey data (information collected for Part | of the survey),
coa analysis data (information collected for Part 1l of the survey), and Hg emission testing (data
collected for Part 111 of the survey) are available to the public on the EPA web site,
<http://www.epa.gov/ttn/atw/combust/utiltox/utoxpg.htmlp. Selected information from the ICR



http://www.epa.gov/ttn/atw/combust/utiltox/utoxpg.html

data base are also summarized in chapters of this report as related to characterizing the coa
properties, control configurations, and Hg emissions from existing coal-fired electric utility
steam generating units. In thisreport, the term “EPA ICR data’ is used to refer to the
compilation of coal-fired electric utility power plant, coa property, and Hg emissions data
gathered by this nationwide information collection project.

1.6 Regulatory Finding on HAP Emissions from Electric Utility Steam Generating Units

On December 20, 2000, the EPA published in the Federal Register a notice (65 FR 79825)
presenting the EPA Administrator’ s finding as to whether regulation of emissions of HAP from
fossil-fuel-fired electric utility steam generating units is appropriate and necessary. Thisfinding
is based on the results of EPA’s reports to Congress, the EPA’ s analysis of the ICR responses,
and other information the Agency subsequently collected concerning HAP emissions from
electric utility steam generating units.

Based on the available information, the Administrator concluded that Hg is both a public
health concern and a concern in the environment. The EPA’s analysis shows that coal-fired
electric utility steam generating units are the largest source of Hg emissions to the atmospherein
the United States. Further, the Administrator concluded that there is a plausible link between
MeHg concentrations in fish and Hg emissions from these coal-fired steam generating units.
Therefore, the Administrator found that it is appropriate and necessary to regulate HAP
emissions, including Hg, from coal-fired electric utility steam generating units under CAA
Section 112 (i.e., establish a NESHAP), because the implementation of other requirements under
the CAA will not adequately address the serious public health and environmental hazards arising
from these emissions. Asaresult, the EPA added coal-fired electric utility steam generating
unitsto the list of source categories under CAA Section 112(c).

In its 1998 report to Congress, the EPA found that nickel emissions are the only HAP of
potential concern from oil-fired electric utility steam generating units. The Administrator found
that there remained uncertainties regarding the extent of the public health impact from nickel
emissions from oil-fired electric utility steam generating units. Therefore, the EPA also added
oil-fired electric utility steam generating units to the CAA Section 112(c) source category list.

The Administrator found that regulation of HAP emissions from natural-gas-fired electric
utility steam generating unitsis not appropriate or necessary. Because the EPA believes that the
CAA Section 112(a)(8) definition of electric utility steam generating units excludes stationary
combustion turbines, the Administrator’ s finding for natural-gas-fired electric utility steam
generating units does not apply to stationary combustion turbines.

In response to the regulatory finding, the EPA has begun devel opment of a NESHAP to
specifically control HAP emissions from coal-fired electric utility steam generating units. The
current schedule for this rule isto propose a NESHAP for the source category by December 15,
2003, and take final action on the rule by December 15, 2004.
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1.7 Mercury Emissions Resear ch Programs

Mercury emissions from combustion sources including coal-fired electric utility power
plants have been the subject of extensive research and study throughout the 1990s by government
agencies, the electric utility industry, and university researchers. Researchers at the U.S.
Department of Energy’s (DOE) National Energy Technology Laboratory (NETL) (previously
known as the Federal Energy Technology Center) have prepared a comprehensive literature
searclgland review summarizing the data and findings of many of these studies published in
1999.

Currently, the EPA, the DOE/NETL, and the Electric Power Research Institute (EPRI) are
funding major on-going research work on Hg emissions from coal combustion. Each
organization conducts these projects “in-house” as well as through contracts with university
researchers and private companies. In addition, the EPA, the DOE/NETL, and EPRI are
collaborating on a number of joint projects. The on-going projects range from fundamental
studies based on bench-scale |aboratory experiments and computer modeling to field test
programs at coal-fired electric utility power plants. Table 1-1 presents a summary overview of
the research topics being investigated. Major objectives of these research effortsinclude:

$ Improving the test methods for measuring Hg emissions from coal-fired electric
utility boilers and other coal combustion systems. The current focus of this effort is
development of continuous emission monitors (CEMSs) to measure Hg.

$ Understanding the chemical, physical, and operating factors that affect Hg behavior in
combustion gases and residues from burning coal.

$ Developing cost-effective techniques for controlling Hg that can be readily retrofitted
to existing coal-fired electric utility power plants.

$ Developing Hg control technologies for application to new coal-fired electric utility
power plants.

$ Developing multipollutant control technologies that will control Hg emissions
together with SO, or NO, emissions.

1.8 Rélationship to Mercury Emission Control Research for Municipal Waste Combustors

The EPA hasidentified MWCs as the second largest source category of Hg emissionsin
the United States after coal-fired electric utility steam generating unitsf] The control of Hg
emissions from MWCs has been, and continues to be, the subject of research in both the United
States and Europe.
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Table 1-1. Current research areas related to controlling Hg emissions from coal-fired electric utility

power plants.

Research Area

Major Research Sponsor

DOE EPA EPRI USGS
Hg content of coals v v
Coal cleaning methods for Hg removal v v v
Hg behavior and speciation in coal combustion gases v v v
Hg measurement and monitoring in coal combustion gases V4 v v
Hg adsorption on fly ash in coal combustion gases v v
Improving Hg capture by conventional wet scrubber systems v v v
Improving Hg capture by conventional particulate control devices v
Hg capture using activated carbon sorbent injection v 4 v
Hg capture using other Hg-specific sorbents v
Hg capture using multipollutant sorbents 7
Hg behavior in solid residues from Hg control systems V4 v v
Hg control costs and economics v v v




An MWC is an enclosed combustion unit used to burn municipal solid waste for the
purpose of reducing the volume of waste that must be disposed in alandfill. Many people aso
refer to these combustion units as waste incinerators. Although an MWC may function as a
simple incinerator, more commonly these combustion units are equipped with heat recovery
equipment that is used for producing steam. The steam is used in avariety of different ways
depending on the facility location including generating electrical power, industrial process steam,
or district heating systems. Other terms sometimes used to refer to this type of MWC facility
include Aresource recovery facilityl and Awaste-to-energy plant.f

The EPA and some states have established regulations to reduce the level of Hg emissions
from MWC facilities operating in the United States. To comply with these regulations, a
combination of control strategies, including the application of add-on control devices, are now in
use for new and existing MWC facilities. Direct transfer to coal-fired electric utility steam
generating units of all of the specific control strategies that are used to meet the Hg emission
regulations for MWC facilitiesis not feasible, effective, or practical because of the distinct
differences between the two categories of combustion sources (e.g., properties of the fuel burned,;
the design, operation, and scale of the combustion unit; and the characteristics of the post-
combustion gases). Nevertheless, understanding how Hg emissions are controlled in an MWC
does provide useful information to help identify potential Hg control technologies for coal-fired
electric utility steam generating units and to assess the performance and costs of using these
controls.

In the United States, the municipal solid waste that can be burned in MWCsis primarily
composed of household, commercial, and institutional refuse. These wastes cannot include any
hazardous wastes regulated under subtitle C of the Resource Conservation and Recovery Act
(RCRA). However, small amounts of Hg may be in certain discarded consumer products that are
not RCRA hazardous wastes and are burned in MWCs (e.g., batteries, some fluorescent bulbs,
electrical switches, thermometers). Most of this Hg is released during the combustion process
and remains in combustion gases vented from the MWCs.

Mercury emissions from MWC facilities in the United States are decreasing for three
major reasons. First, Section 129 of the CAA requires the EPA to develop national emission
standards for Hg (and a number of other pollutants) being emitted from MWC facilities. The
EPA finalized the standards as new source performance standards (NSPS) and Emission
Guidelines (EG) under 40 CFR part 60 in October 1995. The NSPS (subpart Eb) appliesto those
MWZCs constructed after September 20, 1994 (i.e., Anew sourcesf); the EG (subpart Cb) applies
to those MWCs built before this date (i.e., Aexisting sourcesf)). For Hg, the same emission limit
of 0.08 milligram per dry standard cubic meter (mg/dscm) applies to both new and existing
MWC facilities.

In addition to the Federal standards and emission guidelines, individual states with
significant numbers of MWC facilities operating within their jurisdiction have enacted legislation
controlling Hg emissions from these MWC facilities. Severa states (e.g., Florida and New
Jersey) have established Hg emission limits for MWCs, effectively requiring these units to use a
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specific control technology. Some states have enacted regulations limiting or banning the sale of
certain Hg-containing products that, when discarded, would have been mixed in refuse burned in
an MWC. These regulations differ from state to state, with Minnesota having the most extensive
set of restrictions on the disposal of Hg-containing products.

The third reason for the decline in Hg emissions from MWC facilitiesis the trend by
manufacturersto limit or discontinue the use of Hg in many products that ultimately are mixed in
the waste burned in MWCs. These products include household alkaline batteries and interior and
exterior paints. Other products that traditionally have used Hg (e.g., Hg thermometers and
thermostats) are increasingly being replaced by digital, electronic versions that do not require Hg
components.

Despite the reductions in the Hg content of the waste burned, MWCs still need to use
add-on emission controls to capture Hg in the combustion gases exhausted from the combustor.
Mercury removal from the combustion gases using these control systems can vary depending on
the combination of controls used and the site-specific conditions. The injection of powdered
activated carbon into the gas upstream of a particulate matter control device is acommon method
currently used in the United States to control Hg emissions from MWCs. In Europe, wet
scrubbing systems are commonly used to control MWC Hg emissions. Because of factors such
as the differences in flue gas characteristics and duct configurations (discussed further in
Chapter 7), the Hg control technologies now used for MWCs cannot be directly transferred to
coal-fired utility boilers. However, the commercial experience with MWC Hg emission controls
does point to potential control technologies that should be investigated further for application to
coal-fired electric utility power plants.

1.9 Report Organization

The remainder of this report consists of nine chapters (Chapters 2 through 10) presenting
background information, recent research findings, and the current status of research studies
related to Hg emission behavior and control in coal-fired electric utility power plants. Each
chapter addresses specific topics related to the application of Hg emission control technologies to
coal-fired steam generating units. Appendices are presented at the end of the report to support
and supplement information presented in the chapters.

Chapter 2
Coal-fired Electric Utility Boilers

Chapter 2 presents an overview of the coals burned and combustion technologies
used for electric power generation. The design and operating characteristics of the
different types of coal-fired boilers used by electric utilities in the United States
are presented. The properties of the coal burned by electric utilitiesin the year
1999 are summarized using information compiled from the EPA ICR database.
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Chapter 3
Criteria Air Pollutant Emission Controlsfor
Coal-fired Electric Utility Boilers

Chapter 3 presents asummary review of the different air pollution control devices
(APCDs) currently used at coal-fired electric utility power plants to meet criteria
air pollutant emissions standards. The nationwide distribution of APCD
configurations used at these power plants to comply with the air standards is
presented using information from the EPA ICR database.

Chapter 4
M easurement of Mercury

Chapter 4 discusses the principles, applications, and limitations of Hg
measurement methodol ogies, particularly with respect to understanding and
interpreting the ICR data. The chapter discusses the Ontario-Hydro method and
other manual test methods available for measuring Hg in coal combustion flue
gas. This chapter introduces the principles and issues related to Hg continuous
emission monitors (CEMs) and their use as a valuable research tool.

Chapter 5
Mercury Speciation and Capture

Chapter 5 provides an introduction to Hg chemistry and behavior of Hg as it
leaves the combustion zone of the furnace and passes in the flue gas through the
downstream boiler sections, air heater, and air pollution control devices. Recent
laboratory research on Hg chemistry in coal combustion flue gas is summarized.
Mercury speciation is discussed as related to coal properties, combustion
conditions, flue gas composition, fly ash properties, time/temperature profile
between the boiler and air pollution control devices, and post-combustion flue gas
cleaning methods. Results from recent studies on the mechanisms for capturing
Hg by adsorption of gaseous Hg, by solid particlesin the flue gas, and by
absorption capture of Hg by akaline solutes/slurries are analyzed.

Chapter 6
Mercury Capture by Existing Control Systems Used by
Coal-fired Electric Utility boilers

Chapter 6 discusses the level of Hg capture achieved by the air emission control
devices now in use at coal-fired electric utility power plants to meet Federal and
state air emission standards for particul ate matter, sulfur oxides, and nitrogen
oxides. The results of the Hg emission source testing compiled in the Part 111
EPA ICR data are presented and analyzed. The methods used to evaluate these
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Hg emissions data are described to meet two interrelated objectives. First, an
anaysis of the EPA ICR datais presented as used for EPA’ s estimate of
nationwide Hg emissions from coal-fired electric utility power plantsin 1999.
Second, the EPA ICR data are analyzed to characterize the effects of coal
properties, combustion conditions, and flue gas cleaning methods on the
speciation and capture of Hg.

Chapter 7
Resear ch and Development Status of
Potential Retrofit Mercury Control Technologies

Chapter 7 discusses potential retrofit control technologies for increasing Hg
emission capture levelsin the air pollutant control systems now in use at existing
coal-fired electric utility power plants. The use of activated carbon and other dry
sorbents for Hg emission control is discussed. Current knowledge is summarized
regarding the enhancement of Hg capture by existing particul ate matter control
devices and wet scrubbing systems. Recent pilot-scale and full-scale test data for
Hg capture by potential retrofit control technologies are presented. This chapter
also summarizes the status of emerging Hg and multipollutant control
technologies that are being devel oped for the control of Hg emissions from coal
combustion.

Chapter 8
Cost Evaluation of Retrofit Mercury Controlsfor
Coal-fired Electric Utility Boilers

Chapter 8 presents a preliminary evaluation of total annual costs to apply potential
activated carbon injection-based control technologies to existing coal-fired
electric utility power plants. The evaluation is based on estimating the control
costs using a computer model for a series of model plant scenarios. The cost
estimate methodology and assumptions are described. The cost estimates are
presented and discussed.

Chapter 9
Coal Combustion Residuesand Mercury Control

The EPA/NRMRL presently is conducting alife-cycle analysis project to help
evaluate any potential environmental trade-offs and to ensure that thereis not an
increased environmental risk from the management of coal combustion residues
(CCRs) resulting from the implementation of Hg control technologies at coal-fired
electric utility power plants. In support of this evaluation, the NRMRL is
gathering data and information to assess future increases in Hg concentrations in
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CCRs resulting from application of Hg emissions control requirements to coal-
fired electric utility boilers. Chapter 9 summarizes some of the CCR information
gathered by NRMRL to date and identifies the magjor data gaps and priorities of
EPA’ s research to ensure that Hg controlled at the coal-fired electric utility power
plant stack is not later released from CCRs in an amount that is problematic for
the environment.

Chapter 10
Conclusions and Recommendations

Chapter 10 summarizes the major findings of this report and presents
recommendations for further work, which would benefit the understanding of Hg
behavior in the coal combustion processes at electric utility power plants.
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Chapter 2
Coal-fired Electric Utility Boilers

2.1 Introduction

The steam produced in aboiler can be used to drive a steam turbine that, in turn, spins an
electric generator. In aconventional steam boiler used for electrical power generation, water is
heated under pressure to form high-temperature, high-pressure steam. The heat required to
produce steam can be supplied by burning afossil fuel inside an enclosed space in the boiler.
Electricity generation in the Unities States relies extensively on burning coal in steam boilers.

This chapter presents an overview of the use of coal by electric utilities for power
generation. An introduction to the properties of coa and coal resourcesin the United Statesis
presented. The major components and general operation of a conventional coal-fired electric
utility boiler are described. A profile of the different coal-firing configurations used by electric
utility power plantsin the United States is presented based on anaysis of the Part || EPA ICR
data. Ash produced by coa combustion is described. The chapter concludes with a summary of
the Part 11 EPA ICR datafor the mercury content of the coals burned by electric utility power
plantsin 1999. Air pollutant emissions and the control strategies currently used for these
coal-fired electric utility power plants are discussed in Chapter 3.

2.2 Coal

Coal isacombustible “rock” composed of organic and mineral materials that have
formed over time by vegetative decay and mineral deposition. The principal chemical
constituents of coal are carbon, hydrogen, oxygen, nitrogen, and sulfur. Coal also contains
incombustible mineral matter and trace amounts of metallic elements, oxides, and rare gases. The
properties of a given coa deposit vary depending on a variety of site-specific factors including
the type of vegetative matter from which the coa formed, the age of the deposit, and the
conditions under which the coal formed.

2.2.1 Coal Property Tests

Standardized tests for determining the properties of coal have been adopted by the
American Society for Testing and Materials (ASTM).” These ASTM methods are widely used in
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the United States by coal producers, electric utility companies, and government agencies to
obtain coal property datafor many purposes including classifying coal resources, designing coal
combustion equipment, pricing coal, and monitoring coa shipment quality. Standardized
procedures for collecting coal samples for analysis also have been established by ASTM
methods.

2.2.1.1 Coa Heating Vaue

One of the key properties of coal isthe quantity of heat that can be released when the coal
isburned. The heating value of coal is determined using one of several ASTM test methods
(e.g., ASTM D2015 or D3286). Thesetestsinvolve burning acoa sample in abomb calorimeter
and measuring the temperature rise following the procedure specified in the method. Asusedin
the United States, heating value is most commonly expressed in units of British thermal units per
pound of coal (Btu/lb). Heating value can also be expressed in units of joules per kilogram,
kilojoules or kilocalories per kilogram, or calories per gram. Also, heating value may be reported
as higher heating value (HHV) or lower heating value (LHV). The HHV isthe value measured
by the actual test. The LHV is calculated by subtracting the heat of water vaporization from the
value measured in the bomb calorimeter.

2.2.1.2 Coa Proximate Analysis

The proximate analysis is awidely used test procedure for determining for a given coal the
total moisture, volatile matter, fixed carbon, and ash contents expressed on a weight-percent
basis. The protocol for performing a proximate analysis for coal is established by ASTM D3172
that specifies the overall procedure to be followed and the other specific ASTM test methods to
beused. The analysisinvolves performing a series of testsin a specific order on agiven codl
sample. First, the total moisture of the coal is determined by drying the sample in an oven
according to ASTM test method 3173. The difference in weight before and after drying is the
amount of moisture in the coal.

Volatile matter is not naturally present in coal. However, combustible gases (e.g.,
hydrogen, methane, and other hydrocarbons) are formed by thermal decomposition when the coal
sample is heated under controlled temperature and time conditions. The conditions are specified
in ASTM test method 3175. The difference in weight before and after heating the coal sample
for asecond time in afurnace is the amount of volatile matter contained in the coal. The coal
sample is then completely burned under conditions specified in ASTM test method 3174. The
weight of the noncombustible matter remaining after combustion is the ash content in the coal.
The percentage of fixed carbon is obtained by subtracting from 100 percent the sum of the
percentages of total moisture, volatile matter, and ash.

2.2.1.3 Coa Ultimate Analysis

The second analysis procedure commonly performed is the ultimate analysis. This
analysis determines the composition of the coal based on elemental constituents. The protocol
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for performing a coal ultimate analysisis established by ASTM D3176 which specifies the
overall procedure to be followed and the specific ASTM test methods to be used. Asdefinedin
ASTM D3176, the elements determined are total carbon, total hydrogen, total sulfur, total
nitrogen, and total oxygen. Determination of ash isincluded in the analysis. The quantity of
chlorine present in the coal is aso commonly included as part of the ultimate analysis. However,
the contents of mercury and other trace constituents in the coal are not included in the results
from acoal ultimate analysis.

2.2.1.4 Coa Mercury Analysis

A separate analysis must be conducted to determine the Hg content of coal. Several
ASTM test methods are available for measuring the total Hg concentration in a coal sample.
Two methods are established by ASTM D6414 “ Standard Test Method for Total Mercury in Cod
and Coal Combustion Residues by Acid Extraction or Wet Oxidation/Cold Vapor Atomic
Absorption.” The lower quantitative limits for these methods are, respectively, 0.02 ppm and
0.03 ppm. A third, commonly used method is ASTM D3684 “ Standard Test Method for Total
Mercury in Coal by the Oxygen Bomb Combustion/Atomic Absorption Method” with alower
guantitative limit of 0.06 ppm. An interlaboratory study conducted by EPRI evaluated the use ﬁf
these three analytical methods to measure coal Hg content for submitting data to the EPA ICR.
The study indicated that al three methods had certain limitations, especially when used to
anayze very low Hg content coals and coal ashes. However, the study concluded that the
uncertainty in these methods should not have a significant impact on the use of the data collected
by the EPA ICR for nationwide Hg emission estimates.

2.2.2 Coal Classification

Over the years, anumber of coa classification systems have been devel oped by the United
States Geological Survey (USGS) and others. These coal classification systems allow g
assessments of coal resources and provide data for designing coal combustion equipment.™ In the
United States, coals are classified using a hierarchy ranking coals relative to other coals based on
the degree of metamorphism (effectively, the geological age of the coa and the conditions under
which the coal formed). These classification criteria have been standardized by ASTM method
D-388. Under the ASTM method, coals are divided into four major categories called “ranks.”
Each rank is further subdivided into groups. The basic ranking criteria are coal heating value,
volatile matter content, fixed carbon content, and agglomerating behavior. The coa ranks are
summarized below.

Anthracite coal. The highest rank class of coal that is defined to be a nonagglomerating
coa having more than 86 percent fixed carbon and less than 14 percent volatile matter on
adry, minera-matter-free basis. This coal rank is subdivided into three groups based on
decreasing fixed carbon and increasing volatile matter content: meta-anthracite,
anthracite, and semianthracite.

2-3



Bituminous coal. The second highest rank of coal defined to be high in carbonaceous
matter, having less than 86 percent fixed carbon, and a 14 percent volatile matter on a
dry, mineral-matter-free basis, and a heating value of more than 10,500 Btu/Ib on amoist,
mineral-matter-free basis. This coal can be either agglomerating or nonagglomerating.
The rank is subdivided into five bituminous coal groups on the basis of decreasing heat
content and fixed carbon and increasing volatile matter: low-volatile bituminous codl,
medium-volatile bituminous coal, and high-volatile bituminous coals A, B, and C.

Subbituminous coal. The third-highest rank of coal defined to be nonagglomerating coals
having a heating value of more than 8,300 Btu/Ib but less than 11,500 Btu/Ib on amoist,
mineral-matter-free basis. Thisrank of coal is subdivided on the basis of decreasing heat
value into three groups: subbituminous A coal (10,500 to 11,500 Btu/lb),

subbituminous B coal (9,500 to 10,500 Btu/Ib), and subbituminous C coal (8,300 to 9,500
Btu/Ib). Note that the heating value range for the upper-end subbituminous A coals
overlaps with the heating value range for the lower-end high-volatile bituminous C coals.

Lignite. Thelowest rank of coal defined to consist of brownish-black coal having heating
values less than 8,300 Btu/Ib on a moist, mineral-matter-free basis. Thisrank of cod is
subdivided into two groups: lignite A (6,300 to 8,300 Btu/Ib) and lignite B (less than
6,300 Btu/Ib).

2.2.3 United States Coal Resources

Coal isthe most abundant fossil fuel in the United States. The DOE Energy Information
Administration (EIA), the Federal government agency responsible for estimating coal resources
in the United States, estimates that the demonstrated reserve base of coa in the United Statesis
approximately 508 billion tons.™ The distribution of this coal by major coal rank is presented in
Table 2-1. Over half of the coal reserve base is classified as bituminous coal. Another third of
the reserves are classified as subbituminous coal.

Not al of the coal identified in the demonstrated reserve base can be extracted from the
ground for avariety of reasons. Of the estimated 508 billion tons of demonstrated coal reserves,
the DOE EIA estimates that approximately 275 billion tons of coal can be recovered by standard
mining technol ogies, assuming that a market and an adequate selling price exist for this coal.

In the United States, coal deposits have been found in 36 states. Figure 2-1 shows the
distribution of coal resources in the United States by coal region as designated by the USGS.
Coal resourcesin the Eastern United States are concentrated primarily along the Appalachian
Mountains and are estimated by the DOE EIA to contain 108 billion tons. The major deposits of
bituminous coals are concentrated in the Central Appalachian region comprised of eastern
Kentucky, western Virginia, and southern West Virginia. Most of the anthracite coal resources
in the United States are located in eastern Pennsylvania (Pennsylvania Anthracite and Northern
Appalachian regions).
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Table 2-1. Demonstrated reserve base of major coal ranks in the United States
estimated by DOE/EIA (source: Reference Zﬁ|

Estimated Percentage of
Coal Rank U.S. Demonstrated U.S Demonstrated
Coal Reserves
. Coal Reserves
(billion tons)

Anthracite 8 2%
Bituminous 271 53 %
Subbituminous 185 36 %
Lignite 44 9%
Total 508 100 %
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Figure 2-1. Distribution of coal deposits in the continental United States by USGS coal resource
region (source: Reference ).




The coal regions in the Central United States (Eastern Interior, Western Interior, Texas,
and Mississippi regions) are estimated by the DOE EIA to contain 160 billion tons of coal. Most
of the coal depositsin these regions are bituminous coal (largest depositsin the Eastern Interior
region). A band of lignite deposits occur along the Gulf Coast (Texas and Mississippi regions)
with the largest depositsin eastern Texas.

The coal reservesin the Western United States coa regions are estimated by the DOE EIA
to be 240 billion tons. Subbituminous coal isthe most prevalent coa type with the major
deposits located throughout Montana and Wyoming (Powder River, Bighorn Basin, Wind River,
and Green River — Hams Fork regions) and in northwestern New Mexico (San Juan River
region). Large deposits of lignite are found in eastern Montana and North Dakota (Fort Union
region). Bituminous coa isfound mostly in the coa regionsin Colorado and Utah (Uinta, Raton
Mesa, and Southwest Utah regions).

2.2.4 Mercury Content in Coals

Mercury is anaturally occurring impurity contained in coal in trace amounts. It can occur
in coa in several forms. Most of the Hg is believed to be present in combination with sulfide
minerals, particularly pyrite. The mercury-pyrite association accounts for as much as 65 to 70
percent of the Hg in some coals. Mercury is aso associated with other ash-forming minerals and
with the organic fraction in coal. On the order of 25 to 35 percent of the Hg in coa istypicaly
associated with the organic material.

Data on the Hg content of “in-the-ground” coals are available in the USGS COALQUAL
database.™ One study evaluated the Hg content of coals using this daﬁ\base and selecting coal
types representing major coal producing regionsin the United States.” The data from the study
are summarized in Table 2-2. The average concentration of Hg in the coal samples ranged from
0.08 t0 0.22 pg/g. These data show that the Hg content of coalsis not constant but varies
depending on the coal deposit. The data also show that Hg content is not afunction of coal rank
(i.e., one coal type does not have inherently lower Hg concentrations than another coal type).

A comparison of the Hg concentrations in the different coals cannot be directly related to
the amount of Hg emissions emitted from boilers burning these coals. Other coal properties and
how the coal is prepared prior to firing in aboiler affect the theoretical potential level of Hg
emissions that would occur in the absence of applying any Hg emissions controls. In other
words, one cannot conclude that burning a coa with higher as-mined Hg concentration will
necessarily result in higher Hg emissions from a coal-fired electric utility boiler.

Coals with higher heating values require less coal to be burned in aboiler on amass basis
to produce a given electricity output. For two coals with the same Hg content but different
heating values, burning the coal with the higher heating value in a given boiler will result in less
Hg being emitted in boiler combustion gases per unit of electricity output. On an equal energy
basis, the Hg content of the bituminous and subbituminous coals listed in Table 2-2 span the
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Table 2-2. Mercury content of selected as-mined coal samples by coal rank and USGS coal resource
region (source: table prepared by summarizing and interpreting coal data presented in Reference Iﬂ)

Hg Heating Value Hg Content By
Coal Rank USGS Coal Resource Region Concentration (BtS/Ib) Heating Value
(ppm) (Ib Hg per 10* Btu)
Anthracite Pennsylvania Anthracite 0.18 12,440 15.4
Uinta 0.08 10,800 7.3
Raton Mesa 0.09 12,320 6.6
Bituminous Eastern Interior 0.10 11,400 8.2
Western Interior 0.18 10,970 16,1
Appalachian 0.20 12,790 15.4
San Juan River 0.08 9,610 7.7
Hams River 0.09 10,570 4.8
Green River 0.09 9,580 6.6
Subbituminous
Powder River 0.10 8,090 12.6
Southwest Utah 0.10 9,290 11.0
Wind River 0.19 9,560 18.7
Fort Union 0.13 6,360 21.8
Lignite
Texas and Mississippi 0.22 6,490 36.4




same general range of values. No trend is apparent from these data; both bituminous and
subbituminous coals are found at the lower and upper ends of the range. For example, a
bituminous coal from the Raton Mesa region and a subbituminous coa from the Green River
region each have an average Hg content of 6.6 |b per 10" Btu. At the other end of the range, a
bituminous coal from the Western Interior region has an average Hg content of 16.1 |b per

10" Btu and a subbituminous coa from the Wind River region has an average Hg content of
18.7 Ib per 10" Btu. On the other hand, the Hg contents reported for the two lignite coals listed
in Table 2-2 are significantly higher than any of the bituminous and subbituminous coals (an
average of 21.8 Ib per 10%? Btu for Fort Union lignite and 36.4 |b per 10" Btu for Gulf Coast
lignite).

Another key reason why the Hg content of as-mined coals cannot be related to Hg
emissionsis the as-mined coal frequently is not burned in an electric utility boiler asit comes
directly from the mine. The as-mined, or raw, coal often isfirst processed at a coal preparation
plant to remove non-coal impuritiesin order to provide the coal purchaser with a uniform coal
that meets a predetermined, contractual set of specifications. These processes commonly are
collectively referred to as “coal cleaning.” Depending on the properties of the coal and the type
of process used, coal cleaning can reduce the Hg content of the coal that is ultimately fired in the
electric utility boiler.

2.3 Coal Cleaning
2.3.1 Coal Cleaning Processes

Raw coal from amine contains separate rock, clay, and other minerals. After the coad is
mined, it may first pass through a series of processes known as coal preparation or coal cleaning
beforeit is shipped to an electric utility power plant. The coal is processed for three main
reasons: 1) to reduce the ash content; 2) to increase the heating value; and 3) to reduce the sulfur
content to ultimately lower emissions of sulfur dioxide when the coal is burned in the utility
boiler. The removal of impurities from the coal also helpsto reduce power plant maintenance
costs and to extend the service life of the boiler system.

Coal cleaning processes currently in use separate the organic fraction of the as-mined coal
from the mineral materials according to the differencesin either the density-based or surface-
based characteristics of the different materials. Physical coal cleaning typically involves a series
of process stepsincluding: 1) size reduction and screening, 2) gravity separation of coal from
sulfur-bearing mineral impurities, and 3) dewatering and drying.

Bituminous coals from mines in the Eastern and Midwestern United States frequently are
cleaned to meet the electric utility customer’s specifications for heating value, ash content, and
sulfur. It isestimated that about threefouﬂws (77 percent) of these coals are cleaned prior to
shipment to an electric utility power plant.™ The subbituminous and lignite coals from minesin
the Western United States routinely are not cleaned before shipment to an electric utility power
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plant, but in special cases these types of coals can be cleaned. For example, some of
subbituminous coal from minesin the Powder River coal region (amaor source of coal for many
electric utilities) is cleaned for shipment to electric utility customers.

2.3.2 Mercury Removal by Coal Cleaning

Conventional coa cleaning methods will also remove a portion of the Hg associated with
the incombustible mineral materials but not the Hg associated with the organic carbon structure
of the coal. Any reduction in Hg content of the coal shipped to an electric utility power plant
obtained from the Hg removed by coal cleaning processes transfers the removed Hg to the coal
cleaning wastes. Limited data have been gathered on the level of Hg removed by conventional
coal cleaning methods.

A review of test datafor 26 bituminous coal samples from coal seamsin four states
(Ilinais, Pennsylvania, Kentucky, and Alabama) prepared for EPA’s Mercury Study Report to
Congress indicates awide range in the anount of Hg removed by coal cleaningf] In some cases,
analysis of coal samples from the same coal seam also showed considerable variability. Anaysis
of five of the coal samples showed no Hg removal associated with conventional coa cleaning
while the remaining 21 coal samples had Hg reductions ranging from approximately 3 to 64
percent. The average Hg reduction for all of the data was approximately 21 percent.

Other studies have reported higher average Hg reductions for Eastern and Midwestern
bituminous coals. One study tested 24 samples of cleaned codl [l These data also showed awide
range in Hg reduction rates. The average decrease in Hg reduction on an energy basis was 37
percent, with values ranging from 12 to 78 percent. On amass basis, the average Hg reduction
from coal cleaning was 30 percent. A higher Hg reduction was reported on an energy basis than
on amass basis because the coal cleaning raises the heating value per unit mass of the coal, as
well asremoving Hg. A second study of the effects of coa cleaning on Hg content for thyee
Ohio coals reported reductions in Hg content of the coals ranging from 36 to 47 percent.

The variation in Hg reductions observed from the test data might be a function of the type
of process used to clean agiven coa and the proportion of Hg in the coal that is present in
combination with pyrite (iron disulfide). Coal-cleaning processes that make separations
according to the density differential of particles are generally more effective in removing Hg
associated with pyrite than are surface-based processes. The heavier pyrite is easily removed by
density-based processes, but not by surface-based processes where the similar surface
characteristics of pyrite and the organic matter make separation of the two components difficult.
For coas that have larger portions of Hg associated with pyrite, density-based cleaning processes
are expected to have higher Hg removals. However, some coals may contain large portions of
Hg associated with the organic fraction of the coal; Hg removal in these cases would be expected
to be substantially lower since the organic fraction of coal is not removed during cleaning.
Additional reductions in Hg can probably be achieved by using more intensive coal cleaning
methods. Several advanced coal cleaning techniques being investigated to improve Hg removal
are discussed in Chapter 7.
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2.4 Coal-fired Electric Utility Boilers

The large steam boilers used by electric utilities are also referred to as “ steam generators,”
“steam generating units,” or simply “boilers.” Asdiscussed in Chapter 1, CAA Section 112(a)
defines the term Aelectric utility steam generating unit( to include those units that cogenerate
steam and el ectricity and supply more than one-third of its potential electric output capacity and
more than 25 megawatts electrical output to any utility power distribution system for sale. For
simplicity in the remainder of this report, the term “electric utility boiler” is used to mean
“electric utility steam generating unit” as defined in CAA Section 112(a)(8).

A total of 1,143 coal-fired units meeting the CAA definition of an "electric utility steﬁ-
generating unit" were reported in the Part |1 EPA ICR datato be in the United Statesin 1999.
More than one boiler unit is often operated at an electric utility power plant. The 1,143 units
were located at atotal of 461 facilities. These facilities can be categorized in three facility types:
conventional coal-fired electric utility power plants, coal-fired cogeneration facilities, and
integrated coal gasification and combined cycle (IGCC) power plants.

2.4.1 Conventional Coal-fired Electric Utility Power PlantsIEIEI

A conventional electric utility power plant burns coal in aboiler unit solely for the
purpose of generating steam for electrical power production. A total of 1,122 coal-fired electric
utility boilers were reported in the Part 1| EPA ICR data to be operating at conventional electric
utility power plants. Each of these boilers was designed to meet plant load and performance
specifications by burning coals within a specific range of coal properties (e.g., heating value, ash
content and characteristics, and sulfur content). While the specific equipment and design of a
coal-fired electric utility boiler will vary from plant to plant, the same basic processis used to
generate electricity. Figure 2-2 presents a simplified schematic of the major components of a
coal-fired electric utility boiler operated at a conventional electric utility power plant.

Coadl typicaly isdelivered to a power plant by railcars, trucks, or barges. At some power
plants located near the mine supplying the coal, coal is delivered by aslurry pipeline or an
extended conveyor system. Also, afew power plants burn imported coal that is delivered to the
facility by ship. The delivered coal is unloaded and stored in outdoor storage piles or covered
storage structures such as silos or bins. Depending on how the coal is burned in the boiler (e.g.,
in abed or burned in suspension), the coal is crushed or pulverized before being fed to the boiler.

A conventional coal-fired electric utility boiler consists of multiple sections, each of which
serves a specific purpose. The coal isignited and burned in the section of the boiler called the
“furnace chamber.” Blowing ambient air into the furnace chamber provides the oxygen required
for combustion. The carbon and hydrogen comprising the coal are oxidized at the high
temperatures produced by combustion to form the primary combustion products of carbon
dioxide (CO,) and water (H,O). Sulfur in the coal is oxidized to form SO,. Molecular nitrogen
in the combustion air and nitrogen bound in the coal react with oxygen in certain sections of the
combustion zone in the furnace chamber to form NOy. Small amounts of other gaseous
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Figure 2-2. Simplified schematic of coal-fired electric utility boiler burning pulverized, low-sulfur coal.



combustion products form from other impuritiesin the coal. These hot combustion products are
vented from the furnace in a gas stream called collectively Aflue gas.i Additionally, most but not
al the carbon in the coal is burned in the furnace. Unburned or partially burned solid carbon
particles are entrained and vented from the furnace in the flue gas.

The walls of the furnace chamber are lined with vertical tubes containing water. Heat
transfer from the hot combustion gases in the furnace boils the water in the tubes to produce
high-temperature, high-pressure steam. This steam flows from the boiler to a steam turbine. In
the turbine, the thermal energy in the steam is converted to mechanical energy to drive a shaft
that spins a generator, which produces electricity. After the steam exitsthe turbine, itis
condensed and the water is pumped back to the boiler.

To improve overall energy conversion efficiency, modern coal-fired electric utility boilers
contain a series of heat recovery sections. These heat recovery sections are located downstream
of the furnace chamber and are used to extract additional heat from the flue gas. The first heat
recovery section contains a"superheater,” which is used to increase the steam temperature. The
second heat recovery section contains a"reheater,” which reheats the steam exhausted from the
first stage of the turbine. This steam is then returned for another pass thorough a second stage of
the turbine. The reheater isfollowed by an "economizer," which preheats feed water to the boiler
tubesin the furnace. Thefina heat recovery section isthe "air heater," which preheats ambient
air used for combustion of the coal.

A portion of all coalsis composed of mineral matter that is noncombustible. This matter
forms the ash that continuously must be removed from the operating utility boiler. The ash
collection points and removal systems used for a given boiler unit are dependent on the ash
properties and content in the coal-fired, the boiler design, and the air pollution control devices
used. Theremoval and handling of the coal ash is discussed further in Section 2.6.

The flue gas exhausted from the boiler passes through air pollution control equipment and
is vented to the atmosphere through atall stack. The types and configurations of air pollution
controls currently used for coal-fired electric utility boilers are discussed in Chapter 3.

2.4.2 Coal-fired Cogeneration Facilities

Approximately six percent of the boiler units are at cogeneration facilities, which are
owned and operated by independent power producers or industrial companies. Of the 1,143 total
coal-fired electric utility boilers reported in the EPA Part |1 ICR data, 68 are classified as
cogeneration units. The total generating capacity of these cogeneration unitsis 867 MWe. There
are more coal-fired boilersin the United States operating as cogeneration units, however, these
units do not meet the criteria specified in the CAA definition of a steam-generating unit (i.e., the
cogeneration unit is rated below 25 MWe or less than one-third of the unit’s electrical output is
sold). These units were not surveyed for the EPA ICR database.
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Operation of a cogeneration facility differs from the operating configuration of the
conventional electric utility power plant shown in Figure 2-2. Two basic cogeneration unit
configurations are used: the Atopping@ mode or the Abottoming@ mode. In the topping
cogeneration configuration, steam produced by the coal-fired electric utility boiler is used first to
generate electricity and then all or part of the exhaust heat is subsequently used for an industrial
process. The bottoming cogeneration configuration reverses this sequence using waste heat
generated by an industrial process to produce steam in a heat recovery boiler for driving a steam
turbine and generating electricity. All of the cogeneration boiler units listed in the EPA ICR data
operate using the topping mode configuration.

2.4.3 Integrated Coal Gasification Combined Cycle Power Plants

The IGCC power plants represent a new technology and are different from conventional
electric utility power plantsin two major characteristics. First, the IGCC power plants do not
burn the codl inits solid form. Instead, the codl isfirst converted to a combustible gas using a
coal gasification process at the facility site. Second, the IGCC power plants generate electricity
using two separate thermal cycles and associated turbines referred to as a " combined cycle'
operation. The coal-derived gas from the gasification processisfirst burned in a gas turbine that
drives an electrical generator. The exhaust gases from this gas turbine pass through a heat
recovery boiler to generate steam to power a steam turbine that drives a second €l ectrical
generator. Three IGCC power plants have been built in the United States. The operation of these
power plantsis discussed further in Section 2.5.5.

2.5 Coal-firing Configurationsfor Electric Utility Boilers

Coal can be burned in a boiler using one of three basic techniques: burning coal particles
in suspension, burning large coal chunksin afuel bed, or in atwo-step process in which the coal
isfirst converted to a synthetic gas which isthen fired in the boiler. Five basic firing
configurations are used to burn coal for eectric power generation: pulverized-coal-fired furnace,
cyclone furnace, fluidized-bed combustor, stoker-fired furnace, and gasified-coal-fired
combustor. A general comparison of the different coal-firing configurations used for electric
utility power plantsis presented in Table 2-3.

Table 2-4 shows the distribution of the 1,143 coal-fired electric utility boilerslisted in the
EPA ICR data by coal-firing configuration. Pulverized-coal-fired designs account for the vast
majority of the coal-fired electric utility boilers both in terms of total number of units
(approximately 86 percent) and nationwide generating capacity. Cyclone furnaces are used to
burn coal in approximately eight percent of the units. Fluidized-bed combustors are used for
about four percent of the coal-fired electric utility boilers. Stoker-fired furnaces account for
about three percent of the total number of coal-fired electric utility boilers but provide less than
one percent of the total coa-fired megawatts. Only three IGCC units have been built in the
United States.
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Table 2-3. Characteristics of coal-firing configurations used for electric utility power plants.

Coal-firing
Configuration

Coal Combustion Process Description

Distinctive Design/Operating Characteristics

Pulverized-coal-
fired furnace

Coal is ground to a fine powder that is pneumatically
fed to a burner where it is mixed with combustion air
and then blown into the furnace. The pulverized-coal
particles burn in suspension in the furnace. Unburned
and partially burned coal particles are carried off with
the flue gas.

Wall-fired

An array of burners fire into the furnace
horizontally, and can be positioned on
one wall or opposing walls depending on
the furnace design.

Tangential-fired
(Corner-fired)

Multiple burners are positioned in
opposite corners of the furnace producing
a fireball that moves in a cyclonic motion
and expands to fill the furnace.

Coal is crushed into small pieces and fed through a

Cyclone burner into the cyclone furnace. A portion of the Designed to burn low-ash fusion coals and retain most of the ash in
furnace combustion air enters the burner tangentially creating a | the form of a molten slag.
whirling motion to the incoming coal.
Operates at relatively low gas stream
. - velocities and with coarse-bed size
Coal is crushed to fine particles. The coal particles are Bubbllng(gzlg;zed bed pa_rti_cles. Air in excess of that required t_o
suspended in a fluidized bed by upward-blowing jets of fluidize the bed passes through the bed in
air. The result is a turbulent mixing of combustion air the form of bubbles.
with the coal particles. Typically, the coal is mixed with
Fluidized-bed an inert material (e.g., sand, silica, alumina) and a
combustor sorbent such as limestone (for SO, emission control). Operates at higher gas stream velocities
The unit can be designed for combustion within the bed and with finer-bed size particles. No
to occur at atmospheric or elevated pressures. Circulating defined bed surface. Must use high-
Operating temperatures for FBC are in the range of 850 fluidized bed volume, hot cyclone separators to
to 900 °C. (CFB) recirculate entrained solid particles in flue

gas to maintain the bed and achieve high
combustion efficiency.

(continued)
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Table 2-3. (continued).

Coal-firing
Configuration

Coal Combustion Process Description

Distinctive Design/Operating Characteristics

Stoker-fired

Coal is crushed into large lumps and burned in a fuel
bed on a moving, vibrating, or stationary grate. Coal is

A flipping mechanism throws the coal into
the furnace above the grate. The fine
Spreader-stoker coal particles burn in suspension while
heavier coal lumps fall to the grate and
burn in a fuel bed.

fired combustor

turbine blades mounted on a shaft that drives an
electric generator. The hot exhaust gases from the gas
turbine pass through a waste heat boiler to produce
steam for driving a steam turbine/generator unit.

furnace pushed, dropped, or thrown onto the grate by a Underfeed Coal fed by pushing coal lumps along in a

mechanical device called a “stoker.” feed through underneath the grate.

Coal is fed by gravity onto a moving grate
Traveling grate and leveled by a stationary bar at the

furnace entrance.

Synthetic combustible gas derived from an on-site coal

gasification process is burned in a gas turbine

Gasified-coal- combustor. The hot combustion gases turn the gas Gasified-coal-fired combustors are unique from the other coal-firing

configurations because a gaseous fuel is burned instead of solid
coal.




Table 2-4. Nationwide distribution of electric utility units by coal-firing
configuration for the year 1999 as reported in the Part Il EPA ICR data (source:
Reference .

Percent of
Coal-firi Nationwide P t of Nationwide
c Of"?‘ - '”rt‘.g Total Number of | - erc?g ‘; al Electricity
onfiguration Units ationwide Total Generating
Capacity
Pulverized-coal-fired furnace 979 85.6 % 90.1 %
Cyclone furnace 87 7.6 % 7.6 %
Fluidized-bed combustor 42 3.7% 1.3%
Stoker-fired furnace 32 2.8% 1.0%
Gasified-coal-fired combustor 3 0.3% <0.1%
Nationwide Total 1,143 100 % 100 %
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2.5.1 Pulverized-coal-fired Furnace

To burn in a pulverized-coal-fired furnace, the coal must first be pulverized in amill to
the consistency of talcum powder (i.e.; at least 70 percent of the particles will pass through a
200-mesh sieve). The pulverized coal is generally entrained in primary air before being fed
through the burners to the combustion chamber, where it isfired in suspension. Pulverized-coal
furnaces are classified as either dry or wet bottom, depending on the ash removal technique. Dry
bottom furnaces fire coals with high ash fusion temperatures, and dry ash removal techniques are
used. Inwet bottom (slag tap) furnaces, coal with alow ash fusion temperatureisfired, and
molten ash is drained from the bottom of the furnace.

Pulverized-coal-fired furnaces are further classified by the firing position of the burners.
Wall-fired boilers are characterized by rows of burners on one or more walls of the furnace. The
two basic forms of wall-fired furnaces are single-wall (having burners on one wall) or opposed
(having burners on walls that face each other). Circular register burners and cell burners are
types of burner configurations used in both single-wall and opposed-wall-fired units. A circular
register burner is a single burner mounted in the furnace wall, separated from other burners so
that it has a separate, distinct flame zone. Cell burners are several circular register burners
grouped closely together to concentrate their distinct flame zones.

Tangential-fired boilers are based on the concept of a single flame envelope and project
both fuel and combustion air from the corners of the furnace. The flames are directed on aline
tangent to asmall circlelying in ahorizontal plane at the center of the furnace. Thisaction
produces afireball that moves in a cyclonic motion and expands to fill the furnace.

2.5.2 Cyclone Furnace

Cyclone furnaces use burner design and placement (i.e., severa water-cooled horizontal
burners) to produce high-temperature flames that circulate in a cyclonic pattern. The coal is not
pulverized but instead crushed to a4-mesh size. The crushed coal isfed tangentially, with
primary air, to ahorizontal cylindrical combustion chamber. In this chamber, small coal particles
are burned in suspension, while the larger particles are forced against the outer wall. The high
temperatures developed in the relatively small furnace volume, combined with the low fusion
temperature of the coal ash, causes the ash to form a molten slag, which is drained from the
bottom of the furnace through a slag tap opening.

2.5.3 Fluidized-bed Combustor

Fluidized-bed combustion increasingly is being used for coal-fired electric utility power
plants. A variety of coals, including those with high concentrations of ash, sulfur, and nitrogen,
can be burned in afluidized-bed combustor (FBC). Theterm "fluidized" refers to the state of the
bed materials (fuel or fuel and inert material [or sorbent]) as gas passes through the bed. Ina
typical FBC, combustion occurs when coal, with inert materia (e.g., sand, silica, alumina, or ash)
and a sorbent such as limestone, is suspended through the action of primary combustion air
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which is distributed below the combustor floor. The gas cushion between the solids allows the
particles to move freely, giving the bed aliquid-like characteristic (i.e., fluidized). Inan FBC,
crushed coa (between Yz and 3/8 inches in diameter) isinjected into abed above a grate-like air
distributor. Air isinjected upward through the grate, lifting and suspending the solid particles.
Inert materials such as sand or alumina are often mixed with the coal to maintain the bed in a
fluidized state. Limestone particles can also be added to the bed to adsorb sulfur dioxide
produced during combustion (discussed in Chapter 3).

2.5.4 Stoker-fired Furnace

Stoker-firing of coal is used for the oldest furnace designs in the electric utility industry,
being first introduced to the industry in the late 1800s. Today, this design is used by only afew
of the operating power plants. New power plants are not expected to adopt this design. In stoker
furnaces, coal is burned on abed at the bottom of the furnace. The bed of coa burns on a grate.
Heated air passes upward through openings in the grate. Stokers are classified according to the
way cod isfed to the grate; the three general classesin use today are underfeed stokers, overfeed
stokers, and spreader stokers. Underfeed stokers feed coal by pushing it upward through the
bottom of the grate. In overfeed stokers, the coal is deposited directly on the grate from a
gravity-fed bin. In spreader stokers, aflipping mechanism throws the coal into the furnace above
the grate; in this method, fine coal particles burn in suspension while heavier particlesfall to the
grate and burn. Additional combustion air is added above the grate to support suspension
burning. Overfeed stokers can burn every type of coal except caking bituminous coal; spreader
stokers can burn al types of coal except anthracite.

2.5.5 Gasified-coal-fired Combustor

Unlike the four coal-firing configurations discussed above, IGCC power plants do not
burn solid coal. In place of the coal-fired boiler used at a conventional coal-fired electric utility
power plant, at an IGCC power plant a coal gasification unit is used coupled with a gas turbine
combustor and heat recovery boiler. The solid coal is gasified by a process in which a coal/water
dlurry isreacted at high temperature and pressure with oxygen (or air) and steam in avessel (the
gasifier) to produce a combustible gas. This combustible gas is composed of a mixture of carbon
dioxide and hydrogen and is often referred to as a synthetic gas or Asyngas.i’ Molten ash flows
out of the bottom of the gasifier into awater-filled sump where it forms a solid slag. The syngas
is cleaned and conditioned before being burned in a gas turbine that drives an electrical
generator. The hot combustion gases from the gas turbine are exhausted directly through a heat
recovery boiler (i.e., no combustion takes place in the boiler) to produce steam that is then
expanded through a steam turbine that drives a second generator to produce more e ectrical
power.

The generation of electricity using the IGCC process offers anumber of advantages
compared to using conventional coal-fired boilersincluding higher thermal conversion
efficiencies (e.g., more kilowatt-hours of electricity generated per kilogram of coal burned),
greater fuel flexibility (e.g., capability to use awider variety of coal grades), and improved
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control of particulate matter and SO, emissions without the need for post-combustion control
devices (e.g., amost all of the sulfur and ash in the coa is removed during the gasification
process). Three IGCC power plant projects have been constructed in the United States as part of
the DOE:=s Clean Coal Technology Program, ajoint government-industry cost-share technology
development program. These facilities are the 250 MWe Tampa Electric Company Polk Power
Project, the 307 MWe Wabash River Coal Gasification Repowering Project, and the 107 MWe
Sierra Pacific Pinon Pine IGCC Power Project. Two of the facilities currently are operating (the
Polk and Wabash River IGCC facilities). The Pinon Pine IGCC facility presently is shut down
because of recurring %j)bl ems with particulate matter in the syngas causing premature gas
turbine blade erosion.

In IGCC applications, the syngas from the gasifier is cleaned and conditioned beforeit is
burned in the gas turbine using several different techniques. For example, at the Wabash River
IGCC facility, the syngas from the coal gasifier passes through a series of gas cleaning and
conditioning steps including a barrier filter for particulate removal, a water scrubber for gas
cooling, and an amine scrubber for removal of reduced-sulfur species. In contrast, at the Polk
IGCC facility, a hot-gas cleaning process is used and the syngas from the coa gasifier is not
cooled before it is burned in the gas turbine.

2.6 Ash from Coal Combustion

Coal contains inorganic matter that does not burn including oxides of silicon, aluminum,
iron, and calcium. This noncombustible matter forms ash when the coal is burned. Burning of
coal in electric utility boilers generates large quantities of ash that must be removed and disposed
of. Thefiner, lighter ash particles are entrained in the combustion gases and vented from the
furnace section with the flue gas. This portion of the coal ash isreferred to as“fly ash.” The
coarser, heavier ash particles fall to the bottom of the furnace section in the boiler unit. This
portion of the coal ashisreferred to as "bottom ash." The proportion of fly ash to bottom ash
generated in acoa combustion unit varies depending on how the coal is burned.

In general, the fly ash is collected as a dry material at several points downstream of the
furnace section. These points include collection hoppers beneath the boiler economizer, air
heater, and the particulate matter control devices (other than wet scrubbers). From the collection
hopper, the fly ash is conveyed using a mechanical system, vacuum system, pneumatic system, or
combination of these systemsto a storage silo. If awet scrubbing system is used for air pollutant
control, fly ash is captured and removed in the scrubber wastewaters.

For most boiler designs, the bottom ash is collected in a pit or hopper at the bottom of the
boiler furnace. The ash is collected in the form of either adry material or amolten slag
depending on whether the furnace operating temperature is above the ash fusion temperature (i.e.,
the temperature at which the mineral compounds composing the ash melt). Theashis
continuously removed from the ash pit using a mechanical, pneumatic, or hydraulic conveyance
system.
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When coal is burned in a pulverized-coa furnace, on the order of 60 to 80 percent of the
total ash generated isfly ash. The high amount of fly ash results because the coal enters the
furnace in afine powder form that burns rapidly in suspension resulting in many tiny, lightweight
ash particles that can easily be carried out of the furnace section with the flue gas. The heavier
ash particles fal to the bottom of the furnace where they are removed. Two pulverized-coal
boiler design approaches are used to collect bottom ash. The more frequently used design
approach, commonly referred to as a “dry-bottom” furnace, collects the ash as essentialy adry
material. For thetypical dry-bottom furnace, the ash and slag particles fall into awater-filled
hopper. The water serves several purposes including providing an air seal to prevent the
infiltration of ambient air into the furnace, solidifying molten slag particles, and facilitating ash
handling. The ash isthen continuously removed from the ash pit using either amechanical or an
hydraulic conveyance system. The other design approach, referred to as a “wet-bottom” furnace,
positions the coa burners on the furnace wall to maintain the ash that collects on the furnace
floor in amolten state. The dlagis drained through a slag tap opening into a slag tank.

The cyclone furnace is specifically designed to burn low-ash fusion coals and retains most
of the ash in the form of amolten slag. The molten slag collects in atrough on the bottom of
furnace and is continually drained through a slag tap opening into aslag tank. Water in the slag
tank solidifies the ash for disposal. Only 20 to 30 percent of the ash produced by burning coal in
acyclone furnace is entrained as fly ash.

By nature of the fluidized-bed combustion process, most of the ash in the coal leaves the
fluidized-bed combustor as fly ash. Because the temperaturesin the FBC remain below the ash
fusion temperature, formation of slag is avoided. Bottom ash isremoved as adry material to
maintain the fluidized bed at a constant level. The ash removal system can be either a
mechanical or pneumatic system.

In stoker-fired furnaces where the coal is burned in afuel bed, most of the ash remains on
the grate and is removed as bottom ash. Some smaller ash particles are entrained in the upward
flow of combustion air through the grate and exit the furnace section as fly ash. The spreader
stoker has a greater proportion of the ash entrained as fly ash (up to 50 percent of the ash) than
the other stoker types (on the order of 20 percent fly ash). This occurs because the spreader
stoker mechanically throws the crushed coa across the top of the grate. This allows the smaller
coal finesin theincoming coal to burn in suspension before falling to the grate. This produces
the small, lightweight ash particles that are carried out of the furnace section with the flue gas.

No ash is produced when burning syngas derived from coal in an IGCC power plant. The
ash contained in the coal is removed by the gasification process that is used to produce the
syngas. Before the syngas can be burned in the gas turbine, the gas must be precleaned to
remove all types of particulate matter in order to prevent premature wear and destruction of the
turbine blades.
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2.7 CoalsBurned by Electric UtilitiesIn 1999

The EPA ICR Part Il survey collected data on the coal, coal wastes, and some
supplemental fuels burned in each coal-fired electric utility boiler operating in the United States
during the entire calendar year 1999. Coal samples were analyzed for, at a minimum, the higher
heating value (HHV) and the coal sulfur, ash, Hg, moisture, and chlorine content. Samples were
collected every third to twelfth fuel shipment in each month of 1999, depending on the statistical
characteristics of initial analysis results for each boiler unit. Either the coal shipper or the power
plant operator could take the sampleif the samples were collected at a point after any coal
cleaning had been completed. Thus, Aas-shipped@ or Aas-receivedi coals are considered to be
equivalent to Aas-firedl coals, and Hg analyses from such samples are assumed to represent the
quantity of Hg entering the boiler.

In 1999, a nationwide total of approximately 786 million tons of coal and supplemental
fuels were burned in coal-fired electric utility boilers that met the CAA Section 112(a) definition
of an electric utility steam generating unit (i.e., boiler units of more than 25 megawatts that serve
agenerator that produces electricity for sale). Table 2-5 shows the nationwide distribution of the
coal burned by rank as reported by the respondents to the EPA ICR (i.e., the power plant owners
and operators).

Most electric utility power plants burn either bituminous or subbituminous coals. Half of
the coals burned by the electric utility industry in 1999 were bituminous coal (52 percent of the
total nationwide tonnage). Approximately one-third of the coals burned were subbituminous
coals (36.5 percent of the total nationwide tonnage). Some power plants reported burning both
bituminous and subbituminous coals. At most of these facilities, the two coal types are blended
together before firing in the boiler unit. A few of the facilities switch between the two coal types
for firing in the boiler unit to address site-specific circumstances. The vast mgority of the
bituminous or subbituminous coals were supplied from minesin the United States. However,
imported coals were burned in 1999 at afew power plant locations. Ten plants, located near Gulf
of Mexico or Atlantic Ocean seaports, imported bituminous coal from South America and three
plants located in Hawaii and Floridaimported subbituminous coal from Indonesia.

In general, the burning of lignite or anthracite coals by electric utilitiesis limited to those
power plants that are located near the mines supplying the coal. Lignite accounted for
approximately 6.5 percent of the total coal tonnage burned at electric utility power plantsin
1999. A total of 17 electric utility power plants reported burning lignite. All of these facilities
are located near the coal deposits from which the ligniteis mined in Texas, Louisiana, Montana,
or North Dakota. Similarly, burning of anthracite coal in 1999 was limited to afew power plants
located close to the anthracite coal minesin eastern Pennsylvania. The coal-fired electric utility
boilers at these facilities burned either newly mined anthracite coal or waste anthracite coal
reclaimed from mine waste piles.

Table 2-5 also shows that small amounts of supplemental fuels (e.g., petroleum coke or
tire derived fuel [TDF] chips) also were co-fired with coa in some coal-fired electric utility
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Table 2-5. Nationwide quantities of coals and supplemental fuels burned in

coal-fired electric utility boilers for the year 1999 as reported in the Part Il EPA
ICR data (source: Reference .

Total Tonnage
Fuel Type Burned Percen_tage
(million tons) by Weight
Bituminous coal 406 51.7%
Subbituminous coal 287 36.5%
Lignite 51 6.5%
Bituminous/subbituminous coal mixture 24 3.0%
Bituminous coal/petroleum coke mixture 6 0.7%
Waste anthracite coal 5 0.6%
Waste bituminous coal 4 0.5%
Petroleum coke 2 0.3%
Other (a) 1 <0.2%
Total 786 100%

(&) Mixes of anthracite, bituminous, and waste bituminous fuel, tires, subbituminous coal and petroleum

coke, or waste subbituminous coal.
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boilers. At these facilities, the supplemental fuels are mixed with coal before firing in the boiler

unit. These supplemental fuels typically have heating values higher than that of coal and serve to
boost the overall heating value of the fuel mix burned in the boiler unit. Lessthan 0.5 percent of
the total fuel tonnage burned in 1999 consisted of supplemental fuels.

Selected properties of the coal and supplemental fuel burned nationwide in coal-fired
electric utility boilersin 1999, as reported in the EPA ICR Part |1 data, are summarized by fuel
typein Appendix A. Table 2-6 presents asummary of the Hg content data reported for the coals
and supplemental fuels asfired in the boiler units. The EPA ICR data do not identify the coal
resource regions from which the coal burned in a given boiler unit was mined. However,
consistent with the Hg content data for as-mined coals presented in Table 2-2, the data presented
in Table 2-6 indicate that there is no genera relationship between coa rank and Hg content of the
coal. For bituminous, subbituminous, and lignite coals, the Hg concentrations reported in the
EPA ICR data ranged from trace amounts to upper levels of approximately 1 ppm.

A review of the EPA ICR data suggests that there is no direct correlation between the
sulfur content of acoal and its Hg content. In other words, Ahigh{ sulfur coals are not necessarily
Ahigh@ Hg coals. Trace concentrations of Hg were reported for coals with high-sulfur contents.
Conversely, Hg concentrations at the upper end of the concentration ranges also were reported
for high sulfur-content coals. This observation is consistent with previous studies of the Hg
content in coa based on a much smaller database. For example, an earlier study comparing the
sulfur and Hg concentrations in 153 sampl eﬁf coal shipments found no relationship between the
sulfur and Hg concentrations in these codls.
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Table 2-6. Mercury content of as-fired coals and supplemental fuels burned in coal-fired electric
utility boilers for the year 1999 as reported in the Part Il EPA ICR data (source: Reference .

Number of Hg Concentration Hg Con_tent by
Fuel Tvpe (ppm dry) Fuel Heating Value
yp Samples (Ib Hg per 10% Btu)
Analyzed
Range Mean Range Mean
Bituminous coal 27,793 0.0-1.3 0.11 0.07 - 103.81 8.61
South American bituminous coal (a) 270 0.01-0.42 0.08 0.70 — 31.06 5.52
Subbituminous coal 8,180 0.008 - 0.9 0.07 0.66 - 71.02 5.75
Indonesian subbituminous coal (b) 78 0.02-0.1 0.03 1.54-9.23 2.70
Lignite coal 1,047 0.02 -0.75 0.11 1.84 - 75.06 10.80
Anthracite coal 65 0.06 - 0.23 0.14 5.02-17.49 11.36
Waste anthracite coal 426 0.04 - 0.54 0.19 8.39-4.73 28.55
Waste bituminous coal 572 0.03-1.18 0.46 2.47 -172.92 60.79
Waste subbituminous coal 53 0.07-0.35 0.12 5.81 -30.35 11.42
Petroleum coke 1,150 0.0009 - 0.5 0.05 0.06 - 32.16 3.30
Tire-derived fuel 149 0.01-0.33 0.056 0.60 - 19.89 3.72

(a) Bituminous coal imported from South America and burned at 10 power plants.
(b) Subbituminous coal imported from Indonesia and burned at three power plants in Hawaii and Florida.
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Chapter 3
Criteria Air Pollutant Emission Controlsfor
Coal-fired Electric Utility Boilers

3.1 Introduction

The EPA uses "criteria pollutants” as indicators of ambient air quality. For each criteria
air pollutant, the EPA has established maximum concentrations for specific exposure periods
above which adverse effects on human health may occur. Under authority of the CAA, these
threshold concentrations for the criteria air pollutants are codified as the national ambient air
quality standards (NAAQS). The EPA has set NAAQS for six criteriaair pollutants: carbon
monoxide (CO), lead (Pb), nitrogen dioxide (NO,), ozone (Os), particulate matter (PM), and
sulfur dioxide (SO,).

Estimates of national emissions for criteriaair pollutants prepared by the EPA show that
electric utility power plﬁnts that burn coal are significant emission sources of SO, nitrogen
oxides (NOy), and PM.™ Electric utility power plants are the Nation’s largest source of SO,
emissions, contributing approximately 68 percent of the estimated total national SO, emissionsin
1998 (most recent year for which national estimates are available). Over 90 percent of these SO,
emissions are coal-fired electric utility boilers. Electric utilities contributed 25 percent of total
national NO, emissionsin 1998. Again coal combustion is the predominant source of NOy
emissions from the electric utilities (almost 90 percent of the estimated NO, emissions). Coal-
fired electric utility power plants also are one of the largest industrial sources of PM emissions.
In general, the high combustion efficiencies achieved by coal-fired electric utility boilers result in
low emissions of CO and volatile organic compounds (a precursor for the photochemical
formation of ozone in the atmosphere). Lead islisted asa HAP in addition to being listed as a
criteriaair pollutant. Lead emissions from electric utility boilers were evaluated as part of EPA’s
report Ei) Congress on HAP emissions from electric utility power plants (discussed in Section
1.4.1)." The EPA found that electric utility boilers contribute a very small percentage of the
nationwide Pb emissions.

All coal-fired electric utility power plantsin the United States use control devicesto
reduce PM emissions. Many coal-fired electric utility boilers also are required to use controls for
SO, and NOy emissions depending on site-specific factors such as the properties of the coal
burned, when the power plant was built, and the area where the power plant islocated. As
discussed in Chapter 6, certain control technologies used to reduce criteria air pollutant



emissions from coal-fired electric utility boilers also remove some of the mercury (Hg) from the
fluegas. In addition, the existing control configuration used for a given coal-fired electric utility
boiler to meet criteriaair pollutant emissions standards directly can affect the applicability,
performance, and costs of retrofitting additional Hg controls to the unit.

The purpose of this chapter isto present a summary review of the different control
technologies currently used by coal-fired electric utility boilers to meet the applicable criteriaair
pollutant emissions standards. The nationwide distribution of control configurations used at
coal-fired electric utility power plants to comply with these standards is presented using
information from the EPA ICR database. The impact or influence of these control configurations
on control of Hg emissionsis discussed in the Chapter 6.

3.2 Criteria Air Pollutants of Concern from Coal Combustion
3.2.1 Particulate MatterEEI

Dust, dirt, soot, smoke, and liquid droplets are directly emitted into the air from
anthropogenic sources as well as natural sources such as forest fires and windblown dust. This
type of PM sometimesis called “primary particulate matter.” In addition, gaseous air pollutants
(e.g., sulfur dioxide, nitrogen oxides, and volatile organic compounds) are considered to be PM
precursors causing “ secondary particulate matter” through complex transformations that occur in
the ambient environment. Human exposure to concentrations of PM at various levelsresultsin
effects on breathing and respiratory symptoms, aggravation of existing respiratory and
cardiovascular disease, alterations in the body's defense systems against foreign materials,
damage to lung tissue, carcinogenesis, and premature death. The people most sensitive to the
effects of PM include individuals with chronic obstructive pulmonary or cardiovascular disease
or influenza, asthmatics, the elderly, and children. Particulate matter also contributes to visibility
impairment in the United States.

Primary PM emissions from coal-fired electric utility boilers consist primarily of fly ash.
Ash isthe unburned carbon char and the mineral portion of combusted coal. The amount of ash
in the coal, which ultimately exits the boiler unit as fly ash, is a complex function of the cod
properties, furnace-firing configuration, and boiler operation. For the dry-bottom, pul verized-
coal-fired boilers, approximately 80 percent of the total ash in the as-fired coal will exit the boiler
asfly ash. Wet-bottom, pulverized-coal-fired boilers emit significantly less fly ash: on the order
of 50 percent of the total ash exitsthe boiler asfly ash. In acyclone furnace boiler, most of the
ash isretained asliquid slag; thus, the quantity of fly ash exiting the boiler istypically 20 to 30
percent of the total ash. However, the high operating temperatures unigue to these designs may
also promote ash vaporization and larger fractions of submicron fly ash compared to dry bottom
designs. Fluidized-bed combustors emit high levels of fly ash since the coal isfired in
suspension and the ash is present in dry form. Spreader-stoker-fired boilers can aso emit high
levels of fly ash. However, overfeed and underfeed stokers emit less fly ash than spreader
stokers, since combustion takes place in arelatively quiescent fuel bed.
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In addition to the fly ash, PM emissions from a coal-fired electric utility power plant
result from reactions of the SO, and NO, compounds as well as unburned carbon particles carried
in the flue gas from the boiler. The SO, and NO, compounds are initialy in the vapor phase
following coa combustion in the furnace chamber but can partially chemically transform in the
stack, or near plume, to form fine PM in the form of nitrates, sulfur trioxide (SO3), and sulfates.
Firing configuration and boiler operation can affect the fraction of carbon (from unburned coal)
contained in the fly ash. In general, the high combustion efficiencies achieved by pulverized-
coa-fired boilers and cyclone-fired boilers result in relatively small amounts of unburned carbon
particles in the exiting combustion gases. Those pulverized-coal-fired electric utility boilers that
use specia burners for NOy control (discussed in Section 3.7) tend to burn coal less completely;
consequently, these furnaces tend to emit a higher fraction of unburned carbon in the combustion
gases exiting the furnace.

Another potential source of PM in the flue gas from a coal-fired electric utility boiler is
the use of adry sorbent-based control technology. Solid sorbent particles are injected into the
combustion gases to react with the air pollutants and then recaptured by a downstream control
device. Sorbent particles that escape capture by the control device are emitted as PM to the
atmosphere. Control technologies using sorbent injection are discussed in Chapter 7.

3.2.2 Sulfur Dioxideff]

Exposure of people to SO, concentrations above threshold levels affects their breathing
and may aggravate existing respiratory and cardiovascular disease. Sensitive populations include
asthmatics, individuals with bronchitis or emphysema, children, and the elderly. Sulfur dioxide
isalso aprimary contributor to acid deposition, or acid rain, which causes acidification of lakes
and streams and can damage trees, crops, historic buildings, and statues. 1n addition, SO
compoundsin the air contribute to visibility impairment. In the United States, SO, is primarily
emitted from the combustion of fossil fuels and by metallurgical processes.

Coal deposits contain sulfur in amounts ranging from trace quantities to as high as
eight percent or more. Most of this sulfur is present as either pyritic sulfur (sulfur combined with
iron in the form of amineral that occursin the coal deposit) or organic sulfur (sulfur combined
directly in the coal structure). During combustion, sulfur compounds in coal are oxidized to
gaseous SO, or SO3. When firing bituminous coal, amost all of the sulfur present in coa will be
emitted as gaseous sulfur oxides (on average 98 percent). The more akaline nature of ash in
some subbituminous coals causes a portion of the sulfur in the coal to react to form various
sulfate salts; these salts are emitted as fly ash or retained in the boiler bottom ash. Generally, the
percentage of sulfur in the as-fired coal that is converted to sulfur oxides during combustion does
not vary with the utility boiler design or operation.

3.2.3 Nitrogen Oxid&eli|E|
Nitrogen dioxide (NO,) isahighly reactive gas. The major mechanism for the formation

of NO; in the atmosphere is the oxidation of nitric oxide (NO) when exposed to solar radiation.
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These two chemical species are collectively referred to as nitrogen oxides (NOy). Exposure of
people to NO, can irritate the lungs, cause bronchitis and pneumonia, and lower resistance to
respiratory infections. Nitrogen oxides are an important precursor together with volatile organic
compounds in the photochemical formation of ozone in the atmosphere. Ozoneisacriteria
pollutant and the major component of smog. Nitrogen dioxide is also a primary contributor to
acid rain. The mgor NO, emissions sources are transportation vehicles and stationary
combustion units.

Both NO and NO, are formed during coal combustion by oxidation of molecular nitrogen
that is present in the combustion air or nitrogen compounds contained in the coal. Overall, total
NOy formed during combustion is composed predominantly of NO mixed with small quantities
of NO, (typically less than 10 percent of the total NO, formed). However, once NO formed
during coal combustion is emitted to the atmosphere, the NO is oxidized to NO,.

The NO, formed during coal combustion by oxidation of molecular nitrogen (N>) in the
combustion air isreferred to as “thermal NOy.” The oxidation reactions converting N, to NO and
NO, become very rapid once gas temperatures rise above 1,700 °C (3,100 °F). Formation of
thermal NOy in acoal-fired electric utility boiler is dependent on two conditions occurring
simultaneously in the combustion zone: high temperature and an excess of combustion air. A
boiler design feature or operating practice that increases the gas temperature above 1,700 °C, the
gas residence time at these temperatures, and the quantity of excess combustion air will affect
therma NO, formation. The formation of NOy by oxidation of nitrogen compounds contained in
the coal isreferred to as “fuel NOy.” The nitrogen content in most coals ranges from
approximately 0.5 to 2 percent. The amount of nitrogen available in the coal isrelatively small
compared with the amount of nitrogen available in the combustion air. However, depending on
the combustion conditions, significant quantities of fuel NOy can be formed during coal
combustion.

3.3 Existing Control Strategies Used for Coal-fired Electric Utility Boilers

Electric utilities must comply with applicable Federal standards and programs that
specifically regulate criteriaair emissions from coal-fired electric utility boilers. These
regulations and programs include New Source Performance Standards (NSPS), the CAA Title IV
Acid Rain Program, and the CAA Title V Operating Permits Program. The EPA has delegated
authority to individual state and local agencies for implementing many of these regulatory
requirements. In addition, individual states have established their own standards and
requirements for those power plants that operate within their jurisdictions. Electric utility
companies use one or a combination of the following three control strategies to comply with the
specific set of requirements applicable to a given coal-fired boiler.

Pre-combustion Controls. Control measures in which fuel substitutions are made or fuel
pre-processing is performed to reduce pollutant formation in the combustion unit.
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Combustion Controls. Control measures in which operating and equipment
modifications are made to reduce the amount of pollutants formed during the combustion
process; or in which amaterial isintroduced into the combustion unit along with the fuel
to capture the pollutants formed before the combustion gases exit the unit.

Post-combustion Controls: Control measures in which one or more air pollution control
devices are used at a point downstream of the furnace combustion zone to remove the
pollutants from the post-combustion gases.

Table 3-1 shows the distribution of emissions control strategies for PM, SO, andél\l Oy
used for coal-fired electric utility boilersin 1999 as reported in the Part |11 EPA ICR data.™ All
coal-fired electric utility boilersin the United States are controlled for PM emissions by using
some type of post-combustion controls. These particulate emission control types are discussed in
Section 3.4. Approximately two-thirds of the total coal-fired electric utility boilers use add-on
controls for SO, emissions. Most of these controlled units use either a pre-combustion or a post-
combustion control strategy for SO, emissions. The methods used for controlling SO, emissions
from coal-fired electric utility boilers are discussed in Section 3.5. Although approximately two-
thirds of the coal-fired electric utility boilers are controlled for NO, emissions, these units are not
necessarily the same units controlled for SO, emissions. The predominant strategy for
controlling NOy emissions is to use combustion controls. Section 3.6 discusses the application of
NOy emission controls to coal-fired electric utility boilers.

3.4 Particulate Matter Emission Controls

Four types of control devices are used to collect PM emissions from coal-fired electric
utility boilers: electrostatic precipitators, fabric filters, mechanical collectors, and particle
scrubbers. Table 3-2 presents the 1999 nationwide distribution of PM controls on coal-fired
electric utility boilers by total number of units and by percentage of nationwide electricity
generating capacity. Electrostatic precipitators are the predominant control type used on coal-
fired electric utility boilers both in terms of number of units (84 percent) and total generating
capacity (87 percent). The second most common control device type used isafabric filter.
Fabric filters are used on about 14 percent of the coal-fired electric utility boilers. Particle
scrubbers are used on approximately three percent of the boilers. The least used control device
typeisamechanical collector. Lessthan one percent of the coal-fired electric utility boilers use
this type of control device as the sole PM control. Other boilers equipped with a mechanical
collector use this control device in combination with one of the other PM control device types.

3.4.1 Electrostatic PrecipitatorsEIIZI

Electrostatic precipitator (ESP) control devices have been used to control PM emissions
for over 80 years. These devices can be designed to achieve high PM collection efficiencies
(greater than 99 percent), but at the cost of increased unit size. An ESP operates by imparting an
electrical charge to incoming particles, and then attracting the particles to oppositely charged
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Table 3-1. Criteria air pollutant emission control strategies as applied to
coal-fired electric utility boilers in the United States for the year 1999 as reported
in the Part Il EPA ICR data (source: Reference@.

Percentage of Coal-fired Electric Utility Boilers Using Control Strategy
as Reported in Phase Il EPA ICR Data *°
Criteria Meet Ap:jpligable
Air Pollutant Standards Pre-combustion Combustion Post-combustion
Without
o Controls Controls Controls
Additional
Controls
Particulate 0% 0% 0% 100 %
matter
Sulfur 37 % 40 % 3% 20 %
dioxide
Nitrogen 40 % 0% 57 % 3%
oxides

(a) Approximately 1.5 % of the boilers use a combination of pre-combustion and post-combustion SO, controls.

(b) Approximately 1% of the boilers using post-combustion NO, controls also use some type of combustion

controls.




Table 3-2. Nationwide distribution of existing PM emission controls used for

coal-fired electric utility boilers for the year 1999 as reported in the Part Il EPA
ICR data (source: Reference 65|

Phase Il EPA ICR Data
PM Abbreviation
Control Type Code Percent of Percent of
Number Nationwide Nationwide
of Boilers Total Number |  Electricity
of Units Generating
Capacity
Electrostatic precipitator 0 o
(Cold-side) CS- ESP 822 (a) 72.1 % 74.7 %
Electrostatic precipitator HS-ESP 192 10.8 % 11.3 %
(Hot-side)
Fabric filter FF 155 (b) 13.6 % 9.4%
Particle scrubber PS 23 (c) 2.0% 3.0%
Mechanical collector (d) MC 5 0.4% 0.2%
Multiple _con_trol device 13 11% 14%
combinations (e)
Nationwide Total 1,140 (f) 100 % 100 %

(a) Includes 10 boilers with cold-side ESP in combination with upstream mechanical collector.

(b) Includes eight boilers with baghouse in combination with upstream mechanical collector.

(c) Includes two boilers with particle scrubber in combination with upstream mechanical collector.

(d) Boilers using mechanical collector as only PM control device.

(e) Boilers using a combination of two or more different control device types other than mechanical
collectors. Includes two boilers that use a hot-side ESP in series with a cold-side ESP.

(f) Does not include the three IGCC units.



metal platesfor collection. Periodicaly, the particles collected on the plates are dislodged in
sheets or agglomerates (by rapping the plates) and fall into a collection hopper. The dust
collected in the ESP hopper is a solid waste that must be disposed of .

The effectiveness of particle capture in an ESP depends largely on the electrical resistivity
of the particles being collected. An optimum value exists for agiven ash. Above and below this
value, particles become less effectively charged and collected. Table 3-3 presents the PM
collection efficiency of an ESP compared with the other control device types. Coal that contains
amoderate to high amount of sulfur (more than approximately three percent) produces an easily
collected fly ash. Low-sulfur coal produces a high-resistivity fly ash that is more difficult to
collect. Resistivity of the fly ash can be changed by operating the boiler at a different
temperature or by conditioning the particles upstream of the ESP with sulfur trioxide, sulfuric
acid, water, sodium, or ammonia. In addition, collection efficiency is not uniform for all particle
sizes. For coa fly ash, particles larger than about 1 to 8 um and smaller than about 0.3 um (as
opposed to total PM) are typically collected with efficiencies from 95 to 99.9 percent. Particles
near the 0.3 um size are in a poor charging region that reduces collection efficiency to 80 to 95
percent.

An ESP can be used at one of two locations in acoa-fired electric utility boiler system.
For many years, every ESP was installed downstream of the air heater where the temperature of
the flue gas is between 130 and 180 °C (270 and 350 °F). An ESPinstalled at thislocation is
referred isasa"cold-side” ESP. However, to meet SO, emission requirements, many electric
utilities switched to burning low-sulfur coal (discussed in the Section 3.5.1). These coals have
higher electrical ash resistivities, making the fly ash more difficult to capture downstream of the
air heater. Therefore, to take advantage of the lower fly-ash resistivities at higher temperatures,
some ESPs are installed upstream of the air heater, where the temperature of the flue gasisin the
range of 315 to 400 °C (600 to 750 °F). An ESP installed upstream of the air heater is referred to
asa"hot-side" ESP.

3.4.2 Fabric Filter 48

Fabric filters (FF) have been used for fly ash control from coal-fired electric utility boilers
for about 30 years. Thistype of control device collects fly ash in the combustion gas stream by
passing the gases through a porous fabric material. The buildup of solid particles on the fabric
surface forms athin, porous layer of solids or afilter, which further acts as a filtration medium.
Gases pass through this cake/fabric filter, but the fly ash is trapped on the cake surface. The
fabric material used is typically fabricated in the shape of long, cylindrical bags. Hence, fabric
filters also are frequently referred to as "baghouses.”

Gas flow through a FF becomes excessively restricted if the filter cake on the bags
becomes too thick. Therefore, the dust collected on the bags must be removed periodically. The
type of mechanism used to remove the filter cake classifies FF design types. Depending on the
FF design type, the dust particles will be collected either on the inside or outside of the bag. For
designs in which the dust is collected on the inside of the bags, the dust is removed by either
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Table 3-3. Comparison of PM collection efficiencies for different PM control
device types (source: Reference EI)

Representative PM
PM Mass Collection Efficiency Range
Control Type
Total PM
PM less than 0.3 pm
Electrostatic prempltator 99 10 99.7 % 80 t0 95 %
(Cold-side)
Electrostatic prempltator 99 10 99.7 % 80 t0 95 %
(Hot-side)
Fabric filter 99 t0 99.9 % 99 to 99.8%
Particle scrubber 95 to 99 % 30to 85 %
Mechanical collector 70 to 90 % 0to 15 %




mechanically shaking the bag (called a "shaker type" FF) or by blowing air through the bag from
the opposite side (called a""reverse-air” FF). An alternate design mounts the bags over internal
frame structures, called "cages' to alow collection of the dust on the outside of the bags. A
pulsed jet of compressed air is used to cause a sudden stretching then contraction of the bag
fabric dislodging the filter cake from the bag. Thisdesign isreferred to asa"pulse-jet" FF. The
dislodged dust particlesfall into a hopper at the bottom of the baghouse. The dust collected in
the hopper is a solid waste that must be disposed of.

An FF must be designed and operated carefully to ensure that the bags inside the collector
are not damaged or destroyed by adverse operating conditions. The fabric material must be
compatible with the gas stream temperatures and chemical composition. Because of the
temperature limitations of the available bag fabrics, location of an FF for usein acoal-fired
electric utility boiler isrestricted to downstream of the air heater. In general, fabric filtration is
the best commercially available PM control technology for high-efficiency collection of small
particles (see Table 3-3).

Electrostatic stimulation of fabric filtration (ESFF) involves a modified fabric filter that
uses electrostatic charging of incoming dust particles to increase collection efficiency and reduce
pressure drop compared to fabric filters without charging. Filter bags are specially made to
include wires or conductive threads, which produce an electrical field parallel to the fabric
surface. Conductors can also be placed as a single wire in the center of the bag. When the bags
are mounted in the baghouse, the conductors are attached to a wiring harness that supplies
electricity. As particles enter the field and are charged, they form a porous mass or cake of
agglomerates at the fabric surface. Greater porosity of the cake reduces pressure drop, while the
agglomeration increases efficiency of small particle collection. Cleaningisrequired less
frequently, resulting in longer bag life. For felted or nonwoven bags, the field promotes
collection on the outer surface of the fabric, which aso promotes longer bag life. Filtration
velocity can be increased so that less fabric areais required in the baghouse. The amount of
reduction is based on an economic balance among desired performance, capital cost, and
operating costs. A number of variations exist on the ESFF idea of combining particle charging
with fabric filtration.

The University of North Dakota, Energy and Environmental Research Center
(UND/EERC) has devel Oﬁed another type of combined control device called the Advanced
Hybrid Collector (AHC).™ A charging (and collection) section can aso be placed ahead of the
bagsin afabric filter. Thisapproach isused in the AHC aong with the use of membrane fabrics
(woven or felted fabrics having a membrane laminated to the filtration surface of the fabric).

The membrane is typically polytetrafluoroethylene (PTFE). With about 90 percent of the mass of
particles collected in the electrostatic charging and collection section of the AHC, the load on the
fabric filter part of the system is much reduced. With amembrane fabric for the bags, it islikely
that filtration velocity can be increased significantly.
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3.4.3 Particle Scrubbers]

Particle scrubbers operate by shattering streams of water into small droplets that collide
with and trap solid particles contained in the flue gas or by forcing the gases into intimate contact
with water films. The particle-laden droplets or water films coalesce and are collected in a sump
at the bottom of the scrubber. The three basic types of particle scrubbers are venturi scrubbers,
preformed spray scrubbers, and moving-bed scrubbers. Venturi scrubbers are the type most
commonly used for coal-fired electric utility boilers. This scrubber design transports the particle-
laden flue gas through a constriction where violent mixing takes place. Water is introduced
either at or upstream of the constriction. Preformed spray scrubbers are usually vertical cylinders
with flue gas passing upward through droplets sprayed from nozzles near the top of the unit.
Moving-bed scrubbers have an upper chamber in which a bed of low-density spheres (often
plastic) isirrigated by streams of water from above. Gas passing upward through the bed agitates
the wetted spheres, which continually expose fresh liquid surfaces for particle transfer.
Regardless of the scrubber design, all particle scrubber systems generate wastewaters from the
scrubber blowdown that must be treated and discharged.

Particle scrubbers are more sensitive to particle size distribution in the flue gas than either
an ESP or an FF. In general, particle scrubbers are not as effective as these other control devices
at collecting small particles (see Table 3-3). Also, while aventuri particle scrubber will have a
lower initial cost for agiven boiler unit application than either an ESP or an FF, the high pressure
drop required for the scrubber to achieve a high collection efficiency results in high operating
costs. These factors, in large part, account for the low use of particle scrubbers at coal-fired
utilities.

3.4.4 Mechanical Collectord]

Mechanical collectors are the oldest, smplest, and least efficient of the four types of PM
control devices. The collectors used for utility boilers are generally in the form of groups of
cylinders with conical bottoms (multicyclones). Flue gas entering the cylinder tangentially to the
wall isimparted with a circular motion around the cylinder’ s axis. Particlesin the gas stream are
forced toward the wall by centrifugal force, then downward through a discharge at the bottom of
the cone. Collection efficiency for atypical multicyclone can be about 70 to 75 percent for
10-um particles, but can drop to less than 20 percent for smaller 1-um particles. Mechanical
collectors can be efficient for relatively large particles because their settling velocity is high
compared to fine particles. In acyclone, larger particles are forced through the gas stream
towards the outer wall because of their mass and inertia, while small particles have insufficient
mass to be much affected. Electrically charging particles tends to agglomerate them, especially
small particles, with the resulting larger agglomerates having increased mass over the individual
small particles. In charged mechanical collectors, acharging section is placed ahead of a
mechanical collector, and collection efficiency for smaller particlesis significantly increased.
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3.5 SO, Emission Controls

Sulfur dioxide emissions from most coal-fired electric utility boilers are controlled using
either of two basic approaches. The first approach is to use pre-combustion measures, namely,
the firing coal that contains lower amounts of sulfur. The low-sulfur coal may be naturally
occurring or the result of coal cleaning. The other approach is to remove the sulfur compounds
from the flue gas before the gas is discharged to the atmosphere. These post-combustion
processes are collectively caled “flue gas desulfurization” or “FGD” systems. All FGD systems
can be further classified as wet or dry flue gas scrubbing systems. A third control approach
available for those coal-fired electric utility boilers using a fluidized-bed combustor is to burn the
coal together with limestone. An FBC can be characterized as a boiler type with inherently lower
SO, emissions. In thisreport, however, combustion of coa in fluidized-bed with limestoneis
also considered to be an SO, combustion control method. The SO, control approaches include a
number of different technology subcategories that are now commercially used in the United
States, Europe, or Pacific Rim countries.

Table 3-4 presents the 1999 nationwide distribution of SO, controls used for coal-fired
electric utility boilers by total number of units and by percentage of nationwide electricity
generating capacity. For approximately one-third of the boilers, no SO, controls were reported in
the Part |1 EPA ICR data. The other two-thirds of the units reported using some type of control
to meet the SO, emission standards applicable to the unit. Pre-combustion control by burning a
low-sulfur content coal was reported for approximately 40 percent of the boilers. Post-
combustion control devices for SO, removal are used for approximately 20 percent of the boilers.
Wet FGD systems are the most commonly used post-combustion control technique. The newer
technologies of spray dryer systems or dry injection are limited in their application to existing
units. Theremaining 3 percent of the boilers use fluidized-bed combustion with limestone.

3.5.1 Low-sulfur Coal

A coal with sufficiently low sulfur content that when burned in the boiler meets the
applicable SO, emission standards without the use of additional controlsis sometimes referred to
as “compliance coal.” Coals naturaly low in sulfur content may be mined directly from the
ground. Alternatively, the sulfur content of coa fired in the boiler may be lowered first by
cleaning the coal or blending coals obtained from several sources. However, burning low-sulfur
coa may not be atechnically feasible or economically practical SO, control aternative for all
boilers. In some cases, acoa with the required sulfur content to meet the applicable standard
may not be available or cannot be fired satisfactorily in agiven boiler unit design. Even if sucha
coal isavailable, use of the low-sulfur coal that must be transported long distances from the mine
may not be cost-competitive with burning higher sulfur coal supplied by closer mines and using a
post-combustion control device.

Various coa cleaning processes may be used to reduce the sulfur content of the coal. A
significant portion of the pyritic sulfur minerals mixed with the mined coal can usually be
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Table 3-4. Nationwide distribution of existing SO, emissions controls used for
coal-fired electric utility boilers for the year 1999 as reported in the Part Il EPA
ICR data (source: Reference |§|)

Phase Il EPA ICR Data
SO, Control Type Abbreviation Percent of
? Code Percent of A
Number Nationwide Nationwide
of Boilers Total Number Electricity
. Generating
of Units .
Capacity
Burn low-sulfur coal
) LsSC 455 39.9 % 38.2%
(“compliance coal”)
Wet FGD system FGD 173 (a) 152 % 23.8 %
Spray dryer system SDA 52 (b) 4.6% 3.4 %
FIU|d|zet_‘J-b§d coal combustion FBC 37 (0) 3,206 11%
with limestone (a)
Dry injection DI 2 0.2% <0.1%
No controls reported (d) 421 36.9 % 33.5%
Nationwide Total 1,140 (e) 100 % 100 %

(a) Includes one FBC boiler unit using a wet FGD system.

(b) Includes three FBC boilers using spray dryer systems.

(c) FBC boilers using no downstream post-combustion SO, controls.
(d) Entry in ICR response indicated none or was left blank.

(e) Does not include the three IGCC units.
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removed by physical gravity separation or surface property (flotation) methods. However,
physical coal cleaning methods are not effective for removing the organic sulfur bound in coal.
Another method of reducing the overall sulfur content of the coal burned in agiven boiler unitis
to blend coals with different sulfur contents to meet a desired or target sulfur level.

3.5.2 Fluidized-bed Combustion with Limestone

One of the features of FBC boilersis the capability to control SO, emissions during the
combustion process. Thisis accomplished by adding finely crushed limestone to the fluidized
bed. During combustion, calcination of the limestone (reduction to lime by subjecting to heat)
occurs simultaneously with the oxidation of sulfur in the coal to form SO,. The SO,, in the
presence of excess oxygen, reacts with the lime particles to form calcium sulfate. The sulfated
lime particles are removed with the bottom ash or collected with the fly ash by a downstream PM
control device. Fresh limestone is continuously fed to the bed to replace the reacted limestone.

3.5.3 Wet FGD Systems

The SO, in flue gas can be removed by reacting the sulfur compounds with a solution of
water and an alkaline chemical to form insoluble salts that are removed in the scrubber effluent.
These processes are called “wet FGD systems” in thisreport. Most wet FGD systems for control
of SO, emissions from coal-fired electric utility boilers are based on using either limestone or
lime as the alkaline source. At some of these facilities, fly ash is mixed with the limestone or
lime. Several other scrubber system designs (e.g., sodium carbonate, magnesium oxide, dual
akali) are aso used by asmall percentage of the total number of boilers.

The basic wet limestone scrubbing process is simple and is the type most widely used for
control of SO, emissions from coal-fired electric utility boilers. Limestone sorbent is
inexpensive and generally locally available throughout the United States. In awet limestone
scrubber, the flue gas containing SO is brought into contact with alimestone/water slurry. The
SO, is absorbed into the slurry and reacts with limestone to form an insoluble Sludge. The
sludge, mostly calcium sulfite hemihydrate and gypsum, is disposed of in a pond specifically
constructed for the purpose or is recovered as a salable byproduct.

The wet lime scrubber operatesin a similar manner to the wet limestone scrubber. Ina
wet lime scrubber, flue gas containing SO, is contacted with a hydrated lime/water slurry; the
SO, is absorbed into the slurry and reacts with hydrated lime to form an insoluble Sludge. The
hydrated lime provides greater alkalinity (higher pH) and reactivity than limestone. However,
lime-scrubbing processes require appropriate disposal of large quantities of waste sludge.

The SO, removal efficiencies of existing wet limestone scrubbers range from 31 to
97 percent, with an average of 78 percent. The SO, removal efficiencies of existing wet lime
scrubbers range from 30 to 95 percent. For both types of wet scrubbers, operating parameters
affecting SO, removal efficiency include liquid-to-gas ratio, pH of the scrubbing medium, and
the ratio of calcium sorbent to SO,. Periodic maintenance is needed because of scaling, erosion,
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and plugging problems. Recent advancements include the use of additives or design changesto
promote SO, absorption or to reduce scaling and precipitation problems.

3.5.4 Spray Dryer Adsorber

A spray dryer adsorber (sometimes referred to as wet-dry or semi-dry scrubbers) operates
by the same principle as wet lime scrubbing, except that the flue gasis contacted with a fine mist
of lime durry instead of a bulk liquid (asin wet scrubbing). For the spray dryer absorber process,
the combustion gas containing SO, is contacted with fine spray droplets of hydrated lime slurry
inaspray dryer vessel. Thisvessel islocated downstream of the air heater outlet where the gas
temperatures are in the range of 120 to 180 °C (250 to 350 °F). The SO, is absorbed in the slurry
and reacts with the hydrated lime reagent to form solid calcium sulfite and calcium sulfate asin a
wet lime scrubber. The water is evaporated by the hot flue gas and forms dry, solid particles
containing the reacted sulfur. These particles are entrained in the flue gas, along with fly ash,
and are collected in aPM collection device. Most of the SO, removal occurs in the spray dryer
vessdl itself, although some additional SO, capture has also been observed in downstream
particulate collection devices, especialy fabric filters. This process produces dry reaction waste
products for easy disposal.

The primary operating parameters affecting SO, removal are the cal cium-reagent-to-
sulfur stoichiometric ratio and the approach to saturation in the spray dryer. To increase overall
sorbent use, the solids collected in the spray dryer and the PM collection device may be recycled.
The SO, removal efficiencies of existing lime spray dryer systems range from 60 to 95 percent.

3.5.5 DryInjection

For the dry injection process, dry powdered lime (or another suitable sorbent) is directly
injected into the ductwork upstream of a PM control device. Some systems use spray
humidification followed by dry injection. Thisdry process eliminates the slurry production and
handling equipment required for wet scrubbers and spray dryers, and produces dry reaction waste
products for easier disposal. The SO, is adsorbed and reacts with the powdered sorbent. The dry
solids are entrained in the combustion gas stream, along with fly ash, and then collected by the
PM control device. The SO, removal efficiencies of existing dry injection systems range from
40 to 60 percent.

3.5.6 Circulating Fluidized-bed Adsorber

In the circulating fluidized-bed adsorber (CFBA), the flue gas flows upward through a
bed of sorbent particles to produce afluid-like condition in the bed. This condition is obtained
by adjusting gas flow rate sufficiently to support the particles, but not carry them out of the
system. Characteristics of the bed are high heat and mass transfer, because of high mixing rates,
and particle-to-gas contact. These conditions allow the CFBA’s bed of sorbent particles to
remove a sorbate from the gas stream with high effectiveness. In a CFBA, materia is withdrawn
from the bed for treatment (such as desorption) then re-injected into the bed. Currently, CFBAS
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are used with limestone and ash as sorbents for SO, control, but they also have the capability to
remove Hg from the flue gas. The SO, removal ranges for CFBAs from 80 to 98 percent.

3.6 NO, Emission Controls

Control techniques used to reduce NO, formation include combustion and post-
combustion control measures. Combustion measures consist of operating and equi pment
modifications that reduce the peak temperature and excess air in the furnace. Post-combustion
control involves converting the NOy in the flue gas to molecular nitrogen and water using either a
process that requires a catalyst (selective catalytic reduction) or a process that does not use a
catalyst (sel ective noncatal ytic reduction).

Table 3-5 presents the 1999 nationwide distribution of NO, controls used for coa-fired
electric utility boilers by total number of units and by percentage of nationwide electricity
generating capacity. Approximately one-third of the boilers do not use additional NOy controls.
The other two-thirds of the units use additional controls to meet the applicable NOy standards.
The predominant control NOy strategy is to use one or more combustion control techniques.
Post-combustion NOy reduction technologies (both catalytic and noncatalytic) accounted for only
asmall percentage of the NOy emission controls used in 1999 (approximately three percent of the
total units). However, anumber of electric utilities are considering the addition of these types of
controlsto their coal-fired boilers to comply with new NO, emission control requirements.

3.6.1 Combustion Controls

A variety of combustion control practices can be used including low NO burners,
overfire air, off-stoichiometric firing, selective or biased burner firing, reburning, and
burners-out-of-service. Control of NOx also can be achieved through staged combustion (also
called air staging). With staged combustion, the primary combustion zone is fired with most of
the air needed for complete combustion of the coal. The remaining air needed is introduced into
the products of the partial combustion in a second combustion zone. Air staging lowers the peak
flame temperature, thereby reducing thermal NOy, and reduces the production of fuel NO, by
reducing the oxygen available for combination with the fuel nitrogen. Staged combustion may be
achieved through methods that require modifying equipment or operating conditions so that a
fuel-rich condition exists near the burners (e.g., using specially designed low-NOy burners,
selectively removing burners from service, or diverting a portion of the combustion air). In
cyclone boilers and some other wet bottom designs, combustion occurs with a molten ash layer
and the combustion gases flow to the main furnace; this design precludes the use of low NOy
burners and air staging. Low-NOy burners may be used to lower NO, emissions by about 25 to
55 percent. Use of overfireair (OFA) as asingle NO, control technique reduces NOy by 15 to
50 percent. When OFA is combined with low-NOy burners, reductions of up to 60 percent may
result. The actual NOy reduction achieved with a given combustion control technique may vary
from boiler to boiler.
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Table 3-5. Nationwide distribution of existing NO, emissions controls used for
coal-fired electric utility boilers for the year 1999 as reported in the Part Il EPA
ICR data (source: Reference

Phase Il EPA ICR Data
Abbreviation . . Percent of
NO, Control Type Code Nationwide Nationwide Nationwide
Number Percentage Electricity
of of .
: Boilers Generating
Boilers Capacity
Combustion controls - CC-LNB 204 35.4 % 43.0 %
low-NO, burners
Combustion controls -~ CC-LNB/OFA 84 7.4% 10.4 %
low-NO_ burners + overfire air
Combustion controls - CC-OFA 79 6.9 % 10.6 %
overfire air
Other combustion controls (a) CC 83 7.3% 5.6 %
Selective noncatalytic reduction SNCR 32 2.8% 0.6 %
Selective catalytic reduction SCR 6 0.5% 1.3%
No controls reported (b) 452 39.7% 28.5%
Nationwide Total 1,140 (c) 100 % 100 %

(a) Combustion controls other than low-NO, burners or overfire air. The controls include burners-out-of service,
flue gas recirculation, off-stoichiometric firing, and fluidized-bed combustion.

(b) Entry in ICR response indicated “none,” “not applicable,” or was left blank.

(c) Does not include the three IGCC units.
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Just as the combustion air to the primary combustion zone can be reduced, part of the
fuel may be diverted to create a secondary flame with fuel-rich conditions downstream of the
primary combustion zone. This combustion technique is termed reburning and involves injecting
10 to 20 percent of the fuel after the primary combustion zone and compl eting the combustion
with overfireair. The fuel injected downstream may not necessarily be the same as that used in
the primary combustion zone. In most applications of reburning, the primary fuel is coal and the
reburn fuel is natural gas (methane).

Other ways to reduce NOy formation by reducing peak flame temperature include using
flue gas recirculation (FGR), reducing boiler load, injecting steam or water into the primary
combustion zone, and increasing spacing between burners. By using FGR to return part of the
flue gas to the primary combustion zone, the flame temperature and the concentration of oxygen
in the primary combustion zone are reduced.

Temperatures can also be reduced in the primary combustion zone by increasing the space
between burnersfor greater heat transfer to heat-absorbing surfaces. Another combustion control
technique involves reducing the boiler load. In this case, the formation of thermal NO, generally
decreases directly with decreases in heat rel ease rate; however, reducing the load may cause poor
air and fuel mixing and increase CO and soot emissions.

3.6.2 Selective Catalytic Reduction

The selective catalytic reduction (SCR) process uses a catalyst with ammonia gas (NH3)
to reduce the NO and NO; in the flue gas to molecular nitrogen and water. The ammoniagasis
diluted with air or steam, and this mixture isinjected into the flue gas upstream of a metal
catalyst bed (composed of vanadium, titanium, platinum, or zeolite). In the reactor, the reduction
reactions occur at the catalyst surface. The SCR catalyst bed reactor is usually located between
the economizer outlet and air heater inlet, where temperatures range from 230 to 400 °C (450 to
750 °F).

3.6.3 Selective Noncatalytic Reduction

The selective noncatalytic reduction (SNCR) process is based on the same basic
chemistry of reducing the NO and NO, in the flue gas to molecular nitrogen and water but does
not require the use of a catalyst to prompt these reactions. Instead, the reducing agent isinjected
into the flue gas stream at a point where the flue gas temperature is within a very specific
temperature range. Currently, two SNCR processes are commercially available: the THERMAL
DeNO,’ and the NO,OUT’. The THERMAL DeNO,’ uses ammonia gas as the reagent and
requires the gas be injected where the flue gas temperature is in the range of 870 to 1090 °C
(1,600 to 2,000 °F). Consequently, the ammonia gasisinjected at alocation upstream of the
economizer. However, if the ammoniaisinjected above 1,090 °C (2,000 °F), the ammonia will
oxidize and form more NOy. Once the flue gas temperature drops below the optimum
temperature range, the effectiveness of the process drops significantly. By adding hydrogen gas
or other chemical enhancers, the reduction reactions can be sustained to temperatures down to
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approximately 700 °C (1,300 °F). The NO,OUT’ isasimilar process but uses an agueous urea
solution as the reagent in place of ammonia.

Using nitrogen-based reagents requires operators of SNCR systems to closely monitor
and control the rate of reagent injection. If injection rates are too high, NOy emissions may
increase, and stack emissions of ammoniain the range of 10 to 50 ppm may also result. A
portion (usually around 5 percent) of the NO reduction by SNCR systems results from
transformation of NO to N,O, which isagloba warming gas.

3.7 Emission Control Configurationsfor Coal-fired Electric Utility Boilers

Mercury can exist in several formsin the flue gas from a coal-fired electric utility boiler
(discussed in Chapter 5). The distribution of these Hg forms in the flue gas stream can be altered
when reagents for post-combustion pollutant control processes are introduced into the flue gas.
Also, aswill be discussed in Chapter 6, some of the existing post-combustion control devices
aready in use at coal-fired electric utility power plants to meet PM and SO, emission standards
also control Hg emissions with varying levels of effectiveness. Control measures can be
implemented that may enhance the capture of Hg by these control devices. Other Hg control
measures can be implemented in conjunction with control devices already in place at agiven
facility. Therefore, understanding which types of post-combustion control devices how electric
utilities currently are implementing at their coal-fired power plantsis useful when investigating
potential Hg control measures for these facilities.

Table 3-6 presents the 1999 nationwide distribution of post-combustion control device
configurations used for coal-fired electric utility boilers. For approximately 70 percent of the
boilers, the only control device used downstream of the furnace isan ESP. If the unit is subject
to SO, and/or NO, emission limit standards, these units do burn low-sulfur coals to meet the SO,
emission limit and use some type of NO, combustion controls to meet the NO, emission limit.
Approximately 25 percent of the boilers use some combination of post-combustion control
devices. The most common configuration used is an ESP with a downstream wet scrubber for
SO, control. Lessthan 2 percent of the units use a combination of PM, SO,, and NO post-
combustion control devices.
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Table 3-6. Nationwide distribution of post-combustion emission control

configurations used for coal-fired electric utility boilers for the year 1999 as
reported in the Part Il EPA ICR data (source: Reference

Post-Combustion Emission Control Device Configuration

Phase Il EPA ICR Data
PM control SO, control NO, control
Post-combustion
Control Strategy S
E F P M w S D S N Number Percent of
S F S C S D | ¢ C of boilers nationwide
P A R R total number
v 791 69.4%
v 80 7.0%
v v 6 0.5%
Post-combustion
PM controls v 5 0.4 %
only
v 4 0.4 %
v 2 0.2 %
2(a) 0.2 %
v v 133 11.7 %
v v 38 3.3%
v v 18 1.6 %
Post-combustion v o
PM controls 13 L1%
and v v 9
SO, controls 4 0.4%
v v 3 0.2 %
v v 2 0.2 %
v v v 1 0.1%
v v
Post-combustion 12 10%
PM controls Vs 11 09 %
and
NO, controls v 1 0.1%
v 6 0.5 %
Post-combustion v v v 4 0.4 %
PM controls,
S0, controls, v v v 2 0.2%
and
NO, controls v v v 1 0.1%
v 1 0.1%
Total 1,140 (b) 100 %

(a) Units using hot-side ESP in series with a cold-side ESP. Counted as Amultiple control device combination@ in Table 3-2.
(b) Does not include the three IGCC units.
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Chapter 4
Measurement of Mercury

4.1 Introduction

Accurate measurements of the various forms of Hg present in flue gas from a coal-fired
electric utility boiler are important: to characterize and determine facility and/or fuel-type
absolute emissions, for understanding the behavior of Hg in combustion processes and
combustion configurations, and to evaluate the removal efficiency of control technologies for Hg.
A variety of measurement techniques, both manual and continuous monitoring, are available for
measuring total Hg and select, speciated forms. It isthe latter need and ability that is most
critical to supporting the understanding of Hg behavior and its control.

Because of the importance of these measurements, particularly speciated Hg
measurements, research on Hg measurement techniques and performance is an integral
component of the overall Hg control research strategy. The science of speciated Hg
measurements from coal-fired electric utility boilers has only recently been investigated, with the
majority of research on the subject occurring within the last 5 years. This research has examined
the devel opment and performance of both manual and continuous emission monitor
measurements. Much of this work began with examining and understanding measurement
performance under very controlled and simplistic conditions, primarily through the use of
blended gases in alaboratory setting. This afforded the ability to investigate specific
measurement variables and issuesindividually. Based on this knowledge, experimentation
expanded to pilot-scale combustion systems where gases/Hg species of interest could be doped
into the combustion system, and measurement performance characterized. Though still
simplistic, this approach results in a measurement environment that more closely represents real -
world measurement scenarios. Ultimately, investigations moved to pilot-scale coal combustion
test units, and finally to full-scale, field applications. At each step, the measurement compl exity
increases. The complexities associated with the combustion of different coa types, relative
amounts of coal combustion emissions (e.g., SOx, NOx, HCl, Cl,, PM), and pollution control
device availabiljl.ity and configuration all have an impact on the ability to perform quality Hg
measurements.

The purpose of this chapter isto provide an understanding of the principles, applications,
and limitations of Hg measurement methodol ogies, particularly with respect to understanding
and interpreting the Part 111 EPA ICR data. This chapter also serves to introduce principles and



issues related to Hg CEMs and their use as a valuable research tool. The following sections
provide a summary of the approaches and state-of-the art of manual and continuous emission
measurement methods and issues associated with performing Hg measurements from coal-fired
electric utility boilers.

4.2 Manual Methodsfor Hg M easurements

Manual methods are well established ijJr measuring tota Hg emissions from a variety of
combustion sources. The EPA Method 101A™and Method 29 * were devel oped to measure total
Hg emissions (particul ate phase and gas phase) from combustion sources such as sewage sludge
incinerators and municipal waste combustors. These reference methods were devel oped and
used to support total Hg regulatory needs. A reference method for speciated Hg measurement
does not exist, essentially because there are no regulations requiring speciated Hg emissions
measurements. However, avalid, accepted methodology was needed to characterize the
emissions from coal-fired electric utility power plants to better the contribution from this
category as well as potential risk. The Ontario-Hydro Method™ (called the OH Method in this
report) presently is the method of choice for measuring Hg species in the flue gas from coal-fired
electric utility plants. This method has been submitted to the American Society for Testing and
Materials (ASTM) for acceptance as a standard reference method ] The Hg emission data
collected for the Part 111 EPA 1CR were measured using the OH Method.

Generally, all sampling trains consist of the same sampling components: a nozzle and
probe operated isokinetically for extracting a representative sample from the stack or duct, afilter
to collect particulate matter, and aliquid solution and/or reagent to capture gas-phase Hg. After
sampling, the filter and sorption media are prepared and analyzed for Hg in alaboratory.

Figure 4-1 shows a diagram of the sampling train used for the OH Method.

Severa of the manual methods, including the OH Method, being devel oped for speciated
Hg measurements from combustion sources have been adapted/modified from accepted test
methods for measuring total Hg. Measurement of total Hg is based on the concept that all forms
of gaseous Hg can be captured with a strong oxidizing solution such as potassium permanganate.
The speciation is accomplished relying on the solubility and insolubility of the gaseous Hg
species. To speciate gaseous Hg into the oxidized Hg (Hg**) and elemental Hg (Hg®) forms,
multiple solutions/reagents are used. The Hg*" form is considered to be readily solublein
aqueous solutions, while HgP is essentially insolubl e.EI When the agueous solutions are
positioned immediately after the filter, the Hg*" is captured and the Hg passes through to the
oxidizing solution where it is then captured. These solutions are analyzed separately to
determine the distribution of oxidized and Hg® within the sampling train. Table 4-1 presentsa
comparison of the different manual test methods, their configuration, and the solutions used that
have been investigated for measuring speciated Hg.

The OH Method, along with the other test methods listed in Table 4-1, were thoroughly
evaluated to determine their appropriateness for performing speciated Hg measurements from
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Table 4-1. Summary of selected manual test methods evaluated for measurement of Hg in combustion gases.

Sampling Train Configuration

Impinger Configuration

Manual (number of impingers - impinger set solution) Analytical
Test
Method
Method Front-half collection Back-half collection
First Set Second Set Third Set
(PM and Hg,) (gaseous Hg)

EPA Method 29 glass fiber filter impinger solutions 2 HNO,-H,0, 1dry 2 H,S0O,-KMnO, CVAA®

EPA Method 101A ° glass fiber filter impinger solutions 3 H,SO,-KMnO, none used none used CVAA

EPA NES:Z?S 1018 glass fiber filter impinger solutions 2 deionized water 1 HNO,-H,0, 2 H,S0,-KMnO, CVAA

Ontario-Hydro Method glass fiber filter impinger solutions 3 KCI 1 HNO,-H,0, 3 H,S0,-KMnO, CVAA

Tris-Buffer Method glass fiber filter impinger solutions 2 tris solution © 2 H,S0,-KMnO, none used CVAA
MESA Method glass wool * sorbent beds 2 KCl-soda lime 2 iodated carbon none used CVAFS ¢

co0ooTw

. Test method developed and validated by EPA for measuring Hg emissions from chlor-alkali plants.
. CVAA = Cold-vapor atomic absorption.

Tris solution is tris(hydroxymethyl) aminomethane in a solution of ethylenediaminetetracetic acid in water.

collect and quantitate particulate matter.
CVAFS = Cold-vapor atomic fluorescence spectrometry.

. Glass wool is only used to trap particulate matter and prevent its carry-over to the sorbent beds. The glass fiber filter in the other test methods is used to




coal-fired combustion sources.f[] The University of North Dakota, Energy and Environmental
Research Center (UND/EERC) performed a thorough, parametric evaluation of these methods
under avariety of laboratory and pilot-scale test conditions, including the combustion of
multiple, representative coal varieties. A detailed presentation of these tests and their results are
contained in two comprehensive reports.Eﬁ

Initial experimental work focused on EPA Method 29. These results indicated that
Method 29 exhibited speciation measurement biases under some conditions. The testing
expanded to include the Mercury Speciation Adsorption (MESA) Method, Tris-Buffer Method,
draft EPA Method 101B, and OH Method[] Pilot-scale coal combustion experiments were then
performed in conjunction with the dynamic spiking of Hg® or mercuric chloride into the duct at
various locations within the post-combustion facility. Samples by the respective methods were
collected at sampling locations both upstream and downstream of particulate control systems.
These tests were used to isolate the most appropriate methods for further, more definitive testing.

It was during the initial dynamic Hg spiking tests that effects from fly ash on the quality
of speciated measurements were observed. Speciated Hg measurements using the OH Method
and Tris-Buffer Method where the gas sampling and dynamic spiking of Hg® took place at the
inlet and outlet of the PM control device indicated that significant oxidation of the Hg® occurred
as aresult of reactivity with the coal fly ash (see Figures 4-2 and 4-3).

The effects of PM on Hg speciation can be significant, particularly at sampling locations
upstream of PM control devices. The flue gas upstream of a PM control device contains a high
concentration of PM (relative to flue gas downstream of a PM control device). When sampling
takes place upstream of a PM control device, the sampling train filter has the potential to collect
a high loading of fly ash (due to the high concentration of PM in the flue gas). The speciated Hg
measurement can be biased in two ways. The fly ash on the filter can adsorb gaseous Hg from
the flue gas asit passes through the filter. Reactive fly ashes can also oxidize gaseous Hg’
entering the filter. When adsorption and/or oxidation occur across thefilter, they alter the
distribution of total Hg and/or gaseous Hg measured. For example, if particles on the filter
adsorb gaseous Hg, the filter will contain a greater amount of Hg, than if no adsorption had taken
place; in this case, the sampling-train method will overestimate the amount of Hg, in the flue gas
and underestimate the gaseous Hg, thus, the total distribution of Hg will be altered.
Alternatively, fly ash on the filter can oxidize gaseous Hg° to Hg** (without adsorption)
overestimating the amount of Hg?" in the flue gas. Thus, the distribution of gaseous Hg will be
altered. Therates of these transformations are dependent on the properties of the coal and
resulting fly ash, the amount of fly ash, the temperature, the flue gas composition, and the
sampling duration. Asaresult, the magnitude of these biases varies significantly and cannot be
uniformly assessed. It isfor thisreason, that ICR measurements performed at the inlet of PM
control systems possess a large degree of uncertainty. A more detailed discussion of the
implications of fly ash speciation biases on the ICR datais presented in Chapter 6.

A final series of pilot-scale tests were conducted to more definitively evaluate the two
most promising methods identified as aresult of the initial dynamic spiking experiments
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discussed above.[Both Draft EPA Method 101B and the OH Method were selected for formal

EPA Method 301 validation testing. Method 301 is EPA’s accepted guidance for validation of
source testing methodol ogi es.6[|For these validation tests, all sampling and dynamic spiking of
HgP and HgCl, into a flue gas stream were performed at the outlet of the high efficiency fabric
filter (FF), while burning ablend of Ohio No. 5 and Ohio No. 6 coals.lI]VaIidation testing was
not performed at the PM control device inlet location.

A summary of the Method 301 validation resultsis shown in Table 4-2. The tests
verified that both the OH Method and the draft EPA Method 101B achieved acceptable
performance as defined by Method 301." The precision of the OH Method for total gaseous Hg
was determined to be less than 11 percent relative standard deviation (RSD) for Hg
concentrations greater than 3 pg/Nm?® and less than 34 percent RSD for Hg concentrations less
than 3 pg/Nm°. These values were within the acceptable range, based on the criteria established
in EPA Method 301 (less than 50 percent RSD). In all cases, the laboratory bias for these tests
based on a calculated correction factor was not statistically significant, though some oxidation
(less than 15 percent) of the Hg” spike was observed even when spiking and sampling was done
at the outlet of the fabric filter. The draft EPA Method 101B also met Method 301 validation
requirements, though it did not perform as well asthe OH Method.! Asaresult, the OH Method
was selected as the most appropriate method for Hg speciation measurements in coal
combustion gases]

Final approval by the ASTM of the OH Method as an international test procedureis still
pending as of the date of thisreport. The OH Method, in its current draft form, is available from
the EPA Office of Air Quality Planning and Standards (OA QPS) Emission Measurement Center
(EM C).EI The draft version of the OH Method submitted to ASTM states that the method is
applicable for sampling elemental, oxidized, and particle-bound Hg at the inlet and outlet of
emission control devices and is suitable for measuring Hg concentrations ranging from
approximately 0.5 to 100 ug/Nm3.[| M easurement sensitivity/detection levels can be extremely
important where control technology performance is being determined in relatively low Hg coal
content applications.

In summary, while several manual methods for Hg speciating measurements exist, the
OH Method is the most thoroughly examined and accepted of these methods, and has met EPA
Method 301 validation requirements. Application to air pollution control device inlet locations
should be considered with caution due to the known catalytic and sorptive effects of certain coal
fly ash PM. These measurement artifacts do not affect the use of the OH Method for total Hg
measurements.

4.3 Continuous Emission Monitorsfor Hg Measurements
Continuous emission monitors (CEMs) are preferable for multiple reasons to using

manual methods for measuring Hg. A CEM is capable of providing areal-time or near-real-time
response for Hg measurements. A CEM can be used to obtain continuous Hg measurements
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Table 4-2. Results from EPA Method 301 evaluation tests for the Ontario-Hydro
Method (sources: References [t]and [4).

) Total Vapor-Phase Hg Oxidized Hg Elemental Hg

Ontario-

Hydro

Method * Mean®, | Standard | RSD", Mean®, | Standard | RSD, Mean’, | Standard| RSD,

pg/Nm’® | Deviation % pg/Nm’® | Deviation % Hg/Nm® | Deviation %
Baseline 23.35 2.05 8.79 21.24 2.13 10.02 2.11 0.65 30.69
o

(1g% Eg‘j','\l‘ﬁjz) 38.89 2.00 5.13 23.32 2.08 8.94 15.57 1.09 6.97
HgCl. Spik

91, SPIKE |45 88 2.67 6.23 40.22 2.87 7.14 2.66 0.89 33.31
(19.9 pg/Nm’)

a. The correction factor in all cases was not statistically significant and is not shown.
b. For each mean result, there were 12 replicate samples (four quad trains).

c. RSD = Relative standard deviation.




over long periodsin time. Conversely, manua methods are capable of only infrequent
“snapshot” Hg measurements over time. Asaresult, CEMs are able to distinguish the magnitude
and duration of short-term emission characteristics as well as perform long-term emission
measurements to truly characterize a process s temporal emissions. Again, manua methods are
not capable of performing these functions. It isfor these reasons that Hg CEMs are extremely
valuable tool s supporting the understanding and control of Hg emissions from coal-fired electric
utility power plants. This section discusses the state-of-the-art of using CEMs for Hg
measurements and the associated measurement issues.

In general, Hg CEMs are arelatively new and yet unproven technology. Although CEMs
that measure total Hg only are used to support regulatory applicationsin several European
countries, the use of these CEMsislimifed. Several total Hg CEMs are available commercially
and are primarily of European origin.~ "~ In the United States., Hg CEMs have been limited to
research applications with respect to coal-fired combustion emissions monitoring. Aswith the
manual methods, CEM s capable of Hg speciation measurement are of the most value to
supporting research on the characterization and control of Hg emissions from coal-fired electric
utility boilers. The speciating Hg CEMs currently available should be considered prototypes.

The CEMs being developed for measuring Hg are similar to most other types of CEMs
used for combustion processes in that the combustion gas sample typically must be extracted
from the stack and then transferred to the analyzer for detection. However, continuous Hg
monitoring is complicated by the fact that Hg existsin different forms (i.e., Hg’, Hg?*, and Hgp)
and that quantitative transport of all these formsis difficult.

Typically, Hg CEMs measure (i.e., detect) only Hg’. These CEMs measure total Hg
through the use of a conversion system that converts (reduces) the gaseous non-elemental or Hg**
forms to Hg” for detection. Mercuric chloride is considered to be the primary oxidizeg form of
Hg, though recent research suggests that other oxidized forms of Hg do indeed exist.

Although particul ate-bound Hg can aso be reduced to the gaseous elemental form, particulate
sample delivery issues make thisimpractical. Asaresult, for most commercialy available
CEMSs, the total Hg measured is in fact total gaseous Hg (TGM).

The conversion of gaseous, non-HgP is commonly accomplished using a liquid reducing
agent (e.g., stannous chloride). Thistechniqueisleast preferable, though more established. The
use of wet chemical reagentsis considered to be alimitation to Hg CEM use. The wet chemicals
typically possess corrosive properties and require frequent replenishment. The spent reagents
may possess hazardous properties that result in waste disposal concerns. In addition, the
reducing ability of reagents such as stannous chloride can be affected by high levels of SOZ.IIII

In addition to the more established wet chemistry conversion methods, dry conversion
methods are also available. These techniques use high temperature catalysts or thermal reduction
units to not only convert non-HgP, but also condition the sample for analysis by removing
selective interferants. This approach does much to minimize the size of the conversion system as
well as maintenance requirements. However, these systems have not been well characterized for
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coal combustion gas Hg measurement applications.

Because the particulate form is difficult to transfer and is also often a measurement
interferant, the particulate is typically filtered out and Hg, remains unmeasured. This could
potentially impart a negative bias to the total Hg measurements. This bias could be further
amplified as certain types of particulate may actually capture gas-phase Hg. This may not be a
significant issue for sources where Hg,, is not present in appreciable quantities, but may be a
significant issue for high particul ate-emitting sources (e.g., sources with minimal PM control) or
in cases where the Hg measurements are conducted upstream of PM control devices. Therefore,
the capability of a CEM to measure Hg;, is important and should not be ignored.

Similarly, there are known complications with the quantitative transfer of mercuric
chloride.” Mercuric chloride (HgCl,) iswater soluble and reactive with many surfaces. Losses
due to adsorption are the magjor concern. As aresult, recent emphasis has been placed on
locating the non-HgP conversion systems as close as possible to the source so that the elemental
form is transferred from the source to the detection unit instead of transporting the oxidized
formslong distances.

In general, Hg CEMss can be distinguished by their Hg measurement detection principle.
Detection systems include: cold-vapor atomic absorption spectrometry (CVAAS); cold-vapor
atomic fluorescence spectrometry (CVAFS); in-situ ultraviolet differeqtial optical absorption
spectroscopy (UVDOAYS); and atomic emission spectrometry (AES).

The mgjority of Hg CEM systems employ CVAAS or CVAFS as the detection technique.
These detection techniques are susceptible to measurement interferences resulting from the
presence of common combustion process emissions. Gases such as NOy, SO,, HCI, and Cl, can
act as measurement interferants as well as degrade the performance of concentrating devices
(e.0., gold amalgams). As such, conditioning systems and/or techniques that remove or negate
the effects of these interfering gases prior to sample delivery to the detector are required. The
SO, isamajor spectral interferant with most CVAA detection systems. The effects of SO, are
commonly negated through the use of agold trap. The sample gasis directed through a gold
trap, where the Hg amalgams with the gold surface. Once the trap isloaded, it is heated and
flushed with a SO,-free carrier gasto the detector. The trapping also serves to improve
measurement sensitivity by concentrating the sample. A trapping deviceisrequired of CVAFS
systems to achieve optimum sensitivity; not because of the concentrating aspect, but because the
carrier gas will enable maximum sensitivity. Oxygen and nitrogen have spectral quenching
effects that suppress measurement sensitivity. Conditioning of the sample gas prior to reaching
the gold trap is often required. HCl and NOy in combination can poison the gold surface,
preventing amalgamation with the Hg. Removal of both or either of these constituentsis
required.

An alternative to the Hg” measurement approach is AES. With this technique, the Hg is

ionized by a high-energy source (e.g., plasma) and the emission energy detected. The advantage
to thistechniqueisthat all forms of Hg, including particul ate-bound Hg, are capable of being
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ionized and detected. Although thistechnology is not quite as developed, another major
advantage of AES isthat the ionization source and detector can be located directly at the source,
avoiding sample delivery issues. In addition, AESis not as susceptible to spectral interferences
from common flue gas constituents.

Speciated Hg measurements are important to characterize combustion process emissions
and evaluate Hg control strategies. While there are no commercialy available CEMs that
directly measure the various speciated forms of Hg, several total gaseous Hg CEMSs, both
commercia and prototype, have been enhanced to indirectly measure speciated Hg (the elemental
and oxidized forms) by determining the difference between Hg’and total gaseous Hg. This
difference is recognized as the oxidized form. Separate Hg measurements are made before and
after the conversion step in order to calculate the oxidized form. Thisindirect speciation method
isreferred to as “ speciation by difference.” Based on the current understanding that the oxidized
species of primary interest is mercuric chloride and that mercuric chloride is the dominant form
of oxidized Hg present, the “speciation by difference” technique is considered an acceptable
approach to obtaining speciated Hg measurements.

A key to performing the speciated Hg measurement is being able to perform reliable Hg°
measurements. The Hg?* must be removed without adding to the true amount of Hg®in the
sampled gas stream. Thisis often accomplished using aliquid reagent to remove the water-
soluble Hg?*. These reagents also may serve to neutralize the effects of measurement
interferants. The greatest concern isthe reliability of the speciated Hg measurement.
Measurement artifacts exist that bias the speciation, primarily by over-reporting the level of the
oxidized species. The largest cause of this bias comes from the reactivity of certain types of PM
(asdiscussed in Section 4.2). The PM may possess catal ytic properties whereby, at the
conditions of Hg CEM PM filtering environments, HgP can be oxidized across the PM surface.
Thisisnot an issue from a TGM measurement standpoint (unless transport of oxidized Hgisan
issue). However, it may have major implications when measuring Hg in gas streams possessing
high PM loadings. Thisbiasis minimized in low PM loading gas streams, consistent with Hg
measurements downstream of PM control devices. Another potentialy significant source of
speciated Hg measurement bias takes place in the liquid phase. In combustion gases where Cl, is
present, under certain conditions the Cl, may react in the liquid phase to oxidize Hg".** Thereis
evidence that this problem can be mitigated.

As stated previously, the current, primary application of Hg CEMsis as aresearch
tool/process monitor. Speciating Hg CEMs are integral to the DOE/EPA/EPRI Hg control
technology development and evaluation research program. These Hg CEMs are used to
characterize existing Hg emissions and distributions, including control technology performance.
More importantly, these speciating Hg CEMs are used to better understand and optimize
potential Hg control technologies so that absolute emissions can be established through OH
sampling. Ultimately, it is desired to accept the quality and performance of Hg CEMs and
measurements data so as to replace the reliance on OH measurements. Several pilot-scale and
field tests have been performed specifically to evaluate and determine the measurement
performance of both total and speciating Hg CEMSs.
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Severa tests have been conducted specifically to evaluate total Hg CEMs as a compliance
assurancetool. Thefirst such test, sponsored by the EPA Office of Solid Waste (OSW),
evaluated the performance of three H%‘rEM sto measure total Hg emissions from a cement kiln
that burned hazardous waste as a fuel.** Measurement performance was evaluated following the
proposed “Performance Specification 12 -- Specifications and Test Procedures for Total
Mercury Continuous Monitoring Systemsin Sationary Sources’ (PS-12).™= At the time, thiswas
arelatively new test procedure and had yet to be implemented. In fact, the guidance called for
HgPand HgCl, gas standards that had yet to be developed and proven. The tests were only
marginally successful. None of the Hg CEMs tested met the performance test requirements.
Based on the test results, the EPA/OSW concluded that Hg CEM s should not be considered as a
compliance tool for hazardous waste combustors.™  In retrospect, the harshness of the cement
kiln's exhaust gas stream was concluded as a major cause of the test program’ s lack of
success.®™® The cement kiln chosen for the EPA/OSW Hg CEM testing was not equipped with
acid gas controls and had relatively high PM loading, resulting in severe interferences and
operational difficulties for the CEMs.

The DOE Mixed Waste Focus Area (MWFA) has sponsored several tests determining the
meawremﬁ[gerformance of asingle total Hg CEM under hazardous waste incineration
conditions. M easurement performance was also evaluated following PS 12. These tests
demonstrated not only Hg CEM performance, but aso that additional elements of the PS 12 test
procedures could be implemented. A prototype Hg” compressed gas standard was used for the
first time. While these tests have been relatively successful, they are still limited in scope and
application.

The EPA’s Environmental Technology Verification (ETV) Program, in collaboration
with the NRMRL, has completed testing of four commercially available Hg CEMs from three
vendors using the unique capabilities of NRMRL’ s pilot-scale combustion test facility. These
tests examined the measurement performance of both total and speciated Hg CEMs under two
distinct and diverse combustion conditions. Coal and chlorinated waste combustion conditions
were simulated. These verification tests used PS 12 as guidance, but also considered specific
measurement issues of interest and innovative approaches that better examined theseissues. The
pilot-scal e tests were unique in that specific measurement issues were investigated as variables.
The pilot-scale combustion facility enabled independent control of Hg concentration and species.
As aresult, the total Hg measurement could be challenged by the distribution of oxidized and
HgP. Interference flue gas constituents were also independently examined. The ETV testing
made use of several new quality assurance and quality control (QA/QC) tools. Newly developed
Hg® compressed gas standards were used to determine Hg CEM calibration drift and system bias.
Asaresult, not only were Hg CEM s evaluated, but aso improved techniques for evaluating Hg
CEMs were demonstrated. Performance data for the participating Hg CEMs are not yet
available.

The UND/EERC has evaluated the performance of Hg CEMs during field tests at eight

different coal-fired electric utility power plants representing facilities that burn lignite,
subbituminous coal, or bituminous coal. A variety of air pollution control devicesand
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configurations were encountered, including ESPs, FFs, wet FGD scrubbers, spray dryer
absorbers, and venturi scrubbers. For these tests, the Hg CEMs evaluated demonstrated the
ability to measure total gaseous Hg within +20 percent of the OH Method measurements. The
field-testing also examined the measurement performance of severa Hg CEMs at low stack Hg
emissions levels. These tests demonstrated a distinct advantage of the AF-based systems over
the AA-based system (see Figure 4-4). Below concentrations of 5 pg/m°, the AA-based systems
exhibited higher signal to noiseratios. At these concentrations, the AF-based systems are a
better choice.

The EPA/OAQPS/EMC has recently initiated a study to determine the measurement
performance of two commercially available total Hg CEMs at a coal-fired electric utility power
plant. Measurements of performance will be recorded to determine potential monitoring
applications based on measurement performance achieved. Data from this study, and future
studies of Hg CEM measurement performance at additional source categories, should aid in the
future crafting of a performance specification for application of total Hg CEMsto avariety of
different Hg emission source categories.

Performance testing of Hg CEMs has focused primarily on total Hg CEMs; total Hg
CEMs are the most widely available commercially. However, with respect to the development
and evaluation of Hg control technologies for coal-fired electric utility power plants, the most
urgent need is for a speciating Hg monitor. As stated previously, the primary use of speciating
Hg CEMs s as aresearch tool though application as a process monitor is also appealing. Of
those speciating Hg CEMs in use, most are commercialy available total or Hg” CEMs modified
for use as a speciating Hg CEM. Very few speciating Hg CEMs are available commercially.
The major distinction among speciating Hg CEMs s not the analyzer or detection principle, but
the approach for managing potential interferants and method for converting oxidized forms of Hg
to the detectable, elemental form.

Performance testing of speciating Hg CEMs to support Hg control technology research
has also been performed under pilot- and field-scale operations and research continuesin this
area. Work performed by the UND/EERC has a so focused on the research and development of
speciating Hg CEMSss, particularly the development and evaluation of pretreatment/conversion
systems that can be used with multiple, commercially available Hg CEMs. The EERC has used
speciating Hg CEM s to support field measurement activities in conjunction with OH Method
measurements. Figure 4-5 compares the measurement performance of several speciating Hg
CEMsto OH Method measurements made during testing at a coal-fired electric utility power
plant.

A key to assessing measurement performance and validating measurement data quality is
the devel opment Quality Assurance/Quality Control (QA/QC) tools such as elemental and
oxidized Hg gas standards. The tools are needed for instrument calibration, continuing
calibration or drift checks, and system bias checks. The EPA/ORD has been activein the
development of both elemental and HgCl, gas standards. A commercial compressed gas standard
for Hg” has been evaluated for stability and accuracy. While the stability of the Hg” compressed
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Figure 4-4. Comparison of total Hg results for CEMs at low Hg levels.

(Reprinted from "State-of-the-Art of Mercury Continuous Emission Monitors for Coal-Fired Systems."
Conference on Air Quality Il Mercury, Trace Elements, and Particulate Matter, McLean, VA, September
2000, by D. L. Laudal and N. B. French, with permission of the University of North Dakota Energy &
Environmental Research Center as copyright owner.)
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Figure 4-5. Comparison of Hg speciation results for CEMs at low Hg levels.
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gas standard has been confirmed, techniques for establishing the standard’ s true concentration
have not. Asaresult, quantitative use of the standard islimited. Similarly, acceptance of a
HgCl, standard is valuable: this standard is used to assess Hg conversion system effectiveness as
well as overall sampling system delivery efficiency and reactivity, parameters not challenged by
an Hg” gas standard. Thisis particularly relevant in measurement applications where oxidized
Hg may be the predominant Hg form present. Moreover, several Hg CEMs vendors have
developed QA/QC capabilities to perform their own instrument calibration drift and system bias
checks from internal Hg” gas sources. These capabilities are needed for routine daily operational
performance verification.

In summary, Hg CEMs are currently the tool of choice for evaluating the performance of
candidate Hg control technologies. Asdifferent control technologies are evaluated, the
associated measurement issues are encountered and addressed. M easurement issues are primarily
associated with the oxidized Hg conversion systems as well as particulate bias effects,
particularly at pollution control device inlet measurement locations. Both wet chemistry and dry
conversion/conditioning systems are used to support these control technology research programs.
It is the conversion/conditioning system that requires the most attention during operation of Hg
CEM systems. It isalso thisfrequent need for attention that limits their application to short
measurement intervals. Asaresult, consideration as a compliance assurance tool is hindered.
Clearly, in order to function as a dedicated process monitor and/or compliance tool, additional
research is needed to develop and/or evaluate more reliable and less labor intensive Hg
conversion/sample conditioning systems. These objectives are likely to be furthered as a result
of control technology demonstration and evaluation activities.

4.4 Summary, Conclusions, and Recommendations

Valid and reliable Hg measurements, by either manual methods or using CEMs, are
critical to the characterization and future reduction of Hg emissions from coal-fired electric
utility power plants. Although these measurement techniques are tools that support a larger
research objective, the quality, applicability, and specificity of these measurements directly
impact the ability to conduct Hg emission control research. Measurement techniques that
determine both the Hg?* and HgP gaseous forms of Hg are preferred over those techniques that
can measure only total gaseous Hg. Conversely, speciated Hg measurement techniques are more
complex and more susceptible to measurement biases. Although viable measurement techniques
exist and measurement performance has been demonstrated for certain measurement situations,
acceptable measurement techniques are not available to meet all measurement needs. Additional
research and development is still needed to enable quality measurements from all necessary
measurement environments.

The OH Method is the only manual method that is currently recognized in the United

States for speciated Hg measurements in coal combustion gases. The OH Method appears to
provide valid speciation results at sampling locations downstream of PM control devicesin
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which most of the fly ash has been removed from the gas stream. However, measurements made
upstream of PM control devices are susceptible to measurement artifacts that bias the
measurements of the different Hg species causing potential uncertainty in results. However,
these artifacts do not affect the measurement of total Hg.

A limited number of both private prototype and commercial Hg CEMs are available for
the measurement of total gas-phase Hg and to alesser extent, speciated gas-phase Hg. Because
of the diversity and severity of associated measurement environments, numerous measurement
obstacles exist (e.g., PM artifacts, interferences, conversion systems, sample
conditioning/delivery) that have not been adequately addressed, particularly with respect to
speciated measurements. While Hg CEM s are used being used as atool by researchers, these
devices are not yet suitable for routine Hg monitoring applications at coa-fired electric utility
power plants. Asaresearch tool, Hg CEMs are suitable for short-term measurement needs.
However, the technology has not advanced to the extent that acceptable, long-term measurement
performance has been demonstrated. This must be accomplished for Hg CEMs to be considered
suitable for any purpose beyond use as aresearch tool. The primary obstacle is the lack of
sampl e conditioning/conversion systems suitable for long-term, minimal attention operation.

Improved methods for the sampling and analysis are critical to support the development
of Hg emission control technologies, for use for Hg monitoring and control (process control), and
for potential use as compliance tools. Specifically, research is needed to:

1. Develop improved sample conditioning/conversion systems (particularly dry, non-wet
chemical) capable of long-term, minimal maintenance, operation,

2. Develop and demonstrate improved Hg CEM measurement techniques that address
known and potential measurement obstacles (e.g., PM artifacts, interferences/biases,
conversion systems, sample conditioning/delivery),

3. Develop accepted QA/QC tools (e.g., elemental and oxidized Hg gas standards) for
validating instrument performance and data quality,

4. Develop and verify amanual test method suitable for measuring total and speciated
Hg at sampling locations upstream of PM control devices,

5. Develop and verify amanual test method (e.g., modified OH Method) that can
simultaneously measure speciated Hg and other trace metals,

6. Develop and demonstrate measurement techniques that are capable of directly

identifying and quantifying trace levels of individual ionic species of Hg [e.g., HQCl,
HgCl, HgS, HgSO,, Hg (NO3) 2],
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7. Veify the ability of Hg CEMs to accurately measure total gas-phase Hg and speciated
gas-phase Hg at diverse stack conditions representative of fuel type and pollution
control device configurations (e.g., downstream of PM control devices and wet FGD
scrubbers),

8. Verify the ability of Hg CEMsto accurately measure total gas-phase Hg and speciated
gas-phase Hg at measurement locations upstream of PM control devices,

9. Demonstrate Hg CEM long-term monitoring performance, including operational
requirements,

10. Identify and evaluate alternative, cost-effective semi-continuous methods for
measuring the stack emission of total Hg, and

11. Demonstrate the use of Hg CEMs and semi-continuous monitoring methods as
potential Hg emission compliance tools.
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Chapter 5
Mercury Speciation and Capture

5.1 Introduction

The source of Hg emissions from coal-fired electric utility boilersisthe Hg that naturally
existsin coal and is released during the combustion process. As discussed in Chapter 2, the Hg
content of acoal varies by coal type and where it ismined. When the coal isburned in an
electric utility boiler, most of the Hg bound in the coal is released into the combustion product
gases. This chapter provides an introduction to Hg chemistry and behavior of Hg as it leaves the
combustion zone of the furnace and passes in the flue gas through the downstream boiler
sections, air heater, and air pollution control devices. Recent research on Hg chemistry in coal-
fired electric utility boiler flue gas is summarized.

5.2 General Behavior of Mercury in Coal-fired Electric Utility Boilers

The majority of Hg in coal exists as sulfur-bound compounds and compounds associated
with the organic fraction in coal. Small amounts of elemental Hg may also be present in the
coal. Figure5-1 presents asimplified schematic of the coal combustion process. The primary
products of coal combustion are carbon dioxide (CO,) and water (H2O). In addition, as
discussed in Chapter 3, significant quantities of the pollutants sulfur dioxide (SO,) and nitrogen
oxides (NOy) are also formed. When the coal isburned in an electric utility boiler, the resulting
high combustion temperatures in the vicinity of 1,500 °C (2,700 °F) vaporize the Hg in the coa
to form gaseous elemental Hg. Subsequent cooling of the combustion gases and interaction of
the gaseous elemental Hg with other combustion products result in a portion of the Hg being
converted to other forms.

There are three basic forms of Hg in the flue gas from a coal-fired electric utility boiler:
(1) elementa Hg (represented by the symbol Hg” in this report); (2) compounds of oxidized Hg
(collectively represented by the symbol Hg®* in this report); and (3) particle-bound mercury
(represented by the symbol Hg, in thisreport). Oxidized mercury compounds in the flue gas
from a coal-fired electric utility boiler may include mercury chloride (HgCl,), mercury oxide
(HgO), and mercury sulfate (HgSO,). Some researchers refer to oxidized mercury compounds
collectively asionic mercury. Thisis because, while oxidized mercury compounds may not exist
as mercuric ions in the boiler flue gas, these compounds are measured as ionic mercury by the
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speciation test method used to measure oxidized Hg (discussed in Chapter 4). Similarly,
particle-bound Hg is referred to as particulate mercury by some researchers. The term particle-
bound mercury isthe preferred and is used in this report to emphasize that the mercury is bound
to asolid particle.

The term speciation is used to denote the relative amounts of these three forms of Hgin
the flue gas of the boiler. At present, speciation of Hg in the flue gas from a coal-fired electric
utility is not well understood. A number of laboratory and field studies have been conducted, or
are ongoing, to improve the understanding of the transformation of Hg” to the other Hg formsin
the flue gas downstream of the boiler furnace. Data obtained to date indicate that combinations
of site-specific factors affect the speciation of Hg in the flue gas. These factors include:

» Type and properties of the coal burned.

» Combustion conditionsin the boiler furnace.
 Boailer flue gas temperature profile.

 Boiler flue gas composition.

 Boiler fly ash properties.

* Post-combustion flue gas cleaning technol ogies used.

The current understanding of the mechanisms by which Hg® transforms to Hg** and Hg,
in the flue gas from coal-fired electric utility boilersis discussed in subsequent sections of this
chapter. It isimportant to understand how Hg speciates in the boiler flue gas because the overall
effectiveness of different control strategies for capturing Hg often depends on the concentrations
of the different forms of Hg present in the boiler flue gas. Thistopic will be discussed in detall
in Chapters 6 and 7.

5.3 Speciation of Mercury

As mentioned above, high temperatures generated by combustion in the boiler furnace
vaporize Hgin the coal. The resulting gaseous HgP exiting the furnace combustion zone can
undergo subsequent oxidation in the flue gas by several mechanisms. The predominant oxidized
Hg speciesin boiler flue gasesis believed to be HgCl,. Other possible oxidized species may
include HgO, HgSO,, and mercuric nitrate monohydrate Hg(NOs),*H,O. The potential
mechanisms for oxidation of Hg® in the boiler flue gas include:

» Gas-phase oxidation.
* Fly ash mediated oxidation.
» Oxidation by post-combustion NOy controls.

Each of these oxidation mechanismsis discussed in the following sections.
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5.3.1 Gas-phase Oxidation

As mentioned above, Hg in coa is believed to completely vaporize and convert into
gaseous Hg” in the combustion zone of aboiler system. As gaseous HgP travels with the flue gas
in the boailer, it can undergo gas-phase oxidation to form gaseous Hg**, most of which is believed
to be HgCl, Recent research® has speculated that the major gas-phase reaction pathway to form
gaseous HgCl, is the reaction of gaseous Hg® with gaseous atomic chlorine (Cl). The latter is
formed when chlorine in coal vaporizes during combustion.

At the furnace exit, the temperature of the flue gasistypically in the vicinity of 1400 °C
(2552 °F). Theflue gas cools asit passes through the heat exchanging equipment in the post-
combustion region. At the outlet of the air heater (the last section of heat exchanging
equipment), the temperature of the flue gas ranges from 127 to 327 °C (261 to 621°F). Chemical
equilibrium calculations predict that gas-phase oxidation of Hg® to Hg** starts at about 677 °C
(1251 °F) and is essentially complete by 427 °C (801 °F). Based on these results, Hg should exist
entirely as Hg?* downstream of the air heater. However, flue-gas measurements of Hg at air
heater outlets indicate that gaseous HgC is still present at this location, and that Hg?* ranges from
5 to 95 percent of the gas-phase Hg. These data suggest that, due to kinetic limitations, the
oxidation of Hg” does not reach completion.

As mentioned previously, gas-phase oxidation of Hg® is believed to take place via
reaction with gaseous Cl. At furnace flame temperatures, a major portion of the chlorine in the
coal exists as gaseous chlorine atoms, but as gas cools in post-combustion, the chlorine atoms
combine to form primarily hydrogen chloride (HCI) and minor amounts of molecular chlorine
(Cl,). Therapid decreasein Cl concentration results in "quenched" Hg®* concentrations
corresponding to equilibrium values around 527 °C (981 °F).

Figures 5-2 and 5-3 show predicted distributions of Hg speciesin coal-fired electric
utility flue gas as a function of flue gas temperature. The predicted distributions are based on
equilibrium calculations of gas-phase oxidation of Hg® in flue gas from the combustion of a
bituminous coal * and a subbituminous coal 2, respectively. Figure 5-2 shows that 80 percent of
gaseous Hg is oxidized to HgCl, by 527 °C (981°F). Figure 5-3 indicates no oxidation of Hg at
or above 527 °C (981°F). As mentioned above, the gas-phase oxidation of Hg" is believed to be
kinetically limited, proceeding only to equilibrium levels around 527 °C (981 °F).

The difference in the equilibrium oxidation levels at 527 °C (800 K) in Figures 5-2 and
5-3isattributed to the different chlorine levelsin the model coals used in the calculations. The
calculated datain Figure 5-2 are based on a bituminous coal with arelatively high chlorine
concentration of several hundred parts per million by weight (ppmw). In contrast, the calcul ated
datain Figure 5-3 are based on a typical western subbituminous coal with arelatively low
chlorine content of 26 ppmw. Research indicates that coals with relatively high chlorine
contents tend to produce more Hg* than coals with relatively low chlorine contents.’
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In addition to being kinetically limited by CI concentration, recent research conducted at
EPA has found that gas-phase oxidation of HgC is also inhibited by the presence of SO, and
water vapor.* As shown in Figure 5-1, SO, and water vapor are constituents in the flue gas from
coal-fired electric utility boilers. Figure 5-4 shows results from bench-scal e experiments
examining the effects of SO, and water vapor on the oxidation of gaseous Hg®. These
experiments were carried out using a ssimulated flue gas containing a base composition of 40
parts per million by volume (ppmv) Hg®, 5 mole % carbon dioxide (CO,), 2 mole % oxygen (O5),
and a balance of nitrogen (N>); the temperature of the flue gas was 754 °C (1,389 °F). The
effects of SO,, water vapor, and HC| were studied by adding these constituents to the base flue
gas. HCI was added to the ssimulated flue gas at three concentrations typical of coal combustion
flue gas (50, 100, and 200 ppmv); SO, and water vapor were added with the HCI at 500 ppmv
and 1.7 mole %, respectively.

As shown in Figure 5-4, the oxidation of Hg® was inhibited by the presence of SO, and
water vapor. HCl is not believed to react directly with Hg® to cause its oxidation (achlorinating
agent such as atomic chlorine or Cl, is needed). HCI may produce trace quantities of the
chlorinating agent in the flue gas. It is speculated that SO, and water vapor may inhibit gas-
phase oxidation of Hg” by scavenging the chlorinating agent.

In addition to experimental studies, research has also been reported on the devel opment
of akinetic model that is used to better understand the reaction mechanism involved in gas-phase
Hg oxidation. A detailed chemical kinetics model using a chemical mechanism consisting of 60
reactions and 21 chemical species was developed recently to predict Hg speciation in combustion
flue gas.® The speciation model accounts for the chlorination and oxidation of key flue gas
components, including HgP. The performance of the model is very sensitive to temperature. For
low reaction temperatures (< 630 °C), the model produced only trace amounts of Cl and Cl, from
HCI, leading to a drastic under-prediction of Hg chlorination compared with experimental data.
For higher reaction temperatures, model predictions were in good accord with experimental data.
For conditions that produce an excess of Cl and Cl, relative to Hg, chlorination of Hg is
determined by the competing influences of theinitiation step, Hg + Cl — HgCI, and the
recombination reaction, 2Cl — Cl,. If the Cl recombination is faster, Hg chlorination will
eventually be determined by the slower pathway Hg + Cl, — HgCl..

Another attempt has been made to formulate an elementary reaction mechanism for gas-
phase Hg oxidation.® The proposed eight-step Hg oxidation mechanism quantitatively describes
the reported extents of Hg oxidation for broad ranges of HCI and temperature. In the proposed
mechanism, Hg is oxidized by a Cl atom recycle process, and, therefore, the concentrations of
both Cl and Cl, are important. Once apool of Cl atomsis established, HgC is first oxidized by Cl
into HgCI, which, in turn, is oxidized by Cl, into HgCl,. The second step regenerates Cl atoms.
Since the concentrations of Hg species are small in coal combustion flue gases, independent
reactions establish and sustain the pool of Cl atoms. The pool is governed by the chemistries of
moist CO oxidation, Cl species transformations, and nitrogen oxide (NO) production. The model
predictions show that O, weakly promotes homogeneous Hg oxidation, whereas moistureis a
strong inhibitor asit inhibits the decomposition of HCI to Cl,. NO wasidentified as an effective
inhibitor for Hg oxidation through its effect on reducing the concentration of hydroxyl (OH)
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in the flue gas. The formation of HOCI from OH and Cl is essential for the oxidation of Hg,
which oxidizes HgCl into HgCl, and OH. The élimination of OH via OH+NO+M = HONO+M
is believed to inhibit Hg oxidation.

5.3.2 Fly Ash Mediated Oxidation

In fabric filtration, flue gas penetrates a layer of fly ash asit passes through the filtering
unit. Theintimate contact between the flue gas and the fly ash on the filter provides an
opportunity for the latter to oxidize some of the incoming gaseous Hg”. However, this
phenomenon does not occur across ESPs because the flue gas does not pass through a collected
layer of fly ash (see Chapter 3 for a description of the operation of FFs and ESPs).

Certain fly ashes have been shown to promote oxidation of Hg® across a FF more actively
than others. For example, fly ashes from bituminous coals tend to oxidize HgP at higher rates
than fly ashes from subbituminous coals and lignite. Differencesin oxidation appear to be
attributable to the composition of the fly ash, the presence of certain flue gas constituents, and
the operating conditions of FFs.

Bench-scal e tests were conducted at EPA to investigate the effects of fly ash composition
and flue gas parameters on the oxidation of gaseous Hg”.*"  In these experiments, asimul ated
flue gas containing Hg® (and other species) was passed through a fixed bed of simulated or actual
coal fly ash, and oxidation of Hg® was measured across the reactor. Experimental results
indicated two possible reaction pathways for fly-ash-mediated oxidation of Hg®. One possible
pathway is the oxidation of gaseous HgP by fly ash in the presence of HCI, and the other isthe
oxidation of gaseous HgP by fly ash in the presence of NOyx. The research also reflected that the
iron content of the ash appeared to play a key rolein oxidation of Hg®. This EPA research is
described in the ensuing paragraphs.

Coal fly ash isamixture of metal oxides found in both crystalline and amorphous forms.
Glasses are common ash constituents, composed primarily of the oxides of silicon and aluminum
(known as auminosilicate glasses) that can contain a significant amount of cations such asiron,
sodium, potassium, calcium, and magnesium. Iron oxide (in the form of magnetite or hematite)
isalso as commonly found in ash as calcium oxide and calcium sulfate. In the presence of
sufficiently high flue-gas concentrations of HCI or Cl,, metallic oxidesin fly ash may be
converted to metal chlorides such as cuprous chloride (CuCl). Three-component model fly ashes
were prepared by adding Fe,O3 or CuO at various weights to a base mixture of Al,O3; and SIO..
An additional three-component fly ash was prepared by adding CuCl to a base mixture of Al,O3
and SIO,. Municipa waste combustion fly ashes contain significant amounts of copper
compared to coa combustion fly ashes that contain only trace levels of copper. Modé fly ashes
were prepared and tested in order to understand the effect of differencesin copper content on the
oxidation of Hg®. Four-component fly ashes were prepared by adding various weights of CaO,
and Fe,O3 or CuO to abase mixture of Al,O3; and SIO,. Actual coal fly ashes were obtained
from the combustion of three different coals (two subbituminous and one bituminous) from a
pilot-size, pulverized-coal-fired furnace.
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Model flue gas compositions were simulated to represent the temperature and
composition of coal-fired electric utility flue gas asit entersa FF. The temperature of coal
combustion flue gas as it enters a FF typically ranges from 150 °C (302 °F) to 250 °C (482 °F).
Potentially important flue gas species (in terms of HgP oxidation) include chlorine (primarily in
the form of HCI at FF temperatures), NOx (primarily in the form of NO at FF temperatures), SO,
and water vapor. The base flue gas consisted of 40 ppbv Hg’, 2 mole % O,, 5 mole % CO,, and
the balance N, at atemperature of 250 °C (482 °F). HCI (50 ppmv), NO (200 ppmv), SO,

(500 ppmv), and/or water vapor (1.7 mole %) were added to the base gas to determine their
effect on oxidation. About 10 percent of NO, (10 ppmv) was measured when 200 ppmv of NO
was added to the base flue gas which contains 2 mole % of O,. The mixture of NO and NO; in
flue gasisreferred to collectively as NOx. Table 5-1 shows the simulated and actual fly ashes
and simulated flue gas tested.

Oxidation Behavior of Model Fly Ashes. HCI and NOx were identified as the active
components in flue gases for the oxidation of Hg®. NOx were more active than HCI. Cupric oxide
(CuO) and ferric oxide (Fe,O3) were identified as the active components in model fly ashes for
Hg® oxidation. In the presence of NOy, inert components of model fly ashes such as alumina
(A1,05) and silica (SiO.) appeared to become active in oxidation of Hg". Steady-state oxidation
of Hg® promoted by the four-component model fly ashes (containing calcium oxide, CaO) was
reached at much slower rates compared to those obtained using the three-component mode! fly
ashes that contained no CaO (Figures 5-5 and 5-6). The partial removal of gas-phase HCI by
Ca0 in the CaO-containing model fly ashes may have reduced the available chlorinating agent
and resulted in slower oxidation of Hg’.

Oxidation Behavior of Actual Coal Fly Ashes. Asshown in Table 5-1, the Blacksville fly
ash (derived from a bituminous coal) completely oxidized HgP in the presence of NO (base +
NO), but showed little oxidation in the presence of HCI (base + HCl).” The Comanche fly ash
(derived from a subbituminous coal) did not oxidize Hg® in the presence of NO or HCI. The
Absaloka coal (derived from a subbituminous coal) showed 30 to 35 percent oxidation of HgC in
the presence of NO, but no oxidation in the presence of HCI. It is believed that the high
reactivity of the Blacksville coal in NO isrelated to itsrelatively high Fe,Oz concentration (22
percent); this observation isin agreement to that seen for the high iron (approximately 14
percent) three- and four-component model fly ashes.

More tests were conducted recently at EPA on actual fly ash samples with different coal
ranks and iron contents in order to get a better understanding of the effects of iron in coal fly
ashes on speciation of Hg. 8 It was observed that one subbituminous (3.7 percent iron) and three
lignite coal fly ash (1.5 to 5.0 percent iron) samples tested with low iron content did not oxidize
Hg® in the presence of NO and HCI. However, a bituminous coal fly ash sample (Vamont
Station) with alow iron content (2.3 percent iron) completely oxidized Hg” in the presence of
NO and HCI. It was also found that, upon adding Fe,Os to the low iron content subbituminous
and lignite fly ash samples to reach an iron content similar to that of the Blacksville sample,
significant Hg® oxidation reactivity was measured (33 to 40 percent oxidation of HgP) for these
iron-doped samples.
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Table 5-1. Percent oxidation of Hg° by simulated and actual coal-fired electric
utility boiler fly ash (source: Reference 4).

% Oxidation of Hg® by fly ash
. Base
Fly Ash Composition Base + Base
(by weight percentages) Base® Base + HCl Base +NO
+HCI | HCI, ' +NO '
SO SO, SO,
2 H,O
2-Component Model Fly Ash
22% ALO, + 78% SiO, ° 0 39 4
5-Component Model Fly Ashes
19% Al,O,, + 67% SiO, + 14% Fe,O, 0 92 88 54 93 80
22% ALO, + 77% SiO, + 1% Fe,O, 67 43 37 48 26
22% ALO, + 78% SiO, + 0.1% Fe,O, 15 11 3
22% ALO, + 77% SiO, + 1% CuO 93 89 84 70 16
22% AlLO, + 78% SiO, + 0.1% CuO 92 86 63 35 3
22% ALO, + 72% SiO, + 7% CaO 0 0 13 14 0.86 13
22% ALO, + 78% SiO, + 0.1% CuCl 87 77 23
4-Component Model Fly Ashes
21% ALO, + 71% SiO,, + 1% CuO + 7% CaO 91 82 43
18% ALO,, + 63% SiO, + 13% Fe,O, + 6% CaO 87 93 49
Actual Fly Ash Samples
Blacksville coal fly ash (bituminous) 6 100
22% Fe,0O,, 6% CaO
Comanche coal fly ash (subbituminous) 0 0
5% Fe,O,, 32% CaO
Absaloka coal fly ash (subbituminous) 30-35
4% Fe,O,, 24% CaO

(a) Base gas consisted of 40 ppbv Hg’, 2 mole% O,, 5 mole% CO,, and balance N, at a temperature of 523 K.
HCI, NO, SO,, and water vapor were added to the base gas in the following concentrations 50 ppmv, 200
ppmv, 200 ppmv, and 1.7 mole%, respectively.

(b) Blank cells mean test not conducted.
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The physical, chemical, and carbon properties of the Blacksville and Vamont samples
were also characterized. It was found that the two fly ash samples have different unburned
carbon contents (3.4 percent for Vamont and 16.8 percent for Blacksville). Based on this
finding, it appears that iron content may not be the only ash-related factor that affects the Hg®
oxidation reactivity of bituminous coal fly ashes. The effect of physical properties, such as
surface area, and the effects of chemical properties, such as sodium content and alkalinity, in the
fly ash may also determine the propensity of different fly ashesto oxidize Hg in flue gas.

Research for obtaining a better understanding of the roles of NOx and Fe,Osin the
heterogeneous oxidation of Hg” was reported recently by UND/EERC.® In UND/EERC's
reported research, the effects of NOx and hematite (a-Fe,O3) on Hg transformations were studied
by injecting them into actual coal combustion flue gases produced from burning bituminous
(Blacksville), subbituminous (Absaloka), and lignite (Falkirk) coalsin a 7-kW combustion
system. It was found that the Blacksville fly ash has high Fe,O5; content (12.1 percent), and the
Absaloka and Falkirk fly ashes have significantly lower Fe,O3 contents (4.5 and 7.9 percent,
respectively). Portions of the Fe,Os3 in Blacksville and Falkirk fly ashes are present as
maghemite (y-Fe>Os3), and a portion of the Fe,O3 in Absaloka fly ash is present as hematite (a-
Fe,0s). Theflue gas generated from the combustion of Blacksville coal contained Hg?* as the
predominant Hg species (77 percent), whereas Absoloka and Falkirk flue gases contained
predominantly HgP (84 and 78 percent, respectively). Injections of NO, (80 to 190 ppm) at 440
to 880 °C and a-Fe,O3 (6 and 15 percent) at 450 °C into Absoloka and Falkirk coal combustion
flue gases did not change Hg speciation. The UND/EERC researchers suggested that the lack of
transformation from Hg” to Hg?" in the 7-kW combustion system was possibly due to
components of either Absoloka and Falkirk coal combustion flue gases, or their fly ashes,
inhibiting the a-Fe,O5 catal yzed heterogeneous oxidation of Hg® by NOy. The researchers also
believed that an abundance of Hg** in Blacksville coal combustion flue gas and y-Fe;Os in the
corresponding fly ash, and the inertness of injected a-Fe,Os with respect to heterogeneous Hg’
oxidation in Absoloka and Falkirk flue gases, are indications that y-Fe,O; rather than a-Fe,O3
catalyzes Hg®* formation.

A study of the role of fly ash in the speciation of Hg in coal combustion flue gases was
reported by lowa State University.® In this study, bench-scale |aboratory tests were performed
in asimulated flue gas stream using two fly ash samples obtained from the ESPs of two full-
scale coal-fired el ectric utility boilers. One fly ash was derived from burning awestern
subbituminous coal (Powder River Basin) while the other was derived from an eastern
bituminous coal (Blacksville). Each of the two samples was separated into three subsamples
with particle sizes greater than 10, 3, and 1 um using three cyclones. The amount of sample
collected in these three size ranges was 85 to 90 percent, 10 to15 percent, and 1 percent of the
total ash, respectively. Only the two largest sized subsamples were tested for Hg® oxidation
reactivity. The Blacksville sample was aso separated into strongly magnetic (20 percent),
weakly magnetic (34 percent), and nonmagnetic (46 percent) fractions using a hand magnet for
testing Hg® oxidation reactivity of the individual fractions. Since magnetism of the fly ash
samplesis contributed mainly by iron oxides in the samples, the iron oxide content of the
magnetically separated samplesisin the following order: strongly magnetic > weakly magnetic >
nonmagnetic. The low iron content PRB fly ash is nonmagnetic and was not magnetically
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separated for testing. Scanning el ectron microscopy with energy-dispersive x-ray analysis
(SEM-EDX) was used to examine the surface morphology and chemical composition of the fly
ash samples. X-ray diffraction (XRD) was also used to examine the mineralogical composition
of the whole and fractionated fly ash samples. XRD identifies only crystalline components of
the samples. Thisisimportant since coal combustion fly ashestypically contain a considerably
amount of glassy, amorphous material.

It was observed that, although the fly ashes tested were chemically and mineralogically
different, there were no large differences in the catal ytic potential for oxidizing Hg®.'° The
Blacksville fly ash tended to show somewhat more catal ytic reactivity (16 to 19 percent Hg®
oxidation) than the PRB fly ash (4 to 10 percent Hg” oxidation). The researchers of this project
suggested that the difference in reactivity could be due largely to the larger surface area (3.4
m?/g) of the Blacksville fly ash compared to that (1.5 m?g) of the PRB fly ash. It was found
from the SEM-EDX analyses that the iron-rich (highly magnetic) phasesin the greater than 10
pum size fraction of the Blacksville sample contained about 25 percent (atomic) Fe, 10 percent
each of Al and Si, 2 percent Ca, and lesser amounts of Na, S, K, and Ti. The nonmagnetic
Blacksville fly ash fraction in the greater than 10 um size range contained only 4 percent Fe, 10
percent Al, 20 percent Si, and lesser amounts of Na, S, K, and Ti. For the PRB fly ash (all
nonmagnetic), both the greater than 10 um and greater than 3 um fractions contained about 3
percent Fe, 10- 20 percent Al and Si, about 10 percent Ca, and 2 percent or lessof Mg, S, K, and
Ti. The XRD results showed that the whole Blacksville ash contained primarily quartz (SIOy),
mullite (3A1,0322Si0,), magnetite (Fes0,4), hematite (Fe;,O3), and atrace of lime (CaO). The
PRB fly ash contained mostly quartz and lesser amounts of lime, periclase (MgO), and calcium
aluminum oxide (CasAl,O¢). NO magnetite or hematite was found in thisash. It isinteresting to
note that the nonmagnetic fractions actually showed substantially higher amounts of oxidized Hg
than the magnetic fractions. The reported test results of this study indicated that the nonmagnetic
fraction resulted in 24 percent of the Hg being oxidized, while 3 percent of the Hg oxidized when
using the magnetic ash. It has been suspected that the magnetic (iron-rich) fraction in fly ash
would be more catal ytic than the nonmagnetic (aluminosilicate-rich) fraction because of its
mineralogy (predominantly iron oxides), and possibly because the magnetic phase tends to be
enriched in transition metal's that could also serve as Hg” oxidation catalysts. However, under
the experimental conditions employed in this study, the test results do not support this. It was
found that the surface area of the nonmagnetic fraction is about four times that of the magnetic
fraction. From this study it appears that surface areais a dominant factor in determining the
ash’s Hg” oxidation reactivity.

Because major differences were not observed with the two fly ashes, a set of tests
involving afull factorial design was conducted using only the Blacksville fly ash in order to
apply statistical techniques for identifying the important factorsin determining Hg® oxidation.™
The statistical analysis results indicated that the composition of the simulated flue gas used in the
tests and whether or not ash was present in the gas stream were the two most important factors.
The presence of HCI, NO, NO,, and SO, and all two-way gas interactions of the four gases listed
above were found statistically significant for Hg® oxidation. The HCI, NO,, and SO, appeared to
contribute to Hg® oxidation, while the presence of NO appeared to suppress Hg® oxidation. NO,
was found to be the most important of the four reactive gases tested; next were HCl and NO.
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However, the effect of NO depended on whether NO, was present. Although the presence of
NO, was statistically significant as a main factor, it was found more important in its interactions
with other gas components. Based on the statistical analysis results, the researchers of this
project concluded that the interactions of flue gases with fly ash to cause Hg® oxidation are
extremely complex, and the difficulty in understanding the Hg chemistry in coal combustion flue
gasesisnot surprising. It isnoted that the EPA study showed significant Hg oxidation reactivity
of the Blacksville ash, while studies at UND/EERC and lowa State University show little Hg
oxidation reactivity of Blacksville ash. Since the ash samples used in the above studies were
generated at three different plant operating conditions, these conditions may play an important
role in contributing to the reactivity of the ashes.

5.3.3 Oxidation by Post-combustion NOx Controls

There are indications that post-combustion NOx controls SCR and SNCR may oxidize
some of the Hg in the flue gas of a coal-fired electric utility boiler. The research on thisissueis
ongoing. For current understanding of this subject, the reader isreferred to Chapter 6.

5.3.4 Potential Role of Deposits, Fly Ash, and Sorbents on Mercury Speciation

Gaseous Hg (both Hg® and Hg?*) can be adsorbed by the solid particles in the coal-fired
electric utility boiler flue gas. Adsorption isthe phenomenon where a vapor molecule in agas
stream contacts the surface of a solid particle and is held there by attractive forces between the
vapor molecule and the solid. Solid particles are present in all coal-fired electric utility boiler
flue gas as aresult of the ash that is generated during combustion of the coal. Ash that exits the
furnace with the flue gasis called fly ash. Other types of solid particles may be introduced into
the flue gas stream (e.g., lime, powdered activated carbon) for pollutant emission control. Both
types of particles may adsorb gaseous Hg in the boiler flue gas. This section addresses the
adsorption of gaseous Hg by fly ash. Adsorption of Hg by sorbent particles introduced into the
flue gas stream and subsequently captured in a downstream PM control device isdiscussed in
Chapter 6 as related to specific control technologies that may be implemented to increase overall
Hg removal from the boiler flue gas.

Gaseous Hg can be adsorbed by fly ash in the flue gas (sometimes called "in-flight"
adsorption). In-flight adsorption of gaseous Hg by fly ash occurs in the post-combustion region
where the flue gas contains its highest concentration of fly ash (i.e., prior to the first PM control
device). Thetype of coa from which afly ash originates appears to strongly influence its ability
to adsorb Hg. Pilot-scale! and field data*? have indicated that fly ashes from subbituminous
coals (specifically, those from the Powder River Basin in Wyoming) adsorb more gaseous Hg
than fly ash from lignite and bituminous coals. Test data show 30 percent in-flight adsorption of
gaseous Hg by fly ashes from boilers burning these subbituminous coals compared to 10 to 20
percent adsorption by the fly ashes from boilers burning lignite or bituminous coals. It has been
suggested that the measured removals of Hg by fly ash can be inflated based on the sampling
method, but in most cases are below 15 percent. General trends indicate that in-flight field
capture of Hg from combustion of subbituminous coals is higher than from combustion of
bituminous coals.*®
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The carbon content of fly ash is another parameter that may influence adsorption of
gaseous Hg (the carbon in fly ash is unburned coal). Conditions that result in increased amounts
of carbon in fly ash tend to increase the amount and subsequent capture of particle-bound Hg.
Hg has been found to concentrate in the carbon-rich fraction of fly ash.***> For similar coals,
both laboratory *® and pilot- and large-scale data™* have shown a positive correlation between
adsorption of gas-phase Hg and carbon content in fly ash. A research project conducted at full-
scale coal-fired el ectric utility boilersin Colorado indicates that certain fly ashes adsorb
significant levels of Hg from flue gas. Chapter 7 describes the methodology and results of this
study in detail. Many of these fly ashes have carbon content greater than 7 percent, but one low-
carbon content fly ash has also been identified. This research project and the possibility of using
fly ash re-injection for Hg control is discussed in Chapter 6.

Gaseous Hg also can be adsorbed by fly ash collected on the surface of a FF. InaFF,
thereis contact of gaseous Hg in the flue gas with the collected layer of fly ash on the FF bags as
the gases flow through the FF. Pilot-scale tests of alow-carbon fly ash (less than 0.5 percent
carbon) showed that the fly ash adsorbed 65 percent of the gaseous Hg® entering a FF; the data
indicate that fly ash properties other than just carbon content may affect adsorption. The tested
fly ash was produced from the combustion of a subbituminous coal from the Powder River Basin
in Wyoming. Western subbituminous coals generally contain high concentrations of CaO and
tend to adsorb high levels of Hg". At thistime, the mechanisms by which these Western coals
adsorb HgP are not known; however, the CaO content may be afactor. It hasbeen shownina
pilot-scale study that combustion of western coals tends to produce relatively high particle-bound
Hg emissions.”

5.4 Captureof Mercury by Sorbent Injection

Mercury can be captured and removed from aflue gas stream by injection of a sorbent
into the exhaust stream with subsequent collection in aPM control device such as an electrostatic
precipitator or afabric filter. Theimplementation of thistype of Hg control strategy requires the
development, characterization, and evaluation of low-cost and efficient Hg sorbents.
Experimental methods for characterization and evaluation are presented below. Further, efforts
to develop better sorbents, with greater capacity and lower cost, are al so discussed.

5.4.1 Sorbent Characterization

Sorbents are characterized by their physical and chemical properties. The most common
physical characterization is surface area. Theinterior of a sorbent particleishighly porous. The
surface area of sorbents is determined using the Brunauer, Emmett, and Teller (BET) method of
N, adsorption.® Nitrogen is adsorbed at the normal boiling point of —195.8 °C and the surface
areais determined based on mono-molecular coverage. Surface areas of sorbents range from 5
m?/g for Ca-based sorbents to over 2000 m?/g for highly porous activated carbons. Mercury
capture often increases with increasing surface area of the sorbent. However, recent research*°
has suggested that pore surface areain the micropores is more important than the total surface
areafor the removal of part per billion concentrations of Hg from coal combustion flue gases.
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Particle size distribution is another physical characteristic that is used to describe
sorbents. Activated carbons that are used for Hg control are powdered with a size on the order of
44 um or less. Particle sizeis measured using sieves or a scanning electron microscope (SEM).
Generally, the smaller the particle size of an activated carbon, the better the access to the surface
area and the faster the rate of adsorption kinetics. Careful consideration of particle size
distribution can provide significant operating benefits, both in fabric filter applications, where
pressure drop must be considered, and in ESP (or duct injection) applications, where mass
transfer limitations in the short residence time mean that adsorption is afunction of sorbent
particle size.

Determination of the pore size distribution of an activated carbon is an extremely useful
way of understanding the performance characteristics of the material. Pore sizes are based on the
diameter of the pore and are categorized using the following IUPAC conventions: micropores
<2 nm, mesopores 2-50 nm, and macropores >50 nm. Micropore volume can be estimated from
CO, adsorption at 273 K using the Dubinin-Radushkevich (DR) equation. Total pore volume
can be determined using N, adsorption.

Some of the chemical properties of activated carbons that influence Hg capture include
sulfur content, iodine content, chlorine content, and water content. Functional groups of a
sorbent have been shown to play an important role in adsorption behavior. Many carbon-oxygen
functional groups have been identified in activated carbon including carbonyl, carboxyl, quinone,
lactones, and phenol groups. Many methods have been used to study the functional groups
present in carbonaceous materials including neutralization of bases, direct analysis of the oxide
layer by chemical reaction, infrared spectroscopy, and x-ray photoel ectron spectroscopy. For
example, specific surface oxygen functiona groups can be estimated by using the data measured
from the base titration based on the following assumptions. NaHCOs titrates carboxyl groups;
NaOH titrates carboxyl, lactone, and phenol groups; CO, is a decomposition product of carboxyl
and lactone groups; and CO is a decomposition product of phenol and carbony!l groups.®® The
NaOH and HCI titration values can estimate the acidity and basicity of a carbon, respectively.

5.4.2 Experimental Methods Used in Sorbent Evaluation

In order to evaluate the performance of a specific Hg sorbent, several types of
experimental reactorsare used. The first step istesting in a bench-scale reactor system, which
may be a fixed-bed, entrained-flow, or afluidized-bed system. Sorbents that perform well in
bench-scale tests are then tested in a pil ot-scale system and may eventually be tested in afull-
scale system. These systems are discussed below.

5.4.2.1 Bench-scale Reactors

Bench-scal e reactors are the smallest category of reactors, hence the term *bench-scale.”
There are several types of bench-scale reactors that are used to evaluate Hg sorbents. The first
type that will be discussed is a fixed-bed or packed-bed system. Thistype of reactor simulates
Hg® capture that would occur in a FF. Another type of bench-scale reactor is an entrained-flow
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reactor, which simulates in-flight capture of Hg® upstream of an ESP. It isimportant to highlight
the mgjor differences between these two reactors as shown in Table 5-2.

Fixed-bed Reactor. A schematic of the experimental apparatus used by EPA to study the
capture of Hg” and HgCl, is shown in Figure 5-7. A detailed description of the apparatus can be
found elsewhere.? In this system the Hg vapor generated is carried into a manifold by a nitrogen
stream where it is mixed with SO,, HCI, CO,, O,, and water vapor (as required by each
particular experiment). The sorbent to be studied (approximately 0.02 g diluted with 2 g inert
glass beads; bed length of approximately 2 cm) is placed in the reactor and maintained at the
desired bed temperature by atemperature controller. A furnace kept at 850 °C is placed
downstream of the reactor to convert any Hg** (asin HgCl.) to Hg’. According to
thermodynamic predictions, the only Hg species that exists at this temperature is Hg®.?? Quality
control experiments, in the absence of HCI in the simulated flue gas, also showed that all the
HgCl, could be recovered as Hg® across this furnace. The presence of the furnace enables
detection of non-adsorbed HgCl, as Hg” by the on-line ultraviolet (UV) HgP analyzer, thus
providing actual, continuous Hg® or HgCl, capture data by the fixed bed of sorbent. The UV Hg°
analyzer used in this system responds to SO, aswell as Hg". Signal effects due to SO, are
corrected by placing an on-line SO, analyzer (UV) downstream of the Hg® analyzer and
subtracting the measured SO, signal from the total response of the Hg analyzer; the SO, analyzer
isincapable of responding to Hg in the concentration range generally used.

In each test, the fixed bed is exposed to the Hg-laden gas for 7 hours or until 100 percent
breakthrough (saturation) is achieved (whichever comesfirst). During this period the exit
concentration of Hg is continuously monitored. The instantaneous removal of Hg” or HgCl., at
any time (t) is obtained as follows:

Instantaneous removal at timet (%) = 100* [ (mercury)in-(mercury)out] /(mercury)in.

The specific anount of Hg uptake (g, cumulative removal up to timet; weight Hg
species/weight sorbent) is determined by integrating and evaluating the area under the removal
curves. Selected experiments conducted using this experimental setup have been run in duplicate
and indicated a range of +10% about the mean in the experimental results. It was found that
differences in equilibrium Hg*/HgCl, capacities, at 200-300 mg/Nm? inlet concentration, are
statistically significant if the Hg®/HgCl, capacities are at |east + 10 percent different from one
another.

Entrained-flow Reactor. An example of a bench-scale entrained-flow reactor % is shown
in Figure 5-8. This EPA reactor is constructed of quartz and is 310.5 cm long with an inside
diameter of 4 cm. Three gas-sampling ports are located along the length of the reactor and are
labeled SP1, SP2, and SP3. The reactor is heated with three Lindberg, 3-zone el ectric furnaces
in series. The baseline HgP concentration is measured in the absence of activated carbon using
an ultraviolet (UV) analyzer (Buck Scientific, model 400A). Once the baseline is established,
activated carbon is fed into the top of the reactor using afluidized-bed feeder (0.2-0.5 std.
L/min). The gas-phase Hg® concentration is then measured at one of the sample ports by pulling
agas sample (0.5 std. L/min) through a 1 um filter to remove any particles, then through a

5-19



Table 5-2. Comparison of bench-scale fixed-bed with entrained-flow reactors.

Test Condition

Fixed-Bed Reactor

Entrained-Flow Reactor

Simulation of capture in

Fabric filter

Upstream of an ESP

Sorbent exposure

Minutes/Hours/Days

Less than 4 seconds

Sorbent evaluation based on

Breakthrough or uptake capacity

Reactivity
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reducing furnace to convert any oxidized Hg to Hg’. The reduction method is described
elsewhere. 2! After the reducing furnace, the gasis dried using a Nafion” gas sample dryer
(PermaPure, Inc.) and isfinally sent to aBuck analyzer.

Initial tests are conducted using nitrogen (N) as the carrier gas with later tests performed
in aflue gas from amethane flame. Inthe N, carrier gastests, industrial grade N (1 std. L/min)
flows over a Hg® permeation tube that is housed in a permeation oven (VICI Medtronic’s, model
190) to generate a Hg"-laden gas stream. The N»/Hg" stream is diluted with a second N, stream
(12 std. L/min) to the desired concentration before entering the top of the reactor. Other gases
(SO2, NOx, O, water vapor) can be blended into the N, carrier gas in the mixing manifold.

A fluidized-bed feeder is used to inject sorbent into the reactor. Aninletlineof N, is
used to fluidize and carry the activated carbon to the reactor. The carbon feed rate is adjusted by
varying the amount of N (0.2 to 0.5 std. L/min) entering the feeder.

Because the UV analyzer used to detect HgP is sensitive to particles, afilter is used to
remove any carbon that may have been carried with the gas. Tests have been conducted to
determine if carbon particles accumulate on the filter, as thiswould act like a packed bed and the
reactor’s removal of Hg® would be a combination of in-flight and filter (packed-bed) capture. In
these tests, activated carbon was injected in the absence of HgP, and a gas sample was pulled
through the filter. After 1 minute, Hg® was added to the gas stream to see if therewas alagin
the time it takes for the baseline to return. The results were the same as for a blank filter,
suggesting that the filter does not have an effect on the results.

Thetotal flow through the reactor istypically 13 std. L/min, which gives residence times
of 5.2, 11.5, and 17.7 s at ports SP1, SP2, and SP3, respectively. The velocity of the particles
through the reactor is assumed to be the same as that of the gas flow since the terminal velocity
of the particlesis smaller than the velocity of the gas through the reactor by afactor of 3.

Fluidized-bed Reactor. Another type of bench-scale reactor that is used to evaluate
sorbents is a fluidized-bed reactor, > shown in Figure 5-9. The advantage of this type of reactor
is the extended contact time between the sorbent and the Hg-laden gas. Bench-scale Hg removal
tests can be performed on a fluidized-bed reactor apparatus. In atypical experiment, an
Hg/NO/SO, mixture, nitrogen, and dry air are metered through rotameters to produce 12 scfh of
adry simulated flue gas of 300 ppmv NOx, 600 ppmv SO,, 8 percent O,, and varying Hg
concentrations. Thisgasis preheated to reaction temperature (80 °C) and humidified with
vaporized water to an average 10.5 mol % water. The resulting wet simulated flue gasis then
passed through a vertical reactor loaded with fluidized sorbent and sand, and then passed through
afilter to remove any entrained particulate to protect the downstream equipment. The reactor
and filter assembly are housed in an oven maintained at 80 °C. The test stand is equipped with a
bypass of the reactor and filter assembly to allow for bias checks. Sorbent is exposed to
simulated flue gas for 30 minutes. Water is removed from the spent flue gas with aNAFION™
Dryer. Dry gasisthen serially analyzed with Hg, SO,, and NO, continuous emission monitors
(CEMS).
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5.4.2.2 Pilot-scale Systems

Initial design and testing is done in bench-scale reactors. Once the fundamentals of Hg
capture have been tested in a bench-scale system, the next step isto move up to alarger or pilot-
scale system. The main difference between bench- and pilot-scale systemsinvolves testing
sorbents in amore realistic situation involving coal combustion flue gas. Thisgasis generated in
a pilot-scale combustor that contains a FF or ESP for particulate control. An example of thisis
the pilot-scale combustor operated by DOE (see Figure 7-3). This system burns coal at arate of
500 Ib/hr and is equipped with a FF. Sorbents, such as activated carbon, are injected upstream of
the PM control device. Mercury removal is determined by gas-phase sampling upstream of the
sorbent injection point and downstream of the PM control device.

Pilot-scale Hg removal can also be examined using aflue gas dlipstream from a full-scale
unit. An ESP or FF is attached to the dlipstream and tested. A portable FF was devel oped by
EPRI and called a COHPAC (COmpact Hybrid PArticulate Collector) unit. ?® This unit was
tested for Hg removal using activated carbon. The URS Corporation (formerly Radian
International) also developed areactor system that uses a slipstream of actual flue gas withdrawn
from a power plant to evaluate sorbents or catalystsin afixed bed. ?’ It should be noted that the
dlipstream reactor, which uses actual coal combustion flue gas, does not aways produce the
same Hg captive behavior of a sorbent that a similar laboratory system does using smulated flue
gas.?® Itisimportant to perform pilot-scale tests prior to conducting full-scale tests to eliminate
uncertainties and costly redesign of a process. With the data collected in the pilot-scal e studies,
full-scale tests can beinitiated.

5.4.2.3 Full-scale Tests

Most of work to date in Hg control has been done in bench- or pilot-scale systems. These
reduced-scal e systems provide insight into many issues, but cannot fully account for the impacts
that additional control technologies have on plant-wide equipment. Therefore, it is necessary to
scale up and perform full-scale tests to document actual performance in afull-scale boiler. These
tests are based on the results obtained in bench- and pilot-scale tests. Screening testsin bench-
and pilot-scale systems identify sorbents that are effective in capturing Hg. These sorbents are
then tested in afull-scale coal -fired electric utility power plant to determine full-scale
performance.

Each full-scale unit is unique in terms of the pollution control equipment that is present
aswell as the operating conditions. Some of the factors that are evaluated include:

» Type of particulate control equipment that is used (ESP or FF),
» Impact of cake thickness and cleaning frequency in a FF, and

* Removal of Hg by the fly ash in the system. Subbituminous coal ashes have been
shown to be effective in capturing Hg.
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5.4.3 Research on Sorbent Evaluation
5.4.3.1 Sorbent Evaluation Using Enhanced-flow Reactors

A flow reactor was designed to simulate HgP capture through a duct or ESP and to obtain
kinetic rate constants for the adsorption of Hg® onto sorbents. Several researchers have predicted
that, under certain conditions, dispersed-phase capture would be limited by mass transfer. 2
Calculations were performed to determine the required operating conditions to minimize external
mass transfer effectsin the flow reactor, and experimental tests were performed to verify these
caculations. >3 Thefirst test involved changing the diffusion coefficient by changing the gas
in the system from N to helium (He) and to argon (Ar) while holding al other parameters
constant (particle size, residence time, temperature, and Hg® concentration). The diffusion
coefficient increased by an order of magnitude by changing the gas from N, to He. Using a
lignite-based commercially available carbon (Norit FGD) at 100 °C and a HgP concentration of
86 ppb, HgP removal was 6 percent at a carbon to Hg ratio (C:Hg) of 1,500:1 and increased to 30
percent at a C:Hg of 8,000:1. Experimental results were similar when He was used as compared
to N,. If external mass transfer were controlling, then a higher Hg® removal would have been
obtained using He, since the mass transfer coefficient increased.

A second test involved using two commercially available activated carbons, Norit FGD
and Calgon WPL at 100 °C and 124 ppb Hgin dry N,. Removal for the FGD carbon ranged
from 9 percent (C:Hg=2200:1) to 23 percent (C:Hg=6400:1). Removal for the WPL carbon
ranged from 11 percent (C:Hg=340) to 94 percent (C:Hg=5000:1). If dispersed-phase capture in
the flow reactor were film-mass-transfer limited, the two activated carbons would have removed
similar amounts of Hg” at a given C:Hg, assuming each carbon had sufficient HgC capacity.

The flow reactor has been used to examine the effect of temperature, particle size,
residence time, carbon type, and gas composition on Hg® removal .***  The effect of particle
size on Hg” removal for Darco FGD at 100 °C and a Hg” concentration of 86 ppb is shown in
Figure 5-10. Several particle sizes (4-8, >8-16, >16-24, and >24-44 um) were injected into the
flow reactor at C:Hg ratios ranging from 2000 to 11,000:1. The gas was sampled at SP2,
resulting in a gas contact time of 8.4 s. Figure 5-11 shows that greater Hg® removal is achieved
by increasing the feed rate and by decreasing the particle size. At aC:Hg of 5000:1, a5 percent
reduction was obtained with the >24-44 um size fraction as compared to a 20 percent reduction
with the 4-8 um fraction. Thus by using a smaller particle a higher removal can be obtained at a
given C:Hg. Both external and internal mass transfers are dependent on particle size: the effect
of mass transfer increases with an increase in particle size.

5.4.3.2 Sorbent Evaluation Using Packed-bed Reactors

Recent bench-scale studies at the University of North Dakotas Energy and
Environmental Research Center (UND/EERC) have focused on the interactions of gaseous flue
gas constituents on the adsorption capacity of activated carbon for Hg.>* Bench-scale studies
were performed using afixed bed of carbon. The tested carbon was a commercially available
lignite-based activated carbon (LAC) commercially known as Darco FGD™ from Norit
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Americas, Inc. A simulated flue gas containing a nominal concentration of 15 pg/Nm? of
gaseous Hg® was passed through the fixed bed of carbon. In addition to Hg, the baseline test gas
contained 6 percent O,, 12 percent CO,, 8 percent H,0O, and the balance N,. Various flue gas
constituents (SO,, HCI, NO, and NO,) were added individually and in combination to the
baseline test gas to determine the effects of flue gas constituents on Hg adsorption. Temperature
effects were also examined. Table 5-3 shows the various compositions of gas tested.

For each adsorption test, aHg CEM was used to monitor total or elemental Hg.
M easurements were alternated between the inlet and outlet locations of the test bed. For agiven
test, measurements took place primarily at the outlet |ocation; however, occasionally the inlet
location was tested to confirm that a constant concentration of gaseous Hg® was entering the test
bed. For each test, the analyzer was set to measure total gaseous Hg at the outlet; however,
occasionally the analyzer was set to measure only gaseous Hg® at the outlet. The purpose of
measuring only gaseous Hg® at the outlet was to determine if any incoming gaseous Hg® was
being oxidized by carbon in the bed (evident if the concentration of gaseous Hg® in the outlet gas
was less than the concentration of total gaseous Hg in the outlet gas).

For adsorption to take place (assuming attractive forces exist between a particular
gaseous specie and sorbent), the adsorbing specie must have sufficient time to reach the surface
of a sorbent and diffuse into its pores (where most adsorption takes place). If any of the
adsorbing specie in a gas stream passing through afixed bed of sorbent cannot reach the surface
of the sorbent (mainly its pore surfaces), the specie will pass through the bed unadsorbed.
Researchers conducted preliminary tests to show that the gaseous Hg in the test gas had
sufficient time (under the conditions tested) to contact the sorbent and to diffuse into its pores.
Proving this point was important since some of the adsorption tests showed immediate
breakthrough of Hg in the outlet gas. In these cases, immediate breakthrough was not due to
insufficient contact time but rather the carbon's inability to adsorb al of the gaseous mercury.

Figure 5-11 shows an example of the sampling and measurements taken during testing of
the baseline test gas with HCI, NO,, and SO, (as noted in the graph, SO, was added to the
baseline test gas 2.5 hours after the start of the test). Except where noted, the Hg concentrations
in Figure 5-11 are those in the outlet test gas and represent concentrations of total gaseous Hg.
Mercury concentrations in the graph are quantified as a percentage of the inlet concentration of
gaseous Hg®. The percentage of Hg in the outlet test gasis called percent breakthrough. Figure
5-11 indicates that the anal yzer sampled and measured total gaseous Hg in the outlet gas at all
times during testing except at approximately 5.2 hours, at which time the analyzer sampled and
measured Hg in the inlet gas. At approximately 5.15 hours the anal yzer measured gaseous Hg°
instead of total gaseous Hg in the outlet test gas; the drop in the concentration curve at thistime
from approximately 150 percent to zero percent indicates that Hg in the outlet test gas consisted
entirely of gaseous Hg?*. Thus, while only gaseous Hg® was in the test gas entering the carbon
bed, the Hg” was oxidized to Hg?* asit passed through the bed. (Why some of the outlet
concentrations of total gaseous Hg exceeded 100 percent of the inlet Hg concentration for this
run is explained further on in this section.)
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Table 5-3. Composition of test gases to simulate coal combustion flue gas used
for UND/EERC bench-scale study (source: Reference 34).

SO, ppmv HCI ppmv NO ppmv NO, ppmv
Baseline test gas®
0 0 0 0
Baseline test gas plus 1 additional gas
1600 0 0 0
0 50 0 0
0 0 300 0
0 0 0 20
Baseline test gas plus 2 additional gases
1,600 50 0 0
1,600 0 300 0
1,600 0 0 20
0 50 0 20
0 50 300 0
0 0 300 20
Baseline test gas plus 3 additional gases
1,600 50 300 0
1,600 50 0 20
1,600 0 300 20
0 50 300 20
Baseline test gas plus 4 additional gases
1600 50 300 20

(a) Prior to adding SO,, HCI, NO, and/or NO,, the baseline test gas contained 15 pg/nm® of gaseous Hg";

6 percent O,; 12 percent CO,; 8 percent H,O; and the balance N,.
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Figure 5-11. Example of the sampling and measurements taken during testing of
the baseline test gas with HCI, NO,, and SO,. (source: Reference 34).
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Graphs of the adsorption tests with the 15 remaining gasesin Table 5-3 can be found
elsewhere; *2 the cited graphs are similar to Figure 5-11 in that Hg concentrations (primarily
outlet concentrations of total gaseous Hg) are plotted versus the time of the adsorption test.

The following summarizes the detailed test results:

*  When the sorbent was exposed to the baseline gas only, the sorbent initially captured
10 to 20 percent of the incoming gaseous Hg”; the rest of the Hg passed through the
bed (i.e., was not adsorbed).

*  When the sorbent was exposed to SO, in addition to the baseline gas, Hg capture
improved dlightly.

» Under exposure of the sorbent to HCI, NO, or NO, added one at atime to the baseline
gas, the Hg capture of the sorbent improved to 90 to 100 percent.

* An apparently significant interaction between SO, and NO, gases and the sorbent
caused a rapid breakthrough of Hg as well as conversion of the Hg to its volatile
oxidized form. This effect occurred at both 107 and 163 °C (225 and 325 °F) and with
or without the presence of HCI and NO.

* Inthe presence of all four acid gases (SO, HCI, NO, and NO,), rapid breakthrough
and oxidation of the Hg occurred at both 107 and 163 °C (225 and 325 °F). This
suggests that the interactions between the sorbent and NO, and SO, gases produced
poor sorbent performance, which may be amajor effect. Thismay be likely to occur
over avariety of conditionstypical of coal-fired electric utility boilers, and represents
a hurdle that must be overcome to achieve effective Hg control by carbon adsorption.

The UND/EERC is continuing to investigate the interactions of gaseous flue gas
constituents on the adsorption capacity of activated carbon for Hg. In addition, other types of
sorbents are being developed and investigated under similar simulated flue gas conditions. Other
gaseous flue gas constituents are al so being examined to assess their impact on the adsorption of
Hg.

5.4.3.3 Sorbent Evaluation Using Fluidized-bed Reactors

Under DOE:=s Small Business Innovative Research (SBIR) Program, Environmental
Elements Corporation (EEC) has been developing a circulating fluidized bed (CFB)* to promote
agglomeration of fine PM, allowing for its capture in an ESP. In addition, a single injection of
iodide-impregnated activated carbon was added to the fluidized bed to adsorb gaseous Hg. High
residence time, as aresult of particle recirculation, allows for effective utilization of the carbon
and high collection of the fine particles. Laboratory tests with heated air indicate that, with ahigh
density of fly ash at a4-second residence time within the bed, fine particle emissions are reduced
by an order of magnitude.
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Results from the laboratory-scale testing indicate that spiked gaseous Hg” was
significantly reduced when passed through the fluidized bed of fly ash (50 percent Hg removed)
with afurther reduction to essentially zero, when activated carbon was injected into the bed
(25 pg/m? to zero) at 110 °C (230 °F). Theiodide-impregnated activated carbon was fully
utilized after greater than 2 hours within the bed. An adsorption capacity was calculated to be
770 pg/g for the carbon and 480 pg/g for the bed of ash. Other field tests were conducted at
Public Service Electric and Gas Mercer Station with similar results.®*

5.5 Sorbent Development

The implementation of an effective and efficient Hg control strategy using sorbent
injection requires the development of low-cost and efficient Hg sorbents. Of the known Hg
sorbents, activated carbon and cal cium-based sorbents have been the most actively studied.
However, improved versions of these sorbents and new classes of Hg sorbents can be expected,
asthisis till avery active field.

5.5.1 Powdered Activated Carbons

Activated carbons have been extensively studied for their Hg capture capability.
Activated carbon is the reference sorbent for Hg control in municipal waste combustors. Many
factors may affect the adsorptive capability of the activated carbon sorbent. These include the
temperature and composition of the flue gas, the concentration of Hg in the exhaust stream, and
the physical and chemical characteristics of the activated carbon (or functionalized/impregnated
carbon). Some specific efforts at understanding these effects are given below.

5.5.1.1 Effectsof Temperature, Mercury Concentration, and Acid Gases

The effects of bed temperature, Hg concentration, presence of acid gases (HCl and SO,),
and presence of water vapor on the capture of Hg® and HgCl, by thermally activated carbons
(FGD and PC-100) and Ca-based sorbents [Ca (OH) », and a mixture of Ca(OH) , and fly ash]
were examined in a fixed-bed, bench-scale system.”* Sorption studies indicated an abundance of
HgCl, adsorption sites in calcium-based sorbents. Increasing the HgCl, concentration increased
its uptake, and increasing the bed temperature decreased its uptake. Gas-phase HgCl,
concentration had a very strong effect on its adsorption, while bed temperature had a small
influence on adsorption. The observed temperature and concentration trends suggest that the
process is adsorption-controlled and that the rate of HgCl, capture is determined by how fast
moleculesin the vicinity of the active sites are being adsorbed. Mixtures of Ca(OH), and fly ash
with 7 times higher surface area than Ca(OH), and atotally different pore size distribution
exhibited identical HgCl, capture to that of Ca(OH),. The presence of acid gases (1000 ppm SO,
and 50 ppm HCI) drastically decreased the uptake of HgCl, by Ca(OH).. The inhibition effect of
SO, was more drastic that HCI, and essentially controlled the HgCl, uptake. It was hypothesized
that the inhibition effect is due to competition between these acid gases and HgCl, for the
available akaline sites,
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Sorption studies further indicated that the available active sites for capturing Hg® in the
activated carbons are limited, suggesting that it is more difficult to control Hg® emissions than
HgCl, emissions. Increasing the Hg® inlet concentration and decreasing the bed temperature
increased the saturation capacities of the activated carbons, the time needed to reach this
capacity, and theinitial rate of Hg® uptake. Unlike HgCl, capture by Ca(OH)., bed temperature
had a very strong effect on the Hg® adsorption by the activated carbons, and gas-phase Hg°
concentration had a small influence on such adsorption. PC-100, with twice the surface area of
FGD, consistently exhibited higher saturation capacities (3-4 times higher) than FGD. The
presence of acid gases had a positive effect on the capture of Hg® by alignite-coal-based
activated carbon (FGD) and had no influence on HgP capture by a bituminous-coal-based
activated carbon (PC-100). Thisdifference was related to a higher concentration of Ca (acid gas
sorbent) in FGD. It appears that adsorption of these acid gases by FGD creates active S and Cl
sites, which are instrumental in capturing Hg®, through formation of S-Hg and Cl-Hg bondsin
the solid phase (chemisorption). These results indicate that the optimum region for the control of
Hg® by injection of activated carbon is upstream of the acid gas removal system.

5.5.1.2 Role of Surface Functional Groups

The content of oxygenated acidic and alkaline surface functional groups (SFGs) on the
surface of two activated carbons was manipul ated to investigate their role in Hg® and HgCl.
capture.®® Acidic SFGs on the surface of activated carbons were neutralized by a variety of
alkaline washes. The alkaline-treated activated carbon showed no enhancement in Hg® and
HgCl, capture, thus indicating that acidic SFGs play no role in capturing Hg species. The
alkaline SFGs content was increased by athermal treatment process. The thermally treated
activated carbons did not exhibit any improvement with regard to their Hg” and HgCl, capture
capabilities as compared to the untreated ones. The activated carbons were then treated with a
very dilute HCI solution to decrease their alkaline SFGs content. The HCl-treated activated
carbon showed a very significant improvement in its Hg” and HgCl,, capture capabilities. This
observation was contrary to the initial hypothesis that alkaline sites are needed to capture acidic
HgCl, from the flue gas. It was then hypothesized that HCI treatment increases the number of
active surface chlorine sites, which subsequently enhance Hg” and HgCl, capture. An analytical
technique, Energy-Dispersive X-ray Spectroscopy (EDXS), was used to quantify surface Cl sites.
A strong correlation between the increased amount of surface Cl and Hg%HgCl., uptake
enhancement was observed. The role of SFGs containing Cl atoms in providing Hg%HgCl,
active sites was established. Future investigation using SEM/EDXS and Fourier Transform
Infrared (FTIR) will focus on understanding the nature of Cl bonds on the surface of carbon, so
that more effective Hg species sorbents can be manufactured.

5.5.1.3 In-flight Capture of Mercury by a Chlorine-impregnated Activated Carbon

Activated carbon duct injection seems to be the most promising Hg control technology
for coal-fired electric utility boilers equipped with ESPs. In this technology, the injected
activated carbon removes Hg only while contacting the flue gas during very limited sorbent/gas
contact time (<3 seconds). Prior investigations have shown that very high, and rather costly,
carbon-to-Hg weight ratios (>50,000) are needed to achieve adequate Hg removal. In order to
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reduce the operating cost of the carbon injection process, either amore efficient sorbent that can
operate at alower carbon-to-Hg weight ratio or alower-cost activated carbon (or possibly both)
arerequired. In this study*, a cost-effective Cl-impregnation process was successfully
implemented on an inexpensive virgin activated carbon. The Cl-impregnated carbon was
produced in a5 pound large batch, and itsin-flight Hg” removal efficiency was evaluated in a
flow reactor (as previously discussed in Section 5.4.2.1) with gas/solid contact times of 3 to

4 seconds. The HgP removal efficiency of more than 80 percent was obtained in aflue gas
containing the effluent of natural gas combustion doped with coal combustion levels of NOx and
SO, at carbon-to-Hg weight ratios of about 3000. Hg” removal was rather insensitive to the
adsorption temperature in the range of 100-200 °C. Cost analysis showed that this Cl-
impregnation process can produce a very active and cost-effective activated carbon that can be
used as a practical sorbent in aduct injection control technology in ESP-equipped coal-fired
electric utility boilers. Preliminary cost estimates indicated that approximately 53 percent
reduction of the total annual cost of Hg control could be possible when using Cl-impregnated
FGD inlieu of virgin activated carbon. Future investigations would be focused on evaluating the
Cl-impregnated activated carbon in a pilot-scale, 21-kW (90,000-Btu/hr) refractory-lined,
furnace fired with pulverized coal.*

5.5.2 Calcium-based Sorbents

Work conducted by EPA and ARCADIS Geraghty & Miller, Inc. [funded by the Illinois
Clean Coal Ingtitute (ICCI)] indicates that the injection of cal cium-based sorbents into flue gas
can result in significant removal of Hg.***” Researchers examined the high-temperature/short-
gas-phase residence time removal of Hg using injection of lime while burning an Illinois #6 coal
in apilot-scale combustor. The lime was injected asa dlurry at a calcium-to-sulfur (Ca:S) ratio
of 2.0 mol/mol at 968 °C (1775 °F). Under these conditions, 77 percent of the total Hg was
removed from the flue gas (Table 5-4). Based on these results, they concluded, "injection of
lime in the high temperature regions of coal-fired processes upstream of air pollution control
systems can efficiently transfer Hg from the gasto the solid phase." Summaries of work follow.

5.5.2.1 Capture of Low Concentrations of Mercury Using Cal cium-based Sorbents

The capture of Hg” and mercuric chloride (HgCl,), the Hg species identified in coal flue
gas, by three types of calcium-based sorbents differing in their internal structure, was examined
in a packed-bed, bench-scale study under simulated flue gas conditions for coal-fired electric
utility boilers.® The results obtained were compared with Hg® and HgCl,, capture by an
activated carbon (FGD) under identical conditions. Tests were conducted with and without SO,
to evaluate the effect of SO, on Hg® and HgCl, control by each of the sorbents.

The Ca-based sorbents showed insignificant removal of Hg in the absence of SO,.
However, in the presence of SO,, Hg” capture was enhanced for the three Ca-based sorbents. It
was postulated that the reaction of hydrated lime with SO, would result in pore mouth closure as
evidenced by the sharp drop in the SO, removal rate after theinitial 10 minutes of exposure.
Despite the loss of internal surface area, the relatively high uptake of HgP, observed for these
sorbents in the presence of SO,, suggests that Hg® and SO, do not compete for the same active
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Table 5-4. Mercury removal by lime sorbent injection as measured by EPA bench-

scale tests (source: Reference 36).

Test Total Hg Concentration, Total Gaseous Hg, Total Particle-bound Hg,
Mg/dscm percent percent
Baseline 5.7 100 0
Lime sorbent injection 8.0 23 77
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sites, and that the sites for Hg® capture are influenced positively by the presence of SO,.
Moreover, the capture of Hg’ in the presence of SO, increased with sorbent surface area and
internal pore structure.

Conversely, the three Ca-based sorbents showed decreased removal of HgCl, in the
presence of SO,. In the absence of SO,, roughly 25 percent of the incoming HgCl, was captured.
The alkaline sites in the Ca-based sorbents were postulated to be instrumental in the capture of
acidic HgCl,. SO, not only competed for these alkaline sites but also, as mentioned, likely
closed pores with subsequent reduction in accessibility of the interior of the Ca-based sorbent
particles to the HgCl, molecules.

It was hypothesized that the capture of Hg in the presence of SO, may occur through a
chemisorption mechanism, while the nature of the adsorption of HgCl, molecules may be
explained through a physisorption mechanism. The effect of temperature studies further
supported this hypothesis. Increasing the system temperature caused an increase in HgP uptake
by the sorbentsin the presence of SO,. However, the increase in temperature resulted in a
significant decrease in the HgCl, uptake in the absence or presence of SO,. Increased sorbent
surface area and internal pore structure had no observable effect on HgCl, capture in the
presence of SO,.

With the relatively large quantities of Caneeded for SO, control at coal-fired electric
utility boilers, the above results suggest that Ca-based sorbents, modified by reaction with fly
ash, can be used to control total Hg emissions and SO, cost effectively. The most effective
calcium-based sorbents are those with significant surface area (for SO, and HgCl, capture) and
pore volume (for Hg® capture).

5.5.2.2 Simultaneous Control of Hg®, SO,, and NOx by Oxidized-cal cium-based Sorbents

Multipollutant sorbents have been developed that can remove both Hg® and Hg*? as
effectively as FGD activated carbon in fixed-bed simulations of coal-fired electric utility boiler
flue gas at 80 °C.* Oxidant-enriched, calcium-based sorbents proved far superior to activated
carbon with respect to SO, uptake on the same fixed-bed simulations. These oxidant-enriched,
calcium-based sorbents also performed better with respect to NOx and SO, uptake than baseline
lime hydrates for fixed- and fluid-bed simulations at 80 °C.

Preliminary economic anal yses suggest that silicate sorbents with oxidants are 20 percent
of the cost of activated carbon for Hg removal, while oxidant-enriched lime hydrates offer
reduced, but significant savings. Credits for SO, and NOx increase the savings for multipollutant
sorbents over activated carbon.

The apparent superiority of multipollutant lime and silicate hydrates enhanced with
oxidants has been confirmed at conditions typical of gas-cooled, semi-dry adsorption processes
on boilers; performance of sorbents at higher-temperature conditions of duct sorbent injection
technol ogies remains to be evaluated. Planned field evaluations of both semi-dry adsorption and
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duct sorbent injection will allow better economic and performance comparisons of activated
carbon sorbents to that of oxidant-enriched lime and silicate hydrates.

A technology for the efficient capture of Hg through in furnace injection of a calcium-
based sorbent has been devel oped by McDermott Technologies recently. A discussion of the
full-scale tests of the technology is presented in Chapter 7.

5.5.3 Development of Low-cost Sorbents

Since 1995, EPRI has supported a sorbent development program for removal of Hg
emissions from coal-fired electric utility power plants at several research organizations including
[llinois State Geological Survey (ISGS), University of Illinois (Ul), and URS Corporation. The
development of effective Hg sorbents that can be produced at lower costs than existing
commercia activated carbons is the main objective of the program. The development efforts
were documented in three EPRI Reports.*** A significant number of sorbents were derived
from avariety of precursor materials, including coal, biomass, waste tire, activated carbon fibers,
fly ash, and zeolite, through thiswork. Different preparation methods were used to determine
the effects of sorbent properties, such as pore size distribution, pore volume, surface area,
particle size, and sulfur content, on the ability to remove Hg. The effects of different processing
methods, including steam activation, grinding, size-fractionation, and sulfur-impregnation, on
sorbent performance were aso investigated in laboratory tests. Promising low-cost sorbents
were further evaluated in actual flue gas at several full-scale coal-fired electric utility power
plants.

Results of the EPRI sorbent development work showed that effective sorbents can be
prepared from inexpensive precursor materials using simple activation steps. One notable
exampleisthat a char produced from corn fiber, a by-product from a corn-to-ethanol production
process, showed a Hg® adsorption capacity over twice that of the commercial FGD carbon
sorbent, after the char was activated in CO, at 865 °C for 3.5 hours.*° Inactivated corn char had
no capacity for HgCl,, and only alow capacity for H. It appears that the composition of the
flue gas has a significant effect on the Hg adsorption capacities of the coal-derived activated
carbons** The EPRI-funded study found that the presence of acid gases (SO, and HC) inhibits
HgP and HgCl, adsorption for both lignite- and bituminous-coal-derived activated carbons.
However, research conducted by EPA showed that the presence of acid gases enhanced the
capture of Hg” by alignite activated carbon and had no influence on the adsorption by a
bituminous-coal-derived activated carbon.?* In alater more extensive follow-up study funded by
EPRI and ICClI, the effects of acid gases on the HgCl, and HgP adsorption capacities of activated
carbons were found to vary, depending on the precursor materials and characteristics of the
carbons.*® For example, carbons derived from tire and corn fiber had much higher HgCl, and
Hg® adsorption capacities when they were tested in a high-SO, concentration flue gas simulating
the combustion of Eastern bituminous coals compared to those when they were tested in the low-
SO, concentration flue gas simulating Western subbituminous coal combustion. Complex
interactions occurring between the characteristics of the carbons and the acid gases may lead to
the observed varying effects of the acid gases on Hg adsorption behaviors of the carbon sorbents.
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More fundamental research is needed to understand and predict the effects of acid gases on the
performance of sorbents derived from different precursor materials.

The most effective sorbents were obtained by the sulfur-impregnation of activated
carbons derived from waste material and carbon fibers.*® Researchers at the University of
Pittsburgh demonstrated that impregnation of heteroatoms such as sulfur® and chloride™ isan
effective method to improve the vapor-phase Hg adsorption capacities of activated carbons. It
has been suggested that sorbent-impregnation studies should focus on highly microporous
sorbents since the presence of active surface functional groups, sulfur as an example, in the
micropores through impregnation is likely to provide the most reactive sites for Hg adsorption
from coal combustion flue gas.'® They stressed that the micropore surface area of sorbent isan
important physical property for vapor-phase Hg adsorption. Most of the commercial activated
carbons are used for liquid-phase applications and contain a large mesopore surface area, in
addition to micropores, that are less effective for adsorption of ppb levels of Hg from coal
combustion flue gases. EPA researchers® have observed the importance of active functional
groups in the micropores for vapor-phase Hg adsorption. After treating an activated carbon with
an agqueous sulfuric solution, they found that most of the mesopores of the carbon are filled with
water due to the presence of the hydroscopic sulfuric acid, and the carbon becomes a highly
microporous sorbent. The Hg” adsorption capacity of the sulfuric-acid-treated carbon is much
higher than that of the as-received carbon due to the presence of the active sulfuric acid
functional groupsin the micropores of the treated carbon.

The most recent research conducted by ISGS, Ul, and URS Corporation showed that
relatively low surface area microporous biomass-based carbon sorbents, such as those derived
from pistachio nut shells and from corn fiber, are as effective as the commercial FGD carbon
sorbent for Hg adsorption.* They found that the Hg adsorption capacities of the biomass-based
carbon sorbents, which contained negligible (0.09 percent) sulfur, are comparable to those of the
coal- and tire-derived carbons that have substantial sulfur contents (0.98 to 2.1 percent). The
biomass-based carbon sorbents also have very little chlorine functional groups. It appears that
more oxygen, another heteroatom, remained in the biomass-based carbon sorbents after the
pyrolysis of the oxygen-rich biomass from the carbon-making process contributing to the
significant Hg adsorption capacities of such sorbents. It has been suggested recently by EPA
researchers®’ that the HgP adsorption capacity of an activated carbon is correlated to the
concentrations of the oxygen functional groups of the carbon. They changed the oxygen
functional group concentrations of a carbon by heating the carbon sample to 900 °C in an inert
atmosphere to remove the functional groups. Also, more oxygen functional groups were
introduced to the carbon sample by oxidizing the carbon sample in an agueous nitric acid
solution. They suggested that lactone and carbonyl groups introduced during the oxidization of
the carbon by nitric acid treastment might be the active sites for Hg® adsorption.

5.5.4 Modeling of Sorbent Performance
The Hg adsorption data produced from bench-scale tests provide arelative indication of

performance for different sorbents; however, the actual Hg removal performance of the sorbents
in full-scale systems cannot be predicted based on bench-scale results alone. To predict Hg
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removal in full-scale systems, mass transfer considerations have to be combined with laboratory
data. Such an approach was applied by by EPRI recently to develop amodel for predicting
sorbent performance in full-scale systems.”® The model is also capable of determining when
mass transfer limits Hg removal and when it is limited by sorbent capacity. By incorporating the
appropriate mass transfer expressions, the model relates the adsorption characteristic datafor a
given sorbent tested under a given set of flue gas conditions in the laboratory to the expected Hg
removal performance across a FF or an ESP.

Results of the sorbent performance predicted by the model agree reasonably well with
data of the same sorbent measured by pilot-scale tests for both ESP and FF applications. The
pilot-scale facilities used for the tests consisted of an ESP with a 160-acfm wire-tube ESP, and a
FF with a 4000-acfm transportabl e pulse-jet FF operating in the COHPAC configuration.
Results of the pilot-scale tests and modeling both showed that a carbon sorbent with 15 pm
diameter and 1000 pg/g Hg adsorption capacity achieved about 80 percent Hg removal in a FF
operated at about 140 °C (280 °F) with 3 Ib/Macf sorbent injection rate and cleaning cycle of 45
min. However, test and modeling results both showed that Hg removal decreases to less than 20
percent when the same sorbent was injected upstream of an ESP under conditions similar to the
above.

Laboratory tests which have been conducted to evaluate the adsorption characteristics of
potential sorbents for Hg removal seem to suggest that reactivity of the sorbent might be more
important than its equilibrium adsorption capacity for sorbent injection. Currently, an ESPis
more widely used than a FF as a PM control device for coal-fired electric utility boilersin the
United States. Sorbent reactivity is the important parameter determining Hg remova when
injecting a powdered sorbent upstream of an ESP, where adsorption of Hg occurs mainly in-
flight with short residence times (about 2 seconds). When injecting sorbent upstream of a FF,
additional Hg removal can occur due to the presence of accumulated sorbent in the filter cake,
resulting in improved mass transfer and sorbent utilization. Sorbent capacity becomes a more
important parameter than reactivity in such cases.

5.6 Captureof Mercury in Wet FGD Scrubbers
5.6.1 Wet Scrubbing

Mercuric chloride isreadily soluble in water. Thus, the oxidized fraction of Hg vaporsin
flue gasis efficiently removed when a power plant is operated with awet scrubber for removing
SO,. The elemental fraction, on the other hand, isinsoluble and is not removed to any
significant degree. A DOE-funded study™ conducted by CONSOL, Inc. showed that the nominal
Hg removal for wet FGD systems on units firing bituminous coals is approximately 55 percent,
with the removal of Hg*" between 80 and 95 percent. Studies conducted by McDermott
Technologies, Inc. at its 10-MWe research facility suggested a possible conversion of the Hg?*
captured in the scrubbing media and reemissions as Hg.>® McDermott Technologies performed
follow up tests to investigate the use of additives to prevent the conversion of adsorbed Hg”* to
gaseous Hg.>* These tests are described in more detail in Chapter 7.
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5.6.2 Oxidation

The challenge to Hg removal in wet scrubbers for SO, isto find some way to oxidize the
elemental Hg vapor before it reaches the scrubber or to modify the liquid-phase of the scrubber
to cause oxidation to occur there.

URS Radian International has conducted various laboratory and field-test studies to
investigate adsorption and catal ytic oxidation of gaseous Hg’ in coal-fired electric utility flue
gas. Theresults of the bench-scale testing are discussed below. The additional pilot- and full-
scale testing conducted by URS Radian International are discussed in Chapter 7.

Different compositions of catalysts and fly ashes were tested in a bench-scale, fixed-bed
configuration to identify materials that adsorb and/or oxidize gaseous Hg®.>* Mixing sand with a
particular catalyst or fly ash created fixed beds of sorbents. A simulated coal-fired electric utility
boiler flue gas containing gaseous Hg® was then passed through the bed. The flue gas was tested
at theinlet and outlet of each sorbent bed to determine Hg adsorption and/or oxidation across the
bed. Table 5-5 lists the simulated flue gas conditions and the most active catalysts and fly ashes
identified during testing for oxidation of gaseous Hg’.

Figure 5-12 is an example of the adsorption/oxidation of gaseous Hg® with time by one of
theiron catalystsin Table 5-5. In thisfigure, the oxidation of gaseous Hg® increases as the
breakthrough of Hg from the catalyst bed increases (breakthrough is quantified as a percentage
of theincoming Hg). At 100 percent breakthrough when the catalyst is no longer adsorbing any
of theincoming Hg (i.e., the catalyst has reached its equilibrium adsorption capacity for the
incoming HgP), al of the Hg® passing through the bed is being oxidized to Hg™".

Figure 5-13 shows adsorption/oxidation results for all of the catalystsin Table 5-5.
Adsorption and oxidation of gaseous Hg” was greater at 149 °C (300 °F) than at the higher
temperature of 371 °C (700 °F). The adsorption and oxidation activity of the activated carbon
was considered the highest among the materials tested because a lower mass was utilized during
the tests compared to the other materials.

Figure 5-14 shows the adsorption/oxidation results for the fly ashes from Table 5-5. Like
the catalysts, the fly ashes showed higher adsorption and oxidation of gaseous Hg® at 149 °C
(300 °F) than at 371 °C (700 °F); for this reason, only the lower temperature results are shown in
Figure 5-14. The subbituminous and bituminous coal fly ashes generally showed higher
oxidation rates than the lignite coa fly ashes. As seen, the #2 bituminous coal fly ash had
varying adsorption and oxidation rates depending upon where the fly ash samples were collected.
Samples collected from the hoppers of the first field of the ESP indicated lower oxidation of
gaseous Hg” but a higher adsorption of Hg compared to the finer fly ash collected in the fifth and
final field of the ESP. Although not shown, fly ash captured by a cyclone in the Hg speciation
sampling train indicated a higher adsorption but no oxidation of the gaseous Hg’. Fly ash from
thefifth field of the ESP indicated the highest rate of oxidation and the lowest size-fractionated
particles. Thismay be associated with the size differences of the fly ash and/or the surface
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Table 5-5. Simulated flue gas conditions with the most active catalysts and fly
ashes indicated for oxidation of gaseous Hg° to gaseous Hg*'(source:
Reference 52)

Parameter

Baseline
Conditions

Most Active
Catalysts

Most Active
Fly Ashes

Fixed-bed Temperature

300 and 700 °F

Fe #1 (1000 mq)

Subbituminous #1

Hg® Injection

45 to 60 ug/Nm°

Pd #1 (1000 mg)

Subbituminous #2

Oxygen 7 percent Fe #2 (200 mg) Bituminous #1
Carbon Dioxide 12 percent Fe #3 (200 mg) Bituminous #2-Field 1*
Moisture 7 percent N(()lxoc(;gtﬁqlgts Bituminous #2-Field 5*
Sulfur Dioxide 1600 ppmv Fe #4 (1000 mg) Bituminous #3
HCI 50 ppmv Pd #2 (1000 mg) Lignite #1
Gas Flow Rate 1 L/min Carbon (20 mg) Oil-Fired #1

(a) Fly ash collected at the first and fifth field of the ESP at the EPRI ECTC.
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Figure 5-12. Adsorption and subsequent oxidation of gaseous Hg’in a simulated
flue gas at 149°C (300 °F) (source: Reference 52).
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Figure 5-13. Adsorption and oxidation of gaseous Hg’ by various catalysts at
149 °C (300 °F) and 371 °C (700 °F) (source: Reference 52).
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Figure 5-14. Adsorption and oxidation of gaseous Hg’ by various coal fly ashes at
149 °C (300 °F) and 371°C (700 °F) (source: Reference 52).



chemistry of the finer fly ash being enriched in trace metals or other condensed or adsorbed
compounds from the flue gas during the combustion of the bituminous coal.

5.6.3 Gasand Liquid Oxidation Reagents

Argonne National Laboratory has been investigating the use of oxidizing agents that
could potentially convert gaseous Hg” into more soluble species that would be absorbed in wet
FGD systems.>® Current research is focused on a process concept that involves introduction of
an oxidizing agent into the flue gas upstream of the scrubber. The oxidizing agent employed is
NOXSORBJ, which isacommercia product containing chloric acid and sodium chlorate.
When a dilute solution of this agent was introduced into a gas stream containing gaseous Hg® and
other typical flue-gas species at 300 °F (149 °C), it was found that nearly 100 percent of the
gaseous Hg” was removed from the gaseous phase and recovered in process liquids. A
significant added benefit was that approximately 80 percent of the NO was removed at the same
time. Thus, the potential exists for a process that combines removal of SO,, NO, Hg®, and,
perhaps, PM.

Continuing laboratory research efforts are acquiring the data needed to establish a mass
balance for the process. In addition, the effects of such process parameters as reagent
concentration, SO, concentration, NO concentration, and reaction time (residence time) are being
studied. For example, SO, has been found to decrease slightly the amount of gaseous Hg°
oxidized while appearing to increase the removal of NO from the gaseous phase. Preliminary
economic projections, based on the results to date, indicate that the chemical cost for NO
oxidation could be less than $5,000/ton NO removed; while for gaseous Hg® oxidation, it would
be about $20,000/Ib Hg” removed. These results will be refined as additional experimental
results are obtained.

5.7 Observations and Conclusions

When coal is burned in an eectric utility boiler, the resulting high combustion
temperatures in the vicinity of 1500 °C (2700 °F) vaporize the Hg in the coal to form gaseous HgP.
Subsequent cooling of the combustion gases and interaction of the gaseous Hg® with other
combustion products result in a portion of the Hg being converted to other forms, viz., Hg*" and
Hgp. The term speciation is used to denote the relative amounts of these three forms of Hg in the
flue gas of the boiler. It isimportant to understand how Hg speciates in the boiler flue gas
because, as discussed in Chapters 6 and 7, the overall effectiveness of different control strategies
for capturing Hg often depends on the concentrations of the different forms of Hg species present
in the boiler flue gas.

The speciation of Hg results from oxidation of Hg® in the boiler flue gas, with the
predominant oxidized Hg species believed to be HgCl,. The mechanisms for this oxidation
include gas-phase oxidation, fly-ash-mediated oxidation, and oxidation by post-combustion NOx
controls. Datareveal that gas-phase oxidation iskinetically limited and occurs due to reactions
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of Hg with oxidizers such as Cl and Cl,. Research al so suggests that gas-phase oxidation may be
inhibited by the presence of NO, SO, and water vapor.

Certain fly ashes have been shown to promote oxidation of Hg® more than others. The
differences in oxidation appear to be attributable to the composition of the fly ash and the
presence of certain flue gas constituents. The results of bench-scal e research conducted at EPA
reflect that the presence of HCl and NOx in flue gas and iron in fly ash assists in oxidation.
Other research indicates that y-Fe,O3; may be causing Hg?* formation, and that surface area may
be a dominant factor in thisregard. Also, there are indications that HCI, NO,, and SO, in the
flue gas may contribute to HgC oxidation, while the presence of NO may suppress Hg® oxidation.

The understanding of Hg speciation in the flue gas of coal-fired electric utility boilersis
far from being mature, and research and development efforts are currently underway to develop
more information.

Mercury can be captured and removed from a flue gas stream by injection of a sorbent
into the exhaust stream with subsequent collection in a PM control device such as an electrostatic
precipitator or afabric filter. However, adsorptive capture of Hg from flue gasis a complex
process that involves many variables. These include the temperature and composition of the flue
gas, the concentration of Hg in the exhaust stream, and the physical and chemical characteristics
of the sorbent (and associated functiona group). The implementation of an effective and
efficient Hg control strategy using sorbent injection requires the development of low-cost and
efficient Hg sorbents. Of the known Hg sorbents, activated carbon and cal cium-based sorbents
have been the most actively studied. However, improved versions of these sorbents and new
classes of Hg sorbents can be expected, asthisis still avery active field of study.

Adsorption of elemental Hg is enhanced by the presence of functional groups and/or
catalytically active sites (that oxidize the Hg to Hg?"). Oxidation of elemental Hg to ionic
species by the catal ytic components that may be present in fly ash (especially iron compounds) is
acritical step before adsorption of the species by the fly ash or some injected sorbents. Both the
oxidant and binding sites for the adsorption of elemental Hg may also be provided by the
injected sorbents. Also, akaline components of the fly ash exhibit sorptive properties for
oxidized Hg. Fly ashes, which contain higher unburned carbon contents, such as those produced
from low-NOx burner systems, may have significant catal ytic and sorptive properties. The
unburned carbon appears to have some oxidant/adsorption sites similar to those that existed in
the activated carbon sorbents.

Activated carbon binding sites may be enhanced by impregnation with an active additive
(eg., S, Cl, 1) or pretreatment (e.g., with H,SO,4 or HCI). It appears that the presence of
hetroatoms, such as sulfur and chlorine, on the activated carbon surfaces greatly enhance the
adsorption of Hg. Other non-carbon-based sorbents may be enhanced by oxidant/catal yst
additions. The enhancement is caused by the oxidation of the elemental Hg either by the added
oxidant or by the added catalyst to the sorbents. A promising aternative appears to be the
replacement of the coal-based activated carbons with alow cost, high-capacity, reactive sorbent.
Such sorbents are currently under development.
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Oxidized Hg isreadily absorbed by alkaline solutes/slurries or adsorbed by akaline PM

(or by sorbents). Flue gas desulfurization systems, which use akaline materials to neutralize the
acidic SO, gas, remove oxidized Hg effectively in the flue gas. Current research is focusing on
optimization of the existing desulfurization systems as a retrofit technology for controlling
oxidized Hg emissions and on development of new multipollutant control technologies for
simultaneously controlling both SO, and oxidized Hg emissions.
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Chapter 6

MERCURY CAPTURE BY EXISTING CONTROL SYSTEMSUSED BY
COAL-FIRED ELECTRICUTILITY BOILERS

6.1 INTRODUCTION

Existing coal-fired eectric utility boilersin the United States use a variety of emission
control technologies to meet air standards for sulfur dioxide (SO,), nitrogen oxides (NOy),
and particulate matter (PM). The EPA’sICR data presented in Chapter 3 of this report
indicate that most electric utilities are controlling NOx emissions from their coal-fired boilers
by combustion modification techniques and controlling SO, emissions by burning low-sulfur
coa. All of the coal-fired electric utility boilers use some type of post-combustion control
device to meet PM emission standards. Of these PM controls, electrostatic precipitators
(ESPs) are the predominant control type used on coal-fired boiler units (83 percent) with the
second most common control device being afabric filter (14 percent). Use of post-
combustion SO, controlsis less common: approximately 20 percent of the boiler units use
either wet flue gas desulfurization (FGD) systems (15 percent) or spray dryer absorber (SDA)
systems (5 percent). While the use of either selective non-catalytic reduction (SNCR) or
selective catalytic reduction (SCR) on coal-fired electric utility boilers for NOy emission
control presently isvery limited (less than 4 percent), the application of these post-
combustion NOyx controls is becoming more prevalent.

The implementation of post-combustion controlsis not specifically intended to
control mercury emissions from coal-fired utility boilers. However, these controls capture
mercury in varying degrees depending on the control technologies used and the mercury
speciation at the inlet to the control device(s). This chapter discusses mercury capture by
existing post-combustion control systems used by coal-fired utility boilers. An estimate of
nationwide mercury emissions from existing coa-fired utility boilersis presented. The
mechanisms by which existing post-combustion control systems capture mercury are
reviewed. The ICR mercury emission test data for mercury capture by the existing post-
combustion control systems used for coal-fired utility boilers are presented and discussed.

6.2 EPA ICR PART Il DATA

Asintroduced in Chapter 1 of this report, the EPA conducted a three-part data
collection effort to gather information about the coal-fired utility boilers operating in the
United Statesin 1999". The Part | ICR data consist of information on the coal types burned,
the boiler furnace types, and the air pollutant control devices used for the 1,143 coal-fired
utility boilersin the United States having a capacity equal to or greater than 25 MWe. These
data are summarized and discussed in Chapters 2 and 3 of thisreport. The Part |1 ICR data

6-1



consist of information on the quantity, mercury content, and other selected properties of cod
burned by each of the identified 1,143 boiler units during calendar year 1999. A summary and
evaluation of these data are presented in Section 2.7 and Appendix A of thisreport. For Part
[11 of the information collection effort, the EPA selected a subset of the coal-fired electric
utility boilers for which field source testing was performed to obtain mercury emission data
for the air pollutant control devices now being used for these units. This chapter presents a
summary and analysis of the emissions data collected by Part 111 of EPA’ s information
collection effort.

The EPA ICR Part |11 data are composed of mercury emission source test results for 80
coal-fired electric utility boilers. These boiler units were selected by the EPA to be generally
representative of the nationwide population of coa-fired utility boilers according to the type of
boiler used, the type of coal burned, and the air emission controls used. For each of the tested
boiler units, the flue gas mercury measurements were generally made at the inlet and outlet of
control device(s). The mercury measurements were made using the OH Method for speciated
mercury (this test method is discussed in Section 4.1 of thisreport). Also, samples of the coal
being burned in the boiler unit during the source test were collected and analyzed for mercury
content.

For boiler units that use a control configuration consisting of asingle PM control
device, the flue gas samples were collected at the inlet to the PM control device and in the
stack. For unitsusing SDA systems, the flue gas measurements were made at the inlet to the
SDA and in the stack. For units using an ESP or FF followed by a wet FGD scrubber, the flue
gas measurements were taken at the inlet to the wet scrubber inlet (i.e., downstream of the PM
control device) and in the stack. For units equipped with a PS and awet FGD scrubber,
measurements were made at the inlet to the PS device and in the stack.

Of the three IGCC plants located in the United States, two of the plants (Polk Power
Station and Wabash River Repowering Project) were included as part of the Part 111 ICR test
program. At both facilities, combustion gas measurements using the OH Method were made
at the exhaust stack of the gas turbines. During testing, coal feed rates to the coal-
gasification units were recorded. Coal samples were collected during testing and analyzed
for total mercury.

A summary of 81 boiler and coal type configurations for which mercury emission data
were collected isgiven in Table 6-1. Of these boiler units, 65 were pulverized-coal-fired
(PC-fired) boilers. Such boilers account for the vast majority of the 1,143 coal-fired electric
utility boilers operating in the United States in terms of both total units and nationwide
generating capacity as shown Table 2-4.
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Table6-1
Distribution of ICR Mercury Emission Test Data
By Boiler-coal Type Configurations

Number of Boiler Units Tested
. . Fuel Burned In Boiler Unit Total
Boiler Unit Number of
Type BItLé:manUS Subbituminous | ;e | Other(a) Units
oal Coal Tested
Pulverized-coal -
fired 26 29 9 1 65
Cyclone-fired 3 2 2 0 7
Fluidized-bed
Combustor 1 0 2 2 5
Stoker-fired 2 0 0 0 2
IGCC (b) 2 0 0 0 2
Total Number
of Units Tested 34 31 13 3 81

(a) Some units used coal wastes or ablend of fuels.
(b) Integrated coal gasification combined cycle unit.

A summary of the flue gas cleaning devices installed on the PC-fired test unitsis given
in Table 6-2 as afunction of type of fuel burned in each unit in 1999. These data show that:

» A total of 28 test units were equipped with a CS-ESP (14), HS-ESP (8), or FF (6).

* The 1l dry FGD units were equipped with either a SDA/ESP (3) or SDA/FF (8).

* The 20 wet FGD units were equipped with aPS + Wet FGD (6), CS-ESP + Wet

FGD (6), HS-ESP + Wet FGD (6), or FF + Wet FGD (2).
» Two units were equipped with a CS-ESP + FF.
* Onewas equipped with aPS.
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Table 6-2

Distribution of ICR Mercury Emission Test Data for Pulverized-coal-fired

Boilers By Post-combustion Emission Control Device Configuration

Number of Boiler Units Tested

Post- Post-combustion
combustion Emission Control Fued Burned In Boiler Unit
Contral Device Bituminous | Subbituminous Total
Strategy Configuration Coal Coal Lignite| Other
CS-ESP 7 5 1 1 14
HS-ESP 4 4 0 0 8
PM Control Only FF 4 2 0 0 6
CS-ESP + FF 0 0 2 0 2
PS 0 1 0 0 1
PM Control and SDA + CSEP 0 3 0 0 3
Dry SO, Scrubber SDA + FF 3 3 2 0 8
System DI + CSESP 1 0 0 0 1
PS + wet FGD 1 4 1 0 6
PM Control and | CS-ESP + wet FGD 1 3 2 0 6
Wet SO, Scrubber
System HS-ESP + wet FGD 1 5 0 0 6
FF + wet FGD 2 0 0 0 2
Other Control Device Configuration 2 0 0 0 2
Number of Units Tested 27 29 8 1 65
PM Controls SO, Controls
CS-ESP = cold-side el ectrostatic precipitator DI = dry injection

HS-ESP = hot-side electrostatic precipitator
FF = fabric filter

PS = particle scrubber

FGD = flue gas desulfurization system

SDA = spray dryer adsorber system

6.3 MERCURY CONTENT OF UTILITY COALS BURNED IN 1999

The analysis results of more than 39,000 coal samples were reported in the Part |1 ICR

data. These results include the mercury content of as-fired coals and supplemental fuels

burned in electric utility boilersin 1999. A comparison of the mercury contents of the

different major coal types and supplemental fuels burned by electric utilities in 1999 and
normalized by fuel heating value is shown Figure 6-1. Waste bituminous coal and waste

anthracite had the highest mercury contents expressed in Ib Hg/10™ Btu. The mercury content
of the bituminous coal, subbituminous coal, and lignite (the three most commonly used fuels)
was generally less than 15 1b/10™ Btu. Statistical information on each type of fuel burned in
coal-fired utility boilersis presented in Table 6-3.
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Table6-3
Comparison of Mercury Content Normalized By Heating Value
In As-fired Coals and Supplemental Fuelsfor Electric Utility Boilersin 1999

Number Ratio of Mercury to Fulgl Heat Content

of (Ib Hg per 10 Btu) S
, andar

Fuel Type Analyses Range M ean Median | O
Anthracite coal 114 5.02-35.19 15.28 13.37 6.23
Bituminous coal 27,884 0.04 —103.81 8.59 7.05 6.69
South American bituminous coal (@) 270 0.70-66.81 5.94 491 5.28
Subbituminous coal 8,193 0.39-71.08 5.74 5.00 3.59
Indonesian subbituminous coal (b) 78 0.79-4.61 251 2.39 0.86
Lignite 1,047 0.93-75.06 10.54 7.94 9.05
Waste anthracite coal 377 2.49-73.02 29.31 271.77 11.94
Waste bituminous coal 575 247 -172.92 60.50 53.32 44.35
Waste subbituminous coal 53 5.81-30.35 11.42 10.79 4.66
Petroleum coke 1,149 0.06 —32.16 23.18 2.16 3.18
Tire-derived fuel 149 0.38-19.89 3.58 2.79 2.78

(8 Bituminous coal imported from South America and burned at one power plant in Florida and one power
plant in Texas.
(b) Subbituminous coal imported from Indonesia and burned at a coal-fired power plant in Hawaii.

6.4 POTENTIAL MERCURY CAPTURE IN EXISTING UNITS

Mercury capture in existing units depends on Hg speciation at the inlet to the control
device(s) and the type(s) of control technologies used. Units that burn bituminous coals have
relatively high concentrations of Hg?* at the inlet to the control device(s). Unitsthat burn
subbituminous coal or lignite typically have relatively low concentrations of Hg?* and high
concentrations of Hg® at the inlet to the control device(s).

The effects of coal and combustion conditions are attributed primarily to the flue gas
composition and properties of fly ash that affect the speciation and capture of Hg. While OH
measurements made upstream of PM control devices do not always provide quantitatively
accurate information on Hg speciation, they do provide semi-quantitative information relative
to the amounts of Hgp, Hg?*, and Hg in flue gas from the combustion of different types of
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coals. They also provide useful information on the potential for the oxidization of the Hg® and
the capture of the resulting reaction products in downstream control devices.

The relatively high concentrations of chlorine in bituminous coals are believed to
result in the oxidization of Hg® to form Hg?", primarily HgCl,. By contrast, both subbituminous
coal and lignite have lower amounts of chlorine and higher amounts of alkaline material
(calcium and sodium) than bituminous coals. Chlorine from the combustion of subbituminous
coal and lignite tends to react with the alkaline materialsin flue gas, and little if any chlorine
isavailable for the oxidization of Hg. Therefore, flue gas from combustion of subbituminous
coal and lignite tends to have relatively low concentrations of Hg %'

6.4.1 Unitswith an ESP or FF

Approximately 77 percent of the coal-fired utility boilers currently operating in the
United States are equipped with only an ESP or an FF. Gaseous mercury (both Hg” and Hg
can potentially be adsorbed on fly ash and be collected in a downstream ESP or FF. The
modern ESPs or FFs that are now used on most coal-fired units achieve very high capture
efficiencies for total particulate matter (see Table 3-3). As aconsequence, these PM control
devices are also effective in capturing Hg, in the boiler flue gases.

2+)

The degree to which mercury can be adsorbed onto fly ash for subsequent capture in
PM control is dependent on the speciation of mercury, the flue gas concentration of fly ash,
and the properties of fly ash. It iscurrently believed that mercury is primarily adsorbed onto
the unburned carbon in fly ash (see Section 5.3). Approximately 80 percent of the coal ash in
PC-fired boilers is entrained with the flue gas as fly ash. PC-fired boilers with low-NOx
burners have higher levels of carbon in the fly ash with a correspondingly higher potential for
mercury adsorption. Cyclone and stoker boilers tend to have high levels of carbon in the fly
ash, but have lower flue gas concentrations of fly ash than PC-fired boilers. Fly ash
concentrations in fluidized-bed combustors tend to be higher than those in PC-fired boilers.
Also, the carbon content of fluidized-bed combustor fly ash is generally higher than that of
PC-boiler fly ash.

The syngas from a coal gasifier is composed mainly of hydrogen, carbon monoxide,
carbon dioxide, and nitrogen. This gas also contains vaporous trace elements, such as
mercury, as well as dust and aerosols containing trace elements. The source of mercury in
syngas isthe mercury that is naturally present in coal and is released during the gasification
processes, which typically takes place at 950 °C (1750 °F). Mercury that is not retained in the
solid residue from the gasification process is released almost exclusively as Hg’.

Gas-phase mercury in units equipped with an ESP can be adsorbed on the entrained
fly ash upstream of the ESP. The gas-phase mercury in units equipped with a FF can be
adsorbed by entrained fly ash or it can be adsorbed as the flue gas passes through the filter
cake on the surface of the FF. The degree to which gaseous mercury adsorbs on the filter
cake typically depends on the speciation of gaseous mercury in the flue gas; in general,
gaseous Hg”" is easier to adsorb than gaseous HgP (see discussion in Section 5.3.1).
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6.4.2 Unitswith SDA Systems

An SDA system operates by the same principle as awet FGD system using alime
scrubbing agent, except that the flue gas is mixed with afine mist of lime slurry instead of a
bulk liquid (asin wet scrubbing). The SO is absorbed in the slurry and reacts with the
hydrated lime reagent to form solid calcium sulfite and calcium sulfate. The heat of the flue
gas, leaving dry solid particles of calcium sulfite and calcium sulfate, evaporates the water in
the mist. Entrained particles (unreacted sorbent particles, reaction products, and fly ash) are
captured in the downstream PM control device (either an ESP or FF).

The performance of SDA systemsin controlling SO, emissions is dependent on the
difference between the SDA outlet temperature and the corresponding flue gas water vapor
saturation temperature. SDA systems on coal-fired boilers typically operate about 20 °F
(11 °C) above the saturation temperature (i.e., a 20 °F [11 °C] approach to saturation
temperature). The relatively low flue gas temperatures afforded by SDA systems increase the
potential for mercury capture. The caking or buildup of moist fly ash deposits, which can
plug the SDA reactor and coat downstream surfaces, dictates the minimum flue gas
temperatures, which can be employed at the outlet of SDAS.

Hg, is readily captured in SDA systems. Both Hg® and Hg** can potentially be
adsorbed on fly ash, calcium sulfite, or calcium sulfate particlesin the SDA. They can also
be adsorbed and captured as the flue gas passes through the ESP or FF, whichever is used for
PM control. In addition, gaseous Hg?* may be absorbed in the slurry droplets and react with
the cal cium-based sorbents within the droplets. Nearly all of the Hg, can be captured in the
downstream PM control device. If the PM control deviceisaFF, thereisthe potential for
additional capture of gaseous mercury as the flue gas passes through the bag filter cake
composed of fly ash and dried Slurry particles.

6.4.3 Unitswith Wet FGD Systems

Approximately 15 percent of coal-fired utility boilers in the United States use wet
FGD systems to control SO, emissions. In each of these systems, a PM control deviceis
installed upstream of the wet FGD scrubber. PM control devices used with wet FGD
scrubbers include particulate scrubbers (PS), CS-ESPs, HS-ESPs, and FF baghouses. As
described in Chapter 3, wet FGD systems remove gaseous SO, from flue gas by absorption.
In wet scrubbers, gaseous species are mixed with aliquid in which they are soluble. For SO,
absorption, gaseous SO, is mixed with a caustic durry, typically water and limestone or water
and lime.

Gaseous compounds of Hg?* are generally water-soluble and can absorb in the
agueous slurry of awet FGD system. However, gaseous Hg’ isinsoluble in water and
therefore does not absorb in such slurries. When gaseous compounds of Hg?* are absorbed in
the liquid slurry of awet FGD system, the dissolved species are believed to react with
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dissolved sulfides from the flue gas, such as H,S, to form mercuric sulfide (HgS); the HgS
precipitates from the liquid solution as sludge. In the absence of sufficient sulfidesin the
liquid solution, a competing reaction that reduces/converts dissolved Hg** to Hg’ is believed
to take place. When this conversion takes place, the newly formed (insoluble) Hg' is
transferred to the flue gas passing through the wet FGD system. The transferred Hg’
increases the concentration of Hg’ in the flue gas passing through the wet FGD (since the
incoming Hg’ is not absorbed), thereby resulting in a higher concentration of gaseous Hg’ in
the flue gas exiting the wet FGD compared to that entering. Transition metalsin the slurry
(originating from the flue gas) are believed to play an active role in the conversion reaction
since they can act as catalysts and/or reactants for reducing oxidized species.

Recent research on the capture of mercury in wet scrubber systemsis discussed in
Section 5.6.

6.4.4 Units with Other Control Devices

Some units use PS systems, primarily venturi scrubbers, to control PM emissions.
Capture of Hg in these systemsis limited to soluble Hg compounds such as HgCl,. PS
systems are typically poor fine PM collectors and, if Hg, in the flue gas is associated with
fine PM, capture of Hg, by such scrubbers may be poor. Hg isinsoluble and will not
typically be captured by the scrubber. It is possible to capture Hg*" in the wet scrubbers, but
the scrubber chemistry, and the manner in which the scrubber is operated, will determine
whether it is effectively removed, or whether it is stripped, from the scrubbing liquor.
Stripping can occur if the Hg?* is not adsorbed on the particles, or reacted chemically with
liquid-phase reactants within the scrubber.

Mechanical collectors such as cyclones do a poor job of capturing fine PM, and
mercury capture in these control devices should be limited to the capture of Hg, associated
with particles larger than 10 pm.

6.5 EPA’SPART Il ICR DATA EVALUATION APPROACH

The methods used to evaluate the Part 111 ICR data were based on two interrel ated
objectives. Thefirst objective was to estimate the amount, speciation, and geographical
distribution of national mercury emissions from coal-fired power plantsin 1999. The second
was to characterize the effects of coa properties, combustion conditions, and flue gas cleaning
methods on the speciation and capture of mercury. The satisfaction of the first objective
involved the development of mercury emission factors as a function of the type of coal burned,
the type of boiler, and the air pollution control device(s) used.

6.5.1 Evauation Method

The development of emission factors for different classes of coal-fired units was based
on hypotheses derived from current understanding of mercury speciation and capture, as
discussed in Chapter 5. The hypotheses are:



* Mercury speciation and capture are dependent on the coal properties, combustion
conditions, and flue gas cleaning methods that are used for any specific test unit,

« Hg* is more readily absorbed in aqueous media than Hg’, and therefore can be
captured in wet scrubbers, while Hg® cannot,

¢ Gas-phase mercury can be adsorbed onto the unburned carbon in fly ash, which can
catalyze oxidation of Hg®,

* Hgp can be readily captured in an ESP or an FF,
» The potentia for mercury capture increases with decreasing flue gas temperatures, and

*  FHue gasfrom combustion of bituminous coals typically has a higher fraction of
Hg?* than the gas from subbituminous and lignite coals.

Combinations of coal, boiler, and control technologies that are expected to behave in
asimilar manner with respect to speciation and capture of mercury can be grouped into data
sets called coal-boiler-control technology classes or bins. Many of these data setsin the ICR
database consist of tests at one or two units, and this small number of samplesresultsin
relatively large uncertainties concerning the central values and variability of the underlying
populations. However, the mean values and statistical behavior of the classes with alarge
number of test units can be investigated, and the results can be compared with the results of
classes with a small number of test sites. If the relative behavior of the large and small data
setsis consistent with our theoretical expectations, then we can have some confidence that
the speciation and capture estimates for the smaller sets are reasonable.

The ICR Part 11l emission data were sorted into coal-boiler-control classes. Next, the
datain each class were evaluated for consistency, and the data between classes were eval uated
according to the postulated behavior criteria given above. With few exceptions, the differences
in speciation and capture of mercury between the different classes were consistent with the
above-hypothesized behavior. Based on this observation, emission factors were developed for
use in estimating the amount and speciation of mercury emissions from coal-fired electric
utility boilersin 1999. The datain the coal-boiler-control classes were also used to conduct
further evaluations of the effects of coal properties, combustion conditions, and flue gas
cleaning conditions on the control of mercury emissions at existing coal-fired power plants.

6.5.2 Measures of Performance

Measures used to evaluate the effect of the coal, boiler, and control device variables
on the capture of mercury included the inlet and outlet concentrations of Hg, Hg**, Hg®, and
Hgr, and the reduction of Hgr. Emission factors, defined in this report to be the fraction of
mercury emitted to the atmosphere relative to the amount that enters the first air pollution
control device, were also calculated and used to evaluate the emission of speciated Hg and
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The fraction of Hgy captured in air pollution control device(s) can be used
interchangeably with the emission factor for Hgr [EMF+]:

EMF = 1 - Capture Hgr
Where the fractional captureis:

Capture Hgr = [ Hgr (inlet) - Hgr(outlet)]/Hgr(inlet) = 1 - Hgr(outlet)/Hgr(inlet)
And the percentage reduction (%Red) across the control device(s) is.

%Red = 100 x [1 - Hgr(outlet)/Hgr(inlet) ]

The %Red can be determined from either (1) theinlet and outlet concentrations of
Hgr as measured by the OH Method, or (2) inlet concentration estimates made from Part 11
coa samples and outlet concentrations obtained with the OH Method. When the OH
measurements are used to evaluate the reduction in emissions or emission factors, the inlet
and outlet concentrations must be expressed on a common basis pm/dscm at 3% O,) or |b of
Hg/10™ Btu of coal burned to account for air in-leakage through fans or across the air
pollution control device(s).

The results of the OH Method emission tests for Hgr are shown in Figures 6-2 and
6-3. Figure 6-2 is a scatter plot of the inlet versus the outlet concentrations of Hgr. In
general, the outlet Hgr concentration increases with increasing inlet Hgr concentrations. The
increasing outlet Hgr concentrations that appear linear with respect to Hgyr inlet
concentrations are indicative of a constant percentage reduction across the control device(s).
ESPs exhibit this type of performance for the control of PM. These types of devices are
called constant reduction devices. Note that there are also a number of data points distributed
just above the x-axis; i.e., zero outlet concentration. These data points are indicative of
constant outlet devices with low emission concentrations. FF baghouses tend to operate like
constant outlet devices.

Figure 6-3 is a scatter plot showing inlet Hgr concentration versus percent reduction
in Hgr across the control device(s). There are no discernable trends in the capture of Hgr asa
function of inlet concentration. The negative emission reductions represent cases for which
the outlet Hgr concentration is higher than the inlet concentration. This can result from one
or acombination of factors. For example, negative emission reductions can occur when (1)
temperature changes within the test unit increase the desorption of Hg, (2) ESP rapping
cyclesresult in the reentrainment of Hgp, and (3) small differences between Hg inlet and
outlet concentrations cannot be accurately quantified because of imprecision in the OH
Method.
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Emission factors for speciated Hg can be developed by dividing or normalizing the
stack Hg species by the concentration of Hgr at the inlet to the first control device. Inthe
development of these emission factors, it is assumed that all of the Hg in the as-burned coal is
equal to the value of Hgr measured at the inlet sampling location by the OH method. The
emission factors for Hg, (EMF,), Hg?* (EMF*), and Hg® (EMF) are calculated by:

EMF, = Hg, (outlet) / Hgy (inlet),
EMF?* = Hg*" (outlet) / Hgr (inlet), and
EMF® = Hg? (outlet) / Hgr (inlet).

For situations where Hgr (outlet) is higher than Hgyr (inlet), the stack emission factors are
calculated by replacing the Hgr (inlet) value with the corresponding Hgr (outlet) value:

EMF, = Hg, (outlet)/Hgr (outlet), [for Hgr (outlet) > Hgy (inlet)],
EMF** = Hg* (outlet)/Hgr (outlet), [for Hgr (outlet) > Hgr (inlet)], and
EMF® = Hg® (outlet)/Hgr (outlet), [for Hgr (outlet) > Hgr (inlet)].

In the latter case, it should be noted that EMF, + EMF*" + EMF® = 1.

In addition to the above emission factors, speciation factors (SPFs) are calculated and
used to characterize Hg speciation at both the inlet and outlet sampling locations. The SPFs
represent the fractions of Hgy in the inlet or outlet samples that are present as Hgp, Hg®", or
Hg®. For theinlet sampling train:

SPF, = Hg, (inlet) / Hgy (inlet),
SPF?* = Hg® (inlet) / Hgr (inlet), and
SPF® = Hg® (inlet) / Hgy (inlet).

For the outlet sampling train:

SPF, = Hg, (outlet) / Hgr (outlet),

SPF*

Hg®* (outlet) / Hgr (outlet), and
SPF® = HgP (outlet) / Hgr (outlet).

In all cases:
SPFp + SPF** + SPF° = 1.
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Emission factors and speciation factors for units equipped with an ESP, FF, PM
scrubber, mechanical collector, SDA/ESP, or SDA/FF were calculated using inlet OH
measurements for Hgr and outlet OH measurements for speciated and Hgy. For units with
wet FGD scrubbing systems, emission factors were determined by multiplying the average
emission factor for the PM control device that precedes the scrubber by the emission factors
for the scrubber as determined by OH measurements. For example, the estimated EMFsfor a
PC-fired boiler burning subbituminous coal and equipped with cold-side ESP and wet FGD
system are calculated as follows:

The class average CS-ESP EMF+ for a PC-boiler firing subbituminous coal is0.91,
and the class average wet FGD EMF+ for a PC-boiler firing subbituminous coal is
0.71. The EMFT across both control devicesistherefore:
EMF; (CS-ESP + FGD) = EMF; (CS-ESP) x EMF; (FGD)
= 0.91x 0.71=0.65.
The corresponding level of control across both devicesis:
%Reduction (CS-ESP + FGD) = 100 * [1- EMF; (CS-ESP + FGD)]
=100 (1- 0.65) = 35 %.

Emission factors for coal gasification units were calculated using the Hg content of
the feed coal and the OH measurements made in the stack.

6.5.3 Comparisons of Hgy (Inlet) Using OH Measurement and Coal Hg Data

Emission factors for speciated and total Hg relative to inlet Hg concentrations can be
determined using two methods. The first method uses the Hgy inlet concentrations from OH
sampling train measurements. The second method involves the calculation of total Hg inlet
values using coa Hg data and sampling train data (flue gas flow rate, moisture concentration,
O, concentration, and temperature).

Emission factor estimates determined using the OH Method train data and the ICR Part
Il coal data often give significantly different results. The best estimate can sometimes be
obtained by discarding outliers, by reviewing the test reports for tests conditions that can lead
to questionable results, and by comparison of the results relative to tests at other test sites. In
some cases, it isnot possible to arrive at a best estimate, and there is a significant amount of
uncertainty leading to arange of estimates.

Mercury capture (percent reduction in emissions) and emission factors for Hg, Hg™,
HgP, and Hgr were then calculated using the average stack values for each data set as
determined by both coal and OH Method sample train data. Emission factors based on the
OH Method sampling train data provided the most consistent results. The inlet
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concentrations and percentage reduction reflected in the body of this report correspond
primarily to test results obtained using the OH Method.

6.5.4 Development of Data Setsfor Coal-boiler-control Classes

As described earlier, unit classes are defined as those combinations of coal, boiler,
and control technologies that are expected to provide similar resultsin the speciation and
capture of Hg. Data sets for different classes of units were developed by sorting the unit tests
by coal type, boiler type, NOx control method, PM control method, and SO, control method.
Data sets were consolidated whenever the joint sets appeared to provide the same results as
theinitial groupings. Thus, wall- and tangentially fired PC boilers were consolidated into a
single conventional PC boiler set. Units that reported no NOx controls were consolidated with
low-NOx burners, overfire-air staging, and concentric firing systems.

6.5.5 Questionable Nature of OH Speciation M easurements Upstream of PM Controls

Initial evaluations of the Part 111 ICR data dealt with comparisons of the coal-boiler-
control classes using the results of OH speciation measurements at both the inlet and outlet
sampling locations. Comparisons were also made of the results obtained using either the Part
[11 ICR coal dataor theinlet OH data to evaluate emission reduction trends. The comparison
of speciation at the inlet and outlet locations produced, in some cases, results contrary to the
expected behavior of Hg between the inlet and outlet of the control devices.

Previous research has shown that the OH sampling method provides valid
measurements for Hgr at both the inlet to flue gas cleaning devices and in the stack. Also, the
OH Method has been shown to provide valid Hg speciation measurements when samples are
taken downstream of an efficient PM control device. However, the OH Method can give
erroneous speciation measurements for locations upstream of PM control devices.

The OH sampling train consists of a probe, a particulate filter, a series of impingers, a
gas flow meter, and a sample pump. The filter captures particul ate matter and Hg,, while the
downstream impingers separate Hg”* from Hg". Fly ash captured by the sampling train filter
can absorb gas-phase Hg (Hg?* and Hg®) and oxidize Hg® resulting in physical and chemical
transformations within the sampling train. The rates of these transformations are dependent
on the properties of fly ash, the amount of fly ash, the temperature, the flue gas composition,
and the sampling duration. Samples collected downstream of efficient PM control devices do
not contain enough fly ash to significantly ater Hg speciation within the sampling train, but
sampl es collected upstream of PM control devices can give erroneous results because of fly-
ash-induced transformations.
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Table6-4

ICR Mercury Emission Test Allocations by Coal-boiler-control Class

No.

Test Unit Name

No. of
EaGroup Coal-boiler Control Class Test |(Bold numbersin parenthesesindicate no.
Runs of test runs)
POST-COMBUSTION CONTROLS: COLD-SIDE ESPS
Brayton Point 1 (3), Brayton Point 3 (3), Gibson 0300
1 Bituminous Coal, PC Boiler with CS-ESP 21 (3), Gibson 1099 (3), Meramec (3), Jack Watson (3),
Widow Creek (3)
2 Bituminous Coal and Pet Coke, PC Boiler with CS-ESP 6 Presque Isle 5 (3), Presque Isle 6 (3)
3 Bituminous Coal, PC Boiler with SNCR and CS-ESP 3 Salem Harber (3)
4 Subbituminous Coal, PC Boiler with CS-ESP 9 Montrose (3), George Neal South (3), Newton (3)
5 Subbituminous/ Bituminous Coal, PC Boiler with CS-ESP 3 St. Clair (3)
6 Lignite, PC Boiler with CS-ESP 3 Stanton 1 (3)
POST-COMBUSTION CONTROLS: HOT-SIDE ESPS
1 Bituminous Coal, PC Boiler with HS-ESP 9 Cliffside (3), Gaston (3), Dunkirk (3)
2 Subbituminous Coal, PC Boiler (Dry Bottom) with HS-ESP 6 Cholla3 (3), Columbia (3)
3 Subbituminous Coal, PC Boiler (Wet Bottom) with HS-ESP 6 Platte (3), Presque Isle 9 (3)
4 Subbituminous/ Bituminous Coal, PC Boiler with HS-ESP 3 Clifty (3)
POST-COMBUSTION CONTROLS: FF BAGHOUSES
1 Bituminous Coal, PC Boiler with FF Baghouse 6 Sammis (3), Vamont (3)
2 Bituminous Coal/Pet. Coke, PC Boiler with FF Baghouse (Measurements not valid, disregard) 3 Valley (3)
3 Bituminous/Subbituminous Coal, PC Boiler with FF Baghouse 3 Shawnee (3)
4 Subbituminous Coal, PC Boiler with FF Baghouse 6 Boswell 2 (3), Comanche (3)
POST-COMBUSTION CONTROLS: MISCELLANEOUSPM CONTROLS
1 TX Lignite, PC Boiler with CS-ESP and FF (COHPAC) 6 Bigbrown (3), Monticello 1-2 (3)
2 Subbituminous Coal, PC Boiler with PM Scrubbers 3 Boswell 3 (3)
POST-COMBUSTION CONTROLS: DRY FGD SCRUBBERS
1 Bituminous Coal, PC Boiler with DSI and CS-ESP 3 Washington (3)
2 Subbituminous Coal, PC Boiler with CS-ESP/SDA 9 GRDA (3), Laramie 3 (3), Wyodak (3)
3 Bituminous Coal, PC Boiler with SDA/FF 3 Mecklenburg (3)
4 Bituminous Coal, PC Boiler with SCR and SDA/FF 6 Logan (3), SEI (3)
5 Subbituminous Coal, PC Boiler with SDA/FF 9 Craig 3 (3), Rawhide (3), NSP Sherburne (3)
6 ND Lignite, PC Boiler with SDA/FF 6 Antelope Valley (3), Stanton 10 (3)
7 Bituminous Coal, Stoker with SDA/FF 3 Dwayne Collier (3)
POST-COMBUSTION CONTROLS: WET FGD SCRUBBERS
1 Bituminous Coal, PC Boiler with PS and Wet FGD Scrubbers 3 Bruce Mansfield (3)
2 Subbituminous Coal, PC Boiler with PS and Wet FGD Scrubbers 12 Boswell 4 (3), Cholla2 (3), Colstrip (3), Lawrence (3)
3 ND Lignite, PC Boiler with PS and Wet FGD Scrubbers 3 Lewis and Clark (3)
4 Bituminous Coal, PC Boiler with CS-ESP and Wet FGD Scrubbers 6 AES Cayuga (3), Big Bend (3)
5 Subbituminous Coal, PC Boiler with CS-ESP and Wet FGD Scrubbers 9 Jim Bridger (3), Laramie River 1 (3), Sam Seymore (3)
6 TX Lignite, PC Boiler with CS-ESP and Wet FGD Scrubbers 6 Monticello 3 (3), Limestone (3)
7 Bituminous Coal, PC Boiler with HS-ESP and Wet FGD Scrubbers 6 Charles Lowman (3), Morrow (3)
8 Subbituminous Coal, PC Boiler with HS-ESP and Wet FGD Scrubbers 12 Coronado (3), Craig 1 (3), Navagjo (3), San Juan (3)
9 Bituminous Coal, PC Boiler with FF and Wet FGD Scrubber 6 Clover (3), Intermountain (3)
CYCLONE-FIRED BOILERS
1 Lignite, Cyclone Boiler with CS-ESP 2 Leland Olds (2)
2 Subbituminous Coal/Pet. Coke, Cyclone Boiler with HS-ESP 3 Nelson Dewey (3)
3 Lignite, Cyclone Boiler with Mechanical Collector 3 Bay Front (3)
4 Lignite, Cyclone Boiler with SDA/FF 2 Coyote (2)
5 Bituminous Coal, Cyclone Boiler with PS and Wet FGD Scrubbers 3 Lacygne (3)
6 Bituminous Coal, Cyclone Boiler with CS-ESP and Wet FGD Scrubbers 3 Bailly (3)
FLUIDIZED-BED COMBUSTORS
1 Lignite, FBC with CS-ESP 3 R.M. Heskett (3)
2 Anthracite Coal Waste, FBC with FF 3 Kline Township (3)
3 Bituminous Coal Waste, FBC with FF 3 Scrubgrass (3)
4 Bituminous Coal/Pet. Coke, FBC with SNCR and FF 3 Stockton Cogen (3)
5 Subbituminous Coal, FBC with SCR and FF 3 AES Hawaii (3)
6 Lignite, FBC with CS-FF 3 TNP (3)

The effects of filtered solids on afilter in the OH sampling train are shown in Figure 6-4.
These test results were obtained from pilot-scale coa combustion experiments conducted by the
DOE Federal Energy Technology Center (FETC) [now the National Energy Technology

Laboratory (NETL)]. The OH sampling train speciation data shown in Figure 6-4 were

collected simultaneously in two different manners. In the first, tests designated by the symbols
OH-n (n=1, 2, 3...), samples were collected by running the sampling train in the prescribed
method by collecting an isokinetic sample with the probe nozzle facing upstream. In the second
manner, tests designated by MOH-n (n=1, 2, 3, ...) were run with the probe nozzle facing

downstream so that the PM entering the train would be minimal?.
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Figure 6-4. Effect of OH samplefilter solids on Hg speciation.

The results of these experiments show that, for each of the simultaneous runs, the values of
Hgr can be considered to be equal when taking into account sample variations resulting from the
imprecision of the OH Method. However, the samples taken with the probe facing upstream
indicated higher concentrations of Hg, and Hg?* than the samples with the nozzles facing
downstream. This provides evidence that PM collected on thefilter of the train facing upstream
resulted in the oxidization and adsorption of Hg as flue gas passed through the sampling train.
This and other evidence indicate that in some cases the use of the OH Method to collect
speciation samples upstream of PM control devices provides questionable results’.

6.6 FUEL, BOILER, AND CONTROL TECHNOLOGY EFFECTS

Based on current understanding of speciation and capture of mercury, it is believed that
the ICR data represent a number of subpopulations corresponding to fuel-boiler-control
combinations. Sections 6.6 and 6.7 provide an interpretation of physical and chemical
phenomena that can be used to characterize the roles that coal, combustion, and flue gas
cleaning variables play in the speciation and capture of Hg. Section 6.8 provides a summary
of national emission estimates that were based on data described in Sections 6.6 and 6.7.
Conclusions are provided in Section 6.9.

The interpretations in Sections 6.6 and 6.7 are based on previous bench-, pilot-, and
full-scale tests, plus a number of different modeling efforts related to speciation and capture of
Hg in coal-fired boilers. While we have attempted to provide an internally consi stent
interpretation of the data, some of the observed results are inconsistent with the current
theories on the behavior of Hg. In these instances, either our interpretations may be incorrect
and other factors may account for the apparent discrepanciesin results, or the data may be
incorrect. It isbelieved that some discrepancies result from questionable OH Method or from
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errors in reporting test results.

The evaluation of ICR Phase |1l dataindicates that air pollution control technologies
now used on coal-fired utility boilers exhibit levels of control that range from 0 to 99 percent
reduction of Hgr. Thelevel of control varies with the coal, combustion conditions, and flue
gas cleaning methods used at individual sites. In some instances, there is substantial variation
in the three tests conducted at individual sites. The run-to-run variations at any given site can
result from actual variations in emissions or with problems associated with the measurement
method.

The OH Method is relatively complex, and measurement method problems can result
from errors that occur:

* during the collection of samples,

* inextracting samples from the sampling train,

» from the chemical extraction of Hg from the nozzle and probe wash, from the sample
train filter, and from the different impingers,

e from Hganalysis, and

» from data reduction and transcription.

Some errors are inevitable in spite of the best efforts of everyone involved in the measurement
process.

In statistical terms, the OH data represent a very small number of samples of the
underlying population. Each individual test represents the average of flue gas concentration of
speciated Hg during a short “snapshot” in time. Run-to-run variations at any given site result
from temporal variationsin coal properties, combustion conditions, and emission control
technology process conditions. There are also site-to-site variations within a given coal-
boiler-control class and variations between classes. Even considering these sample population
variations, the ICR data provide a great deal of information, when evaluated in the context of
current knowledge on the behavior of Hg in coal-fired electrical generating units.

Table 6-5 shows differences in the average reduction in Hgr emissions for coal-boiler-
control classes that burn pulverized coal. Plantsthat employ only post-combustion PM
controls display class average Hgr emission reductions ranging from 1 to 90 percent. Units
with FFs obtained the highest average levels of control. Decreasing average levels of control
were generally observed for units equipped with a CS-ESP, HS-ESP, and PS. For units
equipped with dry scrubbers, the class average Hgr emission reductions ranged from 2 to 98
percent. The estimated class average reductions for wet FGD scrubbers were similar and
ranged from 10 to 98 percent.

For PC-fired boilers, the amount of Hg captured by a given control technology is
greater for bituminous coal than for either subbituminous coa or lignite. For example, the
average capture of Hg based on OH inlet measurements in PC-fired plants equipped with a
CS-ESPis 36 percent for bituminous coal, 9 percent for subbituminous coal, and 1 percent for
lignite.
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Table 6-5

Average Mercury Capture by Existing Post-combustion Control
Configurations Used for PC-fired Boilers

Post- Post-combustion | Average Mercury Capture by Control Configuration
Cocr:nblistilon c EtmilssliDon' Coal Burned in Pulverized-coal-fired Boiler Unit
ontro ontrol Device - -
Strategy Configuration Bituminous Coal SUbbg%ZmOUS Lignite
CS-ESP 36 % 3% -4 %
HS-ESP 9% 6 % not tested
PM Control Only == 90 % 2% not tested
PS not tested 9% not tested
PM Control and SDA+ESP not tested 35% not tested
Spray Dryer SDA+FF 98 % 24 % 0%
Adsorber SDA+FF+SCR 98 % not tested not tested
PS+FGD 12% -8% 33%
PMvggt”ég:Da”d CSESP+FGD 74 % 29 % 44 %
HS-ESP+FGD 50 % 29 % not tested
System(a)
FF+FGD 98 % not tested not tested

(a) Estimated capture across both control devices

CS-ESP = cold-side electrostatic precipitator
FF =fabricfilter
SDA = spray dryer adsorber system

HS-ESP = hot-side electrostatic precipitator
PS = particle scrubber

6.6.1 Coal Effects

While OH speciation measurements may not provide an accurate characterization of
the speciation at the inlet sampling location, transformations within the sampling train provide
an indication of the fly ash reactivity, and potential for Hg adsorption. SPFsfor selected coal-
boiler-control classes are summarized in Table 6-6. The datain Table 6-6 are class average
SPFsfor PC-fired boilers at the inlet and outlet sampling locations. Data are shown for
bituminous, subbituminous, ND lignite, and TX lignite. Relatively high levels of SPF, at the
inlet indicate that the Hg was either present as Hg,, in the flue gas, or it was readily absorbed
by fly ash on the sampling train filter. Relatively high levels of Hg?* at the inlet indicate that
Hg at the inlet sampling location was either already oxidized or oxidized as the flue gas passed
through the sampling train. Relatively high levels of measured Hg' indicate that there were
relatively high levels of Hg® in theinlet flue gas.

The units burning bituminous coal exhibited relatively high levels of SPF, and SPF 2
intheinlet samples. It ishypothesized that high levels of SPF,+ SPF*, or alternatively low
SPF, in the inlet sampling train indicates a high probability that Hg can be readily captured in
downstream APCD(s). For the bituminous-coal-fired units, values of SPF, and SPF % ranged
from 0.03 to 0.92, while values of SPF° ranged from 0.01 to 0.37. The HS-ESP unit exhibited
the highest level of HgP followed by units equipped with SDA/FF systems. HS-ESP units
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operate at temperatures where HgC is not easily oxidized or captured. The SDA/FF units
exhibited a 98 percent capture of Hgr and the relative concentrations of the SPF** and SPF°
measurements at the stack sampling location were 0.22 and 0.77, respectively. This could
result from the efficient capture of Hg?* in these units.

The PC-fired units burning subbituminous coal exhibit inlet SPF° values ranging from
0.44 t0 0.84. The summed SPF, + SPF** values for the CS-ESP and HS-ESP units were
similar. Both of these classes of units exhibited Hgr captures of 9 percent. The moderately
low Hgr captures for the SDA/ESP (38 percent) and SDA/FF (25 percent) are reflected by the
summed inlet SPF, + SPF 2 values for these units. The units with FF systems (72 percent
average capture) had measured average inlet SPF° values of 44 percent.

There were a limited number of tests for unitsfiring lignite. The units burning ND
lignites tend to have a higher SPF° values than units burning TX lignites. The CS-ESP units
burning ND lignite exhibited an average inlet SPF° value of 0.98. While there was no
comparable test unit that fired TX lignite, a unit equipped with a CS-ESP + FF exhibited an
average inlet SPF° of 0.60. While the inlet measurements for the CS-ESP + FF unit were
taken downstream of the CS-ESP, a higher SPF° would have been expected if the TX lignite
were to provide similar speciation results as the ND lignite. Moderate to average SPF° values
(0.47) were aso noted for the CS-ESP + wet FGD unitsusing TX lignite. Inlet measurements
for these units were a'so made downstream of a CS-ESP.

The similarities between inlet and outlet SPF values can aso be used to identify
instances where the measured inlet speciation values provide a good estimate of the true Hg
speciation in the flue gas at the inlet sampling location. Units with similar inlet and outlet
SPFs are identified by an () in Table 6-6. These cases correspond to tests in which the
capture of Hgr is < 25 percent for many of the units firing subbituminous coals and ND
lignite (e.g., comparison of the respective inlet and outlet values for SPF).
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Table6-6
Effects of Coal and Control Technology Inlet and Outlet SPF
and Capturefor PC-fired Boilers

Inlet Outlet % Red
Coal-Control Class SPF, | SPF*| SPF°| SPF, | SPF** | SPF° | Hgr

Bituminous

CSESP 0.35 0.58 0.07 0.02 0.78 0.20 36
SNCR and CS-ESP 0.92 0.03 0.05 0.20 0.35 0.45 91
HS-ESP (a) 0.09 0.53 0.37 0.04 0.59 0.37 9
FF 0.92 0.04 0.04 0.01 0.52 0.47 90
SDA/FF 0.59 0.28 0.15 0.01 0.22 0.77 98
SCR and SDA/FF 0.82 0.17 0.01 0.05 0.46 0.48 98

Subbituminous

CSESP (a) 0.05 0.25 0.70 0.00 0.31 0.69 3

HS-ESP (a) 0.02 0.15 0.83 0.00 0.17 0.83 6

FF 0.33 0.23 0.44 0.01 0.87 0.12 72

SDA/ESP 0.13 0.26 0.61 0.00 0.05 0.94 35

SDA/FF (a) 0.01 0.06 0.84 0.01 0.05 0.94 24
ND Lignite

CSESP (a) 0.01 0.01 0.98 0.00 0.04 0.96 -4

SDA/FF (a) 0.03 0.04 0.93 0.00 0.03 0.97 0
TX Lignite

CSESP+FF 0.09 0.31 0.60 0.00 0.70 0.30 NA

CSESP + Wet FGD 0.00 0.52 0.47 0.01 0.14 0.85 44

(@ Unitswith similar inlet and outlet SPF values.

6.6.2 Control Technoloqy Effects

Control technology effects are inseparable from coal and boiler effects. In the
following sections, post-combustion control technology effects will be evaluated in terms of
the three mgjor types of controls currently used for coal-fired utility boilers: PM controls, dry
FGD scrubbing controls, and wet FGD controls. These evaluations will be discussed initially
in terms of control technology and coal effects on PC-fired boilers. The speciation and capture
of Hg from cyclone-fired combustors, FBCs, and IGCC units will then be discussed.

A summary of test results for each of the coal-boiler-control classes for which ICR Hg
emission data were collected isgiven in Table 6-7. The datainclude information on the
number of tests for each class, the average emission factors for Hgp, Hg?*, HgP, and Hgr, and
the average and range of Hgr emission reductions.
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Table 6-7
Average Mercury Emission Factors and Percent Reduction for Coal-boiler-control Classes

2¢9

No. No. of Hor, pg/dscm Average Bin EMF (3) Red in Hgr, %
COAL-BOILER-CONTROL CLASS >+ 5
Ea Group Tests Inlet Outlet Hg, Hg Hg Hgr Range Ave.
POST-COMBUSTION CONTROLS: COLD-SIDE ESPs
1 Bituminous Coal, PC Boiler with CS-ESP 21 13.82 10.31 0.04 048 0.15 0.64 81.01-0.00 36.03
2 Bituminous Cod and Pet Coke, PC Boiler and CS-ESP 6 447 1.73 0.01 0.19 0.20 0.40 70.84 - 50.29 60.14
3 Bituminous Coal, PC Boiler with SNCR and CS-ESP 3 4.41 0.41 0.02 0.03 0.04 0.09 93.06 - 87.07 90.90
4 Subbituminous Cod, PC Boiler with CS-ESP 9 10.05 9.57 0.00 0.31 0.66 0.97 17.46 - (1)0.10 8.75
5 Subbituminous’ Bituminous Coa, PC Boiler with CS-ESP 3 6.79 5.36 0.00 0.20 0.59 0.79 35.63-8.71 21.33
6 Lignite, PC Boiler with CS-ESP 3 11.67 12.06 0.00 0.04 1.00 1.04 4.42-0.00 147
POST-COMBUSTION CONTROLS: HOT-SIDE ESPs
1 Bituminous Coal, PC Boiler with HS-ESP 9 9.07 7.95 0.05 0.53 0.33 0.91 42.51 - 0.00 15.09
2 Subbituminous Cod, PC Bailer (Dry Bottom) with HS-ESP 6 9.12 841 0.00 0.16 0.77 0.94 27.34-0.00 8.80
3 Subbituminous Cod, PC Bailer (Wet Bottom) with HS-ESP 6 10.63 10.92 0.00 0.09 0.95 1.03 26.93 - 0.00 4.50
4 Subbituminous/ Bituminous Cod, PC Bailer with HS-ESP 3 14.51 9.57 0.02 0.32 0.32 0.66 36.99 - 29.51 34.03
POST-COMBUSTION CONTROLS: FF BAGHOUSES
1 Bituminous Cod, PC Boiler with FF Baghouse 6 8.13 0.64 0.00 0.07 0.03 0.10 93.04 - 84.15 89.67
2 Bituminous Coal/Pet. Coke, PC Boiler with FF Baghouse (M easurements not valid, disregard) 3 2.20 231 0.02 0.77 0.19 0.98 5.67-(-)25.15 -6.73
3 Bitumi nous/Subbituminous Cod, PC Boiler with FF Baghouse 3 4.61 1.38 0.00 0.13 0.16 0.30 72.62 - 66.73 69.95
4 Subbituminous Coa, PC Boiler with FF Baghouse 6 7.80 242 0.00 0.24 0.04 0.28 87.45 - 52.67 72.43
POST-COMBUSTION CONTROLS: MISCELLANEOUS CONTROLS
1 TX Lignite, PC Bailer with CS-ESP and FF (COHPAC) 6 50.05 59.65 0.00 0.75 0.40 115 28.69 - 0.00 4.93
2 Subbituminous Cod, PC Boiler with PM Scrubbers 3 6.18 5.63 0.00 0.01 0.90 0.91 13.81-5.25 8.74
POST-COMBUSTION CONTROLS: DRY FGD SCRUBBERS
1 Bituminous Coal, PC Boiler with DSl and CS-ESP 3 17.03 9.32 0.00 0.37 0.18 0.55 52.61 - 40.68 44.89
2 Subbituminous Cod, PC Bailer with CS-ESP/SDA 9 12.64 7.78 0.01 0.05 0.99 1.04 62.53 - 0.00 37.94
3 Bituminous Coal, PC Boiler with SDA/FF 3 13.59 0.24 0.00 0.00 0.02 0.02 99.23-96.91 97.91
4 Bituminous Cod, PC Boiler with SCR and SDA/FF 6 15.22 0.28 0.00 0.01 0.01 0.02 98.72 - 96.56 98.05
5 Subbituminous Cod, PC Boiler with SDA/FF 9 9.56 7.39 0.01 0.03 0.72 0.76 47.31-0.00 25.40
6 ND Lignite, PC Boiler with SDA/FF 6 9.65 9.69 0.00 0.04 0.96 1.00 8.49-0.00 1.95
7 Bituminous Coal, Stoker with SDA/FF 3 2.39 0.14 0.01 0.01 0.03 0.06 95.43-92.84 94.25

(continued)
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Average Mercury Emission Factors and Percent Reduction for Coal-boiler-control Classes

Table 6-7 (cont’d)

No. No. of Hgr, pg/dscm Average Bin EMF (a) Red in Hgt, %
Ea Group COAL-BOILER-CONTROL CLASS Tests Inlet Outlet Hg, Hg2+ Hg0 Hgr Range Ave.
POST-COMBUSTION CONTROLS: WET FGD SCRUBBERS
1 Bituminous Coal, PC Boiler with PS and Wet FGD Scrubbers 3 11.15 9.75 0.00 0.17 0.70 0.88 14.94-7.42 12.39
2 Subbituminous Coal, PC Boiler with PS and Wet FGD Scrubbers 12 6.30 6.42 0.02 0.06 1.00 1.08 74.27-0.00 10.15
3 ND Lignite, PC Boiler with PS and Wet FGD Scrubbers 3 23.64 15.09 0.00 0.02 0.65 067 50.75-8.81 3277
4 Bituminous Coal, PC Boiler with CS-ESP and Wet FGD Scrubbers 6 7.77 2.64 0.00 0.03 0.31 0.34 76.06-64.01 70.68
5 Subbituminous Coal, PC Boiler with CS-ESP and Wet FGD Scrubbers 9 11.22 8.24 0.00 0.02 0.72 0.75 57.53-1.51 26.78
6 TX Lignite. PC Boiler with CS-ESP and Wet FGD Scrubbers 6 44.03 25.00 0.00 0.08 0.48 0.56 56.07-21.31 4373
7 Bituminous Coal, PC Boiler with HS-ESP and Wet FGD Scrubbers 6 10.46 5.83 0.01 0.18 0.39 0.58 59.20-27.96 44.63
8 Subbituminous Coal, PC Boiler with HS-ESP and Wet FGD Scrubbers 12 512 3.74 0.01 0.03 0.74 0.78 41.48 - (-)16.05 18.17
9 Bituminous Coal, PC Boiler with FF and Wet FGD Scrubbers 6 1.88 0.50 0.01 0.08 019 0.28 98.95-96.78 97.80
CYCLONE-FIRED BOILERS
1 Lignite. Cyclone Boiler with CS-ESP 2 6.80 5.60 0.00 0.16 077 093 33.26-0.00 16.63
2 Subbituminous Coal/Pet. Coke, Cyclone Boiler with HS-ESP 3 277 3.00 0.02 0.08 1.00 111 0.13-0.00 0.04
3 Lignite Cyclone Boiler with Mechanical Collector 3 3.33 4,98 0.25 0.76 0.56 157 0.34-0.00 0.11
4 Lignite. Cyclone Boiler with SDA/FF 2 17.82 16.34 0.00 0.01 0.90 091 11.81-548 8.64
5 Bituminous Coal, Cyclone Boiler with PS and Wet FGD Scrubbers 3 9.88 7.57 0.01 0.04 0.72 0.77 24.53-22.17 23.29
6 Bituminous Coal, Cyclone Boiler with CS-ESP and Wet FGD Scrubbers 3 5.61 311 0.00 0.06 0.49 0.55 54.95-54.11 54.43
FLUIDIZED-BED COMBUSTORS (FBCs)
1 Lignite, FBC with CS-ESP 3 10.46 5.95 0.03 0.06 0.53 0.62 54.49 - 11.09 38.29
2 Anthracite Coal Waste, FBC with FF 3 44.69 012 0.00 0.00 0.00 0.00 99.74-99.73 90.74
3 Bituminous Coal Waste, FBC with FF 3 128.83 0.13 0.00 0.00 0.00 0.00 99.92 - 99.85 99.89
4 Bituminous Coal/Pet. Coke, FBC with SNCR and FF 3 224 0.12 0.01 0.02 0.02 0.06 96.09 - 92.16 94.25
5 Subbituminous Coal, FBC with SCR and FE 3 171 073 0.00 0.01 041 043 6491 -51.35 5137
6 Lignite, FBC with CS-FF 3 35.98 1511 0.00 0.31 0.12 0.43 61.88 - 54.07 57.05

() See Section 6.5.2 for discussion of emission factors.




6.6.3 Post-combustion PM Controls

In 1999, 72 percent of the coal-fired electric utility boilersin the U.S. used post-
combustion controls that consisted only of PM controls. The Phase | ICR revealed that there
were 890 units that used only post-combustion PM controls. Thisincluded 791 units using
either CS- or HS-ESPs and 80 units that used FF baghouses. The number of boiler unitsin the

U.S. equipped only with PM controlsis shown in Table 6-8 along with the number of test
unitsin each PM control category.

Table 6-8
Number of Coal-fired Utility Boilers Equipped with Particulate Matter Controls Only

Particulate M atter
Control Number of Units
Utility Industry Test Units
CS- or HS-ESP (a) 791 25
Two ESPsin series 2 2
Fabric Filter 80 12
ESP w/ Fabric Filter 6 2
Particulate Scrubber 5 1
ESP w/ Particulate
Scrubber 4 0
Mechanical Collector 2 1

(a) 14 CS-ESPs and 9 HS-ESPs were tested

6.6.3.1 Cold-side ESPs

A total of 14 PC-fired units equipped with CS-ESPs were tested. The types of fuels
that were used in these tests are given in Table 6-9.

Table6-9
Type of Fudl Used in PC-fired Units Equipped with CS-ESP
Type of Fuel No. of Test Units
Bituminous 8
Bituminous & Pet. Coke 2
Subbituminous 3
Subbituminous/Bituminous 1
Total 14

One of the units burning bituminous coal was also equipped with an SNCR system for
NOx control. One cyclone-fired unit that burned lignite was also tested. The results of Hg
emission tests on PC-fired units equipped with a CS-ESP are given in Table 6-10.
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Post-combustion Controls; Cold-side ESPs

Table6-10

Hg Speciation at Inlet and Outlet (g/dscm@ 3%0,) : % Reduction for OH Train and Coal Data

6-25

Plant ID Run  Hgpln Hgyln Hg° In Hgr In HgrIn Hgp Out Hg2+ Out Hg°Out HG7 Out %RH T %R Hg
No. __ OH OH OH OH Coal OH OH OH OH OH Coal
Bituminous Coal, PC Boiler with CS'ESP
|Brayton Point 1 1 201 3.34 0.32 5.68 6.80 0.77 3.83 0.23 484 14.73 28.86
|Brayton Point 1 2 261 3.69 0.25 6.55 421 0.75 3.19 0.25 418 36.11 0.68
|Brayton Point 1 3 217 350 0.26 5.93 5.01 0.77 3.02 0.24 4,02 32.19 19.64
Average 227 351 0.28 6.05 534 0.76 335 0.24 435 27.68 16.39
|Brayton Point 3 1 314 3.67 0.36 7.17 8.55 0.78 3.18 0.46 443 38.21 48.20
|Brayton Point 3 2 1.83 3.14 0.34 531 5.30 0.96 247 0.37 3.80 28.47 28.27
|Brayton Point 3 3 1.40 3.26 1.60 6.26 558 0.01 343 1.70 5.15 17.70 7.71
Average 212 3.36 0.77 6.25 6.48 0.59 303 0.85 4.46 2813 28.06
Gibson 0300 1 1.94 31.74 4.39 38.08 13.69 0.00 32,03 751 39.54 -3.85 -188.83
Gibson 0300 2 1.25 38.06 292 4223 13.33 0.01 3221 5.80 38.01 9.98 -185.13
Gibson 0300 3 175 44.44 1.65 47.85 1353 0.01 42.87 417 47.05 1.66 -247.76
Average 1.65 38.08 2.99 4272 1352 0.01 35.70 5.83 4154 2.60 -207.24
Gibson 1099 1 5.53 1033 2.34 18.20 14.00 0.03 6.06 5.03 11.12 38.92 20.62
Gibson 1099 2 27.57 378 1.25 32.60 15.09 0.05 8.41 5.00 13.46 58.69 10.76
Gibson 1099 3 4.60 11.02 158 17.20 14.69 0.03 11.03 4.65 15.71 8.68 -6.93
Average 1257 8.38 172 22,67 1459 0.04 8.50 4.90 13.43 35.43 8.15
Meramec 1 7.61 0.49 0.14 8.23 8.46 0.00 0.76 0.80 156 81.01 81.54
Meramec 2 9.34 1.36 0.44 11.15 10.72 0.01 2.20 113 3.35 69.97 68.77
Meramec 3 5.65 1.93 0.62 8.19 5.89 0.00 151 0.79 2.30 71.96 60.99
Average 7.53 1.26 0.40 9.19 8.36 0.00 1.49 0.91 240 74.32 70.43
Jack Watson 1 3.60 1.22 0.92 5.74 4.70 0.05 2.57 1.87 4.49 2171 4.39
Jack Watson 2 491 1.16 0.25 6.32 5.67 0.05 2.99 0.89 3.94 37.70 30.53
Jack Watson 3 4.64 0.60 0.23 5.46 6.20 0.06 292 0.89 388 29.04 37.45
Average 438 0.99 0.47 5.84 552 0.05 2.83 122 4.10 29.48 24.13
Widows Cresk 1 3.36 0.44 0.54 434 311 0.14 1.48 0.78 240 44.75 22,95
Widows Cresk 2 2.98 0.45 0.51 3.94 2.67 0.01 1.28 0.68 1.97 50.00 26.25
Widows Creek 3 2.87 0.47 0.50 383 2.15 0.01 0.65 0.67 1.34 65.11 37.81
Average 307 0.45 0.51 404 264 0.06 114 0.71 1.90 53.29 29.00
Average 4.80 8.00 102 13.82 8.06 0.22 8.00 2.09 1031 35.85 -4.44
Minimum 1.25 0.44 0.14 3.83 215 0.00 0.65 0.23 1.34 -3.85 -247.76
Maximum 2757 44.44 4.39 47.85 15.09 0.96 42.87 751 47.05 81.01 81.54
STDEV 5.62 13.05 1.09 13.86 4.35 0.34 12.01 2.24 13.67 23.90 88.31
Bituminous Coal and Pet Coke, PC Boiler with CS-ESP
Presque Isle 5 1 4.56 0.48 0.14 5.17 4.27 0.01 0.72 1.06 1.80 65.29 57.92
Presque Isle 5 2 3.60 0.66 0.57 4.82 348 0.00 0.82 1.02 1.84 61.87 47.14
Presque Isle 5 3 5.06 0.45 0.12 5.63 3.93 0.02 0.71 0.91 1.64 70.84 58.19
Average 4.40 0.53 0.27 5.21 3.89 0.01 0.75 1.00 176 66.00 54.42
Presque Isle 6 1 273 0.63 0.17 352 2.29 0.06 0.84 0.70 1.60 54.54 30.10
Presque Isle 6 2 297 0.72 0.25 3.94 434 0.03 1.00 0.93 1.96 50.29 54.87
Presque Isle 6 3 2.96 0.62 0.17 3.75 385 0.03 0.73 0.81 157 58.00 59.17
Average 289 0.65 0.20 374 3.49 0.04 0.86 0.81 171 54.28 48.05
Average 3.65 0.59 0.24 447 3.69 0.02 0.81 0.90 173 60.14 51.23
Minimum 273 0.45 0.12 352 2.29 0.00 0.71 0.70 157 50.29 30.10
Maximum 5.06 0.72 0.57 5.63 434 0.06 1.00 1.06 1.96 70.84 50.17
STDEV 0.9 0.11 0.17 0.86 0.75 0.02 011 0.13 0.15 7.44 11.25
(continued)




Table 6-10 (cont’d)
Post-combustion Controls; Cold-side ESPs

Hg Speciation at Inlet and Outlet (ug/dscm@ 3% Oz) : % Reduction for OH Train and Coal Data
Plant ID Run Hgp In Hgyln Hg® In HgrIn Hgr In Hgp Out Hg2+ Out Hg°Out HGr Out %RH T %R Hg T
No. OH OH OH OH Coal OH OH OH OH OH Coal
Bituminous Coal, PC Boiler with SNCR and CS-E
Salem Harbor 1 412 0.32 0.32 4.76 3.44 0.07 0.28 0.27 0.62 87.07 82.11
Salem Harbor 2 400 | 004 0.16 4.29 2.35 0.10 0.07 0.15 0.32 92.57 86.40
Salem Harbor 3 3% | 006 0.15 417 3.27 0.08 0.08 0.14 0.29 93.06 91.16
Average 4.06 0.14 0.21 441 3.02 0.08 0.14 0.19 041 90.90 86.55
Subbituminous Coal, PC Boiler with CS-ESP
Montrose 1 194 | 185 6.00 9.79 44.90 0.03 2.57 5.48 8.08 17.46 82.01
Montrose 2 091 | 252 4.93 8.36 51.99 0.02 2.60 5.94 8.56 -2.31 83.54
Montrose 3 163 | 285 4.68 9.16 47.76 0.02 2.30 5.69 8.01 1254 83.22
Average 1.49 241 5.20 9.10 4821 0.02 249 5.70 8.22 9.23 82.92
George Neal So. 1 017 | am 6.34 11.29 8.96 0.03 4.07 5.47 9.58 15.18 -6.90
George Neal So. 2 007 | 435 8.24 12.66 7.82 0.06 4.60 6.87 11.53 8.89 -47.37
George Neal So. 3 002 | 353 3.77 7.32 10.19 0.02 4.74 6.39 11.15 -52.29 -9.36
Average 0.09 422 6.12 10.42 8.99 0.04 447 6.24 10.75 12.04 2121
Newton 1 004 | 058 9.70 10.32 9.07 0.00 2.26 8.07 10.33 -0.10 -14.00
Newton 2 04 | 063 9.85 1052 8.05 0.00 1.66 713 8.80 16.33 -9.28
Newton 3 008 | 165 9.26 11.00 9.34 0.00 204 8.03 10.07 8.46 -7.82
Average 0.05 0.95 9.61 1061 8.82 0.00 1.99 7.74 9.73 8.23 -10.36
Average 0.54 253 6.98 10.05 2201 0.02 298 6.56 9.57 2.69 17.12
Minimum 0.02 0.58 3.77 7.32 7.82 0.00 1.66 5.47 8.01 -52.29 -47.37
Maximum 1.94 4.78 9.85 12.66 51.99 0.06 4.74 8.07 11.53 17.46 83.54
STDEV 0.76 1.50 2.34 161 19.75 0.02 1.16 1.02 1.30 21.75 50.89
SPF 0.05 0.25 0.69 1.00 1.00 0.00 0.31 0.69 1.00
Subbituminous/ Bituminous Coal, PC Boiler with CS-ESP
St Clair 1 253 | 229 1.97 6.79 16.26 0.01 1.35 301 4.37 35.63 73.13
St Clair 2 287 | 213 1.40 6.39 14.36 0.01 1.39 3.74 5.14 19.65 64.24
St Clair 3 098 | 194 428 7.20 17.71 0.01 1.33 5.24 6.57 8.71 62.89
Average 213 212 2.55 6.79 16.11 0.01 135 4.00 5.36 21.33 66.75
Lignite, PC Boiler with CS-E
Stanton 1 1 0.04 0.15 11.96 12.15 3151 0.04 0.42 11.16 11.62 4.42 63.13
Stanton 1 2 0.13 0.13 10.81 11.06 41.24 0.02 0.43 11.68 1214 -9.70 70.56
Stanton 1 3 0.08 0.05 11.66 11.79 19.94 0.01 0.45 11.97 12.43 -5.41 37.67
Average | 0.08 0.11 11.48 11.67 30.89 0.02 0.44 11.60 12.06 -357 57.12

Thetest units with a CS-ESP display significant run-to-run differences (variations) in
the Hgr (inlet), Hgr (outlet), and % Hgr reduction. These differences may result from the
changing Hgr inlet concentrations, changing boiler and control device operating conditions, or
sampling and analysis problems. Two important variables that affect Hg capture are changes
in Hg inlet concentration and unit operating temperatures.

Run-to-run variations for test units burning bituminous coal in PC-fired boilers
equipped with CS-ESPs are shown in Figure 6-5. While the class average Hgr reduction for
these units was 36 percent, the run-to-run emission reductions in Hgy range from 0 to 81
percent. All inlet and outlet Hgr concentrations for the Widow Creek, Jack Watson, Brayton
3, and Brayton 1 were similar. The Meramec plant exhibited relatively high Hgr reductions as
did run 2 on Gibson 1099. Gibson 0300 exhibited high stack gas concentrations of Hgr, and
run 1 on Gibson 0300 had a higher outlet Hgr concentration than at the inlet. The unit-to-unit
variations in Hgr emission reductions for these same units are shown in Figure 6-6. The
average emission reduction for the seven 3-run tests shown in Figure 6-6 is still 37 percent,
but unit-to-unit emission reductions range from 3 percent for Gibson 0300 to 74 percent for
Meramec. The speciation of Hg for the bituminous coals is predominantly Hg*".
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In Figure 6-6, there are two unit test averages given for Gibson. Both averages are for
the same unit, Gibson 0300. The unit average for Gibson 1099 isfor tests conducted in
October 1999, while the average for Gibson 0300 is for tests conducted in March 2000. The
tests in October and March used coal from the same source. Average unit reductionsin Hgr
for the October and March tests were 35 and 3 percent, respectively. The apparent
discrepancy in the test results led plant engineersto investigate. The investigation indicated
that steam-cleaning of the air preheater during the collection of OH samples was the probable
cause of these inconsistencies.

The Hg speciation and Hgy reductions for PC-fired units equipped with CS-ESPs and
burning subbituminous coal and lignite are shown in Figure 6-7. Hg emission reductions for
the units range from -4 to 12 percent, exhibiting little if any Hg capture. Therelative
concentrations of HgP in the stack gas are higher than those observed for units firing
bituminous coal.
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Total Mercury Concentration,pg/dscm @ 3% O,

Figure 6-5. Inlet and outlet mercury concentrations for bituminous PC-fired boilerswith
CSESP.
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Figure 6-6. Mercury emissions from bituminous-coal-fired PC boilerswith CS-ESP.
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Figure 6-7. Mercury emissions for subbituminous- and lignite-fired PC boilerswith

CS-ESP.
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Run-to-run variations on a given unit can be attributed to operating variables such as
inlet Hg concentrations, operating temperature, soot blowing, reentrainment losses within an
ESP, or the imprecision of the OH Method.

Mercury outlet concentrations can be expressed by:
Hgr (outlet) = Hgyr (inlet) — Hg, (captured in the control device)
+ Hg, (reentrained and escapes the control device)
- Hg® or Hg*" (adsorbed and captured within the control device)
+ Hgp, Hg™", or Hg® (desorbed or is reentrained and escapes capture)

Deposits or captured fly ash between the inlet and outlet sampling location (the stack)
can adsorb or desorb gas-phase Hg, depending on time-dependent changes in the inlet Hg
concentration and operating temperatures downstream of the inlet sampling location.
Temperature effects can be understood by considering the deposits and collected fly ash
between the inlet and stack locations to be a complex system that adsorbs and desorbs Hg. If
the system has reached equilibrium in terms of operating conditions, there will be a constant
relationship between the inlet and outlet concentrations of Hg. Increasesin operating
temperatures within the system can increase the rate at which Hg is desorbed, resulting in
increased outlet concentrations relative to the inlet concentrations. Temperature decreases can
increase Hg adsorption within the system. This can cause a decrease in the Hg outlet
concentrations relative to the inlet concentrations.

Tempora changesin inlet and outlet Hg concentrations are the result of hysteresis or
history effects. Hypothetical changesin Hg reduction for three tests on a single unit that could
occur because of the time lag between changing inlet and outlet Hg concentrations are
illustrated in Figure 6-8. In thisillustration, Hg emission reductions during runs 1, 2, and 3
averaged 30, -15, and 40 percent, respectively. The -15 percent indicates that the measured
outlet Hg concentrations were higher than the inlet concentrations.
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Figure 6-8. Hypothetical effect of inlet and outlet Hgr concentration changeson run-to-
run Hgr capture.

Changes in the fly ash carbon content, changes in unit operating conditions such as
load, and diurnal changes in temperature may aso result in hysteresis effects. The ICR tests
for each unit represent a snapshot in time. Additional OH Method tests or tests with Hg
CEMs are needed over an extended period of time to more fully characterize the effects of
coal, combustion, and control technology variables on stack emissions of Hg.

6.6.3.2 Hot-side ESPs

Eight ICR units that burn pulverized coa and that were equipped with an HS-ESP
weretested. Three of these units burned bituminous coal; four burned subbituminous codl;
and one burned subbituminous and bituminous coal. A ninth, a cyclone-fired unit equipped
with an HS-ESP, burned subbituminous coal and petroleum coke. Hg test datafor the eight
PC-fired unitsare givenin Table 6-11.
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Table6-11
Post-combustion Controls: Hot-side ESPs

Hg Speciation at Inlet and Outlet (ug/dscm@ 3% O,) : % Reduction for OH Train and Coal Data
Plant ID Run Hgp In HgZ+|n Hg° In Hgr In Hgr In Hgp Out Hg2+ Out Hg°Out HG7 Out %RH T %R Hg t
No. OH OH OH OH Coal OH OH OH OH OH Coal
Bituminous Coal, PC Boiler with HS-E
Cliffside 1 0.17 372 331 7.20 5.43 0.41 2.79 3.95 7.14 0.86 -31.58
Cliffside 2 0.09 354 3.33 6.95 3.84 0.10 227 1.95 431 38.00 -12.17
Cliffside 3 0.08 4.15 7.27 11.49 8.80 0.10 3.97 254 6.61 4251 24.94
Average 011 3.80 463 8,55 6.02 0.20 301 281 6.02 27.12 -6.27
Gaston 1 4.28 0.86 2.64 7.77 5.20 0.74 4.70 2.34 7.78 -0.19 -49.56
Gaston 2 2,57 0.71 3.56 6.84 6.27 0.40 5.80 3.47 9.66 -41.37 -54.19
Gaston 3 0.43 3.94 2.83 7.20 4.70 115 473 204 7.92 -10.00 -68.41
Average 2.42 1.84 301 7.27 5.39 0.76 5.08 2,62 8.46 -17.19 -57.39
Dunkirk 1 0.09 8.56 2.82 11.47 10.06 0.21 6.89 3.67 10.77 6.08 -7.09
Dunkirk 2 0.01 8.91 143 10.36 10.30 0.08 4,57 246 7.12 31.27 30.90
Dunkirk 3 0.01 9.15 3.20 12.36 9.65 0.03 6.40 3.82 10.25 17.08 -6.26
Average 0.04 8.87 248 11.40 10.00 0.11 5.95 3.32 9.38 18.14 5.85
Average 0.86 484 338 9.07 7.14 0.36 4.68 292 7.95 9.36 -19.27
Minimum 0.01 0.71 143 6.84 3.84 0.03 2.27 1.95 431 -41.37 -68.41
Maximum 4.28 9.15 7.27 12.36 10.30 115 6.89 3.95 10.77 4251 30.90
STDEV 152 3.8 159 2.30 255 0.37 154 0.80 2,02 26.41 3454
Subbituminous Coal, PC Bailer (Dry Bottom) with HS-ESP,
Cholla3 1 0.07 0.37 1.93 2.37 51.98 0.01 0.51 1.87 2.40 -1.30 95.39
Cholla3 2 051 0.32 0.46 1.28 54.43 0.01 0.01 1.00 1.02 20.42 98.12
Cholla3 3 0.45 0.43 0.61 1.49 40.48 0.01 0.39 1.27 1.67 -12.28 95.87
Average| 034 0.37 1.00 171 48.96 0.01 0.30 1.38 1.70 228 96.46
Columbia 1 0.01 0.93 14.27 15.22 9.85 0.00 2.74 11.71 14.45 5.02 -46.78
Columbia 2 0.01 5.82 13.40 19.24 10.30 0.00 2.16 11.82 13.98 27.34 -35.71
Columbia 3 0.01 0.46 14.65 15.12 10.35 0.00 2.65 12.68 15.34 -1.47 -48.18
Average 0.01 241 1411 16.52 1017 0.00 251 1207 1459 10.30 -43.56
Average 018 1.39 7.55 9.12 2957 0.01 141 6.73 8.14 6.29 26.45
Minimum 0.01 0.32 0.46 1.28 9.85 0.00 0.01 1.00 1.02 -12.28 -48.18
Maximum 0.51 5.82 14.65 19.24 54.43 0.01 2.74 12.68 15.34 27.34 98.12
STDEV 0.23 218 7.21 8.26 21.77 0.00 1.24 5.87 7.09 14.88 76.82
Subbituminous Coal, PC Bailer (Wet Bottom) with HS-ESP
Platte 1 0.03 415 9.82 14.00 11.10 0.01 1.45 8.76 10.23 26.93 7.88
Platte 2 0.02 1.92 11.31 13.25 9.65 0.01 0.78 16.86 17.65 -33.20 -82.85
Platte 3 0.03 4.39 11.63 16.04 6.05 0.01 151 14.90 16.43 -2.40 -171.57
Average 0.03 348 10.92 14.43 8.93 0.01 125 1351 14.77 -2.89 -82.18
Presque Isle 9 1 0.04 0.14 6.70 6.89 9.86 0.00 0.57 6.30 6.88 0.10 30.22
Presque Isle 9 2 0.01 0.14 6.89 7.05 8.92 0.00 0.67 6.74 7.41 -5.23 16.87
Presque Isle 9 | 3| o001 0.10 6.43 6.55 9.91 0.00 0.54 6.38 6.92 -5.76 30.11
Average 0.02 013 6.68 6.83 9.56 0.00 0.59 6.47 7.07 -3.63 2573
Average 0.02 1.80 8.80 10.63 9.25 0.01 0.92 9.99 10.92 -3.26 -28.22
Minimum 0.01 0.10 6.43 6.55 6.05 0.00 0.54 6.30 6.88 -33.20 -171.57
Maximum 0.04 4.39 11.63 16.04 11.10 0.01 151 16.86 17.65 26.93 30.22
STDEV 0.01 2.03 241 4.27 172 0.01 0.44 4.69 491 19.13 82.08
Subbituminous/Bituminous Coal, PC Bojler with HS-ESP
Clifty 3 0.01 341 11.46 14.87 7.84 0.07 5.50 3.80 9.37 36.99 -19.53
Clifty 1 0.40 2.35 1117 13.92 8.02 0.70 3.60 4.67 8.96 3558 -11.78
Clifty 2 0.02 3.58 11.13 14.73 7.66 0.01 5.04 5.34 10.39 2951 -35.57
Average 0.14 311 11.25 14.51 7.84 0.26 471 4.60 9.57 34.03 -22.29

As shown in Figure 6-9, the units that fired bituminous coal exhibited average
emission reductions of 18 percent (Dunkirk), -17 percent (Gaston), and 27 percent (Cliffside).
In Figure 6-10, the HS-ESP units that burned subbituminous coal and lignite exhibit Hg
emission reductions of 2 percent (Cholla), -1 percent (Columbia), -3 percent (Platte), and -6
percent (Presque Isle). Stack concentrations of Hg” were substantially higher for the units
burning subbituminous coal than for those burning bituminous coal.

Hot-side ESPs tend to exhibit poor capture because they operate over atemperature
range where the oxidization and adsorption of Hg® is limited.
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Figure 6-9. Mercury emissions from bituminous-fired PC boilerswith HS-ESP.
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Figure 6-10. Mercury emissions for subbituminous- and lignite-fired PC boilerswith HS
ESP.
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6.6.3.3 FF Baghouses

Six PC-fired units with FF baghouses were tested. The results of one test unit (Valley)
were omitted from the results because of data quality problems. The unit name, type of coal
burned, and reduction in Hgy are given in Table 6-12 for the five units with valid test data.

Table 6-12
Mercury (Hgr) Reduction at PC-fired Unitswith FF Baghouses

Unit Coal Reductlcc))n in Hor,
Y%
Sammis Bituminous 92
Vamont Bituminous 87
Shawnee Bituminous/subbituminous 70
Boswell 2 Subbituminous 83
Comanche Subbituminous 62

Detailed test results for the five unitslisted in Table 6-12 are givenin Table 6-13. The
average run-to-run Hgr reductions for the FF units ranged from 53 to 92 percent. The class
average emission reductions for the two bituminous-coal-fired units was 90 percent, the
average for the single unit that fired bituminous and subbituminous coals was 70 percent, and
the class average for the two units that fired subbituminous coal was 72 percent. There were
generally high stack concentrations of Hg?* for all FF units. Hg® can be oxidized asit passes
through the FF, either from reactions with fly ash on the filter cake or from reactions with bag
filter material. This can lead to relatively low concentrations of Hg® in the stack gas. These
observations may not apply to al bag filter materials, or units that burn either lignite or
subbituminous coal.

6.6.3.4 Comparison of ESPs and FFs

The average unit-to-unit reductionsin Hgr in theinlet and outlet of PC-fired units
equipped with a CS-ESP, HS-ESP, or FF baghouse are shown in Figure 6-11. Stack
concentrations and speciation results are shown in Figure 6-12. SPF results are shown in
Figure 6-13.

The best Hg capture is exhibited for units equipped with a FF (72 to 90 percent
average reductions). Thisisfollowed by units that are equipped with a CS-ESP and that burn
bituminous coal or bituminous coal and petroleum coke (35 to 54 percent average reductions).
Poor capture (-4 to 9 percent average reductions) is shown for all units that are equipped with
aHS-ESP and for units that are equipped with a CS-ESP and burn either subbituminous coal
or lignite. Units, which exhibit poor Hgr capture, display higher SPF° values than units that
have good Hgr capture. In units that burn bituminous coal or bituminous coal and petroleum
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coke, Hg”* constitutes more than half of the total Hg in the stack gas. Thisisaso true for the
unit that is equipped with a FF and burns subbituminous coal.

Table6-13
Post-combustion Controls. FF Baghouses
Hg Speciation at Inlet and Outlet (ug/dscm@ 3% O,) : % Reduction for OH Train and Coal Data
Plant ID Run  Hgpln Hg™ In Hg°In  Hgrin  Hgrin  Hg,Out Hg™ Out Hg°Out HGrOut %RH7 %R Hg 1
No.  OH OH OH OH Coal OH OH OH OH OH Coal

Bituminous Coal, PC Boiler with FF Baghouse
Sammis 1 11.78 0.48 0.61 12.86 6.64 0.01 0.49 0.61 111 91.37 83.28
Sammis 2 15.35 0.50 054 16.38 954 0.01 0.58 055 114 93.04 83.05
Sammis 3 14.62 0.51 0.52 15.65 9.55 0.02 0.51 0.57 1.10 92.97 88.48

Average 13.92 0.50 055 14.97 858 0.01 053 057 112 92.46 86.60
Valmont 1 0.92 0.12 0.18 1.22 0.80 0.00 0.12 0.04 0.16 86.98 80.04
Valmont 2 0.92 0.07 0.14 112 0.44 0.00 0.10 0.02 0.12 89.53 73.26
Valmont 3 1.23 0.10 0.17 151 0.60 0.00 0.21 0.03 0.24 84.15 60.16

Average 1.02 0.10 047 1.29 0.61 0.00 0.14 0.03 047 86.89 71.16
Average 7.47 0.30 0.36 8.13 459 0.01 034 0.30 0.64 89.67 78.88
Minimum 0.92 0.07 0.14 1.12 0.44 0.00 0.10 0.02 0.12 84.15 60.16
Maximum 15.35 051 0.61 16.38 9.55 0.02 0.58 0.61 114 93.04 88.48
STDEV 7.16 0.22 0.22 7.59 4.49 0.01 0.22 0.30 0.52 3.54 10.76
Bituminous Coal/Pet. Coke, PC Boiler with FF Baghouse (M easurements not valid, disregard)
Valley 1 0.04 144 121 2.69 0.95 0.11 2.02 0.41 254 5.67 -165.84
Valley 2 0.05 1.49 0.45 1.99 1.33 0.04 1.55 0.42 2.00 -0.70 -50.84
Valley 3 0.04 1.22 0.67 192 152 0.00 1.89 0.52 241 -25.15 -58.75

Average 0.04 1.38 0.78 2.20 127 0.05 1.82 045 231 -6.73 -91.81
Bituminous/Subbituminous Coal, PC Bojler with FF Baghouse
Shawnee 1 3.18 0.58 0.72 4.48 2.39 0.01 0.63 0.84 1.49 66.73 37.66
Shawnee 2 3.01 0.98 0.66 4.65 4.29 0.02 0.61 0.75 137 7051 68.03
Shawnee 3 3.44 0.57 0.67 4.68 2.66 0.01 0.60 0.68 1.28 72.62 51.82

Average 321 071 0.68 461 311 0.01 061 0.76 1.38 69.95 52,50
Subbituminous Coal, PC Boiler with FF Baghouse
Boswell 2 2 1.99 1.26 1.46 4.71 4.35 0.00 0.35 0.23 0.59 87.45 86.43
Boswell 2 3 0.83 115 2.49 4.46 5.20 0.00 0.58 0.12 0.70 84.32 86.54
Boswell 2 1 2.75 ‘ 1.81 1.60 6.16 8.35 0.07 1.26 0.14 1.47 76.06 82.34

Average 1.85 141 1.85 5.11 597 0.03 073 0.16 0.92 82.61 85.10
Comanche 1 181 ‘ 3.93 5.71 11.46 15.91 0.00 3.33 0.27 3.60 l 68.58 77.37
Comanche 3 527 | 128 367 10.22 14.24 0.00 3.20 0.33 35 | 6552 75.26
Comanche 2 25 | 145 5.77 9.82 17.08 0.00 3.99 0.65 465 | 5267 72.80

Average 323 222 505 10.50 15.74 0.00 351 042 3.92 62.26 7514
Average 254 181 345 7.80 10.86 0.01 212 0.29 242 72.43 80.12
Minimum 0.83 ‘ 1.15 1.46 4.46 4.35 0.00 0.35 0.12 0.59 ‘ 52.67 72.80
Maximum 527 | 39 5.77 11.46 17.08 0.07 3.99 0.65 465 | 8745 86.54
STDEV 1.50 ‘ 1.06 194 3.06 5.59 0.03 157 0.20 172 ‘ 12.91 5.85
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Figure6-11. Mercury emission reductionsfor PC-fired boilerswith ESPs and FFs.
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Figure 6-13. Relative mercury speciation for PC-fired boilerswith ESPs and FFs.

6.6.3.5 Other PM Controls

Other PM control methods that were tested included two units firing TX lignite and
equipped with a CS-ESP followed by a pulse-jet FF baghouse, and one PC-fired unit burning
subbituminous coal and equipped with a PM scrubber (see Table 6-14). The three-run average
Hgr reduction across the PM scrubber on this latter unit was 9 percent.

At the Bigbrown and Monticello units, the inlet and outlet Hg measurements were
made across the baghouse. Thereislittle consistency between three runs for the Monticello
unit, and the data may not be valid. Bigbrown exhibited negligible Hgr capture across the FF.
While some Hg,, and Hg?* may have been captured in the upstream ESP, the low amounts of
fly ash captured in the downstream FF probably account for the lack of Hgr capturein the
baghouse.
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Table 6-14
Post-combustion Controls: Miscalaneous PM Controls

Hg Speciation at Inlet and Outlet (ug/dscm@ 3% O») : % Reduction for OH Train and Coal Data
Plant ID Run Hgp In ng+ln Hg° In Hgr In Hgr In Hg, Out Hg” Out Hg°Out HGt Out %RH %R Hg 1
No. OH OH OH OH Coal OH OH OH OH OH Coal

TX Lignite, PC Boiler with CS-ESP and FF (COHPAC)
Bigbrown 1 2.59 8.35 31.24 4218 50.86 0.01 16.58 25.20 41.80 0.92 17.82
Bigbrown 2 054 | 1037 27.31 38.21 49.95 0.01 17.66 25.47 4313 -12.88 13.65
Bigbrown 3 014 | 1414 21.93 36.21 46.92 0.01 18.49 2212 40.62 -12.20 13.42

Average 1.09 10.95 26.83 38.87 49.24 0.01 17.58 24.26 41.85 -7.68 14.96
Monticello 1-2 1 1597 | 2254 8.82 47.34 53.79 0.17 32.01 158 376 | 2860 37.23
Monticello 1-2 2 037 | 1482 46.29 61.48 54.09 0.11 78.08 14.93 9311 | -5L46 7213
Monticello 1-2 3 797 | 2274 44.19 74.90 84.65 0.08 86.89 18,51 10548 | -40.84 -24.61

Average 8.10 20.03 33.10 61.24 64.18 012 65.66 11.67 77.45 -21.20 -19.83
Average 4.60 15.49 29.96 50.05 56.71 0.07 4162 17.97 59.65 -13.63 244
Minimum 014 | 835 8.82 36.21 46.92 0.01 16.58 158 33.76 -51.46 7213
Maximum 1597 | 2274 46.29 74.90 84.65 0.17 86.89 25.47 105.48 28.69 37.23
STDEV 631 | 603 14.07 15.16 13.94 0.07 32.27 8.99 31.13 26.49 39.61
Subbituminous Coal, PC Bailer with PM_Scrubber
Boswell 3 1 0.01 0.25 6.06 6.32 5.00 0.00 0.05 5.82 5.87 7.16 -17.51
Boswell 3 2 0.01 0.31 6.00 6.32 6.38 0.00 0.06 5.39 5.45 13.81 14.54
Boswell 3 3 006 | 062 5.21 5.89 5.79 0.00 0.06 5.51 5.58 5.25 3.60

Average 0.03 0.39 5.76 6.18 5.72 0.00 0.06 5.57 5.63 8.74 021

6.6.4 Hg Capture in Units with Dry FGD Scrubbers

Thirteen units with dry scrubbing systems were tested. One unit uses dry sorbent
injection in combination with a CS-ESP, three units use SDA/ESP systems, and the
remaining nine units are equipped with SDA/FF systems. Two of the units equipped with
SDA/FFs were a so equipped with a SCR system. Hg emission test results for the dry
scrubber units are summarized in Table 6-15.

At the Port Washington unit, sorbent is injected downstream of the air preheater. OH
inlet measurements were made upstream of the preheater, and outlet measurements were
made in the duct downstream of the CS-ESP. The average capture of Hgr for the Port
Washington dry sorbent injection unit was 45 percent. The SPF** and SPF° values for this
unit fell within the range of values exhibited by PC-fired boilers that are equipped with aCS-
ESP and burn bituminous coal. The three pulverized subbituminous-coa -fired units
equipped with a SDA/ESP system exhibited average Hgr captures of 25 percent (GRDA), 40
percent (Laramie 3), and 41 percent (Wyodak).

As mentioned above, nine units equipped with a SD/FF system were tested. One unit
firing bituminous coal had a Hgr capture of 98 percent. The two units firing bituminous coal
and also equipped with an SCR system had a class average Hgr capture of 99 percent. Three
SDA/FF units fired with subbituminous coal had Hgr captures of 36, 32, and 5 percent.
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Table 6-15
Post-combustion Controls: Dry FGD Scrubbers

Hg Speciation at Inlet and Outlet (ug/dscm@ 3% O,) : % Reduction for OH Train and Coal Data

Plant ID Run Hgp In ng*ln Hg° In Hgr In Hgr In Hg, Out Hgﬂ Out Hg°Out HGr Out %RH T %R Hg +
No. OH OH OH OH Coal OH OH OH OH OH Coal
Bituminous Coal, PC Boiler with DS| and CS-ESP
Washington 1 0.00 433 1163 15.97 13.01 0.00 6.41 3.06 9.47 40.68 27.22
Washington 2 0.00 7.75 11.02 18.77 13.36 0.00 5.84 3.05 8.90 52.61 33.42
Washington 3 0.00 6.40 9.95 16.36 13.33 0.04 6.52 304 9.59 41.37 28.06
Average 0.00 6.16 10.86 17.03 13.24 0.02 6.26 305 9.32 4489 29.56
Subbituminous Coal, PC Boiler with CS-ESP/SDA
GRDA 1 0.13 4.42 7.77 1231 11.22 0.01 155 5.58 7.13 42.06 36.42
GRDA 2 053 297 6.50 9.99 10.73 0.01 1.28 11.12 12.42 -24.23 -15.70
GRDA 3 0.51 8.78 371 13.01 12.24 0.01 0.34 5.41 5.76 55.72 52.94
Average| 039 5.39 5.99 1.7 11.40 0.01 1.06 7.37 8.44 2451 2455
Laramie 3 1 0.03 0.22 0.63 0.88 15.03 0.03 0.10 387 4.00 0.00 73.40
Laramie 3 2 169 0.52 853 10.75 17.67 0.03 0.04 452 458 57.35 74.05
Laramie 3 3 4.55 0.44 9.28 14.27 14.94 0.03 0.04 5.27 5.35 62.53 64.22
Average 2.09 0.39 6.15 8.63 15.88 0.03 0.06 4.56 464 39.9 70.56
Wyodak 1 2.49 3.88 11.63 18.00 4.46 0.05 0.07 9.97 10.09 43.95 -126.38
Wyodak 2 3.05 471 9.42 17.17 6.41 0.05 017 1011 10.32 39.87 -61.16
Wyodak 3 2.25 357 1151 17.34 8.17 0.05 0.25 10.11 10.41 39.99 -27.41
Average 2,60 405 10.85 17.50 6.34 0.05 0.16 10.06 1027 41.27 -71.65
Average 169 3.8 7.67 1264 121 0.03 0.43 7.33 7.78 3525 7.82
Minimum 0.03 0.22 0.63 0.88 4.46 0.01 0.04 387 4.00 -24.23 -126.38
Maximum 4.55 8.78 1163 18.00 17.67 0.05 155 11.12 12.42 62.53 74.05
STDEV 154 272 3.60 5.28 432 0.02 0.57 291 3.06 28.72 70.07
Bituminous Coal, PC Boiler with SDA/F
Mecklenburg 1 11.34 3.40 6.16 20.91 11.52 0.00 0.07 0.09 0.16 99.23 98.60
Mecklenburg 2 5.66 421 0.02 9.89 13.28 0.00 0.07 0.23 0.31 96.91 97.70
Mecklenburg 3 6.90 3.04 0.02 9.96 11.50 0.00 0.01 0.23 0.24 97.60 97.92
Average 7.97 3.55 2,07 1359 12.10 0.00 0.05 0.18 0.24 97.91 98.07
Bituminous Coal, PC Boiler with SCR and SDA/FE
|Logan 1 12.87 7.22 0.21 20.31 18.28 0.02 0.08 0.16 0.26 98.71 98.57
|Logan 2 12.74 4.36 0.35 17.46 18.14 0.02 0.13 0.17 0.32 98.16 98.23
|Logan 3 12.45 459 0.25 17.29 17.51 0.01 0.04 0.17 0.22 98.72 98.74
Average 12.69 5.39 0.27 1835 17.98 0.02 0.09 0.16 0.27 98,53 98,51
SEI 1 1348 0.30 0.14 13.92 11.79 0.01 0.34 0.13 0.48 96.56 95.94
SEI 2 9.47 0.25 0.8 9.90 11.74 0.01 0.09 0.12 0.22 97.79 98.13
SEI 3 12,01 0.25 0.16 12.42 11.97 0.02 0.08 0.11 0.21 98.34 98.28
Average 11.66 0.26 0.16 12,08 11.83 0.01 017 0.12 0.30 97.56 97.45
Average 1217 283 0.22 1522 14.90 0.02 013 0.14 0.28 98.05 97.98
Minimum 9.47 0.25 0.14 9.90 11.74 0.01 0.04 0.11 0.21 96.56 95.94
Maximum 13.48 7.22 0.35 2031 18.28 0.02 0.34 0.17 0.48 98.72 98.74
STDEV 141 298 0.08 3.82 3.38 0.00 0.11 0.03 0.10 0.81 1.03
(continued)
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Table 6-15 (cont’d)
Post-combustion Controls: Dry FGD Scrubbers

Hg Speciation at Inlet and Outlet (ug/dscm@ 3% O») : % Reduction for OH Train and Coal Data

Plant ID Run Hgp In HgZ+|n Hg° In Hgr In Hgr In Hgp Out Hg2+ Out Hg°Out HG7 Out %RH T %R Hg t
No. OH OH OH OH Coal OH OH OH OH OH Coal
Subbituminous Coal, PC Boiler with SDA/FF
Craig 3 1 0.57 0.65 0.20 1.42 1.20 0.00 0.04 0.90 0.94 33.79 21.49
|Craig 3 2 0.92 0.50 0.17 1.60 1.06 0.00 0.04 0.89 0.93 41.83 11.88
Craig 3 3 0.90 0.23 0.12 1.25 0.93 0.00 0.03 0.82 0.86 31.67 7.38
Average 0.80 0.46 0.16 142 1.06 0.00 0.04 0.87 0.91 35.76 1358
Rawhide 1 0.25 1.38 12.46 14.09 8.09 0.12 0.76 10.80 11.68 17.16 -44.36
Rawhide 2 1.92 0.83 12.85 15.59 7.33 0.01 0.69 9.91 10.60 32.03 -44.61
Rawhide 3 3.76 0.46 14.79 19.01 9.24 0.03 0.98 9.00 10.01 47.31 -8.41
Average 1.98 0.89 13.37 16.23 8.22 0.05 0.81 9.90 10.76 32.16 -32.46
NSP Sherburne 1 0.03 0.53 10.92 11.48 8.29 0.12 0.20 8.42 8.74 2381 -5.43
NSP Sherburne 2 0.03 0.23 10.92 11.18 8.27 0.14 0.8 12.09 12.40 -10.94 -49.92
NSP Sherburne 3 0.03 0.19 10.24 10.46 7.73 0.27 0.24 9.84 10.35 1.05 -34.01
Average 0.03 0.32 10.69 11.04 8.10 0.18 0.20 10.12 1050 464 -29.78
Average 0.93 0.56 8.07 9.56 5.79 0.08 0.35 6.96 7.39 24.19 -16.22
Minimum 0.03 0.19 0.12 1.25 0.93 0.00 0.03 0.82 0.86 -10.94 -49.92
Maximum 3.76 1.38 14.79 19.01 9.24 0.27 0.98 12.09 12.40 47.31 21.49
STDEV 123 0.37 6.08 6.63 3.59 0.09 0.36 4.68 497 18.96 27.38
ND L ignite, PC Boiler with SDA/FE
Antelope Valley 1 0.16 0.38 7.80 8.34 13.85 0.01 0.25 omit NA NA NA
Antelope Valley 2 0.21 0.42 7.82 8.45 16.03 0.02 0.79 8.16 8.98 -6.27 44.01
Antelope Valley 3 0.16 0.16 7.67 8.00 12.50 0.02 0.33 6.97 7.32 8.49 41.45
Average 0.18 0.29 7.75 8.22 14.27 0.02 0.56 7.56 8.15 111 4273
Stanton 10 1 022 | o024 10.23 10.70 12.82 0.02 0.40 10.14 1056 1.24 17.63
Stanton 10 2 027 | 036 9.86 10.49 15.63 0.01 0.17 1058 10.76 -254 3115
Stanton 10 3 05 | 069 9.45 10.64 9.45 0.01 0.01 10.81 10.83 -1.77 -14.61
Average 0.33 0.43 9.85 1061 12.63 0.01 0.19 1051 10.72 -1.02 11.39
Average 0.27 0.38 9.01 9.65 13.29 0.02 0.34 9.33 9.69 -017 23.93
Minimum 016 | 016 7.67 8.00 9.45 0.01 0.01 6.97 7.32 -6.27 -14.61
Maximum 050 | 069 10.23 10.70 16.03 0.02 0.79 10.81 10.83 8.49 44.01
STDEV 013 | 020 118 132 2.67 0.01 0.29 1.69 153 5.53 2391
Bituminous, Stoker with SDA/FF
Dwayne Collier 1 2.19 0.03 0.06 2.28 3.37 0.06 0.02 0.08 0.16 92.84 95.16
Dwayne Collier 2 214 | 018 0.42 2.75 348 0.03 0.03 0.09 0.15 94.48 95.64
Dwayne Collier 3 19 | 003 0.11 213 3.29 0.01 0.03 0.06 0.10 95.43 97.04
Average 211 0.08 0.20 2.39 3.38 0.03 0.03 0.08 0.14 94.25 95.95

The average Hgr capturesin two units firing lignite were 1 and -1 percent. A single
stoker-fired boiler burning bituminous coal had atotal average Hg capture of 94 percent.

The reduction in emissions for each SDA test classis shown in Figure 6-14. The
stack concentrations of Hg, Hg?*, Hg®, and Hgy are shown in Figure 6-15 along with the
average total Hgy capture for each SDA class. The relative Hg speciation for the same coal -
fired boiler classesis shown in Figure 6-16. The predominance of Hg’ in the stack emissions

from units fired with subbituminous coal and lignite is attributed to low levels of Hg”

oxidization and the relative ease of Hg** capture.
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Figure 6-14. Mercury control for dry FGD scrubbers.
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Figure 6-15. Mercury speciation for PC boilerswith SDA.
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Figure 6-16. Relative mercury speciation for PC boilerswith SDA.

6.6.5 Hg Capture in Units with Wet FGD Scrubbers

The wet FGD scrubber systems that were tested consisted of units equipped with four
PM control device configurations. These different configurations are expected to have
different effects on the speciation and capture of Hg. These different configurations included
units equipped with a PS, a CS-ESP, an HS-ESP, or a FF baghouse. Inlet and outlet
measurements on the PS + wet FGD units were made across both control devices. Inlet
measurements on the systems with an ESP or FF were made between the PM control device
and the FGD scrubber. Outlet measurements were made in the stack.

A total of 23 units with wet FGD systems were tested. Seven units used PM scrubber
systemsto control particulate emissions, eight used CS-ESPs, six used HS-ESPs, and two
used FF baghouses. Twenty-one of the test units burned pulverized coal. The other two test
units burned bituminous coal in cyclone-fired boilers. One unit was equipped with a PM
scrubber, and the other had a CS-ESP. The number of PC-fired test unitsin each coal-control
classisshown in Table 6-16. (Also see Tables 6-4 and 6-6.)
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Table 6-16
PC-fired Boiler PM Controlsfor Wet FGD Systems

Number of Test Units
PM
Control Totals
Bit. Subbit. | Lignite

PS 1 4 1 6

CS-ESP 2 3 2 7

HS-ESP 2 4 0 6

FF 2 0 0 2
21

The results of emission tests on wet FGD systems are summarized in Table 6-17. The
next to last column in Table 6-17 shows the percent reduction in Hgr across the wet FGD
scrubber as determined by the OH sampling train measurements. The last column isan
estimate of the reduction in Hgr across the PM control device and wet FGD scrubber. These
estimates were made using the class PM average coal-boiler-control EMF that is applicable to
each test unit (see Section 6.5.2).

Class average emission test results for the PC-fired boilers with wet FGD units are
shown in Figures 6-17, 6-18, and 6-19. Each of these figures is based on capture estimates
across the PM control device and wet FGD scrubber combinations. Figure 6-17 shows the
class average stack concentrations of Hg, Hg?*, and Hg®. Figure 6-18 shows the average
inlet and outlet concentrations of Hgr and percent reduction for each class. Figure 6-19
shows the relative mercury speciation for PC-boilers with wet FGD scrubbers.
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Errata Page 6-43, dated 3-21-02

Table 6-17
Post-combustion Controls: Wet FGD Scrubbers

Hg Speciation at Inlet and Outlet (pu g/dscm@3%0,): % Reduction for OH Train and Coal Data
Mo, Hg. N Hg M Hgr m HoT . N0, OUt Hg- Out Mg Out Hdr Out 90K HG7 . 0N HgT |
Plant ID Run No. OH OH OH OH In Coal OH OH OH OH OH Coal

Bituminous Coal, PC Boiler with PS and Wet FGD Scrubber

Bruce Mansfield 1 0.27 8.65 1.58 10.50 10.93 0.04 1.89 7.01 8.95 14.81 18.11
Bruce Mansfield 2 0.73 9.84 2.08 12.65 8.93 0.06 2.73 7.96 10.76 14.94 -20.57
Bruce Mansfield 3 0.27 8.34 1.70 10.31 11.82 0.04 1.22 8.29 9.55 7.42 19.25

Average 0.42 8.94 1.79 11.15 10.56 0.05 1.95 7.76 9.75 12.39 5.60

Subbituminous Coal, PC Boiler with PS and Wet FGD Scrubber

Boswell 4 1 0.11 0.33 5.05 5.48 6.98 0.02 0.10 5.53 5.65 -3.08 19.00
Boswell 4 2 2.98 1.07 1.47 5.53 6.63 0.20 0.44 5.89 6.53 -18.25 141
Boswell 4 3 2.75 0.55 1.16 4.45 7.93 0.28 0.59 5.57 6.43 -44.40 18.91
Average 1.95 0.65 2.56 5.15 7.18 0.17 0.38 5.66 6.21 -21.91 13.11
Cholla 2 1 0.42 0.97 4.68 6.07 6.99 0.15 0.21 3.93 4.29 29.30 38.59
Cholla 2 2 1.11 0.93 2.62 4.66 6.37 0.19 0.14 4.67 5.01 -7.51 21.38
Cholla 2 3 0.41 2.06 2.99 5.46 5.09 0.11 0.14 4.22 4.46 18.29 12.27
Average 0.65 1.32 3.43 5.40 6.15 0.15 0.16 4.27 4.59 13.36 24.08
Colstrip 1 1.78 2.29 1.08 5.15 7.63 0.05 0.42 9.13 9.60 -86.54  -25.89
Colstrip 2 1.94 2.37 6.37 10.68 7.98 0.02 0.45 11.03 11.51 -1.74 -44.19
Colstrip 3 1.63 2.86 5.39 9.88 7.93 0.02 0.39 2.13 2.54 74.27 67.94
Average 1.78 2.51 4.28 8.57 7.85 0.03 0.42 7.43 7.88 -6.67 -0.71
Lawrence 1 0.23 1.65 4.99 6.86 6.24 0.01 0.49 6.37 6.87 -0.07 -10.01
Lawrence 2 0.53 0.63 4.41 5.58 5.47 0.08 0.53 6.71 7.32 -31.14  -33.75
Lawrence 3 0.24 0.65 4.96 5.86 6.03 0.09 0.51 6.20 6.81 -16.21  -12.96
Average 0.33 0.98 4.79 6.10 5.91 0.06 0.51 6.42 7.00 -15.81  -18.91
Average 1.18 1.36 3.76 6.30 6.77 0.10 0.37 505! 6.42 -7.76 4.39
Minimum 0.11 0.33 1.08 4.45 5.09 0.01 0.10 2.13 2.54 -86.54  -44.19
Maximum 2.98 2.86 6.37 10.68 7.98 0.28 0.59 11.03 11.51 74.27 67.94
STDEV 1.02 0.85 1.82 1.96 0.98 0.09 0.17 2.34 2.40 39.47 31.96

ND Lignite, PC Boiler with PS and Wet FGD Scrubber

Lewis and Clark 1 1.15 16.47 11.65 29.27 15.33 0.06 0.50 13.86 14.42 50.75 5.98

Lewis and Clark 2 1.68 13.64 8.43 23.75 15.54 0.00 0.35 14.19 14.55 38.74 6.41

Lewis and Clark 3 1.41 6.28 10.20 17.89 18.96 0.00 0.50 15.81 16.31 8.81 13.94

Average 1.41 12.13 10.09 23.64 16.61 0.02 0.45 14.62 15.09 32.77 8.78
CONTINUED
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Errata Page 6-43b, dated 3-21-02

Table 6-17 (cont'd)

Post-combustion Controls: Wet FGD Scrubbers

Hg Speciation at Inlet and Outlet (p g/dscm@3%0,):

% Reduction for OH Train and Coal Data

TR Ho7 06R HOT
Run HgyIn Hg?In Hg°In Hgrin  Hgr Hg,Out Hg? Out Hg°Out Hgy ~ Wet PM+FGD
Plant ID No. OH OH OH OH In Coal OH OH OH OutOH FGD* *
Bituminous Coal, PC Boiler with CS-ESP and Wet FGD Scrubber
AES Cayuga 2 0.00 6.40 258 8.98 11.87 0.00 0.18 2.70 2.88 67.91  76.06
AES Cayuga 1 0.00 587 2.24 8.11 10.70 0.00 0.36 2.73 3.09 61.88  71.56
AES Cayuga 3 0.00 5,55  2.95 8.50 10.80 0.00 0.18 3.08 3.26 61.63  71.38
Average 0.00 594 259 8.53 11.12 0.00 0.24 2.83 3.08 63.81  73.00
Big Bend 1 0.09 486  2.40 7.34 17.52 0.05 0.21 2.18 2.44 66.70  75.16
Big Bend 2 0.05 492 231 7.29 11.25 0.00 0.12 1.75 1.87 7437  80.88
Big Bend 3 0.02 426 213 6.41 12.01 0.03 0.23 2.05 2.31 64.01  73.15
Average 0.05 468  2.28 7.01 13.59 0.03 0.19 1.99 2.21 68.36  76.39
Average 0.03 531 243 7.77 12.36 0.01 0.22 2.41 2.64 66.08  74.70
Minimum 0.00 426 213 6.41 10.70 0.00 0.12 1.75 1.87 61.63  71.38
Maximum 0.09 6.40 2.95 8.98 17.52 0.05 0.36 3.08 3.26 7437  80.88
STDEV 0.03 0.78  0.30 0.94 2.59 0.02 0.08 0.50 0.53 4.78 3.56
Subbituminous Coal, PC Boiler with CS-ESP and Wet FGD Scrubber
Jim Bridger 1 0.05 249 521 7.74 ocoalflon  0.06 0.25 6.63 6.95 10.32 14.60
Jim Bridger 2 0.44 2.04 5.64 8.12 1ocoalflon  0.05 0.29 6.51 6.85 15.64  19.67
Jim Bridger 3 0.07 1.78  4.50 6.35 10coalflon  0.03 0.20 5.92 6.15 3.06 7.69
Average 0.19 2.10 5.12 7.41 otinclude 0.05 0.25 6.36 6.65 9.68 13.99
Laramie River 1 1 0.25 314 752 1091 1352 0.02 0.29 4.86 5.18 52.57  54.83
Laramie River 1 2 0.04 216 835 1055 1545 0.00 0.12 5.73 5.85 4454 4718
Laramie River 1 3 0.02 3.08 753 1063 1571 0.01 0.03 4.48 4.52 57.53  59.56
Average 0.10 279 7.80 1070  14.90 0.01 0.15 5.02 5.18 51.55  53.86
Sam Seymour 1 0.03 3.00 910 1213  60.48 0.06 0.24 12.25  12.54 1.51 1.51
Sam Seymour 2 0.01 408 1310 17.19  43.20 0.11 0.29 13.33 1374 2390  23.90
Sam Seymour 3 0.01 539 1196 17.35 51.04 0.06 0.35 11.99 1239 3199  31.99
Average 0.01 416 11.38 1556  51.58 0.07 0.29 1253 1289  19.13  19.13
Average 0.10 3.02 810 11.22  33.24 0.04 0.23 7.97 8.24 26.78  28.99
Minimum 0.01 1.78  4.50 6.35 13.52 0.00 0.03 4.48 4.52 1.51 1.51
Maximum 0.44 539 13.10 17.35  60.48 0.11 0.35 13.33 1374 5753  59.56
STDEV 0.15 1.13 294 3.88 20.84 0.03 0.10 3.50 3.59 21.09  20.83
*Note the column title changes from coal to Wet FGD and PM+FGD CONTINUED
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(Intentionally Blank)
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Table 6-17 (cont’d)

Post-combustion Controls: Wet FGD Scrubbers

Hg Speciation at Inlet and Outlet (ug/dscm@ 3%0, ) : % Reduction for OH Train and Coal Data

Plant ID Run  Hgpln Hg™ In Hgln  Hgrin  Hgrin  HgyOut Hg™ Out Hgeout HGrOut %RH+ %R Hg
No.  OH OH OH OH Coal OH OH OH OH Wet FGD _ PM+EGD
TX Lignite, PC Bailer with CS-ESP and wet FGD Scrubber|
Monticello 3 1 0.19 16.49 29.39 46.07 61.96 031 6.50 29.45 36.25 2131 2131
Monticello 3 2 0.11 19.77 28.15 48.03 63.13 0.18 0.44 2552 26.14 4557 4557
Monticello 3 3 0.13 25.83 27.21 53.16 76.52 0.24 7.26 23.10 30.60 42.44 42.44
Average 0.14 20.70 28.25 49.09 67.20 0.24 473 26.02 31.00 36.44 36.44
Limestone 1 0.01 2355 13.38 36.94 14.49 0.04 2,69 15.96 18.69 49.40 49.40
Limestone 2 0.01 2455 1311 37.68 20.84 0.33 3.18 16.23 19.74 47.59 47.59
Limestone 3 0.02 28.15 14.11 42.29 15.29 0.12 127 17.18 18.58 56.07 56.07
Average 0.02 25.42 1354 38.97 16.87 0417 2.38 16.46 19.01 51.02 51.02
Average 0.08 23.06 20.89 44,03 4204 0.20 356 21.24 25.00 4373 4373
Minimum 0.01 16.49 1311 36.94 14.49 0.04 0.44 15.96 18.58 2131 2131
Maximum 0.19 28.15 29.39 53.16 76.52 0.33 7.26 29.45 36.25 56.07 56.07
STDEV 0.07 4.24 8.09 6.28 28.12 011 2.76 5.63 7.32 11.89 11.89
Bituminous Coal, PC Boiler with HS-ESP and wet FGD Scrubber
Charles Lowman 1 264 3.33 2.09 8.06 23.49 0.06 168 3.39 5.13 36.44 44.29
Charles L owman 2 155 398 217 7.69 2150 0.07 1.86 350 5.44 2931 38.03
Charles Lowman 3 3.45 355 2.02 9.01 23.94 0.05 206 3.19 5.30 4118 48.44
Average 255 362 2.09 8.26 2298 0.06 187 3.36 5.29 35,64 4358
Morrow 1 0.05 10.80 441 15.27 5.48 0.05 2,06 5.00 711 53.46 59.20
Morrow 2 0.01 831 4.10 12.42 5.42 0.03 179 450 6.31 49.18 55.45
Morrow 3 0.03 6.98 3.32 10.33 5.38 0.04 112 455 5.71 44.70 51.52
Average 0.03 8.70 3.94 12.67 543 0.04 165 468 6.38 49.11 55.39
Average 1.29 6.16 3.02 10.46 14.20 0.05 176 4,02 5.83 42.38 49.49
Minimum 0.01 3.33 2.02 7.69 5.38 0.03 112 3.19 5.13 2031 38.03
Maximum 3.45 10.80 441 15.27 23.94 0.07 206 5.00 7.11 53.46 59.20
STDEV 1.50 3.05 1.08 201 9.65 0.02 0.35 0.75 0.75 8.74 7.66
Subbituminous Coal, PC Bailer with HS-ESP and wet FGD Scrubber
Coronado 1 0.03 0.99 219 3.20 445 0.02 0.04 356 361 -12.95 -0.87
Coronado 2 0.03 0.82 1.86 271 476 0.08 0.07 1.83 1.98 26.82 34.64
Coronado 3 0.03 1.09 1.87 2.9 3.86 0.11 0.13 308 3.32 -11.30 0.60
Average 0.03 0.9 1.97 296 436 0.07 0.08 282 297 0.86 11.46
Craig 1 1 0.04 0.33 361 3.97 245 0.00 0.13 213 2.26 43.05 49.14
Craig 1 2 0.04 0.29 252 285 2.79 0.00 011 2.09 2.20 22,93 3117
Craig1 3 0.04 0.16 1.99 2.19 2.30 0.01 0.09 203 214 244 12.87
Average 0.04 0.26 271 3.01 251 0.01 0.11 208 2.20 2281 31.06
Navajo 1 0.03 201 355 6.49 437 0.05 0.04 3.67 3.76 42.00 48.20
Navajo 2 0.03 0.45 3.93 441 263 0.02 0.04 379 385 12.65 21.99
Navajo 3 0.03 0.62 3.50 416 263 0.01 0.04 3.77 3.82 8.25 18.06
Average 0.03 133 3.66 5.02 321 0.03 0.04 375 381 20.97 29.42
San Juan 1 0.02 6.25 581 12.08 7.94 0.05 0.45 7.14 7.64 36.74 43.50
San Juan 2 0.08 331 4.6 7.65 8.69 0.08 0.38 479 5.25 31.35 38.69
San Juan 3 0.02 5.07 3.62 8.70 11.00 0.05 0.31 4.66 5.02 4231 48.48
Average 0.04 487 456 0.47 921 0.06 0.38 553 597 36.80 4356
Average 0.03 1.86 3.23 5.12 482 0.04 0.15 354 3.74 20.36 28.87
Minimum 0.02 0.16 1.86 2.19 2.30 0.00 0.04 1.83 1.98 -12.95 -0.87
Maximum 0.08 6.25 5.81 12.08 11.00 011 0.45 7.14 7.64 43.05 49.14
STDEV 0.02 205 119 3.02 2.86 0.04 0.14 152 164 20.32 18.15
Bituminous Coal, PC Boailer with FF and wet FGD scrubber
Clover 1 0.06 1.00 111 217 2921 0.05 0.42 0.42 0.88 59.42 96.78
Clover 2 0.03 111 1.99 3.13 41.19 0.02 0.34 017 053 83.13 98.66
Clover 3 0.08 116 0.62 1.86 49,02 0.06 0.05 0.14 0.25 86.76 98.95
Average 0.06 1.09 124 239 39.81 0.04 0.27 0.24 055 76.43 98.13
Intermountain 1 0.01 101 0.20 1.22 2.00 0.01 0.03 0.25 0.29 76.15 98.11
Intermountain 2 0.01 1.08 0.24 1.33 1.97 0.01 0.07 0.46 054 59.67 96.80
Intermountain 3 0.01 1.36 0.22 1.58 3.09 0.01 0.08 0.41 0.50 68.68 97.52
Average 0.01 115 0.22 1.38 235 0.01 0.06 0.37 0.44 68.16 97.48
Average 0.03 112 073 1.88 21.08 0.03 0.16 031 0.50 72.30 97.80
Minimum 0.01 1.00 0.20 1.22 197 0.01 0.03 0.14 0.25 59.42 96.78
Maximum 0.08 1.36 1.99 3.13 49,02 0.06 0.42 0.46 0.88 86.76 98.95
STDEV 0.03 0.13 071 0.70 21.47 0.02 017 0.14 0.23 11.66 0.92
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Figure6-17. Mercury speciation for PC boilerswith wet FGD.
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Figure 6-18. Mercury emissionsfor PC boilerswith wet FGD.
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Figure 6-19. Relative mercury speciation for PC boilerswith wet FGD.

The best levels of Hgr capture are exhibited by units burning bituminous coa and
equipped with a FF (98 percent), CS-ESP (75 percent), or HS-ESP (50 percent). The higher
capture levels for bituminous-fired boilers equipped with the CS-ESP, HS-ESP, or FF control
devices are consistent with the high levels of Hg” oxidization associated with these coal-boiler
control classes (see Figures 6-12 and 6-13). The very high levels of Hg capture exhibited by
the bituminous-coal-fired boiler units with a FF and wet FGD system can be attributed to high
levels of Hg® oxidization and to the capture or conversion of Hgp and Hg?" as flue gas passes
through the FF cake. Estimates of Hgr capture across the wet FGD and PM + wet FGD
combinations are shown in Table 6-18 for units burning bituminous coal. Detailed datafor
these unitsare given in Table 6-17. The best control is exhibited by wet FGD systems
equipped with a FF followed by units equipped with a CS-ESP and a HS-ESP.

The Hgy capture in one test unit burning bituminous coal and equipped with a PM

scrubber + wet FGD system averaged 12 percent. Hg at the outlet of the scrubber was
predominantly Hg".
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Table 6-18
Wet FGD Scrubbers Burning Bituminous Coal

Controlsand Test Unit | Reduction in Hgr, %
FF + Wet FGD FGD PM + FGD
Clover 76 98
Intermountain 68 97
Average 72 98
CS-ESP + Wet FGD
Big Bend 68 76
AES Cayuga 64 73
Average 66 75
HS-ESP + Wet FGD
CharlesR. Lowman 36 44
Morrow 49 55
Average 43 50

The estimated capture of Hgy in wet FGD units burning subbituminous coalsis given
in Table 6-19. The four PS units were Boswell 4, Cholla 2, Colstrip, and Lawrence. Theinlet
and outlet Hgr data appeared reasonable except for runs 1 and 2 on Colstrip. All testson
Lawrence and Boswell 4 had Hgr outlet concentrations higher than the corresponding Hgr
inlet concentrations. Cholla 2, which had Hgr emission reductions ranging from -8 to 29
percent, appeared to exhibit hysterisis effects. One unit, Lewis and Clark, burned aND
lignite. Thisunit also appeared to exhibit hysterisis effects, with successive Hgy reductions
for the three tests of 51, 39, and 9 percent. The declining reductionsin Hgr capture were
mirrored by inlet reductions of Hgr and Hg™".

The erratic nature and differences in capture for the CS-ESP units are probably due to
differences in the subbituminous coals being burned and the differences in the scrubber
operating conditions. Except for the Coronado tests, the test results on HS units were fairly
consistent. It isnot known whether the sampling and analysis results from the Coronado unit
areincorrect or whether differencesin the coa and operating conditions caused the lower Hgr
capture results.
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Table 6-19
Wet FGD ScrubbersBurning Subbituminous Coal

Controls Reduction
and Test Unit in Hgr, %
PS+ Wet FGD FGD PM + FGD
Boswell 4 NA -22
Cholla2 NA 13
Colstrip NA -7
Lawrence NA -16
Average -8
HSESP + Wet FGD
Coronado 1 11
Craig 1 23 31
Navgo 21 29
San Juan 37 44
Average 20 29
CS-ESP + Wet FGD
Jim Bridger 10 14
Laramie 1 52 54
Sam Seymour 19 19
Average 27 29

Two units, burning TX lignite and equipped with a CS-ESP, exhibited average Hgr
captures of 46 percent (see Table 6-20). The SPF** for limestone was 0.65 and the SPF** for
Monticello 3 was 0.42, indicating moderately high relative concentrations of Hg?* at the
scrubber inlets of these two units. TX lignites appear to have a higher oxidization and capture
potential than ND lignites.
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Table 6-20
Wet FGD ScrubbersBurning TX Lignite
Controlsand Test Unit Reduction in Hgr, %

CS-ESP + Wet FGD FGD PM + FGD*

Limestone 51 51

Monticello 3 36 36

Average 44 44

* Estimated

6.6.6 Potential Effects of Post-combustion NOx Controls

Post-combustion NOy controls convert NOx in the boiler flue gases to molecular
nitrogen and water using a catal ytic process (selective catalytic reduction) or a noncatal ytic
process (selective noncatal ytic reduction). For both processes, a reducing agent (usually
ammonia) isinjected into the boiler flue gas at a point upstream of any post-combustion PM
or SO, control device. A limited amount of datais availablein the ICR Hg emission database
regarding the potential effects of these post-combustion NOx controls on Hg capture. These
dataare presented in Table 6-21. Test results for pulverized-coal boilers burning bituminous
coa with either SNCR or SCR systems are compared to the results of tests on similarly
controlled units that do not use post-combustion NOx controls.

Table 6-21
Potential Effects of Post-combustion NOx Control Technologieson Mercury Capturein
PC-fired Boilers Burning Bituminous Coal

Number of
] . Post- Pulverized- Average Mercury
Posth(g)r:?rb(;:tlon combustion coal-fired Capture by Control
NOyx Control Boiler Units Configuration
Tested

none 6 36%

CSESP SNCR 1 91%

none 2 98%

SDA + FF SCR 1 98%

Tests on the single pulverized-coal boiler unit using a CS-ESP with SNCR shows an
average Hg capture that is significantly higher than the six units tested with a CS-ESP using
no post-combustion NOyx controls (91 percent with SNCR versus 36 percent without SNCR).
It was reported that the fly ash from the boiler unit using SNCR contained unusually high
levels of carbon. Because data are available only for this one test, it is not known whether
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the high levels of Hg capture indicated by the test results are attributable to the high fly ash
carbon content, the use of an SNCR system, a combination of both, or some other site-
specific factor.

A comparison of tests for pulverized-coal boiler units using an SDA with an FF
shows no discernable difference in Hg capture with or without the use of an SCR for post-
combustion NOx control. An average Hg capture of 98 percent was measured by the tests on
the one unit equipped with an SCR compared to 98 percent Hg capture for the two similar
units without SCR systems. Because of the very high levels of Hg capture by all of the tested
control configurations, it is not possible to determine the effect of SCR on Hg capture.

Recent tests on a pilot-scale, pulverized-coa combustor, which was equipped with an
SCR and a CS-ESP, showed increased Hg capture when bituminous coals were burned but
not when a subbituminous coal was burned. Mercury emission reductions were observed
when the SCR system was operated normally with the injection of ammonia upstream of the
SCR catalyst. Improvement of Hg capture was aso noted when ammonia was injected, but
the SCR catalyst was bypassed. These tests provide evidence that SNCR and SCR systems
may enhance Hg capture under some conditions.

6.7 COMBUSTION SYSTEM EFFECTS

LNBs and combustion modification techniques are believed to increase the unburned
carbon in fly ash and increase the adsorption of Hg onto collectable fly ash. Since neither the
fly ash carbon content nor the LOI was measured during the ICR field test, it is nhot possible
to evaluate Hg capture performance benefits that accrue from the use of NOx control
combustion modification techniques. The ICR field test program included tests on six
different unit classes using cyclone-fired boilers and six unit classes with FBCs. The results
of ICR tests on units with cyclone-fired boilers and FBCs are shown in Tables 6-22 and 6-23,
respectively.
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Table 6-22
Cyclone-fired Boilers

Hg Speciation at Inlet and Outlet (ug/dscm@ 3%0,) : % Reduction for O-H Train and Coal Data

Plant ID Run Hgp In Hg“" In Hg In Hg+ In Hgr In Hgp, Out HgT Out Hg Out  HG;Out %R Hy %R Hg+
No. O-H O-H O-H O-H Coal O-H O-H O-H O-H O-H Coal

ND Lignite, Cyclone Boiler with CS-ESP

Leland Olds 1 0.56 0.23 3.30 4.09 5.63 0.00 0.82 4.04 4.86 -18.68 13.66

Leland Olds 2 0.26 0.46 8.80 9.51 10.18 0.00 1.09 5.26 6.35 33.26 37.64

Leland Olds 3 2.85 0.81 4.77 8.43 7.94 0.00 1.60 LS NA NA NA
Average 0.41 0.34 6.05 6.80 7.90 0.00 0.95 4.65 5.60 7.29 25.65

Subbituminous/Pet. Coke, Cyclone Boiler with HS-ESP

Nelson Dewey 1 0.01 0.49 3.20 3.69 6.62 0.10 0.26 3.33 3.69 0.13 44.27

Nelson Dewey 2 0.01 0.24 2.19 2.43 6.47 0.04 0.16 2.40 2.60 -6.90 59.83

Nelson Dewey 3 0.01 0.12 2.06 2.18 6.09 0.04 0.25 2.44 2.73 -24.95 55.22
Average 0.01 0.28 2.48 2.77 6.39 0.06 0.22 2.72 3.00 -10.57 53.11

Lignite, Cyclone Boiler with Mechanical Collector

Bay Front 1 0.76 0.78 2.17 3.70 3.58 1.19 0.60 1.91 3.69 0.34 -2.95

Bay Front 2 1.08 0.67 1.94 3.69 3.01 0.86 2.75 1.80 5.40 -46.54 -79.21

Bay Front 3 0.09 0.77 1.74 2.60 3.36 0.48 3.57 1.78 5.84 -125.00 -73.79
Average 0.64 0.74 1.95 3.33 3.32 0.84 2.30 1.83 4.98 -57.07 -51.99

Lignite, Cyclone Boiler with SDA/FF

Coyote 1 0.69 1.62 13.68 15.99 10.51 0.08 0.04 13.97 14.10 11.81 -34.23

Coyote 2 1.18 2.98 13.90 18.06 18.55 0.14 0.24 LS NA NA NA

Coyote 3 1.69 3.07 14.91 19.66 11.39 0.08 0.44 18.06 18.58 5.48 -63.12
Average 1.19 2.34 14.29 17.82 10.948803 0.08 0.24 16.02 16.34 8.64 -48.673625

Bituminous, Cyclone Boiler with PS and Wet FGD Scrubbers

Lacygne 1 6.70 3.99 1.30 12.00 no inlet flow 0.04 0.44 8.74 9.22 23.18 no inlet flow

Lacygne 2 6.52 3.34 0.60 10.46 no inlet flow 0.05 0.43 7.41 7.89 24.53 no inlet flow

Lacygne 3 5.98 0.59 0.61 7.18 no inlet flow 0.09 0.41 5.10 5.59 22.17 no inlet flow
Average 6.40 2.64 0.84 9.88 0.06 0.43 7.08 7.57 23.29

Bituminous, Cyclone Boiler with CS-ESP and wet FGD Scrubber

Bailly 1 0.04 3.18 2.57 5.79 4.41 0.00 0.36 2.85 3.22 54.24 27.09

Bailly 2 0.04 2.37 2.95 5.36 5.20 0.00 0.31 2.62 2.93 54.95 4353

Bailly 3 0.09 3.01 2.58 5.68 4.08 0.00 0.39 2.78 3.17 54.11 22.31
Average 0.06 2.85 2.70 5.61 4.56 0.00 0.35 2.75 3.11 54.43 30.97

6-51




Errata Page 6-52, dated 3-21-02

Table 6-23
Fluidized Bed Combustors

Hg Speciation at Inlet and Outlet (pg/dscm@ 3%0,) : % Reduction for O-H Train and Coal Data

Plant ID Run  Hgpln Hg*" In Hg® In Hgr In HgrIn  Hgp,Out HgT Out Hg Out Hg;Out %RH;  %RHgy
No. O-H O-H O-H O-H Coal O-H O-H O-H O-H O-H Coal
Lignite, FBC with CS-ESP
R.M. Heskett 1 4.73 5.39 3.83 13.95 13.54 1.06 1.44 4,57 7.07 49.29 47.76
R.M. Heskett 2 2.93 0.96 2.61 6.50 12.68 0.07 0.41 5.31 5.78 11.09 54.40
R.M. Heskett 3 7.43 0.44 3.08 10.94 11.11 0.05 0.18 4.74 4.98 54.49 55.19
Average 5.03 2.26 3.17 10.46 12.44 0.39 0.68 4.87 5.95 38.29 52.45
Anthracite Waste, FBC with FF
Kline Township 1 4454 0.12 0.45 45.11 148.68 0.00 0.06 0.06 0.12 99.74 99.92
Kline Township 2 43.12 0.06 0.40 43.58 212.95 0.00 0.06 0.06 0.12 99.73 99.95
Kline Township 3 44.97 0.06 0.34 45.37 153.77 0.00 0.06 0.06 0.12 99.74 99.92
Average 44.21 0.08 0.40 44.69 171.80 0.00 0.06 0.06 0.12 99.74 99.93
Bituminous Waste, FBC with FF
Scrubgrass 1 184.04 0.68 0.19 184.91 100.09 0.00 0.07 0.08 0.15 99.92 99.85
Scrubgrass 2 124.11 0.42 0.09 124.62 101.35 0.00 0.05 0.07 0.12 99.91 99.89
Scrubgrass 3 76.68 0.22 0.07 76.97 100.25 0.00 0.04 0.07 0.11 99.85 99.89
Average 128.28 0.44 0.12 128.83 100.56 0.00 0.05 0.07 0.13 99.89 99.88
Bituminous/Pet. Coke, FBC with SNCR and FF
Stockton Cogen 1 2.71 0.06 0.06 2.83 1.68 0.02 0.04 0.05 0.11 96.09 93.39
Stockton Cogen 2 1.56 0.07 0.06 1.69 1.44 0.03 0.05 0.05 0.13 92.16 90.80
Stockton Cogen 3 2.08 0.06 0.06 2.20 1.66 0.03 0.05 0.05 0.12 94.48 92.67
Average 2.12 0.07 0.06 2.24 1.59 0.03 0.05 0.05 0.12 94.25 92.29
Subbituminous, FBC with SCR and FF
AES Hawaii 1 0.26 0.04 1.29 1.59 3.77 0.00 0.02 0.68 0.70 55.84 81.39
AES Hawaii 2 0.35 0.17 1.38 1.90 3.72 0.00 0.02 0.90 0.92 51.35 75.16
AES Hawaii 3 0.36 0.11 1.18 1.64 2.51 0.00 0.02 0.55 0.58 64.91 77.06
Average 0.32 0.10 1.28 1.71 3.33 0.00 0.02 0.71 0.73 57.37 77.87
Lignite, FBC with CS-FF
TNP 1 21.65 8.68 7.42 37.74 63.81 0.04 12.13 4.74 16.91 55.20 73.50
TNP 2 10.65 451 6.09 21.25 44.22 0.03 6.78 2.94 9.76 54.07 77.93
TNP 3 28.12 13.78 7.04 48.94 95.04 0.04 13.54 5.07 18.66 61.88 80.37
Average 20.14 8.99 6.85 35.98 67.69 0.04 10.82 4.25 15.11 57.05 77.27

6.7.1 Cyclone-fired Boilers

Mercury capture and stack gas speciation for cyclone-fired boilers are shown in

Figures 6-20 and 6-21. The percentage of total Hg capture in these units appearsto be similar

to the Hg captured in pulverized-coal-fired units burning similar fuels and equipped with
comparable air pollution control devices (see Table 6-24). Except for the unit equipped with
amechanized collector, the Hg in flue gas consisted primarily of Hg’.
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Table6-24
Comparison of Class Average
Hgr Reductionsfor PC- and Cyclone-fired Boilers

Reduction in Hgr, %
Unit Class
Cyclone PC-Fired

Lignite, CS-ESP 9 36
Subbituminous/Pet Coke, HS-ESP 0 7
Lignite, Multicyclone 0 NA
ND Lignite, SDA/FF 7 2
Bituminous, PM scrubber + wet FGD 23 12
Bituminous, CS-ESP + wet FGD 54 81

6.7.2 Fluidized-bed Combustors

Six fluidized-bed combustors were tested on the ICR program. Test results for the
fluidized-bed units are shown in Figures 6-22 and 6-23. All of the unitsinjected limestone
into the FBC to control SO, emissions. One unit was equipped with a CS-ESP while the
remaining five units were equipped with a FF. One of the FF units was aso equipped with an
SNCR system. The unit equipped with the CS-ESP burned lignite. The capture of Hgy for
this unit averaged 38 percent. The reduction in Hgy for units equipped with FF systems
depended primarily on the type of fuel that was burned. The one unit that burned
subbituminous coal was equipped with an SCR system and a FF. Inlet and outlet Hgr
concentrations for the two valid runs on this unit were 1.7 and 0.7 pug/dscm, respectively,
resulting in a57 percent capture efficiency. One unit that burned waste anthracite had an
average Hgr reduction efficiency of 99.7 percent, while another unit burning bituminous coal
and petroleum coke had an average reduction of 94 percent.

The best performance for any unit tested during the Part 111 ICR program exhibited
average Hgr inlet concentrations of 185 pg/dscm, outlet concentrations of 0.15 pg/dscm, and
an average Hgyr reduction of 99.9 percent.
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Figure 6-22. Mercury speciation for FBCs.
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Figure 6-23. Relative mercury speciation for FBCs.
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6.7.3 1GCC Facilities

Table 6-25 summarizes the emission source test data and coal analysis datafor the
Tampa Electric Company Polk Power Project and Wabash River Coal Gasification
Repowering Project. A more detailed presentation of the test dataisincluded in Appendix C
of thisreport. Coal data were used to calculate inlet feed rates of total Hg to the coal-
gasification units. Thetotal Hg in the exhaust gas from the gas turbine was determined by
summing the three Hg species obtained using the OH Method during each test run (i.e., Hgp,
Hg**, and HgP).

Table 6-25
Calculated Mercury Removal in IGCC Power Plants Using Bituminous Coal
Coal Fed to Gasifer Gas Turbine Exhaust Gas Stream
Coal
fony | mom | Fow | bl THeg® | casswem | Towbg | IR S| DS
y Rate (opm Rate Flow Rate | Content € Rate Remolj/a)J/
('fﬁ/;‘)r’ dry) | (kgihry | (@) (ugidsem) g oy (%)
Run 1 91,454 ND 2 0.0091° | 1,430,191 3.94¢ 0.0056 38
Tampa
Electric Run 2 88,707 ND2 | 0.0089° | 1,453,617 3.86¢ 0.0056 37
Company
Polk Power Run 3 71,373 ND2 | 0.0071° | 1,414,052 3.68¢ 0.0052 27
Project 3-RuN 5
Average 83845 | ----- 0.0084 | 1,432,620 3.83 0.0055 34
Run 1 90,663 0.064 0.0058 | 1,372,064 257°¢ 0.0035 40
Wabash River
Cod Run 2 89,629 0.068 0.0061 | 1,385,884 2.60° 0.0036 41
Gasification
Repowering Run 3 89,493 0.070 0.0063 | 1,352,458 2.76°¢ 0.0037 41
Project 3-Run
89,928 0.067 0.0061 | 1,370,135 2.64°¢ 0.0036 41
Average

(@ No mercury was detected by the test method used to analyze the coal.

(b) Feed rate calculated assuming total mercury content of the coal is at the detection limit for the analytical method (0.1 ppm).

(c) Total mercury content of the gas turbine exhaust stream determined using Ontario-Hydro Method results.

(d) No particle-bound mercury was detected by the Ontario-Hydro Method. To calculate total Hg content, it is assumed that particle-bound
mercury concentration in gas stream is negligible. It is reasonable to assume that, consistent with good IGCC operating practices, the
total particle concentration of the syngas burned in the gas turbine needs to be very low in order to prevent premature wear of the gas
turbine blades.

(e) No particle-bound mercury or oxidized mercury was detected by the Ontario-Hydro Method. To calculate total Hg content it is assumed
that particle-bound mercury and oxidized mercury concentrationsin the gas stream are negligible. At the Wabash River facility the
syngas is cleaned and conditioned before burning in the gas turbine by a barrier filter for particulate removal, awater scrubber for gas
cooling, and an amine scrubber for removal of reduced-sulfur species. It is reasonable to assume that these filtration and scrubbing
processes remove the particle-bound and oxidized mercury from the gas stream.

The operating difficulties experienced at the Pinon Pine IGCC facility demonstrate that
good operating practices dictate the need for the concentration of particulate matter in the
syngas to be continuously maintained at very low levels to prevent premature gas turbine
blade erosion. The OH Method measurements obtained at both of the tested IGCC facilities
are consistent with this operating practice. In both cases, the OH Method detected no particle-
bound Hg in the gas turbine exhaust gas. With very low numbers of particlesin the syngas

6-56



stream to begin with, the elemental Hg released during the coal gasification process has very
few opportunities to be adsorbed on solid particles to form particle-bound Hg.

The OH Method test results show that elemental Hg is the predominant speciesin the
gas turbine exhaust gas. For the Polk IGCC facility, the measured distribution of gaseous Hg
species was approximately 90 percent elemental Hg and 10 percent Hg”*. For the Wabash
River IGCC facility, no Hg*" was detected by the OH Method (i.e., 100 percent of the Hgr in
the exhaust gas stream was in the form of Hg®). One possible explanation for these resultsis
the different gas cleaning processes used at the two IGCC facilities. The syngas from the
coa gasifier at the Wabash River IGCC facility is cleaned and conditioned using a system
that includes a water scrubber for gas cooling and an amine scrubber for removal of reduced-
sulfur species. Oxidized Hg iswater-soluble and is readily absorbed by awet scrubbing
system. However, HgC isinsoluble and passes through a wet scrubbing system. Thus, it is
reasonabl e to expect that the water and amine scrubbers used at the Wabash River IGCC
facility effectively remove the oxidized Hg in the syngas before it is burned in the gas
turbine.

The Polk IGCC facility uses a hot gas-cleaning system. Thereisno wet scrubbing
process to remove any Hg®* from the syngas before it is burned. The syngasis not cooled and
remains at elevated temperatures until it is fed to the gas turbine. 1t cannot be determined
from the test data how the elevated syngas temperatures and combustion processin the gas
turbine combustors affect Hg speciation. However, it is believed that any Hg?* in the syngas
will be converted back to Hg” when the syngas is burned. The degree of oxidization will
probably be limited by the combustion gas composition and the rate at which it is cooled
before it is emitted to the atmosphere.

Thelast column in Table 6-25 provides an estimate of the overall amount of Hg in the
coal removed by the IGCC process. Based on these two tests, approximately one-third of the
Hgin the coal isremoved. The Hg that remains in the combustion gas is primarily HgP.

6.8 NATIONAL AND REGIONAL EMISSION ESTIMATES

Estimates of the nationwide Hg emissions provide an indication of the overall level of
Hg capture being achieved by existing control systems used by coal-fired utility boilersin the
United States. A number of different approaches can be used for these estimates. The EPA
evaluated four different methods for estimating nationwide Hg emissions using information
from the ICR database. The method selected as being the best is outlined below:

* ICR Part Il coa datawere used to determine the average Hg content and the
amount of coal burned in each of 1143 units supplying data for 1999.

* Mercury in the flue gas from coal burned in each boiler unit in 1999 was

calculated assuming that all of the Hg in the coa was in the flue gas leaving the
furnace.
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» Each unit was assigned a coal-boiler-control class that best met the characteristics
of the unit.

* Tota Hgin the boiler flue gas for each unit was multiplied by the class emission
factors for speciated and total Hg that had been assigned to the unit.

e Tota and speciated Hg emissions for each unit were added to provide estimates of
national Hg emissions from coal-fired utility boilersin 1999.

Computer runs using this procedure resulted in estimated national Hg emissionsin
1999 of 43.5 tons.

Using the EPA’ s ICR database, EPRI independently estimated the nationwide Hg
emissions from existing coal-fired utility boilersin the United States to be in the range of 45
to 48 tonsin 1999. EPRI selected a different estimation methodology than the one used by
EPA. EPRI’s method is based on amodel that correlates the level of Hg emissions with the
amount of chlorine in coa and the ratio of chlorine to sulfur in the coa for the case of units
with cold-side ESPs. Both the EPA and EPRI estimate that approximately 75 tons of Hg was
in coals burned in1999.

After EPA announced its decision to develop the NESHAP, the transfer of data from
the field test reports to the emission databases was rechecked for errors. It was found that
several test units had been assigned to the wrong coal-boiler-control classes. Also, the results
of anumber of tests failed data quality requirements and were removed from the analysis set.
Subsequent computer evaluations resulted in the following estimates:

» 48 tonsof Hg was emitted to the atmosphere from coal-fired utility boilersin
1999, and

» 27 tonsof Hg was captured by existing flue gas cleaning devices.

Nationwide, approximately 25 tons (52 percent) of Hg was emitted from the
combustion of bituminous coal, followed by 17 tons (36 percent) from the combustion of
subbituminous coals, and 4 tons (8 percent) from the combustion of lignite. The total
amounts of Hg emitted compared to the tonnage and types of coal burned in 1999 are
presented in Table 6-26.
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Table 6-26

Nationwide Coal Burned and Mercury Emitted

From Electric Utility Coal-fired Power Plantsin 1999

Nationwide Nationwide
Total Coal Per cent of Total Mercur Per cent of
Coal Type Tonnage Total Coal Emitted in 199y9 Total Mercury
Burned In 1999 Burned (tons) Emitted
(dry tons) ®
Bituminous 427,572,000 56 25 52
Subbituminous 279,227,000 36 17 36
Lignite 50,932,000 7 4 8
Other 10,756,000 1 2 4
Total 768,487,000 100 48 100

(a) For wet tons (as received), nationwide total is 928,398,000 tonsin 1999.
Percentages for wet tons are 50% bituminous, 41% subbituminous, and 8% lignite.

6.9 SUMMARY AND CONCLUSIONS

Previous research has shown that the capture of Hg by flue gas cleaning devicesis
dependent on Hg speciation. Both Hg® and Hg?* are in a vapor phase at flue gas cleaning
temperatures. Hg® isinsolublein water and cannot be captured in wet scrubbers. The
predominant Hg?*compounds in coal flue gas are weakly-to-strongly soluble and can be
generally captured in wet FGD scrubbers. Both Hg” and Hg?*can be adsorbed onto porous
solids such as fly ash, PAC, or calcium-based acid gas sorbents for subsequent collectionin a
PM control device. Hg”" is generally easier to capture by adsorption than HgP. Hgp is attached
to solids that can be readily captured in ESPs and FFs.

The evaluation of ICR data provides valuable insights into rel ationships between the
speciation and capture of Hg, the type of coal burned, the types of boilers used, and the types
of post-combustion technologies used for flue gas cleaning. The evaluation of ICR data
indicates that the behavior of Hg in conventional PC-fired utility boilersis primarily
dependent on the type of coal burned and the control technologies used at each site. This
behavior is consistent with the ensuing interpretations.
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Bituminous Coadls

The Hg? in flue gas from the combustion of bituminous coal is readily oxidized and
converted to Hg, or Hg?*. The best technologies for controlling corresponding Hg emissions
are dry or wet FGD scrubbers along with post-combustion PM controls. Dry scrubbing
systems that use a SDA/FF are superior in performance to those that use a SDA/ESP. In
SDA/FF systems, Hg can be absorbed on PM in the SDA, and particulate- and gas-phase Hg
can be captured as it passes through the FF and its associated filter cake. SDA/ESP systems
depend on the in-fight capture of Hg.

A PM control device always precedes wet FGD scrubbers. Four types of PM control
devices are commonly used: FFs, CS-ESPs, HS-ESPs, and PM scrubbers. Units equipped
with a FF exhibit the best capture followed by units equipped with a CS-ESP, HS-ESP, and
PM scrubbers. Units that are equipped with FF + wet FGDs can capture Hg in FF and can
convert Hg” to Hg®* for subsequent capture in the scrubber. Hg capture in CS-ESP + wet FGD
systems depends on the degree of Hg capture and oxidization as the flue gas passes through
the CS-ESP. Hg capture in units equipped with HS-ESPs is generally lower than the capture
in CS-ESPs because HS-ESPs operate at temperatures where the oxidization and capture of
Hgislimited. The single test unit equipped with a PS + wet FGD system exhibited an average
Hgr capture of 12 percent.

Subbituminous Coals

Some subbituminous coals exhibit little, if any, Hg® oxidization in PC-fired boilers.
Others display moderate amounts of HgC oxidization. The use of low NOyx burners tends to
increase the amount of unburned carbon and the potential for capturing gas-phase Hg. The
ICR data show that the oxidization of Hg® can occur from gas-phase reactions or gas/solid
reactions with fly ash or surface depositsin power plants. The unburned carbon in fly ash can
oxidize Hg® or adsorb gas-phase Hg. Hg*'is believed to be more readily captured by
adsorption than Hg". Because of temperature considerations, the adsorption of Hg onto fly ash
in units equipped with CS-ESPs is believed to occur as the flue gas flows through the air
preheater and the ducting that leads to the ESP. Additional adsorption can also occur within
the ESP.

Flue gas from the combustion of bituminous coal contains moderate to high levels of
Hg?®, primarily in the form of HgCl.

The EPA ICR database provides a massive amount of information that can be mined for
additional information. However, its usefulnessis limited by the uncertainty of some of the
measurements and by information that the data set does not contain. Some of the uses and
limitations of the ICR data are summarized below. The data provide:

. Reasonable estimates of National and Regional emissions for Hgp, Hg**, Hg®, and

Hgr. They cannot be used to predict the total and speciated Hg emissions of
individual plants.
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. Information against which hypotheses and models of the speciation and capture of Hg
in coal-fired boilers can be tested. It cannot be used to identify or confirm specific
mechanisms that control the speciation and capture of Hg.

. Information needed to guide the development of control technologies and identify
effective strategies for the control of Hg emissions.

Cautions:

. Mercury speciation measurements made with the OH Method upstream of the PM
control devices should be used with caution. PM collected on the sampling train filter
can result in physical and chemical transformations with the sampling train —with the
result that OH Method speciation results do not accurately characterize the different
forms of Hg in the flue gas where the samples were collected. The OH Method
samples for Hgr accurately reflect the concentration of Hgyr in the flue gas where the
sample was collected. Also the samples collected at the inlet to air pollution control
devices may not accurately represent the average Hg concentration because of flow
stratifications near the sampling location.

. At low inlet and outlet concentrations, the precision of the OH Method can obscure
real differences between these concentrations. When the capture across the control
devicesis being evaluated, the underlying imprecision of the measurements can show
dramatic positive or negative reductions in emissions.

. It isbelieved that the positive variations in flue gas temperature can result in de-
sorption of Hg, collected within PM control devices, resulting in flue gas
concentrations of Hg that are higher at the outlet than at the inlet. Reentrainment of
Hg, during rapping cycles of an ESP can also result in outlet concentrations that are
higher than theinlet.

. There is uncertainty in the central values and statistical characteristics of the OH
measurements. The samples represent a short snapshot in time, and the effects of
long-term variations in coal properties and plant operating conditions are unknown.

. The adsorption of Hg onto fly ash is highly dependent on fly ash properties and

particularly on the fly ash carbon content. The lack of information on coal and fly
ash properties limits the ability to evaluate the effects of LNBs on the capture of Hg.
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Chapter 7
Resear ch and Development Status of
Potential Retrofit Mercury Control Technologies

7.1 Introduction

The Part 111 EPA ICR data show that ESP and FF control devices currently used to meet
PM emission standards do capture particle-bound mercury (Hgp) from coal-fired electric utility
boilers (see Chapter 6). The data also suggest that SDA and wet FGD scrubbers in place to meet
SO, emission standards do capture oxidized mercury (Hg*"). However, these data also show that
the air pollution control devices presently used at most electric utility power plants are not very
effective in capturing elemental mercury (Hg®). Consequently, to achieve further reductionsin
Hg emissions from existing coal-fired electric utility power plants, additional Hg reduction
strategies must be implemented.

Potential Hg control strategies may be technology based (e.g., adding Hg emissions
control devices), economics based (e.g., Hg emissions trading programs), or national energy
policy based (e.g., switching from coal to aternative energy sources for electrical power
production). This chapter discusses technology-based control strategies available for reducing
Hg emissions from existing coal-fired electric utility power plants (Section 7.2). Current
research and development is focused on retrofitting Hg control technologies to the coal-fired
electric utility power plant’s existing air pollution control systems (Section 7.3). This retrofit
approach offers the potential for reduced costs of implementing Hg controls by enhancing the
capability of the air pollution control equipment already in place to capture more Hg.

Building on the results of laboratory- and bench-scale research studies (discussed in
Chapter 5), additional studies have been, and currently are being, conducted using pilot-scale test
facilities to further investigate the more promising retrofit Hg control technologies (Section 7.4).
For the many existing coal-fired electric utility boilers that are equipped with only ESPs or FFs,
retrofit technologies under development are based on injecting sorbents into the flue gas
upstream of the control device (Section 7.5). Retrofit technologies to improve wet FGD scrubber
performance in capturing Hg are based on promoting oxidization of Hg” to soluble species by the
addition of oxidizing agents or the installation of fixed oxidizing catalysts upstream of the
scrubber (Section 7.6). The high levels of Hg control already achieved by the few existing
boilers using SDA for control of PM and SO, may be further enhanced by coinjection of a
second sorbent (Section 7.7). From along-term perspective, the most cost-effective Hg controls
may be those implemented under a multipollutant emission control strategy. New
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multipollutant control technologies, which potentially are effective in controlling Hg emissions,
are under development (Section 7.8).

7.2 Technology-based Mercury Control Strategiesfor Existing Coal-fired Electric Utility
Boilers

7.2.1 Remove Mercury Prior to Burning by Coal Cleaning

Reducing the amount of Hg in the coal burned in electric utility boilers would reduce the
level of Hg emissions from these boilers without the need for additional post-combustion Hg
controls. Switching coa suppliers to obtain coals with lower Hg contents raises complex
economic and national energy policy issues that are beyond the scope of this report.

Physical cleaning of coal (discussed in Chapter 2) has traditionally been used at coal
preparation plants to remove mineral matter (i.e., a source of coa combustion ash) and mineral-
bound sulfur (pyrite) from the mined coal. Mercury and other trace metals are also removed by
this cleaning depending on whether these metals are associated with the organic carbon structure
of coal or coal mineral inclusions. However, the existing commercially available coal-cleaning
methods remove only a portion of the Hg associated with the non-combustible mineral matter in
the coal and none of the Hg associated with the organic carbon structure of the coal.
Consequently, conventiona physical coa cleaning can remove only alimited portion of the Hg
content of specific coals and may not be applicableto all coals.

There isthe potential for additional Hg reductions in the coal from several advanced
physical coal-cleaning processes using selective agglomeration or column froth flotation now
being developed. For example, Microcel ™ isatype of column froth flotation available through
ICF Kaiser and Control International. The company is the exclusive licensee for use of the
technology for coal deposits east of the Mississippi River and has sold units for commercial
operation in Virginia, West Virginia, and Kentucky. Ken-Flote™ is another type of column
froth flotation cell coal-cleaning technology that is commercialy available. Results of bench-
scale studies indicate that the combination of conventional with advanced coal-cleani
techniques removes from 40 to 82 percent of the Hg contained in samples of raw coal.

Advanced coal-cleaning processes using naturally occurring microbes and mild chemical
treatments to reduce the Hg content in coal have been investigated under DOE-funded bench-
scale studies. The results of these tests indicate that these chemical and biological coal-cleaning
processes have the potential for further reduction in the Hg content of coals. However, DOE
viewed the processes as potentially high-cost control technol ogi %,Eja\nd DOE currently is not
funding devel opment of these types of coal-cleaning technologies.

From a near-term perspective, some reduction of the Hg content in certain coals burning
at existing coal-fired electric utility power plants can be achieved by physical coal-cleaning
processes. However, there are no easily identifiable coal deposits or coal types that will reliably
benefit from cleaning, with respect to reducing Hg content. In addition, even with
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implementation of widespread coal cleaning for Hg emissions control, significant quantities of
Hg will remain in the coal after cleaning; thiswill require that other control techniques be used
to achieve additional reductionsin Hg emissions.

7.2.2 Retrofit Mercury Controlsto Existing Air Pollution Control Systems

In addition to reducing the amount of Hg in the coal beforeit is burned in a coal-fired
electric utility boiler, a second technology-based alternative is to remove more of the Hg in the
boiler flue gas before it is vented out the stack. One strategy is to retrofit or adapt control
technologies to the facility’ s existing air pollution control systems to increase the amount of Hg
captured by these systems rather than install new, separate Hg control devices. The strategy
offers the potential advantage of reducing the costs of implementing the Hg controls by
enhancing the capability of the air pollution control equipment already in place to capture more
Hg.

The existing air pollution controls used for a given coal-fired electric utility boiler
depends on site-specific factors including the properties of the coal burned, age and size of the
boilers, the geographic location of the facility, individual state regulatory requirements, and
preferences of the facility owner or operator. For approximately 70 percent of the existing coal-
fired eectric utility boilersin the United States, the control device used is an ESP (see Table 3-6
in Chapter 3). These power plants typically burn low-sulfur coals to control SO, emissions and
use combustion modifications for NOy emissions control. Most boilers use a“cold-side” ESP
where the control deviceisinstalled downstream of the boiler air heater (discussed in Section
3.4.1). Some of the boilers use a*“hot-side” ESP where the control deviceisinstalled upstream
of the boiler air heater. A small number of existing boilers (7 percent) that fire low-sulfur coal
use FFsinstead of ESPs. In general, FFs are being used at these coal-fired electric utility power
plants to obtain better PM control or to solve ESP performance problems associated with high-
resistivity fly ash. A FF can be used only downstream of the boiler air heater because of
temperature limitations of the fabric filter bags.

Post-combustion SO, emissions controls are used at approximately 27 percent of existing
coal-fired electric utility boilers. The SO, control technology most commonly used for these
boilersisawet FGD scrubber. In al cases, aPM control device, usually an ESP, precedes a
scrubber. Wet FGD scrubbers remove gaseous SO, from flue gas by absorption. In absorption,
gaseous species are contacted with aliquid in which they are soluble. For SO, absorption,
gaseous SO;, is contacted with a caustic durry, typically water and limestone or water and lime.
The newer semi-dry SO, scrubber technologies currently are used at small number of the existing
coal-fired utility boilers (about 5 percent). However, for retrofit Hg control, these semi-dry
scrubbers have the advantage of an existing sorbent delivery system coupled with, in most cases,
adownstream FF to collect the reacted sorbent already in place. A detailed discussion of
potential retrofit options and current research and development status is presented in following
sections.
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7.2.3 Integrate Mercury Control Under a Multipollutant Control Strategy

The most cost-effective, long-term Hg controls may be those implemented as part of a
multipollutant control strategy. Selection and deployment of new SO,, NOx, and fine PM
controls, which also control or contribute to the control of gaseous Hg in coal combustion flue
gas, may reduce or eliminate the need for Hg-specific controls. For example, installation of a
wet or semi-dry FGD unit should reduce oxidized Hg emissions by 90 to 95 percent over
previous levels; adding upstream NOx controls, which assist in oxidation of Hg®, would further
reduce total Hg emissions. Replacing or supplementing existing ESPs with FFs will likely
remove additional Hg, especially for bituminous coal applications.

The remaining majority, Sections 7.3 through 7.7, discusses control technologies that
reduce Hg emissions by improving the performance of existing air pollution control devicesto
capture the Hg in coal combustion flue gas. Section 7.8 discusses new multipollutant control
technologies (other than serial SOx-NOx-PM control devices), which are under development and
are potentially applicable to electric utility coal-fired electric utility power plants.

7.3 Post-combustion Mercury Control Retrofit

Retrofits that reduce Hg emissions from existing electric utility coal-fired electric utility
power plants are implemented by modifying existing post-combustion emission control
techniques aready in place. Potential retrofit options are identified and discussed below.
Options that are discussed may not be technically feasible or economically practical to install and
operate at all facilities.

7.3.1 Cold-side ESP Retrofit Options

Add Flue Gas Cooling. Lowering the flue gas temperature entering the ESP assists
natural fly ash sorption of Hg as well as improves the performance of any sorbents injected
upstream for Hg control. However, the acid dew point temperature limits gas cooling when the
flue gas has significant HCI or H,SO, formation potential.

Add Sorbent Injection. Gaseous Hg can be converted to Hg, by adsorption onto solid
particlesin flue gas. Injecting sorbentsinto the flue gas upstream of the ESP increases the
amount of Hg captured in the form of Hg,. This modification may require adding ducting
between the sorbent injection point and the ESP, and adding a gas absorber/humidifier upstream
of the ESP. This approach aso may be limited by the ability of the ESP to collect high-
resistivity sorbents. For coal-fired electric utility boilers with marginally performing ESPs that
have difficulty meeting opacity requirements and may not be candidates for a sorbent injection
retrofit, the following option may be preferred.

Add Downstream FF with Sorbent Injection. Adding a FF downstream of the existing
ESP, while amore expensive retrofit option, allows a significant portion of the fly ash to be
collected without reacted sorbent and enhances overall PM control efficiency where ESP
performanceis marginal. Further, because the FF would have a much lower particul ate loading,
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the collecting surface can be smaller (higher air-to-cloth ratio) or have longer cleaning cycles
(good for sorbent performance and bag life).

ESP Madifications. Potential ESP modifications include converting the last field of the
ESP to awet ESP or avery compact pulsgiet FF. These conversions would likely be made
because of PM collection improvements needed, rather than Hg control considerations,
nonetheless, associated Hg control benefits would aso be likely.

7.3.2 Hot-side ESP Retrofit Options

Convert to Cold-side ESP with Sorbent Injection. Adding flue gas cooling is not an
option for a hot-side ESP because of its location upstream of the air preheater. The only
potential retrofit option for Hg capture without adding a new downstream PM control deviceis
to convert the existing ESP from a hot-side configuration to a cold-side configuration.

Depending on the plant layout and ESP design, this may be possible by reconfiguring the ducting
and retuning the ESP to operate at the lower temperature. Adding sorbent injection with the
modification would further improve Hg capture. The lower flue gas temperature entering the
ESP enhances the adsorption of gaseous Hg onto fly ash or sorbent (if injected upstream) and
subsequent collection of the particulate Hg in the ESP.

Add Downstream FF with Sorbent Injection. The same asfor acold-side ESP, adding a
FF downstream of the existing ESP, while a more expensive retrofit option, allows a significant
portion of the fly ash to be collected without reacted sorbent.

7.3.3 Fabric Filter Retrofit Options

Add Flue Gas Cooling. Asisthe casefor ESPs, lowering the flue gas temperatures
entering the FF enhances the adsorption of gaseous Hg onto fly ash or sorbent (if injected
upstream). Again, the acid dew point temperature limits gas cooling when the flue gas has
significant HCI or H,SO, formation potential.

Add Sorbent Injection. Use of sorbent injection may require some internal FF
modifications to ensure good sorbent performance. In general, existing FFs were not designed as
adsorbers, so some modifications may bein order to ensure that sorbent particles stay entrained
and become part of the filter cake. This may be accomplished by removing baffles, changing the
point of gas entry, increasing gas velocity, or using smaller sorbent particles. Operating
requirements of the FF may require more frequent cleaning with the additional sorbent loading.

FF Modifications. Potential FF retrofit options include replacing fabric bags with
catalytic bags that oxidize Hg” to Hg** and Hgp or adding el ectrostatic augmentation to increase
the bag cleaning cycle interval time and hence increase sorbent/gas contact time. Thislast
improvement would be especially beneficial with higher-cost, high-capacity sorbents.
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7.3.4 Spray Dryer Absorber Retrofit Options

Use Oxidation Additives. Existing SDA systems already achieve very high Hg removal
on certain coals but show poor performance on other coals. Possible causes are low oxidation
potential resulting from high alkaline fly ash content as well as low effective carbon content in
fly ash. Therefore possible performance improvements include producing a higher carbon
content fly ash by NOx combustion control modifications, direct addition of activated carbon to
the absorber with lime, and addition of oxidants to the absorber.

Replace Existing ESP with FF Control Device. Where the PM control device used for
the absorber is an ESP, replacement of the unit with a FF would likely improve Hg removal asa
result of enhanced PM control as well as greater conversion of Hg?* to Hgp.

7.3.5 Wet FGD Scrubber Retrofit Options

Use Oxidation Additives. Oxidation of the gaseous Hg® to gaseous Hg?* can potentially
increase the total Hg removed by wet scrubbing since gaseous Hg?* is more readily captured by
these systems than gaseous Hg’. Severa flue gas additives and scrubbing additives are being
developed to increase the conversion of Hg® to Hg™ prior to the scrubber inlet. Flue gas and
scrubber additives are also being devel oped for use in preventing the conversion of absorbed
Hg?* to gaseous Hg® in wet FGD systems. The one caution is that increasing oxidants upstream
or within the scrubber may also oxidize other species such as SO, and NO/NO, to sulfuric and
nitric acid aerosols.

Add Fixed Oxidizing Catalysts Upstream of Scrubber. Improvementsin wet scrubber
performance in capturing Hg may be accomplished by installation of fixed oxidizing catalysts
upstream of the scrubber to promote oxidization of HgP to soluble species. Potential catalysts
currently are being tested.

Wet FGD Scrubber Modifications. Several studies of pilot-scale wet FGD systems
suggest that modifying the scrubber operation and design (as well as the control and design of
upstream ESPs) may improve the capture of gaseous Hg”" and reduce the conversion of absorbed
Hg®* to H®. Specifically, these studies have found that the liquid-to-gas ratio and tower design
of awet FGD unit affect the absorption of gaseous Hg**, while the oxidation air influences the
conversion of absorbed Hg?* back to Hg® which is then emitted to the atmosphere in the scrubber
exhaust gas.

7.3.6 Particle Scrubber Retrofit Options
A few existing power plants use wet scrubbers exclusively for control of PM emissions.
Knowledge gained in the enhancing control of Hg emissions from wet FGD scrubbers by

operating modifications aso may be useful in improving the Hg removal performance of these
particle scrubbers.

7-6



7.4 Retrofit Control Technology Resear ch and Development Programs

None of the retrofit options discussed in Section 7.3 are routinely being used by the
electric utility industry at thistime. In addition, the Hg emissions control technologies that are
successfully used for municipal waste combustors (MWCSs) in the United States and Europe
cannot be directly retrofitted to existing coal-fired electric utility boilers. Differencesin flue gas
properties, combustion unit design, and other factors (discussed in Section 7.4.1) prevent the Hg
control devices now used for MWCs to be directly installed at coal-fired electric utility power
plants. Consequently, development of effective retrofit control technologies for coal-fired
electric utility boilersis the subject of bench-scale, pilot-scale, and full-scale test programs.
Chapter 5 discusses laboratory studies investigating potential Hg control techniques for coal-
fired electric utility boilers. To further develop the most promising of these control techniques
for full-scale application to coal-fired electric utility boilers, pilot-scale and full-scale research
studies are being funded by the EPA, DOE, EPRI, state agencies, and private companies.
Section 7.4.2 describes several pilot-scale test units that are being used for research and
development programs. Building upon the results obtain using these test facilities, a number of
full-scale test programs currently are being conducted to provide a more thorough
characterization of the performance and potential for widespread commercial application of
specific retrofit Hg control technologies.

7.4.1 MWC Mercury Control Technology

Injection of activated carbon into the flue gas from aMWC and collecting the reacted
sorbent in a downstream FF is one Hg control method widely used for MWCs.™ Mercury
removal levelsin excess of 90 percent are achieved. However, the level of Hg control achieved
by adding sorbents into the flue gas from a particular combustion unit is influenced by the
particular characteristics of the flue gas from that unit including flue gas temperature, flow rate,
Hg content, and chloride Hg content. Table 7-1 compares selected properties of the flue gas
from a coal-fired utility boiler with those for aMWC flue gas. Asshown in thistable, Hg
concentrations in MWC flue gas streams may be up to several orders of magnitude greater than
those seen in utility flue gas streams. In addition, MWC flue gas contains mostly Hg®*, while
flue gas from coal-fired electric utility boilers can have substantial amounts of Hg®, which
generaly islesslikely to be adsorbed. Additionaly the flue gas ductwork for a coal-fired utility
boiler is substantially larger and more complex (multiple passes) than for aMWC, therefore duct
injection of a sorbent is more complicated and its performance more difficult to predict for a
coal-fired utility boiler due to variations in temperatures, residence time, and other factors.

Similarly, the wet scrubber technology used by European MWCsiis not directly
applicable to controlling emissions from coal combustion. European MWCs typically have two-
stage scrubbers consisting of alow-pH water scrubber to control hydrochloric acid (HCI)
emissions, produced as aresult of the large quantities of plastics in the garbage burned, followed
by an alkaline scrubber to control SO, emissions. In contrast, wet scrubbing systemstypically
used by the electric utility industry in the United States to control SO, emissions resulting from
burning high sulfur coal consist of a single-stage wet scrubber using a limestone or lime
scrubbing agent. As a conseguence, there are significant differences in the underlying chemistry
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Table 7-1. Comparisons of typical uncontrolled flue gas parameters for coal-fired
utility boiler versus municipal waste combustor (MWC).

Flue Gas Coal-fired Electric Utility Boiler Municipal Waste Combustor
Parameter
Temlg%f )ature 121t0 177 1770299 °

Hg Content 1t025 400 to 1,400 °
(ng/dscm)

Chloride Content 1,000 to 140,000 200,000 to 400,00°
(ng/dscm)
Flow Rate 11,000 to 4,000,000 80,000 to 200,000°
(dscm/min)

(a) Temperature, chloride content, and flow rate data taken or determined from Reference El
(b) Mercury content data taken from Reference E



of the scrubbing systems used for MWCs compared to those currently in use at coal-fired electric
utility power plants.

7.4.2 Pilot-scale Coal-fired Test Facilities

To date, most of the retrofit control technology development has been conducted using
pilot-scale test units that simulate full-scale coal-fired electric utility boiler combustion
conditions. The DOE Federal Energy Technology Center, the Ohio Coa Development Office
(OCDO), and McDermott Technology, Inc., jointly funded one program titled the Advanced
Emissions Control Development Program (AE%)P). This test program was conducted in three
phases using a 10 MW coal-fired test faculty. Thetest facility is capable of testing afull-flow
ESP, apartial-flow pulsget FF, and awet FGD scrubber. All testing under the AECDP was
performed firing Ohio bituminous coals. Figure 7-1 shows a schematic of the test facility.
Specific AECDP test results related to specific retrofit options are discussed later in this chapter
under the relevant topic headings.

For a DOE cooperative agreement test program, the project team of Public Service
Company of Colorado (PSCO), ADA Technologies, and EPRI fabricated a pilot-scale
particul ate control moduyle (PCM) to investigate Hg control in actual coal combustion flue gas by
different dry sorbents™ Figure 7-2 shows a schematic of the PCM. The PCM draws a
dlipstream of flue gas (600 actual cubic feet per minute) from the 350-MWe coal-fired electric
utility boiler (Unit 2) at PSCO’s Comanche Station power plant. This boiler is an opposed-fired,
pulverized-coal boiler firing Powder River Basin (PRB) subbituminous coal. Flue gas can be
drawn either from the inlet (high particulate loading) or the outlet (essentially particle free) of the
full-size Unit 2 reverse-gas FF. In addition, the PCM can be configured as an ESP, areverse-gas
or pulse-jet FF, and as EPRI's TOXICON pulse-jet FF. Gaseous Hg isinjected into the flue gas
to the PCM aong with recycled fly ash and/or sorbent; the solids can be injected at various
locations upstream of the PCM to investigate the effects of Hg adsorption at different in-flight
residence times (0.5 to 3 seconds). The PCM is aso equipped with in-duct heating and water
spraying to investigate the effects of Hg adsorption at different temperatures. Specific results
from testing using the PCM are discussed later in this chapter under the relevant topic headings.

The DOE Nationa Energy Technology Laboratory (NETL) is conducting in-house
research studiesusin 00-Ib/hr coal combustion unit to simulate a pul verized-coal-fired
electric utility boiler. Figure 7-3 shows a schematic of the DOE/NETL coal combustion test
facility. The system consists of awall-fired, pulverized-coal furnace equipped with awater-
cooled convection system, arecuperative air heater, spray dryer, sorbent injection duct (SID) test
section, and FF. Sorbent can be injected at numerous locations along the SID test section; this
allows for awide range of sorbent in-duct residence times relative to the FF and to the SID flue-
gas sampling locations.
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Figure 7-1. Schematic of 10-MWe coal-fired Babcock & Wilcox (B&W) Clean
Environment Development Facility (CEDF) as used for Advanced Emissions
Control Development Program (AECDP) (source: Reference [9).
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Figure 7-2. Schematic of Particulate Control Module (PCM) at Public Service
Company of Colorado (PSCO) Comanche Station (source: Reference @b
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Figure 7-3. Schematic of DOE/NETL in-house 500-Ib/hr coal combustion test
facility (source: Reference(12).
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7.5 Mercury Control Retrofitsfor Existing Coal-fired Electric Utility BoilersUsing ESP or
FF Only

The focus of research and development for existing coal-fired electric utility boilers
equipped only with an ESP or FF has been the use of dry sorbent injection. Asdiscussed in
Chapter 5, gaseous Hg can be adsorbed onto solid particlesin the flue gas. A solid particle that
absorbs gaseous speciesis called a“sorbent.” The flue gas from every electric utility boiler that
directly burns coal (i.e., al boilers except for IGCC units) contains fly ash particles that adsorb
gaseous Hg in the flue gas to various degrees. Other types of solid particles can be injected into
the flue gas for the purpose of adsorbing gaseous Hg. Materials being investigated as possible
sorbents for Hg control include activated carbon, cal cium-based and sodium-based (trona)
sorbents, various clays and zeolites, alkaline-earth sulfides, and lime and lime-silica
multipollutant sorbents. An aternative sorbent-based Hg control approach that has been
investigated is passing the flue gas through a fixed bed of a noble-metal-based sorbent.

7.5.1 Sorbent Injection Configurations

In general, four retrofit configurations are possible for injecting dry sorbent particlesinto
the flue gas from a coal-fired utility boiler. It may not be technically feasible to implement one
or more of these configurations at a given existing coal-fired power plant because of site-specific
factors such as the existing flue gas duct configuration, availability of space to add additional
ducting or new control device, use of awet FGD scrubber, or other plant layout and operation
considerations.

Configuration A - Sorbent injection into the flue gas duct upstream of existing ESP or FF.
Cooling of the flue gas upstream of the sorbent injection point or modifications to the
ducting may be needed.

Configuration B - Sorbent injection into the flue gas duct downstream of the existing PM
control device followed by a new FF (to collect the reacted sorbent), with or without flue
gas cooling upstream of the injection point. This configuration requires higher capital
costs but reduces sorbent costs compared to Configuration A. The configuration also
allows the fly ash collected by the upstream PM control device to be sold without being
mixed with the injected sorbent.

Configuration C - Sorbent injection into a circulating fluidized-bed absorber (CFA)
upstream of the existing ESP or FF, with or without flue gas cooling upstream of the
CFA. The advantage to using a CFA isthat it recircul ates reacted materials with fresh
sorbent to create an entrained bed with a high number of reaction sites resulting in higher
sorbent utilization and enhanced capture of Hg and other pollutants.

Configuration D - Sorbent injection into a CFA downstream of the existing PM control
device and followed by a new FF (to collect the reacted sorbent). Like Configuration B,
this configuration allows the fly ash collected by the upstream PM control device to be
sold without being mixed with the injected sorbent.
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The level of Hg capture using sorbent injection with a downstream ESP depends on in-
flight adsorption of Hg by entrained sorbent particles. Mercury capture in a downstream FF
occurs by this same in-flight adsorption process as well as a second mechanism when flue gas
must pass through the filter cake collected on the FF bags. Thisfilter cake contains a mixture of
previousy captured fly ash and sorbent particles, and provides good contact between gaseous Hg
and captured particles. Filter cake retention times between bag cleaning cycles may be aslong
as 60 minutes, greatly increasing the adsorption of Hg on the sorbent particles. This compares
with the relatively short time that in-flight adsorption occurs upstream of the control device
(nominal times for in-flight adsorption are 0.5 to 1.5 seconds). In addition, FFs generaly are
more efficient than ESPsin collecting fine particles and any associated Hg, (see Table 3-3). The
extra contact time and higher collection efficiency provided by a FF reduces the amount of
sorbent needed for adsorption compared to what is needed for an ESP to achieve a given level of
control.

Cooling the flue gas before the sorbent injection point can improve Hg adsorption by the
sorbent, which in turn may reduce the amount of sorbent needed for a given level of control.
However, the temperature to which the flue gas may be cooled is limited because sulfuric acid
(and perhaps hydrochloric acid) mists may be formed if the flue gas temperature drops below the
acid dew point(s) of the flue gas. For al four configurations, sorbent capacity may be
maximized by recycling and reinjecting sorbent and fly ash collected in the PM control device(s)
located downstream of the injection point.

7.5.2 Sorbent Adsorption Theory

Gas-phase adsorption occurs when a gaseous specie contacts the surface of asolid and is
held there by attractive forces between the gaseous specie and the solid. In adsorption
terminology, the gaseous specie being adsorbed is called the "adsorbate," and the solid is called
the "adsorbent” or "sorbent.” While al solids have the potential to adsorb gaseous species,
adsorption is not very pronounced unless a solid has alarge surface area. Asaresult, most solids
for gas-phase adsorption are highly porous and in the form of particles or granules. The porosity
of the solids provides large amounts of internal surface area where most adsorption takes place.
When a gaseous specie is adsorbed onto the surface of a solid particle, the gaseous specie
becomes a particle-bound specie.

Gas-phase adsorption may be classified as chemisorption or physical adsorption
depending on the nature of the attractive force between the adsorbate and sorbent. In
chemisorption, the adsorbate reacts with the surface of the sorbent, thus, the attractive force
between the adsorbate and sorbent is similar to a chemical bond. Chemisorption often involves
the use of sorbents impregnated with compounds that are reactive with the adsorbate. In physical
adsorption, the attractive force between an adsorbate and sorbent is electrostatic in nature
(similar to the attraction between metal filings and a magnet, where the metal filings are
analogous to the adsorbate and the magnet is analogous to the sorbent). Different adsorbates
have different attractive forces for a given sorbent due to differences in molecular weight,
normal boiling point (or vapor pressure), degree of unsaturation, polarity, and structural
configuration. When a sorbent is exposed to more than one adsorbate, preferential adsorption
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tends to take place due to differences in the attractive forces between the different adsorbates and
the sorbent particles.

Equilibrium adsorption capacity is the maximum amount of adsorbate a given mass of
sorbent can hold at a given temperature and adsorbate gas concentration. Generally, the
adsorption capacity of a sorbent for a given adsorbate increases with increased adsorbate
concentration and decreases with increases adsorption temperature.

In adynamic adsorption system (i.e., an adsorption system involving a moving gas
stream), a gas stream containing one or more adsorbates is passed through afixed or fluidized
bed of sorbent particles or the sorbent particles are injected directly into the gas stream. In
dynamic adsorption systems, the contact time between the sorbent particles and the adsorbate in
the gas stream is critical. While contact time does not affect the equilibrium adsorption capacity
of the sorbent, it directly affects the sorbent’ s ability to capture the adsorbate from the gas
stream. Maximum capture of adsorbate from the gas stream will not take place unless the
adsorbate has sufficient time to contact the sorbent and diffuse into its pores. Thus, increasing
the contact time increases Hg capture by the sorbent.

7.5.3 Pilot-scale and Full-scale Research and Development Status

The laboratory studies of using dry sorbents for Hg control based on bench-scale reactor
testing are discussed in Section 5.4. This section discusses the results from field studies testing
different sorbentsin pilot-scale or full-scale systems.

7.5.3.1 Coal Fly Ash Reinjection

As discussed in Chapter 5, fly ash generated naturally when burning certain coalsin a
utility boiler adsorbs some of the gaseous Hg in the flue gas. The adsorption of gaseous Hg by
the fly ash vented in the flue gas from the boiler, referred to by some researchers as “native fly
ash,” is believed to occur at active sites on the ash surface similar to those on sorbent (e.g., fly
ash carbon analogous to activated carbon or fly ash alkaline species akin to injected lime). As
part of the DOE cooperative agreement test program to investigate dry sorbents, the project team
of PSCO, ADA Technologies, and EPRI evaluated Hg removal rates by the fly ash in the flue
gas from burning two types of Western coals and the potential for Hg removal by reinjection of
low levels of collected fly ash back into the flue gas upstream of the particul ate control devi ce.F_Ul
The use of reinjected fly ash for Hg control avoids the potentially adverse impact on the
commercial viability of selling the fly ash collected in the downstream particul ate control
devices. The use of activated carbon as a Hg sorbent may increase the level of carbon in the
collected fly ash/activated carbon mixture above allowable maximum levels for some
commercia fly ash applications (e.g., sale of fly ash for use as a concrete additive).

Full-scale testing was conducted at three PSCO coal-fired electric utility power plants to
characterize gaseous Hg removal by the native fly ash in flue gas at each facility; aboiler using a
FF for PM control wastested. At one facility, a second boiler using an ESP was al so tested.
Two of the three power plants burned subbituminous coal from the Powder River Basin (PRB),
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and the other burned a Colorado-mined bituminous coal. Flue gas measurements were taken
concurrently at the inlet and outlet of each particulate control device. At two of the power
plants, testing was conducted in both the summer and winter in order to investigate the effect of
ambient temperature on the adsorption of Hg on the fly ash.

Results of the full-scale tests are summarized in Table 7-2. Mercury removal measured
across the three FFs ranged from 61 to 99 percent. Mercury removal across the ESP was
significantly lower at 28 percent. The two boilers units demonstrating Hg removals above
80 percent (Arapahoe 4 and Cherokee 3) were equipped with low-NOx burner retrofits. The use
of these burners often causes elevated levels of unburned carbon in the fly ash. Measuring
unburned carbon by the "loss-on-ignition" (LOI) test, the fly ashes from Arapahoe 4 and
Cherokee 3 had LOI contents approximately 7 to 14 times higher than the fly ashes from the
other two boilers. The Hg levels measured for the Cherokee 3 unit was essentially the same in
both summer and winter, indicating no adverse temperature effects on adsorption. In contrast,
the Arapahoe 4 tests showed better adsorption at cooler test conditions (i.e., winter versus
summer).

To examine the use of fly ash reinjection for Hg emissions controls, a series of pilot-scale
tests were conducted by collecting the fly ash samples from the three power plants and injecting
the collected fly ash into the PCM located at the Comanche Station (discussed in Section 7.4.2).
For the recycled fly ash tests, the PCM was configured as areverse-gas FF and drew fly-ash-free
flue gas from the outlet side of the FF serving the coal-fired boiler. The flue gas was spiked with
gaseous Hg to produce a Hg concentration of approximately 10 pg/Nm?*. The gaseous Hg
concentration was sampled at the inlet and outlet of the PCM using a Hg continuous emissions
monitor (Perkin EImer MERCEM). Recycled fly ash was injected into the flue gas just
downstream of the inlet sampling port. Except during one test, the injected fly ash samples were
not treated in any way to enhance their Hg-adsorbing properties. For onetest, a sample of fly
ash from the Comanche 2 unit was treated with a hot nitrogen purge in an attempt to desorb any
Hg on the ash particles.

Table 7-3 summarizes Hg removal datafor the fly ashestested. Reinjected
subbituminous coal fly ash removed 84 to 86 percent of the gaseous Hg across the PCM. In
contrast, reinjecting fly ash from the boiler burning bituminous coal showed only a 10 percent
removal of gaseous Hg. The removal efficiency for bituminous coal fly ash was increased to 31
percent when this ash was thermally pretreated to desorb Hg before injection into the PCM. The
resultsin Table 7-3 show that the recycled fly ashes from the Cherokee and Arapahoe boilers had
additional capacity to adsorb gaseous Hg (beyond what they had adsorbed from their source flue
gas), while the untreated recycled fly ash from the Comanche 2 boiler appeared to be saturated or
no longer reactive. The LOI contents of the Cherokee 3 and Arapahoe 4 fly ash samples were 8
and 14 percent, respectively. The LOI contents of the Comanche 2 fly ash sampleswere 0.3 to
0.4 percent. Aswas observed during the full-scale testing, fly ashes with the highest LOI
contents (those from the Arapahoe 4 and Cherokee 3 boilers) adsorbed more Hg than fly ashes
with lower LOI contents (those from the Comanche 2 boiler).
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Table 7-2. Hg removal by native fly ashes measured across PM control devices at
PSCO power plants burning selected western coals (source: Reference @b

Power Plant Type of Coal PM Control Ash Carbon Gaseous Hg
Burned Device Contenbt Removal
0 ()
(% LOI) (%)
PSCO® Bituminous Reverse-gas FF 76 98 (summer)
Cherokee (Colorado) (Boiler Unit #3) ’ 99 (winter)
ESP
(Boiler Unit #1) <1 28
Subbituminous
A;S;%e (Powder River
P Basin)
Reverse-gas FF 14.4 62 (summer)
(Boiler Unit #4) ' 82 (winter)
Subbituminous
PSCO (Powder River Reverse-gas FF 0.4 61
Comanche (Boiler Unit #2)

Basin)

(a) PSCO = Public Service Company of Colorado
(b) LOI = Loss on ignition
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Table 7-3. Hg removals by fly ash reinjection measured across PCM at PSCO
Comanche power plant for selected western coals (source: Reference[10).

Reinjected Fly Ash Flue Gas .A.Sh . Ash Gaseous Hg
Reinjection Carbon
Coal Source Temperature Removal
(PSCO power plant) (°F) Rate Content (%)
(grains/acf) (% LOIY)
PRB Subbituminous coal 320 0.13 14.4 84
(Arapahoe 4) ' '
PRB Subbituminous coal 320 033 76 86
(Cherokee 3) ' '
280 1.13 0.42 10
Colorado
Bituminous coal
(Comanche 2)
280 1.21 0.26 31°

(@) LOI = Loss on ignition
(b) Deadsorbed ash.
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In addition to evaluating the adsorption capacity of recycled fly ashes, several tests were
made using the PCM to evaluate the effects of temperature on fly ash adsorption. For the
temperature tests, fly-ash-laden flue gas was extracted from the inlet of the FF serving the
Comanche 2 boiler and passed through the PCM; gaseous Hg was injected upstream of the PCM.
Hg adsorption across the PCM was monitored as the temperature of the flue gas through the
PCM was varied. Table 7-4 summarizes the results of the temperature tests. For the baseline
tests (no heating or cooling), the temperature of the flue gas through the PCM was in the range of
135 °C (275 °F); at this temperature, the Comanche 2 fly ash removed 20 to 40 percent of the
gaseous Hg present in the flue gas. When the flue gas was heated to around 152 °C (305 °F), the
fly-ash Hg removal dropped to zero, while spray cooling to reduce the flue gas temperature to
about 110 °C (230 °F) increased the Hg removal to around 60 percent. As expected, the data from
these tests show that adsorption is greatly affected by temperature, with adsorption increasing
with decreasing flue gas temperature.

7.5.3.2 Activated Carbon Sorbent Injection

The most frequently tested activated carbon for Hg removal from coal combustion gases
has been a commercialy available carbon manufactured by Norit Americas, Inc. (trade name
Darco FGD™). The Darco FGD™ carbon is produced from lignite specifically for the removal
of heavy metals and other contaminants from MWC flue gas streams. Other commercially
available activated carbons and experimental carbons also have been tested.

A full-scale test program jointly funded by EPRI and Public Service ric and Gas
(PSE& G) evauated the potential of activated carbon injection for Hg control.™ The tests were
performed at the PSE& G Hudson Generating Station, which fires low-sulfur bituminous coal and
uses an ESP for PM control. Two types of activated carbon were tested, the Darco FGD™
carbon and an experimental carbon identified as AC-1. Results from these tests are shown in
Table 7-5. The dataindicate adistinct reduction in total Hg removal efficiency with increased
temperature. The maximum Hg removal measured was 83 percent using the Darco FGD™
carbon at a C:Hg ratio of 45,000:1 and an ESP operating temperature of 221 °F. Full-scale ESP
operation at this low temperature is not practical, however, due to potential problems with acid
condensation.

Sorbent injection using Darco FGD™ carbon and an ESP was also tested as part of the
AECDP Phase |11 studiesf] For thistest, the coal burned was an Ohio bituminous coal. The
carbon was injected upstream of the ESP, with an approximate in-flight particle residence time
of 1 second. Theinjection temperature was approximately 204 °C (400 °F) and the ESP inlet
temperature was about 174 °C (345°F). The carbon flow rate was approximately 14 Ib/hr, which
isequivalent to a C:Hg massratio of 9,000:1. Both particulate and gaseous Hg species were
measured at the inlet and outlet of the ESP during the carbon injection test. The test results are
presented in Figure 7-4. Also shown in this figure are baseline Hg concentrations measured
before any injection tests. Compared to the baseline condition, injection of the activated carbon
resulted in atotal Hg removal of 53 percent. Carbon injection at the test conditions had no effect
on the removal of gaseous Hg’, suggesting that Hg removal appears to be aresult of the capture
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Table 7-4. Effect of flue gas temperature on fly ash Hg adsorption measured
across PCM at PSCO Comanche power plant burning PRB subbituminous coal
(source: Reference.

Flue Gas Gaseous
Test Condition Temperature Hg Removal
(0 (%)
Baseline 135 20 to 40
Heated flue gas 152 0
Cooled flue gas 110 60
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Table 7-5. Hg removal by activated carbon injection measured at PSE&G Hudson
Station burning low-sulfur bituminous coal and using ESP (source: Reference

ESP Operating Sorbent Injection Total Hg
Sorbent .
Tested Tempoerature Ratio Removal Range
(F) (C:Hg) (%)
255 0 3
Baseline
(no sorbent injection)
268 —278 0 0
240 — 255 11,500:1 13t0 17
240 - 255 20,000:1 41to 42
Darco FGD™ .
Activated Carbon 220 -235 45,000:1 76 to 83
275 -280 27,000:1 14 to 38
270 =275 45,000:1 28to 45
240 -250 18,000:1 33to 45
Experimental
Activated Carbon 240 - 250 45,000:1 56 to 58
AC-1
280 29,000:1 28
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Figure 7-4. Hg removal by activated carbon injection measured at AECDP test
facility burning Ohio bituminous coal and using ESP (source: Reference |§[)
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of gaseous Hg?* (onto or into the particul ate phase) and then the subsequent removal of the
particulate in the ESP.

The DOE/NETL also tested injecting Darco FGD™ carbon for Hg control using the
DOE/NETL in-house coal combustion test facility /'] For these tests, low-sulfur bituminous coal
was burned based on the rationale that thisis a coal-type likely be burned in utility power plants
that do not have flue gas desulfurization systems. Throughout testing, the furnace was operated
to achieve high combustion efficiency with low levels of unburned carbon in the fly ash.
Unburned carbon levelsin the fly ash under baseline conditions were generally less than two
percent. Flue gas measurements of Hg were conducted at the FF inlet using the OH Method, and
aModified Ontario-Hydro Method (MOH Method). The modified method samples the flue gas
non-isokinetically whereas the former samples the flue gas isokinetically. Stack measurements
downstream of the FF were made for speciated Hg using the OH Method and total Hg using EPA
Method 101A. Analysis of coal and ash deposits was made using ASTM D3684. The MOH
Method was used at the inlet to minimize PM collection during sampling. Eliminating entrained
PM in the sample flue gas allowed researchers to determine in-duct Hg removals. In addition,
the effect of filtered solids on Hg speciation was deduced by comparison with the Hg speciation
measured with the OH Method.

Test results measured using the DOE/NETL test facility for sorbent injection upstream of
aFF using the Darco FGD™ carbon are presented in Table 7-6. Total Hg removal's measured
ranged from 39 to 86 percent at injection C:Hg ratios of 2, 600:1 to 10, 300:1. Thetest results
show ageneral trend where the total Hg removal increased with increasing C:Hg ratios. A
second commercialy available activated carbon has aso been tested for possible Hg control
using the NETL test facil ityF_?| Mercury removals of 30 to 40 percent were measured injecting
Calgon FluePac ™ activated carbon at C:Hg injection ratios of 2,500:1 to 5,100:1. The
DOE/NETL in-house research aso shows no significant in-duct removals of Hg under the test
conditions, and Hg® appears to be oxidized by the filter cake. On-going research on activated
carbon injection using the DOE/NETL test facility includes tests to quantify the effects of
humidification and FF pressure drop on Hg removal, evaluating novel sorbents, determining
sorbent effectiveness downstream of a FF with and without recycle, and comparing Hg removals
using sorbent injection with ESP versus FF.E|

A multiple-site, full-scale field test program is currently being conducted under a
DOE/NETL cooperative agreement to obtain performance and cost data for using activated
carbon injection to reduce Hg emissions from existing coal-fired electric utilﬁ/ power plants
equipped only with an ESP or FF for post-combustion air pollution controls.™ The DOE/NETL
isworking in partnership with ADA-ES, PG& E National Energy Group (NEG), Wisconsin
Electric, asubsidiary of Wisconsin Energy Corp., Alabama Power Company, a subsidiary of
Southern Company, EPRI, and Ontario Power Generation on afield evaluation program at four
power plant facilities. Other organizations participating in this test program as team members
include EPRI, Apogee Scientific, URS Radian, Energy & Environmental Strategies, Physical
Sciences, Inc., Southern Research Institute, Hamon Research-Cottrell, Environmental Elements
Corporation, Norit Americas, and EnviroCare International. Thefirst test siteisaboiler unit at
the Alabama Power Gaston facility that burns various low-sulfur bituminous coals and is
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Table 7-6. Hg removal by activated carbon injection measured at DOE/NETL in-
house test facility burning low-sulfur bituminous coal and using FF (Source:
Reference.

Fabric Filter S_orbent Total Mass Balance (%)
Test Temperature Injection Hg
Run ID F()"F) Ratio Removal
(C:Hg) (%) Fabric Filter Overall

9907-1 204 0 27 103.2 79.4
(baseline)

9907-2 294 9,500:1 86.0 77.4 78.6

9907-3 265 10,300:1 82.3 130.1 76.7

9907-4 268 6,200:1 75.1 80.0 98.1

9908-1 296 0 35.0 84.4 67.1
(baseline)

9908-2 296 2,600:1 38.8 100.6 90.8

9908-3 296 5,400:1 64.0 94.7 89.1

9908-4 270 2,900:1 54.2 103.2 86.8
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equipped with a hot-side ESP followed by a COHPAC FF. Testing at this site was conducted in
the spring of 2001. 2] The next test site bei ng tested is aboiler unit at the Wisconsin Electric
Pleasant Prairie facility that burns PRB subbituminous coal and uses a cold-side ESP for PM
control. The other two sites are scheduled to be tested in 2002, and are the PG& E NEG Salem
Harbor and Brayton Point facilities that burn low-sulfur bituminous coals and are equipped with
cold-side ESPs.

7.5.3.3 Calcium-based Sorbent Injection

An aternative to using activated carbon is to use a calcium-based sorbent. Laboratory
studies conducted by the EPA and Acurex Environmental Corporation (funded by the State of
lllinais, ICCI) indicated that the injection of cal cium-based sorbents into flue gas could result in
significant removal of Hg (discussed in Section 5.3). Other benefits associated with the use of
limestone injection for Hg control include an incremental amount of SO, removal and a high
probability for SO3; removal. Flue gas Hg removal using furnace limestone injection was
evaluated as part of a study conducted by M cD%mott Technology, Inc. titled Combustion 2000
Project/Low Emission Boiler System Program.™ In this study, limestone was injected into the
upper furnace firing Ohio bituminous coal at atemperature of about 1,204 °C (2,200 °F). The
CaSratiowas set at 1.40 mol/mol. An 80 percent efficient cyclone was then used to collect the
fly ash and calcined lime. At this|ocation the flue gas temperature was approximately 163 °C
(325 °F). The Hg concentration in the flue gas was measured downstream of the cyclone using
the OH Method. The measured Hg concentrations for the baseline (no limestone injection) and
the six limestone injection tests are shown in Figure 7-5. The data show that the Hg
concentration in the flue gas was significant lower when limestone was injected compared to the
baseline. The overall average Hg reduction for the six limestone injection runs was 82 percent.
The researchers note that using more efficient ESP or FF PM control devices with collection
efficiencies of greater than 99 percent in place of acyclone (see Table 3-3) is expected to
provide an additional increasein Hg removal.

Based on the test results from the EPA/Acurex ICCI studies and the Combustion 2000
Project/Low Emission Boiler System Program, McDermott Technology, Inc. conducted
additional limestone injection tests during Phase |11 of theAECDP.E] The same limestone
previously tested in the Combustion 2000 program was used for the Phase I11 tests. Two
limestone flow rates were tested. The flow rates chosen for the limestone injection tests were
200 Ib/hr (Ca:S = 0.35 mol/mol) and 25 Ib/hr (Ca:S = 0.04 mol/mol). An injection temperature
target of 1,149 °C to 1260 °C (2,100 °F to 2,300 °F) was chosen as the optimum range to
calcine the limestone (CaCOs) into lime (Ca0). It was assumed that CaO would be more
reactive with Hg, asit iswith SO, because of the increased surface area and reactivity.
Limestone was injected upstream of an ESP. The ESP inlet flue gas temperature was 177 °C
(350 °F). Mercury concentrations were determined at the inlet and outlet of the ESP with
triplicate Ontario Hydro measurements. One set of triplicate measurements was performed prior
to sorbent injection to provide a baseline set of comparison data.

Figure 7-6 shows the Hg partitioning and speciation for three sets of Hg measurement
locations: 1) at the ESP inlet without limestone injection (baseline); 2) at the ESP inlet with
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limestone injection of 200 |b/hr; and 3) at the ESP outlet with limestone injection of 200 Ib/hr.
As shown in Figure 7-6, the total Hg in the flue gas at the ESP inlet with and without limestone
injection is about the same. Limestone injection substantially increases the Hgp, thereby
substantially reducing gaseous Hg>*. The Hgp is then removed by the ESP, providing an overall
Hg removal of 53 percent compared to the baseline condition. Reducing the [imestone feed rate
to 25 Ib/hr showed the same Hg partitioning trends observed for 200 Ib/hr but with areductionin
total Hg removal. An overall Hg removal of 41 percent compared to the baseline condition was
measured. Theincreased removal provided by limestone injection compared to the baseline
appears to be aresult of the capture of Hg?* by the CaO particul ate (onto or into the particul ate
phase) and the subsequent removal of the particulate in the ESP. Limestone injection had no
apparent effect on the HgP.

Table 7-7 presents a summary comparison of limestone sorbent injection test results with
the activated carbon injection results from the AECDP Phase |11 studies (discussed in
Section 7.5.3.2). The table shows that [imestone sorbent injection at 200 |b/hr achieved an
equivalent level of total Hg removal with activated carbon injection. The difference in sorbent-
to-Hg ratios for these two tests is about a factor of 15. Based on the test results, the researchers
concluded that activated carbon is a more effective sorbent than limestone on a mass basis;
however, because the cost of activated carbon typically is an order of magnitude more than the
cost for limestone, limestone is more effective on a sorbent cost basis.

7.5.3.4 Multipollutant Sorbent Injection

The EPRI/PSE& G Hudson sorbent injection study discussed in section 7.5.3.2 included
measurement of Hg removal by coinjection of activated carbon with calcium-based sorbents for
S0, control [F] The calcium-based sorbents tested were sodium bicarbonate and hydrated lime.
With the coinjection of either of the calcium-based sorbents, the researchers reported
improvement in the adsorption of gaseous Hg by the activated carbon.

A study of the coinjection of a sodium-based sorbent with activated carbon showed that
the removal of gaseous Hg by the native fly ash and the activated carbon was impeded
when the sodium sesquicarbonate was coinjected. As part of the AECDP Phase 111 studies using
the PCM at the PSCO Comanche Station, tests were conducted to investigate whether any
synergistic removal of Hg or impairment of SO, removal occurs when injecting both activated
carbon Bﬂﬁlg control and sodium sesquicarbonate for SO, control into the flue gas and collected
in a FF.2" % The activated carbon tested was Darco FGD™.

When no sorbent (carbon or sodium) was injected into the flue gas, the measured Hg
removal across the PCM by the native fly ash ranged from 41 to 76 percent at the respective
temperatures of 162 °C (324 °F) and 138 °C (280 °F). When activated carbon was injected into
the flue gas with no sodium sesquicarbonate, measured Hg removal across the PCM was
74 percent at 162 °C (324 °F). When sodium sesquicarbonate was injected into the flue gas with
no activated carbon injection, gaseous Hg removal percentages were in the negative range (i.e.,
test measurements indicated an increase in Hg concentrations at the PCM outlet compared to the
inlet). When both activated carbon and sodium sesquicarbonate were injected into the flue gas,
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Table 7-7. Comparison of Hg removals for activated carbon injection versus
limestone injection measured at AECDP test facility burning Ohio bituminous

coal and using ESP ( Source: Reference @)

Sorbent Injected Upstream of ESP

Parameter Activated Limestone
Carbon 0.35 Ca:S mass ratio 0.04 Ca:S mass ratio

Sorbent injection rate 14 Ib/hr 200 Ib/hr 25 Ib/hr
Sorbent:Hg mass ratio 9,000:1 125,000:1 16,000:1

Sorbent |nject|00n 400 2.200 2.200

temperature ("F)

ESP operating

temperature (°F) 345 350 350

Total Hg removal (%) 53 53 41
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Hg removal percentages ranged from -104 to 22 percent. The SO, removal percentages did not
appear to be either impeded or improved with the coinjection of the activated carbon.

Based on the limited data, the researchers speculated that the impediment of Hg capture
occurred either because of inhibition of the sorbent mechanism or because the addition of sodium
increased the level of NO, in the flue gas. During the sodium sesquicarbonate tests, NO, in the
flue gasincreased from 5 to 41 ppmv, with the higher values associated with the higher
temperatures tested. If the increase in the NO, levels was real, researchers are questioning
whether NO, had a negative impact on Hg removal and subsequent Hg desorption in the flue gas.
Nitrogen dioxide is a strong oxidizer, which may have stripped Hg from the internal surfaces of
the PCM, resulting in higher Hg measured at the outlet than the inlet (thus explaining the
negative removal efficienciesfor Hg). If thiswere the case, the effect would diminish over time
asthe Hg on the walls of the pilot unit came into equilibrium with the flue gas. No tests were
run with sufficient time to observe this effect, and credible Hg data were not availablein real
time.

The negative impact of the sodium sesquicarbonate injection on Hg removal by activated
carbon injection is contrary to the results reported for the Hudson Station power plant tests where
injecting either sodium bicarbonate or hydrated lime with activated carbon improved the
activated carbon-s Hg adsorption capability. The Hudson data were taken over asingle test day,
and the two power plants tested burned different coal types with different fly ash properties and
flue gas compositions (eastern bituminous coal at Hudson versus PRB subbituminous at
Comanche). Drawing any definite conclusions regarding coinjection of alkaline materials and
activated carbon based on these two tests would be conjecture.

7.5.3.5 Noble-metal-based Sorbent in Fixed-bed Configuration

ADA Technologies Inc. (ADA) has patented a sorbent process for Hg control in coa
combustion flue gas, trade name Mercu-RE ™. Unlike the dry sorbent injection processes
previously discussed, the Mercu-RE™ process is based on the adsorption of the Hg by noble
metals in afixed-bed, regeneration of the sorben%%thermal means, and recovering the
desorbed Hg for commercial recycle or disposal. Laboratory testing of the noble-metal
sorbent showed that the sorbent captured virtually all of the Hg® and mercuric chloride injected
into asimulated coal combustion flue gas. During 1999, the noble-metal sorbent was tested for
6 months using a flue gas dipstream from the PSE& G Hudson Station. The acid gasesin the
flue gas degraded the performance of the noble-metal sorbent. The field data suggested that
there are limitations on the commercial application of using noble-metal sorbents for removal of
Hg from coal combustion flue gas without upstream acid gas controlsinstalled. Laboratory
testing indicated that sorbent capacity can be recovered by scrubbing acid gases from flue gas
prior to the sorbent bed. Additional testing is being conducted to determine if noble-metal
sorbents can be used effectively on scrubbed flue gas.
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7.6 Mercury Control Retrofitsfor Existing Coal-fired Electric Utility Boilers Using Semi-
Dry Absorbers

7.6.1 Retrofit Options

Spray dryer absorber systems are the most common semi-dry scrubbers currently being
used at electric utility coal-fired electric utility power plants. With this control technology, a
slurry of hydrated or slaked lime is sprayed into an absorber vessel where the flue gas reacts with
the drying slurry droplets. The resulting particle-laden dry flue gas then flows to an ESP or an
FF where fly ash and SO, reaction products are collected. In some cases, water-sol uble sodium-
based sorbents are used instead of calcium-based sorbents. SDA systems can also provide
opportunities for injection of other dry sorbents for Hg or multipollutant control schemes.

In adry sorbent injection (DSI) system, a sorbent isinjected into a flue gas duct upstream
of the PM collector. In many cases water is injected upstream of the sorbent injection location to
increase flue gas moisture content. This water spray, called spray humidification, reduces the
flue gas temperature and increases the sorbent reactivity. DSI systems can also provide
opportunities for injection of Hg or multipollutant sorbents. A circulating fluid-bed absorber
(CFA) is effectively aAvertical duct absorber( that allow simultaneous gas cooling, sorbent
injection and recycle, and gas sorption by flash drying of wet lime reagents. It is believed that
CFAs can potentially control Hg emissions at costs lower than those associated with use of spray
dryers. With these absorbers, opportunities for use of advanced sorbents appear to be more
favorable than for DSI, due to the improved sorbent utilization by re-circulation, recycle, and
flash evaporative cooling.

7.6.2 Pilot-scale and Full-scale Research and Development Status

Full-scale tests on eastern bituminous coals (i.e., a 180 MWe boiler with a SDA-FF
contr%._lsystem and a55 MWe boiler with CFA-FF controls) were conducted in September
2000.~" The EPA Method 101A was used for absorber inlet Hg measurements and the OH
Method for the boiler stacks. Both units averaged over 97 percent Hg removal in the respective
control systems based on outlet and inlet flue gas measurements. Using the raw coa analysis
and the stack OH Method measurements, each system removed about 95 percent of total Hg.
Further Hg/multipollutant testing of SDA and CFA units are planned in DOE-EPRI-EPA pilot
and field test programs.

7.7 Mercury Control Retrofitsfor Existing Coal-fired Electric Utility Boilers Using Wet
FGD Scrubbers

7.7.1 Retrofit Options
Wet FGD scrubbers are typically installed downstream of an ESP or FF. Removal of PM
from the flue gas before it enters the wet scrubber reduces solids in the scrubbing solution and

avoids chemistry problems that may be associated with fly ash. In the United States, plants that
use wet limestone scrubbers for SO, control generally capture more than 90 percent of the Hg**
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in the flue gas entering the scrubber. Consequently these FGD scrubbers may lower Hg
emissions by about 20 to more than 80 percent, depending on the speciation of Hg in the inlet
flue gas.

Improvements in wet scrubber performance in capturing Hg depend primarily on the
oxidation of Hg® to Hg?*. This may be accomplished by the injection of appropriate oxidizing
agents or installation of fixed oxidizing catalysts to promote oxidization of Hg” to soluble
species. Oxidation of gaseous Hg' to gaseous Hg”* can potentially increase the total Hg removed
by wet scrubbing and sorbent systems since gaseous Hg** is more readily captured by these
systems than gaseous Hg®. Several flue gas additives and scrubbing additives are being
developed for this purpose. Flue gas and scrubber additives are aso being developed for usein
preventing the conversion of absorbed Hg?* to gaseous Hg® in wet FGD systems.

An aternative strategy for controlling Hg emissions from wet FGD scrubbing systemsis
to inject sorbents upstream of the PM control device. In units equipped with FFs this allows for
increased Hg capture and oxidization of Hg” as the flue gas flows through the filter cake.
Increased oxidization afforded by FFs results in increased Hg removal in the downstream
scrubber. In FGD units equipped with ESPs, performance gains are limited by sorbent injection
and Hg adsorption rates.

7.7.2 Mercury Absorption Theory

Gaseous Hg? isinsolublein water and therefore does not absorb in the aqueous slurry of a
wet FGD system. Gaseous compounds of Hg”* are water-soluble and do absorb in such slurries.
When gaseous compounds of Hg”" are absorbed in the liquid slurry of awet FGD system, the
dissolved species are believed to react with dissolved sulfides to form mercuric sulfide (HgS);
the mercuric sulfide precipitates from the liquid solution as asludge. In the absence of sufficient
sulfides in the liquid solution, a competing reaction that reduces/converts dissolved Hg?* to HgP
is believed to take place. When this conversion takes place, the newly formed (insoluble) Hg is
transferred to the flue gas passing through the wet FGD unit. The transferred Hg® increases the
concentration of Hg® in the flue gas passing through the wet FGD unit (since the incoming Hg' is
not absorbed) giving rise to a higher concentration of gaseous HgP in the flue gas exiting the wet
FGD than entering it. Transition metalsin the slurry (originating from the flue gas) are
suspected to play an active role in the conversion reaction since they can act as catal ysts and/or
reactants for reducing oxidized species

7.7.3 Pilot-scale and Full-scale Research and Development Status
7.7.3.1 Oxidation Additives

As part of the AECDP Phase |11 studies, tests were conducted to investigate two potential
chemical additivesfor controlling the conversion of oxidized Hg to the elemental form, and
enhancing the control of Hg in a pilot-scale wet FGD system.ﬂ The first additive was gaseous

H,S. The selection of H,S as a potential additive was based on the possibility that a sulfide-
donating species could assist in capturing Hg”*. A H,S gas stream at a concentration of about 2
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ppm was injected into the flue gas entering the scrubber. The Hg concentrations of gaseous Hg”*
and gaseous Hg® measured at the wet scrubber inlet and outlet for the baseline and H,S injection
tests are shown in Figure 7-7. Gaseous Hg removal by the wet scrubber increased with the
addition of H,S (at about 2 ppm) from 46 to 71 percent. Thisincrease was attributed mainly to a
decrease in the conversion of Hg”" to gaseous HgP.

The second additive tested was ethylenediaminetetraacetic acid (abbreviated EDTA).
This chemical was selected because EDTA is strong chelating agent. Chelating agents react with
metallic ions to form soluble nonionic compounds. Because, transition metals may act asa
catalyst in the conversion of Hg?* to gaseous Hg® in wet FGD scrubbers, their chemical binding
may reduce the conversion. For the test, EDTA was added to the scrubbing slurry. The Hg
concentration of gaseous Hg”>* and gaseous Hg” measured at the wet scrubber inlet and outlet for
the ESP baseline and EDTA additive testsis shown in Figure 7-8. The total Hg removal
increased to 73 percent with the addition of EDTA. Under a new cooperative agreement with
DOE/NERL, McDermott Technologies, Inc. is conducting a full-scale test program of using
scrubber additives to achieve increased Hg removal at two power plants burning high-sulfur
Ohio bituminous coal: 1) Michigan South Central Power Agency's (MSCPA) 55-MWe Endicott
Station located %Litchfield, MI, and 2) Cinergy's 1300-MWe Zimmer Station located near
Cincinnati, OH.

7.7.3.2 Mercury Oxidation Catalysts

Under a DOE/NETL cooperative agreement, laboratory and field tests were condgﬁted to
investigate catal ytic oxidation of gaseous Hg’ in coal-fired electric utility boiler flue gas® The
project tested the actual rate to convert gaseous Hg” to a soluble form using different candidate
catalysts under simulated and actual coal combustion flue gas conditions. The results of the
bench-scale studies are discussed in Chapter 5. Additional extended tests with the most-active
catalysts and fly ash were conducted ﬁ]the field to assess their adsorption and/or oxidation of Hg
in an actual coal-fired boiler flue gas.™ These tests were conducted in a fixed-catal yst-bed test
rig using a flue gas slipstream from a electric utility boiler firing a Texas lignite. Total Hg
concentrations in the flue gas slipstream varied from 7 to 35 ug/Nm?, with the gaseous Hg"
concentrations varying from 4 to 18 pg/Nm?®. Theinlet gaseous Hg** also was variable, ranging
from 30 to 80 percent of the total, and the concentrations of SO, and NOx varied considerably
during the testing period. The catalysts and fly ash were exposed to flue over periods ranging
from 3,480 to 3,490 hours. Table 7-8 presents the oxidation results over the 5-month-plus period
of testing. For the values of the catalyst field measurements shown in the table, the HgP
oxidation measured across the sand “blank” was subtracted from the actual measured Hg”
oxidation for each catalyst. In general, the field test results indicate that while the initial Hg®
oxidation percentages achieved by the catal ysts matched the percentages measured in the
laboratory tests, the metal-based and some carbon-based catalysts were deactivated after a
relatively short time exposure to the actual coal combustion flue gas. The researchersidentified
sulfur trioxide and selenium (or selenium compounds) as possible flue gas constituents that
rapidly deactivate the iron-based and other metal catalysts. Additional bench-scale laboratory
tests conducted as part of the study indicate that regeneration of spent catalysts should be
possible.
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Table 7-8. Comparison of field test results using flue gas from electric utility
boiler firing Texas lignite versus bench-scale results using simulated flue gas for
selected candidate Hg oxidation catalysts (Source: adapted from Reference .

Field Test Results *°
Laboratory
Test Parameters Bench-Scale
Results at hour at hour at hour at hour at hour
24 1,000 2,400 3,055 3,477
Catalyst Type Percent of Hg® Oxidized Across Catalyst Bed
Sand (non-catalyst blank) 3% 3.3-8.1% 7% 9-12% 23 % 0%
Activated carbon #1 (1 Bed) 100 % 100% | 66% | 45% i 0% | 89%
Activated carbon #1(2™ Bed) 100 % 100 % 81 % 42-59% 0% 0%
. 0 0 not 0 0 0
Activated carbon #2 96 % 97 % | recorded | 76 % 0% 76 %
91 % 90 % not 82% | 0w 0 %
Pd#1 0 0 recorded o 0 0
SB #5 (fly ash) 4/70 % ° 100% @ 36% @ 8% : 73% : 0%
Test Conditions
Catalyst Bed Temp. °C (°F) 149 (300) 149 (300) @ 149 (300) @ 149 (300) '@ 104 (220) : 149 (300)
Inlet Hg® (ug/Nm°) 50 37-162 | 54 | 83-93 | 178 | 37
Total Hg (ug/Nm?) 50 70-261: 98 : 15-27  31-35 27

* All catalyst oxidation values corrected for the sand blank oxidation values.

® Number of hours passing flue gas through the catalyst materials

‘Laboratory tests using SB#5 (fly ash) were conducted in a simulated flue gas with HCI (70 percent oxidation
with 1 ppmv of HCI) and without HCI (4 percent oxidation).

7-36



A pilot-scalefield test program is currently being conducted under a DOE/NETL
cooperative agreement to obtain addition data on the potential commercial application of Hg
oxidation catalysts to enhance Hg capture by an existing wet FGD system downstream of high-
efficiency ESP.[|This study is testing selected catalysts previously identified as being effective
by the DOE-sponsored studies in acommercia form in larger pilot-scale units for longer periods.
The DOE/NETL isworking in partnership with URS Group, Inc., EPRI, and two electric utility
companies, Great River Energy and City Public Service of San Antonio, TX. Thefirst test siteis
the Great River Energy Coal Creek Station, which fires North Dakota lignite. The second site
the City Public Service of San Antonio’s J.K. Spruce Plant, which fires a PRB subbituminous
coa. The pilot-scale testswill continue for over ayear at each of two sites.

7.7.3.3 Wet FGD Scrubber Design and Operating Modifications

Several studies of pilot-scale wet FGD scrubbers suggest that modifying the operation
and design of the scrubber unit as well as the upstream ESP may improve the capture of gaseous
Hg?* and reduce the conversion of absorbed Hg** to Hg’. Specifically, these studies have found
that the liquid-to-gas ratio and tower design of awet FGD unit affect the absorption of gaseous
Hg?*, while the oxidation air influences the conversion of absorbed Hg”*. The operating voltage
of ESPs upstream of wet FGD systems has al so been shown to influence the latter. The
remainder of this section summarizes these findings.

Scrubber Liquid-to-gas Ratio. The liquid-to-gasratio (L/G ratio) of awet FGD system is
dictated by the desired removal efficiency to control SO, emissions. The selected L/G ratio also
can impact the removal efficiency of gaseous Hg?*. In general, high efficiency FGD systems
(95+ percent SO, removal) are designed with L/G ratios in the range of 120 to 150 gallons (gal.)
of aqueaus slurry per 1,000 actual cubic feet (acf) of gasflow. Intwo separate pilot-scale
studi increasing the L/G ratio from approximately 40 to 125 gal./1,000 acf increased the
removal efficiency of gaseous Hg>" from 90 to 99 percent. However, increasing the L/G ratio
did not affect the removal of gaseous HgP, which was close to zera percent. Similar studies were
conducted prior to these studies and produced similar findings.

Scrubber Tower Design. Most of the existing wet FGD systems in the United States use
either an open-spray tower or tray tower design. In one study of wet FGD systems, where the
composition of the flue gas was mostly gaseous Hg?*, the tray tower design removed from 85 to
95 percent of th&ltotal Hg, whereas the open spray tower design removed from 70 to 85 percent
of thetotal Hg. = This study suggests that atray tower design is more effective in removing
gaseous Hg** from boiler flue gas than an open spray tower design for a given SO, removal
level.

Scrubber Oxidation Air. When SO, is absorbed in the scrubbing slurry of awet FGD
system, the dissolved SO, reacts with lime or limestone to form insoluble sulfate/sulfite sludge;
the sulfate reaction consumes oxygen, which is present in the flue gas. Some wet FGD systems
add air to the system to increase the amount of oxygen available for the reaction; the additional
oxygen accelerates the reaction between SO, and lime or limestone.
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The effect of oxidation air on FGD Hg removal was investigated as part of the AECDP
Phase |11 studies by conducting test runs at baseline, intermediate and low levels of oxidation
airﬂ Figure 7-9 compares wet scrubber inlet and outlet Hg concentration measured for the base
case and the runs at amid- and low-level of oxidation air. The barsinclude the elemental and
oxidized fractions of the total gaseous Hg. The relative amounts of HgC at the inlet and outlet did
not change significantly for the three tests. However, the amount of absorbed Hg** converted to
Hg® decreased as the oxidation air decreased. This point is further illustrated in Figure 7-10 that
shows only the gaseous HgP for the three tests. For the baseline test, gaseous Hg® increased by
265 percent across the wet scrubber. Thisimproved to a 76 percent increase for the second test,
and only two percent for the low oxidation air test. Total gaseous-phase Hg removal improved
from 46 percent for the base case to 80 percent for the low oxidation air case. These normalized
oxidation air stoichiometry results show a strong relationship between oxidation air and wet
scrubber Hg removal for awet FGD system. The researchers of this study hypothesize that low
oxidation air must somehow inhibit the reduction of absorbed Hg**, or provide a species needed
to sequester the absorbed Hg?" in the slurry. The researchers also note that the level to which the
scrubber oxidation air can be reduced at a given coal-fired electric utility power plant is highly
site-specific specific and depends on several factors such as scaling considerations and gypsum
purity requirements.

Voltage of ESP Upstream of Scrubber. The effect of ESP operating power on wet
scrubber Hg removal was investi gated as part of the AECDP Phase 11 studlesﬂ Concentrations
of gaseous Hg?* and gaseous HgP were measured at the inlet and outlet of the wet FGD system
for three different ESP operating conditions. For the first operating condition (the baseline
operation), the pilot-scale ESP was operated with three of its four fields in service, and the power
was set to maintain an outlet particulate loading of 0.02 to 0.03 Ib/MBtu (below the PM limit of
the New Source Performance Standard for utility boilers). In the second operating condition, the
ESP voltage was increased by 60 percent above the baseline voltage. In the third operating
condition, the ESP power was turned off and an FF was used for PM control upstream of the wet
FGD system. For all three operating conditions, triplicate measurements of Hg were made at the
inlet and outlet of the pilot-scale wet FGD system.

Figure 7-11 compares the concentrations of gaseous Hg>" and gaseous Hg” measured at
the inlet and outlet of the wet FGD system for the three different ESP operating conditions.
Since the Hg measurements were taken downstream of the ESP and FF, very little Hg, was
measured; thus Hg, measurements are not shown in the Figure 7-11. Figure 7-12 presents only
gaseous Hg” for the same three ESP conditions as those in Figure 7-11. The figures clearly show
that the operating voltage of the ESP has a direct, negative impact on the wet scrubber Hg
control performance. The proportion of gaseous ng+ and gaseous HgP at the wet scrubber inlet
is the same for al three tests. However, for the high-power test, the amount of gaseous Hg°
significantly increased across the wet scrubber. The gaseous Hg® remains constant for the
no-power test, which is the observed behavior when the scrubber is preceded by the FF. This
indicates that the electric field affects some component of the flue gas, which, in turn, hasa
negative impact on wet scrubber chemistry.
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Reference[9).
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7.8 Multipollutant Control Technologies

This section presents asummary of control systems being commercially offered or
developed for multipollutant emissions control. The current status of many systemsis based
upon reports that targeted one or two pollutants. A caution hereis that, when evaluating the best
system for a specific application, it isimportant to consider both: 1) how agiven system affects
the emissions of al pollutants, and 2) how that system affects the long-term performance,
operation, and cost of other downstream systems, including ductwork, heat exchangers, stacks,
and other emission control equipment. To date no comprehensive long-term evaluations of the
multipollutant systems described below have been conducted.

7.8.1 Corona Discharge

Generation of an intense corona discharge (ionization of air by a high voltage electrical
discharge) in the boiler flue gas upstream of an ESP and wet scrubber is being investigated with
respect to improving PM control by oxidation of a portion of the entering SO, to SO3.~* The
corona discharge creates oxygen-carrying reactive species, which, in turn, oxidize the Hg® in the
flue gas (i.e., convert Hg” to Hg?"). The increased SO; both improves ESP collection of PM and
acts to convert Hg® to Hg** which may then be captured by an alkaline FGD scrubber
downstream. Representative reactions for SO, oxidation by corona discharge include:

O+e ->20+e
O, +0 -->03
SO, + O3 --> S0z + Oy
SO; + H,0O --> H,SO,

Similarly, for NO,

NO + e -->NO-
NO+NO- -->NO,+N + e
O+e ->20+e

O, +0 -->05
H,O+ O3 -->20H + O,
NO, + OH --> HNO3

Environmental Elements Corporation is developing a process based on corona discharge
that recovers the oxidized sulfur and nitrogen compounds as marketable sulfuric and nitric acids
in wet ESP sections and or/absorbers. A dlipstream pilot plant has been installed at Alabama
Power Miller Plant (Unit 3). Initial testsindicated 80 percent Hg removal and complete
oxidation of Hg® at 10 and 20 W/cfm, respectively.

Powerspan Corporation is developing asingle, integrated pollution control device that
uses a proprietary technology called Electro-Catalytic Oxidation™ or ECO™ to control SO,
NOy, Hg, and fine PM in coal-fired boiler flue gas.== Thefirst stage of the device uses a
dielectric barrier discharge to convert NOx and SO, to acids and to oxidize Hg®. A condensing,
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wet ESP is used to collect acid mists, fine PM, and Hg. The effluent from the wet ESP is
processed to produce salable byproducts (e.g., concentrated acids, gypsum for wallboard
manufacture, and ammoniafor fertilizer). Before entering the ECO™ unit, flue gas passes
through a conventional ESP to remove the majority of the ash particles. In partnership with
FirstEnergy Corporation, Powerspan has built a pilot-scale ECO test facility at FirstEnergy's R.E.
Burger Plant near Shadyside, OH.F*] This test facility processes a slipstream of flue gas from a
150-MW boiler unit burning high-sulfur eastern bituminous coal. The test results showed a Hg
emission reduction of 68 percent. Under a new DOE cooperative agreement, Powerspan and
FirstEnergy are conducting aresearch project using the ECO™ pilot test facility to optimize the
technology's Hg removal capability while maintaining the performance of the ECO™ unit for
removal of nitrogen oxides, sulfur dioxide, and fine PM P4 In addition, Powerspan and
FirstEnergy are currently constructing an $11.9 million ECO commercia demonstration unit at
FirstEnergy's Eastlake Plant near Cleveland, OH. The project is being cofunded by a $3.5
million grant from the Ohio Coal Development Office.

7.8.2 Electron Beam Irradiation

The E-B Process has been offered commercially since the 1980s and is now used in
Japan and China®* The chemical reactions are identical to corona discharge, except that the
power sourceis abattery of irradiating electron “guns’ and the oxidation products then enter a
semi-dry absorption system with ammonia reagent and are converted to ammonium sulfate and
nitrate salts suitable for use as afertilizer. Itis presumed that the Hg solids would also be
present in the fertilizer as contaminants. The polishing reactions for E-Beam are:

NH4OH + HNO; --> NH4NO3 + HO

2 NH,OH + H,S0O,4 --> (NH4)2804 + 2 H,O

7.8.3 Oxidant Injection in Flue Gas

A number of proposed schemes would add an oxidant such as chlorine, peroxide, or
ozone to the flue gas upstream of an absorber. Again the reaction products would be similar to
corona or electron beam, and the recovered products could range from weak acids to
sulfate/nitrate fertilizers or lower-value soil amendments; trace Hg salts would likely be
contained within these products. An example of ozone injection isthe Lo-TOx.™ The ISCA isa
chlorine-based system producing byproduct acids. Hydrogen peroxide and other chlori ne@sed
oxidation schemes have been investigated but have not been proposed for commercial use.
Typical oxidation reactions are:
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Hydrogen Peroxide: Ozone:

H,O, --> 2 OH NO + O3 -->NO, + O,
H,O, + OH --> HO, + H,O 2NO, + O3 --> Ny,O5 + Oy
NO+OH -->NO, +H SO, + O3 ->S03+0,
NO + OH --> HNO, N2Os + H,O --> 2 HNOs
NO + HO, --> HNO; SO, + NoOg --> SOz + 2 NO»

NO,; + OH --> HNOs
7.8.4 Catalytic Oxidation

Catalysts can be employed in higher temperature regimes to speed up oxidation of SO,
and NOx, but not Hg®. However, increasing the SO; and NO,/N,0./N,Os concentrations will
likely result in increased conversion of Hg” to Hg?* downstream, as acid gases and PM are
removed in control devices. Lower temperature catalysis (less than 500 °F) would likely directly
oxidize Hg® to Hg?*. Thus, any number of catalytic oxidation schemes that produce byproduct
acids would likely remove a substantial portion of total Hg with the acids as a Hg salt -- chloride,
sulfate, or nitrate. A number of catalytic technologies are under commercia development; an
example of this class- SNOx - has been evaluated under DOE’s Clean Coa Technology
Program. At least one current DOE-sponsored project is examining the effectiv of an
oxidation catalyst upstream of wet FGD scrubber to decrease total Hg emissions.

7.8.5 Oxidant Addition to Scrubber

One current DOE test program is measuring the effectiveness of a Hg oxidant added to
the liquor of commercia wet scrubbers. The EPA is sponsoring simi|ar research, which will
culminate in a pilot-scal e slipstream evaluation of oxidant addition.*~ Another DOE-sponsored
project isinvestigating the use of oxidated-lime and Iirﬁsi lica sorbents to a semi-dry circulating
bed absorber for combined SO,, NOy, and Hg control.* Other combinations of sorbents injected
upstream of an efficient PM collector such as the EPRI Toxecon™ process may be used for a
multiple pollutant control strategy centered around PM control.

7.8.6 Catalytic Fabric Filters

Some pilot-scale efforts have reported substantial oxidation of Hg within a FF, =l
presumably by catalytic action of certain fibers or residual fly ash imbedded within the fabric.
Several investigations are being made into woven carbon fibers or other catalytic materials
integrated into the bag filters for acombined Hg/PM control device.
7.8.7 Carbon-fiber FFsand ESPs

Carbon-fiber FFs are commercialy available. Carbon-fiber ESP plates are being

investigated under a study sponsored the Ohio Coal Development Office. While combined
Hg/PM control using this approach would beinitially effective, the Hg capacity would be
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realized in arelatively short time period; therefore, means of regenerating the carbon active sites
without replacing the fabric filter bags or ESP plates have to be devised.

7.9 Summary

A practical approach to controlling Hg emissions at existing utility plantsisto minimize
capital costs by adapting or retrofitting existing equipment to capture Hg. Potentia retrofit
options for control of Hg were investigated for units that currently use the following post
combustion emission control methods: (1) ESPs or FFsfor control of PM, (2) dry FGD scrubbers
for control of PM and SO, and (3) wet FGD scrubbers for the control of PM and SO..

Hg Control Retrofits for ESP and FF

ESPs and FFs are either cold-side or hot-side devices. Hot-side devices areinstalled
upstream of the air heater while cold-side devices are installed downstream. Flue gas
temperatures in hot-side devices typically range from 350 to 450 °C while cold-side devices
typically operate at temperatures ranging from 140 to 160 °C. Based on current information, it
appears that little Hg can be captured in hot-side ESPs or FFs.

L east-cost retrofit options for the control of Hg emissions from units with ESP or FF are
believed to include:

* Injection of asorbent upstream of the ESP or FF. Cooling of the stack gas or
modifications to the ducting may be needed to keep sorbent requirements at
acceptable levels.

* Injection of asorbent between the ESP and a pulsgjet FF retrofitted downstream of
the ESP. This approach will increase capital costs but reduce sorbent costs.

* Instalation of a semi-dry CFA upstream of an existing ESP used in conjunction with
sorbent injection. The CFA recirculates both fly ash and sorbent to create an
entrained bed with alarge number of reaction sites. Thisleads to higher sorbent
utilization and enhanced fly ash capture of Hg and other pollutants.

Units equipped with a FF require less sorbent than units equipped with an ESP. ESP
systems depend on in-flight adsorption of Hg by entrained fly ash or sorbent particles. The FFs
obtain in-flight capture and capture as the flue gas passes through the FF.

In general, the successful application of cost-effective sorbent injection technologies for
ESP and FF units will depend on: (1) the development of lower cost and/or higher performing
sorbents, and (2) appropriate modifications to the operating conditions or equipment being
currently used to control emission of PM, NOy, and SO..
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Mercury Control Retrofits for Wet FGD Scrubbers

Wet FGD scrubbers are typically installed downstream of an ESP or FF. Wet limestone
FGD scrubbers are the most commonly used scrubbers on coal-fired electric utility boilers.
These FGD units generally capture more than 90 percent of the Hg?* in the flue gas entering the
scrubber. Consequently, existing wet FGD scrubbers may lower Hg emissions by about 20
percent to more than 80 percent, depending on the speciation of Hg in the inlet flue gas.

Improvements in wet scrubber performance in capturing mercury depend primarily on the
oxidation of Hg® to Hg®*. This may be accomplished by 1) the injection of appropriate oxidizing
agents, or 2) the installation of fixed oxidizing catalysts upstream of the scrubber to promote
oxidization of Hg® to soluble species.

An aternative strategy for controlling Hg emissions from wet FGD scrubbersisto inject
sorbents upstream of the PM control device. In wet FGD systems equipped with ESPs,
performance gains are limited by the in-flight oxidization of Hg®, and the in-flight capture of
Hg®" and Hge°. In systems equipped with FFs, increased oxidization and capture of Hg can be
achieved as the flue gas flows through the FF. Increased oxidization of Hg® in the FF will result
in increased Hg removal in the downstream scrubber.

Mercury Control Retrofits for Semi-dry FGD Systems

SDA systems that use calcium-based sorbents are the most common dry FGD systems
used in the utility industry. An agueous slurry containing the sorbent is sprayed into an absorber
vessel where the flue gas reacts with the drying slurry droplets. The resulting, particle-laden, dry
flue gas then flows to an ESP or a FF where fly ash and SO, reaction products are collected.

CFAsare “vertical duct absorbers” that allow simultaneous gas cooling, sorbent injection
and recycle, and gas absorption by flash drying of wet lime reagents. It is believed that CFAs
can potentially control Hg emissions at costs lower than those associated with use of spray
dryers.

Dry FGD systems are already equipped to control emissions of SO, and PM. The

modification of these units by the use of appropriate sorbents for the capture of Hg and other air
toxicsis considered to be the easiest retrofit problem to solve.

7.10 References

1. Smit, F. J, G.L. Shields, and C.J. Mahesh. "Reduction of Toxic Trace Elementsin Coa By
Advanced Cleaning." Presented at the Thirteenth Annual International Pittsburgh Coal
Conference, September 3-7, 1996.

1-47



2. Topical Report No. 5 Trace Element Removal Study.” Prepared for U.S. Department of
Energy’ s Pittsburgh Technology Center by ICF Kaiser Engineers, Fairfax, VA. March 1995.

3. Brown, T. D., D.N. Smith, R.A. Hargis, Jr., and W.J. O’ Dowd. “1999 Critical Review:
Mercury Measurement and Its Control: What We Know, Have Learned, and Need to Further
Investigate,” Journal of the Air & Waste Management Association, June 1999. pp. 1-97.

4. Nebd, K. L., D.M. White, W.H. Stevenson, and M.G. Johnston. A Summary of Mercury
Emissions and Applicable Control Technologies for Municipal Solid Waste Combustors.
U.S. EPA, Office of Air Quality Planning and Standards, Research Triangle Park, NC.
September 1991.

5. Getz, N.P.,B.T. lan, and C.K. Amos. “Demonstrated and Innovative Control Technologies
for Lead, Cadmium and Mercury for Municipal Waste Combustors,” Proceedings of the Air
& Waste Management Association 85th Annual Meeting and Exhibition, Kansas City, MO.
1992.

6. Brown, B., and K. Felsvang. "Control of Mercury and Dioxin Emissions from United States
and European Municipal Waste Incinerators by Spray Dryer Absorption Systems,” in
Proceedings of the Municipal Waste Combustion International Specialty Conference, Air
and Waste Management Association, VIP-19, Tampa, FL, pp 685-705, April 1991.

7. Babcock & Wilcox Alliance Research Center. Advanced Emissions Control Devel opment
Program Phase | — Approved Final Report prepared for the U.S. Department of Energy
(U.S. DOE-FETC contract DE-FC22-94PC94251) and Ohio Coal Development Office
(grant agreement CDO/D-922-13), July 1996.

8. McDermott Technologies, Inc. Advanced Emissions Control Devel opment Program
Phase Il — Approved Final Report, prepared for the U.S. Department of Energy (U.S. DOE-
FETC contract DE-FC22-94PC94251) and Ohio Coal Development Office (grant agreement
CDO/D-922-13), RDD:98:43509-500-200:01R, April 1998. Available at:
<http://www.lanl.gov/cgibin/byteserver.pl/projects/cctc/resources/pdf smisc/haps/M 9800501

5.pdf >.

9. McDermott Technologies, Inc. Advanced Emissions Control Development Program
Phase 111 — Approved Final Report, prepared for the U.S. Department of Energy (U.S. DOE-
FETC contract DE-FC22-94PC94251—22) and Ohio Coal Development Office (grant
agreement CDO/D-922-13). July 1999. Available at:
< http://www.osti.gov/dublincore/servlets/purl/756595-L A Cvcl /webviewabl e/ 756595.pdf >.

10. Grover, C., J. Butz, S. Haythornthwaite, J. Smith, M. Fox, T. Hunt, R. Chang, T. Brown, and
E. Prestbo. "Mercury Measurements Across Particulate Collectors of PSCO Coal-fired
Electric Utility Boilers,” EPRI/DOE/EPA Mega-Symposium, Atlanta, GA. August 1999.

7-48



11.

12.

13.

14.

15.

16.

17.

18.

Hargis, R. A., W.J. O’ Dowd, and H.W. Pennline. “Sorbent Injection for Mercury Removal
in aPilot-scale Coal Combustion Unit,” presented at the 93th Annual Meeting & Exhibition
of the Air & Waste Management Association, Salt Lake City, UT. June 2000.

U.S. Department of Energy, National Energy Technology Laboratory. In-House Research
on Mercury Measurement and Control at NETL. Pittsburgh, PA . November 2001. Available
at: < http://www.fetc.doe.gov/coal power/environment/mercury/pubs/poster.pdf >.

Waugh, E.G., B.K. Jensen, L.N. Lapatnick, F.X. Gibbons, S. Sjostrom, J. Ruhl, R. Slye, and
R. Chang. “Mercury control in utility ESPs and baghouses through dry carbon-based sorbent
injection pilot-scale demonstration,” In Proceedings of the EPRI/DOE/EPA Combined
Utility Air Pollutant Control Symposium, EPRI TR-108683-V 3; Washington, DC, August
25-29, 1997.

Durham, M.D, C.J. Bustard, R. Schlager, C. Martin, S. Johnson, and S. Renninger. “Field
Test Program to Develop Comprehensive Design, Operating and Cost Datafor Mercury
Control Systems on Non-Scrubbed Coal-Fired Boilers,” presented at the Air & Waste
Management Association 2001 Annual Conference and Exhibition, Orlando, FL. June 24-28,
2001.

Bustard, C. J., M. Durham, C. Lindsey, T. Starns, K. Baldrey, C. Martin, S. Sostrom, R.
Slye, S. Renninger, and L. Monroe, “Full-Scale Evaluation of Mercury Control with Sorbent
Injection and COHPAC at Alabama Power E.C. Gaston,” presented at the A&WMA
Speciaty Conference on Mercury Emissions: Fate, Effects, and Control and the U.S.
EPA/DOE/EPRI Combined Power Plant Air Pollutant Control Symposium: The Mega
Symposium, Chicago, IL. August 20-23, 2001.

Madden, D.A., and M.J. Holmes. “B&W’SE-LIDS TM Process — Advanced SOXx,
Particulate, and Air Toxics Control for the Y ear 2000,” presented at the 1998 EPRI-DOE-
EPA Combined Utility Air Pollutant Control Symposium, Washington, DC. August 25-29,
1997.

Sjostrom, S., J. Smith, T. Hunt, R. Chang, and T. D. Brown. "Demonstration of Dry Carbon-
Based Sorbent Injection for Mercury Control in Utility ESPs and Baghouses." Presented at
the Air & Waste Management Association’s 90th Annual Meeting & Exhibition, Toronto,
Ontario, Canada. June 8-13, 1997.

Haythornthwaite, S., S. §ostrom, T. Ebner, J. Ruhl, R. Slye, J. Smith, T. Hunt, R. Chang,
and T.D. Brown. “Demonstration of Dry Carbon-Based Sorbent Injection for Mercury
Control in Utility ESPs and FFs,” in Proceedings of the EPRI/DOE/EPA Combined Utility
Air Pollutant Control Symposium; Washington, DC; EPRI TR-108683-V 3. August 25-29,
1997.

7-49



19.

Roberts, D.L., J. Albiston, T. Broderick, C. Greenwell, and R. Stewart. Novel Process for

Removal and Recovery of Vapor Phase Mercury, Phase | Final Report under Contract DE-
AC22-95PC95257 to DOE Federal Energy Technology Center, Pittsburgh, PA. September
1997.

20. Turchi, C.S., J. Albiston, T.E. Broderick, and R.M. Stewart. “Removal of Mercury from

21.

22.

23.

24,

25.

26.

27.

28.

Coal-Combustion Flue Gas Using Regenerable Sorbents,” presented at the 92nd Annual
Meeting of the Air & Waste Management Association, St. Louis, MO. June 1999.

ARCADIS Geraghty & Miller. Roanoke Valley Energy Facility Mercury Testing. Research
Triangle Park, NC. November 6, 2000.

U.S. Department of Energy, National Energy Technology Laboratory. *Full-Scale Testing of
Enhanced Mercury Control in Wet FGD,” November 2001. Available at
< http://www.fetc.doe.gov/coal power/environment/mercury/index.html >.

Hargrove, O.W., Jr., T.R. Carey, C.F. Richardson, R.C. Skarupa, F.B. Meserole, R.G. Rhudy,
and T.D. Brown. “Factors Affecting Control of Mercury by Wet FGD,” Presented at the
EPRI/DOE/EPA Combined Utility Air Pollutant Control Symposium, Washington, DC.
August 1997.

Blythe, G.M, T.R.Carey, C.F. Richardson, F.B. Meserole, R.G. Rhudy, and T.D. Brown.
“Enhanced Control of Mercury by Wet Flue Gas Desulfurization Systems,” Presented at the
92nd Annual Meeting & Exhibition of the Air & Waste Management Association, St. Louis,
MO. June 1999.

U.S. Department of Energy, National Energy Technology Laboratory. “Pilot Testing of
Mercury Oxidation Catalysts,” Pittsburgh, PA. November 2001. Available at:
< http://www.fetc.doe.gov/coal power/environment/mercury/index.html >.

Redinger, K. E., A. P. Evans, R. T. Bailey, and P. S. Nolan. "Mercury Emissions Control in
FGD Systems,” presented at the EPRI/DOE/EPA Combined Air Pollutant Control
Symposium, Washington, DC. August 25-29, 1997.

Hargrove, O.W., Jr., J.R. Peterson, D.M. Seeger, R.C. Skarupa, and R.E. Moser. “Update of
EPRI Wet FGD Pilot-Scale Mercury Emissions Control Research,” presented at the
EPRI/DOE International Conference on Managing Hazardous and Particul ate Pollutants,
Toronto, Canada. August 15-17, 1995.

Electric Power Research Institute. Electric Utility Trace Substances Synthesis Report -

Volume 3: Appendix O, Mercury in the Environment. EPRI TR-104614-V 3, Project
3081,3297. November 1994.

7-50



29.

30.

31

32.

33.

35.

36.

37.

38.

Helfritch, D.J., and P.L. Feldman. “Flue Gas Mercury Control by Means of Corona
Discharge,” Paper 99-157, Air & Waste Management Association 92nd Annual Meeting,
St. Louis, MO. June 20-24, 1999.

McLarnon, C. R., M. L. Horvath, and P. D. Boyle. “Electro-Catal ytic Oxidation Technology
Applied to Mercury and Trace Elements Removal from Flue Gas,” presented at Conference
on Air Quality I, McLean, VA. September 20, 2000.

McLarnon, C. R, and M. D. Jones. “Electro-Catal ytic Oxidation Process for Multi-Pollutant
Control at FirstEnergy’s R.E. Burger Generating Station,” presented at Electric Power 2000,
Cincinnati, OH. April 5, 2000.

U.S. Department of Energy, National Energy Technology Laboratory. “Non-thermal Plasma
Based Removal of Mercury,” November 2001. Available at
< http://www.fetc.doe.gov/coal power/environment/mercury/index.html >.

Hirona, S. “ Simultaneous SO,, SO; and NOx Removal by Commercial Application of the
EBA Process,” presented at the EPRI/DOE/EPA Combined Utility Air Pollution Control
Symposium, Atlanta, GA, EPRI TR-113187-V2, pp 8-1 through 8-14. August 1999.

. Anderson, M.H., A.P. Skelley, E. Goren, and J. Cavello. “A Low Temperature Oxidation

System for the Control of NOx Emissions Using Ozone Injection,” presented at the Institute
of Clean Air Companies Forum 98: Cutting NOx Emissions, Durham, NC. March 18-20,
1998.

Livengood, C.D., and M.H. Mendelsohn. “Process for Combined Control of Mercury and
Nitric Oxide,” presented at the EPRI/DOE/EPA Combined Utility Air Pollution Control
Symposium, Atlanta, GA, EPRI TR-113187-V 2, pp 19-30 through 19-41. August 1999.

Richardson, C.F., G.M. Blythe, T.R. Carey, R.G. Rhudy, and T.D. Brown. “Enhanced
Control of Mercury by Wet FGD Systems,” EPRI/DOE/EPA Combined Utility Air Pollution
Control Symposium, Atlanta, Georgia, EPRI TR-113187-V 3, pp 20-41 through 20-54,
August 1999.

Roy, S., and G.T. Rochelle. Chlorine Absorption in S(1V) Solutions. EPA-600/R-01-054
(NTIS PB2001-107826), National Risk Management Research Laboratory, Research
Triangle Park, NC . August 2001.

Ghorishi, S.B., C.F. Singer, W.S. Jozewicz, R.K. Srivastava, and C.B. Sedman.

“Simultaneous Control of Hg®, SO, and NOx by Novel Oxidized Calcium-Based Sorbents,”
Paper # 243, presented at the 94th AWMA Annual Meeting, Orlando, FL. June 2001.

7-51



39. McManus, T.J., R.O. Agbede, and R.P. Khosah. “Conversion of Elemental Mercury to the
Oxidized Form in a Baghouse,” Paper 98-WP79A.07, presented at the A&WMA 91st
Annua Meeting, San Diego, CA. June 14-18, 1998.

7-52



Chapter 8
Cost Evaluation of Retrofit Mercury Controlsfor
Coal-fired Electric Utility Boilers

8.1 Introduction

A practical approach to controlling Hg emissions at existing coal-fired electric utility
power plantsisto minimize control costs by adapting or retrofitting existing air pollution control
equipment to capture Hg. Asdiscussed in Chapter 3, coal-fired electric utility power plants
currently use awide variety of technologies to control the emission of criteriaair pollutants (e.g.,
PM, SO,, and NOx emissions). Generally, the air pollution control methods and configurations
used for a given coal-fired electric utility boiler depend on the type of coa burned, age and size
of the boiler unit, and the power plant location.

Potential retrofit technologies for the control of Hg emissions from existing coal-fired
electric utility boilers are discussed in Chapter 7. Control technol ogies using injection of
powdered activated carbon (PAC) into the flue gas have been applied successfully on municipal
waste combustors to reduce Hg emissions. Pilot-scale testing indicates that these technologies
offer the potential to provide significant Hg removal from the flue gas of coal-fired eectric utility
boilers. This chapter discusses an initial evaluation of annual Hg control costs based on the
retrofit of PAC injection-based control technologies to a series of model plant scenarios (not
actual full-scale applications) representative of the coal-fired electric utility power plants
operating in the United States. It isworth noting that, while performance and cost of only PAC-
related technol ogies were evaluated, other non-PAC-based Hg control technologies are expected
to be available in the future. For example, enhanced Hg oxidation using oxidants or catalysts
followed by wet scrubbing may become available. Also, therole of an SCR-FGD combination
may become more cost effective and attractive. The information presented in this chapter was
used in the EPA’ s recent regulatory determination regarding Hg and other air toxics.

The cost estimates of the PAC injection-based Hg control technologies presented in this
chapter are based on relatively few data points from pilot-scal e tests and, therefore, are
considered to be preliminary estimates. Asdiscussed in Section 8.2, factors that are known to
affect adsorption of Hg on activated carbon include speciation of Hg in the flue gas, flue gas and
ash characteristics, and the degree of mixing between the flue gas and activated carbon. The
effects of these factors may not be entirely accounted for in the relatively few pilot-scale data
points available for this evaluation. Successful testing of a control approach at small pilot plants



does not necessarily guarantee successful implementation of the approach in full-scale systems.
Temporary wall effects at small scale will generally not be realized at full scale. Appropriate
mass transfer associated with mixing and the number, placement, and design of reagent and
sorbent injection equipment may also need to be determined. Further, potential longer-term
problems such as deposits, fouling, and corrosion of the control equipment are frequently not
addressed by pilot-scale tests because of shorter-term, non-continuous operation. Ongoing
research is expected to address these issues to improve the potential of using sorbents for Hg
control in coal-fired boilers.

Coal-fired electric utility power plants are currently required to reduce emissions of NOx,
SO,, and PM. The EPA has also revised the National Ambient Air Quality Standards (NAAQYS)
for PM and ozone. These revisions may require electric utility sources to adopt control measures
aimed at reducing concentrations of fine PM in the atmosphere. In addition, as discussed above,
the EPA has recently expressed its intent to regulate Hg emissions from these sources. Adding to
these environmental requirements and activities, Congressisintroducing bills aimed at
devel oping legidlation requiring simultaneous reductions in emissions of multiple emissions.
Improved sorbents and other methods for controlling Hg and multipollutant (e.g., Hg and NOy)
emissions are also under development by DOE, EPA, EPRI, the electric industry, and equipment
vendors. These development activities include large demonstration programs that are underway
under the sponsorship of DOE/NETL and industrial participants. The demonstrations are
focused on full-scal e testing of powdered activated carbon injection and modifications to flue gas
cleaning systems aimed at improving Hg capture.

It is expected that, when the research and development activities being conducted by
DOE, EPA, EPRI, and others are compl eted, there will be many more control options for Hg and
multipollutants with attendant benefits in improved cost effectiveness.

8.2 Cost Estimate Methodology

The methodology used for the Hg control cost evaluation consists of the following six
steps:

» First step, aset of model plant and Hg control scenarios was defined;

» Second step, cost estimates were made for selected scenarios using a cost model
developed collaboratively by the DOE and the EPA,;

» Third step, the cost impacts of selected variables were examined,

* Fourth step, the cost model results were used to develop indications of costs for those
model plant scenarios for which data on PAC use are currently not available;

» Fifth step, potentia future improvements in the cost estimates were examined; and

e Sixth step, in order to place Hg control costs in perspective, these costs were
compared to current costs of applying NOx controlsto coal-fired electric utility
boilers.



8.2.1 Mercury Control Technologies Evaluated

The cost evaluation is based primarily on the application of potential PAC injection-based
control technologies. These technol ogies were selected because sufficient pilot-scale data are
available to make reasonabl e estimates of the Hg capture efficiency of the technologies. Mercury
capture performance data are currently not available for other potential Hg control technologies
(e.g., use of catalysts to oxidize Hg® in wet scrubber systems) that conceivably could be applied
to coal-fired electric utility boilers at thistime. Table 8-1 lists the PAC injection-based Hg control
technologies defined for this study. %ﬁl e applications of most of these technologies have
been reported in published literature.

PAC injection-based retrofit control technologies ESP-1, ESP-3, ESP-4, ESP-6, and
ESP-7 are applicable to coal-fired electric utility boilers equipped with a cold-side ESP.

In ESP-1, PAC isinjected between the air preheater and the cold-side ESP (CS-ESP, i.e,,
an ESP |located downstream of the boiler-s air preheater). This configuration isthe simplest to
install, requiring only PAC injection equipment upstream of the ESP. Activated carbon
consumption is expected to be relatively high because the high temperature of the flue gas would
inhibit adsorption of Hg onto PAC.

In ESP-3, PAC isinjected downstream of the CS-ESP and is collected using a polishing
fabric filter (PFF). Thistechnology permits recycling of the PAC sorbent to increase its
utilization. Typically, thisrecycling is achieved by transferring a portion of used sorbent from
the PM control device (e.g., PFF) to the sorbent injection location using achain or a belt
conveyor, mixing the used sorbent with fresh sorbent, and injecting the resulting sorbent mixture
into the flue gas. Further, the technology provides a contact bed (i.e., filter cake on PFF) for
increased adsorption of Hg.

ESP-4 issimilar to ESP-1, but adds spray cooling (SC) upstream of the PAC injection
location. Cooling the flue gas aids adsorption and reduces PAC injection requirements.
However, adding too much water to the flue gas could cause acid condensation, which would
corrode ductwork and equipment. In the cost modeling conducted for this work, flue-gas
temperatures are not allowed to reach the acid dewpoint (i.e., the temperature at which the acidic
components in the flue gas would condense).

ESP-6 issimilar to ESP-3, but provides SC upstream of PAC injection. Cooling the flue
gas aids adsorption and reduces PAC injection requirements. Also, use of PFF permits sorbent
recycling, leading to improved sorbent utilization.

ESP-7 is the same as ESP-6 except for the addition of a second sorbent, l[ime. In addition

to Hg removal, this technology would remove acid gases from the flue gas. Pilot-scale results
have indicated that this may result in significant lowering of PAC injection rates.
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Table 8-1. Mercury control technologies.

Existing Post-combustion Mercury Control Technologies ®
Control Devices
Used for \dentificati
Coal-fired Boiler Unit * enclolgz on Additional Control Equipment Installed
ESP-1 PAC injection
ESP-3 PAC injection + PFF
CS-ESP ESP-4 SC + PAC injection
ESP-6 SC + PAC injection + PFF
ESP-7 SC + PAC injection + lime injection + PFF
HS-ESP HESP-1 SC + PAC injection + PFF
FF-1 PAC injection
FF
FF-2 SC + PAC injection
SDA + FF SD/FF-1 PAC injection
SDA + CS-ESP SD/ESP-1 PAC injection

(a) Existing controls may include wet FGD scrubber system or post-combustion NO, controls such as selective
catalytic reduction (SCR) and selective noncatalytic reduction (SNCR).
(b) CS-ESP = cold-side electrostatic precipitator
HS-ESP = hot-side electrostatic precipitator
FF = fabric filter
PAC = powdered activated carbon
PFF = polishing fabric filter
SC = spray cooling
SDA = spray dryer adsorber system
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In HESP-1, SC, PAC injection, and a PFF are added downstream from a hot-side ESP (an
ESP located upstream of the boiler-s air preheater). This configuration isidentical to ESP-6, only
the location of the ESP is different.

Two PAC injection-based retrofit controls are applicable to coal-fired e ectric utility
boilers equipped with afabric filter. FF-1 isthe fabric filter analogue of ESP-1. However, Hg
collection should be better than that in ESP-1 because the FF provides added residence time and
acontact bed (filter cake on the bags) for increased adsorption of Hg. FF-2 isthe fabric filter
anaogue of ESP-4; spray cooling and PAC injection are installed upstream of an existing fabric
filter. Aswith ESP-4, cooling reduces PAC requirements, which reduces total annual PAC costs
for FF-2 compared to FF-1.

Finally, use of a PAC injection in combination with an existing spray dryer adsorber
system for SO, control was evaluated. In SD/FF-1, PAC isinjected into the flue gas of aboiler
that uses a SDA + FF combination. In this configuration, only PAC injection equipment is added
to the existing air pollution control system, with the SDA providing flue gas cooling. SD/ESP-1
issimilar to SD/FF-1 except that an ESP is used in place of an FF for particulate collection. The
advantages are similar to those of SD/FF-1; however, larger amounts of PAC may be needed to
achieve performance levels comparabl e to those achieved by SD/FF-1.

8.2.2 Model Plant Descriptions

Costs for installing and operating the Hg control technologies described in Table 8-1 are
estimated by combining these control configurations with appropriate model plant descriptions
representing plants firing different types of coal on varying boiler sizes. Eighteen different
model plant descriptions or Ascenariosi were defined for the cost evaluation. Table 8-2 lists these
scenarios.

Approximately 75 percent of the existing coal -fﬁed electric utility boilersin the United
States are equipped with an ESP for the control of PM.™ The remaining boilers employ fabric
filters, particulate scrubbers, or other equipment for control of PM. Additionally, unitsfiring
medium-to-high sulfur coals may use FGD technologies to meet their SO, control requirements.
Generaly, larger units firing high-sulfur coals employ wet FGD, and smaller units firing
medium-sulfur coals use SDAs. While developing the model plant scenarios, these PM and SO»
control possibilities were taken into account. It may be worth noting that, since the majority of
boilers use an ESP for PM control, most Hg control technology applications would likely take
place on such boilers and would reflect pertinent performance and costs.

The two coal-fired boiler sizes (expressed as gross el ectricity output), used for the model
plant scenarios listed in Table 8-2, were selected to approximately span the range of typical
electric utility boiler sizes, and to be consistent with the model plant sizes used in previous cost
studies.! It was also envisioned that the use of post-combustion NOx controls (i.e., SCR or
SNCR) may enhance oxidation of Hg in flue gas and result in the Acobenefitd of



Table 8-2. Matrix of model plant scenarios.

Applicable
Model Gross Coal Burned Existing Post-combustion Mercury Control Co-benefit
Plant Electricity PM and SO, Retrofit Cases
Scenario Output Type Sulfur content Control Devices Configuration(s) with SCR
(see Table 8-1)
1 975 MWe Bituminous 3% CS-ESP + wet FGD ESP-1, ESP-3 SCR
2 975 MWe Bituminous 3% FF + wet FGD FF-1 SCR
3 975 MWe Bituminous 3% HS-ESP + wet FGD HESP-1 SCR
4 975 MWe Bituminous 0.6 % CS-ESP ESP-4, ESP-6
5 975 MWe Bituminous 0.6 % FF FF-2
6 975 MWe Bituminous 0.6 % HS-ESP HESP-1
7 975 MWe Subbituminous 0.5% CS-ESP ESP-4, ESP-6
8 975 MWe Subbituminous 0.5% FF FF-2
9 975 MWe Subbituminous 0.5% HS-ESP HESP-1
10 100 MWe Bituminous 3% SDA + CS-ESP SD/ESP-1
11 100 MWe Bituminous 3% SDA + FF SD/FF-1
12 100 MWe Bituminous 3% HS-ESP + wet FGD HESP-1
13 100 MWe Bituminous 0.6 % CS-ESP ESP-4, ESP-6
14 100 MWe Bituminous 0.6 % FF FF-2
15 100 MWe Bituminous 0.6 % HS-ESP HESP-1
16 100 MWe Subbituminous 0.5% CS-ESP ESP-4, ESP-6
17 100 MWe Subbituminous 0.5% FF FF-2
18 100 MWe Subbituminous 0.5% HS-ESP HESP-1




increased Hg removal in wet FGD systems. Thisis especialy relevant since many SCR
applications are expected to take place in the next few years and, in response to SO, reduction
requirements, more wet FGD systems may be installed. However, at the time of this study, some
data on this co-benefit were available for SCR applications only. Since SCR is a capital-
intensive technology, generally its use is more cost-effective for larger boilers. Accordingly, in
this work, the Hg co-benefit resulting from SCR use was evaluated for model plant scenarios 1,
2, and 3, utilizing large (975 MWe) boilers and wet FGD.

8.2.3 Computer Cost Model

The DOE/NETL developed a cost model for estimating the costs of Hg control options
for coal-fired electric utility boilers. This cost model, called the NETL Mercury Control Cost
Model, can provide capital and operating and maintenance (O& M) costs estimated in year 2000
constant dollars for the application of selected Hg control configurations to coal-fired electric
utility boilers. The model has been used for other studies conducted to characterize the costs
associated with using PAC injection on coal-fired electric utility boilers.™ For this evaluation, the
EPA collaborated with the DOE to modify this cost model to incorporate the PAC injection rate
algorithms described in the following section. An overview of the modified version of the NETL
Mercury Control Cost Model used for this cost evaluation is presented in Appendix D to this
report. This mode is hereafter referred to simply as the cost model.

8.2.4 PAC Injection Rate Algorithms

The current understanding is that Hg, is well collected in PM or SO, control systems, Hg°
is not so well collected, and Hg?* is collected to a greater or lesser degree depending on
characteristics of the control device and conditions within it. Therefore, for a specified Hg
removal requirement, the rate of PAC injection needed will depend, in part, on the ability of
existing controls to remove the three forms of Hg. The major factor affecting the cost of PAC
injection-based technologies is the rate of PAC injection needed for the required Hg removal
efficiency. In general, this rate depends on the time of contact between carbon particle and flue
gas, the properties of the carbon (particle size, micropore surface area, pore size distribution, and
Hg adsorption capacity), the temperature of the flue gas, and the type of coal-fired in the boiler.
For thiswork, PAC injection rates at specific flue gas temperatures and Hg removal efficiencies
achieved in pilot-scale tests were fitted to the form of Equation (8-1) with curve-fit parameters a,
b, and c (see Attachment 2 in Appendix D). For each technology for which pilot-scale test data
are available, separate correlations of Hg removal efficiency and PAC injection rate were
determined for bituminous and subbituminous coals. These coals are predominantly used at
electric utility boilers and, therefore, were chosen for this work.

Mercury Removal Efficiency (%) =100 - a (Eq. 8-1)

[PAC Injection Rate (Ib/ 10°acf )+ b] ¢




Equation 8-1 can be used to calculate the PAC injection rate (Ib/10° acf) needed to
achieve a specified Hg removal efficiency (percent) for the control technology of interest. Note
that Hg removal efficiency (percent) is based on total Hg (the sum of Hg®, Hg?*, and Hg,)
removed from the flue gas and is defined as

(Emission,, — Emission,,, ) (Eq.8-2)

Mercury Removal Efficiency (%) =100x ——
Emission,,

where: Emission;, = total flue gas Hg concentration at the inlet to the first air pollution
control device; and
Emission,,; = total flue gas Hg concentration at the outlet of the last air pollution
control device.

Preliminary analysis of the Pat 111 EPA ICR dataEIreercted that, at boilersfiring
bituminous coals and using a CS-ESP for PM capture, higher levels (more than 50 percent) of Hg
were being removed with fly ash than were found in earlier pilot-scale tests (see Attachment 2 in
Appendix D). Accordingly, for each of technologies ESP-1, ESP-3, ESP-4, and ESP-6, two
separate sets of correlations, relating PAC injection rate (1b/10° acf) to Hg removal efficiency
(percent), were created for use with bituminous-coal-fired boilers. Thefirst of these sets,
hereafter referred to as the pilot-scale PAC injection rate, was derived using presently available
pilot-scaletest data. The other set, hereafter referred to as the ICR/pilot-scale PAC injection rate,
was derived using preliminary ICR results for fly ash capture of Hg (i.e., no PAC injection) and
pilot-scale results for PAC injection.

Note that the above data-fitting procedure resulted in correlations of PAC injection rate
(Ib/20° acf) versus Hg removal efficiency (percent), as a function of flue gas temperature, for all
of the technologies except: (1) FF-1, FF-2, and SD/FF-1, applied on boilers firing bituminous
coals, for which no data are available; (2) HESP-1, applied on boilers firing either bituminous or
subbituminous coals, for which no data are available; and (3) ESP-7, applied on boilers firing
either bituminous or subbituminous coals. The only guailable data on ESP-7 are from a pilot-
scale application on a boiler firing a bituminous coa.™ Since these data reflect that more than 90
percent of the Hg can be removed by injecting relatively small amounts of PAC with lime, in this
work, application of ESP-7 was evaluated at 90 percent Hg removal efficiency in a sensitivity
anaysis.

The algorithms describing sorbent injection rates for various technologies can be found in
Attachment 2 in Appendix D. The PAC injection rate algorithms could not be determined for the
retrofit configurations defined for model plant scenarios 2, 3, 5, 6, 9, 11, 12, 14, 15, and 18. As
such, costs for these model plant configurations cannot be estimated using the cost model.



8.2.5 Cost Estimate Assumptions

To estimate the costs for the model plant configurations using the cost model, the
following specifications were used.

(1) Mercury concentration in the flue gas for each model plant scenario is 10 pg/Nm®. This
concentration has been used in previous cost studies™® and is in the range of mean
concentrations (1.7-50.1 pg/dscm) determined from ICR data for pulverized-coal-fired
electric utility boilers equipped with different air pollution controls.” Note also that the
corresponding median and mean concentrations are 9.1 and 11.4 pg/dscm, respectively.

(2) For each of retrofit configurations ESP-1, ESP-3, ESP-4, and ESP-6, two separate sets of
correlations, relating PAC injection rate (Ib/10° acf) to Hg removal efficiency (percent),
were created for use with bituminous-coal-fired boilers. Thefirst of these sets, hereafter
referred to as the pilot-scale PAC injection rate, was derived using presently available
pilot-scale test data. The other set, hereafter referred to as the ICR/pilot-scale PAC
injection rate, was derived using preliminary EPA ICR results for fly ash capture of Hg
(i.e., no PAC injection) and pilot-scale results for PAC injection. Accordingly, two sets
of cost estimates for applying retrofit configurations ESP-1, ESP-3, ESP-4, and ESP-6
were made: one estimate used the pilot-scale PAC injection rate, and the other used the
ICR/pilot-scale PAC injection rate.

(3) PAC injection rate correlations generally reflect that PAC injection requirements increase
nonlinearly with increasesin Hg removal efficiency. To characterize the impact of this
behavior, wherever possible, model plant costs were estimated for Hg removal
efficiencies of 60, 70, 80, and 90 percent.

(4) Ingeneral, for any given Hg removal requirement, the PAC injection rate decreases if the
temperature of the flue gasislowered. For thisreason, the flue gasis cooled by water
injection in some of the retrofit configurations (see Table 8-1). However, injecting water
into an acidic flue gas can lead potentially to corrosion of downstream equipment. To
avoid this corrosion, an approach to acid dew point (ADP) of 18 °F was used for the
retrofit configurations with spray cooling (i.e., ESP-4, ESP-6, ESP-7, and FF-2). For
these retrofit configurations, the extent of SC provided was determined based on the
temperature of the flue gas before cooling and the temperature nearest to the above
approach to ADP for which a PAC injection rate correlation was available. Notethat, in
the high-sulfur coa applications with relatively high ADPs, this constraint resulted in no
SC if the SO, control technology was wet FGD. However, in applications using SDAS
for SO, control, SC isinherent and acid gases are removed prior to PAC injection;
therefore, this constraint was not applied.

(5) No dataare currently available for recycling of sorbent in technology applications
utilizing PAC injection and PFF. Accordingly, no sorbent recycle was used in retrofit
configurations ESP-3 and ESP-6.



(6) Mercury speciation in the flue gas from bituminous-coal-fired boilers is assumed to be 70

percent of the total Hg being oxidized, with 30 percent being Hg". The corresponding
assumption for boilers firing subbituminous coalsis 25 percent oxidized with 75 percent
Hg®. These Hg speciation percentages were determined from a preliminary analysis of
ICR data (see Attachment 2 in Appendix D).

(7) Wet FGD systems are assumed to remove 100 percent of Hg”* and no Hg’. Thisis based

(8)

on the fact that mercuric chloride (the assumed major oxidized species) issolublein
water, while Hg® isinsoluble. It is anticipated that ongoing research on wet scrubbers
will result in improved performance through the use of reagents or catalysts to convert Hg
to chemical compounds that are soluble in aqueous-based scrubbers.

Use of SCR is assumed to increase Hg?* content in flue gas by 35 percent for both
bituminous- and subbituminous-coal-fired boilers. Thisincrease in mercury oxidation
was determined from a preliminary analysis of ICR data asfollows. Asexplained above,
oxidized mercury content in flue gas from bituminous-coal-fired boilers is assumed to be
70 percent. Also, ICR datarevealed that SCR application with SDA at one plant firing
bituminous coal resulted in greater than 95 percent mercury removal. It is hypothesized
that virtually all of the mercury removed at this plant was oxidized mercury. Based on
these considerations, it is assumed that SCR increases oxidized mercury content by

35 percent (also see Attachment 2 in Appendix D). Currently, research and development
efforts are underway to investigate the effects of SCR on Hg oxidation. A more mature
set of findings regarding SCR impacts are expected from these efforts.

(9) For each of the model plant scenarios, a plant capacity factor of 65 percent was used.

(10) The cost of PAC is assumed to be $1.00 per kilogram.*

Other specifications are described in Attachments 1, 2, and 3 in Appendix D.

8.3 Estimated Costs of Reducing Mercury Emissions

This section describes the estimates of total annual cost determined using the cost model

for application of Hg controls to those model plant scenarios for which PAC injection rate
algorithms could be determined (i.e., model plant scenarios 1, 4, 7, 8, 10, 13, 16, and 17). Itis
important to note that cost estimates presented in this section are based on currently available
data and, as explained later, may be improved with R&D efforts and as long-term operating data
from full-scale demonstrations become available.

In general, capital costs of PAC injection-based Hg control technologies comprise a

relatively minor fraction of the total annual costs ofEﬁmﬁe technologies; the mgjor fractionis

associated with the costs related to the use of PAC.
injection (ESP-4) to achieve 80 percent Hg reduction on a 975-MWe boiler firing bituminous

As an example, for application of SC+PAC
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coal and using an ESP, the capital cost contributes about 23 percent of the total annual cost.
Therefore, for such technologies, the cost assessment should be based on total annual costs.
Accordingly, total annual costs of controlling Hg emissions from coal-fired electric utility boilers
are examined in this section. These costs include annualized capital charge, annual fixed
operation and maintenance (O&M) costs, and annual variable O& M costs. Note that Reference
12 provides an examination of the contribution of various cost elements, including cost of PAC,
to total annual cost of Hg controls.

8.3.1 Bituminous-coal-fired Boiler Using CS-ESP

Several of the Hg control technologies listed in Table 8-1 are potential options for
reducing Hg emissions from a electric utility boiler that fires bituminous coal and already is
using an ESP for PM control. For boilers firing low-sulfur bituminous coals, these options
include configurations ESP-4 (SC + PAC injection) and ESP-6 (SC + PAC injection + PFF). For
large boilers firing high-sulfur bituminous coals, the options include configurations ESP-1 (PAC
injection + wet FGD) and ESP-3 (PAC injection + PFF + wet FGD). For smaller boilers
(typically less than 300 MW), these options include configuration SD/ESP-1 (SDA + PAC
injection + ESP). For each of these cases, cost estimates were determined using the cost model.

Table 8-3 presents the estimated total annual Hg control costs for a bituminous-coal-fired
boiler with existing CS-ESP. The table presents two sets of cost estimates. The first set of
estimates was made based on levels of Hg capture on fly ash using PAC injection rates derived
from the available pilot-scale test data. A subsequent review of the Part 111 EPA ICR data
(discussed in Section 6.2), however, suggests that levels of Hg capture higher than those
measured in the pilot-scal e tests may be occurring. Consequently, the cost estimates based solely
on pilot test datafor Hg control technologies applied to bituminous-coal-fired boilers using ESP
may be overstating the costs. Therefore, a second set of estimatesis presented based on the
preliminary ICR results for fly ash capture of Hg (i.e., no PAC injection) in combination with the
pilot-scale results for PAC injection.

For ESP-4 applied to low-sulfur (0.6 percent) bituminous coal and using pilot-scale PAC
injection rates, the estimated total annual cost ranges from 2.81 mills’kWh for a 100-MWe boiler
removing 90 percent of the total Hg to 0.53 mill/kWh for a 975-MWe boiler removing 60 percent
of thetotal Hg. The corresponding costs with ICR/pilot-scale PAC injection rates are 1.65
mills/lkWh for the 100-MWe boiler and 0.24 mill/kWh for the 975-MWe boiler.

In general, these results reflect that, for a given boiler, the total annual cost increases non-
linearly with increases in the Hg reduction requirement in concert with the behavior of the PAC
injection rate algorithms (see Attachment 2 in Appendix D). A comparison of results obtained
with pilot-scale and ICR/pilot-scale PAC injection rates al so indicates that research and
development efforts aimed at ensuring broad availability of relatively high levels of fly ash
capture of Hg have the potential of providing significant reductions in Hg control costs.

8-11



Table 8-3. Estimated total annual mercury control costs for bituminous-coal-fired

boiler with existing CS-ESP.

Mercury Total Annual Mercury Control
Model Coal Control Mercury Costs
Plant ModgiIZFe’Iant Sulfur Retrofit Capture
Scenario Content Configuration | Efficiency |pjlot-scale data®| ICR/pilot data®
(see Table 8-1)
90 % 2.594 0.427
80 % 0.727 0.006 °
ESP-1 70 % 0.006 © 0.006 *
i 60 % 0.006 ° 0.006 °
1 975 MWe high soulfur
(3 %) 90 % 2.086 1.416
ESP.3 80 % 1.501 0.006 °
70 % 1.273 0.006 °
60 % 0.006 ° 0.006 °
90 % 1.966 0.883
ESP4 80 % 1.017 0.464
) 70 % 0.696 0.319
low sulfur 60 % 0.533 0.240
4 975 MWe
(0.6 %) 90 % 2.381 1.735
80 % 1.817 1.485
ESP-6 70 % 1.625 1.397
60 % 1.528 1.353
90 % 1.925 1.094
10 100 MWe SD/ESP-1
(3 %) 70 % 0.945 0.637
60 % 0.815 0.008
90 % 2.810 1.647
80 % 1.793 1.184
ESP-4 70 % 1.442 1.018
60 % 1.262 0.922
13 100 Mwe | oW sulfur
(0.6 %) 90 % 4.966 3.080
ESP-6 80 % 3.783 2.798
70 % 3.170 2.695
60 % 2.957 2.637

[€)) Mercury capture efficiency of Hg controls based on fly ash using PAC injection rates derived from the available pilot-scale
test data.

(b) Mercury capture efficiency of mercury controls based on preliminary EPA ICR results for fly ash capture of Hg (i.e., no PAC
injection) in combination with the pilot-scale results for PAC injection.

(c) The cost of monitoring Hg emissions is 0.006 mill/kwh. Based on 70% of total Hg being oxidized, 0% Hg removal with fly
ash, and all Hg” being removed in wet FGD scrubber system, a minimum of 70% of total Hg is captured by existing control
system(s). Therefore, add-on of PAC injection is not needed to meet target Hg control efficiency of 70% or lower.

(d) The cost of monitoring Hg emissions is 0.006 mill/kwh. Based on 70% of total Hg being oxidized, 58% mercury removal

with fly ash, and all Hg* being removed in wet FGD scrubber system, approximately 87% of total Hg is captured by
existing control system(s). Therefore, Add-on of PAC injection is not needed to meet target mercury control efficiency.
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Another option for boilers firing low-sulfur bituminous coals is to utilize ESP-6 for Hg
control. For this option, using the pilot-scale PAC injection rates, the estimated total annual cost
ranges from 4.966 mills’kWh for the 100-MWe boiler removing 90 percent of total Hg to 1.528
mills/lkWh for the 975-MWe boiler removing 60 percent of total Hg. The corresponding costs
with ICR/pilot-scale PAC injection rates are 3.08 mills/kWh for the 100-MWe boiler and 1.353
mills/lkWh for the 975-MWe boiler. In general, these results reflect that the ESP-6 control option
is more expensive than ESP-4 because of the capital cost associated with the PFF. To make this
control option more cost-effective, R& D efforts are needed to develop less expensive PFF
designs and high capacity sorbents, which may be recycled sufficiently to improve sorbent
utilization.

Asseenin Table 8-3, for ESP-1 application on alarge (975-MW) high-sulfur bituminous-
coal-fired boiler that uses wet FGD for SO, control, using pilot-scale PAC injection rates, the
estimated total annual cost ranges from 2.594 mills/lkWh for removing 90 percent of the total Hg
to 0.006 mill/kWh (cost of monitoring of Hg emissions) for removing 70 percent of the total Hg.
The costs with ICR/pilot-scale PAC injection rates are 0.427 mill/kwh for 90 percent removal
and 0.006 mill/kWh for about 87 percent removal. Note that, with the assumptions of this work,
aminimum of 70 percent of total Hg is removed in wet FGD systemsif no Hg is removed with
fly ash (pilot-scale test results) and a minimum of about 87 percent is removed if about
58 percent of Hg is removed with fly ash (preliminary ICR data analyses results). These results
reflect that, if significant amounts of Hg can be captured along with fly ash in ESPs and in wet
FGD systems, costs of achieving high levels of Hg removal would be quite low. Considering
these results, R& D efforts are needed to ensure that these Hg capture mechanisms are broadly
available.

Another option for large boilers firing high-sulfur bituminous coals and using wet FGDs
isto utilize ESP-3 for Hg control. Using this option on a 975-MWe boailer, with pilot-scale PAC
injection rates, the estimated total annual cost ranges from 2.086 mills/lkWh for removing
90 percent of the total Hg to 1.273 mills/lkWh for removing 70 percent of the total Hg. The costs
with ICR/pilot-scale PAC injection rates are 1.416 mills’kWh for removing 90 percent of the
total Hg and 0.006 mill/kWh for about 87 percent removal. Interestingly, this control optionis
more cost-effective than the one using PAC injection (ESP-1) at 90 percent Hg removal.
However, at or below 80 percent removal, this option is more expensive because the PAC
injection rate decreases more rapidly than the capital cost of PFF. It may be possible to make this
option competitive across awide range of Hg removal efficiencies by conducting R&D efforts
directed towards reducing both PFF capital cost and operating cost through sorbent recycling.

Finally, as seenin Table 8-3, for ESP-1 application on arelatively small boiler (100-MW)
that fires a high-sulfur bituminous coal and uses an SDA for SO, control, with pilot-scale PAC
injection rates, the estimated total annual cost ranges from 1.925 mills/lkWh for removing
90 percent of the total Hg to 0.815 mill/kWh for removing 60 percent of the total Hg. The
corresponding costs with ICR/pilot-scale PAC injection rates are 1.094 and 0.008 mills/kWh,
respectively. A significant increase in costsis observed on increasing the Hg control requirement
from 80 to 90 percent. Again, considering the differencesin total annual costs obtained using
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ICR/pilot-scale and pilot-scale PAC injection rates, R& D efforts are needed, aimed at providing
broad availability of relatively high levels of fly ash capture of Hg.

8.3.2 Subbituminous-coal-fired Boiler Using CS-ESP

Shown in Table 8-4 are two potential options to reduce total Hg emissions from boilers
that fire subbituminous coals and use ESPs for PM control. These optionsinclude SC + PAC
injection (ESP-4) and SC + PAC injection + PFF (ESP-6).

For ESP-4 application on boilers firing subbituminous coals, estimated total annual costs
range from 3.232 mills/lkWh for a 100-MWe boiler removing 90 percent of the total Hg to 0.473
mill/kWh for the 975-MWe boiler removing 60 percent of the total Hg. Further, total annual cost
appears to drop sharply as the Hg removal requirement is reduced from 90 to 80 percent due to
the nonlinear nature of the PAC injection rate algorithms.

For ESP-6 application on boilers firing subbituminous coals, the estimated total annual
cost ranges from 2.754 mills’/lkWh for a 100-MWe boiler removing 90 percent of the total Hg to
1.405 mills/kWh for the 975-MWe boiler removing 60 percent of the total Hg. Interestingly, this
control option is more cost-effective than the one using SC + PAC injection (ESP-4) at 90
percent Hg removal. However, at or below 80 percent removal, this option is more expensive
because the PAC injection rate decreases more rapidly than capital costs of PFF. These results
again indicate possibilities of making this option competitive by reducing both the PFF capital
cost and operating cost through sorbent recycling.

A comparison of the results shown in Tables 8-4 and 8-3 reveals that applications of
SC+PAC injection (ESP-4) to achieve high Hg reductions could cost more for boilersfiring
subbituminous coals compared to boilers firing bituminous coals. Further, in general, relatively
few FGDs would be used on subbituminous-coal-fired boilers. Considering these factors,
research and development efforts are needed to ensure that cost-effective control of Hg is
achieved at these boilers.

8.3.3 Subbituminous-coal-fired Boilers Using FF

Asseenin Table 8-5, for boilers firing subbituminous coals and utilizing SC + PAC
injection (FF-2) for Hg control, the estimated total annual cost ranges from 1.120 mills’kWh for
a 100-MWe boiler removing 90 percent of the total Hg to 0.219 mill/kWh for the 975-MWe
boiler removing 60 percent of the total Hg. These cost estimates reflect that the combination of
SC + PAC injection + FF is very efficient in removing Hg from the boiler flue gas.
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Table 8-4. Estimated total annual mercury control costs for
subbituminous-coal-fired boiler with existing CS-ESP.

Mercury
Model Model Coal Control Mercury Total Annual Mercury
Plant Plant Sulfur Retrofit Capture Control Costs
I.D. Size Content Configuration | Efficiency (mills/kWh generated)
(see Table 8-1)
90 % 2.384
80 % 1.150
ESP-4
70 % 0.731
60 % 0.473
7 975 MWe 0.5%
90 % 1.444
80 % 1.419
ESP-6
70 % 1.410
60 % 1.405
90 % 3.232
80 % 1.915
ESP-4
70 % 1.460
60 % 1.174
16 100 MWe 0.5%
90 % 2.754
80 % 2.723
ESP-6
70 % 2.712
60 % 2.703
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Table 8-5. Estimated total annual mercury control costs for
subbituminous-coal-fired boiler with existing FF.

Mercury Assumed
Model Model Coal Control Mercur Total Annual Mercury
Plant Plant Sulfur Retrofit Ca tur)e/ Control Costs
I.D. Size Content Configuration Effi(?ienc (mills/kWh generated)
(see Table 8-1) Y
90 % 0.423
80 % 0.299
8 975 MWe 0.5% FF-2
70 % 0.226
60 % 0.219
90 % 1.120
80 % 0.977
17 100 MWe 0.5% FF-2
70 % 0.888
60 % 0.879
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8.3.4 Coal-fired Boilers Using SCR for NOx Control

As mentioned before, this work assumes that flue gas resulting from bituminous coal
combustion has an oxidized-Hg content of 70 percent, and SCR augments this by 35 percent.
Thisleads to atotal of 94.5 percent of total Hg being Hg?* after SCR. Using the results of ICR
data analysis, about 58 percent of the total Hg is captured along with fly ash in an ESP, and all of
the remaining Hg*" is captured in awet FGD system. Thus, atotal Hg capture of 97.6 percent is
achieved. The cost of this removal is 0.006 mill/kWh, which is simply the cost of monitoring the
Hg emissions. On the other hand, using pilot-scale test results, no Hg is captured along with fly
ashin ESPs and all of the Hg?" is captured in wet FGDs. Therefore, atotal Hg capture of 94.5
percent is achieved, and the cost of thisremoval is again 0.006 mill/kWh; i.e., the cost of
monitoring the Hg emissions.

It may be mentioned that, since the majority of boilers use cold-side ESPs, the most
frequently occurring costs would be those related to technology applications on such boilers.
Based on this work, these costs would range between 0.727 and 1.915 mills’kWh.

8.4 Impactsof Selected Variableson Mercury Control Costs

The impacts of certain selected variables on Hg control costs were examined by
performing sensitivity analyses using the cost model with the pilot-scale PAC injection rates.
These analyses are summarized below with a more detailed discussion of the analyses presented
in Attachment 3 in Appendix D. A model plant size of 500 MWe was used in these analyses.
This size was selected because it is approximately the midpoint of the range of 100- and 975-
MWe boiler sizes used for the model plant cost estimates.

Note that, in general, the cost of sorbent constitutes an important component of the total
annual cost. Thiscost islikely to fall in the future because of the many active research programs
aimed at producing low-cost sorbents. While a sensitivity analysis with respect to this cost was
not conducted in this work, Reference 12 provides an examination of the contribution of various
cost elements, including the cost of PAC, to the total annual cost of Hg controls.

8.4.1 Acid Dew Point Approach Setting

Adsorption of Hg on PAC is dependent on the temperature of the flue gas at the point
where the PAC isinjected. The acid dew point (ADP) is the temperature of the flue gas at which
acidic components will condense. It isimportant to keep the flue gas temperature above the ADP
because below the ADP, acid mist will form in the flue gas and corrode the downstream ducting
and control equipment. In determining the estimates of Hg control costs for the model plant
scenarios presented in Section 8.2, the approach to ADP was kept at 10 °C (18 °F), resultingin a
flue gas temperature of ADP + 10 °C. Some investigators have expressed concern that, in some
cases, this approach may be too low to prevent corrosion of downstream equipment, especially
for those Hg control retrofit configurations where spray cooling isused. To test the sensitivity of
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the cost estimate results to the ADP approach setting, annual Hg control costs were computed
using the cost model for a set of Hg control applications with SC using a boiler size of 500 MWe
and burning low-sulfur coals for the nominal flue gas temperature of ADP + 10 °C (ADP + 18 °F)
and a higher temperature of ADP + 22.2 °C (ADP + 40 °F).

As seen in Table 8-6, for a500-MWe boiler firing low-sulfur bituminous coal and using
ESP-4, the total annual cost increase ranges from 126.3 to 38.2 percent. Again for the same
boiler using ESP-6, the cost increase ranges from 18.8 to 2 percent. Interestingly, the results for
subbituminous coal presented in Table 8-7 reflect that the total annual cost decreases with an
increase in approach to ADP. Thisis dueto asignificant decrease in water injection
requirements, while PAC injection does not increase much to provide the required Hg removal.
These results indicate that, for a bituminous-coal-fired boiler using a CS-ESP, changesin the
ADP approach can influence estimated costs significantly. However, the sameis not true for
subbituminous-coal-fired boilers.

8.4.2 PAC Recycle

Asdiscussed in Section 8.2, estimates of Hg control costs for model plant scenarios using
PFF obtained using no sorbent recycle, are, in general, higher than those of other options. A
sensitivity analysis was conducted to examine the impact of increasing PAC utilization in ESP-3
and ESP-6 retrofit configurations on associated costs. Specifically, cost estimates were obtained
with 20 percent of the PAC being recycled in the following applications evaluated with a 500-
MWe boiler: model plant 1 retrofitted with ESP-3; model plant 4 retrofitted with ESP-6; and
model plant 7 retrofitted with ESP-6.

The results shown in Table 8-8 reflect that arecycle rate of 20 percent does not have
much of an impact on total annual costs estimated by the cost model. Thisis because the capital
cost of the new PFF is the dominant cost component. To utilize the benefits of increased PAC
utilization, higher recycle rates would be needed, but such rates would require that sorbents used
have relatively high adsorption capacities.

8.4.3 Increased Flue Gas Residence Time

Adsorption of Hg on PAC is dependent on the time of contact between the flue gas and
the PAC. In general, about half of the existing electric utility boilers have aﬁghue gas residence
time in the duct of 1 second, and about 30 percent have atime of 2 seconds.™ Although it is not
entirely clear at thistime asto how much time is needed for particular levels of Hg capture, in
this sensitivity analysis the impact of adding ductwork to increase the flue gas residence time by
1 second on the cost of Hg control was evaluated as a conservative measure. This analysis was
conducted using the model plant 4 with a 500-MWe boiler retrofitted with ESP-4.

The results shown in Figure 8-1 reflect that the impact of adding ductwork on the total
annual cost isquite small. Theincreasein cost ranges from 16.4 percent at the lowest cost
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Table 8-6. Impact of acid dew point setting on annual mercury control costs for a 500-MWe electric
utility boiler burning bituminous coal.

Coal Burned in Boiler Unit

Total Annual Mercury Control Costs

Existing Mercury Control (mills/kWh generated)
Post-combustion Retrofit '\CAZriE:Z
Sulfur PM and SO, Configuration Effi(?ienc i . . .
Type Content Control Devices (see Table 8-1) y Acid dew point Acid dew point

+18°F +40 °F
90 % 2.095 4,741
80 % 1.132 2.282

Bituminous IO\(’)V S%qur CS-ESP ESP-4
(0.6 %) 70 % 0.804 1.451
60 % 0.637 1.030
90 % 2.650 3.263
low sulfur 80 % 2.075 2.307

Bituminous (0.6 %) CS-ESP ESP-6
27 70 % 1.879 1.982
60 % 1.779 1.816
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Table 8-7. Impact of acid dew point setting on annual mercury control costs for a 500-MWe electric

utility boiler burning subbituminous coal.

Coal Burned in Boiler Unit

Total Annual Mercury Control Costs

Existing Mercury Control (mills/kkWh generated)
Post-combustion Retrofit gzriﬁ:g
Sulfur PM and SO, Configuration Efficrz)ienc _ ) _ _
Type Content Control Devices (see Table 8-1) y Acid dew point Acid dew point
+18°F +40°F
90 % 2.513 2.392
low sulfur 80 % 1.261 1.140
Subbituminous CS-ESP ESP-4
(0.5 %)
70 % 0.835 0.714
60 % 0.571 0.478
90 % 1.693 1.683
low sulfur 80 % 1.667 1.597
Subbituminous CS-ESP ESP-6
(0.5 %)
70 % 1.658 1.567
60 % 1.652 1.550
90 % 0.520 0.399
low sulfur 80 % 0.392 0.0271
Subbituminous (0.5 %) FF FF-2
> 70 % 0.315 0.216
60 % 0.308 0.197




Table 8-8. Effect of PAC recycle on annual mercury control costs for a 500-MWe electric utility boiler
burning bituminous coal.

TZ-8

Coal Burned in Boiler Unit Total Annual Mercury Control Costs
Existing Mercury Control Assumed (mills/kWh generated)
Post-combustion Retrofit Mercury
Sulfur PM and SO, Configuration Capture
Type Content Control Devices (see Table 8-1) Efficiency No Recycle 20% Recycle
90 % 2.324 2.173
hiah sulfur 80 % 1.727 1.686
9(3 %) CS-ESP + wet FGD ESP-3
> 70 % 0.006 * 0.006 *
60 % 0.006 * 0.006 *
Bituminous
90 % 2.650 2.457
low sulfur 80 % 2.075 1.989
(0.6 %) CS-ESP ESP-6
' 70 % 1.879 1.829
60 % 1.779 1.747
90 % 1.693 1.686
low sulfur 80 % 1.667 1.664
Subbituminous CS-ESP ESP-6
(0.5 %)
70 % 1.658 1.657
60 % 1.652 1.652

(@) The cost of monitoring of Hg emissions is 0.006 mill/kwh. Add-on of PAC injection is not needed to meet target Hg control efficiency.
Based on 70% of total Hg being oxidized, 0% Hg removal with fly ash, and all Hg* being removed in wet FGD scrubber system, a minimum
of 70% of total Hg is captured by existing control system.




MODEL PLANT 4, ESP-4, 500 MW, Bituminous Coal, 0.6% Sulfur,
With and Without Added Ductwork
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Figure 8-1. Change in total annual cost resulting from addition of ductwork to
provide additional residence time.
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0.535 mill/lkwWh to 4.3 percent at the highest cost of 2.095 millskWh. Based on thisanalysis, it
appears that addition of ductwork is not a sensitive cost parameter.

8.4.4 Use of Composite PAC and Lime Sorbent

As discussed above, high levels of Hg have been removed in pilot-scale tests using lime
and PAC with PFF.%° To assess the potential economic impact, this analysis was based on
removing 90 percent of Hg from model plant 4 with a 500-MWe boiler retrofitted with ESP-7
and using a composite PAC-lime sorbent, with a PAC-to-lime massratio of 2:19. The results of
this analysis shown in Figure 8-2 reflect that use of the composite sorbent lowers the total annual
cost by 34.7 to 38.1 percent.

8.5 Cost Indicationsfor Other Model Plant Scenarios

Asdiscussed in Section 8.2.4, since data are not available on Hg control technology
applicationsinvolving HS-ESPs or boilers firing bituminous coals and using FFs, PAC injection
rate algorithms could not be developed for these applications. Consequently, cost estimates for
these applications (i.e., model plant scenarios 2, 3, 5, 6, 9, 11, 12, 14, 15, and 18) could not be
obtained using the cost model. In this section, estimates of cost for these latter applications are
developed using the estimates described in previous sections.

Cooling the flue gas after the air preheater, injecting PAC, and collecting the spent PAC
in adownwind PFF may achieve Hg control on boilers equipped with HS-ESPs. This
configuration isidentical to ESP-6, with only the location of the ESP being different. Therefore,
Hg reduction performance and costs should be similar to those found for ESP-6. However, on
boilers equipped with HS-ESPs and firing high-sulfur bituminous coals, application of SC may
not be possible due to corrosion concerns; for such boilers, Hg control may be achieved using
ESP-3. With these considerations, cost of Hg control technology applications involving
HS-ESPs are: model plant 3 costs are the same as those for model plant 1 with ESP-3; model
plant 6 costs are the same as those for model plant 4 with ESP-6; model plant 9 costs are the
same as those for model plant 7 with ESP-6; model plant 12 costs are the same as those for
model plant 12 with ESP-3; model plant 15 costs are the same as those for model plant 13 with
ESP-6; and model plant 18 costs are the same as those for model plant 16 with ESP-6.

The combination of PAC injection and FF provides better sorbent utilization than the
corresponding PAC injection and ESP combination because FF provides added residence time
and a contact bed for increased adsorption of Hg. This superior performance of FF has been
validated in full-scal e tests on MWCs and pilot-scale tests on coal -fired combustors. Field tests
have shown that it takes 2 to 3 times more PAC to achi e\ﬁ'the same performance on MWCs
equipped with SDAs and ESPs than with SDAs and FFs."*As aresult of increased sorbent
utilization, the total annual cost of a PAC injection and FF application would be lower than that
of the corresponding PAC injection and ESP combination. An analysis of cost datafor ESP-4
applications on Model plant scenarios 7 and 16 and FF-2 applications on Model plant scenarios 8
and 17 (see Tables 8- 4 and 8-5) reveals that, in reducing Hg emissions between
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MODEL PLANT 4, ESP-6 & 7, 500 MW, Bituminous Coal, 0.6% Sulfur,
Comparison of PAC and Lime-PAC Sorbents
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Figure 8-2. Change in total annual cost resulting from use of a composite
PAC-lime sorbent instead of PAC.
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60 and 90 percent using FFsinstead of ESPs, the total annual cost decreases by an average
of about 70 percent for the 975-MWe boiler and 45 percent for the 100-MWe boiler.
Considering these numbers, an average about 58 percent decrease in total annual cost may
be expected if FFs are used in place of ESPs for Hg removal.

8.6 Projection of Future Mercury Control Costs

Shown in Table 8-9 isasummary of costs of Hg control technology applications
developed in previous sections. This summary presents current estimates of costs devel oped
using the pilot-scale PAC injection rates and projections based on use of potentially more
effective sorbents. The following assumptions were used in devel oping these estimates.

(1) A Hg capture of 80 percent is obtained in technologies using ESPs and 90 percent in
technologies using FFs. This assumption is based on the consideration that it is more
cost-effective to remove Hg on boilers equipped with FFs.

(2) For technology applications on bituminous-coal-fired boilers using ESPs, current
estimates are based on levels of Hg capture on fly ash derived from pilot-scale test data.
ICR data, however, reflect that levels of capture higher than those seen in pilot-scale tests
may be occurring. In thislight, these cost estimates may be conservative.

(3) Current estimates for boilers using HS-ESPs, as well as boilers firing bituminous coals
and using FFs, are based on the information presented in Section 8.4. For other cases,
these estimates are based on the results obtained with the cost model.

(4) Results of sensitivity analyses presented in Section 8.3, especially impacts of increase in
approach-to-ADP at boilers firing bituminous coals and using ESP-4, are not included in
the current estimates because the estimates are preliminary in nature and because it is not
clear whether such an increase is broadly applicable. Generally an approach of ADP +
18 °F is considered to be optimum.™* Where a higher approach is desired, use of ESP-6
may be less expensive.

(5) Findly, sensitivity analyses reflect that using a potentially more effective sorbents (e.g., a
composite PAC + lime) may remove Hg cost effectively. Although some data are
available for applications using a PAC + lime sorbent with PFF, there does not appear to
be any significant technical constraint to using such sorbentsin other applications.
Consequently, projected Hg control costs are based on using such more-effective
sorbents. Specifically, sensitivity analyses reflected that a 35 to 40 percent decrease in
total annual cost might be experienced if a PAC + lime sorbent isused. Since these
indications are based on using PFF, the capital cost of which isadominant component of
the corresponding total annual cost, in applications without PFF greater benefits may be
possible. Considering these factors, a 40 percent reduction in total annual cost is used to
arrive at the cost projections shown in Table 8-9. Note that current research to develop
more effective sorbents should in the near future provide such sorbents.
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Table 8-9. Projected future mercury control costs.

Coal Burned Existing Applicable Total Annu_al Mercury Control Cost Range
PM and SO, Mercury Control(s) (mllls-/kWh generated) (b)

Type CSour:grr]t Control Devices (a) (see Table 8-1) (fron?Lfrr;EP;sE;-tfl’)n;?\tde 8.4) Projected Estimate
Bituminous 3% CS-ESP + wet FGD ESP-1, SD/ESP-1 0.727 - 1.197 0.436 - 0.718
Bituminous 3% FF + wet FGD FF-1 0.305 - 0.502 0.183 - 0.301
Bituminous 3% HS-ESP + wet FGD ESP-3 1.501 (b) 0.901 — NA (c)
Bituminous 0.6 % CS-ESP ESP-4 1.017 - 1.793 0.610 -1.076
Bituminous 0.6 % FF FF-2 0.427 - 0.753 0.256 - 0.452
Bituminous 0.6 % HS-ESP HESP-1 1.817 -3.783 1.090 - 2.270

Subbituminous 0.5% CS-ESP ESP-4 1.150 - 1.915 0.690 - 1.149
Subbituminous 0.5% FF FF-2 0.423 -1.120 0.254 - 0.672
Subbituminous 0.5% HS-ESP HESP-1 1.419-2.723 0.851-1.634

(@) CS-ESP = cold-side electrostatic precipitator
HS-ESP = hot-side electrostatic precipitator

FF = fabric filter

wet FGD = wet flue gas desulfurization system
(b) Boiler size range is 975-100 MW.
(c) NA =not available




The 40 percent reduction in cost described above simply indicates the potential cost savings that
may be possible once more effective sorbents are available.

Earlier, EPA:=s Office of Air and Radiation (OAR) conducted preliminary anayses examining
potentia pollution control optionsfor the eectyic utility power industry to lower the emissions of its
most significant air pol ts, including Hg.™ These analyses were conducted using the Integrated
Planning Modd (IPM), which was supplemented with previousy developed estimates of
performance and cost of Hg emission control technologies. These estimates were based on using lime
with PAC injection. In these previous estimates, Hg control costs ranged from 0.17 to 1.76
millskWh for boilers ranging in size from 100 to 1000 MW.*? As seen from Table 8-10, the range
of projected cost estimates (i.e., 0.183 to 2.27 mills’kWh) is comparable to the range of previousy
developed estimates.

Findly, it is noted that, in the wake of recent NOx control regulations, many plants are
planning to ingtal SCRs. Asdiscussed in Section 8.3.2, Hg control costs may be negligible at
bituminous-coal-fired plants using SCR and wet FGD where Hg?* content in the flue gasis 95 percent
and higher asaresult of fuel and combustion conditions and an increase in Hg oxidation due to SCR.

8.7 Comparison of Mercury and NOx Control Costs

An understanding of Hg control costs may be gained by comparing them with costs of
currently used controlsfor NOx. IntheU.S., commercia NOyx control technologies are being used to
comply with emission reduction requirements. Therefore, the costs associated with these NOx
controls are being experienced at full-scale applications. A comparison of Hg control costs with costs
of currently used NOx controls providesinsight into how far or near the Hg control costs are from
costs that are presently being experienced at full-scale applications to control another pollutant.

Table 8-10 presents the ranges of total annual costsin 2000 constant dollars for the Hg
controls examined in thiswork and for two currently used NOx control technologies; i.e., low NOx
burner (LNB) and SCR. The LNB and SCR costs were derived from the information in Reference
16. The NOx control costs presented are for applications on dry-bottom, wall-fired pul verized-coal
boilers ranging in size from 100 to 1000 MWe and being operated at a capacity factor of 0.65. In
general, costs associated with LNB and SCR are expected to span the costs of currently used NOy
controls; therefore, these costs were chosen for comparison with Hg control costs.

As seen from Table 8-10, total annual costs for Hg controls lie mostly between applicable
costsfor LNB and SCR. However, Table 8-9 showstotal annual costs of Hg controls to be higher for
the minority of plants using HS-ESPs. Excluding these costs, both currently estimated and projected
Hg control costs arein the spectrum of LNB and SCR codts.
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Table 8-10. Comparison of mercury control costs with NO, control costs.

. Total Annual Control Cost
Air Pollutant
Controlled Control Technology Range
(mills/kWh generated)
R 0.305B 3.783 (a)
Hg PAC injection 0.183 to 2.270 (b)
Low-NO, burners 0.210 B 0.827 (c)
NO,
Selective catalytic reduction 1.846 B 3.619 (c)

(a) Current estimate of costs from Tables 8-3 and 8-4.

(b) Projected costs from Table 8-9.
(c) Actual costs from Reference 16.
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8.8 Summary

Preliminary estimates of costs of PAC injection-based Hg control technologies for coa-fired
electric utility boilers have been determined. These estimates include those based on currently
available data from pilot-scale PAC injection tests, as well as projections for future applications of
more effective sorbents. Estimates based on currently available data range from 0.305 to 3.783
millskWh. However, the higher costs are associated with the minority of plantsusing HS-ESPs. If
these costs are excluded, the estimates range from 0.305 to 1.915 millgkWh. Cost projections,
developed based on usng acomposite lime-PAC sorbent for Hg removal, range from 0.183 to 2.270
millskWh with the higher costs being associated with the minority of plants usng HS-ESPs.

For technology applications on bituminous-coal-fired boilers using ESPs, current estimates
are based on levels of Hg capture on fly ash derived from pilot-scale test data. The EPA ICR data,
however, reflect that levels of capture higher than those seen in pilot-scale tests may be occurring. In
thislight, the cost estimates for technology applications on bituminous-coa-fired boilers usng ESPs
may be conservative.

Results of sengitivity analyses conducted on the total annual cost of Hg controls reflect that:
(1) addition of ductwork to increase residence time does not have a significant impact on cost, (2) a
sorbent recycle rate of 20 percent is not adequate to reflect significant improvement in sorbent
utilization, (3) increasing the approach to ADP from ADP + 10 °C to ADP + 22.2 °C can have a
significant impact on total annual costs of Hg controls applicable to bituminous-coa-fired boilers,
and (4) acomposite sorbent containing a mixture of PAC and lime offers great promise of
significantly reduced control costs.

A comparison of Hg control costs with those of NOx controls reveals that total annual costs
for Hg controls lie mostly between applicable costs for LNB and SCR. As mentioned above,
estimates of total annual cost are higher where applicable to the minority of plants using HS-ESPs.
Excluding these costs, both currently estimated and projected Hg control costs arein the spectrum of
LNB and SCR costs.

The performance and cost estimates of the PAC injection-based Hg control technologies
presented in this paper are based on relatively few data points from pilot-scae tests and, therefore, are
considered to be preliminary. Factors that are known to affect the adsorption of Hg on PAC or other
sorbent include the speciation of Hg in flue gas, the effect of flue gas and ash characteristics, and the
degree of mixing between the flue gas and the sorbent. This mixing may be especialy important
where the sorbent hasto be injected in relatively large ducts. The effect of these factors may not be
entirely accounted for in the relatively few pilot-scal e data points that comprised the basisfor this
work. Ongoing research is expected to address these issues and to improve the cost effectiveness of
using sorbents for Hg control. Research is aso needed on ash and sorbent residue to evaluate Hg
retention and the potentia for release back into the environment.
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Chapter 9
Coal Combustion Residuesand Mercury Control

9.1 Introduction

The burning of coal in electric utility boilers generates residual materialsincluding fly
ash, bottom ash, boiler slag, and wet FGD scrubber solids/sludges. These residual materials are
collectively referred to as “coa combustion residues’ (CCRs). Currently, about 70 percent of the
CCRs are land-disposed and the other 30 percent are reused or recycled for commercia uses such
as production of wallboard, cement, and asphalt. Use of Hg emission control technologies on
coal-fired electric utility boilerswill probably increase the amount of Hg in certain types of
CCRs, and could also change the composition and physical properties of these materias, possibly
impacting their suitability for commercia reuse and recycling applications. Many of the
potential retrofit Hg control technologies for coal-fired electric utility power plants discussed in
Chapter 7 remove Hg from the flue gas and concentrate the captured Hg into CCRs (i.e,, fly ash
collected by PM control devices or solids/sludges generated by wet FGD scrubbers). Concern
has been raised as to whether the Hg in the CCRs may later be re-released back to the
environment.

A life-cycle evaluation is being conducted by NRMRL to help evaluate any potential
environmental trade-offs and to ensure that there is not an increased environmental risk for the
management of CCRs resulting from Hg control technologies. In support of this evaluation, the
NRMRL is gathering data and information to assess future increases in Hg concentrationsin
CCRs resulting from application of Hg emissions control requirements to coal-fired electric
utility boilers. This chapter summarizes some of the CCR information gathered by NRMRL to
date and identifies the magjor data gaps and priorities of EPA’ s research to ensure that Hg
controlled at the coal-fired electric utility power plant stack is not later released from CCRsin an
amount that is problematic for the environment.

9.2 CCR Types

The coal combustion process generates many different types of residues. At agiven
power plant, CCRs can be grouped as those generated on a continuous basis in high-volume
guantities and those generated either continuously or intermittently in low-volume quantities.
These low-volume CCRs include those resulting from maintenance and coal cleaning. However,
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the focus of this chapter is on high-volume CCRs. High-volume CCRs include the bottom ash or
slag removed directly from the boiler furnace and the fly ash collected by downstream PM

control devices. For those coa-fired electric utility boilers using wet FGD scrubbers for SO,
emissions control, large quantities of scrubber solid wastes and sludges are generated.

Nationwide quantities of high-volume CCRs generated in 1999 from coal combustion are
available from data prepared by the American Coal Ash Association (ACAA).! Table9-1
summarizes the characteristics and nationwide generation quantities for the major types of CCRs
resulting from combustion of coal in power plants.

9.3 CCR Mercury Concentrations

Aninitial review by NRMRL indicated that limited |aboratory data were available on Hg
concentrations in CCRs. Therefore, a nationwide Hg mass balance approach was taken to
estimate Hg concentrations in CCRs. This Hg mass balance approach used data from the EPA
Parts Il and 111 ICR data bases on coal Hg concentrations and control device Hg capture
efficiencies. The EPA ICR datawere used with additional ACAA data on CCR generation rates,
to estimate Hg concentrations in various CCRs. The Hg concentrations estimated with the
nationwide mass balance approach are shown in Table 9-2. Table 9-2 shows calculated mean, 5"
percentile, and 95™ percentile values for Hg concentrationsin CCRs. Mercury concentrations are
projected to be highest in fly ash, with amean value of 0.33 ppm, and a 95" percentile value of
1.2 ppm. Mercury concentrationsin wet FGD scrubber solids/sludges are calculated to have a
mean value of 0.20 ppm, and a 95" percentile value of 0.72 ppm. Mercury concentrationsin
bottom ash and boiler slag were calculated to be much lower, with mean values of 0.067 ppm,
and 0.042 ppm, respectively.

Subsequent to performing the nationwide Hg mass balance to determine Hg
concentrations in CCRs, more extensive |laboratory data became available from the Electric
Power Research Institute (EPRI) and the University of North Dakota Environmental and Energy
Research Center (UND/EERC). A summary of available laboratory measurements of Hgin
CCRsisshown in Table 9-3. The laboratory measurementsin Table 9-3 generally show good
correlation with the nationwide mercury mass balance predictionsin Table 9-2. For example, the
EPRI fly ash data (382 samples) have a mean mercury concentration of 0.44 ppm, with a 95™
percentile value of 1.13 ppm, and the UND/EERC data (20 samples) have amean Hg
concentration of 0.22 ppm, and a 95" percentile value of 1.03 ppm. Both these sets of data
correlate well with fly ash calculations obtained by the nationwide Hg mass balance, which
indicates a mean concentration of 0.33 ppm, and 95" percentile value of 1.2 ppm.

9.4 Nationwide Management Practices

A summary comparison of the quantities and management techniques for various CCRsis
presented in Figure 9-1. The CCRs are either land-disposed (in a monofill or surface
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Table 9-1. Coal combustion residues.

Coal Average Quantity Total Nationwide
Combustion Description Generated Per Quantity Generated
Residue Ton of Coal Burned ° in 1999 °
Fine, powdery non-combustible mineral matter
Fly ash in the boiler flue gas and collected by 160 Ib/ton 63,000,000 tons
electrostatic precipitator or fabric filter
Dark gray, granular, porous non-combustible
Bottom ash mineral matter heavier than fly ash and 40 Ib/ton 17,000,000 tons
collected in bottom of the boiler furnace.
Coarse, black, glassy mineral matter
Boiler slag that forms when molten bottom ash contacts 100 Ib/ton 3,000,000 tons
guenching waters in wet-bottom furnaces.
Wet FGD Solid material or sludge generated by
scrubber scrubbing processes used to 350 Ib/ton 25,000,000 tons
solids/sludges remove sulfur from the flue gases.

(@) Source: Reference 2.
(b) Source: Reference 1.

Table 9-2. Calculated Hg concentrations in CCRs using EPA ICR data.

Coal Hg Concentration (ppm)*®
Combustion
Residue . .
5th Percentile Mean 95th Percentile

Fly ash 0.062 0.33 1.2

Bottom ash 0.019 0.067 0.16

Boiler slag 0.012 0.042 0.10

Wet FGD scrubber 0.038 0.20 0.72
solids/sludges

(a) Changes in Hg control technology requirements for coal-fired electric utility power plants will cause changes
in the Hg concentration in fly ash and wet FGD scrubber solids/sludges.
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Table 9-3. Summary of available test data on Hg concentrations in major types of CCRs.

Coal Number Hg Concentration (ppm)
. Test Data Source
Combustion (Reference) of "
Residue Samples Min. S Median Mean 95th. Max.
Percentile Percentile
EPRI (Reference 3) 382 0.0002 0.0002 0.09 0.44 1.13 27.7
UND/EERC (Reference 4) 20 <0.002 0.002 0.076 0.22 1.03 1.24
EPA (Reference 5) a
Fly ash (fine fly ash) n.r. 0.005 n.r. 0.10 n.r. n.r 2.50
EPA (Rgference 5) n.r. 0.008 n.r. 0.073 n.r n.r n.r
(mechanical hopper)
EPA (Reference 5)
(1993 data) n.r. 0.013 n.r. 0.10 n.r n.r n.r
EPA (Reference 5) 12 0.003 n.r. 0.009 n.r n.r 0.040
Bottom ash EPA (Ref 6
eference
(combined bottom ash and slag) n.r. 0.005 n.r. 0.023 n.r n.r 4.2
Boiler slag EPA (Reference 5) 12 0.005 n.r 0.023 n.r n.r 4.2
Wet FGD solids/sludges EPA (Reference 5) 15 0.073 n.r 4.8 n.r n.r 39.0

(8) n.r. = not reported.
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Figure 9-1. Nationwide CCR management practices in the year 1999 (source:
graph prepared using data from Reference 1).
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impoundment) or are being used for commercial applications. In the United States in the year
1999, approximately 110 million tons of CCRs were generated. Approximately one-third (31
percent) of these materials were reused or recycled in various commercial uses, with the
remainder being land-disposed.

9.4.1 Reuse and Recycling of CCRs

The primary commercia uses of CCRs are listed in Table 9-4. The table presents how
each of four types of high-volume CCRs were used for commercial application in 1999. The use
of fly ash as areplacement ingredient for concrete or grout is the most common use for any CCR.
In this application, the fly ash can serve as a replacement for sand or as a partial replacement for
Portland cement in the concrete mix. Significant amounts of fly and bottom ash are used for
structural fills (e.g., creation of highway embankments). The addition of CCR to form aroad
base allows for greater long-term strength development than conventional materials. Bottom ash
isused as a substitute for salt for road de-icing operations. Almost all of the boiler slag
generated in 1999 was used as blasting grit or roofing granules. Wet FGD scrubber solid wastes
and sludges that do not contain high levels of fly ash can be used either directly or, with
additional processing, in the production of gypsum wallboard. The substitution of wet FGD
scrubber solids/sludges for natural gypsum in wallboard manufacturing has been growing rapidly.

For some commercia uses of CCRs, there is concern regarding the potential re-release of
Hg, particularly for those uses involving high-temperature processes. In cement manufacturing,
for example, the high temperatures in the cement kiln will revolatilize the Hg contained in the
coa fly ash that is used as amaterial substitute. Questions exist regarding the fraction of Hgin
the fly ash that may be emitted when fed to a cement kiln. Other commercial processes that
expose CCRsto elevated temperatures include wallboard manufacturing (during the drying
process) and when CCRs are used as fillers in asphalt.

For some of the other commercia uses, it appears unlikely that significant Hg in CCRs
would be re-introduced into the environment. For example, Hg is unlikely to be re-volatilized or
leached from concrete, flowablefill, or structural fill. However, the various commercial uses
will be evaluated to determineif there is any significant increase in environmental risk as aresult
of changes occurring to CCRs.

9.4.2 Land-disposal of CCRs

There are currently approximately 600 waste disposal units (monofills or surface
impoundments) being used for disposal of CCRs from electric utility coal-fired electric utility
power plantsin the United States.® The monofills used for these residues may be located either
on-site at the power plant or off-site. Surface impoundments are almost exclusively located at
the power plant site. While the distribution of units presently is about equal between monofills
and surface impoundments, there is an increased trend to use monofills as the primary disposal
method.

9-6



Table 9-4. Commercial uses for CCRs generated in 1999 (source: data from Reference 1).

L6

Coal Combustion Residue . .
Commercial Nationwide
Application or Use Fly ash Bottom ash Boiler slag Wet FGD solids/sludges (-tr(())rtgl)
tons % tons % tons % tons %
Concrete/grout 10,000,000 49 700,000 13 11,000 0.5 290,000 6.5 11,000,000
Waste stabilization/solidification 1,900,000 9.3 69,000 1.3 0 0 16,000 0.4 2,000,000
Structural fill 3,200,000 15 1,400,000 26 52,000 2.2 580,000 13 5,200,000
Mining applications 1,500,000 7.3 150,000 2.8 10,000 0.4 230,000 5.2 1,900,000
Raw feed for cement clinker 1,300,000 6.1 160,000 2.9 0 0 0 0 1,500,000
Road base/subbase 1,200,000 5.9 1,100,000 20 5,500 0.2 17,000 0.4 2,300,000
Flowable fill 850,000 4.1 13,000 0.2 0 0 0 0 860,000
Other 460,000 2.2 450,000 8.3 76,000 3.2 180,000 4.1 1,200,000
Mineral filler 160,000 0.8 63,000 1.2 12,000 0.5 0 0 240,000
Soil modification 78,000 0.4 17,000 0.3 13,000 0.5 2,100 <0.1 110,000
Agriculture 78,000 0.4 43,000 0.8 0 0 80,000 1.8 200,000
Snow and ice control 3,200 0.1 1,100,000 20 51,000 2.2 0 0 1,200,000
Blasting grit/roofing granules 0 0 160,000 2.9 2,100,000 90 0 0 2,300,000
Wallboard 0 0 0 0 0 0 3,100,000 69 3,100,000
Nationwide Total * 21,000,000 100 5,400,000 100 2,300,000 100 4,500,000 100 33,000,000

(@) Sum of individual values may not equal total due to rounding.




On May 22, 2000, the EPA made the regul atory determination that the disposal of CCRs
does not warrant regulation under subtitle C of RCRA and retained the hazardous waste
exemption for these materials provided under RCRA section 3001(b)(3)(C).7 However, the
EPA also determined that national regulations under subtitle D of RCRA are warranted for CCRs
when they are disposed of in landfills or surface impoundments, and that regulations under
subtitle D of RCRA [and/or possibly modifications to existing regulations established under
authority of the Surface Mining Control and Reclamation Act (SMCRA)] are warranted when
these materials are managed in surface or underground mines. The national regulations will
apply to disposal of coal combustion wastes that are generated at electric utility and independent
power producing facilities and managed in surface impoundments, landfills, and mines.

The EPA will re-evaluate the risk posed by managing coal combustion residues if levels
of Hg or other hazardous constituents change due to any future Clean Air Act air pollution
control requirements for coal burning utilities. When any rulemaking under the Clean Air Act
proceeds to the point where an assessment of the likely changes to the character of CCRsis
completed, EPA will evaluate the implications of these changes relative to existing or planned
national RCRA regulations governing these materials and take appropriate action.

9.5 Current Status of CCR Research Activities

The EPA/NRMRL is preparing a report on characterization and management of CCRs
from coal-fired electric utility power plants. The report examines changes in the Hg content of
CCRs that potentially could occur as the result of implementing different control technologiesto
reduce stack emissions of Hg from coal-fired electric utility power plants. Thisreport is
scheduled to be published in the near future.

Test methods to characterize CCRs and to determine Hg volatilization and leaching from
CCRsin various management practices are being reviewed by EPA/NRMRL. The goa of this
review isto ensure that leaching and volatilization testing conducted by all parties, inside and
outside of the EPA, is uniform and appropriate.

Multiple-site, full-scale field test programs are currently being conducted under a
DOE/NETL cooperative agreement to obtain performance and cost data for using different Hg
control technologies to reduce Hg emissions from existing coal-fired electric utility power plants
(discussed in Chapter 7). As part of these test programs, field data are being collected that will
help determine changes in the Hg content of CCRs as a result of implementing these Hg controls
technologies. In addition, CCR commercia applications requiring elevated temperature
processes, such as cement manufacturing and wallboard production, are being evaluated to
determine the amount of Hg revolatilization that occurs, and the impacts of this revolatilization
on the environment.

The EPA/NRMRL is planning to prepare areport, scheduled for publication in 2003,
presenting data and other information relating to changes to CCRs as a result of implementing
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different Hg control technologies. This report will also help identify any potential concerns due
to increased environmental risk from the management of CCRs resulting from Hg control
measures.

9.6 Future CCR Research Activities and Needs

Coordination with industry and others will continue to identify available data and
information that will help to characterize any changes to CCRs as aresult of Hg control measures.
Different methods are being used to characterize CCRs which result in data of questionable value.
The EPA ORD/NRMRL isworking closely with EPA/OSW to identify methods for
characterizing CCRs to identify potential changesto CCRs as aresult of Hg control measures.

Samples of the resulting CCRs from the on-going full-scale field test programs of different
Hg control technologies will be collected to characterize the resulting CCRs and to identify any
changes occurring to CCRs that would increase environmental risk from waste management and
potential commercial applications.

Questions regarding the potential release of Hg from land-disposal result in the need to
conduct field test measurements to ensure that Hg is not being emitted through either biological
processes or leaching. Opportunities will be identified to help address questions regarding any
increased environmental risk due to changes occurring to CCRs.

Questions also exist relating to CCRs being used in high-temperature processes such as
cement manufacturing and wallboard production. Effort is needed to determine the amount of Hg
that may be released during the manufacturing process and other life-cycle stages, including final
disposal in alandfill.
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Chapter 10
Conclusions and Recommendations

10.1 Electric Utility Coal Combustion and Air Pollution Control Technologies

The diversity of coals and combustion technologies used for electrical utility steam
generating units (i.e., coal-fired boilers) isreflected in data gathered from Phases | and 11 of the
EPA’ s formal information collection request (ICR) to the electric utility industry. 1n 1999,
electric utility coal-fired boilersin the United States burned 786 million tons of coal of which
about 52 percent was bituminous coal, 37 percent was subbituminous coal, and 9 percent was
lignite. Other fuels burned in electric utility coal-fired boilers included mixtures of bituminous
and subbituminous coal, mixtures of coal and petroleum coke (pet-coke), reclaimed coal wastes,
and mixtures of coal and tire-derived fuel (TDF).

There were 1,140 coal-fired boiler units that burned coal by conventional methods and
three units that used gasification to produce afuel gas. Pulverized-coa-fired (PC) boilers, by far
the largest group of coal-fired boiler units, represent approximately 86 percent of the total
number of units and 90 percent of the total utility boiler capacity. Based on capacity, other types
of boilersinclude cyclone-fired boilers (7.6 percent), fluidized-bed combustors (1.3 percent), and
stoker-fired boilers (1.0 percent).

The Part |1 EPA ICR responses indicate that a variety of air emission control technologies
are employed to meet requirements for control of sulfur dioxide (SO,), nitrogen oxides (NOy),
and particulate matter (PM). Most utilities control NOx by combustion modification techniques
and control SO, by the use of compliance coals. For post-combustion controls, 77.4 percent of
units by number have PM control only, 18.6 percent have both PM and SO, controls, 2.5 percent
have PM and post-combustion NOx controls, and 1.3 percent have three post-combustion control
devices.

For PM emissions control of electric utility coal-fired boilers, electrostatic precipitators
(ESPs) are used on 84 percent of the units and fabric filters (FFs) on 14 percent. Post-
combustion SO, controls are less common. Wet flue gas desulfurization (FGD) scrubbers are
used on 15.1 percent of the units, and spray dryer absorbers (SDA) are used on 4.6 percent of the
units surveyed. In 1999, while the application of post-combustion NOy controls was becoming
more prevalent, only 3.8 percent of the units used either selective non-catalytic reduction
(SNCR) or selective catalytic reduction (SCR) systems.
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10.2 Mercury Measurement M ethods

Reliable and valid speciated and total Hg measurements, by either manual test methods or
continuous emission monitors (CEMs), are critical to the characterization and future reduction of
Hg emissions from coal-fired powered plants. Although viable measurement techniques exist for
certain measurement scenarios, acceptable measurement techniques are not available to meet all
measurement needs. Additional research and development is needed to enable quality
measurements from various measurement environments.

The Ontario-Hydro (OH) Method is the only manual test method that currently is
recognized in the United States for the collection of speciated Hg emissions datafrom the
combustion of coal. The OH Method appears to provide valid speciation results at sampling
locations downstream of PM control devices where most of the fly ash has been removed.
However, measurements made upstream of PM control devices are susceptible to measurement
artifacts that bias speciation measurements, causing significant uncertainty in results.

A limited number of CEMs exist (both commercial and prototype) for the measurement
of total gas-phase Hg and, to alesser extent, speciated gas-phase Hg. Also, demonstration of
acceptable measurement performance under field applicationsis limited. Because of the
diversity and severity of associated measurement environments, numerous measurement
obstacles exist (e.g., PM artifacts, interferences, Hg*" conversion systems, sample
conditioning/delivery) that have not been adequately addressed, particularly with respect to
speciated measurements. While experts use Hg CEMs as aresearch tool, the Hg CEMs are not
currently suitable for routine use on power plantsin the United States.

Improved methods for the sampling and analysis are critical for: the development and
evaluation of Hg emission control technologies; use as Hg control technology process controls;
and potential use as compliance tools. Research is specifically needed to:

* Develop and verify amanual test method that is suitable for measuring total and
speciated Hg at sampling locations upstream of PM control devices,

» Develop and verify amanual test method that can simultaneously measure speciated
Hg and other hazardous trace metals,

» Develop and demonstrate measurement techniques that are capable of directly
identifying and quantifying trace levels of individual ionic species of Hg [e.g., HQCl>,
HgCI, HgO, HgS, HgSOy, and Hg(N03)2],

» Develop and demonstrate improved Hg CEM measurement techniques that address

known and potential measurement obstacles (e.g., PM artifacts, interferences/biases,
conversion systems, and sample conditioning/delivery),
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» Verify the ability of Hg CEMsto accurately measure total gas-phase Hg and
speciated gas-phase Hg at diverse stack conditions representative of fuel type and
pollution control device configurations (e.g., downstream of PM control devices, dry
FGD scrubbers, and wet FGD scrubbers),

* Verify the ability of Hg CEMsto accurately measure total gas-phase Hg and
speciated gas-phase Hg upstream of PM control devices,

» Demonstrate Hg CEM long-term monitoring performance and operational
requirements,

* ldentify and evaluate CEMs capable of measuring SO3; and other hazardous air
pollutant emissions,

* ldentify and evaluate alternative, cost-effective semi-continuous methods for
measuring the stack emission of total Hg, and

» Demonstrate the use of Hg CEMs and semi-continuous monitoring methods as
potential Hg emission compliance tools.

10.3 Mercury Speciation and Capture
10.3.1 Mercury Speciation

When the coal isburned in an electric utility boiler, the resulting high combustion
temperatures vaporize the Hg in the coal to form gaseous elemental mercury (Hg"). Subsequent
cooling of the combustion gases and interaction of the gaseous HgP with other combustion
products result in a portion of the Hg being converted to gaseous oxidized forms of mercury
(Hg*") and particle-bound mercury (Hgp). The term speciation is used to denote the relative
amounts of these three forms of Hg in the flue gas of the boiler. It isimportant to understand
how Hg speciates in the boiler flue gas because the overall effectiveness of different control
strategies for capturing Hg often depends on the concentrations of the different forms of Hg
species present in the boiler flue gas.

In general, Hg speciation is dependent on: 1) coal properties, 2) combustion conditions,
3) the flue gas composition, 4) fly ash properties, 5) the time/temperature profile between the
boiler and air pollution control devices, and 6) the flue gas cleaning methods, if any, inuse. The
mechanisms by which HgP is oxidized in flue gas are believed to include gas-phase reactions, fly
ash or deposit-mediated reactions, and oxidation reactions in post-combustion NOx control
systems. Datareveal that gas-phase oxidation is kinetically limited and occurs due to reactions
of Hg with oxidizers such as Cl and Cl,. Research also suggests that gas-phase oxidation may be
inhibited by the presence of NO, SO,, and water vapor.
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Certain fly ashes have been shown to promote oxidation of Hg® more than others. The
differences in oxidation appear to be attributable to the composition of the fly ash and the
presence of certain flue gas constituents. The results of bench-scale research conducted at EPA
indicate that the presence of HCl and NOx in flue gas and iron in fly ash assists in oxidation.
Other research indicates that y-Fe,Os; may be causing Hg”* formation and that surface area may
be a dominant factor in thisregard. Also, there are indications that HCI, NO,, and SO, in the
flue gas may contribute to Hg® oxidation, while the presence of NO may suppress HgP oxidation.

10.3.2 Development and Evaluation of Sorbents

Mercury can be captured and removed from a flue gas stream by injection of a sorbent
into the exhaust stream with subsequent collection in a particulate matter (PM) control device
such asan ESP or a FF. However, adsorptive capture of Hg from flue gasis a complex process
that involves many variables. These include the temperature and composition of the flue gas, the
concentration of Hg in the exhaust stream, and the physical and chemical characteristics of the
sorbent (and associated functional groups). The implementation of an effective and efficient Hg
control strategy using sorbent injection requires the devel opment of low-cost and efficient Hg or
multipollutant sorbents. Of the known Hg sorbents, activated carbons and cal cium-based
sorbents have been the most actively studied.

Oxidized mercury is readily absorbed by alkaline solutes/slurries or adsorbed by alkaline
particul ate matter (or by sorbents). Flue gas desulfurization systems, which use akaline
materials to neutralize the acidic SO, gas, remove Hg*" effectively in the flue gas. Current
research is focusing on optimization of the existing desulfurization systems as a retrofit
technology for controlling Hg?* emissions and on development of new multipollutant control
technologies for simultaneously controlling both SO, and Hg emissions. Sorbents containing
oxidizing agents are also being devel oped for the oxidization and capture of Hg".

10.4 Evaluation of EPA ICR Mercury Emission Test Data

The air pollution control technologies used on coal-fired utility boilers exhibit levels of Hg
control that range from 0 to 99 percent. The best levels of control are generally obtained by
emission control systems that use FFs. Since Hg emission control technologies are not currently
used by the utility industry, the capture of Hg by existing controls results from: 1) adsorption of
Hg onto fly ash with subsequent capture of Hg, in a PM control device; 2) adsorption of Hg by
the alkaline sorbents used in dry scrubbers; or 3) the capture of Hg ?* in wet scrubbers.

The amount of Hg captured by a given control technology is better for bituminous coal
than for either subbituminous coal or lignite. The lower levels of Hg capture in plants firing sub-
bituminous coal and lignite are attributed to low fly ash carbon content, and the higher relative
amounts of Hg” in the flue gas are due to the combustion of these fuels.

Combinations of coal, boiler, and control technologies that are expected to behavein a
similar manner with respect to speciation and capture of mercury can be grouped into data sets
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called coal-boiler-control technology classes. Accordingly, the ICR Part |11 emission data were
sorted into appropriate coal-boiler-control classes. Next, the datain each class were evaluated for
consistency, and the data between classes were evaluated based on the current understanding of
speciation and capture of mercury. With few exceptions, the differences in data between the
different classes were consistent with this understanding.

Plants that employ only post-combustion PM controls display Hg emission reductions
ranging from O to 93 percent. The lower levels of control were observed for units with FFs.
Decreasing levels of control were shown for units with ESPs, PM scrubbers, and mechanical
collectors.

Units equipped with dry scrubbers (SDA/ESP or SDA/FF systems) exhibited average Hg
captures ranging from 98 percent for units burning bituminous coals to 3 percent for units burning
subbituminous coal. The poor Hg capture in units firing subbituminous coal is attributed to the
predominance of Hg in the flue gas from these units.

The capture of Hg in units equipped with wet FGD scrubbersis primarily dependent on
the relative amount of Hg?* in the inlet flue gas. Average Hg capturesin wet FGD scrubbers
ranged from 33 percent, for one PC-fired ESP + FGD unit burning subbituminous coal, to 96
percent in a PC-fired FF + FGD unit burning bituminous coal. The high Hg capture in the FF +
FGD unit is attributed to the increased oxidization and capture of Hg in the FF.

The EPA ICR data base provides a massive amount of data that can be mined for additional
information. However, the usefulness of these datais limited by the uncertainty of some of the
measurements and/or the information that the data set does not contain. Some of the uses and
limitations of the EPA ICR data are summarized below.

The EPA ICR data provide:

«  Reasonable estimates of national and regional emissions for total Hg, HgC, Hg™",
and Hgp. The data cannot be used to predict the total and speciated Hg emissions of
individual coal-fired power plants.

. Data for testing hypotheses and models that predict speciation and capture of Hg in

coal-fired boilers. The data cannot be used to identify or confirm specific
mechanisms that control the speciation and capture of Hg.

. Information needed to guide the development of control technologies and identify
effective strategies for the control of Hg emissions.

Caution should be used in interpreting the EPA ICR data since:
. Adsorption of Hg onto fly ash is highly dependent on fly ash properties, particularly

on the fly ash carbon content. The lack of information on coal and fly ash
properties greatly limits the usefulness of the ICR data.
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Results of Hg speciation measurements made with the OH Method upstream of PM
control devices should be used with great caution. PM collected on the sampling
train filter can result in physical and chemical transformations (e.g., sample
artifacts) within the sampletrain.

Because of the limited number of samples, thereisagreat deal of uncertainty in the
central values and statistical characteristics of the ICR data. The flue gas Hg tests
represent a short snapshot in time, and the effects of long-term variationsin coal
properties and plant operating conditions are unknown.

At low inlet and outlet concentrations, the imprecision of the OH Method can
obscure real differences between inlet and outlet concentrations.

10.5 Potential Retrofit Mercury Control Technologies

A practical approach to controlling Hg emissions at existing utility plantsisto minimize
capital costs by adapting or retrofitting the existing equipment to capture Hg. For units that
currently use only PM controls, dry FGD scrubbers, or wet FGD scrubbers, there are three
potential retrofit options. 1) Cold-side ESP, hot-side ESP, and FF systems; 2) Dry FGD systems,
and 3) Wet FGD systems.

10.5.1 Cold-side ESP, Hot-side ESP, and FF Systems

The most cost-effective retrofit options for the control of Hg emissions from units,
currently equipped with only an ESP or FF, include:

Injection of a sorbent upstream of a cold-side ESP or FF. Cooling of the stack gas
and/or modifications to the ducting may be needed to keep sorbent requirements at
acceptable levels.

Injection of a sorbent between a cold- or hot-side ESP and a pulsgjet FF retrofitted
downstream of the ESP. This approach will increase capital costs but reduce
sorbent costs.

Installation of a semi-dry CFA upstream of an existing cold-ESP used in
conjunction with sorbent injection. The CFA recirculates both fly ash and sorbent
to create an entrained bed with a high number of reaction sites. This leads to higher
sorbent utilization and enhanced fly ash capture of Hg and other pollutants.

Units equipped with a FF require less sorbent than units equipped with an ESP. ESP
systems depend on in-flight adsorption of Hg by entrained fly ash or sorbent particles. FFs
obtain both in-flight and fixed-bed capture as the flue gas passes through the FF.
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In general, cost-effective sorbent injection technologies for cold-side ESP units will
depend on: (1) the development of lower cost and/or higher performing sorbents, and (2)
appropriate modifications to the operating conditions or equipment being currently used to
control emissions of PM, NOx, and SO..

It is believed that the above technologies will be available for use on boiler units that
must comply with the Clean Air Act hazardous air pollutant (HAP) maximum achievable control
technology (MACT) requirements for electric utility steam-generating units. The performance
and cost of these technologies are yet to be determined.

10.5.2 Semi-dry FGD scrubbers

Semi-dry FGD scrubbers are already equipped to control emissions of SO, and PM. The
modification of these units by the use of appropriate sorbents for the capture of Hg and other air
toxicsis considered to be the easiest retrofit problem to solve. SDA/FF systems are capabl e of
higher levels of Hg control than SDA/ESP systems.

10.5.3 Wet FGD Scrubbers

Improvements in wet FGD scrubber performance in capturing Hg depend primarily on
the oxidation of Hg® to Hg?*. This may be accomplished by 1) the injection of appropriate
oxidizing agents, or 2) theinstallation of fixed oxidizing catal ysts upstream of the scrubber to
promote oxidization of Hg® to soluble Hg compounds.

An dternative strategy for controlling Hg emissions from wet FGD scrubbing systemsis
to inject sorbents upstream of the PM control device. Better performance can be expected for
units equipped with FFs than those equipped with ESPs. SCR systems used with wet FGD
scrubbers may enhance Hg capture in the scrubber.

Additional research is needed on the oxidization of Hg® and the removal and
sequestration of Hg collected in the scrubbing liquid.

10.6 Costsof Retrofit Mercury Control Technologies

Preliminary annualized costs of Hg controls using powdered activated carbon (PAC)
injection have been estimated based on recent pilot-scale evaluations with commercially
available sorbents. These control costs range from 0.305 to 3.783 mill/kWh, with the highest
costs associated with plants having hot-side el ectrostatic precipitators (HS-ESPs). For plants
representing approximately 89 percent of current plant capacity and using controls other than
HS-ESPs, the costs range from 0.305 to 1.915 mill/kWh. Assuming a 40 percent reduction in
sorbent costs by use of a composite lime-PAC sorbent for Hg removal, cost projections range
from 0.183 to 2.27 mill/kWh, with higher costs again being associated with the plants using
HS-ESPs.
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In comparison, the estimated annual costs of Hg controls, as afunction of plant size, lie
mostly between the costs for low-NOx burners (LNBs) and sel ective catalytic reduction (SCR)
systems. The costs of Hg control will dramatically diminish if retrofit hardware and sorbents are
employed for control of other pollutants such as NOx, SO,, or fine PM.

The performance and cost estimates of PAC injection-based Hg control technologies
presented in this report are based on relatively few data points from pilot-scal e tests and are
considered to be preliminary. However, based on data from pilot-scal e tests and the results of
ICR data evaluations, it is expected that better sorbents and technologies now being developed
will reduce the costs of Hg controls beyond current estimates.

Within the next 2-3 years, it is expected that the evaluation of retrofit technologies at
plants where co-control is being practiced will lead to a more thorough characterization of the
performance and costs of Hg control. Future cost studies will focus on the development of
performance and cost information needed to: 1) refine cost estimates for sorbent injection based
controls, 2) develop cost estimates for wet scrubbing systems that employ methods for oxidizing
Hg?, and 3) determine the costs of various multipollutant control options.

Theissue of Hg in many power plant residues will also be examined to address concerns
related to the release of captured Hg species into the environment. These evaluations will be
conducted in conjunction with the development and evaluation of air pollution emission control
technologies.

10.7 Coal Combustion Residues and Mercury Control

Power plant operations result in solid discharges including fly ash, bottom ash, boiler
dag, and FGD residues. These residues already contain Hg, presumably bound Hg that is
relatively insoluble and non-leachable. In 1998, approximately 108 million tons of coal
combustion residues (CCRs) were generated. Of this amount, about 77 million tons were land-
filled and about 31 million tons were utilized for beneficial uses.

Increased control of Hg emissions from coal-fired power plants may change the amount
and composition of CCRs. Such changes may increase the potential for release of Hg to the
environment from either land filling (approximately 70 percent) or commercial uses
(approximately 30 percent) of CCRs. Mercury volatilization from CCRsin landfills and/or
surface impoundments is expected to be low due to the low temperatures involved and minimal
gas-to-solid interfaces within impacted wastes. For Hg control retrofits involving dry or wet
FGD scrubbers, the residues are typically alkaline and the acid leaching potential of Hg from
these residues is expected to be minimal.

There are several commercia uses of CCR where available data on which to characterize
the Hg emission potential are lacking. The following CCR uses are given a priority for
developing additional datain order to characterize the ultimate fate of Hg:

. Use of fly ash in cement production,
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Volatilization and leaching of residues used for structural fills,
Leaching of residues exposed to acidic conditions during mining applications,

Volatilization of Hg during the production of wallboard from gypsum in wet
scrubber residues,

Mercury volatilization during the production and application of asphalt with fly ash
fillers, and

Leaching or plant uptake of Hg from fly ash, bottom ash, and FGD sludge that are
used as soil additives.

10.8 Current and Future Research

It isimportant to continue collaborative Hg research efforts between DOE, EPA, EPRI,
and the utility industry. The focus of these efforts should be to provide scientific and
engineering data that support the Administration's Energy Plan and that can be used to:

Develop HAP MACT requirements for coal-fired electric utility steam generating
units.

Optimize control of Hg emissions from units that must comply with more stringent
NOx emission requirements under the NOy state implementation plan (SIP) call.

Devel op technologies that can be used to control emissions under multipollutant
control legislation that is under consideration by the Congress.

Current and future research is needed to:

Control Hg emissions for units now equipped only with ESPs.

Develop cost-effective sorbents to control emissions from subbituminous coals and
lignite.

Control Hg” emissions from subbituminous coals and lignite.
Determine the effects of coal blending on Hg speciation and capture.

Evaluate the enhancement of fly-ash capture by combustion modification
techniques.
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Develop HgP oxidizing methods for wet FGD systems.
Optimize NOx controls for Hg control.
Evaluate controls for non-PC fired units.

Control Hg, SO3, and other air toxic emissions from units equipped with SCR and
wet FGD scrubbers.

Demonstrate Hg control for units with SD/ESP and SD/FF.
Demonstrate Hg control in wet FGD systems.

Determine the effects of cyclone, stoker, and fluidized-bed combustion systems on
Hg control.

Minimize the effects of Hg controls on power plant operability.
Conduct tests with CEMs to study the variability of Hg emissions.

Characterize and control the stability of Hg and other hazardous trace metalsin
CCRs and byproducts.
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