EFFECT OF CHEMICAL REACTIONS ON THERMAL CONDUCTIVITY
AND DIFFUSION FLUXES IN PLASMA

A. A. Luchina UDC 533.932

On the basis of rigorous kinetic theory, we consider the question of the
effect of chemical reactions on thermal conductivity and diffusion fluxes
in plasma of arbitrary composition with no magnetic fields under condi-
tions of local chemical equilibrium.

When there is a temperature gradient, the heat and mass fluxes arising in plas-
ma depend to a considerable extent on the chemical reactions taking place under the
existing conditions. The composition of the plasma and the nature of the chemical
reactions are determined by the thermodynamic parameters and external fields.

Over a wide range of temperatures and pressures, plasma is a multicomponent
mixture consisting of molecules and atoms, positively and negatively charged ions
(with single or multiple charges), and electrons. Chemical reactions of various
. kinds may take place in such plasma: dissociation reactions, reaections of electron
and ion formation (positive and negative ions, atomic, molecular, or complex ions,
with one, two, or more elementary charges), and also various kinds of recombination
reactions. - As a result of chemical reactions, additional fluxes of mass and energy
are created in the gas mixture. The resulting effect depends on all the chemical
reactions taking place under the existing conditions in the plasma.

The literature contains some estimates for the contribution of chemical reac-
tions to the thermal conductivity of plasma in certain special cases [1-5]. In [1-
4] the calculations are carried out on the basis of elementary kinetic theory for
plasma consisting of a single chemical element. In [5] rigorous kinetic theory is
used for considering a plasma without external fields, which consists of atoms of
different chemical elements, singly charged ions, and electrons, characterized by
reactions of a single type: A 2 AT + e-.

The case of a multicomponent mixture of nonionized gases has been investigated
in [6]. -

The question of thermal conductivity and mass transfer in multicomponent plasma
of arbitrary composition in which chemical reactions of various kinds (dissociations,
ionizations of all degrees, and corresponding recombinations) are taking place is a
matter of some practical interest.

In the present paper we make use of rigorous kinetic theory to calculate the
component of thermal conductivity iy resulting from chemical reactions of various
kinds in a multicomponent plasma of arbitrary composition under stationary condi-
tions. We also calculate diffusion fluxes and gradients of kilogram-mole fractions
of plasma components, taking account of the chemical reactions. The calculations are
carrried out under the following assumptions:

1) magnetic fields may be disregarded;

2) the gradients of the pressure p are zero;

3) there is local chemical equilibrium;

4) thermal diffusion may be disregarded because it is an infinitesimal of
higher order than ordinary diffusion;

5) deviations from thermodynamic equilibrium are slight (this justifies the
use of the Chapman—Enskog method for solving the kinetic equations).
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In Sec. 1 we give the calculations for A, and the vectors of the kilogram-mole

fluxes W, of the components (a =1, 2, ..., v).

In Sec. 2 we calculate the gradients of the kilogram-mole fractions of the com-
ponents x, (¢ = 1, 2, ..., v). 1In Sec. 3 we consider the stationary case with no
external %ields.

1. For given values of the thermodynamic parameters in a plasma of known chem-
ical composition there are a specific number u of independent reactions (u < v): the
equation for any of these reactions cannot be obtained as a linear combination of
the equations of the other reactions. The equations for all the independent reac-
tions can be written in the form of the following system:

v

Xiz 3 mpXe (i=1,2 ..., w. &

k=t

The left sides of Egs. (1) are the symbols of the components taking part in one re-
action, while the right sides contain the symbols for those taking part in two or
more reactions. It is therefore convenient to refer to the components with indices
k(k = nu+ 1, v +2, ..., v) as independent components, and to those with indices

i(i =1, 2, ..., u) as dependent components or reaction products. In particular,
the chemical elements and the electron component may be regarded as independent com-
ponents. Inert gases should also be considered independent components (i.e., in-
cluded in the group of k-components), for which nik = 0 for all values of i. For
reactions numbered i in which some k-component does not participate, we write nik =
0.

For example, for air at high temperatures the most important chemical reactions
are the following [7, 8]:

1) Ny==2N; 2) 0,=20; 3) N=N*"+ ¢
4) 0==0" —¢7; 5 NO==N -+ O; 6) NO=NO* L ¢;
7) N, - O, ==2NO.

However, in calculating the transfer coefficients for air in the relevant region of
thermodynamic parameters, we cannot use the above system of equations for the chemi-
cal reactions. The independent equations of the chemical reactions under considera-
tion must be written in the following form:

1) Ny==2N; 2) 0,==20; 3) N*==N—¢";
4) O*==0—¢"; 5 NO=N-+0; 6) NO*==N+0—¢".

This is because the Butler—-Brokaw formula [6] can be extended to the case of a mul-
ticomponent mixture in which there are simultaneous reactions of dissociation and
ionization provided that the equations of the chemical reactions are written in the
form of the system (1).

To calculate the components of the thermal conductivity X, we make use of the
heat balance of a chemically reacting mixture of gases [9]. The heat-flux component
qr due to the chemical reactions is given by the following expression:

qr = Zngawq' (2)

The vector W, is related to the diffusion velocity V, of component a by the
known formula

W o= NPy

. RT o @=1,2, ..., v 3)
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[ ]Taking account of the condition of equilibrium of the kilogram-mole fluxes
5-71,

n
Wh:—znihwi =p+1 p+2 ..., v), 4

i=]

we transform the right side of relation (2) in such a way that it will contain the
heats of chemical reaction in explicit form: then the vector qy can be expressed

by using only the kilogram-mole vectors of the fluxes Wi of the dependent compo-
nents:

i3
q,.:-—ZWiAHi, (5)

i=l

where
AH, = X nyH,—H, (=12 ..., p. (6)

As will be shown later, under the conditions of the problem considered here the
diffusion velocities Vi and the flux vectors W;j are proportional to the gradient of
the temperature T, and therefore the relation (2) can be reduced to the form

q,= — A gradT. @D)

The coefficient of proportionality A, between the vector quantities qy and grad T
represents the component of the thermal conductivity due to the chemical reactions.

The expressions for the vectors Wi can be obtained by using the equations for
the chemical equilibrium of the reactions:

d nin v
n—f—k—zw, v; = }]nih——l (=12 ..., p (8)

X Vi
kgl P k=p-+1 :

and the Van't Hoff isochor equations:

ARy M =12 W, )
dT  RT*

where Kpi is the so-called equilibrium constant, which depends on temperature. Per-
forming some simple transformations and eliminating the quantities Kpi(T) from these
equations, on condition that grad p = 0, we have

A
n; | AH. .
E L gradx, — fgrad X = RT; grad T (10)

X x
Perree M i

Gi=1,2 ..., W

When we have no thermal diffusion and no pressure gradients, in the first approxima-
tion of the Chapman-Enskog method the gradients of the kilogram-mole fractions of
the components are connected with the flux vectors of the kilogram-mole components
and the forces acting on the components by the well-known relation [9]

v , v
2%(xawb-xbwa) = grad x, — ”;’: (-’Z_ Fa-—E anb) @=1,2 ..., (11)
b=l ab ' o =1

(b=a)
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When there are mo magnetic fields or other external influences on the neutral
components,

F,=Z6E (@a=1,2, ..., (12)
(for an electron Z = -1, for a neutral particle Z = 0), and
v
V (x W, —,W,) =gradx, — o7 op 1 M(E an,,e)E (13)
f:‘ P po \ st
(r+a)
@a=1, 2, ..., v

For a quasineutral plasma the last term of formula (13) vanishes, and the for-
mula can be written as

v RT

E e (%, W, — x,W,) = grad x, — n;“ Z,E {14)
o ab

(bmay

e=1,2, ..., v).

From this we obtain the following expressions for the gradients of the kilogram-
mole fractions of the components:

i v
oradx, = SV R vw _ew) + N B w ewy g B R i1, 9, ., ). (15)
a H D a’'i ia c a "k R a
i=1 ia F==p-1 ka P

(i+a) (k+a)

The right sides of the relations (15) differ from the expressions obtained by
Butler and Brokaw [6] for the gradients of the concentrations of the components of
chemically reacting neutral gaseous mixtures in that they include terms involving
the electric field E.

The value of E in the plasma is nonzero not only when there are external elec-
tric fields, but also when there are no such external fields. Thus, the specific
nature of the problem concerning the effect of chemical reactions on heat and mass
transfer in an ionized gas (unlike the proglem solved by Butler and Brokaw for non-
ionized gas mixtures) lies in the fact that the system we are considering is sub-
ject to the forces F,

Substituting the expressions (15) found above for the gradients of the concen-
trations of the components into relation (10), we transform it to obtain

, grad T= ZA W, ( }l e )E_—sze E, (16)
P p

=] -1

where

v v v ) :
Aii' = Aji: E ‘BZ‘— ( ] Ryulty — \ v A‘ RT )C Nyl - \—1 iT <_7}L+ n_”) - _E_Y_:_ (17)

Sut it POu % / 1=u+1 .~ p@pl X 1:u+l P \Dy Dy Dy

(@i=1 2, ..., u %],
v v v SL v
RT [ x, , N RT x RT LR RT w

DO A ESRAS ) . SRS OF SR JE A
e B e POy \ %, . (Lt D, x l—fﬁ-!z pDj A-d 7Dy % (18)

\b J)

Gg=1,2, ..., un
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By the law of conservation of charge, the last two terms on the right in the
syst;m (16) compensate each other, and the solution of the system can be written in
the form

| AnAg. A AHA L. A
Aghy . Aoy AHA, . . A

e
l

W. — 1 l AulAuz s Au,i—lAHuAu,i+1 ree Auu aT (19)
' RT? | Andsy - - Ay ! grad £
| Apdyy o Ay |
e
Aulsz A |

From this it can be seen that the vectors of the kilogram-mole fluxes Wi are
proportional to grad T. Substituting the values found for W; into relation (3), we
obtain an expression for the components of the thermal conductivity Xy:

Apdy - - - Ay AH

Ay -+ - A AH,

Aul (20)
s L | AHMH,...AH, O]
! RT? |A11...Am| o
Lo
| Ay A,

) Formula (20), giving the value of the components of the thermal conductivity
Xr resulting from the chemical reactions in a plasma of arbitrary composition, is a
generalization of the formula obtained by Brokaw and Butler [6] for nonionized gases.
In obtaining the values of the Aij, we take account of the dissociation and ioniza-
tion reactions [formulas (17) and (18)].

The diffusion fluxes of the dependent components can be calculated directly by
means of formulas (19). The diffusion fluxes of the independent components can be
found by using relations (4): '

grad 7. (21)

It should be noted that relations (20), (19), and (21), giving the components
of the thermal conductivity A, and the diffusion fluxes in the plasma, are valid
both when there is an external electric field and when there is no such field. The
dependence of the quantities considered above on the intensity of the electric field
E is contained in the formulas in implicit form, since an electric field in the
plasma affects its composition and the nature of the chemical reactions.

The expressions obtained in the case of a multicomponent quasineutral plasma
for the components of thermal conductivity Ay [formula (20)] and the vectors of the
kilogram-mole fluxes of the components Wi and Wk [formulas (19) and (21)] resulting
from chemical reactions of various kinds can be used for calculating the thermal con-
ductivity and the diffusion fluxes in an ionized gas in the case when the quasineu-
trality condition is not satisfied. To show this, we note that the derivation of
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the above-mentioned relations is based on the system of equations (16), which holds
with sufficient accuracy even when the quasineutrality condition is not satisfied.

In this case the last term of formula (13) cannot be omitted, and as a result. the

right sides of Eqs. (16) must be supplemented by the expressions

v
n

v
——E naZae(Enﬂml—mj>E =12 ..., n.
" la=1

=yl

However, by the law of conservation of mass, in any j-th reaction the term in paren-
theses in these expressions can be set equal to zero. The error resulting from this
does not exceed 10-%7% and arises from the fact that in the energy (mass) balance
equation the thermal effect of the reaction has not been taken into account.

2. Diffusion fluxes caused by chemical reactions in a nonuniformly heated plas-
ma cause gradients of concentration of the components which are linear functions of
the temperature gradient. The gradients of the concentrations of charged components
are also affected by electric fields existing in the plasma; the concentration gra-
dients will also be linear functions of the electric field intensity.

Using formula (4) to eliminate from relations (15) the kilogram-mole vectors of

the fluxes of the independent components Wx (k = u + 1, p + 2, ..., v) and substi-
tuting into them the expressions (19) for the kilogram-mole vectors of the fluxes of
the dependent components Wi (i = 1, 2, ..., u), we obtain the values of the gradients

of the kilogram-mole fractions of the dependent and independent components, respec-
tively:

1 YR, oo [ RT N RT ) i+ V'T RT » ;2 e
grad x; = —- \x AH [(~1)"’x-ixi(———— % —— Ay |— {—1)TPA_ %, |gradT-- 220 (22
J RTZ’E\ ﬁ g Iy - J=p (p:Dij k;iﬁl p(ij k) ) 13 ;E‘IJ p‘,Daj 2 _‘[ g P )
=12 ..., [);
IS » RT N RT W RTx . nxZe
R I L N e N oy |gaaT e HELE (o3
: RT?A %‘f:’i‘ ) oy ! Dy k::-lt;lp@m ' fg‘ PP, : P (23)

{=p+L pr+2 ..., ),

where A 1s the determinant in the denominator of the expression (19) for the Wi and
the 431 are its minors.

If the quasineutrality condition is not satisfied, relations (22) and (23) must
be changed: Their right sides must be supplemented by the terms

v v
XM, j nx;m
St St ; myZie | Eand— —200 K nyZe | E,
< bép < ) b b)

P\ st / po

b=l

respectively.

3. If there is no external electric field, there is in the plasma an internal
electric field caused by the separation of charges that takes place as a result of
the unequal diffusion velocities of particles with different masses.

In the stationary case, when there is no leakage of charge to the walls, the
vector of the density of the electric current j is equal to zero and the value of
the external electric field intensity is found from the following relation [10]:

v v

) Z.M.D,, grad x,

o a=1 b=1 (2 4)
E =T . .
E 2 Z,MD 3 Zre

a=1 p=I
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In this case the gradients of the concentrations of the plasma components are
determined by the temperature gradients.

Substituting the expressions (24) into the relations (14), we obtain a linear

system of v equations in the v unknowns grad xy (b = 1, 2, .y V)
g b
. .
EBabgradxb::Aa =12, ..., %), (25)
b=1
where
" KT
A“:)J (W, — W) (@a=1,2 ..., v),
ad T ) (26)
v
nxT EZchch
B = 04— . Xz, —— 27
Zdz IZch‘dechd
=1 d=
@b=1,2 ..., ).

- When a b
when « % b an %

The solution of the system of equations (25) can be written in the form

# Bba’ if the particles of component are not charged, then B,p = 0
Bog =

Bl1 RN ,a—1A1B 1,041 " ~ * Blv
BZ]_ .. 2’(1_114 B 2,041+ * - B2v
I:ad X == Bv}' ‘V,a— A Bv,a+1 e . va
g a Ban R Blv (28)
B‘legg . B‘Zv
Blevz e va
a=1,2 ..., ).

1f we denote the determinant in the denominator of the right side of relation (28)
by the symbol A(v) and its minors by the symbols Aég) and make use of the expres-

sions (4), (22), and (23), we can transform formula (28) to the form

) Ap ... A AH,
Ay ... A‘WAH;L
1 Gy, - -. G, 0
rad ¥, —— 2 ° rad T (29)
& RT? Ay Ay &
Ag.. 4, y
@=1,2 ..., v),
where
peaneo, [ 1= (=D "ARY AR L (CDFIAR AR
Gia = A(” E( b AL [ Dip o };J i Dup ik (30)
: k=P :
=12 ..., mma=1 2, ..., .



Formula (29) will be true even if the quasineutrality condition is not satisfied.
Only the form of the coefficients B,y is changed; instead of relationms (27) we have

v
. v 3 Z,MDy,
Babzéab_ﬁ—xa (Za+ T A}ﬂ;n‘czc \:d:vl (31)
. 0
§ S 2 2 ZZMx Doy
c=1d=='
@b=12 ..., .
From the above-determined concentration gradients grad x, (¢ = 1, 2, ..., v)

we can calculate the mass fluxes MyW; in the plasma for the stationary case:

M”‘Wa:pRz;zZ MM, Dy gradx, (@=1, 2, ..., V), (32)

b=1

where the D§b are the effective coefficients of diffusion of the multicomponent mix-

ture, given by the relations

D, =Dy — (33

NOTATION

p, pressure; T, absolute temperature; k, Boltzmann constant; R, universal gas
constant; n, total concentration of particles; ng, mg, and My, concentration of
particles of component a, mass of a particle, and weight of a kilogram-mole of com-
ponent a, respectively; p, average density of the plasma; e, absolute value of the
elementary charge; Z,, charge of a particle of component ¢ in units of e; V,, Wy,
and H,, diffusion velocity, vector of kilogram-mole flux, and enthalpy of 1 kilo-
gram-mole of component a, respectively; x,, kilogram-mole fraction of component a;
Ay and qrp, components of thermal conductivity and heat flux resulting from the chem-
ical reactions in the plasma; Xk, X7, and XM, chemical symbols of independent com-

ponents k, 7, and m, respectively; Xi, XJ, XP, chemical symbols of reaction-product
components 1, j, and p, respectively; nik, stoichiometric coefficient of component
k in reaction number i; AHi and Kpi, heat of reaction and equilibrium constant of
reaction number i; @,4, coefficient of diffusion of a binary mixture of components

a and b; Dgyp, mutual diffusion coefficient of a multicomponent gas mixture for com-
ponents g and b; E, vector of electric field intensity in the plasma; F,, force act-
ing on a particle of component «.
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INVESTIGATION OF THE IONIZATION RATE IN A LOW-TEMPERATURE
NONEQUILIBRIUM PLASMA FLUX

G. V. Babkin, A. V. Potapov, UDC 533.9.07
V. V. Proshkin, and L. E. Tsvetkova

Results are presented of a determination of the ionization rate comnstants
of a low-temperature lithium plasma on the basis of measuring the plasma
parameters in a longitudinal discharge and of numerical processing of the
experimental data.

The flow of a low-temperature plasma in the channel of a magnetogasdynamic ac-
celerator is characterized by an essential separation of the electron temperature
from the heavy-particle temperature and by spoilage of the ionization equilibrium.
Taking account of the ionization and recombination kinetics is a distinctive singu-
larity of methods of computing plasma fluxes which yield the most confident infor-
mation about the parameters of the working process. Progress in the development of
" such methods is slowed down because of the lack of information about the character-
istics of the fundamental physical processes in a low-pressure nonequilibrium plas-~
ma and on the surface of the accelerator channel. Among these processes, a special
place is occupied by volume ionization, since it is primarily one of the causes of
ion generation. Evaluation of the volume ionization rate constant K in the formula
for the change in charged particle concentration obtained in the ionization-recom-
bination process

on,
ot

= Knn, — 3, (n,=ny), (L

is a very complex problem whose correct solution requires the presence of reliable
data over the sections of the elementary processes in addition to the production of
a correct theoretical model. 8ince information about these quantities is limited
and of inadequate confidence at this time, an experimental determination of K ac-
quires special value. The accumulation of appropriate experimental material is also
the foundation for a critical analysis of existing theoretical developments on the
question under consideration and of the selection of the logical physical model of
the process. It should be noted that even an estimate of the coefficients to order-
of-magnitude accuracy acquires great practical value in connection with the lack of
experimental data on the plasma ionization rate constants for many substances.

A method of determining the coefficient K for ionized vapors of substances with
a high boiling point, based on measurements of the partial profiles of the param-
eters and on the integrated discharge characteristics with a subsequent special
numerical processing of these data, is elucidated briefly in this paper. The meth-
od is checked out in an example of a lithium plasma.

A coaxial plasmatron of the type in [3-4] with up to 10 kW power (Fig. 1) in-
cluding a hollow tungsten cathode and a nozzle-anode separated by a boron carboni-
tride(BCN) insulator was used to obtain the plasma flux. The plasma jet is bounded
by the wall of a thin-walled (6 ~ 2 - 10-*% m) molybdenum tube 4 (@3.2 - 10-2 m)
heated by direct heat, and joined to the nozzle-anode 2 through the insulator 3.

The main purpose of the cylindrical tube (L ~ 0.1 m) is assurance of a steady plasma
flow characterizing the preferred change in the parameters in the radial direction.
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