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Analytic study of the chain dark decomposition reaction

of iodides — atomic iodine donors — in the active medium

of a pulsed chemical oxygen—iodine laser:

1. Criteria for the development of the branching chain dark
decomposition reaction of iodides

T.L. Andreeva, S.V. Kuznetsova, A.I. Maslov, V.N. Sorokin

Abstract. The scheme of chemical processes proceeding in
the active medium of a pulsed chemical oxygen—iodine laser
(COIL) is analysed. Based on the analysis performed, the
complete system of differential equations corresponding to
this scheme is replaced by a simplified system of equations
describing in dimensionless variables the chain dark decom-
position of iodides — atomic iodine donors, in the COIL active
medium. The procedure solving this system is described, the
basic parameters determining the development of the chain
reaction are found and its specific time intervals are
determined. The initial stage of the reaction is analysed
and criteria for the development of the branching chain
decomposition reaction of iodide in the COIL active medium
are determined.

Keywords: chemical oxygen—iodine laser, singlet oxygen, iodide,
chain reaction.

1. Introduction

In a chemical oxygen —iodine laser (COIL) operating at the
1°(5 2P1/2) —1(5 2P3/2) transition of the iodine atom, iodine
atoms are excited due to the quasi-resonance energy
transfer from singlet oxygen molecules O; (1Ag) produced
in a chemical singlet oxygen generator. A conventional
source of iodine atoms in such a laser are I, molecules,
which efficiently (according to the unknown mechanism)
dissociate in the singlet oxygen medium. However, it is not
always convenient to use molecular iodine, which has a low
vapour pressure at room temperature and a high efficiency
of ‘adhesion’ to solid surfaces. Therefore, since the creation
of COILs, search for new atomic iodine donors has been
under way.

Photolysis of organic and fluorine-organic iodides RI
(CHsl, CFsl) and their homologues was used for the first
time in a pulsed COIL in paper [1]. During photolysis RI
molecules dissociate into the radical R and the iodine atom
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I*. Because of large absorption cross sections for UV
radiation and high vapour pressures at room temperature,
RI molecules turned out to be very convenient donors of
iodine atoms in pulsed COILs. However, subsequent inves-
tigations showed [2] that during the transport of the laser
mixture containing O5, O,, RI and Cl, molecules (Cl, is an
impurity coming from the singlet oxygen generator), dark
decomposition of organic iodides (CH;I, etc.) occurs. This
decomposition leads to the spontaneous emission of iodine
atoms in the dark zone [3]. In the case of fluorine-organic
iodides (CF;l, etc.) dark decomposition of RI was not
observed. We proposed in [4] a chain mechanism of the dark
decomposition of RI (CH;I, CF;]) in the medium contain-
ing O;, O, and Cl, and explained the experimentally
observed peculiarities of these systems.

The numerical method used in [4] to solve the system of
differential equations (SDE) describing the chain decom-
position of RI makes it possible to calculate chemical
reactions in the active medium of pulsed COILs at different
initial concentrations of the laser-mixture components.
However, it does not allow one to select concentrations
to control purposefully the decomposition rate of RI, in
particular, to suppress undesirable dark decomposition of
RI or, vice versa, to use it as a chemical source of iodine
atoms in a pulsed COIL.

The aim of this paper is to obtain analytic expressions
for main characteristics of the chain decomposition reaction
of iodides RI in the pulsed COIL active medium, which
make it possible to control the behaviour of the chain
decomposition of RI by directly selecting the initial con-
centrations of the components of the active medium.

This paper is the first part of investigations on the chain
decomposition reaction of RI in the pulsed COIL active
medium, which is based on the analytic solution of the
corresponding SDE. We obtained expressions to calculate
the basic characteristics of this reaction and analysed the
initial stage of the chain reaction and determined the criteria
for the development of the branching chain decomposition
reaction of RI in the active medium of the pulsed COIL.

This paper consists of seven sections and six Appendices
and is organised as follows. In section 2, we discuss the
complete system of differential equations (SDE1) describing
the chain decomposition of RI; a simplified system of
differential equations (SDE3) corresponding to SDE1 has
been derived using substantial approximations. In section 3,
based on the characteristic features of SDE3 equations, we
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select four characteristic time intervals of the chain decom-
position reaction of RI and describe the procedure of the
approximate analytic solution of SDE3. In section 4, we
analyse the first stage of the chain decomposition and obtain
the first critical condition for the development of the
branching chain reaction. In section 5, the second stage
of the chain decomposition is analysed and the second
critical condition for the development of the branching
chain reaction is determined. In section 6, we discuss the
obtained results and compare them with the results of the
numerical solution of SDEI. In Conclusions, we list the
main results of this work. Appendices present the system of
differential equations SDEI and the dimensionless variables
and constants used in the paper as well as dependences
between the variables determined by SDE3.

2. System of differential equations

Let us analyse the scheme of basic processes [4, 5] des-
cribing the chain decomposition of RI:

I, + 205 — 21 +20,, (1
["+0,21+0;, )
I*+Cl, — ICl + Cl, (3)
Cl+ RI — ICI + R, 4)
R + Cl, — RCl + Cl, (5)
R 4+ 0, — RO,, (6)
I*+1Cl — 1, + Cl, (7
05 + RO, — 0, + RO,. 8)

The rate constants of reactions (1) — (7) are presented in
Table 1 and the rate constant of reaction (8) is discussed
below.

Consider first the nonbranching chain decomposition
reaction of RI [reactions (1)—(6)]. To decompose RI
according to this scheme, Cl atoms are required, which

Table 1. Rate constants of reactions (1)—(7) for 7= 300 K.

Constant/ Radical

cm’ 57! CF; CHj3;

K} 6 x 107 [6] 6 x 1072 [6]

K, 2.7 x 1071 [7] 2.7 x 1071 [7]

K, 7.8 x 107 [7] 7.8 x 10711 [7]

K; 2x 10714 8] 2 x 1074 [8]

K, 10712 [9] 1072 [9] (determined in [9] for
CF;l; due to the proximity of
binding energies R—1I for CF;1
and CH;l, the values K, are
assumed equal)

Ks 1.1 x 1071 [10] 1.6 x 107'2 (estimated by ana-
lysing data [11], [12])

Ky 2.5 % 10712 (estimated for 2.5 x 107'* (estimated for con-

conditions of this paper by  ditions of this paper by using
using data [13]) data [14])
K, 3.0 x 107" [8] 3.0 x 10711 [8]

“Ymeasured in cm® s™!; K _, corresponds to inverse reaction (2).

are produced in reaction (3). In turn, the latter is possible
only in the presence of I atoms. The source of iodine
atoms, as was shown in [4], is the molecular iodine, which is
present in the initial medium as a small impurity ([I,],) of
the initial iodide RI.

Cl atoms produced in reaction (3) initiate chain reactions
(4), (5) of RI decomposition. In the absence of the loss of
radicals R in reaction (6), the final degree of RI decom-
position is equal to unity. The decrease in the concentration
of Cl atoms at each link of chain (4) — (6) is determined by
the relation

o = Ks[Cly]/(Ks[O,] + Ks[Cly]). )

Let N be the average number of links in chain (4)—(6)
per Cl atom produced in reaction (3). It is obvious that N is
equal to the sum of terms of an infinitely decreasing
geometric progression with the denominator equal to o
and the first term equal to unity. Simple calculations yield

N=1/(1 —a) =1+ K;5[Cl,]/K[O3]. (10)
The parameter N is equal to the maximum number of RI
molecules, which can be decomposed by one Cl atom
produced in reaction (3).

In the absence of continuous supply of molecular iodine
into the volume, the rate of the chain initiation [reactions (1)
— (3)] tends to zero with time because the sum of concen-
trations of iodine atoms ([I"] + [I]) decreases. Therefore, the
decomposition degree of RI molecules (17z;) will be small
and determined by the inequality

nrr = ([RIp — [RID/[RI}O

= A[RI]/[RI], < 2[1],N/[RT],. (an

Let us supplement scheme (1)—(6) with reaction (7). This
process initiates chain reaction (4) — (6) because both I,
molecules and Cl atoms are produced in (7). In this case,
one active centre entering into the reaction (I* atom)
produces, taking into account (1) and (2), three active
centres — two iodine atoms and a Cl atom. Thus, simple
chain reaction (1) — (6) in the presence of reaction (7) is
transformed into the branching chain reaction. Because ICl
molecules (the source of branching) are accumulated during
a simple chain reaction, the whole set of reactions (1)—(7) is
the degenerate branching chain reaction [15]. A specific
feature of these reactions is the presence of an induction
period within which the critical concentration of the
intermediate products (in the case under study, ICl
molecules) is rather slowly accumulated, after which the
rate of the chain reaction increases exponentially.

In scheme (1)-(7) singlet oxygen O; is required to
decompose RI. Therefore, the rate of the chain reaction is
very sensitive to the relative content of O; molecules in the
mixture of O, and O,. If there is no additional loss of O3,
gy = | under the condition

4[RI),/[05], < 1. (12)
It was shown in papers [4, 16, 17] that the main loss of O5
in the system under study occurs in reaction (8). Its action
blocks processes (1), (2) [initiation of chain reaction (1)—
(7)] and limits the ng; quantity.
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To describe quantitatively the process of RI decom-
position, we will write the system of differential equations
SDEI corresponding to the scheme of reactions (1) —(8) (see
Appendix 1). First, we will introduce some simplifications.
The characteristic time N/K4[RI] of RI decomposition in the
active medium of a pulsed COIL in scheme (4)—(6) is
usually much greater than the characteristic time of I,
dissociation, which is equal to 1/K,[03]%, the lifetime of
R radicals (1/K¢[O,] + K5[Cl,]) and the characteristic time
of the resonance exchange between iodine atoms and oxygen
molecules (1/K_,[05]). This makes it possible to take
advantage of the conditions for quasi-stationarity (see
[18]) of concentrations [I,], [R] and ratio [I*]/([[]+[*])~"
and assume that d[I,]/d¢ =0, d[R]/d¢ = 0 and the fraction
of excited iodine atoms in the mixture of I* and I is
determined by the parameter 6 (see Appendix 1). By using
the quasi-stationarity condition for [I,] and [R] and for the
ratio [I"]/([I] + [I"]) and introducing dimensionless variables
we will transform the system of differential equations SDEI
to the form (SDE2):

ggzgé%_uflg’ (9
& L onp 1) (15)
QQ%%EKEZ_m@u+1wx—3yﬁiii35 (16)

All quantities entering SDE2, variables x, y, u, v, t© and
parameters a, b, A, B, D, ¢ are defined in Appendix 1. The
dimensionless concentration of excited iodine atoms is given
by the expression
[1°1/2[L,],) = xye. 17)
By using (17) and assuming that ¢ ~ const (see Appendix 1),
we will write out also the expression for the derivative

d([I"]/(2[1,],))/dt necessary for the following analysis in the
form

d(xy) dy dx
ar —exa—l—sy E

&

(18)

Note than SDE2 does not contain the differential equations
to find [RI](#), [RO,](#) and [RCI|(z). Due to low concen-
trations of [R] and [I,], the concentrations A[RI] of
decomposed molecules RI and [RO,] and [RCI] were
determined by the algebraic equations:

A[RI] = [I] + [I"] — 2[L,], + [ICI] = [RO,] + [RCI],

(19)

[RO,] = A[RI]/N, [RCI] = A[RI] — [RO,)]

[see (9), (10)]. Relations (19) were used to derive expression
(16), in which the factor x — 1 + au is the change in the RI
concentration (A[RI]) expressed in dimensionless units.
Let us discuss briefly system (13)—(16). Equation (13)
describes in dimensionless variables the time dependence of

the sum of concentrations of iodine atoms x(t). Equa-
tion (14) gives the relation between the concentration of Cl
atoms and the sums of concentrations of iodine atoms.
Equation (15) describes the time dependence of [ICI] [u(7)].
Equation (16) describes the time dependence of the sum of
concentrations ([O5;] + [I']), i.e. the relaxation of energy
stored in the system. The first term in the right-hand side of
(16) determines the losses of singlet oxygen spent to
dissociate I, and then to excite iodine atoms I, while the
second term describes the quenching of O; by RO, radicals.
The second term of the sum in the left-hand side of (16)
under the derivative sign can be neglected because it is equal
to the ratio [I"]/[O;],, which is much smaller than unity in
the dark zone of the pulsed COIL.
Thus, expression (16) takes the form

dy x—14au
Z=— yx — By —— .
i be(3u+ 1)yx — By p

(20)
We will consider below SDE3 containing equations (13)—
(15), (20).

3. Procedure for solving SDE3

SDE3 is a complicated nonlinear system, which cannot be
solved analytically. However, the equations entering it have
specific features, which make it possible to select four time
intervals in the development of the chain reaction of RI
decomposition. These intervals differ in the range of
variations in u (concentrations of ICI molecules — the
main particle determining the branching). This allows one
to derive approximate analytic expressions for concentra-
tions of components of the pulsed COIL active medium at
each interval of the chain decomposition of RI as well as
for the time parameters characterising these intervals.

The procedure for the approximate solution of SDE3
consisted in the following:

(i) Instead of the time dependences of variables, the
dependences x(u), y(x), and (v/x)(u) in four ranges of
variations in u were determined. Note that the parameters
entering SDE3 are not strictly constant. Therefore, for each
range of the u variations we determined the range of
variations in each parameter and, if necessary, found the
expression for calculating its average value.

(i) The time characteristics of the branching chain
reaction of RI decomposition were determined for each
range of u by solving Eqn (13) with the help of obtained
dependences x(u) and y(x).

Figures 1 and 2 present typical dependences, which are
obtained by solving numerically SDE1 and describe the time
dependences of the sum of concentrations of iodine atoms
and excited iodine atoms, these time dependences illustrat-
ing the above-analysed behaviour of the chain reaction of
RI decomposition. The point of the minimum of the
dependence ([I7] + [1])(1) (values x;, and t.,;,) and points
of the minimum and maximum of the dependence [I*](7)
(values [I7] ., [["],,,, and time instants corresponding to
them) are the critical points of these dependences. The
determination of these quantities is the main objective of the
approximate analytic solution of SDE3.

In this paper we studied the initial stage of the chain
reaction of RI decomposition, which includes the first
(0<u<1) and second (1 < u < 2) variation ranges of u.
At the end of the first time interval, when u = 1, the minimal
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Figure 1. Time dependences of the concentrations of iodine atoms (I*
and I) and singlet oxygen obtained by solving numerically SDE1 during
the dark decomposition of CH;I in the mixture [CH;I], = 10" cm™3,
[05], =[02]p =3 x 107 em™?, [CL),=5x10"ecm™ and [I), =
10" em ™ at Ky = 1072 em® 57!
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Figure 2. Parts of two dependences in Fig. 1 in an enlarged scale with
respect to the y axis.

value x.;, of the sum of concentrations of iodine atoms is
achieved, while in the range 1 < u < 2 the minimum value
[I7],in of concentrations of excited iodine atoms is achieved.
The presence of minima in the dependences x(r) and
[I*](r)(Z[IZ}O)" can be treated as a criterion for the existence
of the branching chain reaction of RI decomposition.
Indeed, in the case of simple chain reaction (1)—(6),
decomposition of RI molecules leads to an increase only
in concentrations [ICl], [RCI] and [RO,] and only in the case
of effective reaction (7) the increase in the concentrations of
iodine atoms is possible. In this paper we obtained the
criteria for achieving x,,;,, and [I*], ., which are criteria for
the transformation of simple chain reaction (1)—(6) of RI
decomposition into branching chain reaction (1)—(8).

The approximate solution of SDE3 is quite complicated
and mainly presented in Appendices 2—6, while in the main
text we present the characteristic of the analysed time
interval, the basic expressions determining the development
of the branching chain reaction of RI decomposition and
discuss the obtained results.

4. Analysis of the first stage of the development
of the chain reaction (0 <u <1)
4.1 Determination of basic characteristics

Consider the first stage of the chain reaction called the
induction period, which is determined using the peculiarities

of expression (13). In this time interval (0 < 7 < 7;,), the
derivative is dx/dt <0 and, hence, the sum of concen-
trations of iodine atoms decreases from the initial value
2[I,], (x = 1) to some minimal value x,,;, achieved for u = 1
at the time instant t,,;,. The concentration [I*] proportional
to x and y [see (18)] also decreases at the first stage because
x and y decrease. The concentration of ICl molecules, on
the contrary, increases from zero to the critical value [ICI],
(u=1). When this critical value is achieved, the rates of
reactions (3) and (7) become equal and the chain reaction of
RI decomposition becomes branching.

Note that due to smallness of [ICI]_,, the degrees of [RI]
and [Cly] (ng; and 5¢,,) decomposition at the first stage are
also small and determined by the inequalities

NR1 < [ICHcr/[RHO < 15 ’7C12 < [ICl]cr/(z[Clz]) < 1 (21)

[see (19), Appendix 1 and Table 1]. Thus, we can assume
that [RI] = [RI], and [Cl,] = [Cly], for 0 < 7 < T.

Expressions for calculating x.;, and t,;, derived in
Appendices 2, 5, 6 have the forms:

1
1= o \1/2 1= \/2
Toin = 2 =~ Ymin arctan  —-min -, (23)
Xmin Xmin 61
where
_3 N(/)(Tmin)
D1_21—1/(2A) @4

and J, are the average values of these parameters at the first
stage of the development of the chain reaction and
@ (Tmin) < 1 [determined from (A4.6), (A5.3)]. Parameters
entering expressions (22)—(24) were calculated for the
initial concentrations of RI and Cl,. At low #g; [see (21)]
due to smallness of [RO,] we can neglect in the first
approximation the decrease in [O;] and assume that
V1 = Y(Tmin) ~ 1. Therefore, the average value of ¢ at the
first stage (6;) will coincide with its initial value:
01 =&y = 9y = const = ¢,. This conclusion is confirmed
by calculations of y; with the help of Eqn (A3.7) and by the
numerical solution of SDEI.

Quantities X, Tmin, D1 because of their mutual depend-
ence are simultaneously determined by solving expressions
(22)—(24) with the help of the method of successive
approximations. In the case of very strong quenching,
when y; = p(ty;,,) 1s noticeably lower than unity [see
(A3.7)], the above procedure for the combined solution
of the system of equations (22)—(24) and (A3.7) is
employed.

4.2 First critical condition for existence
of the branching chain reaction of RI decomposition

Let us discuss the derived expressions. The inequality
Xmin < 0 yields the first critical condition for the develop-
ment of the branching chain reaction of RI decomposition.
Indeed, if ¢ and D, are such that x,;, <0, the derivative
dx/dt <0 for any 7 [i.e. x(r) — 0 for T — oo], the critical
concentration [ICl]. is not achieved, branching is absent
and, therefore, the rate of the chain reaction of RI
decomposition tends to zero.
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Using the condition x,,;, <0, we determine the limiting
initial concentration of molecular iodine [I,]g™", whose
excess is required for the development of the branching
chain reaction. Two parameters, namely, a and D, enter the
expression for x;,. For x.,;, — 0, the parameter D; — %N,
because 7, — oo and ¢@(7) — 1 [see (24), (A4.6) and
(A5.3)]]. By substituting into (22) the expression for a,
D, = %N and corresponding constants, we obtain

Ll _ 1 gsfy 3 3 B

[Clal, < 3 10 {1+2N1n [1 <2N+1> }} (25)
from the condition xp;, < 0. Let us estimate [I,]g"" using
expression (25) first for small N, which are realised, for
example, for the following composition of the pulsed COIL
active medium: [RI]; = 10" em™*, [Cl,], = 5 x 10'® em >,
[0,], = [05], =3 % 10" em™. Under these conditions, in
the case of CH;l we have Kg=2.5x10"" cm’s™!,
Ks/Ks = 6.4 (see Table 1), N~2.1, and from (25) we
obtain [L,]]""/[CL,], = 4.4 x 107 (5.2 x 107°). In the case
of CFsl, the ratio Ks5/Ks = 0.044 < 1 (see Table 1), N =1,
and from (25) we obtain [L]f"/[Cly], = 7.8 x 107
(8.4 x 107°). In braces we present values obtained by
solving numerically SDE1. The analytic estimates with the
help of Eqn (25) agree well with the results of numerical
calculations.

Note that for CF;I the value of N is close to unity almost
for any active medium composition of the pulsed COIL
because K5/Kg < 1 in a broad range of pressures (see [13])
and [CL],/[0], < 1.

Consider now the case of large N, which is realised only
for CH;I and anly at low pressures of the initial medium
(small values of Ky, see [14]). By using two terms in the
logarithm expansion in (22) and taking into account that at
large N the equality N = K;[Cl;]/Kx[O,] holds true, we
transform (25) to the form valid for CH3I at N> 1 and
obtain

[LIg"™/10,]y = K3Ks/(6K7Ks). (26)
The constant K¢ depends on the pressure. By substituting
Ks =2.5% 107" cm® s7! into (26), we obtain

LI /[0,], = 1.7 x 107°. 27
The presented estimates show that at small N (which is
always valid for CF;I and only at large K for CH;I) the
limiting value [I,];"" depends on the initial concentration
Cl, and in the case of large N, which is realised only for
CH;I (small Kg), the limiting concentration [L,]g"" is
determined by the initial concentration of O,.

5. Analysis of the second stage
of the development of the chain reaction
I<u<?)

5.1 Second critical condition for existence of the
branching chain reaction of RI decomposition

Consider the second stage of the chain decomposition of RI
according to the scheme of reactions (1)—(8). This stage
determines the further behaviour of the chain reaction
because in this range of the u variations the concentration
of I becomes minimal: I* = [I"] ... At T > 7., the sum of
the concentrations of iodine atoms begins to increase slowly

(dx/dz > 0), but the concentration of excited iodine atoms
still continues to decrease for some time. Indeed, the first
term in the right-hand side of (18) is always less than zero
because dy/dt < 0 always, and the second term changes its
sign at u = 1. At u < 1 the derivative dx/dr < 0 and [I*]
decreases. At u > 1 the derivative dx/dt > 0, therefore, at
some x (in the vicinity of xp;,) the right-hand side of (18)
can vanish and, hence, [I*]; is achieved. However, this
minimum can be and cannot be achieved.

Let us determine the criterion for the presence of the
minimum in the dependence [I*](7) in the range 1 < u < 2.
Dividing (18) by dx/dt and using expression (A3.5) for
dy/dx, we derive

. d(dxiz) —ap() _8§ax— 1 +au’

€ u—1

(28)

where y(x) is a monotonically decreasing function of x and
the second term is strongly changed in the vicinity of u>1
(for xZxpi). Thus, [I7],;, is achieved only in the case
when 1 < u < 2. The concentration of I"* reaches [I*],,;, if
the right-hand side of (28) is nonnegative. Then, using
expressions (A3.8) and (A2.7) for y(x) and u — 1, respec-
tively, and assuming that u — 1 < 1, we obtain from (28)

(ylg/B_ 1)(” - 1) - (xmin -
_(1 - xmin)(3xmin +2a - 2)(” - 1)2/(axmin) = 0.

The last two terms in the left-hand side of (29) are negative,
because a >0, x,,<1 and xg,,—1+4+a>0, where
Xmin — 1 + a 1s the concentration of decomposed RI mole-
cules at u = 1 (1 = t;,) [see (19)]. Therefore, the solution of
inequality (29) at u — 1 > 0 exists only if y;¢/B—1 > 0 and
the discriminant of the quadratic trinomial in the left-hand
side of the inequality is nonnegative. This makes it possible
to obtain the condition for the presence of the minimum in
the dependence [I7](¢):

1+a)/a
29

ylg/B -1z 2[(1 - xmin)/xmin}l/2

X[ (Xmin — 1 + @) (3xmin +2a — 2)]'*/a, (30)

where y; is defined by expression (A3.7).

Expression (22) for x,;, and inequality (30) allow one to
formulate two criteria for the development of the branching
chain reaction of RI decomposition in the general case: for
Xmin < 0 [see (22)] branching is impossible and for x;;, > 0
branching is possible only if inequality (30) is fulfilled.

Therefore, for specified x,;, there exists a critical value
B, and, hence, Kg. defined by (30), after the excess of
which the development of the branching chain reaction of
RI decomposition becomes impossible. By substituting
expression (A3.7) for y; into (30), we obtain the expression
to derive Kg.:

Kgor = K3Ne{1 + 2(1 — xppin) /@ + In Xy +2(a = 1) /a
X [(l - )‘Tmiu)/xmin}l/2 arctan [(1 - xmin)/)‘fmin]l/2 + (Z/LZ) (31)

-1
X [(1 - xmin)/xmin}l/z[(xmin -1+ a)(3xmin +2a — 2)}1/2} .

6. Discussion of the results

To confirm the validity of the analytic expressions derived
in this paper for describing processes proceeding in the
active medium of a pulsed COIL, we compared the cal-
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culation results of parameters of the chain decomposition
of CH;l obtained with the help of analytic expressions and
in the numerical solution of SDEI. For the typical com-
position of the pulsed COIL active medium ([CH;I], =
10" cm~3, [02";0 =[0,], =3 x 107 em ™, [I,], =10" cm ",
[ClL] =5%x 10" cm ™ and Ky = 1072 ¢cm® s ') the param-
eters entering system (22)—(24) take the following values:
N=207,a=5/3, A=6.44, ¢ =3/4, B=0.021. Then, for
the first stage of the chain reaction development (0 < u < 1)
we obtain from system (22)—(24) and (A3.7) that D; = 2.5,
Xmin = 0.73 (0.67), tpmin = 0.89 (1.02) and y; = 0.99 (0.99).
For the second stage (1 < u < 2), from expressions (A2.2)
atu =2, uy = 1, Xy = Xpin, X = X, and from (A3.9), (AS.5)
and (A6.2) we have D, =4.8, x, =0.88 (0.86), 7, =1.76
(1.82) and y, = 0.988 (0.98). The values of the parameters
obtained during the numerical solution of SDEIl are
presented in braces. One can see that these results coincide
fairly well with the corresponding values obtained analyti-
cally. Note also that the value of x, = 0.88 calculated with
(A2.2) is close to x, =1 calculated with approximate
expression (A2.5), which is used in this paper to find the
dependence y(x).

Figure 3 presents the dependences ([I *]+ [I])(t) obtained
by solving numerically SDE1 at Kg = 0 for two variants of
initial conditions for the dark decomposition of CHj;l,
which differ only in initial concentrations of molecular
iodine. On the curve corresponding to [I,], =2.55x%
102 ¢cm™ the minimum is absent, while on the curve
corresponding to [I,], = 2.60 x 10'? cm™*, the minimum
is present. Calculations with the help of (25) yield close
limiting value of [L,Jj"™ (2.2 x 10" cm™?). Figure 3 also
shows the dependences [ICI](¢) corresponding to the same
initial conditions. These dependences confirm that the
absence of the minimum in the dependence ([I']+ [I])(¢)
is caused by the fact that the critical concentration [ICl], is
not achieved in the system.

Note that in the case of CF;I, at the same initial
concentrations of RI, Cl,, O, and O, curves similar to
those in Fig. 3 are plotted but at larger initial concentrations
of molecular iodine: L12]0:4.2>< 102 cm™  (minimum is
absent), 4.3 x 10'> cm™ (minimum is present). The limiting
(critical) initial concentration of molecular iodine calculated
under these conditions with expression (25) was 3.9x
10" em ™.

Before confirming the validity of second condition (31)
for the development of the branching chain reaction of RI
decomposition we will analyse the dependence of Kg. on
Xmin With the help of expression (31). At x;,, — | the
denominator of fraction in (31) tends to its minimum value
equal to unity for which the quantity Kz, = K;Ne will be
maximal. To obtain x.;, ~ 1, it is necessary to select such
initial ~concentration [I,], so that the inequality
a = ([ICl]../[I,],) <1 should be fulfilled, the parameter
D, taking any values [see (21)]. At a > 1 (small concen-
trations [I,])) Xmin < | and Kg, is smaller than its maximum
value.

The validity of condition (31) was verified for two
iodides (CH3I and CF;l) at equal initial concentrations
of RI, Cl,, O, and O, but different concentrations of
molecular iodine [I,],. In the case of CF;I (Fig. 4) the most
favourable conditions were selected for the development of
the chain reaction — high initial concentration of molecular
iodine ([I,], = 10" em™3) for which x,,;, = 0.937 ~ 1. For
CH;I (Fig. 5) the concentration[l,], = 3.5 x 102 em ™ was
used for which x;, =0.31. This allows us to verify
expression (31) for small x;,.

It follows from the dependences presented in Fig. 5 for
CHj3;1 that the results of the numerical solution of SDEI1 are
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0 0.5 1.0 1.5 t/ms

Figure 4. Time dependences [I*](7) obtained by solving numerically
SDE! during the dark decomposition of CF;I in the mixture
[CF31), = 10" em ™, [05], = [04], =3 x 107 em™, [Cly], =5 x 10'
em™ and [12]9: 10" em™; Ky =17x107" (1), 1.9x 107" (2),
20x 107 em® 571 (3).
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Figure 3. Time dependences of the concentrations [ICI] (1, 2) and ([I*]+
[T]) (3, 4) obtained by solving numerically SDE1 at Ky = 0 during the
dark decomposition of CH;I in mixtures [CH;1I], = 10'® em~>, [05], =
[04]y = 3 10" em™, [Cly];=5 x 10" cm™ with initial concentrations
of iodine [I,], = 2.60 x 10" (1, 3) and 2.55 x 10'* ecm™ (2, 4).
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Figure 5. Time dependences [[*](¢) obtained by solving numerically
SDE! during the dark decomposition of CH;I in the mixture
[CF3), = 10" em ™, [03], = [04]y =3 x 107 em ™, [Cly], = 5 x 10'°
em™ and [I], = 3.5 x 10 em™; Ky =8 x 10712 (1), 8.7 x 1072 (2),
9x 1072 em? s7! (3).
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close to the values Kg. ~ 8.0(8.7) x 1072 cm® s™! esti-
mated using expression (31). (The value of Kg. obtained
by solving numerically SDEI is presented in braces.)

For CF;l, the value K. ~2 x 107" em?® 57! (see
Fig. 4) obtained by solving numerically SDEI1 is close to
the maximum one, K& =¢K;~225x 107" cm? 57!,
determined from (31) at N=1, x,, =1 and &¢=3/4.
For x;, = 0.937 (see above), expression (31) gives a some-
what lower value of Ky, equal to ~ 1.1 x 107" cm?® s7!.
The observed discrepancy is explained by the fact that in
deriving expressions (29)—(31) we used the approximate
dependence x(u) (A2.5) derived by expanding the logarithm
in (A2.2) existing at D; > 1, while for CF;lI at x,;, = 0.937
we have D; =~ 0.67. Thus, in the case of large initial
concentrations of molecular iodine (a < 1) for which
Xmin &~ 1 and D; < 1, expression (31) gives a more exact
estimate of Kg. when substituting x,;, = 1.

Note that calculated dependences [I*](¢) in Figs 4 and 5
both quantitatively and qualitatively confirm the second
critical condition for the development of the branching
chain reaction of RI decomposition. It follows from (29)—
(31) that for Kg > Kz, the derivative d[I*]/dt twice (at
minimum and maximum points) vanishes and for Kg < K,
extreme points are absent. Therefore, for Kz — Kg . the
time interval between the minimum and maximum points
for [I*] as well as the difference ([I*],,,,—[1"],;,) tend to
zero, which is shown by the curves in Figs 4 and 5.

Analysis of the obtained results allows one to explain the
absence of dark decomposition of CF;I observed exper-
imentally by two factors — low efficiency of the primary
chain (N =1) and high efficiency of O; quenching by
CF;0, radicals (Kg =2 x 107" em®s™!). In addition,
because of lower boiling temperatures the initial admixture
of molecular iodine in fluorine-organic iodides is usually
significantly lower than in organic. For CH3I the primary
chain under typical conditions of the active medium of
pulsed COILs is always effective (NV > 1) while the value of
Kg for CH;0, radicals should be lower than 107" cm® s7'.
Otherwise, the dark decomposition of CH;I observed in
numerous experiments should be absent.

7. Conclusions

The main results of the paper are:

(1) Scheme of basic reactions describing the chain reaction
of RI decomposition in the dark zone of a pulsed COIL is
analysed.

(ii) A simplified system of differential equations (SDE3)
is derived, which describes in dimensionless variables the
chain decomposition of RI in the active medium of a pulsed
COIL.

(iii) The procedure for solving SDE3 is described.

(iv) The main parameters determining the development
of the chain decomposition reaction of RI are found and the
characteristic time intervals of the chain development are
defined.

(v) The first (0 < u < 1) and second (1 < u < 2) stages of
the development of the chain reaction of RI decomposition
are studied and expressions for calculating the concentra-
tions of basic components of the active medium are derived
at these stages.

(vi) Criteria for the development of the branching chain
reaction of RI decomposition in the active medium of a
pulsed COIL are determined.
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Appendix 1
System of differential equations SDEI

O = 2K )OS + Kof1'][05] ~ KaM[03). (AL
L kL1051 - K10,
~ KI][CL] — Ko[1ic) (AL2)
0] — 2103 + Kal10,) - Ka1[03)
- K[03][RO,) (AL3)
2] _ 5k 1,]105] - Kal10,) + K21[03]
+K[03]RO,] ~ K[RJO), (AL4)
I~ Kalicn) + K101 + KS[RJCL
— K,[CI[RI], (AL5)
L~ Kjicn) + K[CIRY - K10C1, (AL
W kmos7 + Krc), (A17)
% = K,[CIJ[RI] — K5[R][Cl,] — K¢[R][O,,  (ALS)
dRI
—q = ~KCIRI], (AL9)
dRCY _ Ry, (A1.10)
dt
d[i?ﬂ = K¢[R][O,]. (AL.11)
Dimensionless variables
SN |15 PR < BN (< R )
ST, YT e, T ok,
Parameters
[cl, = K31[<(7:12]; 7 =K[CL]; a= II(?Z[EI;]L = g[i]]:’
Ks[ClL] Keg(Keg = )"
N KO T T+ 02/ 030 (K — 1)

where K. = K_,/K, (the parameter ¢ is a slowly varying
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function of y; thus, at [O7]; = [0,], for T =300 K (K, ~
29) e=3/4 for y=1and e<3/2 for y=0, i.e. ¢~ 1);

7] ey _ K4RIJ/K5[CL] - Ky[RI][C]]
Trrms® AT N P RO
_ KyRIJ v/x ) _ Ky, 20,
SR o AN BN P

_ K
U= KN/

In Appendices 2—4 dependences x(u), y(u), (v/x)(u) are
determined under assumption that in the given range of the
u variations all the parameters — a, 4, N, D, ¢, B — are
constant quantities.

Appendix 2

Dependence x(u). General expression
To find x(u) we divide equation (15) by equation (13). As a
result, we have

du_1D+1-u (A2.1)
dx a u-1

Solving this equation at D = const and a = const we
derive the expression establishing a relation of concentra-
tions of ICI molecules (#) and the sum of concentrations of
iodine atoms (x):

- 1
u—u0+Dln(1 S >:—(x0—x).

- A2.2
D+1—u a ( )

Expression (A2.2) is valid at u — ug<(D + 1— u).

The first stage: 0 < u < 1

For the first stage uy=0, xo=1, X(Tmin) = Xmin»

U(Tyin) = 1. Using (A2.2) we derive an expression for x;,:

1
Xmin—l—a|:1+D11n <1—m):|,

where D; is defined by expression (AS5.4).

(A2.3)

The range 0 < u < 2

In this range of u variations at D; > 1 the expression in the
logarithm in (A2.2) is smaller than 1/2 and the logarithm
can be expanded. Using two terms of expansion and
assuming that x, = xn, 4o = 1, we will rewrite (A2.2) in
the form

a

2D (l/l - 1)2 + Xmin-

x(u) ~ (A2.4)

Expression (A2.4) is a quadratic function of u, which taking
(A2.3) into account with good approximation can be
represented in the form:

xX(u) 2 (1= i) (1 = 1)” + Xy, (A2.5)
At the first stage © — 1 < 0, and, hence, solving (A2.5), we
obtain

o (xmxm ) (A2.6)
! B 17xmin ' ’

Similarly for the range 1<u <2 at u—1 >0, we have
u—1= <7x - x‘“"’)l/z.
1 - Xmin

Dependence y(x)

We will establish the dependence y(x) for the range of u
variations under study. Dividing equation (20) by equation
(13), we obtain

(A2.7)

Appendix 3

Qi_b(3u+1)
dx

Bx—1+4au

e alu—1)x’

(A3.1)

u—1
By simplifying (A3.1), it can be represented in the form
dy B
—=-3bh-——|1
ag(u—1) < * B

dx
Bla—1) 1
T 7(14 e (A3.2)

4bae> B1

& X

Let us evaluate Kg for which the ratio 4bag/B =
4K;[CLLIN/(Kg[O5],) < 1. Consider the case of large N
(low pressures), when K~ Kgmin ~ 107% em® s™! and
N =~ K;[Cl,]/(Kg[O5]) [see (10) and Table 1]. Using this
expression for N and taking into account that the concen-
tration of chlorine in the active medium of a pulsed COIL
usually does not exceed ~ 20% of the oxygen concen-
tration, we obtain

Ky > N x 107" cm? s7! (for N < 20). (A3.3)
For the values of Ky satisfying (A3.3), we can neglect the
ratio 4bae/B in the second term of the right-hand side of
(A3.2) and rewrite this equation in the form

dy B Bl B(a—1) 1
dx

(A3.4)

One can see that for the range of the u variations (0 <
u < 2) considered in this paper, the first term in the right-
hand side of (A3.4) can be excluded and written in the form

@:_L_El_w%_ (A3.5)

Let us determine the dependence y(x) for the first stage
(0<u <1). Using (A2.6) and (A3.5), we obtain

— X — X — )12
y(X):l —E{lnx+2(l Xmm) _2[(1 xmm)(x xmm)]
€ a a
L 2a=1) (1 - xmm)‘/z[arctan <1 —xmm>1/2
a Xmin Xmin
x = Xpmin \'/?
— arctan (7"“" ) } } (A3.6)
Xmin
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By substituting x = x,;, in this expression, we will
determine y at the end of the first stage (at u = 1):

2(1 — xp; 2(a—1
(1= Xin) , 2(a—1)
a a

1/2 1/2
y (ﬂ) ” retan (i) / }
Xmin Xmin

Let us find the dependence y(x) for the second stage
(1 < u < 2). By substituting (A2.7) into (A3.5) and solving
it, we obtain

B
1 :y(xmin) =1 _E |:1nxmin +

(A3.7)

X + 2[(1 B xmin)(x - xmin)]l/2
Xmin a

a1 /1 — e \12 N2
+ (a=1) ( Ymin ) arctan <m) } .(A3.8)
a Xmin Xmin

By substituting x = x, &~ 1 [see (A2.5)] and y; into this
expression, we will determine the value of y at the end of
the second stage (at u = 2):

B
J’(X):Jﬁ—z{ln +

a—1

1— Xmin 172
Xmin .

Appendix 4

R

&

4B [1 — Xmin T
a a

(A3.9)

Dependence (v/x)(u)
First, we estimate qualitatively how the ratio [Cl]/([T*]+
[I]) = v/x changes with changing u. The source of Cl atoms
are reactions (3) and (7). First, the increase in [Cl] mainly
occurs due to reaction (3) but the role of reaction (7)
increases with increasing [ICI]. It is obvious that in the
limit, when reaction (7) becomes the main ‘supplier’ of
chlorine and iodine atoms, the ratio v/x = (v/X), ~ 1.
We will solve expression (14) to determine the depend-
ence (v/x)(t). The parameter 4 characterises the efficiency
of the development of nonranching chain (1)—(6) because it
is equal to the ratio of the characteristic time of chain
initiation [reaction (3)] to the characteristic time of chain
continuation [reactions (4)—(6)]. At 4 > 1 the rate of chain
process (1)—(6) is determined by the rate of reaction (3). The
parameter A4 depends on [RI], [CL], [O;], [O,] and in the
case of their small change (see below) can be considered
constant. By solving equation (14) and treating the variable
u as a parameter, we obtain

v/x = [+ 1)/(A+u— 1)1 —x Are=D/=1y (A41)

Here, the bar implies averaging over the entire variation
range of u. Consider equation (13). Assuming [RI], [Cl,],
[O5], [O5] to be constants and u to be a parameter, we will
solve equation (13) and determine the time dependence
x(7):

x(t) = expley(u — 1)1]. (A4.2)

By substituting (A4.2) into (A4.1) we obtain

(v/x)(z) = [(u+1)/(4+u—D]o(z),
(A4.3)

(1) =1 —exp[—(4 +u — )eyt].

Let us analyse the obtained dependence (v/x)(t). At small
7, the ratio v/x linearly depends on time:

v/x =~ (u+ 1)eyr. (A4.4)
When time increases ¢(t) — 1, the ratio v/x is determined
by the expression, which is explicitely independent of time:

(0/X) g = (u+ /(A +u—1), (Ad.S)
The time of achieving (v/x)y, is determined by the
exponential factor in (A4.3) and in the case of efficient
development of the chain reaction (when 4 > 2) even at
0<u<1 does not exceed the characteristic time of
reaction (3). Therefore, ¢(tr) ~ 1. Note that to average

the dependence ¢(7) in the given time interval, we can take
advantage of the expression

@(t) =1 —[1 —exp(=¢)]/<. (A4.6)
where &= (4 +u — 1)eyr.

In this case, the average value (v/x),, is calculated using
expression

(0/%)ay = (0/%) 410 (7)-

It follows from (A4.5) that at 4 =2 the ratio (v/X)g, = 1
for any u and at A # 2 this ratio is a slowly varying
function of u tending to unity with increasing [ICI](«). This
allows one to use the arithmetic mean value of u for
calculating (v/x)g,, in the given range of the u variations
() Su<u).

(A4.7)

Appendix 5

Estimate of parameters a and D. The first stage: 0 < u < 1
The parameter a = [ICl],/(2[I,],) contains only one vari-
able, i.e. the concentration of Cl,. The parameter D equal
to the ratio of rates of reactions (4) and (3) depends on the
ratios [RIJ/[CL,], v/x on the parameter = ¢y and is also a
variable quantity (see Table 1).

Note that the degree of RI and Cl, decomposition (ny; 1
Ncy,) at the first stage are small and determined by inequal-
ities (21). In the case of small decomposition of RI due to
the smallness of [RO,], we can also neglect in the first
approximation the decrease in [O;] and assume that
Y1 = ¥(tmin) ~ 1 and the average value of 6 at the first
stage (J;) coincides with its initial value: 6, = (ey), =
Jp = const = ¢, [see (A3.7)] and Appendix 1]. Therefore,
for 0 <t< 1y, the parameter a =const and the time
dependence D(r) is determined by the dependence
(v/x)(7) [see (A4.3)].

Calculation of D, — the average value D at the first stage
(0<u<l)

The parameter D is equal to the ratio of the decomposition
rate of RI to the rate of production of chlorine atoms in
reaction (3). At ¢t =0 the concentration of CI is equal to
zero and, hence, Dj.;, =0. Let us estimate Dj,c. The
number of RI molecules decomposed by one Cl atom can
vary from 1 to the maximum possible value N [see (10)].
Thus, if Cl atoms are produced only in reaction (3) the
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maximum possible value of D; is equal to N. If the chain is
initiated by reactions (7), (1), (2), two Cl atoms are
produced: one — directly in reaction (7) and the other — by
replacing the I* atom by the Cl atom in reaction (3) or (7).
Because at the first stage the rate of reaction (3) surpasses
that of reaction (7), the maximum possible value of D; in
this case is equal to 2N and is achieved at the end of the
first stage. Thus, at the first stage the relation

0< Dy <2N (AS5.1)
is valid.

To obtain a more precise estimate of D;, we will
represent the parameter D in the form

D= AN(v/x),, = Nu+1)/[1 + (u—1)47 (). (A5.2)
At the first stage u=u,, ~1/2 and @) = @(tin) is
determined by expression (A4.6) at

é = ATminél [1 - 1/(2A)] (A53)

By substituting ¢(t,,) and ¥ = 1/2 in (A5.2), we obtain

Dy =3/, No(ty,)/[1 = 1/(24)] (A5.4)

for the range 0 < u < 1.

Calculation of D, — the average value D at the second stage
(l<u<2)
By substituting ¢(r) =1 and v =3/2 in (A5.2), we obtain

Dy =3/, N/[1+1/(24) (A5.5)

for the range 1 < u < 2.

Appendix 6

Determination of the time characteristics of the chain
reaction of RI decomposition. The first stage: 0 < u < 1
The second main characteristic of the first stage of the chain
decomposition of RI, i.e. its duration 7, is determined by
using equations (13) and (A2.6).

By substituting (A2.6) into (13) and integrating it, we
derive the expression to find 7,:

1= X |2
Tmin = 2<x7mm> arctan <
“Ymin

The second stage: 1 < u <2
It follows from (A2.5) that the function x(u) is symmetric
with respect to the point u = 1. Therefore, we can set

1= xmn \/? 1
ﬂ) —. (A6.])

5

Xmin

(A6.2)

TZ(” = 2) ~ 2Tmin~
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