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ABSTRACT

The AURORA Software is a FORTRAN computer program that predicts the steady-state or time-
averaged properties of a well mixed or perfectly stirred reactor for plasma or thermal chemistry
systems. The software was based on the previously released software, SURFACE PSR,1 which was
written for application to thermal CVD reactor systems. AURORA allows modeling of non-thermal,
plasma reactors with the determination of ion and electron concentrations and the electron temperature,
in addition to the neutral radical species concentrations. Well stirred reactors are characterized by a
reactor volume, residence time or mass flow rate, heat loss or gas temperature, surface area, surface
temperature, the incoming temperature and mixture composition, as well as the power deposited into
the plasma for non-thermal systems. The model described here accounts for finite-rate elementary
chemical reactions both in the gas phase and on the surface. The governing equations are a system of
nonlinear algebraic relations. The program solves these equations using a hybrid Newton/time-
integration method embodied by the software package TWOPNT. The program runs in conjunction with
the new CHEMKIN-1112 and SURFACE CHEMKIN-I113 packages, which handle the chemical reaction
mechanisms for thermal and non-thermal systems. CHEMKIN-III allows for specification of electron-
impact reactions, excitation losses, and elastic-collision losses for electrons.
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NOMENCLATURE

Activity of kth bulk-phase species
Total surface area of all materials in the reactor
Surface area of the mth material

Concentration of the kth species (gas-phase or bulk-phase)
(surface-phase)

Specific heat at constant pressure of the kth species

Bulk growth rate

Specific enthalpy of the electron upon creation in the gas-phase
Specific enthalpy of the kth species

Heat transfer coefficient

Reaction index or ionic species index

Total number of reactions

Species index

Total number of species

Total number of bulk species on the mth material

Index of the first bulk-phase species in phase Nof the mth material

Index of the last bulk-phase species in phase Nof the mth material

Total number of gas-phase species
Index of the first gas-phase species (always equal to 1)

Index of the last gas-phase species (always equal to Kg)

Total number of surface species on the mth material

Index of the first surface species in phase N of the mth material
Index of the last surface species in phase N of the mth material
Vector containing the number of species in each phase

Index for materials

Number of materials in the surface reaction mechanism

Index for phases

Total number of phases for the mth material

Total number of bulk phases for the mth material

Index of the first bulk phase for the mth material

Index of the last bulk phase for the mth material

Number of gas phases (always equal to 1)

Total number of surface site types (phases)

CGS Units

none

cm’

cm’

moles/cm®
moles/cm’

ergs/(g K)
cm/sec
ergs/g
ergs/g

cal/cm?2-s-K
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< X

Z(n,m)

GREEK
B

Phm

Index of first surface phase

Index of last surface phase

Pressure

Pressure of one standard atmosphere
Rate of progress of the ith reaction
Universal gas constant

Production rate of the kth species from surface reactions
Time

Temperature of the bulk gas
Ambient temperature

Electron temperature

Temperature of the ions

Surface temperature

Velocity

Volume

Molecular weight of kth species
Mean molecular weight of a mixture
Mole fraction of the kth species

Mass fraction of the kth species

Site fraction of the kth species on site nof the mth material

Temperature exponent in the rate constant of the ith reaction

Mass density
Mass density of the kth species
Site density of the nth bulk phase on the mth material

Stoichiometric coefficient of species k in reaction i, U, = Ujj — Uy
Stoichiometric coefficient of the kth reactant species in the ith reaction
Stoichiometric coefficient of the kth product species in the ith reaction

Production rate of the kth species from gas-phase reactions

Number of sites occupied by the kth species

Chemical symbol of the kth species

CGS Units

dynes/cm?
dynes/cm?
moles/(cm?2sec)
ergs/(mole K)
moles/(cm?2sec)

sec

none
g/cm3
g/cm3
mole/cm?

mole/(cm?2sec)



AURORA: A FORTRAN PROGRAM FOR MODELING WELL STIRRED PLASMA
AND THERMAL REACTORS WITH GAS AND SURFACE REACTIONST

I. INTRODUCTION

Continuously stirred tank or well mixed reactor models have been in use for many years in the
study of chemistry within a unit process for a variety of applications. For thermal (neutral) systems,
perfectly stirred reactor (PSR) models are a common method for testing and developing chemical
reaction mechanisms. Such reactor models are widely employed in combustion research.>11 1 Moffat
et al.1 included the capability to study detailed surface reaction mechanisms in a well stirred reactor
simulation by incorporating general surface chemistry using the software, SURFACE CHEMKIN.12 13

This model has been applied to thermal chemical vapor deposition (CVD) systems.14

In the plasma
community, global models have been used to predict average electron energies and electron densities for
a variety of power-deposition systems.15'18 The model described here combines the generalized surface
chemistry and neutral chemistry capabilities previously applied to thermal systems with the global
plasma-modeling approach, through inclusion of an electron-energy or power balance and detailed
electron-driven kinetics. The model builds on the Sandia perfectly stirred reactor software, SURFACE
PSR, This model includes the description of detailed surface kinetics and allows for the determination
of surface-species site fractions, as well as bulk-phase deposition and etch rates. This approach allows

investigation of systems with close coupling between gas-phase kinetics and surface kinetics.*

The contents of a well mixed or stirred reactor are assumed to be nearly spatially uniform due to
high diffusion rates or forced turbulent mixing. In other words, the rate of conversion of reactants to
products is controlled by chemical reaction rates and not by mixing processes. Thus the reactor is
considered to be ‘limited’ by reaction kinetics. This is a very good assumption for the very low pressure,
highly diffuse operating conditions of most plasma-etch reactors and some thermal CVD systems. An
essential element of the stirred reactor model is the assumption that the reactor is sufficiently mixed to
be described well by spatially averaged or bulk properties. For low-pressure processes (1 Torr and
below), the dominance of species diffusion renders this assumption valid in many practical
applications. The major advantage of the well stirred approximation lies in the relatively small
computational demands of the mathematical model. Such a model allows investigators with only
moderate computational resources to easily consider and analyze large, detailed chemical reaction
mechanisms.

t Copyright © 1996, Sandia Corporation. The U.S. Government retains a nonexclusive license in this software as
prescribed in AL 88-1 and AL 91-7. Export of this program may require a license from the United States Government.

* caution: AURORA works only with the newer CHEMKIN-III, not the original CHEMKIN or CHEMKIN-II
packages; and works only with the newer SURFACE CHEMKIN-III, not the original SURFACE CHEMKIN package.



In addition to fast mixing, the modeling of well-stirred reactors requires several assumptions.
First, mass transport to the reactor walls is assumed to be infinitely fast. Therefore, the relative
importance of surface reactions to gas-phase reactions is determined only by the surface-to-volume
ratios of each material and the relative reaction rates (rather than by transport constraints). Second,
the flow through the reactor must be characterized by a nominal residence time, which can be deduced
from the flow rate and the reactor volume. The treatment of plasmas requires that power is deposited
uniformly into the plasma bulk or, alternatively, that the electrons’ diffusion and thermal conduction
transport processes are fast relative to the rates of electron-driven chemical kinetics. In addition, we
assume that the chemical reaction rate coefficients are independent of reactor conditions. This
assumption may be violated in the case where the electron energy distribution function deviates
significantly from Maxwellian conditions.1® However, modeling plasma systems in this manner still

16, 17, 19-21 Finally, the characterization of a

provides important insight into the reactor chemistry.
guasineutral bulk plasma depends on a thin-sheath approximation, where the sheath thickness is

much smaller than the reactor-chamber dimensions.

The AURORA program includes an option to represent multiple stirred tank reactors that are
connected in series. In such cases, we assume that the effluent of the preceding reactor is the input to the
next stirred tank reactor. Each stirred tank reactor can have different temperatures, heating rates,
volumes, and surface areas, for example.

Modeling well-stirred reactors requires solving systems of nonlinear algebraic equations.
Solution of the equations in AURORA employs a modified Newton iteration method implemented in the
numerical software, TWOPNT.22 This software was originally developed for application to premixed

flame modeling,23 and has also been employed in boundary-layer chemically reacting flow problems.24*

26,6 and time

5 TWOPNT uses a hybrid Newton/time-integration procedure. Both Newton iteration
integration27 have been used previously to solve well-stirred reactor problems. The advantage of the
TWOPNT approach is that it combines the strengths of both methods. Consequently, the algorithm is
both robust and efficient. In addition, the method facilitates rate-of-production and sensitivity
analysis of computed results. Determination of chemical production rates and thermodynamic

properties employs CHEMKIN 1112 and SURFACE CHEMKIN 1113 software packages.

This report begins with the description of the set of algebraic equations describing the well
mixed reactor. This is followed by a detailed description of the numerical method and a method for
calculating the first-order sensitivity coefficients of the mass fractions and temperature with respect to
the rate constants. The report then includes a discussion of the code structure and a description of the
user input keywords, as well as examples of CHEMKIN input files. Finally, we present two detailed
sample problems.
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Il. WELL MIXED REACTOR EQUATIONS

Conservation of mass, energy, and species describe a well mixed reactor including net generation
of chemical species within the reactor volume, and net loss of species and mass to surfaces in the reactor.
The stirred reactor consists of a chamber, which may or may not be thermally insulated, having inlet
and outlet ducts. Figure 1 illustrates the conceptual representation of a generic reactor chamber. A
steady flow of reactants is introduced through the inlet with a given species composition and
temperature. The mass flow rate into the reactor, r'n*, may not be equal to the mass flow rate out of the
reactor, M, due to deposition on or etching of surface materials. In the AURORA model, the reactor
pressure is specified, so that the conservation equations determine the volume outflow. Although Fig. 1
depicts a single surface in the reactor, an actual reactor may contain many different material surfaces,
such as reactor walls, silicon wafer, substrate holder, etc. Each of these materials may have a
different set of reaction kinetics associated with it. For this reason, we have included the capability of
defining multiple surface materials that represent different fractions of the total surface area, with
corresponding surface chemistry mechanisms.

Qsource Qloss

SURFACE BULK
Teurs growth/etch rate
Site fraction, Z, composition

Site density, p,

Figurel. Schematic Representation of a Well Mixed Reactor
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Mass Conservation and Gas-Phase Species Equations

The AURORA model includes several unique capabilities for well mixed reactor modeling.
First, the model allows for the description of plasma Kinetics, where a system is characterized by more
than one temperature (e.g. the electron temperature, the ion temperature, or a neutral gas temperature).
In these cases, some reaction rates may depend on one temperature, while other reaction rates may
depend on another. This capability is incorporated through the use of the multi-fluid CHEMKIN-III
software package,2 and should not impact users who are only interested in systems that are in thermal
equilibrium. Secondly, the model considers reaction kinetics on multiple surfaces within the reactor.
Balances of surface species and bulk material species determine the surface state as well as net etch or
deposition rates. This capability requires some hierarchy of information about gas-phase, surface-
phase, and bulk-phase information. Only one gas phase is allowed, while more than one phase surface
or bulk phase may be defined for each material. The details of this hierarchy are described in the
SURFACE CHEMKIN-III manual.3

Even though we seek the solution to the steady-state equations, the computational algorithm
often requires a partial solution of the related transient problem. Therefore, the transient conservation
equations are presented here. We begin with global mass conservation in the reactor volume, where the
time-rate of change of the mass in the reactor is equal to the difference between the mass flow in and
the mass flow out, plus any material that is added to or subtracted from the surfaces within the
chamber. This equations is stated as:

V) . . M Kg
d(p ):m —m+ 3 An 3 SmWke
dt m=1 k=1

Here p is the mass density, V is the reactor volume, m" is the inlet mass flow rate, and m is the outlet
mass flow rate. The outlet mass flow differs from the inlet mass flow when deposition or etching of

materials within the reactor occurs, as represented by the last term on the right-hand side. In this
term, Am is the surface area of the mth material defined within the reactor, and § , is the molar
surface production rate of the kth species on the mth material per unit surface area. There are Kq gas-

phase species and M materials. This mass conservation equation can be rewritten to provide the
relation between the outlet flow rate and the inlet flow rate as follows:

. M Kg 01dT 1 dWC
m=m + W, +oVi=———— 1
mzzlAmkélsk*m K*PYHF Gt "W e E (1)

The time derivatives on the right-hand side result from the condition that the pressure and reactor
volume are independent of time. W is the gas mixture’s mean molecular weight, while T depicts the
gas temperature, with a bar to indicate that this temperature actually represents a mixture-averaged
temperature in multi-temperature plasma systems. In thermal systems, this is merely the gas

12



temperature. In the AURORA solution, the two transient terms in Eqg. (1) are neglected, since they will
be small, and since we are primarily interested in the steady-state conditions.

The time-dependent equation for mass conservation of each gas-phase species, ignoring the
implicit time dependence of p through its dependence on the temperature and molecular weight, is

. M, C
V —= = Yk - Y WV W, Y W, = 2
N m( k™ k)+wk k +mZ:lSkm kAm = anZAm Zskm kg k=1..Kg (2

or

dY, _1( » W,
— k= (Yk‘Yk) % k+pv AmEfkak Yk ZSkakH k=1..,Kg (3
m=

In these equations Y is the mass fraction of the kth species, W, is the molecular weight of the kth
species, and @, is the molar rate of production of the kth species by gas-phase chemical reaction per
unit volume. The superscript * indicates inlet stream quantities.

The nominal residence time 7 in the reactor is related to the reactor volume and the inlet mass
flow rate as follows:

pv (4)

where the mass density p is related to the pressure, gas temperature and electron temperature through
the multi-fluid ideal gas equation of state (see, for example, the description of these relations in the
CHEMKIN-11I manualz). The residence time is often used as a characteristic parameter of the reactor,
rather than the mass flow rate. In this case, m can be calculated from a specified residence time using

Eq. (4).

Surface Species Equations

To determine surface-species site fractions, we begin with a conservation equation that balances
the time rate of change of each surface species concentration with the net production rate of that surface
species through chemical reactions at the surface. For each surface material there may be more than
one surface phase; for example, sp> and sp® structures may be treated as two different phases in the
surface mechanism. In addition, there may be several species defined for each phase representing, for
example, open surface sites, physisorbed species, or chemisorbed species. Each surface phase contains
an independent set of surface species; in other words, a given surface species exists in only one phase on

13



only one material. The surface species conservation equation is applied to every species in each surface
phase n contained on each surface material m, as:

%(A‘“Ckw) = AW k=KJ(m),... Ki(m); m=1,.., M (5)

Here A, is the surface area of the mth material in the reactor and ¢, is the molar concentration of the
kth surface species (moles/cm?2).

Within the AURORA code, we use a strict ordering of species, species types, and surface
materials that allows very general descriptions of the chemistry between species of all types in the
reactor. The subscript k is then used for all species, whether gas-phase, surface-phase, or bulk-phase.
For this reason, in Eqg. (5) and subsequent equations, we introduce somewhat complicated indices for the
range of surface species.  Specifically, st(st (m), m) refers to the first surface-phase species in the
first surface phase of the material m, while K_L(NL(m), m) refers to the last surface-phase species of the
last surface phase of the mth material. The total number of surface materials is M, with the total
number of surface phases on each material given by Ng(m) and the total number of bulk phases by
Np(m). The surface phase index range for a material is given by st (m<sn< N'S(m). The first phase
defined in the system is always the gas-phase, with n=1, such that st ()=2and st (21 = Kg+1in
all cases where surface species are defined. In each phase, n, there are Kphage(n, m) species, whose
indices are in the range, st(n, m)<k< K's(n, m). When the species index range includes all surface
species, as in Eq.5, we introduce a shorthand notation, where KJ(m)= KJ(NSf(m),m) and
Ki(m) = K'S(N'S(m), m). Although this nomenclature is somewhat confusing on first glance, it need not
unduly concern the user; all of this formalism is strictly maintained internally in the AURORA code
structure through use of SURFACE CHEMKIN routines. For further insight into this nomenclature, see the
SURFACE CHEMKIN user’s manual.3

The molar concentration of a surface species is related to the total site density of a surface
phase, p, ., to the site fraction of the kth surface species, and to the species coverage factor, oy, as

follows:

_ Pn,mZk (6)
Ck Oy

Assuming the surface areas of each material are constant, substituting Eq. (6) into Eq. (5), and expanding
the derivatives, we obtain:

dA:a S,m _ Zx 9onm

dt I(pn,m Pnm dt

k=KJ(m),...KL(m); m=1,..,M (7)

The net change in surface-phase site densities is defined as:

14



n=NJ (m),...NL(m); m=1,..,M. (8)

Equation (8) is the surface site conservation equation that must hold true for each surface phase in each
material. Here we note that, for the steady-state case, applying Eqg. (7) to all surface species will lead
to a singular Jacobian matrix. To obtain a well posed system of equations, one must introduce the
additional requirement that all surface site fractions, Z,, sum to one:

Kls(n,m)
1= ; Z, . (9)
k=Kg (n,m)

Eqg. (9) may then be solved directly in place of one of the surface-species balances in Eq. (7). However,
this approach results in the numerical round-off error in the calculation of the all of the § ‘s to be
assigned to one equation (Eq. 9). This may cause problems in the case when that surface-site fraction is
small. Instead, we chose to apportion the additional constraint represented by Eq (9) over all of the
equations represented by Eq. (7) for the surface phase n according to the size of the surface site fraction,
as follows:

K! s(n,m) [
; E k=KJ(m),...Ki(m); m=1..,M. (10)
Kg (n,m)

O
-

Note that the time constant for the second term on the right-hand-side of Eq. (10) is arbitrary, and we
have chosen 71 because it is dimensionally correct and physically significant for the well mixed reactor
model. If Eq. (10) is summed over all surface species in phase n and combined with Eqg. (8), then the
following relation results:

O _s1=kl(n, O g_ci=k b _ s1=k(n, O
dgl- zlzKZf((nn,mnz)ZIE__HL z' K ( IEdpnm HL ZI:Kj((nn’r:z)ZIE 11
dt - pn,m dt r | o

which is equivalent to the sum of the Z,’s being equal to one, with a false transient.

Bulk Species Equations During Deposition

AURORA allows for the deposition and etching of bulk phases of materials in the reactor,
although we do not account for changes in reactor volume or surface area with time due to etch or
deposition processes. When there is only a single bulk species in a bulk phase, the bulk species mole
fraction is trivially defined as one. When more than one bulk species exist in a bulk phase, the
composition of the bulk phase may change with time, requiring solution of the bulk species mole
fraction. For bulk phases that are being deposited, the mole fractions of the bulk-phase species are

15



assumed to be initially unknown and are determined through time-dependent species balance equations
for each bulk species:

d .
E(Anl-n,mxl?cr?,mwk) = AnWkSk,m (12)
or
d d )
ArnLn,mCrtl),ka a(xllg) + AkaXI? E(Ln,mcr?,m) = AkaSk,m (13)

Here XE is the bulk-species mole fraction of the kth species in phase n of the mth material. L, is the
film thickness for the nth bulk phase of the mth material. C,l{mis the average molar concentration of
the species in the nth bulk phase of the mth material.

The molar growth rate of the bulk phase n, can be written as

d{ AnLnmCE Kp(n.m)
( gtm "m): b;Amsk,m (14)

while the bulk mass density is defined as
b _~b b —nf | . —
Pnm = CnmWam, n=Ng(m),...Np(m); m=1..,M  (15)

where W{’m is the mean molecular weight of the bulk phase. Substituting Egs. (14-15) into Eq. (13) and
rearranging gives the following relation:

|
W dxP : Kp(nm)
AmLn,mPrm v_vbk = AWicim - AW X2 > &m (16)
n,m =K, (n,m)

which simplifies to:

b b O K (nm) 0
%:L@%&,m_xﬁ) ; SImE| (17)
I-n,mpn,m 0 =K (n,m) 0

We define the film-thickness length scale, L, somewhat arbitrarily as the linear growth rate of the
bulk phase multiplied by the reactor residence time, i.e.:

V_Vr?,m KL(n,m)

Lam=T Skm (18)

Pn,m k=K, (n,m)

For deposition phases, then, Eqgs. (17-18) provide a false transient equation that is employed in
AURORA for the bulk species:

16



0 0

dxg _ 10 ¢ O
=g XM _xPq (19)

dt Kb(n m g 0

1=K, (nm) M B

Note that L, does not appear in Eq. (19); AURORA makes no assumption about the total amount of
bulk phase deposits, other than that their total amount is small compared to the total volume of the
reactor. EQ. (19) is only used when the right-hand side is greater than zero; i.e. when there is net
deposition of the bulk species. Under etching conditions, the bulk species equations must be treated
differently.

Bulk Species Equations During Etch

When surface reactions that result in etching of a bulk phase are included in the surface
reaction mechanism, the user must supply the initial composition of that phase (unless there is only one
bulk species in the phase). The time-dependent equation for the bulk-phase species for phases that
etch is then:

b b0 _ b b [ K(nm) D
xXg XX XP D K o0 (20)

da T THIK(nm) H

where xEO is the user-supplied initial estimate for the mole fraction of species k in bulk phase n,
normalized so that their sum over all bulk-phase species is equal to one.

Non-Constant Surface-Phase Site Densities

Although surface site densities are very often considered physical constants associated with a
particular surface structure, there are some cases when the surface site density may change with time.
SURFACE CHEMKIN allows the inclusion of reactions that do not conserve surface sites, if this is a
desired feature of the problem. In such cases, the surface site density pp, n,, for every phase n whose
total number of sites may not be conserved, becomes an additional solution unknown. The total number of
surface phases on each material m , for which this condition may hold, is defined as equal to the
variable N,(m). For each material m, there are N,(m)additional equations to be solved,
corresponding to Np(m) additional unknowns. The equation for the time derivative of surface site
densities is given by

17



Gas Energy Equation

For the gas temperature, AURORA either accepts a fixed temperature value specified by the
user (TGIV keyword), or solves an energy balance in the reactor (ENRG keyword). The energy balance
is determined by considering a control volume that includes the reactor, the reactor walls, and any
deposited material therein. The following equation for the total internal energy of the reactor system
is then

dUgs _ N Ko 22

——=m 3 Yehe —m 3 Yhe = Qoss + Qeource’ (22)
dt k=1 K=1

The total internal energy Ug,s consists of the internal energy of the gas, surface phases, deposited or

etched solid phases, and walls. Q. is the net heat flux directed out of the reactor. Q¢ can either be

specified directly as a constant (QLOS keyword) or can be specified in terms of a constant heat transfer

coefficient, h;, and ambient temperature, T, (HTRN keyword), as follows:

Qoss = Aht(T _To) (23)

Quurce efers to energy deposited into the gas in the reactor. For plasma systems, this can represent the
power deposited through Joule heating into the plasma by acceleration of charged species along
electric-fields. This term will be discussed in more detail in the description of the electron energy
equation below.

With the assumption of constant pressure and constant volume in the reactor, the time
derivative of the internal energy can be equated with the time derivative of the enthalpy, using:

M NL
Ugs=Ugas* 3 > Un(m) +Uyais
mzlnzNSf
M NL
=Hges+ 2 3 (Hn(m) - an) +Hyalls = PVwalls’ (24)
m=1n=NJ

The left-hand side of Eq. (21) then becomes:

|
dUgs _ dHgas | % '}b dHn(m) , dHwas (25)
dt dt ey ot
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We neglect the last term on the right-hand-side that represents the heat capacity contribution from
the walls. Expansion of the gas-phase contribution in Eq. (25) yields:

dH d(pVh) Kg dT O Ke_ dp
gas = K - 26
at at Vﬁz chpk H+ ,OV&Z hk H+ szlYkh( at (26)

where h is the specific enthalpy of the gas mixture equal to the sum of the product of the species mass
fraction and the pure species specific enthalpy. Note that in a multi-temperature system, the species
enthalpies are evaluated at the species temperature Tk which may differ from the mean gas
temperature. In thermal systems, all Ty equal T, the gas temperature. cpk represents the species
specific heat capacity at constant pressure. Expansion of the bulk and surface contributions to Eq. (25)
yields:

M Np(m) dHp(m) _ b b d b
mz=ln=Nb (m) dt oz 1n ﬁqn m dt n,an,m)"'AﬂLn,an,ma(m(m)V%,m)E
M Ng(m)  Kg(nm) (Amck W) he B
+ + A cow, T (27)
mz=1nN§ sz Am'(kdg

If we neglect the time dependence of the bulk- and surface-phase species enthalpies and molecular
weights, and make use of Eq. (12), Eq. (27) is greatly simplified to:

M
=3 AnSic mWichi (28)

Combining Egs. (2-3), (22), (25), (26), and (28) gives the transient energy equation for solving the gas
temperature, as follows:

dT dTeC
pVEEplY o e o
R Kg MoK
=m ZYk(hk - hk) =V 3 RO Wic= 3 An 3 MieSiomWic = Qioss ~ Qsource (29)
K=1 K=1 m=1 - K=l

Here we define C, as the mean gas specific heat excluding the contribution of the electrons, since we
assume that the electron temperature may be significantly different from the gas temperature. All
other species are assumed to be in thermal equilibrium at the gas temperature T. In other words,

Kg

Ep = ZYkak (30)
k=1, kze

19



where the subscript, e, indicates the electron species. When no electrons are present Eg. (29) reverts
back to thermal-equilibrium case and the mean specific heat is merely the mass-averaged value of all
species components. The actual form of the gas energy equation solved in AURORA is the result of
subtracting the electron energy equation from Eq. (29). This form is presented after the introduction of
the electron energy equation below.

Electron Energy Equation for Plasma Systems

The transient form of the electron energy balance equates the time-rate-of-change of the electron
swarm’s internal energy, ue, to the net flow of electron enthalpy into and out of the reactor, accounting
for net chemical production rates, surface losses, collisional losses, and power deposition from
externally applied electromagnetic fields. This balance is stated as:

d E S . . ~ M . . ,
a (pevue) =m Yehe - mYehe + weWeheV + lee,mweheAm - Q%Igss - |(r)1§IS + Qsource- (31)
m=

where p, is the electron mass density (equal to the product of the electron number density and the
electron mass). ﬁe refers to the electron enthalpy of newly created electrons in the gas-phase; when
electrons are formed from the ionization of a relatively cold neutral, the electron is assumed to
originate close to the neutral temperature. The energy required to thermalize new electrons is therefore
taken into account. At the surface, electron losses are assumed to dominate electron emission, so that no
equivalent term is included to account for new electrons coming off the surface with thermal energies
equal to the surface temperature. The electron enthalpy loss at the surface is therefore calculated from
the net production rate of electrons due to surface reactions on each material, S, and the electron
enthalpy, he. The second- and third-to-last terms on the right-hand-side refer to the collision energy
lost by the electrons both from elastic, momentum-transfer collisions, and from inelastic collisional
processes. The inelastic collisions may include both excitation reactions, as well as chemical reactions
resulting from electron-impact collisions. The source term Qg . differs from Qg . in EQ. (29) in that
it represents only that power deposited to the electrons, rather than to the plasma as a whole. In
particular, some of the deposited power may contribute to heating of ions in the plasma bulk, or
accelerating ions through the plasma sheath. We therefore define the electron-energy source term as:

! - sheath |
Qsurce = Qsource ~Qions Q%r?gﬂ 2. (32)
The internal energy of the electron and electron specific heats are defined by:

: _5 R, -
Te; Cpe = 5w Ge”
3

To- = : (33)
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If we assume ﬁe =(5/2)RT /W, substitute Egs. (1), (32), and (33) into Eq. (31), and subtract Eq. (2)
multiplied by CpeTe, We arrive at:

D dT R dY D Lk K * . o inel ,
VEYetve 8~y Te g 0= ™ YeCpe(Te = Te) + 0WeVope (T~ Te) - Q2 - QIS + Qouree: (34)
e

Here the second term on the right-hand-side represents the thermalization energy required for newly
created electrons. The loss and source terms in Egs. (34) and (32) are defined as follows:

K
o= Me(r 1) § ey, (35)
e k=1, kze Wi

indl _\, '@

0ss — \ zlAHrQr + Qother (Te)’ (36)
r=
M Kg.

Qe =3 3§ mEiAn, (37)
m=1k=1
and

Ki .

|F(J)Ir?ss,ma =2 W (hi (Tion) -h (T))V (38)

In Eq. (35), vy is the momentum-transfer collision frequency between the electrons and the kth heavy
species. AURORA calculates the momentum-transfer collision frequencies from momentum-transfer
collision cross-sections specified with the input keywords XSEK and XSDF. The first term in Eq. (36)
represents the summation of electron energy loss per electron-impact reactions as specified in the
CHEMKIN input file. The total number of electron-impact (i.e. electron-temperature dependent)
reactions is |4, ¢ is the net rate of progress of the rth reaction, and AH, is the net enthalpy change of
the reaction. AH, can be determined from species’ thermochemistry as available in the CHEMKIN
thermodynamic data, or can be input directly through use of the CHEMKIN reaction auxiliary keyword
EXCI (see the CHEMKIN-III user’s manual.2 The second term on the right-hand side of Eq. (36)
represents other loss terms that the user may choose to include separately from the CHEMKIN reaction
descriptions (using the AURORA keyword QLSE). In Eq. (37), ¢ is the energy gained by an ion when
traversing the sheath, while K; is the total number of ionic species. g may be supplied through one of
several options: direct specification (IONE keyword), calculation from the electron temperature and a
user-specified multiplication factor (ELSH keyword), or through solution of an analytical radio-
frequency sheath model within AURORA with user-specified rf-bias conditions (RFSH and related
keywords). The rf sheath model is described in more detail below. In Eg. (38), we introduce an ion
temperature T, to capture the source energy that is deposited into the ions, although we are not
solving an ion energy equation explicitly. The ion temperature is specified by the user (TION keyword)
and assumed to be constant.
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Gas Energy Equation Adjusted for Plasma Systems

The actual gas energy equation solved in AURORA results from subtracting Eq. (34) from Eq. (29). This
approach keeps only those terms that directly affect the gas temperature in the gas-energy equation.
The resulting gas-energy equation is then:

O R d(YeTe)C
”V%C(l Y)dt W, ot

. % Kg * * K ~
=m z Yk(hk - hk) \Y z hka)ka ()l)eWthe
k=1, kze k=1, kze
_ M th S W, + |nel plasma+ sheath 39
lemkil ksk,m k Qloss QI |0ns Qlons : ( )
m= =

Application of the Bohm Condition for lon Fluxes to Surfaces

Often, when modeling very low-pressure plasmas, it is reasonable to constrain the ion flux to a
surface according to the Bohm criterion. This condition maintains that the maximum net flux of a
particular ion to a surface is equal to the product of the ion density and the Bohm velocity, which is
defined as:

R, 02

Ugohm = BWE

For an electronegative gas, this expression must be modified to account for the presence of negative ions
and their effect on the plasma sheath behavior. In the limit of a purely electronegative gas, the ion
flux to a surface would be limited by the thermal speed of the ion. To accommodate a large range of
conditions, then, we use the correction to the Bohm velocity derived by Braithewaite and Allen,28
follows:

ORT, 020 ¢, o0 EDTDUZ 0

ce -
l-JBohm mod ~ B_B @ + Cn tot %'ITE Ee * Cn,tot %l

where ¢, o IS the sum over all negative ions of the product of the ion species’ concentration and its
integer electronic charge.

AURORA allows the user to specify this constraint in one of two ways. The first way is to use
the AURORA keyword BOHM. This keyword includes the input of a correction factor ¢ to the above
Bohm velocity. When this option is included, the production rate of each ion by each surface reaction
will be scaled, such that the net production rate of the ion on each material is given by
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ORT 0?0 G L0, 07 O

Sim 3Bohm =¢GUBohm,mod = EC‘BWE %C+CH%T_E BE +C“%
n,to n,to

The second way to apply the modified Bohm criterion, is to use the SURFACE CHEMKIN BOHM
auxiliary keyword. In this case, the individual reaction for which the auxiliary BOHM keyword is
included, will have a rate of progress calculated in the SURFACE CHEMKIN routines as

oRrr, 0’

d=46Ugohm = ¢G Q_E

where, in this case, the correction factor ¢ is the first reaction-rate coefficient specified on the reaction
line in the SURFACE CHEMKIN input file. This rate-of-progress of the BOHM reaction will then be
modified within AURORA to account for the presence of any negative ions in the plasma; i.e. each
reaction with a BOHM auxiliary keyword ultimately has a rate of progress in AURORA defined as:

DRTD1 B ¢ Omad’? O

t
fimod ECI @ * Cp, tot ET—E EEe * Cn tot &

The main difference between these two approaches arises when an ion participates in more than one
surface reaction subject to the Bohm criterion. In the first approach, the net ion flux to the surface will
be automatically scaled to the Bohm-limiting flux modified for electronegative gases and the user-
defined correction factor & In the latter approach, each reaction will be subject to the Bohm limit
independently. In that case, it is up to the user to make sure that the reaction coefficients & add up to
the desired overall correction factor, for all the reactions involving a particular ion. In AURORA, the
overall correction factor is often used to account for spatial variations in ion density or transport
limitations in the reactor being modeled. For example, the correction factor may be set equal to an

estimation of the ratio of the ion density at the sheath edge to the ion density in the bulk of the
plasma,17: 21, 20

Summary of Solution Variables
The total number of species defined in the systems is

K=Kg+ %[Ks(m) +Kp(m)]: (40)

where Kj is the number of gas-phase species; Kq(m) and Ky,(m) is the number of surface- and bulk-phase
species on the mth material; and M is the total number of different reacting materials defined in the
reactor. The maximum number of unknowns in the problem, J, is therefore given by

J=2+K+ § N, (m): (41)
m=1
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where, in addition to species fractions and surface-phase densities, we may be solving for the gas
temperature and the electron temperature. The equation corresponding to gas-phase species is Eq. (3).
The equation corresponding to surface-phase site fractions is Eqg. (10), while the equation for bulk
species is either Eq. (19) or Eq. (20), depending on whether or not the bulk species may be etched. The
equations corresponding to site densities, in the case when non-site-conserving reactions are included in
the surface mechanism, is Eq. (21). The gas temperature is determined by Eqg. (39) and the electron
energy equation is Eq. (34). AURORA solves for the steady-state versions of the above equations.

Treatment of Activities for Bulk Species

The net gas-phase chemical production rate of each species, ¢, results from the competition between
all the chemical reactions involving that species. For reactions stated as reversible in the CHEMKIN
and SURFACE CHEMKIN input files, the reverse rate parameters can be determined from the forward
rate coefficients and the thermodynamic properties of the species involved in the reaction, via the law
of mass action. In these cases, SURFACE CHEMKIN requires activities to be defined for bulk-phase
species, in order to determine the species thermochemistry. AURORA determines the bulk activities
internally in a subroutine PSRACT. This subroutine can be easily modified by users who wish to specify
their own relationships between the activities and the bulk-species mole fractions, temperature, and
pressure. The default is to set the bulk activities, aE, equal to their mole fraction in the bulk phase:

aE(T, P, Xf(n, m)) = XE(n, m)

More details regarding chemical reaction specifications, reaction-rate determinations, and
thermochemical properties, are available in the CHEMKIN-I112% 2 and SURFACE CHEMKIN-III user’s
manuals.3
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Multiple Reactors in Series

AURORA is capable of treating multiple well mixed reactors or PSRs that are connected in series. The
procedure is to solve each PSR sequentially from ‘upstream’ to the most ‘downstream’ PSR in the series.
The inlet flow rate and inlet composition of each downstream PSR is equal to the outlet flow rate and
outlet composition of the adjacent upstream PSR. The user may specify different volumes, surface areas,
surface temperatures, gas temperatures, heat-transfer rates, and total pressures for the different PSRs
in the series. Additionally, different surfaces with different surface kinetics mechanisms may be
included by using the materials specification in the SURFACE CHEMKIN input file and assigning
different material surface-area fractions for each PSR.

RF Sheath Model Option

In plasma processing, it is often desirable to know the average ion energy of ions encountering a
wafer that is being processed in a reactor. For many semiconductor processes, the wafer chuck is
electrically biased through the application of an RF voltage or RF current. This RF bias will result in a
time-averaged DC potential across the plasma sheath. Positive ions are accelerated by this potential
as they traverse the sheath. Many analytical sheath models exist that, given the applied voltage or
current amplitude and phase, determine the time-averaged sheath potential and energy gained by ions
encountering such a potential. AURORA includes one such model, based on the work of M. Riley,30 as an
optional calculation available to the user.
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I1l. NUMERICAL SOLUTION METHOD

T22 in the solution of the algebraic

AURORA employs the numerical software package, TWOPN
equations described in the previous section. TWOPNT solves the system of algebraic equations by first
applying a damped modified Newton algorithm to the set of J nonlinear algebraic equations
represented by the steady-state versions of Egs. (3), (10), (19-21), (39), and (34). However, in the event
that the Newton algorithm fails to converge during the iteration, the code automatically conditions
the solution estimate by integrating the time-dependent version of the equations over a fixed number of
time steps. This time-stepping procedure provides a new starting estimate for the Newton algorithm
that is closer to the steady-state solution, increasing the likelihood of convergence for the Newton
method. After time-stepping, the Newton algorithm tries again for convergence and, if this fails,
TWOPNT takes additional time steps on the transient solution to further improve the initial iterate.

Ultimately, the Newton iteration converges on the steady-state solution.

Starting Estimates

The use of a Newton iteration algorithm for solution of the governing equations requires the user
to provide initial estimates of the solution variables. It may sometimes be difficult to obtain good
initial estimates of species composition, especially when one is not familiar with the chemistry system
being studied. In such cases, it may be necessary to approach the problem from points that are more
intuitive. For example, in a thermal problem, a good initial estimate of gas species is often the
thermodynamic equilibrium composition at the initial temperature. For this purpose, we have
provided an optional call to the Stanford equilibrium routine, STANJAN,3! which minimizes the
Gibb’s free energy of the system in order to determine the equilibrium gas mole fractions. This method
of determining the initial estimate of the gas-phase composition is automatically initiated in
AURORA when the user does not supply any initial estimates for the gas-phase species’ mole fractions.
If equilibrium composition does not provide immediate convergence for the reactor conditions of interest,
the user may increase the residence time (thereby driving the conditions closer to equilibrium) from the
target conditions until a solution is reached. This solution can then be used as the initial estimate for
the desired residence time. Such gradual approach to a desired solution is facilitated by the
continuation capability (keyword CNTN) built into AURORA, and generally requires very little
computational time. For a plasma system, a similar approach could be used to obtain a solution where
the initial guess is difficult to obtain. In this case, the user might assume an initial guess for the gas-
phase composition close to that of the reagent gases entering the reactor, and set the power deposition
level very low. Then gradually increasing the reactor power using the continuation capability can lead
to the desired solution.
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Initial estimates of surface site fractions are often more difficult, but also have less impact on
the ability of the Newton algorithm to reach a solution. A general rule of thumb for all species types is
to provide an estimate for every species in the system, even if these numbers are small. An initial guess
of 1x10”, for example, is generally much better than allowing the program to set the initial fraction to
zero. All initial estimates will be normalized within AURORA, such that the sums of gas mole
fractions, surface site fractions, and bulk species fractions are all equal to one.

AURORA provides an option to the user to either solve the gas energy equation or to keep the
temperature fixed at the initial estimate. There are some cases when the user may choose not to solve
the gas energy equation. For example, the reactor temperature may have been accurately measured,
while heat losses are difficult to estimate. In cases where the energy equation is solved, the user has
an option to solve the system of equations in one or two steps. The default is to use two steps: first solve
for the species composition at the fixed temperature estimate provided by the user, and then solve
simultaneously the energy equation and the species composition using the first solution as the initial
guess. This two-stage method provide more robust convergence for thermal systems, where the reaction
rates’ exponential dependence on the gas temperature is the primary source of equation stiffness and
nonlinearities. For plasma systems, when one is solving for the electron energy equation, convergence is
usually most expedient with the one-step option (keyword NOFT).

Modified Damped Newton’s Method

Newton’s method determines a sequence of iterations or approximate solutions that approach
the true solution. For the sake of notation simplicity, we call these approximate solution vectors, @.
When an arbitrary @ is substituted into the governing equations, the equations generally do not equal
zero unless @ also represents the true solution; in general the equations equal a residual vector F. The
goal then is to find ¢ such that

Flg)=0 (42)

For AURORA, the vector @ is:

L xb

2Lyl Kh@ PSPk

o= Er,Te,Yl,...,YKg,z L X

ki@

Zoy o XP

K§(M)' 7K, (43)

.
X2y P Pt
() Kby P ) Py B

where Tand T, are the gas and electron temperatures, the Y’s are the gas species mass fractions, the Z's
are the surface site fractions within each surface phase, the X’s are the mole fractions of species in the
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bulk phases, and the p’s are the surface site densities of those surface phases whose site densities are
allowed to change. The total number of unknowns, J, is defined by Eq. (41). The corresponding vector F is
composed of the residuals of the gas energy equation, the electron energy equation, the species
equations, and the continuity equation for the surface site densities.

Provided the initial estimate qn(o) of the solution is sufficiently good, Newton’s method
produces a sequence of iterates { (p(”)} that converges to the solution of the nonlinear equations F((p) =0.
The purest form of the Newton algorithm,

-1
n+l) _ (n) _ LoF O n)
# = f Botl Fa). (44)

is usually difficult to implement in practice. Evaluating the Jacobian matrices, JF/dgp, is time
consuming, and convergence typically requires a very good initial estimate qo(o). TWOPNT employs the
usual remedies for these problems. First, TWOPNT retains the Jacobian matrix through several
iteration steps, rather than updating at every iteration as indicated in Eq. (44). Thus, the Jacobian
used at the current iteration, J(”), may be based on a solution that is several iterations old. The user can
specify in the AURORA input the maximum number of iterations TWOPNT performs before calculating a
new Jacobian (keyword NJAC). Second, the advancement of the iterate rp(”) to (p(”+1) is damped by a
factor A™. The modified Newton algorithm is then,

A = ofn) _ A(n)( J(n))_lF( qo(n)), (45)

where 0< A" <1, and
[(bFO
a0 = . l<ms<n 46
optim) (#0)

Internally, TWOPNT will generate a new Jacobian whenever convergence with the old Jacobian fails.
While Eqg. (45) correctly indicates the relation between the new and the old iterate, TWOPNT does not
compute the inverse of the Jacobian matrix, but rather solves a system of linear equations,
Mgl = F((p(”)), for the undamped vector, g™ .

The TWOPNT algorithm determines the damping parameter A" and the need for a new Jacobian

based on several criteria designed to keep the iteration stable and within solution bounds. To accept a
new solution iterate ¢(n+1), TWOPNT requires that the undamped steps decrease in magnitude,32 i.e.,

(47)

28



If the solution (p(”+l) fails this criterion, TWOPNT rejects it and retries the step with half the damping
parameter or a new Jacobian matrix. TWOPNT adjusts the damping parameter to ensure that the
evolving solution always remains within the solution bounds specified by AURORA. Example of
physical bounds that are imposed on the solution are: the temperature(s) must be positive, and the
species mass fractions must be between zero and one. In AURORA it is actually possible to modify the
lower bounds placed on the species mass fractions to be slightly negative (keyword SFLR). Allowing
some species mole fractions to become slightly negative during iteration sometimes enhances the
convergence rate, especially when the solution composition has species mass fractions that vary over
many orders of magnitude.

The Newton iteration procedure continues along these lines until the user-defined convergence
criteria are met. Convergence requires that the maximum norm of the undamped correction vector Ago(”)
has been reduced to within user-defined absolute and relative tolerances, i.e.,

A < max(A Rx|d). (48)

where A is the absolute tolerance (keyword ATOL) and Ris the relative tolerance (keyword RTOL).
The relative tolerance roughly indicates the number of significant digits in the converged solution, and
the absolute tolerance serves to exclude solution components smaller than A from the relative
convergence criterion. Typically, the absolute tolerance A should be smaller than the maximum mass
fraction of any species of interest. The user should be particularly careful in specifying A for plasma
solutions, since the small electron mass will result in a much smaller mass fraction for electrons than for
other important species. The relative tolerance should be in the range of 10° to 10,

If damping does not produce a suitable correction vector, TWOPNT computes a new Jacobian. In
the case when a new Jacobian has just been computed, and a damped Newton step still cannot produce a
suitable correction vector, TWOPNT begins to take time steps. The time-stepping procedure is described
in the section following the description of the Jacobian Matrix below.

Jacobian Matrix

The Jacobian Matrix is a dense Jx J matrix. Rather than derive and evaluate analytic
expressions for the Jacobian elements, we form the elements of the Jacobian numerically, through finite-
difference perturbations. This approach is justified since the accuracy of analytic Jacobians is not
required for the modified Newton method described above. This is demonstrated by the successful use
of old (and therefore inaccurate) Jacobians. We evaluate the numerical Jacobian elements from a one-
sided finite-difference formula as follows:
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: (49)

where
o=rxg +a. (50)

We choose the relative and absolute perturbations, r and a, to be the square root of the computer’s unit
roundoff.

Time Stepping Procedure

The steady-state solution that we seek could be obtained through pure time-stepping using the
transient equations described in Section Il. Such a procedure is very reliable but also very slow.
However, because the time-stepping is robust, we employ this procedure to condition the initial iterate
in cases when the Newton’s method is not converging. When the modified Newton’s method fails,
TWOPNT solves the transient equations for a given number of time steps, and then returns to the Newton
method using the result of the time-stepping as the new initial iterate. This trial solution will be
closer to the steady-state solution, and thus it is more likely to be within Newton’s convergence domain.

The transient equations are Egs. (2), (10), (19/20), (21), (39), and (34). We solve this system of
ordinary differential equations using the backward-Euler method. In this method, the time
derivatives are approximated by first-order, backwards finite differences. For example, dT/dt is
approximated as

-I—_n+l_-|—_n
ar _ i i (51)
dt At

where here the subscript n indicates the time step index and At represents the size of the time step.
All other terms in the governing equation are evaluated at time level n. The time-discretized problem
is then another system of nonlinear algebraic equations for the dependent variable vector @ at time
level n+1.

To solve the system of equations for each time step we use the same Newton method as we
employ in the steady-state problem. However, the transient problem is much more likely to converge;
it should always converge for a sufficiently small time step. The objective, then, is to choose a time
step (keywords TIME, TIM2) that is sufficiently large to make progress toward the steady solution, yet
not so large as to introduce convergence difficulties in the transient solution method. Typical time steps
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range from 1-10 microseconds, although in plasma systems it is often necessary to choose time steps much
smaller than this (10-100 nanoseconds).

After solving the specified humber of time steps, TWOPNT again attempts to solve the steady
problem by Newton’s method. If the steady solution fails again the program reverts to time stepping,
beginning where it left off at the last time-stepping procedure. Clearly the better the user’s initial
estimate of the solution, the less likely the program will have to resort to time stepping. If the
program fails to converge in time-stepping, then, the user may either choose smaller time steps, or try a
new starting estimate.

The time-stepping solution procedure described here is not particularly sophisticated, since we
are neither interested in the accuracy of the transient path nor in solving the transient problem all the
way to steady state. A much more accurate transient solution could be obtained using software such as
LSODE, 33 which was designed for the solution of stiff ordinary differential equations. We chose
instead to use a method that is relatively inexpensive per step and employs the same Newton
algorithm that is used in the steady-state solution. The transient solution therefore serves only to
condition the starting estimates for the Newton’s method, but does not provide accurate solution of the
transient process.

Sensitivity Analysis

Sensitivity analysis of a problem solution allows quantitative understanding of how the
solution depends on the various parameters contained in the model. The numerical method described
above facilitates sensitivity analysis by having already computed the solution Jacobians. Once the
Jacobian has been computed for the purposes of solving the nonlinear equations, the sensitivity
coefficients are easily calculated. These techniques have been developed over many years and reported
in the chemical engineering literature.3436  We have found that sensitivity analysis is often an
invaluable tool in interpreting the results of stirred reactor!! and flame experiments.37

In AURORA, we consider the first-order sensitivity coefficients of the gas temperature, species
fractions, and bulk-phase growth rates with respect to the reaction-rate coefficients (keywords SENT,
SENS, SENG). To specify the sensitivity coefficients, we begin by rewriting Eq. (42), which represents
the vector of governing equations, as

F(¢(a)a)=o0. (52)

Here, we have introduced the idea that the equation may depend not only on the solution variables but
also on a set of model parameters, a. The residual vector F depends on o both explicitly and implicitly
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through the solution vector @ In AURORA we consider the a’s to represent the pre-exponential “A-
factors” in the Arrhenius reaction-rate expressions. By differentiating Eq. (52) with respect to a we
obtain a matrix equation for the sensitivity coefficients:

Fop L F_g (53)
dpdalr da

The matrix dF/dg is the Jacobian of the original system and dF / dais the matrix of partial derivatives
of F with respect to the parameters. The sensitivity coefficients are defined as dg/da . It is helpful to
think of the JF/da matrix column by column, with each column indicating the dependence of the
residual vector F on each parameter. There are as many columns as there are parameters, i.e. the
number of gas-phase and surface reactions. The sensitivity coefficient matrix Jd¢/Jda contains
guantitative information on how each reaction-rate coefficient affects the temperature(s) and species
fractions. The sensitivity matrix has a structure similar to that of the dF/da matrix. That is, each
column contains the dependence of the solution vector on a particular chemical reaction.

The Jacobian and its LU factorization are already available from the solution of the original
system by Newton’s method. Parameter derivatives are computed by finite differences in a manner
similar to the computation of the Jacobian. We can therefore readily solve the linear system of
equations represented by Eq. (53) for each column of the sensitivity matrix corresponding to the
sensitivities of the solution vector to each of the reaction rates in the CHEMKIN and SURFACE
CHEMKIN mechanisms. TWOPNT employs the LINPACK38 software to perform these computations.
We factor the Jacobian only once, and compute each column of the sensitivity matrix by back
substitution, such that the calculation is relatively inexpensive computationally.

AURORA further manipulates the raw sensitivity coefficients to make them more useful. First,
we compute normalized sensitivity coefficients in the form of logarithmic derivatives, i.e.,

ainYy :ﬂ% (54)
dinaj|. Y dai |

or
IdInT| _aj JT] . (55)
dinai|. T daj|.

Second, although the gas-phase species solution variables are mass fractions, the sensitivity
coefficients are computed in terms of mole fractions, as follows:

i 9%
Xk dai

_ i M
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K
g aY.
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(56)
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where X, are the gas-phase mole fractions, W;are the species molecular weights, and W is the mean
molecular weight of the gas-phase mixture.

AURORA also computes the normalized sensitivity coefficients for the surface-site fractions and
bulk-phase mole fractions. They are defined as:

oInZ| _ai 92 (57)
dlnai = Zk dai =
and
b b
dlnXk :a_:Dka , (58)
dina; X oa; .

where Z, is the surface-site fraction of surface species k, and XE is the mole fraction of the bulk
species k.

In addition to the gas, surface, and bulk species sensitivity coefficients, we also compute the
sensitivity coefficients for the growth (or etch) rates of the bulk phases with respect to the reaction

rate coefficient parameters a;. First, the linear growth rate (units of cm/s) of the bulk phase n can be
expressed by:

Ghm = _kskm (59)

The derivative with respect to the parameters is then,

| .
G| T W B (60)
daj F k=K (nm) P daj =
k! (n. 0. .. . 0

- k=K, (n,m) Pk 521 d(ﬂ |0’i Ppzl dai ||: ﬁai |§0p 5

The vector, (d(g /oa; )||: is the vector of raw sensitivity coefficients computed by solution of Eg. (53).
(d'sk/&g)|am y is a matrix representing the derivative of the bulk species production rates (from
surface reaction with respect to the solution variables. W, and p, are the molecular weight and mass
density of the kth bulk-phase species, respectively. As with the species sensitivity coefficients,
AURORA reports the normalized growth rate sensitivity coefficients:

2InGy, | _ o Gy m|
dlna; ||: |Gn,m| aa; ||:

(62)
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Note that, in general, G, , can be either positive (growth) or negative (etch). Therefore, the absolute
value of G, on the right-hand-side of Eq. (62) is necessary to correctly normalize the sensitivity
coefficients.

Rate of Production Analysis

Another useful tool in understanding well mixed reactor calculations is rate-of-production
analysis. Rate-of-production analysis determines the contribution of each reaction to the net
production or destruction rate of a species. The molar production of a species per unit volume, R, is

given by
M M Is
Pe=w+ ¥ %Sk m= 2 UG + X % URA (63)
m=1 m=1 i=1

where v, and vy, are the stoichiometric coefficients for the gas and surface reactions, respectively,

and ¢ and ¢ are the rate of progress of the | gas-phase reactions and the 1° surface reactions. The
contribution to the rate of production of species k from gas-phase reactioni is therefore

G = UiiGi (64)

and for a surface reaction,

Ci :hUIEiQiS’ (65)
Y
where A, is the surface area of the material M with which the reaction i is associated. Further
details about how the reactions contribute to net species production rates are found in the CHEMKIN and
SURFACE CHEMKIN user manuals.> 2 AURORA computes the normalized values of the reaction
contributions to the species production and destruction rates (keyword ROP). The normalized
production-contributions for gas-phase reactions are given by:

cp - max(uy;,0)o | (66)

zilzlmax(ukw ) +zm 1Am2| 1maX(Uk|v )Chs

and the normalized destruction values for the gas-phase reactions is given by:

min(vy,0)q

5 1ymin(ug,0)g + 3 M, 2m

Cd = (67)
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The normalized production values for the surface reactions are given by:
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% max(uﬁi , O)qiS

cPh =
ki® °
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and the normalized destruction values for surface reactions are given by:

% min(uﬁi ,O)qis

cY = :
kiS . s .
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Thus, the normalized contributions to production and destruction sum to one, as follows:
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IV. PROGRAM STRUCTURE

The AURORA code has a modular, top-down memory-management structure. The program calls
subroutines from several software packages that have been in existence for some time and are in use for a
variety of applications. These software packages include CHEMKIN, for gas-phase species and reaction
information; SURFACE CHEMKIN, for surface species and reaction information; TWOPNT, the modified-
Newton-iteration solver described in Section I1l; and LINPACK, a set of linear algebra routines used in
the Jacobian factorization and sensitivity coefficient computations. The AURORA code itself is written
as a subroutine that may be called from a user-supplied driver routine. We provide an example of such
a driver routine both within this manual and as part of the AURORA software as distributed. The
driver routine performs the function of allocating total memory usage through definition of array sizes,
as well as opening input and output files. AURORA checks internally to make sure that the allocated
work arrays are sufficiently large to address the problem described by the CHEMKIN and SURFACE
CHEMKIN input files. The driver routine is therefore the code most likely to be altered by the user as
he or she moves from one chemistry application to another.

The use of CHEMKIN and SURFACE CHEMKIN subroutines requires that the user first execute the
CHEMKIN and SURFACE CHEMKIN Interpreters, providing the necessary input for these routines.
Figure 2 shows the relationship between AURORA, CHEMKIN, and SURFACE CHEMKIN routines. The
first step in setting up a problem in AURORA is to execute the CHEMKIN interpreter. The CHEMKIN
Interpreter looks for an input file called ‘chem.inp,” which contains the user-supplied information on
the species, chemical reactions, and thermodynamic data for the gas-phase chemistry mechanism. If
the thermodynamic data is not supplied in the ‘chem.inp’ file, the Interpreter will look for the
thermodynamic database file ‘therm.dat.’” The CHEMKIN interpreter creates a binary file called
‘chem.bin’ containing all of the gas-phase chemistry information, as well as an ASCII output file
‘chem.out’ describing the user input. The ‘chem.bin’ file is used both by the SURFACE CHEMKIN
Interpreter, and by the AURORA program to allow access of the gas-phase chemistry information by the
routines contained in the CHEMKIN Gas-phase Subroutines Library. Once the CHEMKIN Interpreter has
been executed, the user must execute the SURFACE CHEMKIN Interpreter. This is necessary even in the
case where no surface chemistry is included in the problem of interest. The SURFACE CHEMKIN
Interpreter looks for a file called ‘surf.inp,” which contains surface and bulk species information and
surface reaction descriptions, as well as thermodynamic data for the surface and bulk species. Again, if
the thermodynamic data is not supplied in the ‘surf.inp’ file, the Interpreter looks for the file
‘therm.dat.” In the case when no surface reactions are included, the ‘surf.inp’ file would only contain an
‘END’ statement. Similarly to the CHEMKIN Interpreter, the SURFACE CHEMKIN Interpreter creates a
binary ‘surf.bin’ file and an ASCII ‘surf.out’ file. The ‘surf.bin’ file is read into AURORA so that the
information is available to the routines contained in the SURFACE CHEMKIN Subroutine Library.
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Detailed examples of CHEMKIN and SURFACE CHEMKIN input files are included in the example
problems described in Sections VI and VII.

. Surface-phase &
Gas{;gza;iiesu%iues Thermodynamics Bulk-phase Species
L Data Base and Kinetics
Description Description
N e
INTERPRETER

INTERPRETER

ASCII
SURFACE
CHEMKIN

ASCII

CHEMKIN SURFACE

CHEMKIN

Output File Linking File Output File
CHEMKIN gﬂEKAAKCIE
subroutine subroutine
library library
KEYWORD Restart
Input File

AURORA

Recover
File

ASCI
Output File

Figure 2. Relationship between AURORA, CHEMKIN and SURFACE CHEMKIN
Interpreters, and Associated Input and Output files
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After executing the CHEMKIN and SURFACE CHEMKIN Interpreters, the user need only define
the well mixed reactor parameters, which are contained in the keyword input file. The driver routine
for AURORA typically reads this keyword input from Standard Input (FORTRAN Unit 5) and creates
an ASCII output file on Standard Output (FORTRAN Unit 6), allowing command-line assignments of
input and output files on UNIX systems. In addition to the ASCII output file, AURORA creates a binary
output Save file, ‘save.dat,” and intermediate solution Recovery files ‘recov.dat.’” The binary files are
much more compact than the ASCII files and contain one or more complete solutions. More than one
solution may be created in the ‘save.dat’ file using the continuation keyword (CNTN). These solutions
are included sequentially, using identical format for each solution, in the Save file. AURORA may be
started from ‘scratch’ where the user supplies the initial solution estimate in the input keyword file, or
it may be started using a Restart file, ‘restart.dat.” The Restart, Recovery, and Save files all have
exactly the same format. In this way the user may copy ‘save.dat’ to ‘restart.dat’ to obtain the Restart
file for a new set of conditions. AURORA will use the first solution found on the Restart file when a
restart is desired.

The Save file is useful in post-processing the AURORA solution data. For example, when
several continuation runs have been made, each using a different reactor residence time, the user may
want to plot solution variables as a function of the residence time. The Save file may be probed by a
post-processor routine to obtain this information. While such graphics routines are not provided with
AURORA, we do describe the Save file format in this section in detail to allow the user to easily read
this file into their own graphics program.

Structure of the Save, Recover, and Restart Files

The save file is a binary file that is written with the lines of FORTRAN shown in Figure 3.
There are two lines of header and version information, followed by four sets of records: CHEMKIN and
SURFACE CHEMKIN pointers and storage arrays; solution variables; sensitivity coefficients; and rate-
of-production reaction contributions. Each set of records begins with a CHARACTER* 18 variable that
identifies the records that follow as either ‘CHEMISTRY,” ‘SOLUTION,” ‘SENSITIVITY,” or ‘RATE
OF PRODUCTION;, data. The header and chemistry records are only written once to Save and Recover
files. Only the latest solution will be written to the Recover file, while more than one solution may be
sequentially written to the Save file (with the CNTN keyword or with the NPSR keyword set >1).

The Chemistry data includes one record that contains all of the CHEMKIN pointers used
internally in the CHEMKIN Gas-phase Subroutine Library. It is not necessary for the user to know what
is contained in this list. Instead, the user can read this information in from the binary file using the
CHEMKIN subroutine, ‘CKPNT.” An example of how this is done is shown in Figure 4. Similarly for
SURFACE CHEMKIN, a list of pointers is written for each surface material contained in the surface
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mechanism. Again, this list can be read from the file using the SURFACE CHEMKIN subroutine,
‘SKPNT’ as shown in Fig. 4.

WRI TE (LSAVE) ' PSR CODE DATA FI LE
WRI TE (LSAVE) 4.4, '@#) SURPSR. F VERSI ON 4.4, DATE 95/ 09/ 06

VWRI TE (LSAVE) ' CHEM STRY '
WRI TE (LSAVE) ... Chenkin Pointers...

VR TE (LSAVE) (IGKVRKL), L = 1, LEN)
VWRI TE (LSAVE) (RCKWRK(L), L
WRI TE (LSAVE) (CCKWRK(L), L
DO 100 IM = 1, NVAT

1, LENR
1, LENC)

WRI TE (LSAVE) ... Surface Chenkin Pointers ...

WRI TE (LSAVE) (ISKWRK(L), L =1IM(IM, IM(IM+LEN -1)
WRI TE (LSAVE) (RSKWRK(L), L = IM(IM, IM(IM+LENR-1)
WRI TE (LSAVE) (CSKWRK(L), L =1M(IM, IMIM+LENC 1)

100 CONTI NUE

WRI TE (LSAVE) ' SOLUTI ON '

WRI TE (LSAVE) NATJ, | PSR, NUMPSR, NNAT, (NSPHCH(IM, | M1, NVAT)

WRI TE (LSAVE) EQUIV, P(IPSR), TAU(IPSR), FLRT(IPSR),
V(1 PSR), AREA(IPSR), QPSR), TSURF(IPSR),
HTRN( | PSR), TAMBI ENT(1 PSR), LHTRN\(IPSR),
(AFRAC(I M | PSR), | ME1, NVAT)

WRI TE (LSAVE) TIN(IPSR), (X N(MIPSR), M1, KKGAS)

| F (KEL. NE. 0) WRI TE (LSAVE) TEIN(IPSR), POAR(IPSR), TI ONP,

1 BHVXI (I PSR), (EIONSH(IM, ESHTH(IM, I ME1, NVAT),

2 QLEX

WRI TE (LSAVE) (S(N), N=1, NATJ),

1 ((MAPPH(1, 1M, 1=1, NSPHCH(IM), | M1, NVAT)

WN -

WRI TE (LSAVE) ' SENSI TIVI TY '
DO 150 | = 1, Il

WRI TE (LSAVE) |, (DFDALP(N), N=1, NATJ),
1 ((GRATED( | PHASE, | M), | PHASE=NFBULK( | M
2 NLBULK(I M), M =

1, NMAT)
150  CONTI NUE
DO 170 IM= 1, NMVAT
DO 160 | = 1, IISUR
WRI TE (LSAVE) |, (DFDALP(N), N=1, NATJ),
1 (( GRATED( | PHASE, I M), | PHASE=NFBULK(I M,
2 NLBULK(1 M), M= 1, NVAT)

160 CONTI NUE
170 CONTI NUE

WRI TE (LSAVE) ' RATE OF PRODUCTI ON

WRI TE (LSAVE) K, (CIK(L),L=1,11)
|

|
II H
1 ((CTKS(L, 1M, L=1, 11 SUR(IM), | M1, NVAT)

Figure 3. Lines of FORTRAN used to write the Save and Recover Files
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The CHEMKIN storage array are written after the list of pointers. The sizes of the integer, real,
and character arrays are LENI, LENR, and LENC, respectively. These values are included in the
pointer list and are returned in the CKPNT subroutine call (See Fig. 4). For the SURFACE CHEMKIN
storage arrays, there may be more than one material for which a reaction mechanism was defined in
the SURFACE CHEMKIN input file. The total number of materials included in the surface mechanism is
NMAT. Within AURORA, the storage arrays for each material are stored sequentially in single
integer, real, and work arrays. When reading this information back, it is therefore necessary to
calculate the starting place for each material. In Fig. 3, the starting places for each material in the
integer, real, and character arrays are IMI(IM), IMR(IM), and IMC(IM), where IM is the index of the
material. These pointers can be easily calculated from the information returned by SKPNT, as shown in
Fig. 4.

The writing of solution variables begins with index or problem size information. NATI is the
total number of solution variables in the problem (see Eqg. (41) ), IPSR is the index for the current PSR
(may be greater than one when calculating multiple PSRs in series), NPSR is the total number of PSRs
in series, NMAT is the number of materials in the surface mechanism, and NSPHCH is the total number
of surface phases whose surface site densities must be considered as solution variables for each
material. NSPHCH is greater than zero if the surface kinetics mechanism contains reactions that do
not conserve surface site densities. The index information is followed by reactor parameters. EQUIV is
the equivalence ratio (for combustion problems), P is the pressure [dynes/cm?], TAU is the residence time
[seconds], FLRT is the mass flow rate [g/sec], V is the reactor volume [cm®], AREA is the total surface
area in the reactor [cm”], Q is the heat loss [cal/sec], TSURF is the temperature of the surfaces of the
reactor (which may be different from the gas temperature), HTRN and TAMBIENT are the heat-
transfer coefficient and ambient temperature governing heat losses to the reactor surroundings, LHTRN
isa LOGI CAL flag indicating whether a heat-transfer coefficient or heat loss was specified, and
AFRAC is the fraction of the total area corresponding to each surface material. TIN and XIN(K) are
the inlet temperature [K] and inlet gas mole fractions, and KKGAS is the number of gas-phase species.
The index (IPSR) on reactor parameters indicate that these parameters may differ from one PSR to
another in series PSRs. KK is the total number of species. Note that (NATJ=2+KK+NSPHCH).

In the next record, KEL is the index of the electron in the array of gas-phase species. The value
of KEL can be obtained by calling the CHEMKIN I11 subroutine, PKINDX, as shown in Fig. 4. If KEL is
zero, there are no electrons in the chemistry mechanism and the next record is not written to the Save or
Recover files. If KEL is not zero, then we assume that the reactor is a plasma reactor and additional
parameters describing the plasma conditions are written to the Save and Recover files. TEIN is the
electron temperature at the inlet (usually set to be equal to TIN), POWR is the total source power
deposited into the plasma [erg/s], TIONP is the ion temperature [K], BHMXI is the transport-
limitation factor for the Bohm criterion, EIONSH and ESHTH both represent the energy that ions gain
traversing the sheath at each material, using two different calculation techniques. These options are
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described in more detail in Section V. QLEX is an inelastic electron-collision loss rate that allows
inclusion of losses supplemental to those specified directly in the CHEMKIN mechanism.

CHARACTER* 18 | CHR, VERSN

C
C Read Header bl ock, version nunmber and string
C
READ (LS) ICHR
READ (LS) VERSI ON, VERSN
C
C---- Read in Chenkin and Surface Chenkin Information-------------------------
READ (LS) ICHR
CALL CKPNT (LS, LOQUT, NPQO NT, VERS, PREC, LEN, LENR, LENC, |ERR)
READ (LS, ERR=8200, END=8200) (ICKWRK(L), L =1, LEN)
READ (LS, ERR=8200, END=8200) (RCKWRK(L), L = 1, LENR)
READ (LS, ERR=8200, END=8200) (CCKWRK(L), L = 1, LENC)
CALL CKINDX (I CKMRK, RCKWRK, MM KK, I1, NFIT)
CALL PKINDX (I CKMWRK, KEL, KKI ON)
C
C Initialize material indices for Surface Chenkin
C
NVAT = 0
IMR(1) =1
IM(1) =1
IM(1) =1
KKTOT = KK
C
C Loop over Surface Materials
C
20  CONTI NUE
C
NVAT = NVAT + 1
I F (NVMAT . NE. 1) THEN
M (NVAT) = I M (NMAT-1) + LENI
| MR(NVAT) = | MR(NVAT-1) + LENR
| MC{ NVAT) = | MC(NVAT-1) + LENC
ENDI F
C
CALL SKPNT (LS, LQUT, VERS, PREC, LEN, LENR, LENC, |ERR)
READ (LS) (ISKWRK(L), L = I M (NVAT), | M (NMAT)+LENI -1)
READ (LS) (RSKWRK(L), L = I MR(NVMAT), | MR(NVAT)+LENR-1)
READ (LS) (CSKWRK(L), L = I MC(NMAT), | MC(NVAT) +LENC 1)
CALL SKI NDX (1 SKWRK(1M (NVAT)), NELEM KKGAS, KKSURF( NVAT),
1 KKBULK( NVAT) , KKM NVAT) , NPHASE( NVAT) ,
2 NNSURF( NVAT) ,  NFSURF( NVAT) , NLSURF( NVAT) ,
3 NNBULK( NMAT) ,  NFBULK( NIVAT) , NLBULK( NIVAT) ,
4 I 1 SUR( NVAT) )
KKTOT = KKTOT + KKSURF( NVAT) + KKBULK( NVAT)
C
C Check to see if there is another material follow ng this one
C

MORE = . FALSE.
IF (I SKWRK(IM (NMAT) + LENI - 1) .EQ 1) MORE = . TRUE.
| F (MORE) GO TO 20

Figure 4(a). Lines of FORTRAN used to read the Save, Recover and Restart Files. (a)
Reading in Chemistry Data
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C
C---Read in Solution information -----------co e
C
READ (LS) ICHR
READ (LS) NATJ, |PSR, NUWMPSR, NMAT, (NSPHCH(IM, | M=1, NVAT)
READ (LS) EQUI V(I PSR), PRES(IPSR), TAU(IPSR), FLRT(IPSR),
1 VOL(I PSR), AREA(IPSR), Q. (IPSR), TSURF(IPSR),
2 HTRN(1 PSR), TAMB(IPSR), LHTRN(IPSR), (AFRAC(IM, | M=1, NVAT)
READ (LS) TIN(IPSR), (XIN(K, IPSR), K = 1, KKGAS)
IF (KEL .NE. 0) THEN
READ (LS) TEIN(IPSR), POAR(IPSR), TI ONP,
BHWXI (1 PSR), (EIONSH(1M , ESHTH, | M1, NMAT), QLEX

ENDI F

READ (LS) (S(K), K = 1, NATJ),

1 ((MAPPH(I,IM, | =1, NSPHCH(IM), | M1, NVAT)
C
C---- Read in Sensitivity Coefficients--------c-omommomomm oo
C

READ (LS) ICHR

DO70 1 =1, Il

READ (LS) IS, ( DFDALP(N), N=1, NATJ ),
1 ( (GRATED( | PHASE, I M, | PHASE=NFBULK( 1 M, NLBULK(1 M), | M=1, NVAT)

70 CONTI NUE
DO 100 IM = 1, NVAT

DO80 I =1, IISUR(IM
READ (LS) 1S, (DFALP(N), N=1, NATJ),
1 ( (GRATED( | PHASE, I M, | PHASE=NFBULK(1 M, NLBULK(1 M), | M=1, NVAT)
80 CONTI NUE
100  CONTI NUE
C
C---- Read in Rate-of-production information ----------------------------
C

READ (LS) I CHR
DO 120 K = 1, KKTOT
READ (LS) KDUM (CIK(I,K), 1=1,11),
((CKS(1,K IM, 1=1,11SUR(IM), | M1, NVAT)
120  CONTI NUE

Figure 4(b). Lines of FORTRAN used to read the Save, Recover and Restart Files. (a)
Reading in Solution, Sensitivities, and Rates of Production.

Following the plasma parameters in Fig. 3, the solution variables are written. The solution
vector S contains the variables T, T,, and Yy for all gas-phase species. For each material, the solution
vector contains Zy for all surface-phase species, and Xy for all bulk-phase species. The species are
ordered as they were read in from the CHEMKIN and SURFACE CHEMKIN input files. In the solution
record, MAPPH is p, for all surface site densities that are allowed to change.

The sensitivity coefficients follow the solution record, when they are calculated. The
calculation of sensitivity coefficients is a user option (keywords SENT, SENS, and SENG). DFDALP
represents the first-order sensitivity coefficients dg/da for each solution variable. Note that in Fig. 3
we have not shown the calculation of these coefficients for each reaction number, so that it seems like
the same vector is being written repeatedly. In fact these calculations are within the | and IISUR
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loops, such that each vector represents a column in the dg/da matrix. Likewise, in Fig. 4, we have not
shown the mapping of these vectors into a two-dimensional matrix, although the user would probably
want to do this in any post-processing routine. Following the sensitivity coefficients is the record
containing the rates of production of each species by each reaction. Again, we only indicate in Figs. 3
and 4 the order and number of these entries, but have not shown the calculation from or mapping to two-
dimensional arrays.

The Driver Program for AURORA

The AURORA is designed to be called as a subroutine. Here we provide a sample driver routine
that allocates work space, opens input and output files, and calls the AURORA code. This routine can be
easily modified to change the size of the problem that can be handled by the AURORA program. In
addition the user may wish to replaced this routine by one that serves the same purpose, but may have
a much more sophisticated user interface, for example, or may include machine-dependent post-
processing routines.

Figure 5 shows an example of the user routine that we typically use to run AURORA. The
routine begins by setting the problem to be double precision or single precision. Similar ‘Change Blocks’
are included within the AURORA code, and TWOPNT code, as well as the CHEMKIN and SURFACE
CHEMKIN interpreters and libraries. It is essential that all these FORTRAN routines are set
consistently to be either double precision or single precision. In our distribution of CHEMKIN and
SURFACE CHEMKIN, we provide a routine called CHANGE that will interactively convert the
FORTRAN source code from double precision to single precision and vise versa, when such Change
Blocks are present in the code. For more information on this utility, the user may consult the CHANGE
manual.39 Following the Change Blocks in the AURORA driver routine, we introduce integer variables
and set the program size through a parameter statement. LNIWRK, LNRWRK, LNCWRK, and
LNLWRK are the lengths of arrays for integer, real (floating-point), character, and logical work
space, respectively. LIN and LOUT are the input and output file units, which we set to standard input
and output. LINKCK, LINKSK, LREAD, LSAVE, and LRECOVER are the FORTRAN unit numbers
used for opening the CHEMKIN linking file, ‘chem.bin,” the SURFACE CHEMKIN linking file, ‘surf.bin,’
the AURORA Restart File, the AURORA Save File, and the AURORA Recover File. Open statements
follow that are compatible with VAX VMS, UNIX, and PCs. Since we have used standard input and
output units, the method for assigning input and output files may vary from one machine to another.
Finally, the routine calls the subroutine PSR which is the internal driver for the AURORA code.
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C Driver Program for the AURORA code
PROGRAM PSRWN

Cr**x*preci sion > doubl e
| MPLI CI T DOUBLE PRECI SION (A-H, O 2)
DOUBLE PRECI SI ON RWORK

Cr****END preci sion > double

C-****preci sion > single

C IMPLICIT REAL (A-H, O 2)
C REAL RWORK
C-****END precision > single
C
| NTEGER LNI VRK, LNRWRK, LNCWRK, LNLWRK, LIN, LOUT, LI NKCK,

1 LI NKSK, LREAD, LSAVE, LRECOV, |WORK

PARAMETER (LNl WRK=6500, LNRWRK=26000, LNCWRK=1800, LNLWRK=1000,

1 LI N=5, LOUT=6, LINKCK=25, LI NKSK=26, LREAD=14,

2 LSAVE=15, LRECOV=16)

COMMON | WORK( LN RK) ,  RWORK( LNRWRK)
CHARACTER* 16 CWORK( LNCVRK)
LOG CAL LWORK( LNLWRK)

C
C OPEN STATEMENTS FOR VAX, UNI X and PC
C (note - there is no open statenments for standard input
C and output; USE < > on conmand line for pc and unix; ASSIGN for vax)
OPEN( UNI T=LI NKCK, STATUS=' QLD , FORME' UNFORMATTED |,
+ FILE = 'chembin')
OPEN( UNI T=LI NKSK, STATUS=' OLD , FORM=' UNFORMATTED ,
+ FILE = "surf.bin")
OPEN( UNI T=LREAD, STATUS=" UNKNOWN , FORM='" UNFORMATTED ,
+ FILE = "restart.dat')
OPEN( UNI T=LSAVE, STATUS='" UNKNOWN' , FORM='" UNFORMATTED'
+ FILE = 'save.dat')
OPEN( UNI T=LRECOV, STATUS=" UNKNOWN , FORM=" UNFORVATTED ,
+ FILE = "recov.dat')
C
CALL PSR ( LIN, LQUT, LINKCK, LINKSK, LREAD, LSAVE, LRECOV,
1 LNLVRK, LWORK, LN WRK, |WORK, LNRWRK, RWORK, LNCWRK, CWORK)
C
STOP
END

Figure 5. Example Driver Routine for AURORA



V. PROGRAM INPUT AND OUTPUT

The user inputs information to AURORA using a keyword format. Each input line starts with an
identifying keyword. For some keywords, only the keyword itself is required, while others require one
or more pieces of additional information. Many keywords have default values associated with them.
If these default values are appropriate for the user’s problem, then these keywords do not need to be
included in the input file. In the case of restarts or continuation problems, some of the parameters can be
changed from what was used in the previous solution. If these keywords are not included or not changed
in the input keyword list for continuations or restarts, then the parameters will retain their former
values. In the list of keywords that follow, we indicate whether or not each keyword may be changed
on a restart from a previous solution. The order of the keyword input is not important. The general rules
governing the syntax of the keyword lines are listed below:

1. The first four characters of the line are reserved for the keyword, and it must begin at the first
column.

2. Any further input associated with the keyword can appear anywhere in columns 5 through 80.
The specific starting column is unimportant.

3. When more than one piece of information is required, the order in which the information
appears is important.

4. When numbers are required as input, they may be stated in either integer, floating point, or E
format. AURORA converts the numbers to the proper type internally. The double precision
specification D is not recognized; however, the double precision conversion will be done
internally, as necessary.

5. When species names are required as input, they must appear exactly as they are specified in
the CHEMKIN and SURFACE CHEMKIN Interpreter input files. They must also appear in
capital letters.

6. When more than one piece of information is required, the pieces are delimited by one or more
blank spaces.

7. If contradictory or duplicate keywords are input, AURORA uses the information that is last
read. Under some circumstances, this will result in a warning printed to the output file.

8. A “comment” line can be inserted by placing either an exclamation point (!), a period, (.), or a
slash (/) in the first column. Such a line is ignored by the code, but it is echoed back in the
printed output. In addition, on any keyword line, any input that follows the required input and
is enclosed in parentheses is taken to be a comment.

9. The keyword END must be the last input card.
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Keyword Descriptions

Problem Type

TGIVO Inclusion of this keyword means that AURORA will not solve the gas energy equation, but will
instead use a fixed user-supplied temperature (see TEMP). An optional number on the keyword
line specifies the PSR number. If no number is given, the keyword is assumed to apply to all
PSRs in series.

Default none; either TGIV or ENRG must be specified for each PSR
Restart can be changed.

ENRGUO Inclusion of this keyword means that AURORA will solve the gas-energy equation. An
optional number on the keyword line specifies the PSR number. If no number is given, the
keyword is assumed to apply to all PSRs in series. The user must still specify a temperature
(see TEMP), which provides the initial guess for the gas temperature.

Defaultd] none; either TGIV or ENRG must be specified for each PSR.
Restart—can be changed.

TEGV—This keyword will cause the electron temperature to be fixed at a user-specified value (see
ETMP), rather than solving the electron energy equation. An optional number on the keyword
line specifies the PSR number. If no number is given, the keyword is assumed to apply to all
PSRs in series.

Default--none; either TEGV or ENGE must be specified when electrons are present.
Restart--can be changed.

ENGE—This keyword will cause the electron energy equation to be solved. An optional humber on the
keyword line specifies the PSR number. If no number is given, the keyword is assumed to apply
to all PSRs in series. The user must still specify a temperature (see ETMP), which provides the
initial guess for the electron temperature.

Default--none; either TEGV or ENGE must be specified when electrons are present.
Restart--can be changed.

NOFT—When this keyword is specified and an energy equation is being solved (ENRG or ENGE), the
intermediate solution at a fixed temperature will be skipped. In this case, solution to the
energy and species equations will be attempted simultaneously from the user-specified initial
guess.

Default--AURORA will find the intermediate, fixed-temperature solution
Restart--can be changed.
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NPSR—Number of PSRs in series. Currently the maximum number of PSRs in series that the program
can consider is 10. This number can be changed, however, but modifying a parameter statement
in AURORA.

Default—1
Restart—can be changed.

NSDN—Inclusion of this keyword indicates that under no circumstances should surface site densities be
allowed to change, even if surface reactions that do not conserve surface sites are included in the
SURFACE CHEMKIN mechanism. This option may be useful for aiding convergence in problems
where the surface site densities may change, i.e., it may be helpful to first fix the surface-site
densities to provide a better initial guess to the full problem.

Default—include surface site densities as solution variables when appropriate.
Restart—can be changed.

ETCH—Inclusion of this keyword indicates that a given bulk phase is expected to be etched instead of
grown. The name of the bulk phase is required, except when there is only one bulk phase. Note
that the default name of unnamed SURFACE CHEMKIN bulk phases is: BULK1, BULK?2, etc.
This option changes the form of the equations to be solved for the bulk phase composition, as
described in Section Il. When the keyword ‘ETCH’ is supplied for a bulk phase, it is required
that ‘BULK’ keywords are also included for each bulk-phase species in that phase that is
etched.

Default—assume all bulk phases are growing.
Restart—can be changed.

Solution Method Options

ATOL—Absolute tolerance for the termination of the Newton iteration (refer to SSABS in the TWOPNT
manual22). The Newton iteration is considered to be converged when the maximum norm of the
solution correction vector Ag is reduced to less than the following criteria:
/A < max(ATOL,RTOL x|¢). Typically ATOL should be smaller than the maximum mass
fraction of any species of interest.

Default—1.E-9
Restart—can be changed.
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RTOL—REelative tolerance for the termination of the Newton iteration (refer to SSREL in the TWOPNT
manualzz). The Newton iteration is considered to be converged when the maximum norm of the
solution correction vector Ag is reduced to less than the following criteria:
Iag < max(ATOL, RTOL x |(A) Typically RTOL should be in the range of 10° to 10°, which would
provide roughly 3 to 6 digits of accuracy.

Default—1.E-4
Restart—can be changed.

ATIM—ADbsolute tolerance for the termination of the Newton iteration as it is used in the time stepping
procedure (refer to TDABS in the TWOPNT manualzz). For a precise definition, see the above
description of ATOL. Since we are not seeking accuracy in a transient solution, this convergence
criteria typically does not need to be as stringent as for the Newton iteration on the steady-
state solution.

Default—1.E-9
Restart—can be changed.

RTIM—Relative tolerance for the termination of the Newton iteration as it is used in the time stepping
procedure (refer to TDREL in the TWOPNT manualzz). For a precise definition, see the above
description of RTOL. Since we are not seeking accuracy in a transient solution, this convergence
criteria typically does not need to be as stringent as for the Newton iteration on the steady-
state solution.

Default—1.E-4
Restart—can be changed.

TIME—If the Newton method fails to converge, then the program takes some time steps in order to bring
the current iterate within the domain of convergence of Newton’s method (refer to STEPS1 in
the TWOPNT manualzz). This input specifies how many time steps to take and the initial size
of the time step. For example, TIME 100 1.E6, specifies that the program will take 100 time
steps, starting with a size of one microsecond.

Units—none; seconds
Default—100, 1.E6
Restart—can be changed

TIM2—This keyword is the same as TIME except that TIME applies to the fixed-temperature problem,
while TIM2 applies to solutions where the energy equation is being solved. This input is only
used when ENRG or ENGE is included.

Units—none; seconds
Default—100, 1.E6
Restart—can be changed
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DTMN—Minimum time step tolerated in TWOPNT’s time stepping algorithm before flagging an error

condition (refer to TMIN in the TWOPNT manual22).
Units—seconds
Default—1.E-10
Restart—can be changed.

DTMX—Maximum time step allowed in TWOPNT’s time stepping algorithm (refer to TMAX in the
TWOPNT manual22). When this value is reached, the time step size will no longer be increased
and time stepping will continue with a fixed time step.

Units—seconds
Default—1.E-4
Restart—can be changed.

IRET—Number of time steps to be taken in TWOPNT’s time stepping algorithm before increasing the
time step (refer to STEPS2 in the TWOPNT manualzz).
Default—25
Restart—can be changed.

UFAC—Factor by which to multiply the time step in TWOPNT’s time stepping procedure when the
number of time steps at the current step size reaches the number specified by ‘IRET’ (refer to
TINC in the TWOPNT manualzz).
Default—2.0
Restart—can be changed.

DFAC—Factor by which to divide the time step in TWOPNT’s time stepping procedure when necessary ,
i.e., when the current time step does not converge (refer to TDEC in the TWOPNT manualzz).
Default—2.0
Restart—can be changed.

NJAC—Number of iterations allowed in TWOPNT’s Newton method before a new Jacobian is calculated
(refer to SSAGE in the TWOPNT manualzz).
Default—20
Restart—can be changed.

TIAC—Number of iterations allowed in TWOPNT’s time-stepping procedure before a new Jacobian is
calculated (refer to TDAGE in the TWOPNT manualzz).
Default—20
Restart—can be changed.
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ISTP—Number of initial time steps to take before attempting Newton iterations for the steady-state
problem (refer to STEPSO in the TWOPNT manual22).
Default—0
Restart—can be changed.

ABSL—This keyword is used to override the default value for the absolute perturbation in the solution
variable used in the determination of the numerically derived Jacobian.
Units—none
Default—If the ATOL keyword is given, then the ABSL value is set equal to the ATOL
value. If ATOL is not specified, then the ABSL value is set equal to the square
root of the unit roundoff error of the machine.
Restart—can be changed.

RELT—This keyword is used to override the default value for the relative perturbation in the solution
variable used in the determination of the numerically derived Jacobian.
Units—none
Default—the square root of the unit roundoff error.
Restart—can be changed.

SFLR—This keyword is used to override the default value for the minimum bounds on the solution
variables corresponding to gas-phase mole fractions, surface-phase site fractions, and bulk-
phase mole fractions. TWOPNT will not let the solution variables fall below their minimum
bounds during iteration (refer to BELOW in the TWOPNT manual22).

Units—none
Default—0.0
Restart—can be changed.

Reactor Conditions

TEMP—The reactor gas temperature. Depending on the problem this is either the user supplied
temperature (TGIV) or an initial estimate of the temperature (ENRG). An optional second
number on the keyword line specifies the PSR number. If no number is given, the first value is
assumed to apply to all PSRs in series.

Units—K
Default—required input for all PSRs.
Restart—can be changed.
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PRES—The reactor pressure in atmospheres. An optional second number on the keyword line specifies
the PSR number. If no number is given, the first value is assumed to apply to all PSRs in series.
Units—atm
Default—required input for all PSRs.
Restart—can be changed.

PRMT—The reactor pressure in millitorr. An optional second number on the keyword line specifies the
PSR number. If no number is given, the first value is assumed to apply to all PSRs in series.
Units—mtorr
Default—required input for all PSRs.
Restart—can be changed.

TAU—The nominal residence time of the gas in the reactor.
Units—sec
Default—none; either TAU, FLRT, or SCCM must be specified for the first PSR. For all
subsequent PSRs in series, the flow rate of the preceding PSR is assumed to be the
flow rate into the next PSR.
Restart—can be changed.

FLRT—The mass flow rate into the reactor.
Units—g/sec
Default—none; either TAU, FLRT, or SCCM must be specified for the first PSR. For all
subsequent PSRs in series, the flow rate of the preceding PSR is assumed to be the
flow rate into the next PSR.
Restart—can be changed.

SCCM—The volumetric flow rate into the reactor in standard cubic centimeters per second assuming
that the inlet temperature is 298.15 K and the inlet pressure is 1 atm.
Units—cm®/sec
Default—none; either TAU, FLRT, or SCCM must be specified for the first PSR. For all
subsequent PSRs in series, the flow rate of the preceding PSR is assumed to be the
flow rate into the next PSR.
Restart—can be changed.

VOL—The volume of the reactor. An optional second number on the keyword line specifies the PSR
number. If no number is given, the first value is assumed to apply to all PSRs in series.
Units—cm®
Default—none; required input for all PSRs.
Restart—can be changed.
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QLOS—The heat loss of the reactor. This keyword is only significant when the ENRG keyword is used.
An optional second number on the keyword line specifies the PSR number. If no number is given,
the first value is assumed to apply to all PSRs in series.

Units—cal/sec

Default—0.0; The QLOS and HTRN keywords are mutually exclusive for each PSR. If
neither keyword is supplied for a PSR, then QLOS is assumed to have a value of
0.0.

Restart—can be changed.

HTRN—The heat transfer coefficient and ambient temperature for specification of the heat loss from
the reactor. This keyword is only significant when the ENRG keyword is used. An optional
second number on the keyword line specifies the PSR number. If no number is given, the first
value is assumed to apply to all PSRs in series.

Units—h; has units of cal/(cm’-K-sec); T, is in units of K.

Default—0.0; The QLOS and HTRN keywords are mutually exclusive for each PSR. If
neither keyword is supplied for a PSR, then QLOS is assumed to have a value of
0.0.

Restart—can be changed.

AREA—The total surface area of in the reactor. An optional second number on the keyword line
specifies the PSR number. If no number is given, the first value is assumed to apply to all PSRs
in series.

Units—cm’
Default—0.0
Restart—can be changed.

AFRA —Fraction of the total surface area that corresponds to a surface material (see the multiple
surface material capability under SURFACE CHEMKIN). For example, ‘AFRA WAFER 0.001’
indicates that the material “‘WAFER’ comprises 0.1% of the total reactor surface area. The
material name must correspond to a material name declared in the SURFACE CHEMKIN input
file or an error will occur.

Units—none
Default—1.0 for all materials
Restart—can be changed.

TSRF—The temperature of the surfaces in the reactor. Use only if you want the surface temperature,
which controls the surface chemistry rates, to be different than the gas temperature. An
optional second number on the keyword line specifies the PSR number. If no number is given, the
first value is assumed to apply to all PSRs in series.
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PWRW —Total power deposition to the plasma in units of Watts.
Units—Watts
Default—0.0
Restart—can be changed.

PWRE —Total power deposition to the plasma in cgs units.
Units—ergs/sec
Default—0.0
Restart—can be changed.

PWRC —Total power deposition to the plasma in calories/sec.
Units—calories/sec
Default—0.0
Restart—can be changed.

ETMP —The electron temperature in the reactor. This value is either used as the user-specified fixed
electron temperature (when TEGYV is included) or as the initial estimate of the electron
temperature for solution iteration (when ENGE is included).

Units—K
Default—the electron temperature is set equal to the gas temperature
Restart—can be changed.

TION —Specified temperature of ions. In this version of the software, there is no separate energy
balance that accounts for ion energy gain above the gas temperature. The ions may, however, be
much hotter than the neutral species, and this is accounted here as an additional energy loss
from the deposited power required to heat the ions to the assumed temperature.

UnitsO K
DefaultO the ions have the same temperature as the neutral gas
Restart—can be changed.

There are three ways in AURORA to specify the ion energy at surfaces in the reactor. This
energy represents the energy gained by the ion through a plasma sheath at the plasma/surface
interface. The value of the energy can have two roles in the solution. First, it represents a fraction of
the total power deposited into the plasma; therefore the energy flux of the ions must be subtracted off
the total power to get the power deposited to the electrons. Second, it is possible that some surface
reaction rates depend on the ion energy. Some capabilities for describing such reactions have been
implemented recently in SURFACE CHEMKIN. The first option for assigning the ion energy is a direct
specification in units of electron Volts using the IONE keyword. A second option is to use the ELSH
option to define the ion energy in terms of the electron temperature. This is often a good approximation
of the sheath voltage, and therefore the ion energy. A third option is more time consuming but probably
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more accurate for surfaces where an electrical rf bias has been applied. This option is the solution of an
analytical sheath model that determines the time-averaged ion energy of each ion crossing an rf
sheath with specified current or voltage amplitude and frequency. This option is selected using the
keyword RFSH, and includes several additional keywords to describe the rf bias. For current-control
the user must specify RFFQ and RFIA, while voltage control requires specification of RFFQ, RFVA and
RFVD. When looking at the sensitivity of the solution to these various options, it may be useful to
separate out the use of the ion energy in the kinetics and the use in determining the fraction of the
deposited power that goes to the ions in the sheath. For this reason, AURORA will allow specification
of both ELSH and IONE or RFSH. In the case that both are specified, ELSH will be used for the power
deposition calculations, and a warning will be printed in the ASCII output.

IONE —Specified energy loss to ions in the sheath for each ion lost at a specified material. The energy
that the ions gain in the sheath is specified in electron Volts. For example, ‘IONE
MATERIALL1 30’ would result in an ion energy gain of 30 eV as it crossed the sheath near the
material MATERIALL1. This energy gain for the ions results in a reduced effective power
deposition to the electrons (unless ELSH is also specified), as described in Section II.

UnitsO eV
Default[d 0.0
Restart[ can be changed.

ELSH —Specified energy loss to ions in the sheath for each ion lost at a specified material. The energy
that the ions gain in the sheath is typically assumed to be the sheath voltage, which can be
described as a multiplier of kT.. The value given hear is the value of the multiplier. For
example, ‘ELSH MATERIAL1 5.0’ would result in an ion energy gain of 5kTeas it crossed the
sheath near the material MATERIALL. This energy gain for the ions results in a reduced
effective power deposition to the electrons, as described in Section II.

Unitsd none
DefaultO 0.0
Restartd can be changed.

RFSH—Inclusion of this keyword flags AURORA to solve an rf analytic sheath model to get the time-
averaged ion energy crossing the sheath at a given material. An optional integer flag after the
material name can be included to indicate that the rf bias will be current controlled (1) or
voltage controlled (0). For example, ‘RFSH MATERIAL1 1’ would indicate a current-controlled
rf sheath at MATERIALL. The ion energy gain calculated from the sheath model results in a
reduced effective power deposition to the electrons (unless ELSH is also specified), as described
in Section II.

Default—No rf sheath simulation; If no integer is included, the rf sheath is assumed to be
current-controlled.
Restart—can be changed.



RFFQ—The rf Frequency for an rf sheath. This keyword is only relevant when RFSH is specified.
Units—Hertz
Default—13.56E6
Restart—can be changed.

RFIA—The rf current amplitude for current-controlled rf bias. This keyword is only relevant when
RFSH is specified with current control.
Units—Amps
Default—0.0
Restart—can be changed.

RFJA—Same definition as RFIA. RFIA and RFJA result in the same action in AURORA.
Units—Amps
Default—0.0
Restart—can be changed.

RFVA—The rf voltage amplitude for voltage-controlled rf bias. This keyword is only relevant when
RFSH is specified with voltage control.
Units—Volts
Default—0.0
Restart—can be changed.

RFVD—The DC component of the voltage for a voltage-controlled rf bias. This keyword is only
relevant when RFSH is specified with voltage control.
Units —Volts
Default—0.0
Restart—can be changed.

QLSE —This is an additional energy loss term for the electrons that is introduced to account for
inelastic collisional losses that are not already included explicitly in the CHEMKIN reaction
mechanism. Energy loss values are specified here as a function of electron temperature and are
given per ionization event to be consistent with the work of Lee, et al.l” For example, ‘QLSE
34800. 100.” would represent an electron energy loss of 100 eV/ionization event for an electron
temperature of 34800 K (3.0 eV).

Units—energy loss: eV/ionization event; electron temperature: K
Default—0.0
Restart—can be changed.
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XSEK —Momentum-transfer collision cross section between electrons and a specified species. For
example, ‘XSEK AR 1.0e-16’ would indicate a momentum-transfer cross-section of 10-16 ¢m?2
between electrons and argon atoms. For any species not specified by the XSEK keyword, a user-
specified default value will be used.

Units—cm?
Default—the value specified by XSDF below.
Restart—can be changed.

XSDF —Default value for a momentum-transfer cross-section between electrons and each species. This
value is used for all species not specified with the XSEK keyword.
Units—cm?
Default—none; the user must either specify XSDF or include XSEK for all species except
electrons.
Restart—can be changed.

BOHM—Inclusion of this optional keyword results in the constraint of ion fluxes to surfaces based on a
modified Bohm criterion. The value input with the BOHM keyword represents the ratio of the
ion density at the sheath edge over the ion density in the plasma bulk. Since AURORA does not
calculate this spatial dependence of the ion density, this correction to the Bohm flux is
necessary to obtain the correct ion loss to the reactor walls and other surfaces. A typical value
for BOHM is 0.4-0.6. When this keyword is included, AURORA will correct the ion surface loss
rate determined by SURFACE CHEMKIN routines, such that the flux of each ion is equal to its
Bohm velocity multiplied by this Bohm correction factor. Note: AURORA also corrects the
Bohm velocity to include the effect of negative ions in the plasma.

Units—none.

Default—none. If this keyword is not included, the ion flux will be determined solely from
the SURFACE CHEMKIN rate information.

Restart—can be changed.

CNFN —Inclusion of this keyword results in the confinement of negative ions; i.e. the outflow term in
the species balance for negative ions is neglected. This option is included to allow consistency
with the work of Lee, et all’

Default—negative ions are allowed to flow out of the reactor.
Restart—can be changed.

GFAC —Multiplier for all gas-phase reaction rates. This keyword can be useful for determining effects
of and errors in the gas-phase chemistry, without rerunning the CHEMKIN interpreter.
Units—none
Default—1.0
Restart—can be changed.
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SFAC —Multiplier for all surface reaction rates. This keyword can be useful for determining effects of
and errors in the surface chemistry, without rerunning the SURFACE CHEMKIN interpreter.
Units—none
Default—1.0
Restart—can be changed.

Inlet Conditions

TINL—The inlet temperature.
Units—K
Default—none; required input for all problems where ENRG is specified.
Restart—can be changed.

TEIN —Electron temperature in the inlet stream. For most cases, there are no free electrons in the inlet
stream, in which case the electron inlet temperature is not used.
Units—K
Default—the electrons have the same temperature as the inlet gas.
Restart—can be changed.

The inlet composition can be supplied in one of two ways. The most common way is to define the
inlet mole fractions for each reactant species (REAC). An alternative is available for combustion
problems involving mixtures of fuels and oxidizers. For this case, the user may define the equivalence
ration (EQUI), the fuel composition (FUEL), the oxidizer composition (OXID) and the product species
(PROD). AURORA then determines the inlet composition from these parameters.

REAC—Mole fraction of the reagent gases entering the reactor. One of these REAC inputs must appear
for each species in the inlet gas stream. For example, REAC C2H2 0.5, would indicate that
acetylene has a mole fraction of 0.5 in the inlet gas. The sum of all the reactant mole fractions
should equal to one. However, if they do not, AURORA will proceed to normalize the mole
fractions so that they do sum to one, and print a warning message in the output file.

Units—none

Default—none; at least one REAC keyword is required, unless the EQUI /JFUEL /OXID
/PROD option is used.

Restart—can be changed. However, the REAC keywords must be changed as a set, not
individually

EQUI—The air/fuel equivalence ratio

Default—none; either REAC or EQUI/FUEL/OXID/PROD is required.
Restart—can be changed.
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FUEL—This keyword defines the fuel mole fraction composition. It must be followed by a species name
and then the mole fraction. One of these FUEL inputs must appear for each fuel species. Any
given species can participate simultaneously as a fuel, oxidizer, or product. The sum of all the
fuel mole fractions should equal one. If it does not, a warning message will be printed and the
mole fractions will be normalized so the sum does equal one. (Note: the mole fractions are of
the fuel itself, not for the entire composition)

Units—none.
Default—none; either REAC or EQUI/FUEL/OXID/PROD is required.
Restart—can be changed.

OXID—This keyword defines the oxidizer mole fraction composition. It must be followed by a species
name and then the mole fraction. One of these OXID inputs must appear for each oxidizer
species. Any given species can participate simultaneously as a fuel, oxidizer, or product. The
sum of all the oxidizer mole fractions should equal one. If it does not, a warning message will be
printed and the mole fractions will be normalized so the sum does equal one. (Note: the mole
fractions are of the oxidizer itself, not for the entire composition)

Units—none.
Default—none; either REAC or EQUI/FUEL/OXID/PROD is required.
Restart—can be changed.

PROD—One of these PROD inputs must appear for each product species when the EQUI /FUEL /7OXID
/PROD option is used. Any given species can participate simultaneously as a fuel, oxidizer, or
product.

Units—none.
Default—none; either REAC or EQUI/FUEL/OXID/PROD is required.
Restart—can be changed.

ADD—Mole fractions of species added to the inlet composition may be included optionally with this
keyword when the EQUI /ZFUEL /OXID /PROD option is used. These species do not enter into
the equivalence ratio computations. One species is entered per line.

Units—none.

Default—none; either REAC or EQUI/FUEL/OXID/PROD is required.

Restart—can be changed. However, the ADD keywords must be changed as a set, not
individually.
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Solution Estimate

XEST—Estimated gas-phase mole fractions to begin the iteration. For example, XEST H20 0.5 assigns
an initial mole fraction of 0.5 to water vapor in the reactor. The sum of all the estimated mole
fractions should equal one. If they do not sum to one, AURORA will proceed to normalize them
to one, and will print a warning message in the printed output.

Default—0.0

SURF—Estimated surface-site fraction of a surface species to begin the calculation. For example,
SURF Ga(s) 0.001 assigns the initial surface-site fraction of 0.001 to the Ga(s) surface species.
The sum of all estimated surface-site fractions for each surface phase n should equal one. If
they do not sum to one, AURORA will proceed to normalize them to one, and will print a warning
message in the printed output.
Default—0.0

BULK—Estimated bulk-species mole fraction to begin the calculation. This is required input for bulk
species in bulk phases that are being etched (see ETCH). For example, BULK Ga(d) 1.0
assigns the estimated mole fraction of 1.0 to the Ga(d) bulk-phase species. The sum of all
estimated bulk-phase mole fractions for each bulk phase n should equal one. If they do not sum
to one, AURORA will proceed to normalize them to one, and will print a warning message in the
printed output.

Default—0.0

SDEN—Estimated surface site density of a surface phase. For example, SDEN GAAS 1.0E-8 assigns
the estimated surface site density of 1.0E-8 moles/cm’ to the surface phase named GAAS. If
this surface site density is treated as an unknown in the problem, then this keyword acts to
provide an initial estimate for the variable. If the surface site density is not a solution
variable, then this keyword serves to override the default (standard state) surface site density
that was input in the SURFACE CHEMKIN input file.

Units—mole/cm?
Default—the surface site density is equal to that provided in the SURFACE CHEMKIN input
file.

Sensitivity Analysis Options

ASEN—Inclusion of this keyword causes the calculation of the first-order sensitivity coefficients with
respect to the gas-phase and surface chemistry rate constants for all species and the gas
temperature.

Default—no sensitivity coefficients are computed.
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SEN— Inclusion of this keyword causes the calculation of the first-order sensitivity coefficients with
respect to the gas-phase and surface chemistry rate constants for the specified species. The
keyword should be followed by a species name. Note that all the sensitivity coefficients will
be calculated and written to the Save File, but only those requested will be included in the
printed output (Unless the ASEN, SENT, or SENG keyword is used).

Default—no sensitivity coefficients are computed.

SENT—Inclusion of this keyword causes the calculation of the first-order sensitivity coefficients with
respect to the gas-phase and surface chemistry rate constants for the gas temperature. Note
that all the sensitivity coefficients will be calculated and written to the Save File, but only
the gas temperature sensitivities will be included in the printed output (Unless the ASEN,
SEN, or SENG keyword is used).

Default—no sensitivity coefficients are computed.

SENG—Inclusion of this keyword causes the calculation of the first-order sensitivity coefficients with
respect to the gas-phase and surface chemistry rate constants for the growth rate of all bulk
phases. Note that all the sensitivity coefficients will be calculated and written to the Save
File, but only the growth-rate sensitivities will be included in the printed output (Unless the
ASEN , SEN, or SENT keyword is used).

Default—no sensitivity coefficients are computed.

EPSS—Threshold value for the first-order sensitivity coefficients for the species with respect to the
rate constants. Coefficients below this value are not printed. However all sensitivity
coefficients that are calculated will be written to the Save File.

Default—0.001

EPST—Threshold value for the first-order sensitivity coefficients for the gas temperature with respect
to the rate constants. Coefficients below this value are not printed. However all sensitivity
coefficients that are calculated will be written to the Save File.

Default—0.001

EPSG—Threshold value for the first-order sensitivity coefficients for the growth rates of all bulk
phases with respect to the rate constants. Coefficients below this value are not printed.
However all sensitivity coefficients that are calculated will be written to the Save File.

Default—0.001
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Rate-of-Production Analysis Options

AROP—Inclusion of this keyword causes the rate-of-production coefficients to be determined for all
species.
Default—no rate-of-production coefficients are computed.

ROP—Inclusion of this keyword causes the rate-of-production coefficients to be printed for specified
species. The keyword must be followed by one or more names of species. If any ROP keywords
are used, all the rate-of-production coefficients will be computed and written to the Save File.
However, only those specified by the ROP keyword will be printed in the ASCII output. More
than one species may be entered per line. If the line is blank after the ROP keyword, then all
rate-of-production contributions are computed and written to the Save File, but none are
printed.

Default[ no rate-of-production coefficients are computed.

EPSR—Threshold value for the rate-of-production coefficients. Coefficients below this value are not
printed to the ASCII output. However, all the rate-of-production values that are calculated
are written to the Save File.

Default—0.01

Miscellaneous Controls

PRNT—Printing control. “PRNT 0” provides printed output for only the solution (plus sensitivity
coefficients and rates-of-production coefficients, when requested). “PRNT 1” provides an
additional summary of the iteration path from the solver. “PRNT 2” includes printing at every
stage of the Newton iteration and time stepping procedure. More printing is sometimes helpful
when diagnosing problems and trying to adjust the input parameters to optimize convergence.
However, since the increased printing requires more function evaluations to show how the
solution is progressing, the computer time increases with increased printing.

Default—1
Restart—can be changed.

RSTR—Inclusion of this keyword causes AURORA to read a solution off the Restart File and begin

iteration on the current reactor conditions from this solution.
Default—solution started from the input estimates and no Restart File is used.
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CNTN—Inclusion of this keyword causes AURORA to expect keywords for another problem to follow
the END keyword. The following problem uses the solution of the previous problem as its
initial guess. This capability is very similar to that provided by RSTR. However, in the case
of CNTN, several related problems can be solved by one job submission, without having to
manipulate the restart files. The solutions resulting from CNTN keywords are written
sequentially to one Save File. Any keyword that can be changed for a RSTR problem can be
changed on a continuation.

Default—no continuation is expected.

END—This keyword signifies the end of the input data for a given reactor description. It must appear
after each set of data when continuation jobs are indicated using the CNTN keyword.
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V1. SAMPLE PROBLEM A:  THERMAL CVD OF SisN,

The example we consider is Si;N, deposition from a SiF,, NH,; mixture in a low pressure reactor.
This mechanism should only be considered as illustrative and not as a source of kinetic data on the
Si;N, system. The pressure (PRES), 2.368x10° atm, is low enough that the assumptions behind the
perfectly stirred tank reactor model are not too bad. The reactor has a volume (VOL) of 2,000 cm®, a
surface area (AREA) of 950 cm? and an inlet flow rate of 11,300 standard cubic centimeters per second
(SCCM). The inlet composition is defined by the mole fraction keywords (REACT). The mole fractions
of SiF, is assumed to be 0.14286. The remainder of the inlet gas is NH,. The temperature of the reactor is
not calculated from an energy equation (TGIV). It is fixed 1,440 K (TEMP). The surface temperature is
assumed to be equal to the gas phase temperature (i.e., no TSRF keyword is supplied). We do not supply
a solution estimate for the species concentrations (XEST). Since this is not a restart problem (RSTR), the
equilibrium composition is calculated at 1,440 K and used as a starting point for the iterations.
However, we do supply a solution estimate for the surface site concentrations (SURF) and bulk phase
mole fractions (BULK).

This example was run on a SGI Indigo (150MHz) work station using the UNIX operating system
and the FORTRAN compiler. Thus, the CPU times reported in the output are for this computer.

The first file required by the code is the input file for the CHEMKIN Interpreter, which defines
the SiF,—~NH; gas-phase reaction mechanism. The next file required by the code is the input file for the
SURFACE CHEMKIN Interpreter, which defines the surface species in the Si;N, surface phase and the
Si;N, solid, which is defined in terms of two bulk phases, SI(D) and N(D). The surface reactions are
also defined, here. Though it is not immediately obvious, the nature of the surface mechanism
guarantees a bulk-phase stoichiometry of 3:4. The next file shown is the output from the AURORA code.
After giving statistics on the working space requirements, the code echoes the keyword inputs.
Following the keywords, the AURORA prints information about the kinetics mechanism, such as the
total number of species and reactions, and whether there are any surface reactions that do not conserve
surface sites. Next comes a section about the inlet conditions: the total mass flow rate, volumetric flow
rate, and individual species flow rates in various units. Information about parameters supplied to
TWOPNT are supplied next. These include the lower and upper bound on solution variables (SFLR), the
number of time steps to try if Newton's method fails and the initial time-step increment (TIME and
TIM2), the absolute and relative bounds on the maximum norm of the solution updates for both the
steady-state (RTOL and ATOL) and time-dependent problem (RTIM and ATIM), and the absolute and
relative deltas to be used in the numerical differencing algorithm that forms the Jacobian (ABSL and
RELT).
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The next block of output is written by the subroutine PSPRNT and contains the initial guess for
the solution sent to TWOPNT. The number of times it is called in the program depends on the value of
the keyword PRNT. It prints out the reactor conditions, inlet gas-phase mole fractions, current values
for the solution variables and growth rates of bulk phases. It also prints out the current values of the
steady-state residuals.

We have set the PRNT keyword to 2 so that detailed diagnostics for the progress of iteration
are provided. The next block of output comes from NEWTON (which attempts to solve the problem by
Newton's method). It indicates that after computing four Jacobians and three new solution estimates,
the Newton iteration failed because one of the surface-site fractions became less than the lower bound.
The column headings in the report from Newton are as follows. The “function” value is the logarithm of
the maximum norm of the residuals, i.e., F(qo)of Eq. (42). The “step size” is the logarithm of the
maximum norm of the undamped Newton step JYE from EqQ. (44) The “trial value” is the logarithm of

the function n evaluated at @™,

The “trial step” is the logarithm of the maximum norm of the
undamped step for the “next” iteration (see Eq. (47) ). The code damps the Newton step for (p(”+1) until
the trial step is less than the current “step size”. The next column is the logarithm of the damping
coefficient. The last column reports the logarithm of the LINPACK38 estimate of the Jacobian's

condition number each time a new Jacobian is computed.

The next block of output is the report from TIMSTP. The first column is a counter for the time
step number. The next column is the logarithm of the maximum norm of the steady state residual, i.e.,
F((p). The following column is the logarithm of the maximum norm of the change in the solution ¢ that
occurred by taking the time steps. The last three columns report statistics on the Newton iteration that
is used to take each time step. These include the number of Newton steps and the number of Jacobians
required for a given time step. Each time a new Jacobian is evaluated the condition number is reported.
When there is no entry in the Jacobian columns then a Jacobian from a previous time step is being used.

In this example, the time stepping makes steady (but not monotonic) progress in reducing the
residual norms. Many steps are computed with little work. Choosing a larger time step may have been
advisable on this problem. The residual norms ultimately have to decrease. With the PRNT option at
2, the current solution is printed every time NEWTON or TIMSTP completes its task successfully. So in
this case, the first NEWTON fails and the TIMSTP is called. After TIMSTP completes the required 50
steps, the current iteration is printed. This is followed by a report from NEWTON, indicating that now
it succeeds in 43 steps with four Jacobians. The final solution from PSPRNT is printed, together with
timing statistics for the computation.

At the end of the run, details concerning the outlet composition and flow rate are printed. A
detailed species balance is also printed. In that section inlet flow rates, outlet flow rates, gas-phase
production rates, gas-phase destruction rates, net surface-phase production rates are quoted for each
gas-phase and surface-phase species. The last column, entitled “TOTAL_NET,” quotes the net rate of
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production for each gas-phase, surface-phase, and bulk-phase species in the problem. If the AURORA
equations were solved exactly, this column should have zero entries for all gas-phase and surface-
phase species. Bulk-phase species do not necessarily have a zero net production rate, due to the fact
that bulk phases may be growing or etching. A detailed element balance is supplied after the detailed
species balance, where the element fluxes for the inlet, outlet, and bulk phases are computed.

Lastly, results from requested normalized sensitivity coefficient calculations and rates-of-
production analyses are printed. These are the normalized sensitivity coefficients as defined by
Egs. (54) and (62). In the current problem, sensitivity coefficients for gas-phase species, HF, SiF,, and
NH; and for the overall growth rates of all bulk phases were requested. The results show that both the
composition of all three of these gas-phase species and the total growth rate is determined by surface
reaction number 2, the initial dissociative adsorption reaction involving SiF,.

The code could now proceed to a continuation problem as specified by the CNTN keyword or to a
second PSR in series with the first, specified by an NPSR keyword. However, in the interest of keeping
this manual to a reasonable length, we have omitted an example of these features.

In this example we used a lot of printing in order to explain each of the various outputs.

However, when problems are running without difficulty, we recommend using PRNT 0. This provides an
uncluttered printed output that contains only the solutions.
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CHEMKIN Input for the Si;N, Mechanism

ELEMENTS HN SI F

END

SPECIES H2 H N2 N NH NH2 NNH N2H2 N2H3 N2H4
HF F SIF4 SIF3 SIHF3 SI F3NH2 NH3

END
THERMO
S|

0. 26506014E 01-0.

0. 53437054E 05 0.
-0.32833177E-08 0.
SI F2

0.61424704E+01 0.
-0. 77440422E+05- 0.
- 0. 45795536E- 08 0.
SIF

0. 41200666E+01 0.
-0. 75613784E+04 0.
-0.18072788E-08 0.
S| F3NH2

0. 12109636E+02 0.
-0.16417678E+06- 0.
-0.12672435E- 07 0.
SI HF3

0. 93635674E+01 0.
-0. 14860736E+06- 0.
-0. 10582003E- 07 0.
SI F3

0. 85247898E+01 0.
-0. 12235223E+06- 0.
-0. 77692990E- 08 0.
S| F4

0.10478473E 02 0.
- 0. 19790550E 06-0.

0. 31584638E-07-0.
HF

0. 29919110E 01 O.
-0.33621364E 05 0.

0. 17564491E- 08-0.

0. 27004353E 01-0.

0.87163617E 04 0.

0. 16837365E- 08- 0.
END

J 3/67Sl 100 0000 0000 00G

35763852E- 03 0.
52204057E 01 O.
91213631E-12 O.
41889Sl 1F
78079745E- 03- 0.
47123275E+01 0.
26074143E-11-0.
41889SlI 1F
35488207E- 03- 0.
27842460E+01 O.
10411718E-11-0.
41889SlI 1N
43832823E- 02- 0.
30469284E+02 0.
70445559E- 11- 0.
41889SlI 1H
29475559E- 02- 0.
21694529E+02 0.
56175433E-11-0.
41889Sl 1F
13237924E- 02- 0.
15502343E+02 0.
43778518E- 11-0.
J 6/76Sl 1F
28586756E- 02- 0.
27520641E 02 O.
84506114E-11-0.
J 6/77H 1F
71489475E- 03- 0.
38123288E 01 O.
57869940E- 12- 0.
J 9/ 65F 1
22293182E- 03 0.
38067182E 01 O.
64587833E-12 0.

29592293E- 06- 0.
31793537E 01-0.
53339032E 05 0.
2 0 0G

13393120E- 06- 0.
38453453E+01 0.
76816336E+05 0.
1 0 0G

72002223E-07-0.
31449478E+01 0.
72944390E+04 0.
1F 3H 2G

41422453E- 06- 0.
62294030E+01 0.
16258489E+06 O.
1IF 3 0G

35776330E- 06- 0.
39180529E+01 0.
14704386E+06 O.
3 0 0G

21042787E- 06- 0.
46628685E+01 0.
12129652E+06 O.
4 0 0G

12646314E-05 O.
21893068E 01 0.
19603289E 06 O.
1 0 0G

68630973E-07-0.
34379986E 01 0.
33818972E 05 0.
0 0 0G

97941385E-07-0.
28128740E 01-0.
86604019E 04 0.
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300. 000 5000. 000
72804829E- 10 0. 57963329E- 14
27646992E-02 0. 44784038E- 05
27273204E 01 0. 00000000
300. 000 3000.000 1000.00
62648393E-10 0. 17251383E-13
60384651E-02-0. 11677322E- 05
72729836E+01

300. 000 3000.000 1000.00
21904345E-10 0. 67645906E- 14
25885573E-02- 0. 57959124E- 06
78767738E+01

300. 000 3000.000 1000.00
39890902E- 09 0. 89589543E- 13
17780151E- 01- 0. 26123043E- 05
20454407E+00

300. 000 3000.000 1000.00
28582245E-09 0. 69157286E- 13
14639172E- 01- 0. 18560698E- 05
70242615E+01

300. 000 3000.000 1000.00
11495040E- 09 0. 30553014E-13
10087878E- 01- 0. 18055442E- 05
46729660E+01

300. 000 5000. 000
24746863E-09-0. 17824296E- 13
33702007E-01- 0. 46723179E- 04
13287308E 02 0. 00000000
300. 000 5000. 000
11617130E-10 0. 19412375E- 14
53571598E- 03- 0. 15229655E- 05
11930153E 01 0. 00000000
300. 000 5000. 000
19123038E-10 0. 13768154E- 14
33023098E- 05- 0. 12897310E- 05
30984198E 01 0. 00000000
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REACTI ONS
H+H+MEH2+M
H2/ 0. O/
H+H+H2=H2+H2
NH+N=N2+H
NH+H=N+H2
NH2 +H=NH+H2
NH3+H=NH2+H2
NNH=N2+H
NNH+H=N2+H2
NNH+NH2=N2+NH3
NNH+NH=N2 +NH2
NH2+NH=N2H2+H
NH+NH=N2+H+H
NH2+N=N2+H+H
N2 H2 +M=NNHHH+M
N2/ 2/ H2/l 2/
N2 H2 +H=NNH+H2
N2 H2 +NH=NNH+NH2
N2 H2 +NH2=NH3+NNH
NH2+NH2=N2H2 +H2
NH3+M=NH2 +H+M
N2 H3+H=NH2+NH2
N2H3+M=N2 H2 +H+M
N2 H3+NH=NH2+N2 H2
NH2+NH2+MEN2H4 +M
H+N2HA=H2+N2H3
NH2+N2 HA=NH3+N2 H3
NH+H+MENH2 +M
NH2 +NH2=NH3+NH
F+NH3=NH2+HF
S| F4=SI F3+F
H+SI F4=HF+SI F3

NH2+SI F4=SI F3NH2+F
NH3+SI F3=SI F3NH2+H

NH3+SI F3=SI HF3+NH2
END

. 100E+14
. 100E+14
. 500E+12
. 140E+17
. 60E+12
. 50E+16
. 00E+13
. 00E+20
. 30E+13
. 90E+12
. 00E+16
. 00E+12
. 27E+11
. 00E+12
. 00E+13
. 00E+11
. 00E+11
. 00E+11

. 100E+19 -1.

. 920E+17
. 300E+14

100E+15

- 0.
0.
0.

. 692E+14 0.
.636E+06 2
. 100E+05 0.
. 100E+15 0.
. 500E+14 0.
. 500E+14 0.
. 500E+14 0.
. 254E+14 0.

0.

0.

720E+14

. 500E+17

500E+14

COOOLOOLO0O0LOPOOO0OOC0O0OC0O

O O O0OO0OO0OUIl O UloO OO oo Oo

000

600
000
000
000
390
000
000
000
000
000
000
000
000

000
000
000
000
000
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2500.
1500.
0.
10000.
800.
147170.
50000
40950.
5000.
10000.

. 000
. 000
. 000
. 000
. 000

OO O O0OO0OO0OO0O0O0O0OO0OO0OOoOOoOOo

JAM
NH3 CST

M CHAEL
JAM
JAM
JAM
JAM
NH3CST
NH3 CST
PG

NH3 CST

NH3 CST
NH3 CST
NH3 CST
NH3 CST
MBCK
MBCGK
MBCK
VBCK
MBCK
MBCK
MBCK
MBCGK
MBCK
KONDRATI EV
PHOSMEC
PHOSMEC
GUESS
GUESS
PHOSMEC



SURFACE CHEMKIN Input for the Si;N, Mechanism

ISTHSI3NY  DEN 2 510589EL5
STESI3NY  SIEN4. 1683E 9/
I NSRS/ 2 NNR(S/2/ SIFAN(S/2 S PNH S/ 2
I NDRSIRH S/ 2 NS FNASFNHS 74/
NS HS)/ 2 F3I_N2(S)/2/ F2SIN{S)/ 2/
FONFSINH(S)/2/ HNFS N9 2(S /4
N NH(S)/ 2/
BD
BULK SI(D/ 2 066/
BUK N(D) /1 374/

BD
THER\D ALL

300. 600. 1685,

HN S F(S) J3/67N 1H 19 1F 1S 300.000 1685. 000

0. 24753989E 01 0. 88112187E 03- 0. 20939481 E 06 0. 42757187E-11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 83710416E- 02-0. 13077030E- 04
0. 97593603E 08- 0. 27279380E 11- 0. 52486288E 03-0. 452726 78E 01
HN N2(S) J3/67N 2H 39 OF 0S 300000 1685. 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E-11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0. 84197538E 00 0. 83710416E- 02-0. 13077030E- 04
0. 97593608 08- 0. 27279380E: 11- 0. 52486283E 03-0. 452726 78E 01
R3Sl N2(9 J3/67N 1H 29 1F 3S 300000 1685. 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E-11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 837104 16E- 02-0. 1307 7030E- 04
0. 97593603E 08- 0. 27279380E 11- 0. 52486288E 03-0. 452726 78E 01
F2SINH(S) J3/67N 1H 13 1F 2S 300.000 1685 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E- 11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 83710416E- 02-0. 13077030E- 04
0. 97593603E 08- 0. 27279380E 11- 0. 52486288E 03-0. 452726 78E 01
FONFS NH(S J367N 2H 39 1F 1S 300.000 1685. 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E-11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 83710416E- 02-0. 13077030E- 04
0. 97593608 08- 0. 27279380E: 11- 0. 52486283E 03-0. 452726 78E 01
HNFI N2 S J3/67N 3H 33 2F 2S 300000 1685 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E-11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 837104 16E-02-0. 1307 7030E- 04
0. 97593603E 08- 0. 27279380E 11- 0. 52486288E 03-0. 452726 78E 01
(D J3/679 100 000 000 OS 300.000 1685. 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E- 11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 83710416E- 02-0. 13077030E- 04
0. 97593603E 08- 0. 27279380E 11- 0. 52486288E 03-0. 452726 78E 01
ND) J3/67N 100 000 000 OS 300.000 1685. 000
0. 24753989E 01 0. 88112187E 03- 0. 20939481E 06 0. 42757187E-11 0. 16006564E- 13
-0. 81255620E 03- 0. 12188747E 02 0.84197538E 00 0. 83710416E-02-0. 13077030E- 04
0. 97593608 08- 0. 27279380E: 11- 0. 52486283E 03-0. 452726 78E 01
BND

REACTI ONS

N3 +HNIHY = HNNXS +SI(D +H  7.5208 0.50.
IH +HNN2(S = B3 NS +ND + H 3. 0967E8 0.50.
F3I_N(9) = RIN{9 +H 1O0EBG 0000
N3 + RINHY = HENFINH S + HF  7.56208 0.50.
F2NSINH S) + RPINHY = HNFINH 2(9) +H L1O0E5 0000
HFING2(S) +RINHY =3HNIIKS +ND +H 1O0ES5 0000
END
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AURORA Output for the Si;N, Example

PSR PERFECILY STI RRED REACTCR CDE
VERS ON 4.5, 95/ 12/14
DABLE FRECIS (N

U B Chemical Knetics Library
CHEMK N II1 \ersion 4.7, August 1995
DABE PRECIS ON

SKU B Surface kinetics library
Copyri ght 1990, Sandi a Cor por at i on.
The US Gvernment retains alinmted |icensein this softvare.
CHEMI NI \ersion 5.5 August 1995
DABE PREOS AN

WIRKI NG SPACE REQU REMENTS

PRO/ CED REQU RED
LOG CAL 1000 126
| NTESER 6500 2602
REAL 26000 7010
GHARACTER 1800 90
KEWTRD | NRUT

I
I 9 NDepositionina CSTR
|

I nunber of PSRs to be consi dered in series

NPSR 1

! I NNET GO\O TIONB
|

! resi dence ti ne in seconds

! or thetotal flowrate in cmisec

ITAU 0.1

S@M  11300.

! nole fraction of reactants
REAC SH 0. 14286
REAC N3 0. 85714

I inlet tenperature

I only affects the cal culations wen BNGL keyword is gi ven
TINL 298.15

|

! REACTAR CONDITI ONS
|

I ether caculate the tenperature or keep the tenp fixed
I ENG

T@V

I rate of heat loss through the wall s (cal/ nol €)

1QCs

I Db you expect to be etching the bulk?

! If so the equations shou d be changed

I ETCH

! tenperature of the reactar in Kelvin

TEMP  1440.

! Pressure of reactor inatm

PRES 2 368E3

! vol une of the reactor in cmi*3

va 2000

! areaincni*2

AREA  950.

I Surface tenperature, if different than the gas t enperature
I TSRF 1440.
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INTIA GESS AT SOLUTTON

|
!
I estinati on of gas phase conposi tion
|
|

I XEST N2 0.001

! initial guess a the surface site fractions
SWRF HNSKHS 1 OE-4

SURF HN N2(S 0. 9

SWRF F39 _NH(9) 2. 3540E-04

SWRF RINHS 1 OE-4

SLWRF HNSINH ) 1 8063E-04

SURF H(FSINH 2(S) 3. 6127E-04

! initial guess a the bul k nol e fracti ons

BULK S (D 10

BUK N D 10

I surface site density (nol es/cnt*2)

! (if different than SUIRFACE GHEMA N LINKI NG R LB
IDEN I3 0.417E 8

| doyouwvent tousearestart fileasaninitia guess?
I RBIR

! CALQLATION CPT1 NS
|

I sensitivitiy coefficient cal cu ations - print out all

I ASEN

I sensitivity coefficients for indivi dua speci es

SN SH

SEN NB

SEN H

I sensitivity coefficient for the ca culat ed tenperature

I SENT

| sensitivity coeffcients for the growthrate of al buk phases
SENG

I threshdd value for printing sens. coef. for speci es
IBPSS 0.001

I threshdd value for printing sens. coef. for tenperature
I BEPST 0.001

I threshdd value for printing sens. coef. for ggovth rate
IEPSG 0.001

|

| rate-of-progress cacu aions - print out al

I ARCP

I print out RO® anal ysi s for the speci es bel ow

IROP H-

I threshd d val ue for RO coef ficients

IEPR 0.01

! TVIPNT PARAMETERS
I anount of printing to be done

PRNT 2

I relative and absd ute error td erances for the solution
RTQL 1.0E8

ATOL 1.0E 20

I nunber of time steps and val ue of tine step

TIME 50 2E6

TIM 50 2E6

I lower bounds for the conpositional sdution variabl es
SHR -1.0E-5

I paraneters for the calcuati on of nunerical differences
ABSL 1.0E 10

RET 1LO0E8

! DO YOU VANT TO DO ANOTHER PRBLEM AFTER TH S O\ ?
|

I NTN

! B\D CF | NPUr PARMVETERS FOR GRRENT FRBLEM
|

END
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WARNING. ."TINL" SPEO A BD FOR"TAV' PRIBLEM
CAUTION . . XEST MAE FRACTIONS SIMTO 0. 9909772999999999 FOR PHASE
2 =93
BUL: Genkininterface for Sanan-111
GEBEWIN-11 Version 3.0, Decenber 1992
DOBLE FRED 9 ON
VORI NG SPACE REQU REVENTS
ROV 0D REQJ RED
I NTECER 456 456
REAL 1120 1120

STANDAN  Version 3.8C, My 1938
W C Rynd ds, Stanford Lhiv.

A RST SQ.UTN ON ESTIMVATE | S EQU LI BRIWM

KINEN CS MEGHAN SM
Tota nunber of gas phase speci es = 17
Total nunber of gas phase reactions = 3
Total nunber of surface naterials = 1

Mteria: MIERALL
Tota nunber of surface phase species = 6
Tota nunber of surface phases = 1
Nunber of species in phase, SI3NV
Total nunier of bul k phase species = 2
Tota nunber of bul k phases = 2
Nurber of species i n phase, BUK1
Nunber of species in phase, BUK2
Tota nunber of surface phase reactions = 6

I}
(o)}

I
=

I NLET GOND Tl O\
Inet nass flowrate = 0.227 gnsec
(vhich based on an estimat ed react or density = 0.318E-06 gmicmi*3
and on areactor vod une = 0.200E+04 cni*3

produces an estinet ed residence time) = 0.280E-02 sec

Inl et tenperat ure = 298.15 Kelvi n

Inl et pressure (assumed equal to reactor pressure) = 0.237E02 atm

Inl et density = 0.28520E-05 gni cni*3

Inl et nean nol ecular wei ght = 29, 466 gni nol e

In et nolar fl owrate = 0. 76979E-02 nol es/ sec

Inlet voluretric flowrate = 79533 cni*3 sec

(based on reactor pressure andinl et tenperatur€)
= 11300. SaM
= 11.300 SLPM
I NLET GONO Tl OS5 FOR GS PHASE MLECULAR SFEGQ ES

Seeci es nol e frac nol es/ sec gnisec cmi*3 sec Seo| SHEY
H 0.00000E+O0  0.00000E+00 0. OOOOOE+00  0.00OCOE+00 0. 00O0OE+H00 0. 0000OE+HO
H 0.00000E+00  0.00000E+00 0. OOOCOE+00  0.00000E+00  O. 0000OE+00 0. 00000E+00
N 0.00000E+00  0.00000E+00  O. OOOOOE+00  0.00OCOE+00 0. 00O0OEHO0 0. 0000OE+O0
N 0.00000E+O0  0.00000E+00 0. OOOOOE+00  0.00OCOE+00 0. 0OO0OEH00 0. 0000OE+HO
NH 0.00000E+t00  0.00000E+00 0. OOOCOE+00  0.00000E+00  O. 000OOE+00 0. 00000E+00
N2 0.00000E+00  0.00000E+00  O. OOOOOE+00  0.00OCOE+00 0. 00O0OEHO0 0. 0000OE+0
N\H 0.00000E+00  0.00000E+00 0. OOOOOE+00  0.00OCOE+00 0. 00O0OEH00 0. 0000OE+HO
NeH2 0.00000E+00  0.00000E+00 0. OOO0OE+00  0.000COE+00 0. 0000OEH00 0. 00000E+O0
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NeH8
NeH

gowoany
JdHAT

0. 00000E+00
0. CO000E+00
0. CO000E+00
0. 00000E+00
0. 14286

0. CO000E+00
0. 00000E+00
0. CO000E+00
0.85714

0. 00000E+00
0. 00000E+00
0. 00000E+00
0. 00000E+00
0. 10997E-02
0. 00000E+00
0. 00000E+00
0. 00000E+00
0. 65982E-02

0. 0O000E+00
0. 0O0000E+00
0. 00000E+00
0. 0O000E+00
0. 11446

0. 00000E+00
0. 0O000E+00
0. 0O0000E+00
0. 11237

0. 00000E+00
0. 00000E+00
0. 00000E+00
0. 00000E+00
11362
0. 00000E+00
0. 00000E+00
0. 00000E+00
68171

0. 00O000E+00
0. CO000E+00
0. CO000E+O0
0. 00000E+00
1614.3
0. CO000E+00
0. 00000E+00
0. CO000E+00
9685.7

0. 00000E+00
0. 00000E+0
0. 00000E+0
0. 00000E+00
1 6143
0. 00000E+0
0. 00000E+00
0. 00000E+0
9. 6857

PR NI NG Level (1) =

Variabl e
TEMPERATURE

CReR Zg I
PEEEERT

nwmnwmumm

Maxi num nunber of tinme steps to try if newton's nethod fails =

TVAPNT PARAVETERS:

2 Level(2 = 2

TVZPNI subroutines 1 belowentrance will al wite to output

SAQUT ON BOUNDS KR VAR ABLES:

Upper_bound

1. 000E+04
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101
101

Lower _bound
200.
- 1 000E 05
- 1 000E 05
-1 000E 05
- 1 000E 05
- 1 000E 05
-1 000E 05
- 1 000E 05
- 1 O00E 05
- 1. 000E 05
- 1 000E 05
- 1 000E 05
-1 000E 05
- 1 000E 05
- 1 000E 05
- 1. 000E 05
- 1 000E 05
- 1 000E 05
-1 000E 05
- 1 000E 05
- 1 O00E 05
- 1. 000E 05
- 1 000E 05
- 1 000E 05
-1 000E 05
- 1 000E 05

Absolute bound for the steady-state problem=
Rel ati ve bound f or the steady-stat e probem=
Absolute bound for the time-dependent prob =
Rel ati ve bound for the tine-dependent prob =

2. 000E 06

1.000E 10

1. 000E-20
1. 000E-08
1. O00E 09
1. O00E 4
Nurrber of steps to be taken bef ore increasing the ti ne st
Factor by which to decrease tinme-step when necessary =

Factor by which to increase time-step when necessary =

Mninumtime step all oved =
Initial tine step =
Absd ute delta for nunerical di fferenci ng
Rel ati ve delta for nunerica dfferenci ng

1.000E-10
1. 000E-08

ep:
220
2.0

50

25
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TWONT:  DAUBLE PRECIS ON (TVID RO NT BAUNARY VALLE PRBBLEN) SOLVER

VERS ON 3.18 CF CECEVBRR 1995 BY DR JOPH F GROR
TWOANT: I N TIAL GESS
PSRN Printing of current soluti on from TVZPNT:

RESICENE TIME 0.28BE @ SEC
MASS FLOVRATE 0.2268E+00 GMSEC
PRESSURE 0.2368E 02 ATM
MASS DENBI TY 0.3179E 06 GMC\B
VA WME 2000. o
SLRFACE AREA 950.0 (V]
SWRFACE TO VALUVE RATI O 0.4750 oM1
TEVFERATURE (FI XED 1440. K

SURF TEMP sane as gas tenp

INLET  GAS PHASE MOE FRACTI ONS

H = 0.0000E+00 H = 0.0000E+00 [\\24 = 0.0000&+00
N = 0.0000E+00 NH = 0.0000E+00 NH2 = 0.0000&+00
N\H = 0.0000E+00 N2+ = 0.0000E+00 N2HB = 0.0000E+00
N H = 0.0000E+00 HF = 0.0000E+00 F = 0.0000&+00
IH = 0.1429 SIF3 = 0.0000E+00 SIH=3 = 0.0000&+00
9 RBNR2 = 0.0000E+00 N-8 = 0.8571
BEXT GAS PHASE MOE FRXCTI ONS
H = 0.6861 H = 0.1407& 03 N2 = 0.2308
N = 0.1206E 12 NH = 0.5163E 12 N-2 = 0.2122E10
N\H = 0.15%E 12 NeHR = 0.8936E 17 N2HB = 0.5304& 19
N HL = 0.302E 21 HF = 0.6052& 02 F = 0.2253E 10
SH = 0.7087E 01 SIR3 = 0.1590E 4 SIH=3 = 0.6035& 02
9 BNR2 = 0.833E 06 N = 0.4%7E 07
SRFACE 9 TE FRACTIONB IN SURFACE PHASE 9 3V
Site density = 0.4168E 08 nol & cni*2
Standard Sate Ste density = 0.4168E08 nol & cni*2
Rate of change of site density = 0.0000E+Q0 nol & (cnt* 2¥sec)
HNSIKS = 0.1009E 03 F39 _N2(9 = 0.2375& 03 F29 NH(9 = 0.1009% 03
HNSNH S = 0.183E 03 HNFINH 2(S) = 0.3646E 03 HNN2(9 = 0.990
BULK FHASE MOLE FRACTIONS AND ACTIM T BS IN BUK PHASE, BUKL
Total growth rate of bu k phase = 0. 8133E-16 cnisec
= 0. 1596E-12 gnisec
Density of the bulk phase = 2 066 g cni*3
Aver age nol ecul ar weight of buk phase = 28.09 gninol e
Seci es Nane Ml e frac Activity Density s i -G OMh R e - e
(g cni* 3) nol e/ (cmi*2*sec) gm(cni*2*sec)) cmisec (microns/ hr)
9(D = 1.000 1000 2. 066 0. 5983E-17 0.1680E 15 0. 8133E-16 0.2928E 08
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BULK FHASE MOLE FRACTIONS AND ACTIM T BS IN BUK FHAEE, BULK2

Total growth rate of bu k phase = 0. 3550E-06 cnisec
= 0. 4634E-03 gnisec
Density of the bulk phase = 1 374 g cmi*3
Aver age nol ecul ar weight of buk phase = 14.01 gninol e
Soeci es Nane Ml e frac Activity Density s -GOMh Rt E -
(g cni* 3) nol e/ (cmi*2*sec) gm(cmi*2*sec)) cmisec (microns/ hr)
ND = 1.000 1. 000 1374 0. 3483E-07 0.4878E 06 0. 3550E-06 12.78
PRNTQUr 8 RANVRES DLALS
Tenper at ure 0. COOE+00
H2 -30.8
H -0.316E-02
N2 - 144.
N -0.377E-10
NH -0.173E-09
NH2 -0.758E-08
NN\H -0.102E-09
NeH2 -0.598E- 14
N2H3 -0.367E-16
NeH4 : -0.220E-18
HF : -0.177
F : -0.955E-08
SIF4 : 10.1
SIF3 -0.302E-01
SIHR -11.6
SI F3NH2 -0.188E-02
NHB : 177.
Surface phase site fraction residua s:
HN S F(S) 0.115
F3SI_N2(9 -7.08
F2SINH(S) 237
HNFS NH(S -0.383E-01
HNF N 2(S -0.212E-05
HN N2(S) -16.7
Bul k phase nol e fraction resi duas:
SI(D 0. 000E+00
N(D) 0. 000E+00
TWONT:  CALLING SFARH TO SQ\E THE STEADY STATE PRCBLEM
FEARCH  SOMVE NONU NEAR NONDI FFERENTI AL EQATI ONS.
LOd0
NMER NRMF CONDJ NRMS ABS AND REL HTA B AAD D
0 225 8.37 3.60 3.60 760 -69%4 -0.30
1 2.25 7.65 2.49 2.49 6.84 -6.21
2 2.25 6.70 2.4 2.44 6.42 -6. 10
3 225 6.55 0. 68 0.68 6.14 ZERO
FEARH FALRE THE SEARCH FAR THE FOLLOWNG UNKNOWE GBS
QUr G- BANB
BAMND VALLE  UNKNOMW

LOMR -1 00E-05 (C20 P1)
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TWINNT:  SEARCH DID NOT FIND THE STEADY STATE

TWOANT:  CALLING BYOLMVE TO PERFGRM TI ME BVALUTT ON

BVQAVE BEAN T ME BVOLUTION

NEWON SEARCH

LOE0

TIME
RO NI

JS aDJ RAWK

NMER NRMF CGANE SIRLCE SIERS

Lol
N
3V}

o

<) 3 8 <)
o o o o

A A A A A A A A A A A A A A A A A A A A A A A AAAAAAAAATNNNNNNAAAATNNNNNN

RRRRRRRRRRRRRRRRRRRRRRRRRIIITLIIITIIITIIIIIIIIIISE®®
16 165 L6 L6 16 165 16 L6 16 165 16 L6 165 16 16 L6 165 16 16 16 165 16 16 16 165 16 16 16 165 16 16 16 165 16 16 165 165 16 16 165 165 16 16 165 16 16 16 165 16 16
1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1 1
SRR RS LA A A A A A A DA S ASA LRI SRR R ERE s e Rut e ugus e e
PRRAADRAARRADRQADRQAADRDDRQDDRQDDRDDRRDDRRDDRRDDDC
LTSI IITTTTITIITITITITITIIIITITITOONDNNDD NN ANNNNNNNNNNNN A
ANANANANNANANNANANNANANANANANANANANANANANANANANANNANANNNNNANNNNNNNNNNNNNNNNN
Nddaddadadddadadddadadddadcdddadadddadcdddadaddadadcddadadddadac NN
i

TNOTLOroegdydaIg8EIZRANRAIRERARSHUBIBBERBLIIQILLERL

1
2

BVQAVE SWESS TIME EVAQUM ON COMPLETED.
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BVQAVE THE LATEST Q.UM N

PSRN Printing of current soluti on from TVZPNT:

RES| CENE TIME 0.2870E 02 SEC
MESS FLOWRATE 0.2268E+00 GMSEC
PRESSURE 0.2368E 02 ATM
MASS DENBI TY 0.3255E 06 GMO\8
VO WNE 2000. o8
SURFACE AREA 950.0 oe
SURFACE TO V@ UME RATI O 0.4750 oM1
TEMERATURE (FI XED) 1440, K

SURF TEMP sane as gas tenp

EXT GAS PHASE MDE FRXCTI ONS

H = 0.6666 H = 0.1340E 03 N2 = 0.2242
N = 0.7726E 10 NH = 0.69%9 08 N-2 = 0.2652E 05
N\H = 0.1617E 12 NeHR = 0.2952E 11 N2HB = 0.1284& 12
N HL = 0.2016E 13 HF = 0.6136& 02 F = 0.1545E 10
SH = 0.7278E 01 SIR3 = 0.1%43E M SIH=3 = 0.5863E 02
9 BNR2 = 0.8186E 06 N = 0.2432& 01
SRFACE 9 TE FRACTIONB IN SURFACE PHASE 9 3V
Site density = 0.4168E 08 nol & cni*2
Standard Sate Ste density = 0.4168E08 nol & cni*2
Rate of change of site density = 0.0000E+Q0 nol & (cnt* 2*sec)
HNSIKS = 0.334E03 F39 _N2(9 = 0.1705& 03 F29 NH9 = 0.2556E 02
HRNSNH S = 0.119E 03 HNFINH 2(S) = 0.3386E 03 HNNFR(9 = 0.9965
BULK FHASE MOLE FRACTIONS AND ACTIM T BS IN BUK PHASE, BUKL
Total growth rate of bu k phase = 0. 1321E-09 cnisec
= 0. 2593E-06 gnisec
Density of the bulk phase = 2 066 g cni*3
Aver age nol ecul ar weight of buk phase = 28.09 gninol e
Seci es Nane Ml e frac Activity Density seeeeeieiieee -G OMh R e - e
(g cni* 3) nol e/ (cmi*2*sec) gm(cmi*2*sec)) cmisec (microns/ hr)
9(D = 1.000 1. 000 2. 066 0. 9717E-11 0.2729E 09 0. 1321E-09 0.47%6E 02
BULK FHASE MOLE FRACTIONS AND ACTIM T BS IN BUK PFHASE, BUK2
Total growth rate of bu k phase = 0. 3820E-06 cnisec
= 0. 4986E-03 gnisec
Density of the bulk phase = 1 374 g cni*3
Aver age nol ecul ar weight of buk phase = 14.01 gninol e
Seci es Nane Ml e frac Activity Density seeeeeieiieee -G OMh R e - e
(g cni* 3) nol e/ (cmi*2*sec) gm(cni*2*sec)) cmisec (microns/ hr)
ND = 1.000 1. 000 1 374 0. 3747E-07 0.5249E 06 0. 3820E-06 13.75
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Tenper at ure 0. 00OE+00
H2 -28.6
H -0.480E-02
N2 - 133.
N 0.151E-05
NH 0. 109E-03
NH2 0.297E-01
NNH 0.415E-09
N2H2 0. 162E-06
N2H3 0. 705E-08
NeH4 0. 114E-08
HF -0.436
F : -0.733E-07
SIF4 : 9.42
SIF3 : -0.287E-01
SIHR . -10.7
SIF3NH2 : -0.944E-03
N-8 : 164.

Surface phase site fraction residua s:
HN SF(9) : 2.70
F3SI_NH(9 :0.266E-01
F2SINKS) : 15.5
H2NFS NH(S : -0.601
HNRN)2(S : -0.529
HN NR(S) co-17.1

Bul k phase nol e fraction resi duas:
SI(D : 0.000E+00
N(D) : 0.000E+00

TWOANT:  BEVOLVE PERFGRVED A TI ME B/Q.UTT ON
TWONT:  CALLING SEARH TO SQ.\E THE STEADY STATE PRCBLEM

SEARCH SAVE NONU NEAR  NONDIEFFERENTT AL EQUATT ONS.

LOGE0
S I L LR L L L LR P e L R e R LR E RS
NMER NRMF CONDJ NRJMS ABS AND REL
0 221 3.04 -0.09 -0.0 3.96
1 221 2.8 -0.16 -0.16 2.55
2 195 -0.19 -0.19 1.11
3 192 -0.28 -0.28 2.18
4 182 -0.83 -0.88 1.77
5 176 -0.%4 -0.%4 2.17
6 168 -0.98 -0.98 2.47
7 164 -101 -1.01 1.14
8 161 -1.00 -1.09 1.22
9 157 -1.09 -1.0 0.70
10 154 -115 -1.15 1.07
n 153 -117 -1.17 0.45
12 120 -143 -1.43 0.88
13 117 -152 -1.52 2.43
14 112 -158 -1.58 1.40
15 110 -159 -1.59 1.71
16 1.08 -161 -1.61 1.24
17 1.06 -163 -1.63 1.93
18 104 -166 -1.66 1.22
19 103 -167 -1.67 2.29
2 1.00 -168 -1.68 1.21
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H.TA B AD D
-183
-0.30
-1.10
-0025 -0.30
-0.70
-0.60
-0.61 -0.30
-0.90
-029 -0.60
-0. 0
-0.32 -09
-0. 0
-0.60
-1 20
-0. 0
-1 20
-0.90
-120
-0.90
-1 20



SRESBBUERRBBREBIBNBRRBRNR

0.99 1.9 -13% -1.36 1.28
-0.22 -2.58 -2.58 0.05
-114 -3.49 -3.49 -0.04
-184 -4.39 -4.39 0.01
-2.87 -5.28 -5.28 0.27
-3.41 -6.18 -6.18 -0.06
-4.45 -7.03 -7.03 -0.07
-4.89 -7.78 -7.78 -0.09
-5.21 -8.30 -8.30 0.03
-5.46 -8.56 -8.5% 0.88
-5.73 -8.82 -8.82 -0.22
-5.99 -9.09 -9.09 -0.16
-6.27 -9.3%6 -9.36 -0.01
-6.55 -9.64 -9.64 1.16
-6.83 -9.9% -9.94 -0.11
-7.13 -10.25 -10.25 0.15
-7.45 -10.59 -10.59 0.35
-7.79 -10.91 -10.97 0.37
-8.18 -1127r -11.4 0.55
-8.65 -11. 53 -11.53 -0.33
-8.81 2.0 -11.19 -11.19 0.04
-13.40 -15.68 -17.19 -0.32
-14.20 -16. -25.00 -15.64

SFEARCH SUWOESS THE SOLUTION

PSRN Printing of current soluti on from TVZPNT:

RES| CENE TIME 0.5082E 02 SEC
MESS FLOWRATE 0.2268E+00 GMSEC
PRESSURE 0.2368E 02 ATM
MASS DENBI TY 0.5764E 06 GMO\B
VeXiV 2000. o8
SURFACE AREA 950.0 oe
SURFACE TO V@ UME RATI O 0.4750 oM1
TEMERATURE (FI XED) 1440, K

SURF TEMP sane as gas tenp

EXT GAS PHASE MDE FRXCTI ONS

H

N

N\H
NeH
SH
S BN2

= 0.210E 07 H = 0.3802 09
= 0.1932E 18 NH = 0.4932& 13
= 0.2120E 15 NeHp = 0.837E 13
= 0.470E 15 HF = 0.2941E 01
= 0.1338 SIR3 = 0.3496E 13
= 0.8831E 13 N-8 = 0.8368

SRFACE 9 TE FRACTIONS IN SURFACE FHASE 9 3V
Site density = 0.4168E 08 nol & cni*2

Standard Sate Ste density = 0.4168E08 nol & cni*2

N2H8

SIH3

0. 1090& 13
0.4256E 07
0. 3595E 14
0.1310& 13
0.9155E 14

Rate of change of site density = 0.0000E+Q0 nol & (cnt* 2*sec)

0. 6014E 01 F33 N9
0.2309E 03 HNFINY 2(9)

0. 2894E 03
0.4618E 03

F29 N9
HNN(S

BULK FFHASE MOLE FRACTIONS AND ACTIM T BS IN BUK FHASE, BULKL

Total growth rate of bu k phase = 0. 8200E-06 cnisec
= 0. 1609E-02 gnisec

Density of the bulk phase = 2 066 g cni*3

Aver age ol ecul ar weight of bulk phase =
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28.09

gninol e

0. 2005 01
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Foeci es Nane Mle frac Activity Density cemmememeeeee GO h RAtE e
(g cni*3) nol e/ (cmi*2*sec) gm(cmi*2*sec)) cmisec (nmicrons/ hr)

S(D = 1.000 1 000 2. 066 0. 6032E-07 0.164E 05 0. 8200E-06 29.52
BULK FHASE MOLE FRACTIONS AND ACTIM T BES IN BUK PFHASE, BULK2
Total growth rate of bu k phase = 0. 8199E-06 cnisec
= 0. 1070E-02 gnisec

Density of the bulk phase = 1 374 g cnmi *3
Aver age nol ecul ar weight of buk phase = 14.01 gninol e

Feci es Nane Mle frac Activity Density seemememeeeee GO h RAtE -
(gmicni*3) nol e/ (cmi*2*sec) gm(cni*2*sec)) cmisec (nmicrons/ hr)

ND = 1.000 1 000 1374 0. 8043E-07 0.1127E 05 0. 8199E-06 29.52

PRNTQUr O RANVRES DLALS

Tenper a ure : 0.000E+00
H : 0.136E-21
H 0.113E-22
N2 : 0.111E20
N : -0.196E-22
NH : -0.104E-20
N2 0.139E-20
NN\H : 0.155E-24
NeH? : -0.225E-21
N2H3 : -0.805E-24
NeH4 : -0.128E-24
HF : 0.000E+00
F : -0.456E-24
SIF4 : -0.266E-14
SIF3 : 0.151E-26
SIHR3 : 0.134E-26
SIF3N2 : 0.102E-25
N : -0.141F-14
Surface phase site fraction residua s:
HN S F(S) : -0.635E-14
F3SI_NH2(9 : 0.000E+00
F2SINH(S) : 0.000E+00
HNFS NH(S : 0.159E-14
HNFRN)2(S :  0.000E+0
HN N2(S) : 0.000E+00
Bul k phase nole fraction resi duas:
SI(D : 0.000E+00
N(D) : 0.000E+00

TWINNT:  SEARH FAUND THE STEADY STATE.
TWIANT:  0.76 SEHOONDS TOTAL GOMPUTER TI MVE ( SEE BREAKDOM BELOW.
SUBIAXK TAX

BVAL F PREPJ SaAvVE JOHR B/QAWE SEARH

%O TOAL 27.6  43.4 6.6 224  46.1 513
MEANSEOODS  0.001  0.027  0.000
QANTITY 270 12 219
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TWOANT:  SWODAESS  PRBLEMSAMVED.

QUILET OONDI TIONS
Specifiedinlet nass flowrate = gnisec
Qtlet ness flowrate = 0.224 gt sec
Rat e of Miss Lossto the walls = 0. 268& 02 gnisec
(vhich based on an reactor density = 0.576E06 gmicni*3
and on areactor vad une 0.200E+04 cni*3
produces aresidence tine) 0.508E-02 sec

0. 227

Qut | et
Qut | et
Qut | et

and react or tenperature = 1440.0 Kelvin
and reactor pressure= 0.237E02 atm
and react or density = 0. 57638E-06 gmicni*3

Qutlet and reactor nean nolecul ar wei ght = 28. 761 gninol e

Qitlet nolar flowrate = 0.7794E 02 nol es/sec

Quitlet vounetric flowrate = 0.33889E+06 cnt*3/sec

(based on reactor pressure and t enper at ure)
= 11440. Sam
= 11440 SLPM
QUTLET CONDI TIONS FAR GAS AFASE MOLEGLAR SPHT ES:
Seeci es nol e frac # cnB nol es/ sec g sec cm*3 sec ST™
H 0.21088E 07 0.25449E+09 0. 16435E09 0.33132E-09 0. 82010E 02 0.24125E-03
H 0.38017E 09 0.45879E+07 0.290628E 11 0.29864E-11 0. 14784E 03  0.43492E-05
\4 0.10903E 13 131. 58 0. 849/0E 16  0.23803E-14 0. 42400E 08 0.12473E-09
N 0.19319E 18 0.23315E-02 0.15056E20 0.21089%E-19 0. 75131E 13 0.22102E-14
NH 0.49324E 13 595. 24 0.38440E 15 0.57716E-14 0. 19182E 07 0.56427E-09
NH2 0.42556E 07 0.51357E+09 0. 33166E09 0.53140E-08 0. 16550E 01 0.48685E-03
N\H 0.21200E 15 2. 5584 0.16522E 17 0.47949E-16 0. 82445E 10  0.24253E-11
NeH2 0. 83573E 13 1008.6 0. 65132E 15 0.19559E-13 0. 32501E 07 0.95610E-09
NeHB 0. 35955E 14 43. 391 0.28021E 16 0.86970E-15 0.13983E 08 0.41133E-10
NeHL 0.47900E 15 5. 7806 0. 37331 17 0.11963E-15 0. 18628E 09 0.54799E-11
H 0.20411E 01 0.354HEH15 0 292103  0.45857E-02 11438. 336.47
F 0.1309E 13 158. 08 0.10208E 15 0.193H4E-14 0. 50940E 08 0. 14985E-09
IH 0.13376 0.16142E+16 0. 10424E (02 0.10849 52017. 1530. 2
93 0. 34960E 13 421. 91 0. 27246E 15  0.23181E-13 0. 1359%6E 07 0. 39995E-(9
S H3 0.9148E 14 110. 48 0. 71347E16 0.61422E-14 0. 3560208 0.10473E-09
9 BNR2 0. 8339E 13 1065. 7 0.68823E 15 0.69583E-13 0. 4343E07 0.10103E-08
N3 0.83683 0.10099E+17 0.65218=02 0.11107 0. 32544E+06 9573.5
DETAI LED SPEQ ES BALANCE
(al rates are in noles per sec)

FEQ B INNET FR  QUILET FR GS PRD RATE G'S DEST RATE  SURE NETPRD  TOTAL NET
H 0. 000E+00 1. 643E10 1 643E 10 2.217E-16 0. 000E+00 5.170E-26
H 0. 000E+00 2.963E12 1 673E 10 1 643E-10 0. 000E+00 2.585E-26
V4 0. 000E+00 8. 49717 8 497E 17 1. 090E-28 0. 000E+00 4.584E-26
N 0. 000E+00 1.506E21 1. 506E 21 4. 757E-25 0. 000E+00 -1.610E-27
NH 0. 000E+00 3.844E16 4. 732& 16 8. 880E-17 0. 000E+00 -7.954E-26
N2 0. 000E+00 3.317E10 3. 318E 10 1 097E-13 0. 000E+00 1.034E-25
N\H 0. 000E+00 1. 652E18 8. 662F 17 8.497E-17 0. 000E+00 6.163E-30
NH 0. 000E+00 6.513E16 7. 3719 16 8 662E-17 0. 000E+00 -8.643E-27
N+ 0. 000E+00 2.802E17 3. 859E 17 1 057E-17 0. 000E+00 -2.990E-29
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NeHt 0. 000E+00 3. 7BE18 6. 087E 18 2. 3%4E-18 0. 000E+00 -4. 602E-30
H- 0. 000E+00 2. 292E04 1 079 13 1 069E-13 2. 29204 -5.421E-20
F 0. 000E+00 1 021E16 1 080E 13 1 079E-13 0. 000E+00 -2.524E-29
IH 1 100 03 1 042E03 2. 208 20 1 032E-15 -5. 730E 05 -2.168E-19
IR 0. 000E+00 2. 725E 16 7. 533E 16 4. 808E-16 0. 000E+00 -9.861E-32
9 H3 0. 000E+00 7.13BE17 7. 1356 17 5.834E-24 0. 000E+00 2.465E-32
9 BN 0. 000E+00 6.882E 16 6. 832E 16 3. 160E-27 0. 000E+00 0. 000E+00
NH3 6. 598E 03 6.522E03 1. 074E 13 3.318E-10 -7. 40E 05 -8.674E-19
ENISREES) 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 -1 257TE 20 -1.257E-20
FBI_N(9) 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 0. 000E+00 0. 000E+00
RINH 9 0. 000E+00 0. 000EH00 0. 00000 0. 000E+00 0. 000E+00 0. 000E+00
FH2NSINH S) 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 3143 21 3.143E-21
HN(FSINH 2(S) 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 0. 000E+00 0. 000E+00
HN N2(9 0. 000E+00 0. 000EH00 0. 00000 0. 000E+00 0. 000E+00 0. 000E+00
S (D 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 5. 730& 05 5. 730E-05
N D 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 7. 640E 05 7.640E-05
DETAI LED BLEMENT BALANCES
(al rates are in noles per sec)

ELEMENT INLET_ R QILET R BUKL &R BUKR &R TOAL NET

H 1.979E-02 1 979E 02 0. 000E+H0 0. 000OEHO0 0. 000E+00

N 6. 598E- 03 6. 522E 03 0. 000E+00 7. 640E 05 -3.253E-19

S| 1. 100E-03 1 042E 03 5. 730E-05 0. 00OEf00  -2.507E-19

F 4. 399E-03 4. 39E 03 0. 000E+H0 0. 000EHO0 0. 000E+00

LOGR THM C NS TIVITY CdF-H A ENI'S FAR GAS PHASE REACTI ONS

Thresho d nornal i zed value for printing of SEN coef ficients = 0. 10000E 01
Threshd d nornal i zed value for printing of tenperature sensitivity coeffici ent = 0.10000& 03
Threshd d nornal i zed value for printing of grovih rate sensitivity coeffici ent = 0.10000& 03

LOGR THM C SN TIVITY O3FH G ENIS FAR SURFACE FHASE REACTI ONS:

Surf ace Reacti on on Miterial 1: 1. NBHN SFS=H N2(§+3(D +HF

HF = 0.056
GR BLLKL ) = 5.6578E (2
R BLLKR ) = 5.6578E (2
Surf ace Reacti on on Miterial 1: 2. S FH+HN N2(S=F33 N2(§+ND+H
HF = 0.854 SF4 = -0.058 N-B = -0
GR BLLKL ) = 0.8644
R BLR ) = 0.8644
Surf ace Reacti on on Miterial 1: 4. NH3H2SINHS)=FHNSINHS) H¥F
HF = 0.018
CGR BLLKL ) = 1.8208E (2
R BLR ) = 1.8208E 02

SENS TTMTY CALGQLATI ON COMPLETE
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VIl. SAMPLE PROBLEM B: LOW-PRESSURE Cl, PLASMA

The next example problem we present is a low-pressure, chlorine plasma reactor. The
chemistry mechanisms now include electrons and positive and negative ions, as well as neutral species.
Note that the electron must appear in the list of ELEMENTS in the CHEMKIN Input file. Also, any
element that is introduced in the SURFACE CHEMKIN mechanism must appear in the CHEMKIN
ELEMENTS list. The thermodynamic data includes each species elemental composition. More
information about the thermodynamic data and other CHEMKIN input is available in the CHEMKIN-III
User’s Manual.2 The reactions listed in the CHEMKIN Input file include electron-impact ionization,
dissociation, dissociative attachment, and excitation reactions. The fact that these reactions depend
on the electron temperature (not the gas temperature) is indicated by the auxiliary keyword, “TDEP,”
with the electron indicated by the “E” between the slashes that follow “TDEP.” Reactions where the
user wishes to specify explicitly the energy loss per collision, use the keyword “EXCI,” followed by the
energy loss in units of eV. This option is used to describe excitation energy losses for electrons, without
requiring the user to define each excited state as a separate species with corresponding thermodynamic
data. The use of the “EXCI” keyword for multiple excitation reactions often requires the additional
keyword “DUP.” Ordinarily CHEMKIN will flag multiple reaction strings that look identical as errors,
unless the “DUP” keyword is included. These keywords are described fully in the CHEMKIN-III
manual.?

The SURFACE CHEMKIN mechanism shown here for the chlorine plasma system is relatively
simple. No etch reactions have been included in this example. However the surface reactions that are
listed typically play a very crucial role in determining the plasma composition.ZL 20 First, we want to
consider adsorption and abstraction of atomic chlorine on the surfaces in the reactor chamber. For this
reason we introduce both open and chlorinated surface sites. The overall surface site density is assigned
the value of 2.5x10”° moles/cm®. Thermodynamic data must be provided for the surface species.
However, since we specify all the reactions as irreversible, this thermodynamic data is not actually
used in determining the reaction rates. For this reason, we have somewhat arbitrarily defined the
composition of the surface to be silicon and used “dummy” values for the thermodynamic fits. On the
reaction statement, the word, MWOFF, is included. This indicates that we do not wish to use the Motz-

Wise correction factor for large sticking coefficients.40

Instead, the sticking coefficient is defined
simply as the reaction rate divided by the incoming flux of the species. The first two reactions listed
describe the ions recombining with electrons at the surface. These reactions have been flagged as
BOHM reactions. This indicates that the ion flux is limited by the Bohm velocity of the ions, rather
than by the ion’s thermal speed. The implementation of the Bohm condition is described in detail in
Section Il. The reaction rate coefficients for this reaction are listed as ‘0.4 0.0 0.0°, which indicates
that the Bohm flux should be multiplied by a factor ‘0.4’, similar to the way a sticking coefficient is

used. This factor has been introduced here to account for the fact that the ion interaction with the
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surface will be subject to transport limitations, such that a gradient near the walls in the ion density
will occur. Since the AURORA model cannot capture this effect, the correction to the Bohm flux is
introduced in the SURFACE CHEMKIN mechanism. This factor represents the ratio between the ion
density at the sheath edge and the ion density in the bulk of the plasma. An alternative approach to
assigning a value of less than unity to the Bohm coefficient in the SURFACE CHEMKIN file, is to use the
BOHM keyword in the AURORA input file. This keyword would cause AURORA to adjust the total ion
flux for each ion to be the Bohm flux multiplied by the value specified in the AURORA BOHM input.
The next two reactions in the surface mechanism represent the interaction between atomic chlorine and
the reactor walls, causing a net recombination of atomic chlorine to form molecular chlorine. The last
reaction represents the de-excitation of the metastable species CI” at reactor surfaces. These reactions
have been specified using sticking coefficients.

The output file from AURORA begins with an echoing of the input keywords, including any
comment lines (preceded by a “!”). Here we have included comment lines that describe each keyword
within the input file. These comments regarding the keyword definitions facilitate editing and
changing the input file for new problems. The input keywords listed include ENGE, which indicates we
are solving the electron energy equation. This requires the initial guess for the electron temperature to
be input using ETMP, as well as an inlet electron temperature “TEIN.” The inlet electron temperature
actually has no impact on the solution unless there are electrons specified in the REAC keywords. The
keyword NOFT indicates that we wish to skip the fixed-temperature solution. This will cause
AURORA to attempt to solve simultaneously all equations the first time through. For plasma
simulations this is usually more robust than trying to solve the fixed-temperature solution first. TION
is the ion temperature in Kelvin. The power deposited into the plasma is indicated by PWRW and is
given in Watts. The parameter ELSH describes the ion energy gained crossing the sheath and may be
specified differently for each material in the system. For this case, we only have one material, and
the default name of unnamed materials in SURFACE CHEMKIN are MATERIAL1, MATERIAL2, etc.
Note that we have included both BOHM in the AURORA keyword input, as well as using a less-than-
unity BOHM coefficient in the SURFACE CHEMKIN file. Strictly speaking, this is redundant, but the
net effect will be the same as using one or the other approach alone. Other information needed for the
electron energy equation includes the specification of electron-neutral elastic collision cross sections
using XSEK or XSDF. The specification of a reactor heat loss through QLOS or HTRN is necessary to
solve the gas energy equation. PRMT is the pressure of the reactor in units of millitorr. Since we only
have one material in the surface mechanism we need not specify area fractions using the keyword
AFRA. However, two commented lines have been included to demonstrate how these keywords would
be used in the case that two materials were specified having the names WALL and WAFER. The
remainder of the keywords are similar to the thermal CVD example given in the previous Section.

The output file has less information about the TWOPNT procedure printed than in the thermal

CVD example of Section VI, because we have used the default PRNT value of 1. Some new information
is printed for the plasma simulations. In the initial guess, the electron temperature estimate is shown,
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and the residual for the electron temperature is also printed. For the final solution, the electron
temperature is printed in both Kelvin and electron Volt units. Also printed is the charge imbalance of
the solution, calculated as the difference between the sum of positive ion densities minus the sum of the
electron density and the negative ion densities, divided by the total positive ion density. This is a
useful diagnostic to determine whether or not TWOPNT has arrived at a physically reasonable solution.
This percentage imbalance should be less than 1.0, as a general rule.
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CHEMKIN Input for the Cl, Plasma Example

HEMNTSEQ S END

SFEAQES EQ+C2+C- a* A a2

BD

THERVD ALL

300 1000 5000

E 71001E 1 0 0 0G 300. 000 10000. 000 1000.00
0. 25002515E+01 0. 00000000EHO0 0. 00000000E+00 0. 00000000E+I0 0. 00000000E+I0
-0. 74597845E+03- 0. 11736856E+02 0.25002515E+01 0. 00000000E+00 0. 00000000E+0
0. 00000000E+00 0. 00000000EH)0- 0. 74597839E+03- 0. 11736856E+02

a 112293@. 1 0 0 0G 300. 000 4000. 000 1000.00
0. 20181864E+01- 0. 35438285E 03 0. 12474453E 06-0. 20015567E-10 0. 11864538E- 14
0. 13713931E+05 0. 3273203501 0.23711383E+01 0. 96051756E-03 0. 23850609E- 06
-0. 20040531E 08 0. 11036082E11 0.13841132EH5 0. 60661221E+01

arx 112293@. 1 0 0 0G 300. 000 4000. 000 1000.00
0. 20181864E+01- 0. 3543328503 0. 12474453E 06-0. 20015567E-10 0. 11864538E- 14
0. 13713931E+05 0. 327329035EH01 0.23711383E+01 0. 96051756E-03 0. 23850609E- 06
-0. 20040531 08 0. 11036082E 11 0. 13841132EH05 0. 60661221E+01

a+ 112293@. 1E -1 0 0G 300.000 4000. 000 1000.00
0. 30344462E+01- 0. 48197978E 03 0. 15346743E 06-0. 12604539E- 10-0. 32295198E- 15
0. 16550063E+06 0. 29831080E+H01 0. 25186882E+01 0. 99940156E-03 0. 96029623E- 07

-0. 22783400E 08 0. 13577272E11 0.16558978E06 0.55090742E+01

a- 112293@. 1E 1 0 0G 300. 000 4000. 000 1000.00
0. 25002515E+01 0. 00000000EHO0 0. 00000000E+O0 0. 00000000E+H0 0. 00000000E+ID

-0. 28878172E+05 0. 41883583E+01 0.25002515E+01 0. 00000000E+00 0. 00000000E+00
0. O0000000E+00 0. 00000000EHIC- 0. 288781638E+05 0. 41883578E+01

az 112293@. 2 0 0 0G 300. 000 4000. 000 1000.00
0. 41252842E+01 0. 68196526 03- 0. 40838054E 06 0. 11656516E-09-0. 11435189E-13

-0. 12794418E+04 0. 30671713E+01 0.33467176E:01 0. 34548617E-02-0. 36136810E-05
0. 13227441E 08- 0. 66440849E 14- 0. 11213928E+04 0. 68718143E+01

az+ 112293@. 2E -1 0 0G 300.000 4000. 000 1000.00
0. 41252842E+01 0. 68196526 03- 0. 40838054 06 0. 11656516E-09-0. 11435189E-13
0. 13183581E+06 0. 30671713EH01 0.33467176E+01 0. 34548617E-02-0. 36136810E-05
0. 13227441 08- 0. 66440849 14 0. 13199384E+06 0. 68718143E+01

BEND

FEACTTONS KELM N MOLEOUWLES

I reacti on rates fromMouwel | ian EEDF

E+Q2 = E+ Q2 2.5141E 02 -14443E-00 1. 6650=-04
TOEP/ H lvibrationa excitation
EXa/ 0.07
Y

E+Q2 =>Qa- +C 5.801E 09 -25619E01 1. 583404
TOEP/H I dissociative att achnent

E+Q2 =20 +E 1.5356E06 -3.4642E01 7.0850E+04
TDEP/ H I di ssociation

E+Q2 = E+ Q2 6.3477TE 06 -5.3987E01 1. 3920E+05
TDEP/ H lelectronic excitation
EXa/ 9.259
DuP

E+Q2 = Qa2+ + 2E 1.1227E04 -6.0067E01 1. 8070E+05
TOEP/ H l'ionizati on

E+Q- =>Qa +2E 3.1197E 06 -28757E01 7.2058E04
TDEP/ H | det achnent

E+Q = E+ Q* 1.2363E05 -6.136E01 1 3297E+05
TOEP/ H I4s excitati on

E+Q = E+Q 1.2363E05 -6.1356E01 1 3297E+05
TDEP/ H I4s excitati on energy |loss
EXa/ 9.55
Y
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E+Q@ = E+Q 3.4801E 06 -6.6934E 01 1. 494405
TDEP/H |55 excitati on

EXa /10.8%

DY
E+Q = E+Q 1.934E 06 -7.3244E01 1 7005E+05
TDEP/ H I 6s excitation

EXa/12.55

DuP
E+Q = E+Q 9.4444E 05 -7.3083E01 1541305
TDEP/ H 1 3d excitation

EXa/11.65

DuP
E+Q = E+Q 7.6428E606 -7.7209E01 1 6452E+05
TDEP/ H 14d excitati on

EXQ/12.45

DuP
E+Q = E+Q 4, 7440E 05 -7.8620E 01 1 6810E-05
TDEP/ H 15d excitation

EXQ/12.79

DuP
E+Q = E+Q 1.225E 04 -8.013BE01 1.4248E+05
TOEP/ H I4p excitati on

EXa /10. 8%

DuP
E+Q = E+Q 4,959E 05 -8.4151E01 1.5872E+05
TDEP/ H I5p excitati on

EXa/12.15

DY
E+Q => Q+ +2E 2.3736E 04 -7.084E 01 1. 837405
TDEP/ H l'ionizati on

E+Qa* = a+ +2E 2.6471E 06 -4.3906E01 6.3670E+04
TDEP/ H 1Q* ioni zation
EXQ/3 5/ !d* ionization energy loss

- + @2+ = a +0az 5.00E08 0.0 0. !
CL- + Q+ = 2CL 50008 0.0 0. !
BND
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SURFACE CHEMKIN Input for the Cl, Plasma Example

STEWALL DEN2 559
W(S Wa(s)
BND

THERVO ALL

300 500 1000

VI(S 329898 1 G 0300.00 4000.00 1000.00
0. 02775845E+02- 0. 0621325702 0. 04843696 05-0. 12756146E-09 0. 11344818E-13
0. 05339790E+06 0. 04543298E+02 0. 03113515E+02-0. 02330991E-01 0. 03518530E- 04
-0. 02417573E 07 0. 06391902E 11 0.05335061E+06 0. 03009718E+02

WCL(S) 320899 14 1 G 0300.00 4000.00 1000.00
0. 02775845E+02- 0. 06213257 02 0. 04843696E 05-0. 12756146E-09 0. 11344818E-13
0. 05339790E+06 0. 04543298E+02 0.03113515EH02-0. 02330991E-01 0. 03518530E- 04
-0. 02417573E 07 0. 06391902E 11 0. 05335061 E+06 0. 03009718E+02

BND

REACTT ONS  MVOH-

a++E =>a 0.4 00 00
BO-M

a2+ +E = (a2 0.4 00 00
BOM

a + ViI(9 = Va9 1. 0.0 0.0
STICK

a+wae =w99 +az .1 0.0 0.0
STCK

ax = @ 1 0.0 00
STCK

BN
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AURORA Output for the CI, Plasma Example

PSR PERFECILY STI RRED REACTCR CDE

VERS ON 4.5, 95/ 12/19

DABLE FRECIS (N

U B Chemical Knetics Library
CEMI NI \ersion 4.7, August 1995
DABE PREOS ON
SKU B Surface kinetics library
Copyri ght 1990, Sandi a Cor por at i on.
The US Gvernment retains alinited licensein this softvare.
CHEMI NI \ersion 5.5 August 1995
DABE PREOS AN
WIRK NG SPACE REQUJ REMENTS
PRO/I CED REQU RED
Lo CAL 1000 56
| NTEEER 6500 1324
REAL 26000 2629
GHARACTER 1800 41
KEWGRD | NRUT

|
i ************0_2 ﬂ%ﬂa**********

I

! nunber of PSRs to be consi dered in seri es

NSR 1

! I NET GCOND TTONS
I the tota flowrate in cmisec

SaM 35

!

! nole fraction of reactants

REAC az 10

!

! inlet tenperature; only used when ENRGi s specified
TINL 300

! inlet electron tenperature; only used vhen BENRGis g ven
TH N 300

! REACTAR CONDITI QNS
I

I ether caculate the tenperature or keep the tenp fixed
ENRG

ITav

I ether caculate the electron tenperat ure or keep fixed
ENGE

I TEG/

I do not sd ve the fixed-tenperature probl em
NGFT

I specify estinate of iontenperature in gas
TION 5800.

! pover deposition in vatts (use PNRE for ergs, PNRC for cal ori es)
PVRW  500.

! ion energy gain across the sheath i n kTe

ELSH MATER A1 5.

! assert Bohmcond tion on ion fluxes, corrected f or presence

I of negative ions if necessary. Use value as mi ti plier to

I account for N_sheat h < N _plasnabul k

BOHM 0.4

I eastic collisi on x-secti on for electrons and species k
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XEK A2 1 0e- 15

I defaut value for x-sectionif not given for a species
XDF 1.0e-15

I heat transfer coeff to aient (cal/s-cn2-K and arbient tenp (K)
! [the conversion fromergs to cal ories i s 2.38%-8]
HTRN 1.8%-4 298.15

I Dp you expect to be etching the bulk?

| ETCH BULKL

I tenperat ure (guess) of the reactor in Kelvin

TEW  500.

I electron tenperature (guess) of the reactor in Kelvin
ETMP 44000

I Pessure of reactor in ntorr

PRMIT 50

I vol une of the reactor incni*3

V@ 3000.

I areain cmi*2

AREA  2000.

TAFRA WAL 0.9

| AFRA WAERDO.1

I Srface tenperature, if different than the gas tenperature
TSRF 500.

! INTIA. GESS AT SOLUTT QN
|

I estinati on of gas phase conposi tion

XEST O+ 5. e4

XESTC- 1L e4d

XESTE 5. e4

XEST A2+ 1.e-4

XESTCL 0.6

XESTC2 0.4

XEST CL.* 0. 002

I estinati on of the surface site fractions

SURF WCL(S) 0.9

SIRFW(S 0.1

I doyouwvent tousearestart fileasaninitia guess?
I RSTR

! CALQLATION CPT1 O
|

I rate-of-progress cacul ations - print out al

I ARP

I print out RP anal ysis for the speci es bel ow

R CL+

R C2+

RPP C

I print out sensitivity coefficients for the species bel ow
ISEN E

ISEN @

I threshd d val ue for RO coef ficients

PR 0.01

! TVOANT PARAMETERS
|

I anount of printing to be done

PRNT 1

I relaive and absd ute error ta erances for the solution
RTAL 1.e-3

ATQL 1.0E15

I nunber of time steps and va ue of tine step

TIME 10 1E6

TIMR 100 3.E-8

I nunber of time steps before retiring ti ne-step si ze

| RET 200

I lower bounds for the conpositional sdution variabl es
SAR -1.0E-4
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I paraneters for the calculati on of nunerical di fferences

ABSL 1 O0E15

RAT le3

: DD YQU VANT TO DO ANOTHER PRBLEM AFTER TH S O ?

:O\"N B\D CF | NPUr PARAMVETERS FCR GLRRENT FRABLEM
COUI'IO\IE’\D;-(ESI'C;\\S/D_E FRACTTONS SIMTO 1. 003200000000000 FOR PHASE

KINEN CS MEGHAN SM
Tota nunber of gas phase speci es = 7
Total nunber of gas phase reactions = 19
Total nunber of surface naterials = 1

Mteria: MIERALL
Tota nunber of surface phase species = 2
Tota nunber of surface phases = 1
Nunber of species in phase, WALL = 2
Tota nunber of bul k phase species = 0
Tota nunber of bul k phases = 0
Total nunber of surface phase reactions

I}
(6)]

I NLET GCOND T ONS:
Inet nass flowrate = 0.169E-02 gmisec
(vhich based on an estimat ed react or density = 0.757E-08 gnmicni*3
and on areactor voune = 0.300E+04 cni*3

produces an estimat ed residence time) = 0.134E-01 sec
In et tenperat ure = 300.00 Kelvi n
Inl et pressure (assuned equal to reactor pressure) = 0.658E05 atm
Inl et density = 0.18950E-07 gmicn’i*3
Inl et nean nol ecular wei ght = 70. 906 gni nol e
Inet nolar flowrate = 0. 23843E-04 nol es/ sec
Inlet voluretric flowrate = 89217. cni*3 sec
(based on reactor pressure and inl et tenperature)
= 35.000 SaMm
= 0. 35000E-01 SLPM
Inlet el ectron tenperature = 300. 00 Kel vin
= 0. 25875E-01 eV
I NLET GOND I NS FCR GAS PHASE MOLECULAR SFEA ES
Seeci es nol e frac nol es/ sec gnisec cmi*3 sec Seo| SHEY
E 0.00000E+00  0.00000E+00 0. 000COE+00  0.00000E+00 0. 0000OE+00 0. 00000E+0
a+ 0.00000E+00  0.00000E+00 0. OOOCOE+00  0.00000E+00 0. 00O0OE+00 0. 00000E+00
a2+ 0.00000E+00  0.00000E+00 0. 0000OE+00  0.00000E+00 0. 0000DE+00 0. 00000E+00
a- 0.00000E+00  0.00000E+00 0. 000COE+00  0.00000E+00 0. 00O0OE+00 0. 00000E+0
ar 0.00000E+00  0.00000E+00 0. OOOCOE+00  0.00000E+00 0. 0000OE+00 0. 00000E+00
a 0.00000E+00  0.00000E+00 0. 0000OE+00  0.00000E+00 0. 00O00E+00 0. 00000E+00
az 1.0000 0.23843E-04 0. 16906E (2 80217. 35. 000 0. 35000E- 01

PRMWO R N SHED FI XED TEVPERATLRE  ADD NG ENERGY EQUATI ON
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TVIPNI PARAVETERS:

PRNININS Level() = 1 Level(2 = 1
Oly TV@PNT w il wite nessages

SQ.UN ON BOUNDS KR VAR ABLES:

Variabl e Upper _bound Lower _bound

TEMERATLRE 1. 000E+04 200.

ELECTRONTE  1.000E+15 200.

E 1.01 - 1. 000E 04
a+ 1.01 - 1. 000E 04
a2+ 1.01 - 1. 000E 04
a- 101 -1.000E 04
ar 1.01 -1.000E 04
a 101 - 1. 000E 04
az 101 -1.000E 04
(S 1.01 - 1. 000E 04
wa(s 101 - 1. 000E 04

Maxi num nunber of tine steps to try if newton's nethod fails = 100
Absolute bound for the steady-state problem= 1.000E-15

Rel ati ve bound f or the steady-stat e probem= 1.000E-03
Absolute bound for the time-dependent prob = 1. O00E 09

Rel ati ve bound for the tine-dependent prob = 1. 000E 04
Nurrber of steps to be taken bef ore increasingthe tine step =
Factor by which to decrease tinme-step when necessary = 220
Factor by which to increase time-step when necessary = 2.00
Mninumtime step all oned = 1.000E 10
Initial tinestep= 3 000E 08

Absd ute delta for nunerical di fferenci ng
Rel ati ve delta for nunerica d fferencing

200

1.000E-15
1. 000E-03

TWONT:  DQUBLE PRECIS ON (TV RO NT BAUNDARY VALLE PRBBLEN SOLVER
VERI ON 3.18 OF DECAEVBER 1995 BY DR JC8PH . GROR

TWONT:  INTIAL GESS

PSRN Printing of current soluti on from TVZPNT:

FES| DENCE TIMVE 0.1342E01 SEC
MSS FLONRATE 0.1691E (2 GM ST
FRESSURE 0.6579E 05 ATM
MSS CENG TY 0.7565E 08 GMQ\8
VOLWMVE 3000. o
IRFAE AREA 2000. ove
SRFACE TO VOLUME RATI O 0.6667 M1
TEVFERATURE (I NLET) 300.0000 K
TEVFERATURE 500. 0 K

HEAT LCBS ( 0.20E:04 Q\) ( 0.1890E03 CGAL/(QR*K*EQ) ( T - 0.30E+03 K)
ELECTRON TEMPERATURE (1 NLET) 300.0000 K
ELECTRON TEMPERATURE 0.4400E+05 K
FLECTRON FOVER CQURLI NG 0.5000E+10 ERF'S

S RF TBW (di fferent than gas) 500.0000 K
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INLET GAS PHASE MDE FRACTI ONS

E = 0.0000E+00 QL+ = 0.0000E+00 a2+ = 0.0000E+00
a- = 0.0000E+00 ax = 0.0000E+00 (o8 = 0.0000&+00
az = 1000
EXT GAS PHASE MDE FRACTI ONS
E = 0.494E 03 L+ = 0.4984E 03 az+ = 0.998E 04
a- = 0.9968E 4 ax = 0.1994E 02 a = 0.591
az = 0.39%7
S RFACE 9 TE RRACTIONS |N SURFACE PHASE VALL
Site density = 0.2500E 08 nol & cni*2
Standard Sate Ste density = 0.2500E08 nol e cni*2
Rate of change of site density = 0.0000E+00 nol & (cni* 2*sec)
VL(S) = 0.1000 wa(s = 0.9000
CHARE | MBALANCE FOR TH S SQ.UNT ON = 0. 00000E+00 % G- PO Tl VE CHARE [CENSI TY
PRNTOUr - RANVRES DLALS
Tenper at ure o -0.1426408
El ectron tenperature . 0.8MEO03
Gas phase mess fracti on residual s:
E o 0.250E+10
L+ : 18.9
az+ : 72. 4
a- : 3.18
ax : -0.559E-01
a ;. -573.
az : 479.
Surface phase site fraction residua s:
W(S o -4.99
WA(S) : 4.99

LOEd0 LGEO0
TAX NRMF GONDJ REWK

START 9.40
SEARCH 5.01 583 13 SFARH STEPS

TWIANT:  FINAL SOLUTTON
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PSRN Printing of current soluti on from TVEPNT:

FESI DENCE TIME 0.1010E 01 SEC
MSS ALONVRATE 0.1691E 2 GM ST

FRESSURE 0.6579E 05 ATM

MSS CENS TY 0.5604E 08 GMQ\8

\QWE 3000. o]

SRFACE AREA 2000. oY

SRFACE TO VOLWME RATI O 0.6667 M1

TEMPERATURE (| NLET) 300.0000 K

TEVFERATURE 537.3 K

HEAT LCSS ( 0.20E:04 Q\) ( 0.1890E 03 CGL/( QR*K*EQ) ( T - 0.30E+03 K)
ELECTRON TEMPERATURE (I NLET) 300.0000 K

HLECTRN TEMPERATURE 0.3414E+05 K

HECTRIN PO/ER COURLI NG 0.5000E+10 ERF'S

S RF TBW (di fferent than gas) 500.0000 K

EXT GAS FHASE MDE FRXCTI ONS

E = 0.3717E 02 QL+ = 0.23%4E 02 a2+ = 0.2550& 02
a- = 0.1177E 02 ax = 0.3116E 02 a = 0.5955
az = 0.3916
SRFACE 9 TE FRACTIONS |N SURFACE FHASE  VALL
Site density = 0.2500E 08 nol & cni*2
Standard Sate Ste density = 0.2500E08 nol ¢ cni*2
Rate of change of site density = 0.0000E+00 nol & (cnt* 2*sec)
VL(S) = 0.9091E 01 wWa(s = 0.9091
CHARE | MBALANCE FOR TH S SQ.UNT AN = 0.139%62E 03 % G- RO3 Tl VE CHARE CENSI TY
PRNTQUr - RANREY DLALS
Tenper a ure o -0. 1646104
El ectron tenperatur e : -0.196E06
Gas phase nass fracti on residual s:
E : 0.101E+06
L+ : -0.105E-01
2+ : -0.511E-02
a- : -0.427E-03
ax : -0.188E-02
(o : -0.154E-01
az : 0.333E-01
Surface phase site fraction residua s:
W(9 : -0.133E-03
WAL(S) : 0.163E-03

TWIANT:  0.21 SEOONDS TOAL GOMRUTER T1 VE ( SEE BREAKDOM BELOW .
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UBTAK TAK

EVALF PREPJ SQVE OHR B/QE SEARH

%QF TOAL 47.6  33.3 00 190 0.0 905
MEAN SEOODS  0.002 0.023  0.000
QIANTI TY 52 3 50

TWIANT:  SUODESS  PRBLEMSQ M.

QUTLET CONDI TIONS
Specifiedinet nass flowrate = 0. 169 02 gnisec
Qitlet mess flowrate = 0.169E 02 gnf sec
Rat e of Miss Lossto the walls = 0. 240E 07 gnisec
(vhich based on an reactor density = 0.569E08 gnicni*3
and on areactor va une 0.300E+04 cni*3

pr oduces a residence tine) 0.101E-01 sec
Qutlet and react or tenperature = 537.31 Kelvin
Qitlet and reactor pressure = 0.658E05 atm
Qutlet and react or density = 0. 56935E-08 gmicni*3
Qutlet and react or nean nolecul ar wei ght = 49, 295 gninol e
Qulet molar flowrate = 0.342%6E 04 nol es/sec
Qutlet vounetric flowrate = 0.29693E+06 cnt*3/sec
(based on reactor pressure and t enper at ure)
= 65.039 SaM
= 0. 65039E-01 SLPM
Qutlet and reactor € ectron tenperature = 34139, kel vin
= 2.9445 ev
QUILET CONDI TIONS FAR GAS AHASE MOLEGLLAR SPHT ES:

Soeci es nol e frac # cnB nol es/ sec gm sec cnmi*3 sec St™
E 0.37168E 02 0.27305E+12 0. 12747E06 0.69928E-10 1103.6 0.24174
a-+ 0.23440E 02 0.17220E¥12 0. 80389E 07  0.28500E-05 696. 01 0.15245
a2+ 0.25497E 02 0.18731E¥12 0. 87444E 07 0.62003E-05 757.09 0.16583
a- 0.11769E 02  0.86460E+11 0. 40362E 07  0.14310E-05 349. 46 0. 76544E- 01
ax 0.31161E 02 0.22892E+12 0. 10687E 06 0.37889E-05 925.28 0.20267
a 0. 59551 0.43749E+14 0. 20423E 04 0.72407E-03 0. 17683E+06 38.731
az 0.39159 0.28768E+14 0. 13430E 04 0.95225E-03 0. 11627E+06 25.468

DETA LED SPEJ ES BALANCE
(al rates are in noles per sec)

SFEQ ES INNET_ FR  QUILET_FR G'S PRD RATE G'S DEST RATE SUR- NET PRD  TOAL NET
E 0. 000E+00 1 275E07 6. 388 04 5. 610E-04 -7. 764 05 -6. 105E-09
a+ 0. 000E+00 8.039E 08 4. 729 05 3.324E-06 -4. 339 05 -5. 080E-09
a2+ 0. 000E+00 8. 744E08 3. 746E 05 3.616E-06 -3. 376 05 -1.231E-09
a- 0. 000E+00 4.036E08 8. %1E 06 8.921E-06 0. 000E+00 -2.058E-10
ax 0. 000E+00 1. 069E 07 2. 2195 05 1 170E-05 -1 039% 05 -9.034E-10
a 0. 000E+00 2.042E05 4. 791E 04 1 521E-04 -3. 06604  -7.402E-09
az 2.384E 05 1. 343E05 1 706 4 3.952E-04 2 14204 8.027E-09
V(S 0. 000E+00 0. 000E+00 0. 000E+00 0. 000E+00 -6. 770 10 -6.770E-10
VLa( s 0. 000E+00 0. 000EH00 0. 000E+00 0. 000E+00 6. 770 10 6. 770E- 10
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DETAI LED BL.BMENT BALANCES
(al rates are in noles per sec)

ELEMENT INLET R QILET R TOTAL NET
E 0.000E400 -2 33E13  2.343E13
a 4.769E-05 4. 769E05  6.770E-10
g 0.000E+00  0.000EH00 0. 000E+00

NARMLI ZED AND ABSOLUTE RATE OF- FRADUCTI ON COFFH G ENTS

(surface reactions are nornal ized by the surface areato vo uneratio)
Thresha d nornal ized val ue for printi ng of RA coeffici ents = 0. 100E 01

Gs Fhase Species 2. QL+

Gs Phase Reaction 16, E+Q.=CL++2E

@Gs Phese Reaction 17. E+Q*=Q.+2E

Gs Phase Reaction 19, @-+Q+=2Q

Qrface Phase Raction 1 QA+HE>Q

Tota Rate-of -production (nol es/ cc- sec)
Tota Rate-of -consunpti on (nol es/ cc- sec)
Nt  Rate-of -production (nol es/ cc- sec)

1 5762E-08
1 5737E-08
2. 5103E-11

@Gs Fhase Species 3. C2+
Gs Phase Reaction 5 EQ2=>Q.2+H2E
@Gs Phase Reaction 18 Q-+Q2+=>Q.+12
Surface Phase Reaction 2. @2++E=>02
Tota Rate-of -production (nol es/ cc- sec)
Tota Rate-of -consunpti on (nol es/ cc- sec)
Nt Rate-of -production (mo es/ cc- sec)

1. 2486E-08
1 2457E-08
2. 8738E-11

Gs Fhase Species 6. L
Phase Reaction 2 EBE-Q2=>Q-+CL
Phase Reaction 3. BE-Q.2=20+E
Reaction 7. B-Q=E+C*
Phase Reacti on 16, BE-Q.=>CL++2E
Phase Reaction 19. Q-+Q+=>20
Surface Phase Reaction 1 QA +HEQ
Surface Phase Reaction 3. @HAN(S)=>WLA(S
Qurface Phase Reaction 4. @AWA (9= 9 +a2
Surface Phase Reaction 5 @*=>C
Tota Rate-of -production (nol es/ cc- sec)
Tota Rate-of -consunpti on (nol es/ cc- sec)
Nt Rate-of -production (nol es/ cc- sec)

BEEEE
]

IT
@

RATE 0F- FRADUCTI ON CALGLLATI ON GOMPLETE
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NORALI ZED  ( MOLES/ OG SED)

0. 753
0. 247
-0. 070
-0. 930

( 1 1862E 08)
( 3.9006E 00)
1. 1081E 00)

(_
(- 1. 46295 08)

NORALI ZED  ( MOLES/ OG SED)

1. 000
-0. 097
-0. 903

(1 2486E 08)
(- 1. 20545 09)
(-1 12525 08)

NORVALI ZED  ( MDLES/ OG SEO)

( 2.9870E 09)
( 12120E 07)
(- 7. 3980E 00)
(- 1. 1862E 08)
( 221625 09)
( 1 4629E 08)
(- 6.0147E 08)
(- 6.0147E 08)
( 3 4621 09)



10.

11.

REFERENCES

Moffat, H. K., Glarborg, P., Kee, R. J,, Grcar, J. F. and Miller, J. A., “SURFACE PSR: A Fortran
Program for Modeling Well-Stirred Reactors with Gas and Surface Reactions,” Sandia National
Laboratories Report SAND91-8001, 1991.

Kee, R. J., Rupley, F. M., Meeks, E. and Miller, J. A., “Chemkin-Ill: A Fortran Chemical Kinetics
Package for the Analysis of Gas-Phase Chemical and Plasma Kinetics,” Sandia National
Laboratories Report SAND96-8216, 1996.

Coltrin, M. E., Kee, R. J., Rupley, F. M. and Meeks, E., “SURFACE CHEMKIN III: A Fortran
Package for Analyzing Heterogeneous Chemical Kinetics at a Solid-Surface - Gas-Phase
Interface,” Sandia National Laboratories Report SAND96-8217, 1996.

Smith, J. M., Chemical Engineering Kinetics (McGraw-Hill Book Company, New York, 1981).
Longwell, J. P. and Weiss, M. A., Industrial Engineering and Chemistry 47, 1634 (1955).

Bowman, B. R., Pratt, D. T. and Crowe, C. T., “Effect of Turbulent Mixing and Chemical Kinetics on
Nitrogen Oxide Production in Jet Stirred Reactors,” The Combustion Institute Fourteenth
Symposium (International) on Combustion, Pittsburgh, PA, 1973.

Pratt, D. T. and Wormeck, J. J., “CREK, A Computer Program for Calculation of Combustion Reaction
Equilibrium and Kinetics in Laminar and Turbulent Flow,” Washington State University Report

WSU-ME-TEL-76-1, 1976.

Chen, A. T., Malte, P. C. and Thornton, M. M., “Sulfur-Nitrogen Interaction in Stirred Flames,” The
Combustion Institute Twentieth Symposium (International) on Combustion, Pittsburgh, PA, 1985.

Nenniger, J. E., Kridiotis, A., Chomiak, J., Longwell, J. P. and Sarofim, A. F., The Combustion
Institute Twentieth Symposium (International) on Combustion, Pittsburgh, PA, 1985.

Glarborg, P., Kee, R. J,, Grcar, J. and Miller, J. A., “PSR: A Fortran Program for Modeling Well-
Stirred Reactors,” Sandia National Laboratories Report SAND86-8209, 1986.

Glarborg, P., Kee, R. J. and Miller, J. A., “Kinetic Modeling and Sensitivity Analysis on Nitrogen
Oxide Formation in Well Stirred Reactors,” Combustion and Flame 65, 177 (1986).

96



12,

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

Coltrin, M. E., Kee, R. J. and Rupley, F. M., “SURFACE CHEMKIN (Version 4.0): A Fortran
Package for Analyzing Heterogeneous Chemical Kinetics at a Solid-Surface - Gas-Phase
Interface,” Sandia National Laboratories Report SAND90-8003C, 1991.

Coltrin, M. E., Kee, R. J. and Rupley, F. M., “Surface Chemkin: A General Formalism and Software
for Analyzing Heterogeneous Chemical Kinetics at a Gas-Surface Interface,” International Journal
of Chemical Kinetics 23, 1111 (1991).

Ho, P., Breiland, W., Coltrin, M., Moffat, H. and Buss, R., “CVD Process Chemistry,”
Semiconductor Equipment Technology Center (SETEC) Final Report Vol. Il Report SETEC92-035,
1992.

Rogoff, G. L., Kramer, J. M. and Piejak, R. B., “A model for the bulk plasma in an RF chlorine
discharge,” IEEE Trans. on Plasma Sci. PS-14, 103 (1986).

Deshmukh, S. C. and Economou, D. J., “Factors affecting the Cl atom density in a chlorine
discharge,” J. Appl. Phys. 72, 4597 (1992).

Lee, C., Graves, D. B, Lieberman, M. A. and Hess, D. W., “Global Model of Plasma Chemistry in a
High Density Oxygen Discharge,” Journal of the Electrochemical Society 141, 1546 (1993).

Lieberman, M. A. and Gottscho, R. A., in Physics of Thin Films, edited by M. Francombe and J.
Vossen (Academic Press, New York, 1993).

Meeks, E., Larson, R. S., Shon, J. W. and Vosen, S. R., “Chemistry Modeling in Downstream Etch
Systems From the Plasma Source to the Etch Chamber,” The Electrochemical Society, Inc. 95-4,
Electrochemical Society Symposium on Process Control, Diagnostics, and Modeling in
Semiconductor Manufacturing, Reno, Nevada, 1995.

Meeks, E. and Shon, J. W., “Effects of Atomic Chlorine Wall Recombination: Comparison of a
Plasma Chemistry Model with Experiment,” Journal of Vacuum Science and Technology A 13, 2884
(1995).

Meeks, E. and Shon, J. W., “Modeling of Plasma-Etch Processes Using Well Stirred Reactor
Approximations and Including Complex Gas-Phase and Surface Reactions,” IEEE Transactions on

Plasma Science 23, 539 (1995).

Grecar, J. F., “The Twopnt Program for Boundary Value Problems,” Sandia National Laboratories
Report SAND91-8230, 1991.

97



23.

24,

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

Kee, R. J., Grcar, J. F., Smooke, M. D. and Miller, J. A., “A Fortran Program for Modeling Steady
Laminar One-Dimensional Premixed Flames,” Sandia National Laboratories Report SAND85-
8240, 1985.

Coltrin, M. E., Kee, R. J. and Evans, G. H., “A Mathematical Model of the Fluid Mechanics and Gas-
Phase Chemistry in a Rotating Disk Chemical Vapor Deposition Reactor,” Journal of the
Electrochemical Society 136, 819 (1989).

Coltrin, M. E., Kee, R. J., Evans, G. H., Meeks, E., Rupley, F. M. and Grcar, J. F., “SPIN (Version
3.83): A Fortran Program for Modeling One-Dimensional Rotating-Disk/Stagnation-Flow Chemical
Vapor Deposition Reactors,” Sandia National Laboratories Report SAND91-8003, 1991.

Jones, A. and Prothero, A., Combustion and Flame 12, 457 (1968).

Engleman, V. S., Bartok, W., Longwell, J. P. and Edelman, R. B., The Combustion Institute
Fourteenth Symposium (International) on Combustion, Pittsburgh, PA, 1973.

Braithwaite, N. S. J. and Allen, J. E., “Boundaries and Probes in Electronegative Plasmas,” Journal
of Physics D 21, 1733 (1988).

Kee, R. J., Rupley, F. M. and Miller, J. A., “The Chemkin Thermodynamic Data Base,” Sandia
National Laboratories Report SAND87-8215B, 1990.

Riley, M. E., “Unified Model of the rf Plasma Sheath,” Sandia National Laboratories Report
SAND95-0775, 1995.

Reynolds, W. C., “The Element Potential Method for Chemical Equilibrium Analysis:
Implementation in the Interactive Program STANJAN,” Department of Mechanical Engineering,
Stanford University Report 1986.

Deuflhard, P., “A Modified Newton Method for the Solution of Ill-Conditioned Systems of
Nonlinear Equations with Application to Multiple Shooting,” Numerical Mathematics 22, 289
(1974).

Hindmarsh, A. C., “LSODE and LSODI, Two New Initial Value Differential Equation Solvers,”
ACM SIGNUM Newsletter 15, 4 (1980).

Stewart, W. E. and Sgrensen, J. P., “Sensitivity and Regression of Multicomponent Reactor Models,”

Dechema 4th International / 6th European Symposium on Chemical Reactor Engineering, Frankfurt,
1976.

98



35.

36.

37.

38.

39.

40.

Brown, R. A., Scriven, L. E. and Silliman, W. J., in Nonlinear Problems in Dynamics (P. Holmes,
Ed.), SIAM, Philadelphia, 1980, Vol. p. 289.

Saito, H. and Scriven, L. E., “Study of Coating Flow by the Finite Element Method,” Journal of
Computational Physics 42, 53 (1981).

Miller, J. A., Branch, M. C., McLean, W. J., Chandler, D. W., Smooke, M. D. and Kee, R. J., “The
Conversion of HCN to NO and N, in H2—02—HCN—Ar Flames at Low Pressure,” The Combustion

Institute Twentieth Symposium (International) on Combustion, Pittsburgh, PA, 1985.

Dongarra, J. J., Moler, C. B., Bunch, J. R. and Stewart, G. W., LINPACK User’s Guide (Society of
Industrial and Applied Mathematics, Philadelphia, 1979).

Grcar, J. F., “The Change Tool for Change Programs and Scripts,” Sandia National Laboratories
Report SAND92-8225, 1992.

Motz, H. and Wise, H., Journal of Chemical Physics 31, 1893 (1960).

99



APPENDIX A. Example Script for Running CHEMKIN, SURFACE CHEMKIN, and
AURORA

#/bin/sh
#toexecute sh aurora.shnmrun &
# ngs batch mode: gsub -q queuenane -1t time(seconds) aurora. sh

sh 1> ${1}.log 2>&1 << ENDSH  # shell run output is "nyrun.| og"
set -X
ca << EQF > nakefile

#r***conpi ler > cray
H#HFLAGS =

#INK =segldr -f zeros -o
#WAH = cnach.o
#***ENDconpi |l er > cray

#****conpi ler > sun

#**xx*BEND conpil er > sun

#****compi | er > sgi RBOOO
H#FLAGS = - Q@ -mipsl

#AIN =177 -0

#VAH = dnach. o
#xx*ENDconpi |l er > sgi R3000

#r*xxconpi ler > sgi RIX00
FLAG = -mips2 -0

ULNK =f77 -0

MCH = dnach. o
#r*ENDconpi |l er > sgi RAXO0

#**** conpi | er > i bmrsc6000
#HFLAS =-Q

#HIN  =xf -0

#AH = dmrech.o

#*xx*BEND conpi | er > i bmr sc6000

#****conpi | er > al pha
#HFLAS =-Q

#AIN =177 -0
#AH = anach. o
#***ENDconpi |l er > a pha

#rxexconpi ler > HP
#HFLAS = -0

#HINK =77 -0

#VAH = dnach. o
#r**END conpi | er > HP

ARES =cki nterp.f cklib.f aurora f eqib.f stanlib.f mathf \

xd inpk. f surdriv.f twopnt.f skinterp.f sklib.f sheath2 f
LIBS =egib.osklib ockib.otwpnt.onmth.o stanlib.o sheath2.o
BEXEGQITABLES = ckinterp ski nterp aurora
INPUT = thermdat cheminp surf.inp aur.inp
QJ'RJT = chembi n chemout surf.bin surf.out save.dat recov.dat aur.out
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cki nterp : ckinterp.o
$(LINK) cki nterp ckinterp. o

ski nterp : skinterp.o cklib.o
B(LINK) ski nterp skinterp.ocklib. o

cklib.o: cklib. f ckstrt.h
sklib.o: sklib. f skstrt.h

aurora : surdriv.o aurora o xd inpk. o $(LIBS)
HLINK aurora surdriv.o aurora.o xdlinpk.o $(LIBS

B

#

#\'* kkhkkkkkkkkkkkkkkkhkkhhkkkhkkkkkkkkkkx %

# (npile and i nk executabl es

#k-k dkk kk kkk kk kkk kk kkk kkk kk kkk kk kkk kk %k
#

touch nakefil e

nake cki nterp

nake ski nterp

nake aur ora

nake epost

#

#\‘* khkkkkkkkkk kxkkkkkhkkdkkhkdkhkdhkdh kxk kk k%

# Run gas-phase Ghenkin interpreter
# theinput fileis 'cheminp

# the output fileis 'chemout'
#k************************************
#

cki nterp

#
#\'************************************
# Run SQurface Chenkin interpreter

# theinput fileis 'suf.inp

# theoutput fileis 'surf.out'
#k************************************
#

ski nterp

#

#k* Kkhkk kkkkkkk hkkk hkkkhkk khkkkk khkk kk kkk kk *k

# Rin arora
#\‘************************************
#

rmaur.out save. dat recov. dat ;

aurora <aur.inp >aur. out

ENDH

101



INITIAL DISTRIBUTION
UNLIMITED RELEASE

102



