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Effect of Melting on Dynamic Combustion Behavior
of Energetic Materials

L. K. Gusachenko* and V. E. Zarko®
Institute of Chemical Kinetics and Combustion, 630090, Novosibirsk, Russia

A. D. Rychkov#
Institute of Computational Technologies, 630090, Novosibirsk, Russia

The effect of melting on the intrinsic stability of steady-state combustion of energetic materials has been ana-
lytically studied using the Zeldovich-Novozhilov approach. Stability limits are given in conventional and modified
sensitivity parameters coordinates. Their dependence on the melting heat and temperature is explained in a simple
way. Numerical calculations based on an original mathematical model were performed to verify the effects of
melting on the stability of pressure-driven combustion regimes. Qualitatively, the effect of melting heat on the
stability of transient combustion regimes with developed gas phase reactions is the same as that on the stability of
steady-state regime, that is, as the melting heat increases, the stability decreases. In addition, the effect of melting
temperature on the burning rate response to harmonic pressure oscillations has been numerically studied. The
effect appears to be qualitatively the same under stationary and transient regimes, that is, as the melting tempera-
ture increases and approaches the temperature of the burning surface, the response function decreases noticeably
in its absolute value, which corresponds to an increase of combustion stability.

Nomenclature

= pre-exponential factor for ith gas phase reaction,
g/(cm’- s - atm™)
= pre-exponential factor for condensed phase reaction, 1/s
specific heat, cal/(g - K)
= constant-pressureheat capacity of species i, cal/(g- K)
= diffusion coefficient, cm?/s
energy of activation, cal/mol
= frequency of oscillations, 1/s
= dimensionless parameter, identical to
(T, = To) (@ b 1,/ Ty)
= latent heat of evaporation, cal/g
= molecular mass of species i, g/mol
= mass flow rate of condensed phase, g/cm? s
= gas reaction order
pressure, atm
= atmospheric pressure, atm
= heat release per unit mass, cal/g
= radiant flux, cal/(cm? s)
= universal gas constant, cal/(mol - K)
= dimensionless parameter, identical to [37/d7T;],
= burning rate, cm/s
temperature, K
T, = boiling temperature at atmospheric pressure, K
t = time, S
14 = gas velocity, cm/s
Viig = liquid velocity, cm/s
Vin = velocity of solid/liquid interface, cm/s
X = spatial coordinate,cm
Xow = characteristicdistance for thermal wave decay in
condensed phase, cm
Vi = mass fraction of specie i
o = extinction coefficient in the Beer law, 1/cm
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B = porosity (volumetric fraction of gas)
A = thermal conductivity,cal/(cm s - K)
0 = density, g/cm?
w = dimensionless frequency of oscillations
Subscripts
liq = parameters of the liquid state
m = melting
= propellant surface
sol = parameters of the solid state
0 = initial condition
1,2,3 = vapor, intermediate, and final reaction products,

respectively

I. Introduction

T is known that many energetic materials (EMs) melt in a com-

bustion wave and have a liquid layer on the burning surface. In
addition, the EMs may change their crystal structure at a relatively
low temperature. Typically, in stationary combustion modeling, the
effects of phase changes are taken into account in a very simple
way by introducing the effective initial temperature calculated on
the basis of heat balance at the burning surface.!

However, when modeling transient combustion, it is not clear
a priori if the effect of phase changes can be explained as simply.
One may expect that the transient combustion behavior of EMs,
at least near the limits of the combustion stability, depends on the
heat and temperature of phase transitions. Obviously, the highest
effect is produced by evaporation that is localized at the surface of
the condensed phase and has, as a rule, the largest magnitude of
the latent heat. In the past, mainly the evaporation was considered
in combustion modeling. Nevertheless, it seems that the effect of
other phase transitions also should be studied, and attempts to ex-
plore this problem have been undertaken in recent works.2~* It was
shown that melting or phase transition, whose latent heat is con-
siderably less than that of evaporation, may play a specific role in
radiation-drivencombustion? as well as in the intrinsic stability of
EM combustion .34

The cited works have dealt mainly with an analytical approach,
and it is of interest to investigate numerically the combustion be-
havior of a melted EM in transient regimes using a mathematical
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model. In the present paper the effect of melting heat and melting
temperature on the stability of pressure-drivencombustionhas been
studied. The combustion model is presented in Sec. II. The results
of the analytical study of intrinsic stability of combustion are pre-
sented in Sec. III. Burning rate response to harmonic variations of
pressure is described in Sec. IV. Conclusions and future plans are
givenin Sec. V.

II. Mathematical Model

A. General Description

A modelis proposed to describe combustion of melted and evap-
orated EM with chemical transformationsin the condensed and gas
phases. Typical representativesof such EMs are nitramines, as well
as newly synthesized oxidizers such as ADN, HNF, etc.

In the condensed phase the model considers heat propagationin
solid and liquid states (heat capacity and density are taken to be
the same for both of the states whereas thermal conductivity coeffi-
cients for solids and liquids are assumed to be different), melting at
temperature 7,, with endothermal effect Q,, with a global exother-
mic reaction of decompositionof first order in the liquid phase with
a thermal effect Qyq and radiation absorption in the bulk of con-
densed phase according to the Beer law, g, ae™**. The absorption
coefficient « is taken to be the same for solid and liquid materials.
The interface between the solid and the liquid states moves through
the condensed phase with velocity V,,.

In the gas phase the model takes into account heat propagation,
diffusion,and two globalreactionswith thermal effects Q;, i =1, 2.
The products of the first reaction (vapor decomposition via Ni-
order kinetics, mainly of first order) are assumed to coincide in
their composition with the products of decomposition of the liquid
phase. The second reaction generates final combustion products via
N,-order kinetics. Reaction routes of the combustion process are
presented by the scheme

vapor

/ N

liquid ——— > intermediate product —> final product

The choice of proper reaction scheme is a very complicated task
and still has insufficient background. This is of special concern
with the reactions in the condensed phase. Attempts have been
made to formulate a reaction scheme consisting of several (up to
seven) global reactions® but there is still no real justification for
that. Evidently, when using a global reaction approach, one has to
describe the method for the experimental determination of kinetic
parameters.

In the present work, the constants for condensed phase reaction
were estimated on the basis of literature data for thermal decompo-
sition of nitramines.” In fact, thisis a very crude estimate because of
the great difference in the heating rate for combustion and thermal
decompositionconditions.In the future we plan to obtain the needed
data from experimentson ignition under special conditionsthat pro-
vide the eliminationof the possible effects of the gas phasereactions.

In the literature several detailed schemes for flame reactions in
nitramines combustion®~!! containing more than 40 species and
more than 200 steps, may be found. Use of such schemes allows, in
principle, the calculation of temperature and concentration profiles
in flame. Unfortunately, the use of the detailed reaction schemes
causes difficulties in the calculation of transient regimes, and it
is reasonable to derive reduced kinetic schemes for studying dy-
namic combustion behavior. This is a task for future work. At the
same time, the global kinetic parameters can be derived from the
treatment of experimental data of combustion of melted EMs in
well-characterized conditions. To do that, a set of calculations on
the basis of the model should be performed. As a first estimate, the
data for thermal decompositionof nitramines vapor and the reaction
between their products were used in the present work to specify the
magnitude of global kinetic parameters for the gas phase reactions.

B. Physical State of the Condensed Phase

Before formulation of the mathematical model, it is important
to discuss physical aspects regarding the processes in the bulk and

on the surface of the condensed phase. Presence of the chemical
reactions in the bulk of the condensed phase raises questions on
the effective density of liquid EMs and on the evolution of the gas
through the subsurface layer. It is natural to assume that gaseous
decompositionproducts first dissolvein the liquid layer.!*> However,
if one takes into considerationan equilibrium solution of gas in the
liquid material this correspondsto a negligibly small extent of EM
decompositionin the condensedphase.!® At the finite decomposition
degree one may assume that the gas bubbles form in the liquid layer.
Their behavior can be described in several ways.

A first description was suggestedin 1966,'* when it was assumed
that the velocities of gas and liquid are the same, V = V;;y = m* /p,.
Here, p. = (1 — B) piiq + Bp is the effective density of the condensed
phase. More detailed analyses of two-phase subsurface layer were
reported in Refs. 15-17. In particular, semi-empirical expressions
were suggested'® in the generalcase forlinear velocity of gas motion
V = (1 — sB+s)m*/p and liquid motion V;q = (1 — sB)m* /piq,
respectively. Here s is the matching parameter varying in the range
from zero to infinity that allows us to describe extreme cases of gas
release from subsurface layer.

In the present model we consider the simplest case of constant
density over the liquid layer. This corresponds to the case of gases
dissolved in liquid without formation of bubbles or the case of in-
stantaneous (V — oo and s — 00) removal of gas out of the
liquid layer. Note that, for very thin layers, diffusion is also able
to provide fast removal of gas from liquid. To estimate, let us as-
sume that gaseous products start to evolve in the bulk of the EMs at
the distance from the surface equal to the length of reaction zone,
Ly = 0.1(A/Cp)iq/ 5. If the residence time for liquid in the reac-
tion zone, I, /15, is greater than the diffusion time (I.,)?/D, where
D is the diffusion coefficient, the bubbles will not form.

The described condition is formulated as D(T,) >r,l, =
0.1(A/Cp)iiq- A simple estimate shows that the condition approx-
imately holds for typical melted EMs with D >10=* c¢m?/s and
(A/cp)iq =0.001 cm?/s.

Detailed considerationof the effectof bubbles on the heat transfer
across the liquid layer due to internal evaporation within the bub-
bles and of the Marangoni and Archimed effects was not made
in the present paper. There are still no reliable observations of
foam in subsurface liquid layer of burning melted EMs. Quite
the contrary, observations have been reported'® of the virtual ab-
sence of developed foam at the burning surface of double-base
propellants at atmospheric and elevated pressures despite the pres-
ence of foam at the surface of extinguished samples. Thus, in-
troduction of bubbles formation into comprehensive combustion
models has to be justified by unambiguous experimental findings.
One of the ways to get such information is to perform high-speed
movie studies of EM combustion with use of a soft x-ray radiation
source.

C. Surface Evaporation Condition

As mentioned, according to the model conversion of the con-
densed phase into gas proceeds by the way of chemical reaction and
evaporation. The latter can be precisely described in terms of gas-
kinetic theory if one calculates the mass flow rates of evaporation
and condensation.Under nonequilibriumconditions,corresponding
to the combustionprocess, the differencebetween the two rates gives
mass burning rate. Such an approach has been employed in several
works®~10-16; however, it is rather difficult to use this approach in
real calculations. First, there is no reliable knowledge of the stick-
ing coefficient that characterizes the sticking of vapor molecules
colliding the liquid/gas interface. Second, and most important, the
difference between the two rates represents the difference between
two large quantities, and a small error in their calculation leads to a
large error in the mass burning rate.

Therefore, in the present model we use another descriptionbased
on that the deviation of the partial pressure of vapor from its equi-
librium value is of the order of the Mach number for combustion
products, with the magnitude of this number being much less than
unity. Consequently, as was suggested in Ref. 19, one may approx-
imately attribute the real magnitude of the vapor pressure to its



818 GUSACHENKO, ZARKO, AND RYCHKOV

equilibriumvalue, which can be easily calculated on the basis of the
Clausius—Clapeyron equation in the form

(M /M,)yi;p ~ const- exp(—L/RT,)

where (M /M,)y, is the mole fraction of vapor above the surface
and p is the ambient pressure. Use of this equation provides a better
opportunity for convergence of the iteration process in numerical
modeling. Note that, in the gas-kinetic approach, the Clausius—
Clapeyron equation is also used for calculating the equilibrium
pressure of vapor. The accuracy of these calculations directly de-
pends on the accuracy of the value of the latent heat of vaporization.
Unfortunately, for real EMs, this value is known with rather low ac-
curacy because of the partial decompositionof the EMs at relatively
high temperatures. The heat of vaporization can be calculated® on
the basis of semi-empirical expressions or can be determined by
extrapolation of data of surface temperature measurement.

D. Problem Formulation

Let us choose a movable coordinate system (x, ¢) attached to
the burning surface (positive x axis is directed in the bulk of the
condensed material) and derive the system of equations describing
the physicochemical processes in the condensed phase.

For the solid state [x,, () < x < xg],

o (T 0Ta)_, ¥Ta
sol Psol T_rb 9x = Aol 9x2 +qr(t)aexp( C{)C)

aTsol
Tsol(xa 0) = T(Ja 5ol(xma t) - ma at x = xp a_ =0
X

For the liquid state (0 < x < x,,),

aTliq aTliq 82Thq
Cliqpliq - =X + cbhq + qr (t)()t eXP( C{)C)

ot dx RIFTEN
ayliq ayliq
pliq(? - rba_x = —Wiig, (bllq tha)hq
E;;
Wiiq = Aliqpliqyliq CXP(— Rqu )a yliq(xma t) =1
iq
Tliq(xa 0) = T(Ja Tliq (xma t) = Tm
aTliq aTsol
iq~ o “/so + O vm i
lig 5 % 0 Piig
x=xp—0 x=xn+0

(Note that variables without an index correspond to the bulk of gas.)
The condensed phase generates vapor and a combustible gas. Thus,
there are three components in the gas phase: vapor, intermediate
decomposition product, and final combustion product. The temper-
ature of the components is uniform at the given point of space.

The system of equations for the gas phase is as follows (x; <
x <0):

aT 2\ C, dy; \oT
C,p| — V—r,— —LD,—
"O|:8t+( " C, 8x)8xi|

i=1

= 9 E)T + o, 4+

T 9x E)x ! >

9y1 9y d 9y

- Vor)=L|=—[oD2L)—
'0|:8t +( rb)axi| E)x('o lax) @1

0y, 9y, d dy,
= V-r)—=—=|=—|oDb,—= | —
'0|:8t +( rb)axi| Bx(p 28x) Wy + w;

o, dp, 2V) _ RoT
ot E)x 0x M

1 Y1 V2 V3

— o2 ® =

M M, M, M, 1 0w,

;= Qo o =Au(p y)"exp| — =
2 23, 1 gl 1 RT

E,
Wy = gz(P y2) —exp( RT) T(x,00=T,
Y1(x,0) = y:(x,0) =0
oT 0 0
—:izizo, at X =Xy

)\'_
0x e

Y
—,O(V - rb)ylx + Dlpa_x = Yiig,s Plig"p

ay
—p(V = 1,) s, + Dyp——

9x = pliqrb(l - yliq.x)

p(V —ry) = ~Piiq"p

P M, LM, (1 1
Py oM oML
" T M T RAT T,

In the case of opaque material (@ — 00), the term with ¢, mustbe
withdrawn from thermal conductivity equations for solid and liquid
phases, and the boundary condition for the heat fluxes should be
written in the form

A —

9x o = +qr_yliq.xpliqrbL

x=40

The mass fraction of the combustion productand its effective diffu-
sion coefficient are determined on the basis of the mass conservation
equation and the condition of zero sum of the individual mass dif-
fusion fluxes,

ytytys=1

E. Numerical Method

The equations of energy and species concentrations in the gas
phase include convective and diffusive terms. It is known that
there exist computational difficulties in their solution when using
central-difference schemes for the convective term. Another dif-
ficulty is the stiffness of the equations. To overcome these dif-
ficulties, a quasi-monotonous difference scheme of second-order
accuracy has been developed that effectively operates on real dif-
ference grids. Its essence may be explained by taking as an example
the model nonlinear equation for a scalar function ¢ in domain
G0<x=<1,0=<t=<T},

¢ 99 ¢

5 T4 =% >+ f@.0) ey
where u is the velocity, a is the constant, and f (¢, t) is the source
term. The use of approximation d¢ /dx =~ (¢;' | — ¢ ") /(2h) for
the convective term leads to the nonphysical oscillatlons appearing
in the numerical solution in the range of a sharp change of value ¢.
For a given class of problems this correspondsusually to the reaction
zone, where the temperature and concentration gradients are high
enough. To eliminate these oscillations one may apply a difference
scheme based on hyperbolic approximation. To this end we wrote
the left-handside of Eq. (1) along line dx /dt = u, which is conven-
tionally called the characteristicline, and constructed the following
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nonlinear two-step difference scheme using backward Tailor-series
expansion of the term f (¢, t) in time:

¢n+l ¢n _ ﬁ
T *\ 9x?

n+1 n
¢"+1 ¢n n 82¢ n 82¢
T =054 ax? /. +a, ax )

. E)f n+1
+ f(@, 1t + 1) |:1+ (845) 3)

where t and /1 are the grid steps over the spatial and time variables so
thatt = nt;x =ih;n=0,...,1/h;i =0,...,T/t. The values
with subscript asterisks are calculated using appropriate interpola-
tions at the cross points of the characteristic lines starting from the
point (n + 1, i) with the straight lines forming the difference grid
(with the horizontal ones at 4/t > u and with the vertical ones at
h/t < u). The nonlinear difference scheme Eqs. (2) and (3) can be
easily solved by the Newton method.

Now returningto the solutionof the original problem formulation,
the following procedure has been used. The surface temperature 7
and the burning rate r, were found via an inner iteration procedure
at each time-marching step. For a given initial guess of 7 and r,,
the equations for species concentrations were solved. Then values
Yis» Yas» and yjq ; were used to determine the boundary conditions
for the energy equations in the gas and condensed phase. After so-
lution of the energy equations, new values of 7, and r, were found
from boundary conditions. The inner loop was repeated down to the
convergence of T, and r,. A variable step grid, condensed in the
vicinity of the liquid/gas interface, was used to get the results with
0.1% accuracy.

To solve numerically the problem with closing initial and bound-
ary conditions, a spatialdomain x; < x < xg hasto be chosenon
the basis of physical considerations or numerical experiment. The
domain size should allow us to establish zero gradients of temper-
ature and species concentrations on the boundaries.

For the gaseous mixture, the correspondingdiffusion coefficients
were calculatedusing the Wilke formula: 1 /D; =y, /D;;+y,/D;»+
v3/D;3. Values of D;; were calculated using the Lennard—Jones po-
tential with (¢/k); =436 K, (¢/k), =244 K, and (¢/k); =97K
and o, =6 A°, 0,=3.7 A°, and 03 = 3.6 A°. The thermal conduc-
tivity and specific heat of the gaseous mixture were calculated by
the formulas A =Xy, + Ay, +A3(1l =y, —y),c=c1y1 + 6y +
s(I=y1 =), A=A, +BuT,c;=A, + BT, Ay =5x107,
8 x 1073, and 9 x 107° cal/(cm-s-K); B;; =1 x 1078,2.5 x 1078,
and 5 x 1078 cal/(cm-s-K?); A,;=0.2,0.25, and 0.3 cal/g-K;
and B,; =107°,5 x 1073, and 9 x 107> cal/(g- K?).

n+1
) + flg,t+o)r ! )

III. Intrinsic Stability of Self-Sustaining Combustion

When studying intrinsic stability of EMs self-sustaining com-
bustion, within the framework of the Zeldovich-Novozhilov (ZN)
approach, the phase transitionin the EM combustion wave has been
neglected. However, the problem may be easily formulated to take
into account phase transition within the framework of the main idea
of the phenomenological approach 2!

Simple considerationof all existing phase transitionsin EMs leads
to very cumbersome expressions. Let us take advantage of that for
some widely used EMs (such as RDX and HMX) the thermal effect
of melting is several times higher than the sum of the effects due to
change in the structure and neglect the latter. In this case, similar to
the classicalapproach,*! one may determine the limit of combustion
stabilityat constantpressurein the dependenceon parametersk andr
(forthe derivationsee the Appendix). The stabilitylimitis a function
of the Q,,, A, and ¥,, parameters. Convenient definitions are

by, a7
k=(T, - Ty) 5T ; r=\37
o /1 0

Qlll = La 5\' = ‘ Eanl———
(T, — Ty) Aliq T, - T,

0.1+

06 1 1.4 18

Fig. 1 Combustion stability limit for different values of ¥, Om =0.3;
A =1) with curve A: r=[k(1 + Qm) — 12%/[k(1 + Q,,,) + 1] and curve ZN:
r=0(— 1%k +1).

02 e // Gm:()
7

01 // P e // /
e

- o S
7 / »'/ e
0} wTlo_T T
0.6 1 K 1.4 1.8

Fig. 2 Combustionstability limits for different values of Qm (Y, =0.7;
A=1).

Figure 1 shows the stabilitylimitat A =1 and Q,, = 0.3 for different
values of ¥,,. The stability domain is located above the solid line.
The calculated stability boundaries are between two limiting curves
A and ZN for all k values. When this resultis compared with that of
the classicalapproach?®! stating stabilitylimitatr = (k—1)?/(k+1),
it becomes obvious that melting decreases stability.

The result obtained for relatively small values of k£ and r is im-
portant. It shows the possibility of combustioninstability for melted
EM atk < 1. Note that accordingto Ref. 21 the combustion without
melting is unambiguously stable atk < 1.

Figure 2 shows the stability limit at A = 1 and ¢,, = 0.7 for
various values of Q,,. Itis seen that when Q,, increases, the stability
boundary shifts to the left of basic line (Q,, = 0), which means that
a domain of stable combustion becomes smaller in size.

A general character of the dependence of the stability limit posi-
tion on the Q,, and ¥,, parameters is shown in Fig. 3 in coordinates
k* and r, where k* = (T, — Ty + Q,,/¢)dbr, /3Ty =k(1+ Q,,).
With this coordinate transformation, all curves originate from the
point (1, 0). It is seen that the smaller the ¥,, value on the line ex-
amined, the larger the distance between the origin of coordinates
and branching from the basic line r = (k* — 1)2/(k* 4+ 1). The mag-
nitude of the curve r (k*) deviation from the basic line has a positive
dependenceon Q,,.

The observed behavior of the curves has a simple physical mean-
ing. Note that the temperature profile in the bulk of the condensed
phase displays a peculiarity due to the phase transition only at
the distance x,, from the burning surface. When 0 < x < x,,, the
Mikhelson profile is realized in the steady-state regime, which co-
incides with that for EM without phase transitions but with reduced
initial temperature 7, = T, — Q,,/c. It is_easy to calculate that

Xm [)‘-llq/(rb('hqphq)] En[(l + an)/(ﬂm + Qm)] Note also that the
harmonic thermal perturbations propagating with frequency w ~ f
in the bulk of EMs practically decay at a distance x,, ~ 1//f.
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Fig. 3 Combustion stability limits in modified coordinates with curve
Arr= & — D2E* +1).

Obviously, with x,, < x,, the model is insensitive to phase tran-
sitions. For EMs without phase transitions, the results of Ref. 21
hold. Therefore, with x, < x,, the stability limit coincides with
r = (k* — 1)2/(k* + 1). As the melting temperature decreases, the
thickness of the melted layer x,, increases. To preserve the equality
X, = Xy, thebranchingpointmust be shiftedalong the basic line to-
ward lower frequenciesthatis, far from the origin of the coordinates.

Considernow the case of fairly low perturbationfrequencieswhen
the characteristicdistance of thermal wave decay x, becomes larger
than the thickness of melted layer x,,. It means that perturbations
reach the surface of phase transition. According to the Le Chatelier
principle, this must strengthenthe decay of perturbationsmore when
the heat of the phase transition is larger. As a result, increase of Q,,
leadsto increaseof the stability domainat ¢},, = constin coordinates
randk* = k(14 Q,,). Thisresultreflects the dual nature of the effect
of melting heat on the combustion stability. At arbitrary melting
temperature, finite melting heat leads to the decrease of the stability
domain caused by the effective decrease of the initial temperature.
One may recognize this effectin Figs. 1 and 2 when analyzing the
position of the beginning (r =0) of curve A. At the same time,
with the given value of melting temperature, when the temperature
profile oscillationsreach the liquid-solid interface, the melting heat
acts as a damper and plays a positive role in increasing combustion
stability in the plane r—k* (see Fig. 3). However, this does not change
the overall conclusion about the total negative effect of melting
heat on combustion stability because of the predominant influence
of the first factor. Note that calculations at r — 0 (the region of
high frequencies, see Figs. 1-3) require special analysis to take into
account finite transition times in the gas phase and in the condensed
phase reaction zone 2

IV. Burning Rate Response to Variations in Pressure

It is important from a practical point of view to predict the EM
combustion behavior under pressure variations in order to estimate
the possible growth of acoustic oscillationsin the combustioncham-
ber. The burning rate responses have been calculated for reference
parameters selected according to published data®~® and with pro-
vision of coincidence with experimental data on RDX burning rate
over the pressure range 1-90 atm. The reference parameters are
listed in Table 1.

The calculatedresultsfor R, = (Ar,/r,)/(Ap/p) at 7T0-atm pres-
sure are presentedin Fig. 4. Itis seen that the magnitude of the maxi-
mum of the pressure-drivenburningrate response functiondecreases
with the increase of melting temperature and the correspondingde-
crease of the melted layer width. A qualitative explanation of such
behavior may be made as follows. According to the Le Chatelier
principle, a phase transition (melting) diminishes the amplitude of
oscillations of the thermal profile, but it works only at frequencies
not exceeding a certain limiting value. The lower the melting tem-
perature, the wider the melted layeris and the lower the limiting fre-
quencyis. The reason why the curve 1 in Fig. 4 has arelatively small
maximum is that the melted layer is very narrow at 7,, = 580 K.

Table1 Reference parameters for EM physicochemical properties

Parameter

Value

Thermal conductivity

Specific heat of condensed phase

Density of condensed phase

Latent heat of evaporation

Latent melting heat

Melting temperature

Boiling temperature at
atmospheric pressure

Initial temperature

Condensed phase Arrhenius
activation energy

Condensed phase reaction heat

Gas phase Arrhenius
activation energy

Gas phase reaction heat

Gas reaction order

Pre-exponential factor

Molecular mass of vapor

Mig = Asol = 0.00055 cal/(cm s K)
Csol = Ciiqg = 0.3 cal/g K

Psol = Pliq = 1.72 g/cm3

L =112cal/g

Qm = 38 (or 60) cal/g

T,n =480 (or 580) K

T, =613K

To = 300K
Ejiq = 47,100 cal/mol

Qliq = 613 cal/g
E; = 15,500 cal/mol and
E, = 50,000 cal/mol
Q1 =725 cal/gand Q = 235 cal/g
N1 = 1.6 and N2 =1.6
Ajiq = 10182 15,
Ag = 10192 g/(cm? s atm™1),
Agp = 10'%2 g/(cm? s atm™?)
M, =222 g/mol

Molecular mass of M, = 35 g/mol
decomposition products
Molecular mass of M3 = 30 g/mol
combustion products
28—
2a ///3_\\
] .’/
/

2.0

o 15 . \

54
w
=
S
)
=

f, kHz

Fig. 4 Response function R, vs frequency of pressure oscillations (p =
70 atm, Ap/p = 0.02) with 1: T, =580 K, Q,, = 38 cal/g; 2: T,, =480 K,
Om =38 cal/g; and 3: T, =480 K, O, = 60 cal/g.

Comparison of curves 2 and 3 (Fig. 4) indicates that increase
of melting heat leads to the loss of combustion stability, which is
in agreement with the results of analysis of intrinsic combustion
stability.

Analyzing Fig. 4 one may see that the behavior of burning rate
response function at high frequencies does not follow the classical
pattern with the diminishing response function magnitude to an in-
finitely small value. Instead, it is seen that at high frequencies the
responsefunctionreachesa finite magnitude. A similarresult was re-
ported earlierin Ref. 21 for the common case when one does not use
an assumptionof existenceof unambiguouscorrelationbetween sur-
face temperature and burning rate. A simple qualitative explanation
of the result discussed follows from the theory of heat propagation
that states that the amplitude of oscillations of surface temperature
diminishes to zero at high frequencies of oscillating heat feedback
to the solid. In the case when the relationship r, = r,(7;) holds,
this leads to diminishing amplitude of oscillations of the burning
rate. However, in the common case when such correlation does not
exist, the finite amplitude oscillations of r, at high frequencies are
possible.

V. Summary and Conclusions

The results of this study show that the effect of melting on the
combustion behavior of EM can be qualitatively explained from the
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pointof view of classicthermal theory of combustion.If one assumes
that the increase in absolute value of the melting heat is equivalent
to the decrease of initial temperature of EMs, the observed decrease
of intrinsic combustion stability in response to small or finite pulse
perturbationsof heat flux is the result of lowering the effectiveinitial
temperature. The influence of initial temperature on the combustion
stability limit is determined by the closeness of calculated value
of parameter k = (T, — 1) (8 bnr,, /9Tp),, to its critical value, corre-
sponding to the boundary of stable combustionregimes. In the case
of gas phase reactions controlling the propellant burning rate, the
coefficient 8 bar, /3Ty ~ Eg/Rng has a weak dependence on 7j and
parameter k increases when initial temperature 7, decreases. Thus,
with T, decreasing, the combustion stability becomes lower due to
the increase of parameter k. This statement works in the case of
small perturbations and may work in the case of finite amplitude
perturbations.

The effect of the magnitude of the melting temperature can be
qualitatively treated through the analysis of the interaction of ther-
mal disturbanceswith melting surface. When the thermal wave pen-
etrates deep into the bulk of EMs and reaches the melting surface,
the interaction with the heat sink caused by the EM melting leads
to the weakening (dissipation)of the thermal disturbanceas follows
from the Le Chatelier principle. Therefore, the higher the melting
temperature (closer to the burning surface temperature), the higher
is the stability of transient combustion.

Calculations within the framework of the proposed mathematical
model for combustion of melted and evaporated EMs showed that
variations of the surface temperature are effectively reduced by sur-
faceheat sink created by EM evaporation. This leads to the relatively
small magnitude of parameterr = (37,/97;), and to the relatively
weak frequency dependence of burning rate response to pressure
oscillations. It should be noted that such theoretical predictionsstill
have no actual confirmation in experiments.

To conclude, in the present work the influence of the melting heat
and the melting temperature on the combustion behavior of EMs on
self-sustaining combustion and under harmonic pressure variations
has been studied. It is shown that increase of heat loss on melting
decreases the intrinsic stability of self-sustaining combustion and
dynamic combustion under harmonic pressure variations. The in-
crease of melting temperature increases stability of self-sustaining
combustion.

In the future research, it would be useful to study the combustion
behavior of EMs with pressure drop. Preliminary calculations with
different depressurization times showed that the boundary of sta-
ble transition to the lower pressure combustion regime has a more
complicated character, as was expected. Itis also of interestto study
the peculiarities of radiation-driven transient combustion of melted
and evaporated EMs. In addition, the possible effects of thermally
induced mechanical deformations on the combustion behavior of
crystalline melted EMs have to be estimated.

Appendix: Equation for the Combustion
Stability Boundary

Similar to Ref. 21, the problem is reduced to the analysis of
the solution of the thermal conductivity equation in the system of
coordinatesattached to the surface. That at temperature 7 = T,, the
melting is followed by both the thermal effect —Q,, and the change
in the coefficient of thermal conductivity (with T < T,,, A = A, and
with T > T,,, A = Ajq) is taken into account.

Introducing the dimensionless parameters

the problem takes the form

o _ d9v 1 9%%

— —y— = =—, 0 H
ar "o 3 082 <&<
- - 0
(0, 7) = ¥, (p), ry =T1(9), Y= 5(0, 7)
00 _ 500 _ 90 (00, 7) =0 V(H(r), 1) =79
— Iy = ,T) =0V, T),T)=Up
at  TaE g2
H(t) <& <o
199 0 Q 7 7 dH 47
s = —YmVm, m = r
ROE L,y 0|, o

Here the variability of Cp is neglected; the superscript 0 and
subscripts 0, s, and m refer to the steady-state regime, the initial
state, the surface, and the melting point. The functions ¥;(¢) and
rp(¢) are assumed to be known from either experiment or steady-
state regime calculations. The stationary solution to the system has
the form

1 — exp(—A
90 =1 — (1 — p,)L—PEAE) 0O<&<H
1 —exp(—AH)
00 = ﬂme—(f—H)’ H < g < 00
1 _lll
H==lnA, _ ot
)\' Qlll +’l}lll

Let us linearize the problem in the vicinity of the steady-state
regime assuming that

19=190+619($)€ma fb=1+8fb€wf
2
w = 2ﬂf()\/cp)sol/(rl(zj)

After linearization we get the system of equations

H=H"+8He",

- 1=-9, _ dév 1 d?5v
w8 + Srpp———— ™ — — = = — 0<&<H
1 — e H dg¢ ) dg?
(AD)
dso  d20

W8 + 87,0, e E T — — =

dg d_gz’ H<§<OO (A2)

When solving the system, we do not use boundary conditions
in the Eq. (A1) case that leads to the appearance of undetermined
constants D; and D,. Solution of Eq. (A2) is found using conditions
89 (c0) =0and —9,,6H +§0(H) =0,

89 = (Qu + 0) [ =87 (/w)e €7 4 Do H + Dyen ]
0<&<H
89 = — (0 /w)8Fpe” C T 1 9,e™C DS H + (1/w)b7,]

H<§&<o00

ki =0.5(1++1+4w/2), ky=1—k

ky = 0.5(1+ V1 +4w
The preceding solutions provide useful relationships,

800 = (O + 9,)[—8F,(A/@)A + D, + Dy]  (A3)

dév ~ - A
= (Qm + ﬂnz))‘-[afb_A - kl Dl - k2D2i| (A4)
0

g

w

8915 —0=(Qu + 9)[-07(A/w) + DIA™" + D,A7] (AS)
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déd - - A
= (Qm + ﬂnz))\'(afb_ - kl DIA_kl - k2D2A_k2) (A6)
w

dg

H-0

dsv 1 _ 1 __
S8 | =67, — ks sH + =57, (A7)
4 140 @ @
490 o
d¢ 0
ds?° - =
e = _)‘-(Qm + ﬂnz) (A9)
dg H-0
d?y?° - =
) =12(Qu + V) (A10)
dé= |,
d?y?°
= (A1D)
dgz H+0

Let us take into account four linearized boundary conditions that
were not yet used,

0l (SHdﬂU
H-—0 = —oll———
dg H-0
1 290 dév d2p° dsv
=1 ) ) —_ =6H P —_
A dg H-0 d§ H-0 d§ H+0 dg H+0

- Ql:z(afb + CU(SH)

Ly A
T e r—1 de dE

59(0) = =67, (1 + O)

The equation of stationary thermal balance, Ayd7/dx =
(CP)sors (Ty — Ty + 0.,/ Csa), differentiated with respect to param-
eter Ty was used on linearization. Substituting expressions (A3—
Al1) for the values included into the four boundary conditions, we
get four linear equations for § H, ér,, D, and D, with the right-
hand sides equal to zero. Thus, a corresponding determinant must
be equal to zero. It depends on the parameters w, r, k*, ¥, O,
and A. Assuming that o =iXs and i =./—1, we obtain a complex
determinant. By equating it to zero for the fixed ©,,, Q,,, and X, a
parametric (with parameter s) dependence r (k*) at the boundary of
the oscillatinginstability of the initial problem solution to the action
of small perturbations is derived. Simplifying the determinant, we
get the representation of the boundary in the form

B=1b,;|=0, b, =0, by, =k* +isr, b ;=1
biy=1, b, =0, byy =k +is(r+k*—1)
by =k, by 4 = ks, by =1, b3, =0
by, =AM, by, = AR
boy =14 is 4 — O 4s2),

O+ (14 /1 + 4isi)’

by =0, byy =k AT, byy =k, A"

Solution to the Re(B) =0, Im(B) =0 system using the Mathcad
3 computer code is given in Figs. 1-3.
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