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Abstract

There is a renewed interest in using combustion for medium viscosity oil recovery. In-situ
combustion involves the injection of air, pure oxygen or air enriched with oxygen or nitrogen
to enable the combustion of o0il and other consecutive reactions within the reservoir formation
leading to the release of heat. Heat is conducted ahead of the combustion front, reduces
the oil viscosity and leads to in situ distillation (upgrading). Carbon dioxide created during
combustion can also assist the recovery by increasing pressure and by mixing with the oil, thus
reducing its viscosity and enhancing flow.

To perform computations with the model we need data on the combustion process, which
is described in terms of chemical and transport aspects. Data on the combustion process must
be converted to a form that can be used in the modeling. We describe in detail how this can
be done.

In this work one dimensional gas-solid combustion is studied with the combustion rate
described by the first order mass action law combined with the Arrhenius’ law. We consider
a thermally insulated cylindrical porous rock containing solid fuel. Standard simplifications
are made in order to formulate the physical model, for example, the gas thermal capacity is
considered small.

The reactive flow of air in porous rock containing solid fuel is governed by a system of
balance laws for gas mass, oxygen mass and enthalpy. We are interested in examining the
Riemann solutions for the parabolic partial differential equations governing the system, which
support a combustion traveling wave. The Riemann problem for adiabatic forward combustion
between gas and solid fuel is solved and the combustion wave profile is obtained.

In order to solve the Riemann problem we use an asymptotic expansion to construct a
first order approximation of the traveling wave for a given combustion wave speed. Thus we
obtain the internal structure of the combustion traveling wave. The results are validated with

numerical simulations using a time-step adaptive, hybrid finite difference scheme.

Key words: porous media, combustion wave, traveling wave, singular perturbation, finite dif-

ference scheme.



Resumo

H&4 um renovado interesse na utilizacao da técnica de combustao para recuperacao de odleo
de viscosidade média. A combustao in-situ consiste na injecao de ar, oxigénio puro, ou ar
enriquecido com oxigénio ou nitrogénio no reservatério. Assim, gera-se combustao e outras
reagoes quimicas, além da libertacao de calor. O calor é transportado para a frente da zona
de combustao, reduzindo a viscosidade do éleo, produzindo destilacao de componentes leves
do dleo. O diéxido de carbono criado durante a combustao ajuda na recuperacgao através do
aumento da pressao no reservatorio e, ao dissolver-se no 6leo, reduzindo sua viscosidade.

Para trabalhar com o modelo precisamos de dados sobre o processo de combustao descrito
em termos quimicos. E necessdrio converter estes dados para uma forma que permita seu uso
na modelagem do processo. Neste texto descrevemos detalhadamente como isso é feito.

Estudamos um modelo de combustao gas-sélido sob escoamento unidimensional, com a
taxa de reacao descrita pela lei da acao das massas de primeira ordem, combinada com a
lei de Arrhenius. Consideramos um cilindro longo de rocha porosa contendo o combustivel
solido; o cilindro é isolado termicamente pelos lados. Para formular o modelo fisico, outras
simplificagoes comuns sao feitas, por exemplo a capacidade térmica do gés é desconsiderada
frente a capacidade térmica da rocha porosa.

O fluxo no meio poroso é governado por um sistema de leis de balanco relativas a massa de
combustivel, massa de géas, massa de oxigénio e entalpia. Queremos estudar solucoes de Rie-
mann para as equagoes diferenciais parciais que governam o sistema. O problema de Riemann
para o problema de combustao gas-solido foi resolvido neste trabalho e o perfil da onda viajante
de combustao foi obtido.

Para resolver o problema Riemann, usamos uma expansao assintotica até a primeira ordem
para obter uma aproximagao da onda viajante. Assim, obtivemos a estrutura interna da onda de
combustao. Os resultados foram validados através da simulagao numérica, usando um método
de diferencas finitas hibrido adequado as peculiaridades do sistema de equagoes diferencias

parciais.

Palavras chave: Meios porosos, ondas de combustao, ondas viajantes, perturbacao singular,

esquemas de diferencas finitas
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Chapter 1
Introduction

Frequent high oil prices have renewed interest in heavy oil recovery techniques such as in situ
combustion (ISC). This technique involves the injection of pure oxygen or air, or air enriched
with oxygen or nitrogen to enable combustion of oil and other consecutive reactions within the
reservoir formation leading to the release of heat. Heat is conducted ahead of the combustion
front, reduces the oil viscosity and leads to in situ distillation (upgrading). Carbon dioxide
created during combustion can also assist the recovery by increasing pressure and by mixing
with the oil reducing its viscosity and enhancing flow, see [9, 37].

Another thermal recovery technique is steam injection. It is of interest to compare the
advantages and disadvantages of these two thermal recovery techniques. Steam is formed by
passing treated water through a boiler system which comprises a considerable energy cost.
ISC avoids these heat-related costs, but requires compressors for the injected air. ISC has
other benefits relative to steam injection. For example, steam generation produces C'O; at the
surface, representing a significant environmental impact, and heat is lost during its transport
to the formation. ISC produces C'O, downhole, which will be partially sequestered in the
formation, see [37].

The primary limitation of ISC is that the combustion front is hard to control. This difficulty
supports the research interest in this subject in different areas such as Engineering, Physics,
Computer Science and Mathematics.

We summarize the literature on chemical processes occurring during ISC. We use the
schematic division of the ISC processes shown in Figure 1.1, see [24]. Following upstream
the flow (right to left or from the production to the injection well) we can separate the light

hydrocarbons (HC) zone, the steam zone, the cracking zone, the coke formation zone and the



coke combustion zone.

[injection well | surrounding |[ production well |

rock M

light HC native
reservoir

Figure 1.1: Schematic representation of ISC process.

According to [1] there are three overlapping processes caused by temperature elevation due
to heat transfer downstream the reaction zone. The first process is distillation (evaporation) of
light oil components, which occurs at lower temperatures. Next, we separate the “visbreaking”
stage that occurs at mild temperatures and breaks the initial oil into low volatile components

4

and a “visbroken” oil (with smaller viscosity and specific gravity). Finally, the severe cracking
(coking) reaction transforms the visbroken oil into coke and some lighter components.

Condensation of all light oil that has been produced elsewhere occurs inside the light hydro-
carbon zone. In some cases, oxygen can break through the coke zone and come into contact with
the light hydrocarbons where the reaction is described by the “Low Temperature Oxidation”
(LTO) mechanism, see [27].

In addition to initial water in the reservoir, which evaporates due to high temperature,
steam is formed from the combustion products. This water condenses inside the steam zone
downstream of the combustion process. Heat released during condensation elevates the reservoir
temperature and increases the evaporation of light oil components.

Continuing upstream we find the cracking zone, where visbreaking and coking stages [1]
occur and the coke zone that has only formation of coke, which is consumed during the com-
bustion reaction. The processes occurring inside the cracking zone influence the distribution of
coke inside the reservoir. This distribution is related to surface tensions between rock, viscous
oil and gas coexisting before the combustion. Because of the high temperature, inside the coke

and cracking zones there is no significant quantity of water and light components of oil.



Inside the combustion zone the residual coke reacts with the injected oxygen. The micro-
porous structure of coke and related parameters, such as reactive area of coke particles and
transport of oxygen into the pores, are important to describe this process, see [8] and [35].
There is abundant literature, for example [22, 44], focusing on the reaction kinematics for
general materials containing carbon. However, the reaction rates for general carbon containing
materials can vary by up to some orders of magnitude. The situation for petroleum coke is
more clear. We explain in detail the reaction happening inside this zone in Chapter 8. The
combustion zone is typically tens of feet wide and the temperature of the combustion front is
usually around 430-540°C'.

In this work, we model ISC in a 1D configuration. There are reasons to do so, besides
simplicity. One of them is that due to gravitation the oxygen tends to occupy the top part of
the reservoir, thus we can consider a thin layer containing most of the oxygen. To complete the
model we can take into account heat losses to other layers of the porous media. These losses
have no significant effect on the combustion zone because it is thin and the reaction is fast, but
they will influence the thermal wave that trails the combustion wave.

In this text we study only the processes happening inside the combustion zone. We assume
that the porous medium is filled with petroleum coke and the only chemical reaction occurring
is the coke oxidation (combustion).

The combustion wave at the reservoir side can be controlled by the lack of oxygen or by low
temperature. Most of the literature studies the phenomenon controlled by low temperature,
which is more common in practice. This case is not so amenable to analysis as oxygen controlled
case. The techniques used to study the combustion wave controlled by low temperature are
very different from presented here. For example, in [11] an approximate solution was obtained,
it is a slowly varying transient wave. In this text we address the fuel and oxygen controlled
case.

For the model described in Chapter 2 there are two possible types of motion for the com-
bustion wave. In co-flow combustion the ignition takes place at the injection end of the cylinder
and propagates in the same direction as the injected gas. The analysis of this situation is made
in Chapter 4. From the Engineering point of view this method is more practical, see Figure 1.1.

The second possibility is counter-flow combustion, for which the ignition occurs on the
production end of the cylinder and the combustion wave moves in the opposite direction to the
injected gas. The advantage of this technique is temperature increase near the production well,

where it can increase the recovery. We do not study this technique here, however one can find



details in [21, 40].

This work is organized as follows. In Chapter 2 we introduce two physical models describing
the ISC process. First we present the physical model in terms of mass balances [2] and explain
its limitations. Next, we formalize a model in terms of molar balance, which is better in many
respects. The equations for both models have the same dimensionless form.

In Chapter 3 we apply the geometrical singular perturbation method developed in [31] in
order to obtain an approximation of the heteroclinic orbit joining two equilibria of certain
ordinary differential equations that describe the profile of the combustion wave. The case of
our interest corresponds to a system of ODEs where one of the flux functions is much smaller
than the remaining ones.

In Chapter 4 we review briefly the literature on combustion waves in porous media. The
Riemann problem for the system describing the physical model with reaction rate given by
the Arrhenius’ law is formulated. Next, we use the singular perturbation method developed in
Chapter 3 in order to obtain the combustion wave profile in the form of an asymptotic series
expansion. We obtain the zero-order approximation and validate it by analyzing the first order
correction. In this chapter we present strong evidence of the existence of such traveling wave
solution.

In Chapter 5 we give a physical interpretation to the zero-order approximation obtained
in Chapter 4. We present a simplification of the physical model [2]. In this simplification, all
diffusive and conductive terms are neglected. We obtain the exact traveling wave solution for
the combustion wave of this non-diffusive system. It turns out that the combustion wave profile
of such system coincides with the zero-order approximation of the diffusive model obtained in
Chapter 4.

In Chapter 6 we show that the the classical Crank-Nicolson scheme is not indicated to
simulate the physical model [2]. We develop a hybrid finite difference scheme to circumvent this
difficulty and simulate this system numerically. The numerical results confirm the combustion
wave profile obtained in Chapter 4 by means of the singular perturbation technique.

In Chapter 7 we introduce a simpler model for the ISC process. This model possesses some
properties of the physical model [2]. For example, the wave sequence in the Riemann solution
possesses three contact waves for both models. However, it is more amenable to analysis and
it can be simulated using the classical Crank-Nicolson finite difference scheme. We obtain
the combustion traveling wave profile for this simpler model using the singular perturbation

technique and validate it by numerical simulations. Next we present some heuristic calculations



for this simpler model and discuss the stability of the combustion wave obtained using the
singular perturbation method.
Finally, in Chapter 8 one can find an introduction to chemistry of coke combustion with a

brief literature review and a description of the reaction kinetics.



Chapter 2
Physical formulation

In this chapter we formulate physical models used to study combustion fronts in in-situ com-
bustion and compare them to models in the literature. First of all we restrict our efforts to one
dimensional models. Some works formulate mathematical theory on the interaction between
the combustion zone and other zones as represented in Figure 1.1. For example, in [11] the
interaction of combustion and steam zone is discussed. However this work ignores the existence
of the cracking zone and the chemical processes that occur. In [12] the interaction of combus-
tion and cracking zones is considered. Here we will discuss only the behavior of the combustion
zone.

Let us introduce certain physical hypotheses common to all models discussed in this text.
We consider a thin cylindrical tube filled with porous medium containing coke, schematically
represented on Figure 2.1. As we are interested in the combustion zone, it is assumed that there
is no liquid phase in the porous medium and that the only chemical reaction is the oxidation
of coke.

In formulating the conservation equations we make the following assumptions: the pore
space and the solid matrix are in thermal equilibrium so that a one-temperature model is used
for the energy balance; heat transfer by radiation, energy source terms due to pressure increase,
and work from surface and body forces are all negligible; the ideal gas law is the equation of state
for the gas phase; thermodynamic and transport properties, such as conductivity, diffusivity,
heat capacity of the solid, heat of reaction, etc., all remain constant. We also neglect heat
loss to the surrounding rock formation. We assume that gas heat capacity is negligible with
respect to the rock heat capacity. The heat loss will be taken to be zero as we study only the

adiabatic case. We assume that pressure changes within any wave are negligible compared to
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Figure 2.1: Schematic representation of the one-dimensional model for ISC.

the pressure drop across the system, so that in the ideal gas law and in other physical properties
the pressure can be approximated by a constant. Next we introduce and discuss some models

used in this work.

2.1 Mathematical model

The original model, which is formulated in terms of mass conservation, can be found in [2].
Here we present the simplified version of this model used in [46]. We assume that air is injected
at the leftmost part of a porous rock cylinder containing solid fuel, so that all wave propagation
is one dimensional. Balance equations are written for the total energy, the total gas mass, the
oxygen mass and the fuel mass. For the latter, we define the fuel density per total volume
ps and introduce the extent of conversion depth, (i, 1) = 1 — ps(Z,t)/p (p§ is the initial
fuel concentration), such that n = 0 corresponds to complete availability of fuel (denoted by
superscript 0) and 77 = 1 to the complete lack of fuel (the latter may occur because the fuel was
never present or because it was completely consumed). The primary dependent variables are
the temperature, T'(#,1 ), the oxygen concentration in terms of mass fraction, Y (#,7) and the
fuel conversion depth 7(#,). The gas density p,(T, ) is expressed by the ideal gas equation

of state in terms of temperature, gas composition and total gas pressure p(Z,1 ).



The dimensional form (indicated by the superscript tilde) of the energy balance, the oxygen

mass balance, the gaseous phase mass balance and the combustion kinetics equations are:

(cspsT) N O(cgp0T) < OPT

(1 - ¢) ai" 8.% = )\a'%Q + Qp?W7 (21)
0(pg}~/) 8(096}7) _ 0 oY _ ~ 0
¢ o7 T ap = Dy | Pegg | — ROV, (2.2)
9, d(p0) .
¢ gp;) + (gg ) = figpW, (2.3)
on

where W is the reaction rate. The four equations (2.1)-(2.4) correspond to the three primary
unknowns 7', Y, n and the secondary unknown @, which is the volumetric flow rate of the
gas phase. In the above, ¢4, c¢; denote the average specific heat capacity of gas or solid at
constant pressure, pg, ps are the volumetric densities of gas or solid, ) is the effective thermal
conductivity, @ is the heat released due to reaction (per unit mass of solid). Other constants
are explained in Table 2.1. Changes in the porosity ¢ are considered to be negligible so that ¢
is constant. D, is an effective diffusion coefficient in the gas phase (D), = ¢ D, where D is the
molecular diffusion coefficient), while g = YM,/M; and fi,, = ,,M,p/M; are mass-weighted
stoichiometric coefficients for oxygen and for combustion gaseous products, respectively. M,,
My and Mg, are the molecular weight of oxygen, fuel and gaseous products, respectively. The
net gas mass production is determined from fi, = fig, — fi, so that positive or negative sign
for f1, correspond to net gaseous phase mass production or consumption, respectively. We will
assume i, > 0. For the rate of reaction, we use the first order law of mass action and Arrhenius’
Law:

W = ke B/RTY (1 — ), (2.5)

with activation energy E and pre-exponential factor k. given by:

AsPo

ky = kg0 2.6
RT, (26)

where a; is the specific surface area of the coke particles (see Table 2.1 for the typical values of
ko, as, po, R and TO), more details on the Chemistry of coke combustion are found in Chapter 8.

We use the ideal gas equation of state in terms of density:
pM, = p,RT, (2.7)
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Table 2.1: Typical values of dimensional parameters. Source: [2].

Physical quantity Symbol Value Unit
heat release due to reaction Q 39542 kJ/kg
activation energy E 7.35 - 104 kJ /kmole
universal gas constant R 8.314 kJ /kmole-K
pre-exponential factor? ko 0.00224 kW-m/Pa-kmole
initial reservoir temperature [, 373.15 K
initial total gas pressure? (1 atm) Do 101325 Pa
inlet oxygen mass concentration Y 1.0 (kg/kg)
effective molecular diffusion coefficient Dy 2.014 - 106 m? /s
effective thermal conductivity A 8.654 - 1074 kW /m-K
volumetric heat capacity of the gas cgpg 1.2339 kJ/m3-K
initial fuel concentration I 19.2182 kg/m?
volumetric heat capacity of the matrix (1— ¢)esps | 2.012 - 103 kJ/m3-K
mass of oxygen/unit mass of fuel il 3.018 (kg/kg)
net mass production of gas/unit mass of fuel | fi4 1.000 (kg/kg)
molecular weight of gaseous products’ M, 0.044 kg/mole
molecular weight of coke My 0.235 kg/mole
gaseous products density! pg 1.98 kg/m?
coke particles specific surface area as 1.41-10° m?/m?
porosity of the medium 10) 0.3 m?/m?3

where R is the universal gas constant, while M, is the effective molecular weight of the gas
phase. Notice that M, and p, depend on the molecular weight of the gas, i.e. M, = M, (Y") and
pg = pg(Y') as the only reaction occurring is the oxidation of coke. In the models analyzed in
Chapters 4, 5 and 7 we neglect the effect of changes in these variables resulting from composition
changes due to the reaction, and we approximate M, by constant so that p, does not depend
on Y. Notice that if we replace the system (2.1)-(2.4) in terms of molar densities instead of
mass densities the equation (2.7) becomes exact. We discuss it in detail in Section 2.3. All the
dimensional constants used in this section are given in Table 2.1. In [2] the injected gas was

pure oxygen Yi = 1.

!These values where taken for CO, gas at 1 atm pressure.
2In [2] the pressure was given in [atm], the value of ko was 227 [kW - m/atm - kmole].



2.2 The nondimensionalization

The nondimensionalization of the problem is performed as follows. One introduces characteristic
value for the speed v*, from which we define the reference length! I* = a,,/v* and time t* = [* /v*.
Following [2], we define scaled effective thermal diffusivity a, = A/((1 — ¢)cops) [m?/s]. These
quantities are defined in such way that the coefficient of the diffusion term in the energy

conservation equation is one. In short, the nondimensional variables are:

T i v P Y
== C=T a=r =" Y=o =120 p=1 (2
Ty t* Qs l* Qg Yi P} I

0]
v=—; 0
U*

where Ty is the prevailing reservoir temperature, Y is the injected oxygen fraction in the total
gas mass, p(} is the initial fuel concentration and pé is the produced gas concentration. The
variables with tilde are physical: T is temperature in [K], Y is oxygen fraction in the total gas
and 9, t, T are the gas speed [m/s], time [s] and length [m]. Substituting (2.8) into (2.1)-(2.4)
with some simple manipulations we obtain:

09 CoPy  O(pvb) _ %0 Qi .

— = — "W, 2.9
o A= Peps 0o 0 (1= ey 29
oYp) O(pvY) Dyt* 0 [ Y Apg
= —(p=— ) ——=t'W, 2.10
o T Tor ~rac\Par) pvt (2.10)
g

dp | O(pv) _ Higp}
— + —=—t"W, 2.11
95+ o p : (2.11)

on
— =t"W, 2.12
at Y ( )
Using (2.8) with (2.5) we obtain the nondimensional reaction rate ®:

='W = kYit* Y (1 —n)e /R0, (2.13)

Finally, applying (2.8) for T" and p, in (2.7), where we approximate the pressure by a constant

(po = 1[atm]), we obtain the dimensionless ideal gas equation:

M
po = L% (2.14)
RpTo
We collect all the nondimensional constants of (2.9)-(2.14), obtaining:
L CaPl .- Qpf ) e . [ T
I=d)esps” * (L—)espsTo” ~ Dut™ Du’ " piYy ™0 ph T (2.15)

b= pOMg/(Rp;TO), v = E/RTO, a = kt*Y,.

I'Notice that the name characteristic length will be used later to denote the length of the combustion wave.
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Table 2.2: Values of dimensionless parameters given in (2.15) corresponding to Table 2.1.

Physical quantity Symbol | Value
Volumetric heat capacity ratio of the filtrating gas a 6.13 - 1074
Heat transfered to porous medium due to the reaction q 1.012
Lewis number (ratio of thermal and molecular diffusion) | L. 0.21
Stoichiometric coefficient for oxygen 1 29.29

Net stoichiometric coefficient for gas production fg 9.71
Scaled ideal gas constant b 0.73
Arrhenius number (dimensionless activation energy) y 23.69
Reaction coefficient® o 828.15

The values of these quantities are shown in Table 2.2; they are calculated using Table 2.1.

Using (2.15) we rewrite (2.1)-(2.4) and (2.7)

in nondimensional form:

AR = (o5 e
pd = b,

The equations (2.16)-(2.18) were obtained in

(2.16)

(2.17)

[2] exactly in this form. Equation (2.19) was

written in [2] in a similar form but equation (2.20) was written in [46] with b replaced incorrectly

by 1. The nondimensional reaction rate (6,

Y,n) is:

d=aY(l—n)e 7.

(2.21)

The nomenclature and typical values of the nondimensional parameters given in (2.15) are

found in Table 2.2.

The basic dependent variables are the temperature, 6(z,t), the oxygen mass concentration

Y (x,t) and the fuel conversion depth 7(z,t) (recall that n = 0 corresponds to complete avail-

!This reaction coefficient corresponds to injection gas speed v = 200 m/day. In [2] injection speeds in the

range 0 < v* < 500 m/day are considered.
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ability of fuel and n = 1 to the complete lack of fuel). Eq. (2.20) allows expressing the gas
density p in terms of temperature. The Darcy velocity v is the volumetric flow of gas per unit

area. The physical domain of the variables (0,Y,n,v) is given by:
>0, 0<Y <1 0<n<l, v>0. (2.22)

In order to find the time evolution of the system (2.16)-(2.21) we extract p from (2.20) and
substitute it into (2.16)-(2.19), obtaining:

00 ov 0%

% + ab% = 32 + q@, (2.23)

¢b@<§t/9) . ba@ai/e) _ Li a% (% c‘;_i; ) o, (2.24)
¢b%% N b@(gf) s (2.25)

% - (2.26)

Remark 2.1 (Extra difficulty) One notices that the system (2.23)-(2.26) presents an extra
peculiarity. The variable v does not appear inside any derivative in time. It follows that when
we are solving a Cauchy problem for this system, we cannot define the value for the variable v

except at a single point for t = 0.

2.3 Improving the model

As we explained before, the equation (2.20) (as it is obtained from (2.7)) is only approximately
valid because during the chemical reaction the molar densities of different gas components vary.
When the reaction can be regarded as being C'+ Oy — CO,, the total number of moles in the
gas does not change during the reaction. Thus the ideal gas equation of state for the mixture

in terms of gas molar density pJ' now is exact:
p=pyRT. (2.27)

Notice that stoichiometric coefficients corresponding to moles of generated gas and to moles

of consumed oxygen are equal to one, thus there is no net molar generation of gas during the

reaction. We rewrite the system (2.1)-(2.4) in terms of molar densities of gas p* = p,M; " and
of fuel pf" = p?]\/[flz
OcspsT)  O(EgpriT) - 0T J
— = = A MW, — 2.28
(1-9) ot - oz 0?2 - QpF MW, m3s |’ (228)
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a(pm?) a(pmﬂ}) 0 m@ff o mole
gt t —5—— =D Py gz | — oF W {m—} (2.29)

ot 0% Moz 3s
Opy O(py My) B mole
¢ ot i o0z =0, lm?’s } (2:30)
an 1
— =W, - 2.31
a-w |5 231

where we have introduced the stoichiometric coefficient i = iM /M, and specific heat capacity
of gas ¢, = ¢,M, in terms of moles. The reaction rate is governed by the Arrhenius’ law (2.5).
One has to notice that when we used the equation (2.20) to eliminate the variable p from
the system (2.16)-(2.19) to obtain system (2.23)-(2.26) we introduced an error due to the fact
that the equation (2.7) in terms of mass is only an approximation of the equation of state for
mixtures of ideal gases. This error is avoided by using the exact ideal gas law in terms of molar
density (2.27).

The term ¢ypy" in (2.28) is the average heat capacity of the gases in the mixture at constant
pressure. As Oy and C'O are linear molecules they have the same number of degrees of freedom
and their molar heat capacity (at constant pressure) is practically the same. Therefore, as Oy
reacts and is replaced by the same number of moles of C'O,, the average molar heat capacity
of the mixture stays (practically) constant. That was not the case in (2.1) where the specific
heat of the mixture was written in terms of mass rather than in terms of moles.

As for the physical mass conservation model (2.1)-(2.5) we nondimensionalize (2.27)-(2.31)
using (2.8), obtaining the system in dimensionless form (2.16)-(2.20) with dimensionless con-
stants given by (2.15) except that p, = 0.

There is no formal differences between the approximate physical model written in terms of

mass densities or the exact model written in terms of molar densities.

2.4 Other values of dimensionless parameters

In [46] the values for dimensionless constants used were different, see Table 2.3. These values
can be obtained from the data presented in Table 2.4 instead of Table 2.1.
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Table 2.3: Values of dimensionless parameters (2.15) used in [46].

Physical quantity Symbol | Value
Volumetric heat capacity ratio of the filtrating gas a 6.13 - 1074
Heat transfered to porous medium due to the reaction q 1.0121
Lewis number (ratio of thermal and molecular diffusion) | L. 0.214
Stoichiometric coefficient for oxygen 1 205.8

Net stoichiometric coefficient for gas production Iig 68.19
Scaled ideal gas constant b 1.0
Arrhenius number (dimensionless activation energy) ¥ 23.69
Reaction coefficient a 0.027

Table 2.4: Values of dimensional parameters compatible with the values of dimensionless pa-

rameters used in [46] and given in Table 2.3.

Physical quantity Symbol | Value Unait
inlet oxygen mass concentration yi 1.0 (kg/kg)
molecular weight of gaseous products | M, 0.0086 | kg/mole
gaseous products density o 0.2818 | kg/m?
coke particles specific surface area s 1000 m?/m?
gas injection speed vt 2950 [m/day]

14



Chapter 3

Geometrical singular perturbation

3.1 Introduction

Many different works describe and use singular perturbation methods in order to study multiple
scale and stiff problems [23, 30, 31, 50]. In this chapter we follow the singular perturbation
theory presented in [31]. However, here we will apply this theory in order to obtain stable
heteroclinic orbits of the dynamical system given by the system of ODEs, which were not
studied in [31]. This chapter use slightly different notation as we describe later. Consider an

autonomous system of ODEs for x € R" and y € R:
dx

dt (3.1)
Y~ ylxy)
dt €g\xX,Y),

where f = (f1,..., f)T and g are smooth (C') functions of x and y, and ¢ is a small positive

parameter (bold indicates vectors). The parameter € implies that the change of y is small when
compared to the change of x. Let us assume that (3.1) has two isolated equilibria named (—)
and (4):

f(x7y7) =f(x",y7) =0 and g(x7,y7) = g(x",y") = 0. (3.2)
Let us assume the existence of an heteroclinic orbit x(t), y(¢) of system (3.1), which connects
(x~,y ) at t = —oo to (xT,y") at t = +00. We are interested in finding tjhis orbit. We

consider the case y~ # y* when the slow component y(¢) undergoes a finite change. It is

convenient to introduce the slow time # = et and using the notation X = dx/df, one rewrites
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the system (3.1) as

{ ex = f(x,y) (3.3)

J=g9(x,y)
Geometric aspects of such singularly perturbed equation were studied in [23, 31]. Quantitative

study in the case of three equations was done in [18, 19].

3.2 Quasi-stationary limit

Let us denote by (x°(%),y°(#)) the quasi-stationary limit ¢ — 0 of the heteroclinic solution
(x(),y(t)). By taking e = 0 in system (3.3), we obtain

£(x%,4°) =0, (3.4)
7’ =g(x°y°). (3.5)

Notice that (3.4) is a system of n scalar algebraic equations with n + 1 unknowns. We
assume that this system defines a curve T'y in the space (x,y), which connects the equilibria

(—) and (+), see Fig. 3.1a. We also assume that
detfx #0 on Iy, (3.6)

where fy = [0f/0x] is the Jacobian matrix of the function f(x,y) for fixed y. By the im-

0

plicit function theorem, equation (3.4) has a solution x° = ¢(y") such that the curve Ty is

parametrized as (¢(y°), y°) for y° between y~ and y*. Of course, p(y*) = x*.

Figure 3.1: Heteroclinic orbit in quasi-stationary approximation: a) dependence of x° on 3°,

b) dependence of y° on .
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By substituting ¢(y°) into Eq. (3.5), we obtain a scalar ODE for y:

7" =g(x"(°), ") (3.7)

According to (3.2), g(e(y%),74°) = 0 at y° = y*. Hence, there exists a solution y°(#) such that
y° — y* as t — 4oo if and only if

(y*t — y‘)g(xo,yo) >0 along T'g, except at (x, y)i, (3.8)

of course g(x,y)* = 0. This solution is a monotone function of ¢, see Fig. 3.1b. The function
y°(t) is a heteroclinic orbit of scalar ODE (3.7). Since the heteroclinic orbit of an autonomous
system is invariant under translations in time, equation (3.7) can be solved with the initial

condition

y°(0) = ¢, (3.9)
where 9" is an arbitrary number between y~ and y*. Thus we recover the asymptotic hetero-
clinic solution as follows in terms of the slow time ¢ = et.

The above discussion can be used as proof of the following proposition.

Proposition 3.1 Let us assume that the equation f(x°,4°) = 0 determines a curve Ty =
((y°),y°) connecting the equilibria (x~,y~) to (xT,y "), satisfying the hypotheses (3.6), (3.8).
Then the asymptotic heteroclinic solution of system (3.1) in the quasi-stationary limit € — 0
is given by (x°(t) = @(1°(1)), y°(t)), where y°(f) is a solution of equation (3.7) with initial
condition (3.9).

3.3 Asymptotic series expansion

The approximate solution given by Prop. 3.1 is sufficient for many purposes. For example, if €
is very small, then the higher order approximations contain little useful information. However,
in order to obtain more accuracy or estimate the error of approximation, one has to find higher
order correction terms. Let us look for a solution of system (3.3) as an asymptotic power series
in e

A

x(f) = x"(f) + ex' () + () + -+, y(t) =y°() + ey’ (D) + () + - (3.10)

By substituting the expansions (3.10) into the functions f(x,y) and g(x,y), after expanding

them in a power series in €, we obtain
f(x,y) =" +efx' +efy' +- ) g(x,y) =" +egux' +egut + . (3.11)
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Here f0 = f(XO,yO), ¢’ = 9<X0ay0) and

ort ... ot ort
8:1:1 3zn 8@/
. . . 0,
fx: : : ,fy: ’gx:[ga_;]l 82;_1}’99:[_13}’ (312)
afm .. ot art
o Oxn, oy

are functions of ¢ evaluated at (x°(%),°(#)). Substituting (3.10)—(3.11) into (3.3), we obtain

(X0 +ext+--) =10t efex! +ef,yt + - -
(3.13)
Prey+- =g +egx' Tegy +

Since, for any ¢, x(f) — z* and y(t) — y* as t — oo, the components of the expansions
(3.10) must satisfy the following conditions for all k =1,2,.. .

x0 =zt P syt xF =0, yF -0 as t — +o0. (3.14)

Equating terms with the same power of €, we obtain a series of equations for the unknown
functions x°(f),x'(#), ... and y°(¢),y*(f),. ... For the zero-th order terms we recover equations
(3.4) and (3.5); thus, x°(¢) and y°(¢) are given by Prop. 3.1.

For the first order terms in €, (3.13) yields:

xV = fx! + £y,
B X Y 1 (3.15)
Yy = 8xX +gyy .
The solution of this system is given in the following proposition.
Proposition 3.2 Let us assume the hypotheses of Prop. 3.1'. Then the first order terms x* (f)
and y*(t) in the asymptotic expansion (3.10) have the form

A

x!(t) = £ (0 (X°() — £,(D)y" (1)), (3.16)

y(f) = go(f)/o B(r)dr, B(f) = gD (D)f, (0). (3.17)
Proof: Let us write (3.15) as:

O —fy' = fix', (3.18)

gt =gxx + gyt (3.19)

e

lin particular it means that the function ¢°() is monotone for large |£|.
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Then (3.16) follows from (3.18) from multiplication by the inverse of the matrix fy (which is
nonsingular by the assumptions of Prop. 3.1). Using (3.4), (3.5) and the chain rule one obtains

X0 = £,y = £, 00 (3.20)
Substituting this expression into (3.16) and using the result in (3.19) one gets
gt = —go b (6T, 0+ ) + gyt (3.21)

Now using (3.20) with the chain rule, we find the expression

9 =&X’ + g,3° = —gxb ',9° + 9,9°, (3.22)

d [yt

where B is defined in (3.17). Solving (3.23) one obtains

which can be used in (3.21) to get

i
' = s+ °0) [ By (3.24)
0
where ¢ is an arbitrary constant. The term cg® corresponds to the time-translations of the
heteroclinic orbit. Thus, we can take ¢ = 0, yielding (3.17).
Now we have to prove that x! and y' given by (3.16) and (3.17) satisfy the conditions (3.14).
As f, is nonsingular, B = g,f, *f, is a smooth (C') function of £ with finite limits as f — +oo.
Thus, B is bounded: |B(#)| < Bpaz for some Bp,,. Then y' satisfies the inequalities
ly' ()] =

go(f)/o B(7)d7| < Buas |9°(D)E| < Buae (|¢°OT| + ["(D)(E = T)|) <

/Tf ¢ (r)dr

where ¢ and T are arbitrary (large) numbers belonging to the region where ¢°() is monotone

(3.25)
< Binas (\go(f)T| +

) < B (I9°0)T] + 1) — ().

by the hypothesis of the proposition. Here we also used the relation 3° = ¢°. Now keeping T
fixed and taking the limit £ — oo in (3.25), we obtain lim; , _ [y (£)| < Buaely®™ — y°(T)|.
Since y(T') — y* as T — o0, then y' — 0 as £ — Fo0. By using this property in (3.16), it
is straightforward to show that x* — 0 as t — o0.
O
Similarly, under the same assumptions, one could find formulae for higher order correction

terms in the expansions (3.10).
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Remark 3.1 The hypothesis of monotonicity of go(f) for large t in Prop. 3.2 is very natural:
it is equivalent to the monotonicity of the function g(p(y),y) in the neighborhood of y*. It
holds, for example, if g(¢(y),y) has nonzero derivative (of any order) with respect to y at y*.
In this work, we deal with the (exotic) non-hyperbolic case where all the derivatives of g(p(y),y)

vanish at y*. However, the monotonicity condition is satisfied.
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Chapter 4

Coflow combustion

4.1 Introduction

A large number of studies on the structure of the combustion front have been reported since the
1950s, see [2, 4, 5, 7, 10, 32, 40], for instance. However, these studies present two peculiarities.
First, they do not take into account other waves that occur in the combustion problem. As
there are interactions between the combustion wave and these other waves, the solution of the
Riemann problem taking into account all possible waves is relevant. Secondly, the combustion
wave at the reservoir side (see Figure 2.1) can be controlled by the lack of oxygen or by low
temperature. The works cited above study the more common temperature controlled case,
which is not so amenable to analysis as the oxygen controlled case. The techniques used
to study the combustion wave controlled by low temperature are very different from those
presented here. For example, in [11] the approximate solution is a transient wave, i.e., this
wave has a profile which changes very slowly. In this text we address the oxygen controlled
case. A first step in this direction was taken in [46] for flow in reservoirs at relatively high
temperatures: we now summarize the main results in [46].

Under the assumption that the combustion front governed by (2.23)-(2.26) moves forward
exhausting all oxygen and fuel, i.e., the combustion reaction is fuel deficient behind the front
and oxygen deficient ahead of it, the following theorem was proved in [46]: assuming that the
combustion front has a traveling wave profile, given the injection and the reservoir conditions,
then the constant states and the speeds of all waves in the wave sequence defining the Riemann
solution are uniquely determined.

The theorem quoted above is scientifically incomplete, since it does not address the existence
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of the traveling wave profile for the combustion wave: this is the main issue of this chapter.
We performed numerical simulations for the model, obtained the traveling wave profile and
compared it to the quasi—stationary approximation calculated semi-analytically. In this sense,
this text completes the results of [46].

In Chapter 2 we presented the physical model (2.1)-(2.4), (2.7) in terms of masses and im-
proved it by constructing analogous model (2.28)-(2.31), (2.27) in terms of molar masses. Both
models generate the same dimensionless system of equations (2.23)-(2.26). From the mathe-
matical point of view the difference between these two models is that the scaled stoichiometric
coefficient p is equal to 0 for the model in terms of molar masses. In order to maintain the

generality we keep p for our analysis in this chapter and also in Chapters 5 and 6.

4.2 The combustion wave

We consider the forward combustion wave with speed V' > 0. Physically, there is no combustion
ahead or behind this front, i.e, the reaction rate ® must vanish. We consider that there is
lack of fuel behind the combustion front, which is translated by condition (4.1); ahead of the

combustion front, we consider oxygen deficiency as given by condition (4.2):

Yb=1, n*=1, *>0, (4.1)
=1, Yv=0, n*“=0, o*>0. (4.2)

The superscripts b and u stand for burned and unburned. Of course, the reaction rate defined
in (2.21) vanishes for the boundary conditions (4.1)-(4.2).

The combustion front is modeled as a steady traveling wave of system (2.23)—(2.26) with
propagation speed V. The states along such a traveling wave depend only on the moving
coordinate & = 2 — Vi, i.e, O(z,t) = 0(), Y (x,t) = Y(€) and n(z,t) = 7(€). Then Egs. (2.23)-
(2.26) are transformed into (4.3)-(4.6), with hats omitted (for simplicity we use b = 1):

d% (av — Vo) = % - qd%(vn), (4.3)
“ <g< _ ¢v>y) -1 (%%) + g V) (4.4)
2 @( - ¢v>) = g (V). (45)
V) = ~2(6.Y,m), (46)



where Eq. (2.20) was used to eliminate p. Integrating the equations (4.3)-(4.5) from & to 400

we obtain:
de
i qVn —av+ VO = —qVn" — av" + V% (4.7)
1 dY v— oV vt — oV
— Y — uo_ —Yu' 4.

1.0 de + uVn 7 wVn o ; (4.8)
v — ¢V vt — ¢V u

g TRV = gV (4.9)

A traveling wave modeling the combustion front is an orbit of system (4.6),(4.7)-(4.9), connect-
ing the burned state (4.1) to the unburned state (4.2). Using the fact that the burned and the

unburned states must be equilibria of the system (4.3)-(4.6) we obtain:

do

& qVn—av+ V0= —av" + V; (4.10)
1 dY v— oV
— — Y =0; 4.11
Y
Y f + Vi =t — oV (4.12)

We can use (4.12) to obtain the volumetric flow rate v of the gas phase:
v=V +0(v" — V) —VOuyn. (4.13)

Substituting (4.13) in (4.10) we obtain:

dé
y a(pV +0(v* — ¢V) — VOuygn) — (av" — V) +qVn —Vo. (4.14)
Now we use (4.12) in (4.11) to obtain:

1 dy
L6 d¢

Y (0" = oV — pgVn) — uVn. (4.15)

Using the condition (4.1) and manipulating the equations (4.13)—(4.15) we obtain the following
expressions for the combustion wave speed V, the scaled temperature #° and the gas speed v

u

v gb:1+q_a(ﬂ+ﬂg)
(1 +pg + @) 1—ap

and v’ = oV + 0V p. (4.16)

These relations coincide with the Rankine-Hugoniot shock conditions for system (2.23)-(2.26)
with left and right states defined by (4.1)—(4.2): they show that the injection gas speed v*,

the production gas speed v* and the combustion wave speed V are proportional, and that the
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nondimensional temperature behind the combustion front does not depend on the injected gas
speed.
Using the relations (4.16), we derive from (4.14), (4.15) and (4.6) the traveling wave system

of ordinary differential equations that models the combustion front:

0

d—£=f9EV(G(H(u+ug—ugn)—u—ug)+1+qn—9), (4.17)
dy

" F=VLEO((n+ g — pgn)Y — pn), (4.18)
dn o _l

=Y, (1.19)

where the notation f?, f¥, and f” will be used later.

4.2.1 Parameter analysis

As we have shown in Chapter 3, in order to apply the singular perturbation method to solve
system (4.17)—(4.19), the right-hand sides of equations (4.17)—(4.19) have to satisfy the rela-
tions:

fr< i, <ty (4.20)

We define the parameter € as:

a —
€ = y; exXp (W) : (4.21)

Thus the inequality f7 < e is always satisfied. Among all the parameter that appear in the
problem the reservoir temperature 77 and gas injection speed v’ are more likely to vary. In
Table 2.1 the reservoir temperature was fixed 77¢ = Ty, however it typically varies between
273K and 1000K [37], the typical value for v is between 200 [m/day] and 500 [mday], see [2].

We compare the value of the parameter € with the largest terms in f¢, f¥ using the values of
Table 2.2 and 2.3. The regions in parameter space 77 x v* that correspond to first and second
inequality of (4.20) are plotted respectively with dark and light colors. Figure 4.1 corresponds
to parameter values used in [2] summarized in Tables 2.1 and 2.2. Figure 4.2 corresponds to

parameter values used in [46] summarized in Tables 2.3 and 2.4.

4.2.2 Combustion wave profile

In Chapter 3 we proved several results on singular perturbation theory that will be used here.

The difference between the application to combustion waves in this section and the theory
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Figure 4.1: Regions in parameter space 177 x v’ corresponding to small epsilon. The region
that satisfies the first inequality of (4.20) is printed in dark gray. The region that satisfies the
second inequality of (4.20) is printed in light gray. Here we use the parameter values from
Tables 2.1 and 2.2.
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Figure 4.2: Regions in parameter space 177 x v’ corresponding to small epsilon. The region
that satisfies the first inequality of (4.20) is printed in dark gray. The region that satisfies the

second inequality of (4.20) is printed in light gray. Here we use the parameter values from
Tables 2.3 and 2.4.
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described in Chapter 3 is that here we have decided to maintain the small parameter € hidden
inside the field component f”7. This change of notation does not affect any result. Another
notational difference is that in system (7.1) we have used (z1,x2,9), (f', /%, €g), and t instead
of (6,Y,n), (f°, f¥, f") and £ in (4.17)-(4.19).

The quasi-stationary combustion wave

According to (3.4), for a fixed value of V' the quasi-stationary approximation of the system
(4.17)-(4.19) is obtained by neglecting df/d¢ and dY/d€, yielding:

1 0 _ 0
L —a(p+ pg — pgn°) [+ g = figT)
The quasi-stationary approximation of the heteroclinic orbit parameterized by n° is:
FO = (90(770)7 Yo(n0)7 770) . (423)

We want I'y to be a connected curve joining the equilibria of the vector field in (4.17)—(4.19).
Thus we need the denominators in (4.22) not to vanish for any 7" € [0, 1]; this is true for the
parameter values given in Table 2.3.

In order to obtain the approximate solution of system (4.17)-(4.19), we have to find 7° in
terms of £ in (4.23). For this purpose, we substitute expressions in (4.22) for §° and Y into
(4.19) and solve the resulting ODE for °(£) with arbitrary initial data n°(¢ = 0) taken in the
interval (n*,n°) = (0,1).

0 0 1— 0 1— _ 0
/7 o WS G/ i S (_ b+ ot ))
79(0) = 0.5

Once the problem parameters are specified, this initial value problem can be solved (at least
numerically). The numerical solutions for the parameter values from Tables 2.3 and 2.2 are

shown in Figures 4.3 and 4.4 respectively.

First order approximation for combustion waves

We use the notation 9 f7(€), Oy f2(€), 0,£°(€), Daf¥ (€), ... for the partial derivatives evaluated
along the quasi-stationary solution (6°(£),Y?(£),7°(€)). These derivatives can be easily calcu-

lated, see [14]. Let us look at the first order approximation of the solution as a perturbation of
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Figure 4.3: Zero-order approximation of the traveling wave. We used dimensionless parameter

values from Table 2.2.

the quasi-stationary one.

0(§) = 0°(&) +0'(€), Y(§) =Y°(&) +Y'(&), n(&) =n"(&) +n'(&). (4.25)

The equations for the first order corrections §', Y n' obtained from the system (4.17)-(4.19)
take the form:

0° = (00 f*)0" + Oy f*)Y" + (9, "), (4.26)
YO = (00" + (v [+ (9, 0" (4.27)
0t = (BafM)0" + (O 1Y + (0, "), (4.28)

(see (3.15) in Chapter 3, where the equations (4.26), (4.27) correspond to (3.18), and (4.28)
corresponds to (3.19)). Using (4.22) one obtains dy f = 95 f¥ = 0. Thus (4.26), (4.27) can be
[ @f)" 0

rewritten as:
anfg 1
S ( ‘[W]”)' (1.29)

Using (4.22) and (4.24) in (4.29) we obtain explicitly ! and Y as linear functions of n'. Now
substituting 6! and Y! into Eq. (4.28) we obtain the ODE for n'(€). As it is shown in Prop. 3.2,
the solution of the resulting ODE has the form:

9’0
yo

91
Yl

uf? oy f ] [ 0,1

. (430
Onf" Oy f” &JYI 30

3
Ul(f)Zf"/O B(r)dr, B=—| 9yf" ayfn}[
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Figure 4.4: Zero-order approximation of the traveling wave (monotone) and the combustion
rate ® (hump) scaled by 2-107. In (a) v = 2.0 and a = 1.6 - 107 were used. In (b) the original

dimensionless values from Table 2.3 were used.

It is possible to evaluate B explicitly, (see [14]). The equations (4.29) and (4.30) make sense
if the Jacobian determinant 9(f?, f¥)/9(0,Y) (denoted det(fy) in Chapter 3) does not vanish

for appropriate parameters. It can be shown that:

. dpf® Oy f°
Opf* Oy f”
where K' =1 —a(u + py). For V given in (4.16) and the parameter values given in Table 2.3

(1 + pg — pgn®) (K + qn°)
K — apgn’

= —V2L(K + aumn") : (4.31)

the factors in (4.31) do not vanish and the first order approximation of the combustion wave is
well defined. We have plotted the corrections n'(n"), 6*(n°) and Y'(n°) in Figures 4.5 and 4.6.
We have shown that the amplitude of the first-order approximation is small. This means that
the parameter € is indeed small as described in Propositions 3.1 and 3.2 and that the zero-order
approximations shown in Figures 4.4 and 4.3 are good approximations of the combustion wave

profile.
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Figure 4.5: The plot represents the first order correction n*(n°), 8'(n°) and Y (n°) corresponding
to zero-order approximation from Figure 4.3. Here we have used the dimensionless parameter

values from Table 2.2.

10¢ Ty

Figure 4.6: The plot represents the first order correction n'(n°), 0*(n°) and Y''(n°) corresponding
to zero-order approximation from Figure 4.4. Here we have used the dimensionless parameter

values from Table 2.3.

Monotonicity

In order to use Proposition 3.2 we have to verify that f7(6°(n°(€)), Y°(n°(€)),n°(€)) is monotone
in £ in the neighborhood of the equilibria. However, the quasi-stationary approximation of the
traveling wave solution of (2.16)—(2.19) coincides with the solution of the model solved in

Chapter 5. We prove the monotonicity hypotheses in Section 5.3.1.
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Explicit formulae of the approximate solution

In Section 4.2.2 we have solved the ODE (4.24) numerically. Here we obtain explicitly an

approximation of the solution using the fact that a << 1 to modify the exponent:

L—a(p+pg—pgn) =7

RS . 4.32
alp+pg) =1 —qn  1+qn (452
Then we can rewrite the pre-exponential factor as:
o pmd—n) o (p/pg)n—n)  An(l—mn) (4.33)
Vit pg—pngn Vo opfpg+1-n B-n '’
where A = (—ap)/(Vpgy), B =14 pu/p,. The ODE for the approximate solution is:
dn _ An(l —n) —
_— = —_— 0) =0.5. 4.34
In order to solve it we use the Exponential Integral function, [38]:
> —1
Fi(z) = / eXpT()dt. (4.35)

Solving the ODE (4.34):

/nn%ex (m> :_/ (B B—l)exp(l_gqn>d77. (4.36)

Substituting x = v/(1 + qn), n = (v — z)/(qz), dn = —7/(qz*)dn, x(n) = z, T = (7)) in the
RHS of (4.36), it becomes:

S e P [ e -
Ay (v—2) q? A )i (—v+Q+qz) g

= dr — dx
A Jp x(y—x) A Jp 2(=v+ A +q)a)
Now we will calculate both integrals from the right hand side of (4.37) separately. The first
one is:
—vB [*  €F —B 1 1 e
dr = - —dx =
I A R W < +v—x>7 )
—B [*e€" —B [* T —B TTE eV
—/ Cdr+ / ‘ / —dx + —— ‘ diy —z) =
A ), x A Jz (v— ) r (4.38)
—B [Ye” p Be? [77F _md B
A ). v A ez T v
Be”
= C(Bi(-7) — By(~2)) + —~(E =)~ B )



The second one is:

7(BA_ : / 2(— +€(x1 o0 7(BA_ : / (i - +1q+)xq— 7) —jw =

—(B—-1) [*e" (B—1) /x (1+q)e”
_— —d = 4.39
A 7 S : I+qz—7 v (4:39)
—(B—-1) [%e" (B-1) /x e”
_ —d dx.
A LT L e
Define K = /(1 + q), (4.39) becomes:
—(B-1) / ev (B — 1)K /K ev
- RS A —dr = 4.4
) 2 dx + 1 - dx (4.40)
—(B-1 B-1)f "
%(EH(—ZL‘) — Ei(—2)) + %(El(}( — ) — Fi (K —1)). (4.41)
Substituting (4.38) and (4.40) into (4.36) we obtain z as function of £ in the implicit form:
—-B Be
— (Br(=2) = Bi(=2)) + —~(Ea(y = 7) = Eay — @)+
(B—1) _ (B—1)ek _ (4.42)
1 (E(=2) = Bi(=2)) = ————(Ei(K - 7) - Bi(K —2)) = ¢
Using the Exponential Integral function, [38], the implicit solution of the ODE (4.34) is:
1 — — Be? V47 ) ( Vqn ))
—(E _E +2= (E _E _
A( 1(1+q77) 1(1+q77>) A ( 1(Hqﬁ \L+an (443

- (B,Z 2 exp(3 1 q) (EI <(1 1q¢§;7(1_i)qﬁ)> —h <(1 Iqé;?(l_i)qn») -

Now we notice that not all terms in the solution (4.43) are important. First we combine all

constants:

K= [_EI (1 jqn) when (17—:]2» SN )h <(1 1q;?(l+1)qn>(>4L4)

and eliminate the term Fy(—vy/(1 + ¢n)), as it is small compared to the other ones, obtaining:

y an gl vgin—1) \ _ ~
—Be Ey (1 +q77> + (B - 1)exp(1 +q>E1 ((1 YT qn)) = (- K)A. (4.45)

The solution in (4.45) is implicit in 1 and not very easy to work with directly. We can

simplify it utilizing the series expansion of the Exponential Integral function, see [38], and
taking the real part, getting the approximation:
i qn gl vq(n —1)
§—KA:Bewlog( )—B—l exp—log( ) 4.46
( ) Trqy) ~ BT (1+q)(1+qn) (440
We can compare the solution of (4.46) with the numerical solution of (4.24) on Figure 4.7.
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Figure 4.7: The numerical solution of (4.24) (solid), the analytical solution (4.43) of the ap-
proximate ODE (4.34) (circles) and the logarithmic approximation (4.46) (dotted). We use
v =2.0.

Remark 4.1 There is another possible simplification. We present it here, however it is not
very accurate for the values of the parameters we use. By analyzing the profile of the numerical
solution of (4.24) we conclude that the unburned part of the wave (at the right) is much larger
that the burned part (at the left). Having this in mind we simplify the pre-exponential coefficient
from the right hand side of (4.33). Taking B ~ 1 and p = g, the pre-exponential coefficient
becomes —an/V. Next we use the simplification (4.32) for the exponential and obtain the
simplified ODE:

dT] am -
— = ——€X 0) = 0.5. 4.47

We compare the solutions of the ODEs (4.24), (4.34) and (4.47) on Figure 4.8. One can see
that the analytical solution (4.43) (circles) coincides with the numerical solution of (4.24) (solid
line), while the solution of the simplified equation (4.47) (dotted) is an acceptable approzimation

to the numerical solution only for positive &.

Remark 4.2 Analogously to (4.34) it is possible to use the Exponential Integral functions and
obtain the implicit solution of the simplified ODE (4.47):

el — Y g v (] o€
E1(2+q>_E1(1+q77)] —e {E1(2+q)—E1(1+q77) =3 (4.48)
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Figure 4.8: The numerical solution of (4.24) (solid), the analytical solution (4.43) of the ap-
proximate ODE (4.34) (circles) and the numerical solution of (4.47) (dotted). We use v = 2.0.

Making the series expansions, taking the real part of it and combining all the constants into K

we get the simpler expression:

{— log(5 +'an)] +e {log(len)} - O‘Vf ~ K. (4.49)

4.2.3 Physical reasonability

So far we have studied the nondimensional equations and made nondimensional analysis. How-
ever, in order to better understand the underlying physical phenomena, it is important to study
the dimensional problem. The variables 6, Y and n have been nondimensionalized in a natural
way as scaled temperature, oxygen saturation and scaled fuel, respectively. We now investigate
the characteristic length of our problem.

In order to obtain the characteristic length of the solution, we first determine the interval 6&
where the combustion occurs. From the fuel consumption rate in equation (4.24) we conclude
that the reaction occurs close to the region where n = 0.5; from the numerical experiments we
conclude that it happens for 0.4 < n <0.8.

We are interested in the approximate length of the combustion wave, thus we use Figure
4.3 and get 6¢ ~ 103,
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For the parameter values taken from Table 2.3 from (4.46), with some simplifications, we

have:

0¢ ~ %exp(%q) ~ 10°. (4.50)
This last approximation is not accurate. However, we are only interested in the approximate
length.

To find the values for physical variables we use (2.8) with the characteristic injection speed
v* = v'. We use Table 2.1 and obtain the scaled effective thermal diffusivity a, = A/((1 —
P)csps) = 4.3 - 1077 [m?/s] and the reference length I* = a,/v*. We recover all dimensional
variables: temperature T' = Ty, where Ty is the reservoir temperature; time # = t* = fa, /(v*)?;
length = [*Z.

Next we obtain dimensional values for the characteristic length using two data sets we
have. Firstly, we substitute the values of the parameter from Table 2.1 with v* = 500 [m/day]
and obtain I* ~ 7.4-107°[m], T ~ 755.4[K], t* ~ 1.28 - 1072 [s], Z ~ 0.074[m]. Secondly
we use the parameter values from [46] given in Table 2.4 and obtain [* ~ 1.26 - 107° [m],
T ~ 7875 [K]t* ~ 3.69 - 107*[s], & ~ 0.126 [m].

Both data set are compatible with experimental data, see [22].

4.3 Wave sequences

In this chapter we concentrate our efforts on the analysis of the combustion wave, however it is
important to note that there are other waves in this model. Studied in a hyperbolic framework,
i.e., neglecting the diffusion terms, these waves are contact discontinuities. The hyperbolic
analysis of these waves coincides for the current model and other model studied in Chapter 5.
We expect them to appear in the solution as waves traveling with constant speed given by the
hyperbolic theory and with smoothing effect caused by the diffusion. This behavior is observed
within the numerical experiments as shown in Chapter 6. For these reasons we postpone the
discussion about the wave sequences to Chapter 5.

In Section 5.4 we prove that given the injection conditions all combustion and non combus-
tion wave speeds, all constant states in the wave sequence and the combustion wave propagation

speed are uniquely determined.
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4.4 Conclusion

In this chapter we look for the traveling wave for the in-situ combustion model studied in
[2, 3, 46]. We present the two-terms asymptotic expansion given by 6(£) = 0°(&) + (&),
Y(€) =Y + YH(E) and (&) = n°(€) + n*(§), where the zero-order approximations 6°, Y,
n® are given by formulae (4.22a), (4.22b) and (4.24), respectively, see Fig. 4.4. The first order
approximation 6!, Y1 and n! are given by formulae (4.29) and (4.30), respectively.

This, by itself, is a strong evidence that the combustion wave possesses a traveling wave
profile. In Chapter 6 we will present the numerical simulations showing the formation of the
traveling wave and compared it to the approximate solution confirming our analysis, see Fig.
6.2.

Moreover, setting to zero the value of a very small parameter (the volumetric heat capacity
ratio of the filtration gas a), an explicit formula for the approximate solution was obtained,
see Figure 4.7. This formula was used to estimate the characteristic length of the combustion
wave.

We conclude that the first order expansion solution of the traveling wave ODE system exists
and justifies quasi-mathematically the Riemann solution obtained in [46]. The results discussed

in this chapter were published in [19].
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Chapter 5

Non-diffusive combustion waves 1n

porous media

5.1 Introduction

In order to model ISC some simplifications are commonly made. For example, the authors of
[6] use a one-dimensional model and assume limitless access to fuel and constant gas speed,
obtaining a system of two conservation laws. Next, the Lewis number is considered high in the
analysis of the stability of the combustion front.

In this chapter we follow the formulation of [14, 19, 46| explained in Chapter 4. However, we
utilize the simplification of neglecting diffusion terms (physically it is valid when the gas velocity
is very high). We also solve the corresponding Riemann problem and obtain the combustion
wave profile. It turns out that it coincides with the zero-order approximation of the combustion
wave for the model introduced in Section 2.1 and studied in Chapter 4 by using the singular
perturbation technique.

Although we use the system (2.16)-(2.19) to illustrate the result above, the result is valid
for more general systems of conservation laws. In fact, the traveling wave solution of the
system (2.16)-(2.19) with diffusion and conduction terms removed coincides with the zero-
order approximation obtained through the use of the singular perturbation technique for system
(2.16)-(2.19). In other words, when applying singular perturbation analysis to find traveling

wave solution, we can neglect the diffusion terms.
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5.2 Simplified combustion model

We analyze the following simplification of the model (2.16)-(2.19), in which the molecular

diffusion and thermal heat conductivity have been neglected:

% + 8(?;9) =q® (5.1)
¢8(;;p> N 3(21;1/) _ 0, (5.2)
¢% + 3(;;}) = 1P, (5.3)
% Y (5.4)

ph = 1. (5.5)

We use the first order mass action law combined with the usual Arrhenius’ law (2.21):

X
3

d=aY(l—n)e 7, for# >0 and & =0, for § <O0.

Here we focus on the forward combustion front with propagation speed V' > 0. The boundary

conditions for the combustion wave are the same as in (4.1)-(4.2):
YP=1, n*=1, >0,

=1, Y“=0, n"=0, v">0;

where the superscripts b and v mean burned and unburned.

The states along such a traveling wave depend only on the moving coordinate £ = x — V't,
ie, O(z,t) = 0(€), Y(z,t) = V(&) and n(z,t) = 7(€). Then Eqs. (5.1)-(5.5) are transformed
into (5.6)-(5.9), with hats omitted:

d% (av — V) = g, (5.6)
v =-o (5.9)
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where Eq. (5.5) was used to eliminate p. The boundary conditions for system (5.6)—(5.9) are
the conditions (4.1) at —oo and (4.2) at +oo.

Notice that (5.6)-(5.9) is a first-order ODE system, which can be rewritten in a matrix form

as: _ _
-V 0 0 a 0& q
0 Ve—v v ol | v —u-Y
—0 13 _ H 1% o 510
(Vo—v) v A A
R 0 0 5 9= =
I 0 o -—-vo lwl L 1T ]

The matrix on the left-hand side of Eq. (5.10) can be inverted, provided that:
VAO=N, V4vu/o=\, VEaww/(0+ap) =)\, (5.11)

We will prove that the ODE system of Eq. (5.10) has a solution with boundary conditions
defined by (4.1) and (4.2) for certain values of V.

5.2.1 The Rankine-Hugoniot locus

In order to obtain relations between the boundary conditions (4.1) and (4.2) so that system
(5.10) has a solution, we substitute (5.9) into (5.6)-(5.8) obtaining:

d

d ((v—oV)Y B

d (v—¢V B

d_f ( ) + ugVn) = 0. (514)

This means that the quantities inside the derivatives are constant in &, thus their value at some

finite £ is the same as the one at £ — oo:

av—VO+q¢Vn=av" -V —qVn", (5.15)
Y VY
1}7 B ¢T —pVn=v"Y" — VY™ — puVn", (5.16)
\%
g - % + gV = 0" = OV + V", (5.17)

Next we can take the limit £ — —oo on the left hand side of Eqs. (5.15)-(5.17) and substitute
condition (4.1) on the left hand side and condition (4.2) on the right hand side of the resulting
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system to obtain:

av' =V =a® =V +qV, (5.18)
b
— oV
0=" Qf — v, (5.19)
b— oV

Physically, it is reasonable to assume that we know the Darcy velocity (v°) of the injected
gas (this choice will be useful in Section 5.4), so we have three unknowns €°, v*, V and three
equations (5.18)-(5.20). We perform the same analysis as in Section 4.2 to obtain:
v g tha—alptpy)
(1 +pg + @) 1—ap
These relations coincide with (4.16).

and v’ = ¢V + 6V .

5.2.2 Combustion wave profile

In this section we use the boundary conditions defined in the introduction of Section 5.2 and the
equations (5.12)-(5.14) to obtain 6, Y, v as functions of 1 and of the parameters, and substitute
the result in the equation for 7, in (5.10). Then we compare these results to the solutions for
the system (2.16)-(2.20) obtained by singular perturbation techniques in Chapter 4.

From equations (5.15)-(5.17) we obtain:

av—VO=a" -V —qVn, (5.21)
(v —9¢V)Y _ v, 5.22)
V=0V — pVnl + 0" — oV) = ¢V — gV + VO(u+ py), (5.23)

where we have used (4.16) to obtain (5.23). Substituting v from (5.23) and v* from (4.16) into
(5.21), dividing by V" and simplifying, we obtain:

_a(ptpg) —1—qn

= : (5.24)
a(p+ g = pgn) — 1
Using (5.23) in (5.22) we get:
y=—"H (5.25)
Kot Hg = figT)
Finally, using (5.24), (5.25) and (2.21) we can rewrite the equation for 7, in (5.10) as:
Y(1— - —apun(1 — 1— -
A Ul P (_7) _ _zaom) <7 a(p + p ugn)) (520
-V 0 (b + g = pgn)V a(p+ pg) =1 —qn
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We can solve this ODE with any initial condition n(0) = °, where 0 < 7° < 1 and substitute
the result into the equations (5.23), (5.24) and (5.25) for 6, Y, v and obtain the combustion
wave profile. Solving these equations with Matlab with initial condition 7 = 0.5 we obtain the
wave profile shown on the left side of Figure 5.1. The result coincides with the quasi-stationary

approximation given in Chapter 4.

25F 25F

Figure 5.1: On the left: the traveling wave solution of the system (5.26). On the right: the first
order approximation of the traveling wave of the system (2.16)-(2.19) from [18]. Variables: ¢
(segmented line), Y (dotted), n (circles) and combustion rate ® (solid line) as functions of &.

We use v = 2.

Approximate explicit solution

We have solved the ODE (5.26) numerically, but sometimes it is useful to have an explicit
approximation for the solution. However, the traveling wave solution of (5.1)-(5.4) coincides
with the quasi-stationary approximation studied in Chapter 4. Thus, the implicit solution of
ODE (4.34) using the exponential integral function is (4.45) and its logarithmic approximation
is (4.46).

The dimensional solution

In this section, we study the non-dimensional equations and perform non-dimensional analysis,
however for applications it is important to know the characteristic values of our solution in

actual units. As the traveling wave solution of (5.1)-(5.4) coincides with the quasi-stationary
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approximation studied in Chapter 4, the dimensional analysis coincides with that done in
Section 4.2.3. The characteristic length of the combustion wave is  ~ 0.07 [m]. This result is

compatible with experimental data [22].

5.3 Testing the solution within the combustion wave

In order to solve the linear system (5.10), the restrictions (5.11) need to be satisfied for V. On
the other hand our physical model imposes other restrictions related to the boundary conditions
(4.1) and (4.2) for the combustion waves. Verifying these restrictions is the goal of this section.
We perform this analysis using data from Table 2.3; for the Table 2.2 the calculations are

analogous.

5.3.1 Monotonicity

Here we will prove that the solutions 6(¢), Y (£) and 7(&) of system (5.10) are monotonic in &.
The combustion rate defined by (2.21) is always positive, thus from (5.10) or (5.26) we see that
n(£) is monotone decreasing,.

In order to prove that #(¢) is monotonic we use (5.24) obtaining:

a9 —qlalp+ pg — pgn) — 1) + (alp + pg) =1 —qn)apy (g — apy)(1 — alp + pg))

dn (a(p+ pg — pgn) — 1)2 (alp+ pg — pgn) —1)%
(5.27)

The numerator of (5.27) is independent of n and it is positive for the parameter values from
Table 2.3 and the denominator is positive. As 7(&) is monotonic, §(£) is monotone decreasing
and thus 6° from (4.16) satisfies 0° > 6.

In order to prove the monotonicity of Y (§) we use (5.25) to obtain dY/dn:

dY pp g — pgn) — pm(—pg) g+ ) (5.28)
dn (b + 1g = pgn)? (1o + g = pgn)?*

As the numerator of (5.28) is constant in 7 and the denominator is always positive, the function
Y (€) is monotonic. As Y* < Y? we conclude that Y (£) is monotone decreasing.

For the gas speed v(n), given by (5.23) we will prove that it is monotonic close to the
equilibria. Using (4.16) we obtain that v* — ¢V = V' (u + p4). From (5.23) we obtain:

d

df
d—n(v —oV) =V(u+py — ugn)% — 0V py. (5.29)
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Using (5.27) and substituting the parameter values from Table 2.3 we obtain that v(n) is
monotonic close to the equilibria corresponding to the burned (n = 1) and unburned (n = 0)
states.

At this point we have proved that the functions 6(§), Y (£), n(§) are monotonic for —oo <
¢ < oo and v(&) is monotonic close to the equilibria, so they satisfy the boundary conditions

given in (4.1) and (4.2). In other words, the wave speed V' is physically admissible.

5.3.2 Verifying the characteristic inequalities

In this subsection we want to prove that V' defined in (4.16) satisfies the restrictions (5.11).
Obviously, V satisfies (5.11a). For (5.11b,c) we will show:

av (1) v(n)
a¢+9(n)<‘/< ot (5.30)

In order to verify (5.30) we substitute v(n) from (5.23) and verify each of these inequalities
separately. For the first one we get:

a(@V + 60V (1 + pg) — VOugn)
a¢ + 6(n)

<V, (5.31)

which is equivalent to:
aV (i =+ pg — pgn) < 1. (5.32)

This inequality is satisfied for the parameter values from Table 2.3.

The second inequality results in:

_ VA OV(ut 1) = VO

V
¢ )

(5.33)

which is equivalent to:

n<l+1 (5.34)

Hg
This inequality is always satisfied as the fuel concentration depth n has values in [0, 1].

Here we conclude that the solution of the system (5.10) for V' defined in (4.16) always exists
and that V' satisfies (5.30) for typical data.

5.4 Non-combustion waves and wave sequences

In the absence of combustion, the source terms representing mass transfer or sensible heat

generation containing the factor ® vanish on the right hand side of system (5.1)-(5.5). Of
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course ® vanishes for Y = 0 or n = 1. We consider smooth solutions and expand the derivatives
in the remaining terms in (5.1)-(5.4), manipulate (5.2), (5.3) and finally use (5.5) to eliminate
p, obtaining:

LI (5.35)
cb% + v% =0, (5.36)
(g + gb) % + v% =0, (5.37)
% =0. (5.38)

In increasing order, the characteristic speeds of system (5.35)-(5.38) and the corresponding

characteristic vectors are [46]:

N =0, (0,0,1,0)%, (5.39)
P v 1 _ U 4
No=w/¢,  (0,1,0,0)T. (5.41)

It is easy to see that all characteristic speeds are constant along the integral curves defined
by the corresponding characteristic vector fields, which means that all the waves are contact
discontinuities; of course, they satisfy the Rankine-Hugoniot conditions for (5.1)-(5.5). The
characteristic speed A" corresponds to an immobile discontinuity along which only 1 varies, \?
corresponds to a thermal discontinuity along which # and v vary and AY corresponds to a gas
composition discontinuity along which only Y varies.

In Section 5.3.2 we have seen that the wave speeds in (5.39)-(5.41) are all different and satisfy
(5.30). Now we will describe the wave sequence in the Riemann solution under conditions (4.1)
and (4.2) surrounding the combustion front [46].

We indicate by U the vector containing the variables (6,Y,n,v). In our case (hot upstream
combustion) the thermal wave is slower than the combustion wave (\?(U®) < V) and there
is no temperature change ahead the combustion wave, which means that ° > #*. Because
of the inequalities A7 < A\’ < AV, the wave sequence in the Riemann solution consists of an
immobile fuel shock, a thermal shock with speed A\’ and a combustion front with speed V.
The gas composition wave with speed \¥ does not effectively exist due to the complete oxygen

consumption assumed in the boundary condition (4.2). We denote this sequence of waves by

43



means of the following convention:

A0 \%

vl 2L gt A g L g (5.42)

The state U* = (0°,1,0,v") denotes the injection conditions, U! = (#% 1,1,v") denotes an
intermediate state in the burned region, while U° = (6°,1,1,v%) and U* = (6%, 0,0, v*) are the
burned and the unburned states surrounding the combustion front.

We summarize our results in the following theorem, which provides formulae for all the
states as well as speeds for combustion and non-combustion waves in the wave sequence (5.42)

for the Riemann solution. In this theorem we have fixed the reservoir temperature at 8% = 1.

Theorem 5.1 Assume that in the wave sequence for the Riemann solution of (5.1)-(2.21) there
is a hot upstream combustion wave with left and right states satisfying (4.1)-(4.2) and 6° > 6.
For given injection conditions U* = (0%, 1, 0, v*), with 6 > 0, v* > 0 and scaled reservoir
temperature 0* = 1, the constant states and the speeds of all waves in the wave sequence (5.42)

are uniquely determined.

Proof. First of all, analogously to [46], the characteristic pair (5.40) corresponds to a contact
discontinuity and there is a relationship between the injection conditions U? and the burned

state U?: )
v vb

“Otap ‘O tag
Now we get four independent relationships (4.16) and (5.40) between the parameters 6°, 6%, V,

v’ v* and v, so the result of the theorem is to be expected. In Figure 5.2 we see that the

(5.43)

speeds and the intermediate states in the wave sequence (5.42) are determined as follows.
Substituting #° from (4.16) into (5.43) and simplifying we obtain the burned gas speed v°

as function of v* and 6%
v _ Ltatale—adp—p—py ;
(= )@ + a0)

Next we use (5.44) with the equations for v” from (4.16) in order to obtain the combustion wave

(5.44)

speed V as function of v* and #°. Finally, we substitute the resulting V into the first equation

in (4.16) and obtain v* as function of v* and . This completes the proof of Theorem 5.1.

5.5 Conclusion

In this chapter we describe an interesting and simple non-diffusive gas-solid co-flow combustion

model. We obtain the wave profile and solve the corresponding Riemann problem. Comparing
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Ay U=(0,1,1,7)

U:muﬂjﬁ

_

U'=(1,0,0,v"

»
'

Figure 5.2: Regions separated by immobile, thermal and combustion waves in the Riemann

solution. Values of 0, Y, n and v in each region.

these results to the ones obtained previously for the more general model we conclude that the
diffusion terms do not affect qualitatively the propagation of the combustion wave.

This property can be generalized in the following way. Let us assume that it is possible
to obtain a traveling wave solution for a system of conservation laws by using the singular
perturbation technique as it was done in Chapter 4. In this case the traveling wave solution of
the simplified system obtained by neglecting the diffusive terms is a good approximation to the
original traveling wave solution.

The main part of this Chapter was published in [20].
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Chapter 6

Numerical methods

6.1 Introduction

When for some reason the explicit solution for the partial differential equations is not obtainable
and we want to understand the behavior of the solution, numerical simulation is the best option.
This is our case: usually, systems of partial differential equations of the Convection-Diffusion-
Reaction type appearing in the physical formulation in Chapter 2 do not have explicit solutions.

Many different numerical methods were developed in order to solve systems of PDEs: Finite
Elements Methods, Boundary Element Methods, Finite Difference Methods and others. As all
the flows we consider in this work are one dimensional, our choice is the Finite Difference
Method.

One of the physical phenomena we want to study is the formation of stable combustion
waves, which may require simulation for long times. Large time steps are required for practical
simulation. Thus we discard all explicit schemes because of CFL condition and focus only on
implicit finite difference schemes with second order accuracy, see [47].

Our main goal here is to simulate numerically the systems of PDEs introduced in Section
2.1 and Chapter 7. In general, they can be written as systems of reaction-convection-diffusion

equations:

0 0 0 ow

5, CW) + 5 F(W) = o~ (H(W)W> +U(W), (6.1)

depending on the number of equations the model we are simulating possesses the matrix H can
be 4 x 4 for the model with four equations introduced in Section 2.1, or 3 x 3 for the simplified
combustion model with three equations that we will introduce in Chapter 7. The vectors W,
G, F, ¥ will be 4 x 1 or 3 x 1 respectively.
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The system (2.23)-(2.26) with b = 1 from Section 2.1 is a particular case of (6.1) with:

0 0 av 1 0 00 q
Y Y/60 Y/0 0 -4 0 0 —
W — o= | Y o | Y o Lef =] "l
n ®/0 v/0 0 0 00 g
v 0 0 0 0 0 1

(6.2)
where @ is given by Arrhenius’ law (7.4). The system (7.1)-(7.3) from Chapter 7 is another

particular case of (6.1) with

T T al 1 00 q
W=|lY |, G=|Y |, F=|vwW |, H=|1000|,VY=]| —u | (6.3)
n i 0 0 0 O -1

In this chapter we recall the classical (linear or nonlinear) Crank-Nicolson scheme and show
why for the models of the type (2.23)-(2.26) this scheme cannot be applied. Next we introduce
the Box scheme and combine it with the Crank-Nicolson scheme to construct two other schemes
(called the splitting scheme and the hybrid scheme) which can be used to simulate the models
of the type (2.23)-(2.26).

Nonlinear implicit finite difference method require the usage of Newton method in each
time step. The detailed analysis of this method, its convergence rate can be found in [26]. For

implementation details, see [38].

Notation

We introduce the notation used in this chapter. Following [47], the space direction denoted
by z is discretized into M grid points with index m = 1... M, where m = 1 and m = M
correspond to the boundaries of the interval where the calculation takes place. The grid position
m corresponds to x = (m — 1)h, where h is the grid size. We work with uniform grids (h does
not depend on m). Analogously the time is denoted by ¢ with time index denoted by n and
the time step is k. However, we consider timestep-adaptative finite difference schemes, so k
may change from one grid level to another. Generally we get k = k(n) and the time index n
corresponds to t =Y | k(7).

As all the numerical schemes we analyze are two time levels n and n + 1 dependent, we sim-
plify the notation and use W,, in place of W" and W,, instead of W"*1. Another simplification

useful for Newton’s method is used frequently. The notation X will mean the iteration [ of

47



Newton’s method to find the solution at position m and time n + 1. There are many functions
depending on W evaluated at different grid points. We indicate F(W,,) by Fy,, G(W! +1) by

G mi1 and so on. Finally, the derivatives in W of function F' at point ( VY is indicated by
(Dw ).

6.1.1 Crank-Nicolson method

The Crank-Nicolson finite difference scheme is centered at position (m,n + 1/2) and uses a six

point discretization, see Figure 6.1 for its stencil. Following [47], we discretize the system (6.1)

as:

%(Gm_Gm)_Fﬁ(Fm-l-l F _Fm—1+Fm+1):
72 [(Hirr + Ho)(Winsr = Win) = (Hi + Het) (Wi = Wino1)] + (6.4)
# [(Hm—I—l + Hm)(Wm-I—l ) ( m + H —1)(Wm - W —1)] +
3 (W + W) -
(m-1,n+1) (m,n+1) (m+1,n+1)  (m,n+1) (m+1,n+1)
L O 0 0 O
K/2 ' /2
h h : h/2
@ ...................... @ ...................... @ @ ......... @ ......... @
k/2 /2
0 0 0 0 0
(m-1,n) (m,n) (m+1,n) (m,n) (m+1,n)

Figure 6.1: Black squares - stencil for the Crank-Nicolson scheme on the left and for the Box

scheme on the right. We indicate auxiliary points with circles.

Using A = k/h and p = k/h* we rewrite (6.4):

(G -G ) 1 (Fm+1 m—1 — Fm—1+ Fm+1) =
8 (s + Ho) (Wi = Won) = (Hy + Hyp 1) (W = Wi 1)) +
W,

—1)]+

(6.5)
% [(Hm-i-l + Hm)(Wm-i-l - Wm) - (Hm + Hm—l)(Wm -

E(Uy +0,,).
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In the general case H, F, G and ¥ are non-linear functions of W. In order to solve
these equations we use Newton’s method, which consists in linearizing H, F, G and ¥ for
the time (n 4 1) over an approximate solution W . The next approximation is defined by
WHD = WO 4 AWWO: we will use AW® as the unknown rather than W®

G = GO 1 (DO OAWD,  GUY =GV + (Dw@Y AW (6.6)

and proceed similarly for F';, H and V. In order to simplify notation we will write AW instead

of AW®. Linearizing we rewrite (6.5) as
(Gﬁf? (DwYAW,, — G )+
% (Frgill + (DWF)%)+1AWm+1 - F(l) (D F) AVVm 1 Fm—l + Fm-l—l) -
B(HS L+ (Dw H) (AW) + Hi + (D H)(AW,,))
WO+ AW,y — W — AW,,,)—

m

(6.7)

NS

(HY + Dy D) (AW,) + HY |+ (D )Y (AW,_1))
(W + AW, — W | — AW,y +

/f [(Hm+1 + Hm)(WmH - Wm) - (Hm + Hm%)(Wm - Wmfl)] +
5 (@ﬁf} + (DD AW, + fom) .

One has to notice that Dy H is a tri-linear form. For example, (DWI:[)%)(AWm) W s a
vector, and (DWH) (AW, ) Wi is written as ((DWI:I)%), . WQ)AWm when necessary. Using

this notation we rewrite the system (6.7) as:

+ SDw )y, V) = W) | AW+

m—1r

|
>
>
S
3
3=
N
|
RS
|
=
+
|
si
L
NS

(Dw@)S) + 272y + BY. + BY + AV )—
H(Dw S (Wil =280+ W100) = 5(Dw), ]| AW+

3 DwF) = (A + A ) = HDwH) s (Wi = Wi AW = (6.8)

4

8 [(Honss + Hon) Wonit = Won) = (oo Hypd) (Wi = Won)] + 5 [
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The system (6.8) ia s block tridiagonal linear system of the form:

[ B, C, 0 AW, T,
A, B, O, AW,, =| 7, . (6.9)
- 0 AM_l Byr-1 - (M-2)x(M-2) - AWM_l 4 M—2 - Tri—1 - M-2

Assuming the coefficient matrix is nonsingular, this system can be solved with the method

explained in Section 6.1.4 were the blocks are given by:

A = | =3 (Dw Py = SO 4+ AL + H((Dw Y, (V) = WL D) (6.10)
By = [(DwG)) + #(H, + 208 + A, )
7\ (D) 740 70 ) k T (6.11)
S(Dw S, (Wil = 2080+ WEL)) = S(Dw )
I I I I I 171
Con = [3Dw Py = 4 + H) = 4 ((Dw B W = W) (6.12)
T =—(GY) = Gp) = 2(FY — FY | 4 Fpy = Foi)+
[+ B W0 = WD) = () 4 ) VR = WL+ (6.13)

[(Her + o) (W = W) = (Hoy o Hy )W~ W) 6 [0 5w, ]

The terms T and T),_; are a somewhat different: in order to obtain 75 one has to substitute
Wy, Hy by Wi, H; and for Ty;_; one has to substitute Wy,, Hys by W,., H, respectively. The
terms Wy, Hy and W,, H, are left and right Dirichlet boundary conditions.

Newton’s method is applied to the system (6.9) until [|AW|| < ec/||W]|, where €¢ is a

tolerance value; here we use the Euclidean norm || - ||.

Stability and accuracy

Usually, it is difficult to show stability of finite difference schemes for non-linear systems. In
[47] it was shown that Crank-Nicolson scheme is stable when applied to certain linear partial
differential equations with constant coefficients. One has to notice that is not our case. Also

in [47] one can find that this scheme has second order of accuracy in space and in time.
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6.1.2 Box scheme

As it will be shown in Section 6.2, the classical Crank-Nicolson scheme as described in Section
6.1.1 cannot be applied to the system (2.23)-(2.26) because of the nature of equation (2.25)
in the context of whole system. We are saying that v is not an evolutionary variable, i.e., the
equation we have for v does not provide its time derivative. The ensuing difficulty is explained
in detail in Section 6.2.1. To solve this difficulty, we use the second order accuracy Box scheme

for the following kind of equation, see [33, 42]:

0 0
5;CW) + 5 F(W) = T (W). (6.14)

For the solution of the equation (6.14) we will use an implicit box scheme centered at the
point (m + 1/2,n + 1/2), see Figure 6.1, right. This scheme can be solved almost explicitly.
Following the notation introduced in Section 6.1 and taking into account the right stencil in
Figure 6.1 we see that (6.14) at position (m + 1/2,n + 1/2) can be approximated by:

1(9GW) nt1/2 L1 (orm)
2 ot |, ot |, 1 2 ox
1 n n n+1 n+1

n+1/2 8G(W)

" N OF (W)
ox

n+1
m+1/2)  (6.15)

m+1/2

Approximating the derivatives we obtain a second order accuracy scheme:

L (G + Gt — G — Gonr) + 2 (B — Fon — Fop + Fsa) = o)
(Vg1 + 0, + W+ Uy 4)

Looking at Figure 6.1 one realizes that the system (6.16) with boundary conditions at the left
can be solved at time level (n + 1) from left to right. That is why we construct Newton’s
method for solving system (6.16) at the point (m + 1,n + 1). The iteration using Newton’s
method is analogous to that presented in Section 6.1.1, i.e., WD = WO 4 AW we start the
iteration with Wn(SL = Wpt1. Let us assume that we know the iterate solution W/, for time
(n + 1) and the solution W,, at (m,n + 1), then we can linearize the equation (6.16) around

V_V,(,fzrl, obtaining:
(Gt GOy (DW G AWt = Gy = G ) +
% < s + (Dw )y AWy = Fy = Fu o+ FmH) - (6.17)
le <\TJ7(7?+1 + (DW‘D?(QHAWmH + ¥, + ¥, + ‘I/m+1> .
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System (6.17) can be rewritten as follows, with A\ = k/h:
(WG + ADw )y = S(Dw ) ) AWy = (B, + T+ W+ W)

- (Gm +60 — G, - Gm+1> —A (ngl B O FmH) .
(6.18)
We emphasize that the Box scheme is valid only if the left boundary condition is given. In
such a case it is implicit, however it can be solved by solving many small systems, so it is
computationally advantageous.
In [33], general stability of this scheme for linear equation is proved and some implementation
particularities are discussed. A more detailed discussion of application of the Box scheme to
system (6.14) can be found in [34].

6.1.3 Boundary conditions

In this section we show two possibilities for boundary conditions and discuss it implementation.

In our simulations we need to use both Dirichlet and Neumann boundary conditions.

Dirichlet B.C.

The Dirichlet condition consists in defining the value of the depending variable on the boundary.

Numerically for the system of the form (6.1) or (6.14) this condition corresponds to:
W(ZL’l) = WL; W(JJM) = WR, (619)

where W, and Wy are given values. Thus we have M — 2 unknowns and thus at each Newton’s
iteration we need to solve the linear system of M — 2 equations, where the boundary conditions

will appear only in the first and the last blocks of the block matrix in Newton’s method (6.9).

Neumann B.C.

The Neumann boundary condition consists of defining flow condition at the boundary of the
domain of interest (e.g at the points z; and x,,). For the one-dimensional numerical schemes

it will be
ow . ow

%(Jﬁ) = Wr; %(-TM) = Wk,

where W, and W are given values. In order to use Neumann boundary conditions numerically

we use the ghost point method. It consists of creating one ghost (fictitious) point for each

=
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boundary, indicated by zy at the left and z);.1 at the right. Now we calculate the value of
W (zo) and W (xp41) at each time step so that the discretization gives the value of derivatives
automatically. For example, if we use the Crank-Nicolson scheme the derivatives are, with

second order accuracy:

ow - Wixg) = Wi(x) ow Wi(zpe1) — Wixn—1)

oz *1) = 2h = Wi (@) = 2h

Thus the function value at the ghost point xy;yq is W(zpya1) = 2WWr + Wi(xp—1). The

=Wz  (6.20)

procedure for the point zq is analogous. This method is easy to implement because in Newton’s
method we can use the same matrices as for Dirichlet boundary conditions. The only difference
will be the dimension of the problem, which is M instead of M — 2.

Finally one has to notice that the same problem can use different boundary conditions for

the left and right sides.

6.1.4 Solution of the block tridiagonal system

We will apply the standard LU decomposition to solve the following system with the assumption
that det B,,, #0 for m =1,2,..., M,

(B, C; 0 |
AQ Bg OQ cee 0 X1 T1
: : = : ) (6.21)
0 -+ Ay—1 Bu-1 Cua Xm Ty
| 0 - 0 Ay By |
This system is equivalent to:
(B, C; 0 |
0 BQ CQ cee 0 Xl TI
0 . : =1 ], (6.22)
0 O BM,1 CM,1 XM TM
| 0 0 0 By ]
where
Bl = Bl, Tl = Tl, (623)
and for 1 <m < M:
Bm = Dm — AmB;ll_lcm—la Tm - Tm - AmB;ll_le_l- (624)



The system (6.22) can be solved by backward substitution:
BaXar = T, (6.25)

and for 1 < m < M we have:
Bme = Tm - Cm—le—l' (626)

6.2 Limitations of the Crank-Nicolson scheme

In this section we explain why the Crank-Nicolson scheme cannot be applied directly to the
system of equations (2.23)-(2.26). In the next section we propose an alternative scheme for this

system.

6.2.1 Application to the physical model

In order to apply the Crank-Nicolson scheme to the system (2.23)-(2.26) we need to find the
blocks A,,, B, and C,, given in (6.10)-(6.13) with W, G, F, H and ¥ from (6.2). The

derivatives Dy G and Dy F' are:

1 0 00 0 0 0 a
—oY/0? ¢/ 0 0 oY /6 /8 0 Y/
DG = | ~OYI0 @l C pyE— | YO /o (6.27)
—$J0? 0 0 0 /0?0 0 1/
0 0 10 0 0 0 0

The derivative of H is a trilinear form, so we can obtain a formula when it is applied on a
vector U = (Uy, Uy, Us, Uy) T

0 0 0 0 U, 0 00 0 Vi
0 ——1; 0 0 U. ——L U, 000 Ve
(DwH,V,U) = L.gz ™1 =] =P 1, (629
0 0 0 0 Us 0 00 0 Vs
0 0 0 0 U, 0 00 0 Vi
where V' = (V1, V4, V3, V4)T, so we will use the notation (Dy H,-,U) to mean
0 000
LU, 000
(DwH,- . U)y=| L&"7 (6.29)
0 000
0 000



Substituting (6.2) and (6.27)-(6.29) into (6.10)-(6.13) we obtain:

-y 0 0 Aa
2 4
AU'EiL)—lY'rszl)_l . M(YTSLZ)—Yn(ql)_J _Ava?—l I + 1 0 _)‘Yrsf)_l
A = 4(9'£rlL>—1)2 o 4Le(07(’rll)—l)2 4(9£rlz>—1)2 Ale \ of) 9&)—1 49&)—1
m 1 Y
PN 0 0w
46"_)) 40
0 0 0 0
[ b _ )
l+p 0 00 TE g(l—n) —qY 0
B _ Biy B2 00 B kae /" —W —u(l—=mn) —uY 0
m ¢ Y — )
—oD)? 000 2 - 0(; 2 pg(L—=m) pgY 0
0 0 10 e a-n -y o)
where
1 ! ! 1
= OVr) M(Y’n(l) 1= 2V, + YmJ)rl) By — 9 L 1 2 n 1
(o) AL o AL \oLy o O
[ _u 0 0 2 ]
2 1
_Avf?i«)‘FIYTEQFI M(yﬁll—yf,f)) Mv(v?Jrl K 1 + 1 0 AYn(fil
C. = 4(65)11)? ) L0027 a0, AL \ o@D T g0 100
R A
A ! AT
i 0 0 0 0 |
Also
[ O — 97(7? | [ a(vfi)ﬂ - Uirll)q + V1 — Um—1)
Ym Y'rsLl) vfﬂ? Y'rgzl) vﬁ)i)f vazl)f Um+1Ym Um—1Ym—
r o | D) | | () - (R ¢ (e — et
m 1 1 4
o — ) (5 + (s
| Mm — 777(7[1) | L 0 i
q Ty
— _ T
ARG R SR
Hg 0
1 0
where

Ty = 2(0m1 — 200 + Omyr) + 2009 =209 40 ),
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9m+1 () +1()
l !
1 1 1 l 1 1 l
£ (o) O = Y)Y = (G4 k) O = Ya),

Now we notice that the last column of the matrix B,, in (6.31) vanishes, so B,, is singular

T, = - (g ) O = Vi) = (3 + k) (Vi = Vi)t
(6.36)

and the methods described in Section 6.1.4 cannot be applied here. This problem occurs because
the original system (2.23)-(2.26) is not “complete” as a system of conservation laws, i.e., there
is no time evolution term for v. We believe this problem cannot be circumvented by considering

other finite difference schemes similar to the Crank-Nicolson scheme.

6.3 The hybrid finite difference scheme

In this section we describe a numerical method for the solution of the system (2.23)-(2.26). The
solution of this system through finite differences presents two difficulties.

First, we need to obtain the long time profile of the combustion wave, which can take a
long simulation time to form. Explicit schemes can only use very small time steps because of
the CFL restriction. Implicit schemes allow for larger time steps and may be unconditionally
stable, but are computationally more expensive. As the quality of the solution is tied to its
stability, we choose to solve the system implicitly. We avoided making any compromise between
speed and accuracy by performing our simulations using a high performance parallel solver for
the large linear systems to be solved, see details in [28].

Second, the system (2.23)-(2.26) does not possess any evolution term for the variable v,
which represents the gas speed. This particularity does not allow the usage of any implicit
symmetric three-point finite difference scheme, such as Crank—Nicolson, as has been shown in
Section 6.2. The equation (2.25) requires the Box scheme.

Instead of using the Box scheme on the whole system, we can use a hybrid scheme which
consists in applying the Crank-Nicolson discretization on equations (2.23), (2.24), (2.26) and
the Box discretization on (2.25). The resulting scheme is fully implicit.

The notation used in this section is different from that used in the rest of this chapter.
This is so because here we follow the notation used in the documentation of the software for
simulations of systems similar to (2.23)-(2.26) developed in the Fluid Dynamics Laboratory at
IMPA [29]. We apologize to the reader for the inconvenience.

The equations (2.23), (2.24) and (2.26) can be written as a system of three equations of the



form:

P 2 2 (s5e) + et (637

where the 4-component variable u and the functions h, f, g, h are equivalent to the variable
W and functions G, F, H, ¥ from (6.1) respectively. On the other hand, equation (2.25) can

be written as:

(u) of (u) _
o T ar A
We denote with tilde the function that follow the Box scheme discretization, and functions

(6.38)

without tilde follows the Crank-Nicolson discretization. So for (6.37), we use the Crank-Nicolson

discretization analogous to (6.4):

e
1 k 4h n+1
— (g + gp = (gr 4 200+ g 4 (g g — S
4h - 2 (6.39)
_ M fa
2 4h

1 n n n n n n n n n ql
a2 ((9i+1 + 97 uia — (91 + 297 + 9w + (g7 + g ) + 9
For (6.38), we use the Box scheme analogous to (6.16):

P AR R T @ T Bk - f L @
2k 2h 4 2k 2h 4

(6.40)

We group the LHS and RHS terms into the functions F (corresponding to time step n+ 1) and

y (corresponding to time step n) respectively, obtaining:
G =0, (6.41)

where

Guy, . uppuy ™) = F ) =yl ). (6.42)

Now Newton’s method for solving the problem (6.41) can be written in the form analogous to
(6.9) with du corresponding to AW as:

u™ = 4 + 6u, where {ag(u)] ou = —g(u(l))- (6.43)
u®

u

( )

We need to calculate the matrix . Inspecting (6.39)-(6.40) we see that it is a system with

block tridiagonal form with blocks of 4 lines, see [29] for details. The first three lines of each
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block involve the matrices:

9G; . I gz/'+1(ui+1 — ;) + giv1 + 9i

Oi N 8Ui+1 N 4h B 4h? ’
o 9G; ﬂ B gi(Uir1 — 2u; + uim1) — gir1 — 295 — Gi1 B Q_£ (6.44)
ou k 4h? 2’ '
06 i gia(uicn —wi) + gi+ gia
o 8ui,1 N 4h 4h? ’

where we denote 1/, f’, ¢’ and ¢’ the matrices dh/du, df /du, dg/du and dq/du. The last line of

each block has a different form:

9G; _il/- fisr @i

é’i _ _ il _
8u~i+1 B 2k :{_ 2h 4 ’
96 W g
A= 2= 2 1 6.45
P

Oy

All the blocks are calculated for the generic [-th iteration of Newton’s method to obtain the
solution at time step (n+1). For the system (2.23)-(2.25) we recall that:

0 0 av 1 0 00 q
Y Y/0 Y/0 0 4 0 0 —
U = , h = (b / ) f = ‘ / y 9= Led » 4 = : P (646)
n n 0 0 0 00 1
v /0 v/ 0 0 0O L
If we put the line numbers as [], schematically the blocks A, B and C' will be:
sz Agl] Bl[l]
Cz = Ci[g] ) Az = A?] > B; = Bi[3] ’
ol A B

where the indices [1], [2], [3] corresponds to each of the three lines in (6.44) and the index [4]
correspond to (6.45).

6.3.1 Inicialization particularities

Equation (2.25) has to be taken into account to initialize the variable v at time zero. In this

section, we show a simple way to initialize the variable v using a one time step discretization.
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For example, we can use a central-space forward-time scheme. In this case equation (2.25)

o (1 1 1 (VUpg1 Vi 0
A — - =, P . 6.47
e\oy —w) Tan\m, ) Tt (647

Assuming that the temperature at the first time step do not change much we consider 6} = 6° |

gives:

obtaining:
vy, v
9%: N 021_1 = 2hj1g®y, = 2hpiga Yy (1 = 1y,) exp(—/0y,). (6.48)

Thus, we can initialize v° to be compatible with the data 6°, Y° and n° as functions of x.

6.3.2 Application to the physical model

In the current version of software the function g(u) in (6.37) corresponding to the viscosity
term has to be constant. Fortunately the only component of ¢ that is not constant for the
model we are considering corresponds to the term goo = p/L.. Using (2.20) we transform it
into gao = 1/(AL.). As the function @ varies in small interval 1 < § < #°, in our simulations
we use 1/(6°L.) < goo < 1/(L.). We made simulations for go 5 equal to the maximum and the
minimum value in the previous inequality. Since the results of these simulations were visually
indistinguishable we make g, 5 constant, corresponding to 8 = (1 + 6°)/2.

As explained, we consider ¢ = 0 and ¢; = ¢;41 = gi—1 = g. Thus for the lines r = 1,2,3
(corresponding to (2.23), (2.24), (2.26)):

S A CA—
ol _ fi 9" p_hT @ g S 9" (6.49)

i 4h  2R%’ : k 2’ LT 4h 2R%

For the line 4 (corresponding to (2.25)):

[4]/ [4}/ [4}/ 4/ 4/ 4/
o _ hity n finn @i, Al — hz“ _ fz’[ | _ ql[ | : B4 _p (6.50)
! 2k 2h 47 ¢ 2k 2h 4’ ¢ '
The matrices used above are:
1 0O 00 0 0 0 a
—0Y/6? g 00 —vY/§? g 0 Y/0
b | oy o | e 0y 651
—(b/(‘)z 0O 00 —0/92 0 0 1/0
0 0O 1 0 0 0O 0 0
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For the combustion rate we use T = avexp(—~v/60) (then & =Y (1 —n)Y):

(1 =n)Y/0>  q(1-n) —qY
: —py(I=n)Y/0* —p(l—n) pY
Y1-nY/?  (1-n) =Y

gy (L=n)Y/0?  pg(1—n) —pgY

T, (6.52)

o O O O

For y, in Newton’s method all functions are calculated at the time n, we use the equation (6.53)
for r = 1,2,3 and the equation (6.54) for r = 4:
AP g g g
M= e 6.53
o= T (6.33)
74 74 Fla A4
8 — h£+}1+h£] _ fi[Jr]l_fi[] +QH +q"
2k 2h 4 ‘
Our simulations for the parameter values taken from Table 2.3 can be seen in Figures 6.2

(6.54)

and 6.3. Notice that for this choice of parameter values we are inside the region where € is small
as plotted in Figure 4.2. We studied the interval [0, 10*] with 10 grid points and the activation
energy constant v = 2.0. The initial data for the simulation is shown on the left side of Figure
6.2. Figure 6.3 shows the profile of the numerical solution of the system (2.23)-(2.26) at time
t =2-107. We observe the presence of the thermal wave (the small increment in the variable 6
corresponding to the temperature near £ = 2000) and the combustion wave. The thermal and
combustion waves shown in Figure 6.3 appear in the Riemann solution of the system (2.23)-
(2.26) as schematically represented in Figure 5.2. On the right side of Figure 6.2 we show the
combustion wave taken from Figure 6.3 on the same scale as the quasi-stationary approximation
(4.24). This Figure shows reasonable agreement between the simulated combustion wave and
that obtained by using singular perturbation technique. The discrepancy between two waves
is not caused by the difference between the zero order approximation and the exact solution
because in this case the correction parameter from (4.21) is € &~ 107%. We speculate that the

discrepancy is due to the long time that the solution requires to converge to its traveling form.

The simulation of the system (2.23)-(2.26) with parameter values taken from Table 2.2 for
different initial data are plotted in Figures 6.4 and 6.5. In these simulations we use fixed time
step length equal to 1, thus the number of time steps indicated in each figure coincides with
the dimensionless time of the simulation. Analogously to Figure 6.3 one observes the formation

of the thermal and combustion waves.
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Figure 6.2: In this simulation using the hybrid scheme we use initial data as shown on the left.
On the right we compare the combustion wave profile at time ¢ = 2 - 107 obtained through the

numerical simulation from Figure 6.3 (circles) with the semi-analytical one obtained solving

(4.24) (lines). Here we use parameter values from Table 2.3.
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Figure 6.3: Numerical simulation using the hybrid method for system (2.23)-(2.26) at dimen-
sionless time ¢t = 2 - 107 showing the formation of thermal and combustion waves (Y and 7

coincide). The initial data is plotted on the left side in Figure 6.2. Here we use parameter

values from Table 2.3, except v = 2.
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The parameter 6° (temperature of the combustion wave) allows an easy comparison between
the semi-analytical solution and the numerical simulation. We find its exact value by solving
the corresponding Riemann problem, obtained in second equation in (4.16), substituting the
parameter values from Table 2.2; it is #° = 2.0651. Of course, this value coincides with that
obtained by using the zero order approximation as plotted in Figure 4.3 (from the output data
we obtain ¢° = 2.0651).

Observing Figures 6.4 and 6.5 one can see that the combustion wave profile requires a long
time to stabilize, this is why we performed two simulations. The first one (plotted in Figure
6.4) started with the initial data for the variable # as 2. This simulation yields a combustion
wave temperature equal to 2.069. The second (plotted in Figure 6.4) started with the initial
data for the variable # as 2.5. This simulation yields a combustion wave temperature equal
to 2.07. As we see the numerical simulation supports the theoretical result with relative error

close to 0.2%.

6.4 Conclusions

In this chapter we developed a hybrid finite difference scheme to solve numerically the system
(2.23)-(2.26), which cannot be solved by the Crank-Nicolson scheme.

The combustion wave profile obtained numerically was compared to the zero-order approx-
imation of the analytical solution from Chapter 4 in Figure 6.2 showing good agreement and
supporting the usage of singular perturbation method.

The simulations plotted in Figures 6.4 and 6.5 show the formation of the thermal and
combustion waves as predicted theoretically through the solution of corresponding Riemann
problem illustrated in Figure 5.2. Finally, the value for the combustion temperature 6° obtained
solving the Riemann problem agrees well with the value obtained by numerical simulations.

The results discussed in this Chapter were published in part in [16, 17].
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Figure 6.4: Numerical simulation using the hybrid method for system (2.23)-(2.26) with param-
eter values from Table 2.2 showing the formation of thermal and combustion waves. Figures (a)
- initial data, (b) - after 30.000 time steps, (c) - after 200.000 time steps and (d) - after 510.000
time steps. Initial value for the variable 6 at the injection end was taken as 2, the thermal wave
is almost indistinguishable because of the diffusion effect. Notice that the combustion wave has

a thin reaction layer where all the oxygen and fuel are consumed and thick thermal layer where

only thermal conduction occurs. Compare with Figure 6.5.
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Figure 6.5: Numerical simulation using the hybrid method for system (2.23)-(2.26) with param-
eter values from Table 2.2 showing the formation of thermal and combustion waves. Figures
(a) - initial data, (b) - after 50.000 time steps, (c) - after 200.000 time steps and (d) - after
510.000 time steps. Initial value for the variable 6 at the injection end was taken as 2.5, the
thermal wave is smooth due the diffusion effect. Notice that the combustion wave has a thin
reaction layer where all the oxygen and fuel are consumed and thick thermal layer where only

thermal conduction occurs. Compare with Figure 6.4.
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Chapter 7
Stability analysis of combustion waves

In this chapter we introduce a simplified model for gas-solid combustion, which can be obtained
from (2.16)-(2.20). There are reasons to do so. (1) We do not know how to perform the stability
analysis of system (2.16)-(2.20). (2) Other simplifications described in Remark 7.2 have been
subject to mathematical analysis, yet they are not physical as they consider infinite supply of
oxygen and absolute zero temperature inside the reservoir, our simpler model is more physical.
(3) As shown in Chapter 6, the numerical simulations for system (2.16)-(2.20) are not easy.
Most importantly, the simplified model is more likely to be amenable to analysis.

The simplifications we will perform consist in considering the Lewis number so high that
1/L. can be replaced by 0. Instead of the ideal gas law (2.20) we assume that p is constant. It
follows that the gas speed v > 0 is also constant. We introduce by ¢ = av. Thus the system
(2.16)-(2.20) can be rewritten as follows. The dependent variables are temperature 6, oxygen

fraction Y and fuel y = 1 — 7, where 7 is the dimensionless fuel depth defined in Section 2.1:

00 00 0%

E—FC%—@—F(]@, (7.1)
oY oY

n + 1)% = —pQ@, (7.2)
ox

N (7.3)

The combustion rate is described by Arrhenius’ law:
d=KYye /. (7.4)

In Chapters 4 and 5 we find the combustion wave profile in the form of traveling wave

for certain ISC models. In Chapter 6 we present numerical evidence that these waves exist
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supporting our analysis. However, stability analysis of the combustion waves is such a delicate
issue that a mathematical study is necessary. Unfortunately, the system (2.16)-(2.20) is difficult
to work with, that is why in this chapter we present our efforts towards proving the stability
of the combustion wave using the simplified model.

In Section 7.1 we apply the singular perturbation method to obtain the combustion wave
profile for the simple model. In Section 7.2 we provide heuristic calculation for the continuous
spectrum of the perturbation around the approximate solution obtained in Section 7.1. Finally,

in Section 7.3 we summarize all we did in this chapter.

Remark 7.1 (Non-combustion waves) It is easy to perform the analysis of the hyperbolic
behavior of the system (7.1)-(7.3) as we did in Section 5.4. The characteristic speeds and

corresponding characteristic modes of the resulting system are:

)\0 =G (17070)Ta
Ay = V3 (Oa L O)T; (75)
A =0; (0,0,1)".

We can see that the Riemann problem possesses three non-combustion contact waves. The
slowest one is an immobile fuel wave A\, = 0, the intermediate one is a thermal wave with speed

Ao = ¢ and the fastest one is the oxygen composition wave with speed Ay = v.

Remark 7.2 (Simplest model) There is another possible way to simplify the model (2.16)-
(2.20). We can make the previously mentioned simplifications except the Lewis number is not
considered large. Another simplification is to assume infinite availability of fuel (equivalently
one can consider infinite availability of oxygen). In this case the variables are 6 - temperature

andY - concentration of oxygen. There are two constants L. - Lewis number, 3 - reaction rate:

00 9% X

- - 7 -1/

o T Ye (7.6)
oY 1 0%Y _

o = Loam e (717)

This model has the following difficulty. The associated ODE system for traveling wave
possesses only two equilibria, one for Y = 0 and another for 8 = 0. From the physical point
of view considering 0 = 0, or equivalently 0°K, does not make sense. However this model is

amenable to detailed mathematical analysis, see [6, 25].
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7.1 Co-flow combustion traveling wave

Of course the singular perturbation analysis as performed in Chapter 4 for the traveling wave
in the physical model is applicable to the simplified model (7.1)-(7.4) discussed here. Next we
obtain the zero-order approximation of the traveling wave solution of the system (7.1)-(7.3)

and compare it to the numerical solution.

7.1.1 Rankine-Hugoniot condition

Analogously to Chapter 4 we solve the Riemann problem with the following boundary conditions

for the combustion wave:
Left: 6., Y_=1, x_=0; (7.8)
R,lght 6+, Y+ = 0’ X+ = 1. (79)
Let us assume that the variables 6, Y and x from (7.1)-(7.3) depend only on & = = — Vi,

i.e., with some abuse of notation we write § = 0(§) = 6(x — V't), etcetera. The traveling wave

associated to (7.1) reads:
—VO+ch=0+qd

—VY +0Y = —pd (7.10)
—Vyx =—0.

Here the dot represents derivatives with respect to £&. After one time integration we have:

0+V0—cl+qVyx+ K, =0; (7.11)

VY +0Y + uVx + Ky = 0; (7.12)
1

¢ = —®. 7.13

X=1 (7.13)

Substituting the left boundary conditions (7.8) into (7.11)-(7.12) one obtains

(V—C)‘g_ +K1 = 0;

(7.14)
(U — V) + K2 = 0.
Substituting the right boundary conditions (7.9) into (7.11)-(7.12) we get
V=)0 +qV + K, = 0;
(V=) +4 ! (7.15)
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From (7.14)-(7.15):

(U qu

Ki=(-V)_, Ky=V—v; V= 0_ =10 _
1 (C ) ) 2 v; 1—|—,U,7 ++U—C(1+,U,)’

(7.16)

where the last two equations correspond to the Rankine-Hugoniot relations. Notice that from
the third equation of (7.16) follows that V' > 0.

7.1.2 Approximate profile for the combustion wave

Substituting (7.16) into (7.11)-(7.13) one obtains the following system of two differential equa-

tions and one algebraic equation describing the traveling wave solution:

—V)(0—0-)—qVx;

®; (7.17)
— X'

:(C

0
X=7v
Y =1
As we already know, the zero-order approximation of the system (7.17) is (6y(x0), Yo(X0), Xo0);
such that:

(c=V)(0o —0-) — qVxo =0;

Yo =1- xo; (7.18)

Xo = %(3(9073/07960)7
where yo = x0(£) and x = x0(0). This system provides equations for 6y and Yj in terms of xq

and an implicit equation for y in terms of &:

() = b + LX),
Yo(€) =1 — xo(); (7.19)
M Mo (e )
ViU (c=V)_-+qVx) x(1—x)
Defini
efining A_e__ - v o 1 - ] (720)
oy _’y(c—V)’ x_A—i-B)Z’ ZEO_A—i—BXO '

the last equality can be written as:

K 1 1 1 1 1 . 1
(o) o) )

(7.21)

The equations (7.20) and (7.21) define xo = xo(§) implicitly.
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7.1.3 Numerical simulations

In this section we apply the Crank-Nicolson scheme with adaptative time step as described in
Section 6.1.1 to simulate the simplified combustion model given by the system (7.1)-(7.3) with
combustion rate (7.4). For the details about implementation see [28]. In this simulation we
use up to 10.000 grid points and to control numerical oscillations we add a small fixed diffusion
term in (7.2). We use the parameter values ¢ = 0.2, ¢ = 0.9, v = 1.2, K = 107%, y = 2 and
v =4.

The initial data for the simulation is shown on left side of Figure 7.1. We show the profile
of the numerical solution of the system (7.1)-(7.3) at time ¢ = 2- 107 on the right side in Figure
7.1. The formation of the thermal wave (near ¢ = 5 - 10%) and the combustion wave (near
£ = 8-10°) are clearly visible. These waves were predicted by hyperbolic analysis in Remark
7.1. Immediately after the thermal wave we see a small elevation in the variable #: it is a

transient (not numerical) effect which disappears with time.
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Figure 7.1: Numerical simulation using the Crank-Nicolson scheme with adaptative time step
for the system (7.1)-(7.3) with the parameter values ¢ = 0.2, ¢ = 0.9, v =12, K = 1074, =2
and v = 4. The initial data is plotted on the left. Simulation results after 2 - 107 time units

showing the formation of thermal and combustion waves are plotted on the right.

On the left side in Figure 7.2 we show the quasi-stationary approximation of the combustion
wave profile obtained by numerical integration of (7.19) with y = 0.5. On the right side in

Figure 7.2 we plot the combustion wave taken from Figure 7.1 on the same scale as the quasi-
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Figure 7.2: Singular perturbation approximation (7.19) on the left and the combustion wave
profile obtained by Crank-Nicolson simulation from Figure 7.1 on the right. Both plots are on
the same scale. We use parameter values c = 0.2, ¢=0.9,v =12, K =107*, p =2 and v = 4.

stationary approximation. Both plots are visually indistinguishable.

7.2 Perturbations of the approximate traveling wave

Let us consider the system (7.1)-(7.3) in traveling wave coordinates:

0,0 — VOO + cO0 = Ogel) + qP
0Y —VOY +v0:Y = —ud (7.22)
Ox — VOex = —9.
We can rewrite this system as:
U + Le(U) =¥ (U), (7.23)

where U = (0,Y,x)”, L¢ is a linear second order differential operator in £ and W is a general
source term. Now we recall that the singular perturbation for the solution U of the system
(7.23) yields U = Uy + €U, + O(€?), where Uy and U, do not depend on ¢. Thus (7.23) can be

rewritten as:

€0,U, + Le(Up) + €Le(Uy) = U(Up) + €V (Up)Us + O(€2). (7.24)
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Now we rename the first order approximation of the solution U; = €U, obtaining:
QUL + Le(Up) + Le(Uy) = Y (Up) + Vi (Up)Uy + O(JUL]?). (7.25)
We can rewrite it as:
(0 + Le — Ty (Uo))Ur = (V) — Le(Us) + O(|UL[*). (7.26)

Notice that since the zero-order approximation Upy(&) satisfies the boundary conditions (7.8)

and (7.9), then U;(§) is a correction term; this correction term satisfies:

Jim U(€) = 0. (7.27)

In what follows we replace the RHS of (7.26) by zero (this is equivalent to assuming that

the zero-order approximation satisfies the system (7.22)).

Remark 7.3 Notice that, as (7.24) shows, the RHS of (7.26) is not zero. In fact the zero-
order solution does not satisfy the system (7.22) exactly. However the singular perturbation in
Chapter 4 was derived by expanding the system (7.1) as power series in € and then equating all

terms with the same order in €. If this analysis is valid, the right hand side of (7.26) has order

€2, so we neglect it relative to the left hand side, which has order e.

Neglecting the O(e?) terms and using U = Uy + Uy, (7.22) in (7.26), where the right hand side

of equation (7.26) is replaced by zero, one obtains:

001 — V&gﬁl + 08591 = 85591 + q®pb; + qPy Y + q<I>XX1
Y1 = VOY1 +v0:Y1 = —pu®gly — p®yYy — p®yxy (7.28)
Ox1 — VOex1 = —®gb) — DyY) — O\ x1.

The functions ®4, ®y and ®, depend on xo:

0 = T ) By =\ Tk 8 = Y Tk Y0u) = Kexp (7). (729

where ®y, &y and @, are functions of £ using xo = xo0(§) that is given implicitly by equations
(7.20)-(7.21). The functions y(xo) and Yy(xo) are given in (7.19).
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7.2.1 Constructing the evolution operator

Now we assume that our variables (01, Y7, x1) depend on ¢t and & in the following way:

(01 (ta 5)’ }G(t, 5)’ X1 (tv f)) = eAt(él (§>a ﬁ(f% Xl(f)% (730)

where we are looking for real A\. In the following we will omit the hats, keep the subscript 1,

and substitute (7.30) into system (7.28), obtaining the eigenvalue ODE problem:

A1+ (¢ — V)deOy = deeby + qPob1 + qPy Y1 + qPyx1
/\Yl + (U — V)dei = —,u<I>96’1 - /ubq)ylfl - Mq)xxl (731)
Ax1 — Vdexp = =Pty — PyY: — &, x4,

with the boundary conditions defined by (7.27). The second order system above can be reduced
to a first order system by introducing the variable ] = d¢b;:

([ de0, = M0y + (¢ — V), — q®by — q®y Y1 — Py 1
dgel = 61
AV [ (7.32)
deY, = dyh Dy Y] d
el K—U+1V—v(q 001 + qPyY1 + qPyx1)
\ dex1 = RS + V(q@ael + Py Y1+ qPyx1).

In order to simplify notation we drop the subindex 0, so we write Y, 6, x instead of Yy(¢),

00(&), x0(§). Thus the system (7.32) can be rewritten as:

(c—=V) A= qg—;b —qx T —qY Y
0 0
01 1 0 0 0 91
de | 1| = e 7.33
§ Y, 0 pry® uxY + X pY Y Y, (7.33)
2V —-v) V-u V—-v
X . D XY YT | BN
L 62V V V i

From the general ODE theory we know that given any initial condition the system (7.33)
possesses a unique solution for all £. In order to perform the analysis of the boundary value
problem we calculate the solution of the ODE in three subregions. First we analyze the limit

cases: & > M and & < —M, for some large M > 0. Then we study the behavior of U; for
—M < &< M.
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7.2.2 Left limit case

First let us consider the case £ < —M. If M is large enough, in the interval (—oo, —M) the
operator (7.33) can be approximated using the left boundary condition (7.8) (Y — 1, x — 0)

obtaining: i i
c—V A 0 —qY_
01 01
1 0 0 0
91 91
de = \ T , (7.34)
Y, f2- Y,
! 0 0 V—v V-—-uv !
X1 T_+ A X1
0 0 0
L Vv i

where T_ = K exp(—y0-"). We rename the matrix in (7.34) as A_ and diagonalize it using
D_ =A"'A_A_, where:

- A -
- . 0 . 0 0
0 S 0 0
D_= vV 1 . A=/(V—=0c)2 44,
0 0 5(0 -V —-A) 0
1
0 0 0 5(0 -V +A)
'0 T_4+X c—=V-A c—-V+AT
V 2 2
A=1]0 1 1 1 . with
1 AN 0 0
|0 Ay 0 0 |
Al = V(T +0) = (T = V2T A, — eV (T A) = (TN = V2T
b qV(T_V =T _v—u}) T qY_V? '
Thus the general solution of (7.34) is:

[05(€), 01(8), (&), xa(§)]" = A~" exp(D_§) A_ B, (7.35)
where B~ = [By, ..., B;]" is a vector of real constants to be determined later. As the matrix
A_ is constant in € and has full rank, we define the vector of constants C_ = [C,...,C;]T =
A_B_ and rewrite (7.35) as:

[01.(), 01(€), Y1(€), xa(§)]" = A= exp(D-¢) C-, (7.36)

where C_ needs to be determined later.
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The boundary condition (7.27) implies:

lim 61(¢) =0, lim 0;(£)=0, lim Yi(§) =0, lim x;(§)=0. (7.37)

E—+oo £—+oo £—+oo £— oo

Therefore we look for solutions 67, 61, Y} and x; that decay to 0 as £ — —oo. Notice that the
matrix A~' in (7.36) is constant in &. Then 6}, 6;, Y; and y; are linear combinations of the
elements of the vector exp(D_&) C_, so we just need to analyze the behavior of this vector as

¢ tends to —oo:
exp(D_§) C_ =

A
Cy exp (mf), Cy exp (

T+ V—A c—V+A 1"

&), G5 exp (——5——¢), Cf exp (—5——¢)
(7.38)

The analysis is quite simple: if the sign of the coefficient of ¢ (which is an eigenvalue) inside

the exponent is positive, the solution decays as § — —oo and the corresponding coefficient C}
represents one degree of freedom for the solution (i.e., C; does not need to vanish). If the sign
is negative, the corresponding coefficient C'; must be zero. In the case when the coefficient of
¢ is zero we cannot conclude anything.

From the third equation of (7.16) we get V — v < 0. It follows that if A < 0 then C| is a
free parameter, and if A > 0 then C; = 0. If A > —Y_ then C5 is a free parameter, and if
A < —=T_ then C; = 0. For two last eigenvalues the analysis is more delicate. The eigenvalues
are real only if A\ > —(V — ¢)?/4, let us consider this situation first. Based on the results
for the physical model studied in Chapter 4, we may assume ¢ < V', thus for the eigenvalue
corresponding to C5 to be positive it is necessary that c—V — A > 0,asc <V and A > 0
we conclude that C5 = 0 for all A > —(V —¢)?/4. If A < —(V — ¢)?/4 we need the real part
of the eigenvalue to be positive, however Re(A) = 0 in this case and as ¢ < V we get C5 = 0.
An analogous analysis yields C; =0 for A < 0, and C} is a free parameter for A > 0.

We can associate the constants C to the degrees of freedom that the system (7.34) possesses
when the boundary conditions (7.37) at —oo are imposed. Schematically we can represent the

number of degrees of freedom or the nonzero constants C;” for different regions of A in Figure 7.3.
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Figure 7.3: Schematic representation of the degrees of freedom in different regions of A for

§ — —00.

7.2.3 Right limit case

Now we consider the case & > M. If M is large enough the operator (7.33) can be approximated
in the interval (M, oo) using the right boundary conditions (7.9), obtaining:

o
th
Y,
X1

where T, = K exp(—v0;").
Dy = A;'AL Ay, where:

0
Yy 4+ A
D, = V—-v
0

o <>

o

0
A+: O
0
1

—qT4
1 0 0
= wYy+ A
0 0
VT_ )
0 0 —*
i \%

[~V A

<|> o o o

o
th
Y,
X1

(7.39)

We denote the matrix in (7.39) by A, and diagonalize it using

, with

0 0 |
0 0
1 9
§(C—V—A) 0
1
i+ ¢c—=V-A ¢c—-V+4+A]
V- 2 2
1 1 1
As 0 0
Ay 0 0

Ay = (V—=v)Mc—v)+puYi(c—=V)) = (uYL + N)?

gL (v—V)2
A, = (v=V)YAv—=0c)+puYT(V—0c))— (uTy+ )\)2.

Y

q(v = V)(VpTy + Av)
Analogously to the left limit case the solution of (7.39) is given by:

[0/1(5)7 01(5)7 }/1(5)7 Xl(g)]T = A-T-l exp(D+£) A+B+7

1)

(7.40)
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Figure 7.4: Schematic representation of the degrees of freedom in different regions of A for

& — o0.
where BT = B, ..., Bf]" is a vector of real constants to be determined later. As the matrix
A, is constant in € and has full rank, we define the vector of constants Cy = [C}, ..., C/]T =

A, B, and rewrite (7.35) as:

[9/1(5)7 01(5)7 }/1(5)7 Xl(g)]T = A-T-l eXp(D+€) C—‘m (741)

where C; needs to be determined later.
Because of the boundary conditions (7.37) we want ¢/, ¢,, Y7 and x; to decay to 0 as £ — oc.
Then 0}, 01, Y1 and x; are linear combinations of the terms of the vector exp(D,£)C, and we

just need to analyze the behavior of this vector as £ tends to —oo:

exp(D4£)CL =
A T, +\ c—V—-A c—V+A "
C exp <7§)’ C exp (%5), Cy exp (Tﬁ), C exp (Tﬁ)
(7.42)

In this case we need the coefficients of ¢ (eigenvalues) to be negative. If A\ < 0 then C} is a
free parameter, and if A > 0 then C;" = 0. Since V — v < 0 it follows that if A > —u Y, then
Cy is a free parameter, and if A < —u Y, then C5” = 0. For two last eigenvalues the analysis is
similar. When A > —(V —¢)?/4 it follows that A is real and thus c—V —A < 0 and Cf is a free
parameter. If When A < —(V — ¢)?/4 we need the real part of the eigenvalue corresponding to
Cy to be negative. As in this case Re(A) =0 and ¢ < V this always happens and C5 is a free
parameter for all \. An analogous analysis results that if A\ < 0, then C} is a free parameter
and if A > 0 then C} = 0.

We associate the constants C;” to the degrees of freedom that the system possesses and

represent them schematically in Figure 7.4.

7.2.4 Solutions that match the limit cases

Now we can show evidence that the system (7.33) possesses a solution for all . Since all

functions involved are smooth we expect that there is some real number M, such that for
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Figure 7.5: Schematic representation of matching three types of solutions in the intervals
(_007 _M]a [_Mv M] and [Mv OO]
cc.c.,c, . cc,cc.c, IC71C72C+1C+QC+3C+4I c,C.,C.C,

-1 —uT, 0 Re(\)

Figure 7.6: Schematic representation of the degrees of freedom in different regions of .

|€| > M the solution of the system is close to the solutions of the limit cases described before.
According to the general ODE theory we know that the system (7.33) possesses a fundamental
matrix (the solutions of this ODE forms a basis at any ) in the interval [—M, M], see [45].
So we need this solution to match the solutions obtained from the limit cases as shown on
Figure 7.5. In order to do the match we perform the following heuristic analysis. We need to
match the solutions for the limit cases in £ in the 4D space of states (¢',6,Y, x). So we need to
match 4 components of the vector U;. In Figure 7.6 we combine Figures 7.3 and 7.4 to show
schematically how many degrees of freedom the system (7.33) possesses.

The system (7.33) is autonomous, thus the solutions are obtained up to some constant and
we need to fix the value at some point £ for at least one variable ¢, 8, Y or x. So we need to
use one degree of freedom to fix this constant. Thus we need five free parameters (or degrees
of freedom) to match together the solutions at different &-intervals. As represented in Figure
7.6, this happens only inside the interval [-Y_,0]. Inside the interval [—uY,,0] we get one
extra free parameter. We conjecture that it is associated with the geometric multiplicity of
cigenvalues. Taking these facts into account we can expect that the spectrum of (7.33) is the

interval [—Y_, 0] and that it has geometric multiplicity 2 in the interval [—uY ., 0].
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7.3 Conclusions

In this chapter we have introduced the gas-solid combustion model described by the system
(7.1)-(7.3), which is a simplification of the physical model (2.16)-(2.20). However, this system
still possesses the same wave sequence as the original one. We solve the Riemann problem
for (7.1)-(7.3) with boundary conditions (7.8), (7.9) and use Singular Perturbation method in
order to obtain an approximation of the combustion wave profile.

Next, we have performed some heuristic calculations and we state a conjecture about the
operator governing the evolution of perturbations around the combustion wave profile. The
conjecture is that this operator possesses the spectrum [—Y_,0], i.e., it satisfies a necessary
condition for stability of the combustion wave profile. For the solution obtained with the
Singular Perturbation technique the spectrum has geometric multiplicity of two in the interval
[—uY 4, 0], see Figure 7.6. Unfortunately, we cannot conclude anything about the point 0 of

the spectrum. Of course, numerical simulations support the stability conjecture.
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Chapter 8
Introduction to reaction kinetics

The main purpose of this work is to study certain models for the combustion wave occurring
during the ISC process. However, the input of the combustion models requires many data,
which can be found scattered in the literature. The reaction rate R, of coke combustion with

oxygen is usually given by:
. —-F
RC = chg exp (ﬁ) [1/8], (81)

where m is the reaction order, Cy is the ratio of the oxygen partial pressure and atmospheric

pressure, F is the activation energy, R is the ideal gas constant. The coefficient k. is given by:
ke = Ak, [1/s], (8.2)

where 7 is an efficiency factor, A, [m?/kg — coke] - specific surface area, k. [kg/m?s] is the
frequency factor of the reaction.

This chapter serves two purposes. First we want to give a rationale for meaning of coefficients
in equations (8.1), (8.2) and secondly we want to obtain a uniform basis for a comprehensive

data set. For more details see [15].

Remark 8.1 (gas transfer effects) The reaction inside the particle produces other gases that
are expelled out of the particle. Thus the concentration of oxygen in the bulk gas layer C, and
the concentration of oxygen on the particle surface Cy can be different due to external mass-
transfer limitations. This effect slows down the reaction rate. In [22, 44] this correction is

neglected, in our analysis we also neglect it.
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8.1 Specific surface area

In the literature it is often assumed that carbon based fuel has a porous structure. In order to
react, the oxygen present in the air has to contact the fuel present inside this porous structure.
A porous coke particle has a specific external surface area, which is of the order of the inverse
particle diameter. However, the larger contact area is within the particle. It is also referred
as the internal surface area. The internal surface area can be one to several hundreds square
meters per gram. It is clear that in such a case we can also consider that the oxygen is dissolving
inside the coke particle as the space available to the oxygen will be of the order of molecular
size. We will ignore these complications and talk about internal and external surface.

In the literature there is a concept of catalytical (reacting) surface of the particle as the
surface where the reaction occurs: it contains the internal and external surface areas. The
catalytical surface area Ay of the particle is obtained by injecting nitrogen close to the boiling
point in a sample of fuel and fitting it to a BET isotherm (using BET method) [13]. It can be
found in the literature [22, 44] for different materials in units of square meters of surface area
per kilogram of fuel.

During the reaction the surface area can change, see [35]. Here we are not considering this

possibility by assuming that the catalytical surface area remains constant.

8.2 Order of reaction

The carbon-containing molecules on the particle surface are geometrically distributed in some
way. In order to react, oxygen has to be absorbed onto the catalytical surface of the particle.
To take the Langmuir absorption into account we have to approximate the reaction rate in
a concentration range of interest as being proportional to the oxygen concentration to some
fractional power and by introduce the order of reaction. Following [36], we define the order
of reaction in the following way. If the rate of reaction can be expressed by an empirical
differential equation that contains a factor of the form k[A]*[B]?..., where [A], [B], etc., are
the reactant concentrations, o and [ are constant exponents (independent of concentration
and time) and k is a (rate) coefficient independent of [A], [B], etc., then the reaction is said
to be of order a with respect to A, of order  with respect to B, ... , and of total order
m = a+ 4+ .... In general the exponents «, (3, ... can be positive or negative, integer or not.

It is also possible to consider the order «, etc., of the reaction to depend on time and to change
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with the concentration ranges.

There are two common ways to use the reaction order. One considers all the elementary
reactions that appear during the combustion. In this case the elementary reaction orders coin-
cide with the integer stoichiometric coefficients, however, one needs to know all the elementary
reactions that occur in the combustion and put them into the system of conservation laws de-
scribing the physical model. Even in ideal cases this is rather complex. As the composition of
petroleum coke can vary, the elementary reactions can vary substantially. Moreover the result-
ing system of conservation laws is very difficult to work with. Finally, using this formulation
it is not clear how the geometrical properties of the particle pores mentioned before influence
the elementary reaction orders.

That is why in this text we consider the experimentally obtained reaction order. In the
case of combustion we are interested in, the coke changes slowly. Thus we consider only the
reaction order corresponding to the oxygen concentration (rate between the oxygen pressure on
the surface and reference pressure, in our case atmospheric pressure) on the catalytical surface.
It coincides with the total reaction order and we denote it by m. This quantity is dimensionless

and its range is usually 0.3 < m < 1 for coke combustion, [44].

8.3 Distribution of petroleum coke in the porous media

Let us consider the reservoir under the effects of the thermal wave when the water has already
evaporated and the reservoir is filled with oil and gas. We indicate the surface tension forces
between oil and rock, oil and gas, gas and rock by Fogr, Fog and Fgg, the adherence force that
attracts oil to rock surface by F4 and the contact angle by 6. Figure 8.1 indicates the tension
forces with the corresponding subscripts acting on the three-phase contact line. The surface

force balance equation (Young law) is written as Frg — For = Fog cos(f), or equivalently:

Fre — F
cos(f) = % = K. (8.3)

We recall that the surface tension v is defined as derivative of the Gibbs free energy G with

oG
_ (2= A4
! ( 0A ) PTn ’ (8 )

where the subscript P, T, n means that the derivative is taken at constant pressure, temperature

respect to the surface area A:

and molar concentration. For a displacement Az perpendicular to a three phase contact line
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of length [ we obtain:
Lo 4G _F (8.5)
lde 1’
where F'is the resulting surface tension force. As the three phase contact line is the same for
oil and gas we can rewrite (8.3) for surface tensions:

cos(0) = % = K. (8.6)

One can interpret this law as resulting from the minimum energy principle. Using (8.3) we
see that during the evaporation process some possibilities can occur. If Yyrg > vor + Yoo the
petroleum coke covers the sand grains. Assume that all the sand grains are spherical and have
the same radius R. It is now possible to estimate the thickness of the coke layer 0 around the
grain for the situation of interest to us, see Figure 8.1. From the experimental data we get the
average particle radius R, coke density inside the porous media p[} [kg—coke/m3 — porous medial
and coke density peoke [kg — coke/m? — coke]. Thus, the ratio between p} and peoe is equal to

the fraction of volume occupied by coke in each particle inside porous medium:

47 R%5 p(])c
—(1—9) = . 8.7
4/ 3mR? ( ) Pcoke ( )
We get the approximate thickness of the coke layer:
°R
PP Sl . | (8.8)

3(1 - ¢>pcoke

Taking values R = 6.7 - 107" [m], p} = 20 [kg/m?] from Table 8.3, ¢ = 0.3 from Table 2.1 and
Peoke = D00 [kg/m3]t, we get § ~ 1.28 - 1076 [m].
If yre < vor+70¢, the oil may form a globule encompassing various grains before cracking

and this has profound influence on the effectiveness factor discussed below.

8.4 Effectiveness factor

It has often been stated that the molar mass of consumed carbon and the amount of released
energy during the reaction in high temperature oxidation mode (combustion) depend on the
consumed molar mass of oxygen but not on the nature of the carbon-containing material [44].

This is why it is important to know how the oxygen diffuses into the carbon-containing particles.

Value taken from the site http://www.simetric.co.uk/si_materials.htm
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/ coke

Figure 8.1: Left: schematic representation of the porous media particle. Right: surface tension

forces in the porous media and the contact angle.

The ratio between the real reaction rate and the idealized one with complete gas access inside
and outside the particle is called the effectiveness factor, see [8].

There are two main effects responsible for the effectiveness factor. The first of them tends
to decrease the effectiveness factor; it is related to the entrance of oxygen into the particle.
We explain this factor in more detail later. The second one tends to increase the effectiveness
factor; The effectiveness factor is enhanced by temperature effects inside the particle as the
coke oxidation reaction is exothermic. All of this depends on diffusion rates, characteristic
pores size and particle size. The correct way of defining and estimating the effectiveness factor
taking into account both effects is still under discussion, see [48]. Also in [48] some examples
of materials with effectiveness factor greater than 1 can be found.

In this text we follow the references [8, 22, 44] and neglect the thermal part of the effective-
ness factor. Some reasons for doing so are: the layer occupied by the fuel is thin (as described
in Section 8.3 if Yre > Yor + Yoc) and if the oil spreads over the grain, then the temperature
inside this layer can be considered homogeneous; certain experiments with petroleum coke (see
[49]) indicate that the thermal effect is negligible for gas diffusion inside small particles; there
is no comprehensive theory on this effect.

Following [8], we introduce the effectiveness factor in a generally accepted way by using the
Thiele modulus. This method is based on the hypothesis that the displacement of oxygen occurs

only due to diffusion and that the oxygen leaves the system only because of the reaction. Then
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it is assumed that the particles have some well defined shape (spherical, flat, long cylindrical,
etc.) and the effectiveness factor is obtained form the balance equation of the reacting oxygen

diffusing through the particle. In this case the factor is always smaller than 1.

8.4.1 Effectiveness factor for flat particles

Consider a “flat particle” as an infinite layer 0 < x < L on the yz plane in xyz space. We
assume that the oxygen enters the flat particle from the side x = 0. We consider the first
order chemical reaction with constant (average) reaction rate k” [35], where the double prime
indicates a reaction rate per unit surface area. We also assume that the diffusion coefficient D
is constant. Thus, the balance equation for the oxygen concentration ¢(x,t) inside the particle

18:

T E (8.9)

0 0 0? kGair
c c_ c Ay [ g } 7
where A, [mg /kg] is the catalytical surface area of the particle, with m, indicated unit length
inside the pore. We define the boundary conditions for the oxygen concentration to ¢y at x = 0
and in such way that there is no mass flux at * = L. Next we assume that the displacement
of oxygen inside the particle occurs only due to diffusion (v <€ D) and look for stationary

solutions (¢(x,t) = c¢(x)) of (8.9):
d? dc

D@C = k”A C, C(O) = Co, %<L) =0. (810)

The solution of (8.10) is
c(z) = ¢y sinh(y/az) + 3 cosh (V). (8.11)

where oo = k7 A;/D. Using the boundary conditions we obtain the solution:

c(z) = ¢ Cosilésﬁ(fa;)x)). (8.12)

In order to study the oxygen flux trough the particle boundary we introduce:

C(t) = /OL c(x,t)dx (8.13)

as the total amount of oxygen in the system per unit surface area. Using (8.9) we obtain the

total accumulation of the oxygen inside the particle:

c(t) ac . L dc
o _/0 D/ 8x2 —kAg/O cdx—Dax

84

L
—k”Ag/ cdr, (8.14)
0 0



where the terms on the right hand side represent oxygen flux through the boundary and the
consumption of oxygen due to the reaction inside the layer. If we consider stationary solution
of (8.9), the accumulation term on the left hand side of (8.14) vanishes and the flux of the

oxygen through the boundary is equal to the consumption rate of oxygen inside the pore:

W= p2e@[" o sinh(Va(L ) " Deg/a Smh(vaL) (8.15)

oz |, cova cosh(v/aL) |, cosh(y/aL)

In order to obtain the “ideal” oxygen flux through the partice surface + = 0, we imagine that the

concentration of oxygen is constant inside the particle, ¢(x) = ¢y. For the stationary solution

of (8.14) the flux of oxygen to the particle in this case:
L
Wo = k” Ag/ coxdr = LK” Agco, (8.16)
0

We want to compare the flux Wy with the oxygen flux Wg obtained from (8.14). Following [8],

we define the effectiveness factor n as the ratio:

~ Wgr  Dcyy/a sinh(y/aL)  sinhe 8 (8.17)
= Wo Lk Aycocosh(y/aL) — @coshg '

where dimensionless parameter ¢ = L\/W is the Thiele modulus. In order to obtain its
value we consider L to be the coke layer thickness ¢ given in (8.8) and approximate the reaction
rate k7 by k.exp(—FE/(RT)). The values of the frequency factor k. and specific surface area
A are given in Table 8.3. The temperature T and the diffusion coefficient are considered to
be constant in the ranges 700 < 7' < 1300 and 10714 < D < 1078 [m?/s]. The corresponding

effectiveness factors are close to 1.0 as presented in Table 8.1.

Table 8.1: Effectiveness factor for the flat particles of petroleum coke for different temperatures

and diffusion coefficients, based on data from Table 8.3 for [44]

DN\.T || 700°C | 900°C | 1100°C | 1300°C
1078 1.0000 | 1.0000 | 1.0000 | 1.0000
1071 || 1.0000 | 1.0000 | 1.0000 | 1.0000
10-*2 | 1.0000 | 1.0000 | 1.0000 | 1.0000
107 || 1.0000 | 1.0000 | 0.9999 | 0.9982
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8.4.2 Effectiveness factor for spherical particles

We consider homogeneous spherical particle of fuel with radius R. Let us assume that the
oxygen on the external surface has concentration ¢(r) = ¢y and some constant concentration
as the center ¢(0) = c¢r. Analogously to the flat particle case we assume that oxygen transport
occurs only by diffusion and that the reaction is of first order, so that the oxygen balance

equation is:

1 d [ ,de(r)
Dﬁ% (r o= —E"Age(r). (8.18)
This equation can be solved using the boundary conditions ¢(0) = ¢, ¢(r) = ¢o specified above

using substitution r — f = r¢(r):

R sinh(r/k" Ay /D) (8.19)
*r sinh(R\/k"A, D)’ '

The oxygen flux trough the surface of the particles:

c(r) =c¢

d
Wg = 47 R2D d—c — 4nRDcy (1 — pcoth ), (8.20)
r r=R

where ¢ = R\/k"”A,;/D is the Thiele modulus. We can estimate the ideal flux as the maximum

oxygen consumed if the (catalytical) surface were completely exposed to the reaction:

4 R3
W, = ”3 k' Ayco. (8.21)
We find the effectiveness factor ([8]):
Wgr 3
= — =— thp —1). 8.22
"= 902(@00 p—1) (8.22)

Analogously to flat particle case we approximate the reaction rate k” by k. exp(—E/(RT)).
The values of the frequency factor k., specific surface area A and particle radius R are given in
Table 8.3. The temperature T" and the diffusion coefficient D are considered to be constant in the
ranges 700 < 7' < 1300 and 1071 < D < 1078, Typical values for coal are D = 107! [m?/s],
see [41] and T < 1100 [K], see [8]. The corresponding effectiveness factors are close to 1 as

presented in Table 8.2.

8.5 Activation energy and frequency factor

Finally, the quantity most interesting to us is the observed (true) reaction rate, which

represents the quantity of carbon consumed by the reaction per current carbon concentration
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Table 8.2: Effectiveness factor for the spherical particles of petroleum coke for different tem-

peratures and diffusion coefficients. Data from Table 8.3 for [44]

DN\T | 700°C | 900°C | 1100°C' | 1300°C
107% || 1.0000 | 1.0000 | 1.0000 | 1.0000
1071 || 1.0000 | 1.0000 | 0.9999 | 0.9999
1072 || 1.0000 | 0.9999 | 0.9898 | 0.8364
107 || 1.0000 | 0.9870 | 0.5679 | 0.1586

per time unit, denoted by R.[1/s]. The definition of the observed reaction rate varies from text
to text. For example in [22, 44] it is defined as the consumption rate of carbon mass per unit
time per external surface area of the particle. On the other side in [39] it is defined per particle
volume instead of per surface area.

The observed reaction rate depends on all particle properties explained above, thus in [44]
the concept of intrinsic reaction rate (reactivity) is introduced. It is the reaction rate that
occurs if all the carbon containing molecules inside the particle were to contact the oxygen at
total concentration. The intrinsic reaction rate, indicated by R;, is defined in terms of carbon

mass per catalytical surface area per unit time:

K

R; = k.exp (ﬁ) [%}. (8.23)

The probability that after collision of molecules the reaction occurs is given by Arrhenius’ law,
which contains the activation energy in the exponential. The activation energy is indicated
by E [J/mole] and it is the energy necessary to “start” the reaction.

Following [22, 44], the intrinsic reaction rate is similar for combustion of any material
containing carbon (e.g: coal, graphite, diamond). In this text we use the intrinsic reaction
rates originating from several experiments, [43, 44, 49, 39].

Specimens of carbon produced from different original materials, or in different ways from
the same material, are found to burn at very different rates under otherwise similar conditions.
The speed at which an individual carbon particle of given size or mass burns depends on the
rate of oxygen transfer from the bulk gas to the particle, and on the particle reactivity. This
reactivity depends on (i) the extent and accessibility to oxygen of the pores within the particle,
and on (ii) the rate of chemical reaction between oxygen and the pore surface. The latter factor,

when properly defined, may be termed the intrinsic reactivity of carbon. In this section we
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Table 8.3: Translating intrinsic reactivity coefficient into nondimensional reaction rate.

soree [ 2RIl o280 [ Ay ) [ o [ Bl [ [0 | O [ (o[
2] - 1950 7050 1.44 73500 1]1 1.0 |20 0.0102
[43] 6.7-1075 | 1730 - 200 76150 111 0.20 | 17 -

[44] 1.3-107% | - 1000 3050 179400 171 0.20 | - 3.05
[49] 2.9-1073 | 1640 900 2216.7 | 167000 11059021 - 1.995
[49] 9.10~* 1660 1000 2216.7 | 159000 1106 |0.21 - 2.217
[49] 22-107% | - 1600 2216.7 | 159000 11059021 - 3.547

summarize the results for intrinsic reactivity from different sources.

e In [44], based on the analysis of 33 different experiments from 23 papers it was shown
that the intrinsic reactivity of carbon R; obeys the Arrhenius’ law with some average activation
energy E = 43[kcal /mole] ~ 179.4[kJ/mole] and the corresponding frequency factor was k, =
3050 [kg/m?/s]. The activation energies were spread through the interval of 30 — 70[kcal /mole].
These results were explained theoretically in [22].

e Some work investigating ISC, for example [2, 46], use an activation energy of 17[kcal /mole],
however there are few volatile mixtures of coal that possess such a small activation energy.

e The values for frequency factor and activation energy in [44] were obtained by analyzing
the slope and displacement of the linear approximation for the intrinsic reactivity data plotted as
log(R;) against 10*/T'. This method can generate many errors in the parameters of our interest;
the data for petroleum coke is parallel but at some distance from the linear approximation
obtained using the least squares method onto all other carbon data. We took only the data
for petroleum coke and using the least squares method obtained the frequency factor k. =
12100 [kg/m?s] and activation energy E = 159.5 [kJ/mole]. The standard deviation for the
activation energy was R* = 0.98. We note that the expectation of k., E(k.), is larger than
exp(FE(In(k.))). In view of the small variance of the petroleum coke data we neglect this effect.

e In [49], the intrinsic reactivity of petroleum coke was studied and the parameter values
were k., = 2216.7 [kg/m?s] and E4 = 158.6[k.J/mole].

We summarize the results in Table 8.3.

Remark 8.2 In [39, /3, /9] the experiments were made with petroleum coke provided by a

commercial aluminium producer and prepared by the CSIRO (Australian Commonwealth Sci-
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entific and Research Organization) Division of Fossil and Fuels, the results were compared with

other experiments and the data for coke looks well defined.

8.6 The balance law equation

Now we are able to formulate the combustion rate of solid fuel Rg in terms of molar mass of

fuel per cubic meter of porous media:

- Po, \™ -F mole
=nA k 2 — .24
RS n gl cPm (Patm> exXp (RT) [m3 s ]7 (8 )

where p,, [mole/m?] is molar density of fuel in porous media. We define the dimensionless

oxygen concentration C, = Pp,/Pu, and scale it as C, = YC’;”i, where C’;m is the initial
dimensionless concentration of oxygen.
We need the reaction rate in terms of moles of fuel per cubic meters of porous medium per

second. First, we define the “dimensionless” reaction rate coefficient:
ke = nAg(CIM)™k, [1/s], (8.25)
and formulate the balance equation in terms of molar mass:

%” = —kepmY ™" exp (—E/RT) [mole

! (8.26)

m3s
In order to nondimensionalize (8.26) we follow [2] and define the dimensionless value for specific

molar density 7 in such way that n = 1 — p,,,/pC,, where p¥ is the initial fuel concentration in

the porous medium. We rewrite (8.26) as:

% = k(1 —n)Y™exp(—E/RT) [s']. (8.27)

If we follow [2] and consider m = 1, the equation (8.27) coincides with (2.4):

on _

5 = k(1 —n)Y exp(—E/RT) [s7']. (8.28)

We summarize the relevant constants in Table 8.3.

Remark 8.3 In Table 2.1 we give the initial fuel concentration as p} = 19.2182[kg/m?] in
order to obtain p?, we use the effective molecular weight of coke M, from Table 2.1 and obtain
po, = P4 - (My)~" = 4.51 [mole/m?].
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