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Abstract

Sierra Pacific Power Company is building a100 MW, IGCC power plant based on KRW
fluid bed gasifier technology that utilizes transport reactors for hot gas desulfurization and
sorbent regeneration. Use of atransport absorber avoids the need for pre-filtration of dust-laden
gasifier effluent, while a transport regenerator allows for the use of 100% air without the need
for heat exchange equipment.

Selection of transport reactors for hot gas desulfurization using a proprietary sorbent,
based on testing performed in a transport reactor test unit (TRTU) at the M. W. Kellogg
Technology Development Center and in afixed bed reactor at Morgantown Energy Technology
Center (METC), is outlined in the paper. The results obtained in these two test facilities and
reasons for selecting transport reactors for the above IGCC power plant in preference to either
fixed bed reactors or fluidized bed reactors are discussed. This paper reviews the evolution of
the hot gas desulfurization system designs and includes selected results on H,S absorption and
regeneration of sulfided sorbent over several absorption/regeneration cycles conducted in the
TRTU and the METC fixed bed reactor.

The origina design for the Sierra Pacific Project was based on fixed bed reactors with zinc
ferrite as the sorbent. Owing to high steam requirements of this sorbent, zinc titanate was
selected and tested in a fixed bed reactor and was found unacceptable due to loss of strength on
cyclic absorption/regeneration) operation. Another sorbent evaluated was Z-Sorb® sorbent, a
proprietary sorbent developed by Phillips Petroleum Company. This sorbent was found to have
excellent sulfur capacity, structural strength and regenerability. Steam was found unsuitable as
fixed bed regenerator diluent, this results in a requirement for a large amount of inert gas,
whereas a transport regenerator requires no diluent. The final Sierra design features transport
reactors for both desulfurization and

regeneration steps using neat air.
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INTRODUCTION

The Hot Gas Desulfurization (HGD) Unit for the Sierra Pacific Power Company (SPPCo) Pifion
Pine Project has evolved aimost continually since the start of the project. Originally, the design
was based on a fixed bed cyclic reactor unit, using zinc ferrite as the sorbent. Although this
sorbent is very effective in capturing H,S, it has the undesirable characteristic of promoting
carbon formation unless alarge quantity of steam is added to the process gas. This requirement
of process steam was not practical for the specific application at Sierra Pacific. To satisfy the
specific requirements at Pifion Pine, a program was initiated to evaluate and identify an
alternative HGD sorbent.

The first alternative sorbent selected for evaluation was a zinc titanate formulation reputed to
have both good absorption capacity and durability. However, tests on this material showed that
it was unable to withstand the repeated cycling between absorption and regeneration,
experiencing both physical and chemical deterioration (1) .

The second sorbent evaluated was a proprietary material developed by the Phillips Petroleum
Company, Z-Sorb ® sorbent (2). Extended fixed bed testing conducted at METC demonstrated
that the sorbent has outstanding physical durability, but its initial high capacity decreased
significantly with repeated cycling. Steam, used as a diluent during regeneration, was identified
asamajor cause of thisdeterioration. Although this sorbent is satisfactory for the proposed fixed
bed commercia system, its use requires the addition of alarge and expensive nitrogen system for
supplying the diluent required during regeneration.

In order to reduce the cost of the desulfurization system, The M. W. Kellogg Company proposed
the use of atransport reactor design, using Z-Sorb® sorbent. This concept was demonstrated in
Kellogg's pilot plant in mid-1993 and appeared to be a viable alternative to the fixed bed design.
A transport reactor system has the advantage of not requiring dilution gas for regeneration, and
has the additional advantage of limiting the exposure of the sorbent to high temperatures. The
latter is also suspected of contributing to loss in sorbent capacity in afixed bed reactor system..

OBJECTIVE

The objective of the project to be discussed was to obtain the necessary design data for the
transport system, and to answer some of the technical questions which arose from the fixed bed
test results, acomprehensive test program was devel oped and carried out at Kellogg's Technology
Development Center (KTDC).

APPROACH

l. METC Testing of Z-Sorb® Sorbent



In order to evaluate and qualify Z-Sorb® sorbent for application in original fixed bed cyclic
reactor design of the Pifion Pine desulfurization reactor system, METC conducted a total of forty
absorption tests (3). The test apparatus used in this study was a2" ID fixed bed reactor. These
testsinvestigated sorbent performance in terms of sulfur capacity and durability under avariety
of absorption conditions. Parametric tests were done to determine optimum operating conditions
for the commercia reactor and included evaluation of superficial gas velocity, absorption
temperature, HCI in the feed gas, diluents for use in sorbent regeneration, and various
regeneration techniques.

The key conclusions from the testing at METC were:

1. The sulfur absorption capacity for Z-Sorb® sorbent averaged about 11-15 wt.% sulfur,
with good reproducibility. The sorbent also showed excellent physical stability, with no
loss of physical integrity.

2. At absorption temperatures of 900-1100°F the absorption rate is essentially independent
of temperature. Superficial gas velocity was varied between 0.5 fps and 2.0 fps, and
results indicate that the reaction wave front is quite short, approximately the depth of the
experimental bed (16 cm) at velocities of 1.0-1.5 ft/s.

3. At temperatures of 900-1100 °F, sulfur sorbent capacity declined as a function of the
number of regeneration cycles. In these tests the capacity reached afinal lower level of
4-6 wt.% sulfur. During regeneration, the use of either steam or nitrogen is required for
minimizing sorbent bed exotherms.

4, At regenerator temperatures below 1100 °F, the sorbent is partially sulfated, leading to
lower sulfur absorption capacities.

5. Regeneration at temperatures around 1350°F results in complete regeneration of the
sorbent. No metal sulfates were observed using these higher regeneration temperatures.

6. The physical stability of the sorbent is affected by the use of high regeneration
temperatures.

On the basis of these test data, a process design was proposed for the Pifion Pine HGD unit. This
proposed HGD unit for Pifion Pine, required alarge amount of diluent nitrogen to be available
during regeneration. The production of this nitrogen required the installation of an air separation
unit at Pifion Pine. The capital cost for the air separation unit was found to be too high for
inclusion in this project.

The need to identify an alternative process for using Z-Sorb® sorbent at Pifion Pine that will
meet the technical and financial objectives of this project led to the application of a transport
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reactor for this service. The magjor advantage that the transport reactor was believed to offer was
that the heat balance of the absorption (riser) and regeneration could be established such that
there was no need for a large volume of a diluent nitrogen stream. By limiting the sulfur
regeneration per cycleto alevel such that the heat liberated during regeneration does not lead to
excessive exotherms, the need for the diluent nitrogen stream

is eliminated. Srrplified Trangoort Reedtar Sytam

. Features of the Transport Reactor o GasOut
For the purposes of this discussion, a transport reactor is
defined as a dilute phase, fluid bed reactor. In its simplest
form, the transport reactor is analogous to a modern day riser
reactor commonly used in the fluid catalytic cracking unit of
amodern day refinery. Figure 1 presentsasimplified process
flow diagram of a generic transport reactor system.

In this system, thereis ariser absorber and a regenerator that R \
are coupled such that circulating solids continually pass from

the riser standpipe to the regenerator back to the riser

absorber.

For hot gas desulfurization applications, the riser absorber is
used for the absorption of H,S, and the regenerator is used
for oxidation of the metal sulfide to generate SO.,. /

Repgngetar

The simplified stoichiometry for these two basic reactions are
presented below:

Riser Reactor
Zn0O + H,S--->ZnS+ H,0 (1)
N
Regener ator Reactor
ZnS + 3/2 O,---> ZnO + SO, (2
Overall Reaction
FedIn

H,S+3/20,->+S0,+H,0  (3)

In general, the residence times for the riser reactors are significantly shorter then the residence
times for regeneration. In addition, the linear velocities of the solids being transported in the riser
are significantly higher than those for the regenerator. Table 1 summarizestypical ranges for
residence times and solids velocities commonly used in atypical transport reactor system.
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Table 1: Characteristics of Riser and Regenerator Reactors

Residence Time Linear Velocity
Riser 1-10 seconds 10-30 ft/sec
Regenerator 1-10 minutes < 15 ft/sec

The successful application of a transport reactor in the place of fixed bed reactors for hot gas
desulfurization at Pifion Pine demands that the following requirements be addressed:

The rate of H,S absorption must be significantly fast such that no sulfur breakthrough
from the riser to the regenerator is observed.

Regenerator must be capable of operating using neat air as oxidant. Sorbent must be
capable of initiating regeneration at 1000 °F, temperature at which sulfided sorbent enters
the regenerator.

Sorbent must be operated at partial loading, as regeneration requires only a small amount
of the sulfide is oxidized per pass to reach maximum operating temperature.

The successful sorbent must be able to retain its activity over multiple cycles.

Attrition rate of the sorbent must be low, preferably in line with chemical deactivation
rate.

Fines emissions from absorber require that the transport absorber be located ahead of the
absolute filter, thisin turn means that char fines from the gasifier must pass through the
absorber without interfering with the operation of the absorber and/or regenerator.

Asdiscussed further in this paper, the transport reactor system designed by The M. W. Kellogg
Company in combination with the proprietary sorbent developed by Phillips Petroleum Company,
meets all of these requirements.

Heat Balance Consider ations

A key feature of the transport reactor for HGD, is the coupling of the sulfur absorption and
sorbent regeneration. Circulation of sulfided sorbent from absorber standpipe to regenerator is
such only asmall amount of the sulfide is oxidized per pass. This oxidation heat is absorbed by
the sorbent and given up in the riser absorber.
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[11.  Transport Reactor Development at Kellogg

The results from the fixed bed testing at METC clearly demonstrated that Z-Sorb® sorbent was
an effective sorbent for HGD application using a cyclic fixed bed reactor system. To use a
transport reactor for this service however, requiresthat the absorption rate of H,S be exceedingly
high. Given the short residence times of transport reactors (Table 1), the absorption of H,S must
occur within afew seconds.

In 1993, Kellogg modified its pilot plant sized transport reactor test unit (TRTU) that was
supporting gasification studies, in order to demonstrate the application of this reactor technology
for HGD (3). Theresults from this study, summarized in Table 2, clearly demonstrated that the
rates of H,S absorption were very high. On the basis of these results, the development of the
transport reactor HGD unit for Pifion Pine was formally initiated.

In support of this development activity, three different reactor systems were used.

Reactor 1: A small fluidized bed quartz reactor was used to determine sorbent capacity.

Reactor 2: A larger fluidized bed unit (BRU) was used for along term multi-cycle test.

Reactor 3: Transport reactor conditions required for adequate absorption and regeneration
were evaluated in the TRTU. This unit, as well as a plastic cold flow model
corresponding in design to the TRTU, were used to investigate the capture and
interaction of fines with circulating sorbent.

Sulfur capacity tests were conducted with fresh sorbent as well as samples exposed to steam and

an inert environment (N,) at temperatures of 1000-1400°F. In all tests, the physical form of

Z-Sorb® sorbent was consistent with that required for use in atransport reactor. In particular,

the particle size was in the range of 40-300 microns.

RESULTS

l. Sulfur Capacity

Using Reactor 1, the sulfur absorption capacity of fresh Z-Sorb® sorbent was measured at

12.0-12.3 wt.%. This sulfur capacity is consistent with the results reported by METC for the
pelleted form of Z-Sorb® sorbent. (Table 2)
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Table2: Summary of Z-Sorb® Sorbent Sulfur Capacities

Temperature, °F Atmosphere Sulfur capacity, wt.%
1000 nitrogen 12.8

1400 nitrogen 12.0

1000 steam 12.1

1400 steam 3.2

Exposure to steam at temperatures above 1000°F reduced the sorbent capacity significantly, with
the capacity falling to about 3 wt.% after a 1400°F steam soak. Exposure to N, at temperatures
as high as 1400°F had no apparent effect.

. Multi-Cycle Tests

The multi-cycletest in the BRU (Reactor 2) consisted of 20 absorption and regeneration cycles,
with H, pretreatment, before the absorption cycle, being included in about half of the runs. The
absorption cycles, primarily done at 1000°F, loaded the sorbent to nominally 1 wt.% sulfur using
afeed gas containing 1 mole% H,S. Regenerations were done with N,-diluted air (1.5, 3.5 mole%
0O,), with the key variable being the regeneration temperature. The following observations were
made based on the results from 20 cycles of testing in the BRU:

Absor ption

° Absorption of H,S was very good with no H, S in the outlet gas during the absorption
cycles.

° When no pretreatment step was used prior to absorption, SO, evolution exceeded conc.
of 1000 ppm during absorption. This indicated that the sulfate formed during
regeneration was reduced to ZnO with SO, evolution.

° With pretreatment in 5 to 15% H.,, SO, is evolved, but does not react with H, to form H,S.
Subsequent absorption gives off no SO.,.

Regeneration
° In all the tests done in the quartz reactor and the BRU, sulfate was formed during

regeneration. The amount varied depending upon the temperature.
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° Heating the sorbent to 1370°F prior to regeneration and a peak temperature of 1400°F
yielded the least amount of SO, during pretreatment.

° For theinitial and peak temperatures of 1370 and 1400°F during regeneration, the amount
of sulfur (present on the sorbent) converted to sulfate during regeneration is about 0.43%.

These tests showed complete absorption of H,S over the entire multi-cycle period. Sulfur
capacity dropped dightly, to 11 wt.% after 17 cycles and to 10 wt.% after the final cycle. During
the initial absorption cycles, aswell as the hydrogen pretreatment periods, SO, (not H,S) evolved
due to the reduction of sulfate formed during the prior regeneration per reaction (4). The SO,
|eakage observed during the absorption cycles may be attributed either to the stripping of SO,
from the reactor wall/piping or to the following reaction of sulfate formed during regeneration:

ZnSO, + H, --->Zn0O + SO, + H,0O 4)

The concentration of SO, was minimized by running the regenerations at nominally 1400°F. At
this temperature, residual sulfate on the regenerated sorbent was less than 0.5 wt.%.

[I1.  Transport Reactor Pilot Plant Testing

o GAS OUT
Description of Transport Reactor Test CYCLONEEN
Unit

The TRTU at Kellogg's Technology
Development Center (KTDC) was originally
built for developing a new coal gasification STANDPIPE RISER
technology. A simplified schematic of the
TRTU is presented in Figure 2.

The general features of the TRTU include a TRANSPORT
mixing zone, a riser, a cyclone and aPLUG VALVE ~ N2
standpipe. The mixing zone of the reactor, rees

which can be operated either as a dense MIXING

phase fluid bed or as an entrained reactor. PLUG VALVE 4 il ZONE

Solids from the standpipe are returned to the POSITION Absorption:N2/STEAM

bottom of this zone. Fluidization gas which Regen.: N2/AIr

can be N, air, steam, O,, or any combination of these, is fed to the bottom of the mixing zone
through a specially designed gas distributor.

Figure 2 Simplified Process Flow
Diagram of Kellogg's TRTU
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Above the mixing zone is a 32-foot tall, 1" riser. At the base of theriser is an injection nozzle
that is used for introducing feed gases, which include H, and H,S/N, blend. Dilution of the this
feed gas with the mixing zone fluidization gas resulted in actual H,S concentration of 1-2 mole
%. At thevelocity of 12.8 ft/s used during many of the runs, the gas residence time was about
2.5 seconds in the riser section.

Gas and solids (sorbent) leave the top of the riser and flow directly to a high efficiency cyclone.
Gas leaving the cyclone is cooled and the volume and composition are measured.

Solids from the cyclone enter the top of the standpipe. The standpipe consists of a 33-foot tall,
1.5" pipe. Solid samples may be withdrawn at any time from the bottom section of the standpipe.
Makeup solids are added to the top of the standpipe as needed. Solids flow from the bottom of
the standpipe to the mixing zone of the riser via alateral transfer line.

The testing with the TRTU focused primarily on sulfur absorption and sorbent regeneration
studies.

Sulfur Absorption Tests

The sulfur absorption testsin the TRTU included 5 complete cycles, with multiple regenerations
being done during 2 of the cycles. Absorptions were done typically at 1000°F with a nominally
1 mole % H,S feed gas. Regenerations were done using air, with the regeneration temperature
being varied from 1000°F to 1200°F to study its effect.

The following observations were made based on the TRTU testing:

° Z-Sorb® sorbent was loaded to as high as 8.3 wt.% sulfur. H,S was not detected in the
outlet gas throughout the absorption cycles.

° Hydrogen pretreatment resulted in very low SO, release in subsequent absorption cycles.
° During regeneration, oxygen breakthrough resulted below 1200°F temperature.

° Residual sulfate existed and was highest at lowest regeneration initiation temperature.
Chemical analyses of samples after regeneration showed sulfate contents of 0.1-0.2 wt.%.

Regeneration Studies
The effect of oxygen partial pressure and temperature on the regeneration of pre-sulfided

Z-Sorb® sorbent was studied in the TRTU. This test was run to determine the most favorable
regeneration conditions for the multi-cycle Z-Sorb® sorbent test runs. The Z-Sorb® sorbent was
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pre-sulfided in the absence of steam to a nominal 6 wt.% and regenerated to a nominal 4 wt.%.
The reactor was operated at 85 psig pressure and at three riser temperatures namely, 1000, 1100
and 1200°F. Two oxygen partial pressures equivalent to 40% and 60% by volume of oxygen in
the oxidant stream were used. The oxidant stream was injected into the riser for a sufficient time
to reduce the sulfide sulfur consistent with the heat balance requirements of the commercial unit.

The most favorable regeneration temperature for oxidant partial pressures of 40 to 60 psi was
found to be 1200 °F. The sulfate sulfur content in the Z-Sorb® sorbent at the end of the five
regeneration runs was 0.09 wt.%. The maximum capacity of the sorbent for sulfur absorption
decreased from 14 wt.% for the virgin sorbent to 13 wt.% at the end of the last regeneration run.

Subsequent Z-Sorb® sorbent formulations have resulted in the manufacture of an improved
sorbent capable of initiating regeneration at 950 °F to 1000 °F. Thisis the formulation that will
be used at SPPCo.

CONCLUSIONS Produd Gas T4l Gas
toFilter Trangart

Theresultsof thebench scaleand ~ Transort r[| Cydones '/ Regm?aor

pilot plant testing conducted at ~ AbLbI = - /

KTDC confirmed that a transport \

reactor, using a proprietary sulfur ] /- _-/ Riser

sorbent from Phillips Petroleum Standpip

(Z-Sorb® sorbent), could be used Riser T

for HGD application at Sierra _

Pacific. The basic design of the Slipsream

Transport Reactor for this service | | L Mixing

provides avery efficient, low cost MixingZone _< \ Zone

option that will meet thetechnical |, Fey \\Y A Regeneration Air
and financial requirements of this gz vave

facility. Figure 3 provides a
simplified process flow diagram of the HGD Unit for Sierra Pacific.

Figure 3 Simplified Process Flow Diagram
of the HGD Unit for Sierra Pacific

The causes of sorbent capacity deterioration, observed during these tests, are not specifically
known. Since regeneration with steam diluent is suspected as a potential problem, it should be
avoided in the commercial design unless additional test data prove it satisfactory.

The major conclusions from this study can be summarized as follows:

° Complete absorption of H,S was obtained under all conditions tested. No problems are
expected with H,S leakage in the commercial reactor, even at low riser density.
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° BRU tests show adeclinein Z-Sorb ® sorbent sulfur capacity with repeated cycling, but
the final capacity at the end of the multi-cycle test was still well above the intended sulfur
loadings for the commercial absorber.

° Exposure of the Z-Sorb® sorbent to steam at temperatures above 1100-1200°F resultsin
an unacceptably high loss in sulfur capacity.

° Exposure of the Z-Sorb® sorbent to nitrogen (inert atmosphere) at temperatures up to
1400°F had no apparent effect on sulfur capacity.

° Testing in the TRTU, performed to determine the effect of char fines on sorbent
absorption/regeneration, showed that the HGD unit could be located ahead of the current
absolute filter and does not require additional filters.

REFERENCES

1) J.S. Me, C.E., Eveitt, and S. Katta, “Fixed Bed Tesing of a Molybdenum-Promoted
Zinc Titantate Sorbent for Hot Gas Desulfurization”, D.O.E. Contractors Review Meeting,
Morgantown W.V ., June 1993.

2) F. M. Brinkmeyer and G. A. Delzer, “Z-Sorb-A new Sulfur Removal Process’,
National Meeting of the AIChE, session 28. Tail Gas Treatment, Paper 28d, San Diego,
August 1990.

3) W. M. Campbell, J.J. O'Donnell, S. Katta, T. Grindley, G. Delzer and G. Khare,
“Desulfurization of Hot Fuel Gaswith Z-Sorb 111 Sorbent.” Proceedings of the Coal
Fired Power Systems 93--Advances in IGCC and PFBC Review Meeting, pg. 179.
DOE/METC-93/6131, NTIS/DE 93000289, Springfield, VA: National Technical
Information Service.

Page 11



