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Abstract The present contribution is continuation of Part 1: Equilibrium composition
and thermodynamic properties. This paper is devoted to the calculation of transport
properties of mixtures of water and carbon at high temperature. The transport properties,
including electron diffusion coefficient, viscosity, thermal conductivity, and electrical
conductivity are obtained by using the Chapman—Enskog method expanded to the third-
order approximation (second-order for viscosity), taking only elastic processes into
account. The calculations, which assume local thermodynamic equilibrium, are performed
for atmospheric pressure plasmas in the temperature range from 400 to 30,000 K for
pressures of 0. 10, 1.0, 3.0, 5.0 and 10.0 atm. with the results obtained are compared to
those of previously published studies, and the reasons for discrepancies are analyzed. The
results provide reliable reference data for simulation of plasmas in mixtures of carbon and
water.
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Introduction

In the first paper of this series, the chemical equilibrium composition and a set of ther-
modynamic properties including mass density, molar weight, specific enthalpy, specific
entropy, specific heat at constant pressure, sonic velocity and heat capacity ratio were
calculated for mixtures of carbon and water [1]. In this calculation, a large number of
chemical species (69 heavy species in all) as well as electrons, including relevant atoms,
ions and molecules, are taken into account: C(s), C, C*, C~, C,, C,~, C3, C4, Cs, C,,
C*, C™ ", H,H",H, Hp, i, ", H,", Hy™, 05, 05, 0,7, 0, 05,07, 07", 07", 0", CH,
CH,, CH;, CH,, C,H, C;H, C,H, CsH, C¢H, C,H,, C,H,, CH', CH", CO, CO,, C,0, C50,,
Co*, CO,*, CO™, CO,, OH, OH*, OH, HO,", HO,~, H;0", H,0,, H,0, H,0O",
CH,0, CHO, C,H,0, CHO", HCO;~, CH,0, CH,OH, CH;0, COOH, HCOOH, C,H¢O.

It was found that in the C-H-O system, the species composition and thus thermody-
namic properties strongly depend on the admixture ratios of carbon and water steam as
well as the phase transition of carbon. As the proportion of carbon increases, a greater
number of species appear in appreciable concentrations in the reacting mixture, leading to
a complex reaction field due to the high reactivity of C/H/O species. The equilibrium
composition of the plasma has, of course, a great influence on mass, momentum and heat
transfer. Calculation of the composition is a prerequisite to obtaining the plasma transport
coefficients, whose calculation is described in the present paper.

Transport coefficients for mixtures of C, H and O have been presented by Aubreton
et al. [2], who performed calculations for CO-H, plasmas and other mixtures represen-
tative of those produced by gasification of biomass. They assumed that the O/C ratio was at
least 0.8, while the O/H ratio could take any value. Under this assumption, 27 species and
18 main species are respectively taken into account in the calculating the composition and
transport properties including viscosity, thermal conductivity and electrical conductivity.
These coefficients can be obtained for all other C\H\O mixtures wherein O/C >0.8.
However, due to the carbon-rich environment near graphite electrodes, there will be sit-
uations in which the O/C ratio falls below 0.8 in carbon-water plasmas. In this case, a
greater range of species has to be taken into account because of the high reactivity of C, H
and O species with each other.

Tanaka et al. [3] presented transport properties for CO,—H, mixtures at atmospheric
pressure. Their calculation used only a first-order approximation of the Chapman—Enskog
method for both electrons and heavy species, which is less reliable than calculations using
higher-order approximations; typically a third-order approximation is used for electrons.

To our knowledge, no data for the transport coefficients of reacting mixtures of carbon
and water can be found in the literature, especially for temperatures below 6,000 K, for
which the dissociation and conversion of the neutral species dominates and carbon in the
condensed state can also be present. The aim of this paper is to present a systematic study
of high-temperature transport coefficients of carbon and water mixtures.

The water—carbon mixture is described by the formula C,(H,0),_,, where the carbon
molar amount ¢ was chosen to range from 0 to 1 in steps of 0.1. We assume that the plasmas
are in local thermodynamic equilibrium (LTE), and present calculations of transport
coefficients (namely diffusion coefficients, thermal conductivities, electrical conductivity
and viscosity) of this mixture for the temperature range 400-30,000 K, conditions which
can satisfy most requirements of thermal plasmas modelling. Further, the influence of solid
carbon formation and pressure on the properties is also included in this paper.

The paper is organized as follows: in second section, the method of calculation of the
transport coefficients is outlined. The collision integrals, the choice of intermolecular
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potentials used in evaluating them and various approaches used in determining transport
properties are presented in third section. Calculated transport coefficients for reacting
mixtures of carbon and water with or without the formation of solid carbon, and a com-
parison of the calculated properties with available literature data for high temperature
water steam and carbon dioxide plasmas, are given in section “Results and Comparisons”.
In section “Influence of Pressure on Transport Properties”, the influence of pressure on
transport coefficients is illustrated. Finally, conclusions are presented in last section.

Method of Calculation

Transport properties, namely diffusion coefficients, electrical conductivity, thermal con-
ductivities and viscosity, are calculated approximately using the classical Chapman—
Enskog method, which has been analyzed exhaustively in the literature [3—6]. The
distribution function of the different species is assumed to be a Maxwellian with by a first-
order perturbation. The first-order perturbation function is developed by means of a series
of Sonine polynomials and then expressed in terms of expansion coefficients, yielding a
linearization of the Boltzmann equation and leading to the introduction of systems of linear
equations. The solution of these linear equations to a selected order allows the transport
coefficients to be determined.

The order chosen in the approximate calculation governs the dimensions of the system
of linear equations with which the distribution function and the Boltzmann equation are
solved with an expansion expression [7]. The accuracy of the transport properties is
improved by increasing the order. However, this requires a greater number of effective
collision integrals, which are terms appearing in the expressions of the transport coeffi-
cients, and the number of calculations rapidly becomes prohibitive [8]. It has been found
that at least a third-order approximation is needed at low temperatures around 5,000 K for
the ordinary diffusion for interactions involving electrons [9]. The first-order approxima-
tion for viscosity can differ by more than 10 % at high temperature from the third-order
approximation. It was concluded that in this case the second-order approximation was
adequate [10]. Therefore, this paper utilizes the third-order approximation for transport
properties except viscosity, for which the second-order approximation is considered.

For thermal conductivity, besides the translational component, the contributions from
the internal energy and chemical reactions should also be taken into account. Chemical
reactions (dissociation, recombination, ionization and so on) in a plasma in chemical
equilibrium leads to additional heat transfer. This leads to an additional reactive thermal
conductivity 4,,, which was studied by Butler and Brokaw for neutral gas mixtures [11];
their expressions were subsequently extended to ionized gases by Meador and Stanton
[12]. The presence of internal degrees of freedom as a result of vibrational, rotational and
electronic excitation can affects the heat flux vector and is included using an internal
thermal conductivity 4;,, which has been derived using the Hirschfelder—Eucken approx-
imation [13-15].

Collision Integrals

The transport coefficients rely on collision integrals, which take into account the pair
interaction potential between two colliding species i and j. They are statistical averages
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over a Maxwellian distribution of the binary collision cross sections, and are defined as
follows:

ts) | KT
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0

The transport cross sections ij(g) are evaluated by

oo
27'5/ (1 —cos'y)bdb (2)
0

where the parameters i, 7, g and b are the reduced mass, the angle by which the molecules
are deflected in the centre of gravity coordinate system, section, the relative velocity of the
two particles, and the impact parameter of the colliding species i and j, respectively. The
indices (I, s) are directly related to the order of approximation used for the transport
coefficients. The angle of deflection depends on the intermolecular potential of the col-
liding species.

In the following subsections, we consider the intermolecular potentials and other data
used to calculate the collision integrals for interactions between pairs of neutral species,
between neutral species and ions, between neutral species and electrons, and between pairs
of charged species.

Neutral-Neutral Interactions

Many types of intermolecular potential have been used to determine the collision integrals
for interactions between neutral species. For example, Aubreton and coauthors performed
calculations of Hulbert—Hirschfelder and exponential repulsive potentials, whose param-
eters were evaluated by non-linear regression to known potential energy curves of elec-
tronic bounded and unbounded states, respectively, for a wide range of species [2, 16, 17].
Besides the accuracy of original potential energy curves, the uncertainty of such approach
mainly arises from the accuracy of the fit. For a good fit, the energy values must be
reproduced as accurately as possible by the potential function. However, under some
conditions, it is debatable whether the fitted potential is accurate outside the fitting range.
André et al. [18] used the classical Lennard—Jones potential and simple combining rules for
the potential parameters of neutral-neutral interactions to obtain the transport coefficients
for nitrogen and hydrogen plasmas, and plasmas of composition corresponding to the Mars
and Titan atmospheres, obtaining satisfactory agreement with the results of other authors
who used more complex approaches.

To evaluate the collision integrals for the H,O-H,O interaction, two analytic expres-
sions, the Stockmayer and exponential repulsive potential, were applied to the low and
high temperature ranges respectively, with cubic spline functions being used to connect the
collision integral values smoothly (with continuous first and second derivatives) at the
intermediate temperature. This approach is based on the facts that the exponential potential
only describes accurately the high energy repulsive wall of the interaction, whereas the
parameters of Stockmayer potential are generally adjusted to fit the low energy attractive
region of the interaction. The parameters used to determine these potential forms are
obtained from a reevaluation of the stable molecule [19]; the approach provides reliable
data for the collision integrals.
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Recently, a new phenomenological model potential developed by Capitelli et al. [20],
[21] has been widely studied. The phenomenological potential provides an improved
representation of the short-range region with a less hard repulsive wall, and moreover
reproduces very well the interaction obtained by accurate ab initio calculation in the long-
range region. When comparing with complete set of quantum mechanical interaction
potentials arising from the electronic configurations of separate partners, excellent
agreement is achieved [22]. Therefore, it can provide an accurate estimation of those
interaction potentials for which reliable experimental data or accurate theoretical calcu-
lations are not available. Recently, this classical model potential, which as an improvement
of the Lennard—Jones potential, has been used in determining the transport coefficients of
plasmas of composition corresponding to the Mars atmosphere [23, 24].

The phenomenological potential has the following form

o=l () ()]

where x = r/r,, n(x) = f + 4)(2 and the parameter r, is the equilibrium distance. f is
determined by a simple empirical formula with the polarizability o as the input parameter.

5
sl +s2

B=6+ (4)
where the subscripts 1 and 2 identify the colliding partners. The softness s, entering in
Eq. (4), is defined as the cubic root of the polarizability.

Unfortunately, experimental data are extremely limited for polarizabilities of most
species that are present in our work. Coverage of dipole polarizabilities is particularly
sparse. However, for these species, quantum chemical predictions for polarizabilities can
be quite accurate if determined with a good correlated method. In Table 1, we present the
polarizability values and their data sources.

We developed a new computer program, based on the work of Barker, Fock and Smith
[35], to compute the collision integrals for the phenomenological potential.

Neutral-Ion Interactions

For neutral-ion Interactions, two kinds of processes should be taken into account, purely
elastic collisions and the resonant charge-exchange inelastic process. For / odd (I = 1 and

3), the latter plays important role in determining the collision integrals ijl‘s). We follow the

work of Murphy [36] and estimate the total collision integrals from the elastic and inelastic
contributions with the empirical mixing rule:

N 2 A 2
ot = (67) + (ol 5

where the subscripts in and el denote the collision integrals derived from the inelastic and
the elastic interactions, respectively.

The phenomenological potential model has been extended to neutral-ion elastic inter-
actions [20, 21]. The polarizability values needed for ion species and the sources of these
data are tabulated in Table 2; only the ground states of the ions were considered. For the
species denoted by [*] in Table 2, Woon’s quantum chemical values of the polarizabilities,
predicted by means of the finite field approach, were used.
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Table 1 Polarizability values of

neutral species (A%) Species  Polarizability Data Species  Polarizability Data

source source
C 1.760 [25] C, 5.074 [26]
Cs 5.179 [26] Cy 7.512 [26]
Cs 11.164 [26] H 0.668 [25]
H, 0.810 [25] O 0.802 [25]
0, 1.562 [27] O3 3.210 [28]
CH 1.394 [26] CH, 2.120 [26]
CH; 2.335 [26] CH4 2.448 [27]
CH 4.415 [26] C,H, 3.487 [27]
C;H 5.539 [26] C4sH 7.151 [26]
CsH 10.504 [26] CeH 13.679 [26]
C,Hy 4.009 [25] C30, 6.873 [33]
CcO 1.951 [25] CO, 2.597 [29]
C,0 4.087 [26] OH 1.070 [30]
H,O 1.429 [31] HO, 1.954 [26]
H,0, 2.243 [26] CHO 2.538 [26]
CH,O 2.450 [27] CH;0 2.900 [26]
CH;0H  3.081 [27] CH,OH 3.000 [26]
C,H,O 4.560 [32] HCOOH  3.319 [26]
C,HsO 5.110 [26] COOH 3.318 [34]

Table 2 Polarizability values of

charged species (A%) Species  Polarizability Data Species  Polarizability Data

source source

ct 0.829 371 ctt 0.578 [38]
ctt 0.289 [23] (on 7.280 [*]
C,” 3.660 ] (o 3.200 1
H™ 27.0 [39] H," 0.424 [40]
H;* 0.463 [41] 0,” 1.581 [34]
0," 0.958 [34] o+ 0.376 [37]
o+t 0.228 [23] ottt 0.182 [23]
(on 3.200 [42] CH* 1.1299 [*]
co* 1.341 [34] CO," 2.212 [34]
CO,~ 7.765 [34] OH™ 6.956 [42]
H;0" 0.964 [43] CHO" 1.341 [44]
HCO;~  5.100 [45] Cco~ 14.153 [34]
H,~ 31.782 [34] OH" 0.591 [34]
HO,™ 3.351 [34] H,0" 0.792 [34]
CH™ 7.331 [34]

For the HT-H, H*-0O and H*-C interactions, previous studies of collision integrals with
complete set of quantum mechanical interaction potentials arising from the electronic con-
figurations of separate partners have been used here since the polarizability of the species H™
was not available. For H —H interaction, accurate potential energy curves are available for
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the two electronic terms 2%, and 2%, of the H, " system and have been fitted with the Hulburt—
Hirschfelder and modified Morse potential respectively [46]. For H'—O and H*—C interac-
tions, the Hulburt—Hirschfelder and exponential repulsive potential were used to represent the
bounded states and unbounded states respectively using nonlinear regression [16].

No accurate experimental data or theoretical calculations are available in the literature
for the polarizability of HO,". Hence, collision integrals for interactions involving the
species HO, ™, as well as the interaction between H' and other neutral species, have been
derived using a polarization potential model:

oulr) = () ZEL ©

4dreg

z; being the ion charge and o; being the polarizability of the neutral species. Note that the
polarization potential, unlike the phenenomelogical potential, is independent of the
polarizability of the charged species.

The collision integrals for the polarization potential were obtained by a closed form,
which leads to simple relations as follows [46]

Q)Y = 424.4437, */To‘_

oll? =o0.8330"  a? =o08700(," ol =072 Y = 07610,

ol =o0.6560" oY = 06850, Y =0.6020" Y =0.8420(,"
(7)

In order to numerically evaluate the charge transfer collision integrals, it is necessary to
know the charge transfer cross section. For interactions between a parent atom or molecule
X and its ion X~ or X, especially for high energies, the transport cross section can be
evaluated by from charge transfer cross-section written as

0'(g) = 20 (8)

The charge transfer cross section is approximated by the following representation:
Qex = (A~ BInE)’ 9)

where E is the collision energy. The constants A and B can be obtained from experiment
data or theoretical calculations. The charge exchange cross-sections for collisions between
unlike species (e.g.Y* + X — X* 4+ Y) are small compared to the elastic collision inte-
grals, and are neglected in this paper. Collision integrals with even [ are wholly determined
by the elastic interactions.

In Table 3, we present the constants A and B that characterize the resonant charge
exchange cross-sections considered in this work.

No accurate experimental data or theoretical calculations are available in the literature
for the charge-exchange interactions between C and C™. The constants A and B were
determined using an empirical formula proposed in Ref. [53].

Electron—Neutral Interactions

The collision integrals for interactions between electrons and neutral species have been
calculated as a function of temperature by straightforward integration of the Q,(E), 0> (E)
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Table 3 Constants A and B hat

characterize resonant charge Interaction A B Data source

exchange 4
H-H 6.6989 0.3874 [47]
H,-H," 4.8082 0.4082 [48]
H-H™ 13.6059 1.2734 [49]
c-Cct 8.4908 0.4383 [50]
0,-0," 6.8007 0.3976 [48]
0,-0,~ 4.8632 0.2703 [51]
0-0~ 9.5408 0.6387 [52]
CO-CO™ 8.3415 0.3780 [48]
CH-CH* 9.2119 0.4324 [48]
OH-OH™ 12.1052 0.8435 [48]
OH-OH" 7.6751 0.3986 [48]
0-0 6.1152 0.2859 [52]

and Qs (E) cross-sections as a function of electron energy, assuming a Boltzmann distribu-
tion. When 0, (E) and Qs(E) are not available, their ratios to the momentum transfer cross
section Q; (E)can be determined by numerical integration of differential elastic cross sections
(DCS), if these are available. The differential cross sections da/dQ can be numerically
integrated over all scattering angles to obtain the transport cross sections as a function of the
interaction energy.

For e-H; interaction, following the recommendation of Brunger and Buckman [54], the
momentum transfer cross-section evaluated by England et al. [55] was used in this work.
The corrections to higher momentum transport cross-sections, Q(E)/Q'(E) and
Q3(E)/Q'(E), have been obtained by integrating the elastic differential cross sections
given in Refs. [56, 57].

For the e—H interaction, the momentum transfer cross-section recommended by Itikawa
was used [58]. The transport cross-section ratios Q?(E)/Q'(E) and Q*(E)/Q'(E) were
revaluated by integrating the elastic differential cross sections from [59] and [60] and
extrapolated down to an energy of 0.01 eV using the limiting value at zero energy, i.e. 2/3
for Q*(E)/Q'(E) and 1 for Q*(E)/Q'(E).

The momentum transfer cross sections evaluated by Itikawa (0.01-100 eV) were used
for the e-0O, interaction [61]. The momentum transport cross-section ratios QZ(E) / o' (E)
and Q3(E)/Q'(E) were obtained using the elastic differential cross sections presented in
Refs. [62—-64]. For the energy range above 100 eV, the transport cross sections were
obtained by direct numerical integration of the elastic differential cross sections in [64].

The e—O collision cross sections were determined using the experimental elastic dif-
ferential cross-sections of Williams (0.54, 2.18, 3.4, 4.9, 8.71 eV) [65], supplemented by
those of Thomas at 11 eV [66] and Blahain in the energy range (15 eV to about 500 eV)
[67]. In the lower energy range, the momentum transport cross-section ratios Q*(E)/Q" (E)
andQ?(E)/Q'(E) were estimated from the recommended momentum transport cross sec-
tions of Itikawa [68], together with the limiting values of the ratios.

The e—OH interaction collision integrals were calculated from the same data source as was
used in Ref. [17]. For electron energies from 2 to 500 eV, the theoretical differential cross-
sections of Sobrinho et al. [69], supplemented by those of Chen et al. [70] for E = 1.58 eV,
were used to determine the transfer cross sections by numerical integration. In lower energy
range to 0.01 eV, a similar extrapolation technique was adopted to that mentioned above.
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For the e-H,O interaction, differential cross sections measured at incident energies of 1,
2,4,6, 8, 10, 15, 20, 30, 50 and 100 eV [71], supplemented by data at 0.25 eV [72] and
200 and 500 eV [73], were used to obtain the transport cross sections. For the lower energy
range to 0.01 eV, the momentum transfer cross-sections recommended in Ref. [74] were
used to extrapolate the other data, using the above-mentioned method.

As regards the e—CO, collision, measured differential cross sections for low- and
intermediate-energy (1-50 eV) elastic electron scattering from CO, [75] and theoretical
data in the energy range (50-500 eV) [76] were used to numerically determine the
transport cross sections. These data were supplemented at lower energies with the rec-
ommended momentum transport cross-section of Itikawa [77].

For the e—CO interaction, differential cross-section data in the energy range 1-30 eV
were taken from Gibson et al. [78], supplemented by the data of Allan in the energy range
0.2-5 eV [79]. The elastic collision differential cross sections in higher energy between
30 ~ 500 eV were taken from theoretical studies [80]. These data were supplemented at
lower energies by the integral momentum transfer cross-sections based on swarm exper-
iments from Land [81].

For the high energy e—CH,4 interaction (from 5 to 200 eV), the theoretical data of Lee
et al. [82] and the experimental results of Cho et al. [83] were used. For intermediate
energies (from 0.1 to 5 eV), the differential cross sections of Bundschu et al. [84] were
used (for six values of electron energy from 0.6 to 5 eV) and were complemented by those
of Sohn et al. [85]. For the lower energy range (from 0.01 to 0.1 eV), the momentum
transfer cross-section obtained by Cho et al. [83] was used to evaluate the other data using
the above-mentioned extrapolation technique.

The momentum transfer cross sections for the e-~C,H, interaction were derived from the
electron swarm parameters measured by Nakamura [86]. These values have good agree-
ment with other studies [87, 88]. The transport cross-section ratios Q*(E)/Q'(E) and
Q3(E)/Q"(E) were determined by the numerical integration of the differential cross-sec-
tion data from these studies, supplemented by the theoretical calculation in higher energy
range (above 100 eV) given in Ref. [89].

A theoretical study on elastic e-CH, (x = 1, 2, 3) collisions in the energy range from
0.1 to 500 eV presented in Refs. [90, 91] was used to determine the transport cross-
sections. For the energies below 0.1 eV, extrapolation of the momentum transfer cross-
section to 0.01 eV was carried out using polynomials fitted to the nearest few points, taking
the original shapes as a reference.

For elastic e-C,0 collisions, theoretical data, including momentum and differential
transport cross-sections, in the energy range from 1 to 500 eV given in Refs. [92, 94] were
utilized to obtain the transport cross-sections. Similar methods to those mentioned above
were used to extrapolate the data to 0.01 eV.

Average cross sections given previously in Refs. [7, 23, 93] were used for the e-C,
e—C,, e—C; and e—Oj interactions. For other electron—neutral interactions, unfortunately, to
our knowledge, no available experimental or calculated data are available in the literature.
The cross-sections were estimated by assuming that the cross-sections are independent of
energy and dominated by polarization effects [95]. These crude approximations mean that
the values of electrical conductivity at low levels of ionization are not likely to be accurate
[96]. However, these uncertainties are not important for the condition considered here for
two reasons. First, because electron—ion collision cross-sections are about three orders of
magnitude greater than electron—neutral cross-sections, accurate values of the latter cross-
sections are important only for small degrees of ionization (<1 %). Second, when
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ionization begins, the concentrations of those species for which these estimates were
adopted are extremely low, so the effect on the electrical conductivity is negligible.

Charged—Charged Interactions

These interactions were described by a Coulomb potential screened at the shielding dis-
tance of the Debye length by the presence of charged particles. The effective collision
integrals were calculated from the works of Mason et al. [97], [98], in which the Debye
length is calculated taking into account only electrons. This is a standard procedure that
leads to a larger value of the Coulomb collision integrals. In fact, as to whether the heavy
particles should be taken into account in the Debye shielding effect, there is large conflict.
From previous study, it would give better agreement with experimental results under the
condition that calculations are made using the screened Coulomb potential if ions were not
considered in the Debye radius. For these reasons, electrons only are considered in cal-
culating the Debye radius [99].

Results and Comparisons
Application to H,O and CO, Plasmas

The equilibrium properties of pure water and carbon dioxide plasmas have been studied in
the literature, due to their importance for many applications. There are few experimental
measurements of transport coefficients at high temperatures, so it is important to check the
consistency of our equilibrium calculations with other results. Our results compare gen-
erally satisfactorily with most of theoretical results presented by different authors as can be
seen in Figs. 1 and 2, which display viscosity and thermal conductivity data.

For the viscosity of pure water vapour, excellent agreement is found with the results of
Aubreton et al. [17], except for a slight discrepancy in the low temperature range for which
dissociation does not occur; this deviation is attributable to the use of a different potential
for the H,O-H,O interaction. Large deviations from Krének’s results are apparent; these
occur because of the different collision integrals used, especially in the temperature range
in which chemical reactions occur. Two classic potentials (Lennard—Jones 6—12 and
polarizability potentials) were used by Krének in his work [101]. Recent studies comparing
these potentials (which have the advantage of being easily calculated) with those obtained
from accurate ab initio calculations have emphasized that estimates of the interaction
energy from the two classic potentials can be poor, and often lead to large errors [98].

Our calculated viscosity of CO, closely follows the results by André et al. [18] closely
reproducing the peak value. It has been demonstrated for several ion—neutral interactions
that the ratio of the viscosity and diffusion collision integrals is underestimated when the
polarization potential is used [7, 100]. The slightly higher value by André et al. can be
explained by this. The agreement is generally acceptable when compared with the cal-
culations of Aubreton et al. [2], the differences arising from the accuracy of evaluation of
the relevant interactions, in particular C-O" and O-C™. In Aubreton et al.’s work, not all
the electronic states were taken into account in the statistical computation of the collision
integrals, due to the unavailability of the required data. In contrast, large differences
between our results and those of other authors can be found; our results should be more
reliable because of the good performance of the phenomenological potential in describing
the average interaction potential. Additionally, there is no influence on the properties of
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Fig. 1 Temperature dependence of viscosity of H,O and CO, at atmospheric pressure. The calculated
results of Krének [101] and Aubreton et al. [17] for H,O, and Magin et al. [102], André et al. [18], Tanaka
et al. [3] and Aubreton et al. [2] for CO,, are shown for comparison

CO, plasmas whether solid carbon is taken into account or not in the computation due to its
extremely small amount.

We have plotted the thermal conductivity of pure water vapour and carbon dioxide
plasmas in Fig. 2. As in the case of viscosity, our calculated thermal conductivity for pure
water agrees well with the results of Aubreton et al. [17] and large deviations from the
results of Krének [101] occur. General agreement was found with the work of André et al.
[18] and Aubreton et al. [2] for CO,. The difference occurs mainly in the temperature range
in which the ionization reactions occur. Our elastic collision integrals for 0-0™, deter-
mined using the phenomenological potential, are in close agreement with those obtained by
the accurate ab initio calculation, and the charge-exchange collision integrals also agree
quite well. The difference in the height of the third peak arises partly from the large
discrepancy of the charge-exchange cross section for the C—C ™ interaction, and partly from
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Fig. 2 Temperature dependence of thermal conductivity of H,O and CO, at atmospheric pressure. The
calculated results of Krének [101] and Aubreton et al. [17] for H,O, and Magin et al. [102] and André et al.
[18], Tanaka et al. [3] and Aubreton et al. [2] for CO,, are shown for comparison

the different definitions of the Debye length. The Debye length plays an important role in
determining the collision integrals between charged species. In the present work, only the
shielding effect of electrons is taken into account, which leads to larger values of
the Coulomb collision integrals. In André et al.’s work, the contributions from both the
electrons and ions were considered.

Equilibrium Transport Coefficients for C,(H,0);_, Mixtures

Figures 3, 4, 5, 6 and 8, respectively show the electron thermal diffusion coefficients,
viscosity, thermal conductivity and electrical conductivity of the mixture C,(H,0),_,
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calculated in the temperature region 400-30,000 K and at atmospheric pressure. The molar
amount of water varies from O (pure water vapour) to 1 (pure carbon) in steps of 0.1.
Figure 7 shows the components of the thermal conductivity for g = 0.8.

C,(H,0),_, mixtures have almost identical electron thermal diffusion coefficients
values between 16,000 and 20,000 K, because interactions between electrons and singly-
ionized ions dominate. Above 20,000 K, the addition of carbon to water decreases the

T T

T T T T T T T
10000 15000 20000 25000 30000

Temperature(K)

T T
0 5000

Electron thermal diffusion coefficient(kg/m/s)

Fig. 3 Temperature dependence of electron thermal diffusion coefficients of carbon and water mixtures for
molar amounts of carbon g from 0 to 1 in steps of 0.1 at atmospheric pressure
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Fig. 4 Temperature dependence of viscosity of carbon and water mixtures for molar amounts of carbon

g from O to 1 in steps of 0.1 at atmospheric pressure considering (solid and symbol lines) and neglecting
(symbols for ¢ = 0.9 and 1) condensed carbon
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<« Fig. 5 Temperature dependence of thermal conductivity of carbon and water mixtures for molar amounts
of carbon ¢ from O to 1 in steps of 0.1 at atmospheric pressure considering (a, b) and neglecting
(¢) condensed carbon. a Logarithmic scale. b Detail of low-temperature range of Fig. 5a, linear scale. For
pure carbon, the case without considering solid carbon is also presented for comparison in Figs. 5a, b
(symbols)
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Fig. 6 Temperature dependence of the components of thermal conductivity of the carbon and water
mixture with molar amount of carbon ¢ = 0.8 at atmospheric pressure, with solid carbon included
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Fig. 7 Temperature dependence of electrical conductivity of carbon and water mixtures for molar amounts
of carbon ¢ from 0 to 1 in steps of 0.1 at atmospheric pressure

electron thermal diffusion coefficients, as can seen in Fig. 3. Solid carbon, which is present
only below the ionization temperature, has negligible influence on the electron thermal
diffusion coefficients, so the corresponding results are not presented here.
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The viscosity is a measure of momentum transport, which establishes the proportion-
ality between the frictional force in the direction of the flow and the velocity gradient in
the orthogonal direction. For pure gas, as a first approximation, viscosity is proportional to
the square root of the product of mass and temperature and inversely proportional to the
collision integrals, particularly for charged species mole fractions below 1 %. The change
in the slope at 3,500 K for pure water is due to the dissociation of diatomic hydrogen and
oxygen molecules, which leads to changes of collision integrals (from intermolecular
interactions to interatomic interactions) and a halving of the particle mass. At higher
temperatures the differences are much smaller because the mixture is already nearly fully
ionized and interactions of charged particles prevail. At these temperatures, the viscosity
decreases as a result of the large collision integrals for the Coulomb interaction between
charged particles. The addition of carbon to water increases the viscosity of the mixture
and shifts its peak position, which occurs in the temperature range in which the atoms
ionize, to higher temperature. This shift can be explained by the lower ionization tem-
perature of carbon atoms, compared to those of oxygen and hydrogen atoms. Mixtures of
carbon and water generally show viscosity values intermediate to those of the pure gases.

The influence of solid carbon on the viscosity can be seen in Fig. 4. Below the subli-
mation temperature, the values of viscosity for different mixing ratios are almost identical,
so only results for ¢ = 0.9 are shown. This is because if the solid phase appears at a given
temperature, the mole fractions of the main gaseous species will not change even if more
carbon is added to the reaction system because the system has arrived at a dynamic
equilibrium. Of course, viscosities for pure carbon (¢ = 1) differ from those of the mix-
tures because different gas phase species are present. By comparing the viscosities
obtained with and without taking account of the solid carbon for the case of ¢ = 0.9 shown
in Fig. 4, we can see that neglecting solid carbon increases the viscosity.

We have plotted the thermal conductivity of carbon and water mixtures at atmospheric
pressure in Fig. 5. In most situations, the thermal conductivity of carbon and water mixtures
has values intermediate to those of the pure gases. However, an “anomalous” behaviour,
which is a departure from this tendency, exists in our results. These phenomena occur mainly
in the temperature ranges 4,200—12,500 K regardless of the inclusion of solid carbon together
with the temperature range below 2,000 K if solid carbon is neglected in the computation.

If the phase transition is taken into account, there are four peaks for C/H,O ratio
q < 0.5, which correspond respectively to the successive dissociations of the polyatomic
species CH,4, H,O and CO, into H, and CO, the dissociation of CO, the dissociation of H,,
and the first ionization of C, H and O atoms. For ¢ > 0.7, one more peak related to the
dissociation of carbon molecules and hydrocarbon radicals appears. For g = 0.7, the peaks
associated with the dissociation of hydrogen molecules and hydrocarbon radicals are
superimposed and are not easy to distinguish. With the addition of carbon, the amplitude of
the peak related to the dissociation of molecular hydrogen decreases due to the reduction of
the total hydrogen mole fraction. In contrast, the peak value corresponding to the disso-
ciation of molecular carbon and hydrocarbon radicals increases.

If solid carbon is not taken into account, the thermal conductivity changes significantly
for some cases as depicted in Fig. 5c. For ¢ = 0.1 and 0.2, no solid carbon appears in the
system, so the thermal conductivity is unchanged. For g = 0.3, 0.4 and 0.5, the first peak in
the thermal conductivity, which is caused by the dissociation of the polyatomic species
CH,4, H,0 and CO, into H; and CO, increases in magnitude compared to its values when
solid carbon is included. For g = 0.6 and 0.7, the first peak is shifted to higher temperature
and is decreased in magnitude. For ¢ = 0.8 and 0.9, the amount of molecular hydrogen is
greatly reduced due to the small water fraction, and no obvious peak that corresponds to its
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decomposition occurs. For pure carbon, the first two peaks are associated with the suc-
cessive dissociation of carbon molecules. Taking ¢ = 0.5 as an boundary, when ¢ < 0.5,
CH,4 and CO, mainly dissociate into CO and H, in the temperature of around 900 K and
with increasing value of q, the maximum mole fraction of CH, appearing in the system
increases and hence the height of the first thermal conductivity peak increase; when
q > 0.5, as carbon is further added into the mixture, large amount of CO appears and CH,
mainly dissociates into H, and hydrocarbons such as C,H, in a higher temperature of
around 1,300 K. With increasing value of ¢, the maximum mole fraction of CH,4 and hence
the height of the first thermal conductivity peak decrease.

The thermal conductivity is the sum of four components: the heavy-particle translation
thermal conductivity, the electron translation thermal conductivity, the internal thermal
conductivity and the reaction thermal conductivity. These components are shown for
q = 0.8, with solid carbon taken into account and for atmospheric pressure, in Fig. 6. The
reaction conductivity contributes strongly to the form of the total thermal conductivity, and
the electron translational component is the dominant term for temperature above 20,000 K.
The influence of solid carbon, which suddenly disappears at the phase transition temper-
ature, leads to a rapid increase and discontinuity in some components.

The electrical conductivity is directly related to the electron density, i.e. the ionization
degree of the plasma. Below temperatures around 18,000 K, the ionization temperature
decreases as the carbon proportion increases, due to the lower ionization energy of carbon
atoms relative to those of hydrogen and oxygen atoms, and hence the electrical conduc-
tivity increases. Above 22,000 K, as the mole fraction of carbon increases, the electrical
conductivity of the mixture decreases even though the electron number density rises (see
Ref. [1]). This can be explained by referring to the first approximation expression of
electrical conductivity:

_ 3e?n,
= =Ry
8v/2nkTm, 3, n/Q, ;

As more carbon is added to the water vapour, the increasing electron number density is
counteracted by the influence of the formation of multiply-charged ions, for which the
Coulomb collision integrals are larger. Because carbon ion has lower second ionization
energy, C*" ions are formed at a lower temperature than O and H*" ions. The decrease
of the electrical conductivity as temperature increases in this temperature range is also a
consequence of multiple ionization.

Including the carbon phase transition has negligible influence on the electrical con-
ductivity, since significant ionization does not occur at the relevant temperatures.

a(l)

(10)

Influence of Pressure on Transport Properties

Taking the case of ¢ = 0.8 as an example, the influence of pressure on the transport
coefficients is illustrated in Figs. 8, 9, 10, 11. According to Le Chatelier’s principle, an
increase of the pressure opposes changes to the original state of equilibrium, so that
dissociation and ionization at a given temperature are suppressed. Therefore, the peaks of
the specific heat at constant pressure, viscosity, thermal conductivity are shifted to higher
temperature, as was the case of the specific heat at constant pressure discussed in the first
paper of this series [1].

The maximum value of the viscosity increases with pressure. This is because of the
suppression of ionization, which means that the strong Coulomb interactions do not

@ Springer



512 Plasma Chem Plasma Process (2012) 32:495-518

2.0x107

1.5%107

1.0x107

5.0x10° o

0.0 4

Temperature(K)

Electron thermal diffusion coefficient(kg/m/s)

Fig. 8 Temperature dependence of the electron thermal diffusion coefficients at pressures of 0.1, 1, 2, 3, 5
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Fig. 9 Temperature dependence of the viscosity at pressures at pressures of 0.1, 1, 2, 3, 5 and 10 atm.

dominate until higher temperatures. At temperatures below that at which the viscosity
maximum occurs for the lowest pressure, the influence of pressure is only small, and is due
to the changes in the dissociation temperatures.

Changing the pressure changes the temperature at which the thermal conductivity peaks
occur. This is again due to suppression of dissociation and ionization, which shifts the
peaks in reaction thermal conductivity to higher temperature. In addition, the amplitudes of
the peaks associated with the dissociation and ionization reactions are reduced and
increased respectively.

The values of the electron thermal diffusion coefficients and electrical conductivity
decrease as the pressure increases at temperatures below about 12,000 K, as illustrated in
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Fig. 10 Temperature dependence of the thermal conductivity at pressures of 0.1, 1, 2, 3, 5 and 10 atm.
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Fig. 11 Temperature dependence of electrical conductivity at pressures of 0.1, 1, 2, 3, 5 and 10 atm.

Fig. 11. This is because the ionization temperature increases with pressure, so the ioni-
zation degree is lower at a given temperature. Above about 12,000 K, the electron number
density (described in Fig. 12), and thus both the electron thermal diffusion coefficients and
the electrical conductivity, increase with pressure.

Discussion and Conclusion

In this paper, a considerable effort has been devoted to the calculation of transport coef-
ficients of carbon and water plasmas in local thermodynamic equilibrium for temperatures
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Fig. 12 Temperature dependence of electron number density at pressures of 0.1, 1, 2, 3, 5 and 10 atm.

from 400 to 30,000 K and pressures from 0.1 to 10 atm, which are conditions relevant to a
wide range of applications. Use was made of collision integrals obtained by recent
intermolecular interaction studies. A reliable database of high-order collision integrals
involving all important neutral-neutral, neutral-ion, electron—neutral and charged—charged
interactions was developed. Validation of the transport coefficients determined using these
collision integrals was carried out by comparing with available data for high-temperature
pure water and carbon dioxide in the literature. Generally good agreement was found with
most data for pure water, particular the more recent data. Some discrepancies exist between
the transport coefficients obtained here for carbon dioxide and those presented in the
literature; these can be accounted for in terms of the differences between certain collision
integrals used in the calculation, especially the C-C" charge transfer collision integrals.
Results have been presented both taking into account and neglecting the condensed phase
of carbon, and the differences have been highlighted. Our work not only fills the gap left by
the lack of transport coefficient data for reacting mixtures of carbon and water, thus
making possible the modelling of carbon and water plasmas, but also provides a full set of
interaction collision integrals which can be applied for all other C/H/O/e mixtures. The
results presented here are expected to have high accuracy, and are reliable reference data
for further research on the C/H/O/e high temperature reacting system.
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