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Preface

We have a habit in writing articles
published in scientific journals to
make the work as finished as
possible, to cover up all the tracks,
to not worry about the blind alleys
or describe how you had the wrong
idea at first, and so on. So there
isn’t any place to publish, in a
dignified manner, what you
actually did in order to get to do
the work.

Richard Feynman

This thesis was performed under the framework of a Furopean Commission sup-
ported HUGE project: Hydrogen-oriented Underground coal Gasification (UCG)
for Europe. The main goal was to make coal gasification products competitive with
other fossil fuels in term of CO5 emission, for countries with high coal reserves, such
as Poland. As the thesis investigates the coal gasification process and methods to
reduce its CO, footprint, it is divided into two parts: in the first part coal gasi-
fication process is studied, and in the second part important issues related to the
aquifer storage of CO4 are discussed.

In the first part, simple chemical equilibrium models are used to predict quality
and carbon content of the UCG product. The CO, emission per unit energy of
UCG product is at least three times higher than natural gas. Various options were
considered to lower the COs emission, including in-situ and ex-situ carbonation of
synthetic/natural minerals, and aquifer storage of COy. The disadvantage of these
options is that they require a large amount of energy, which results in a lower coal
conversion efficiency. To quantify the energy penalties, based on the principles of
thermodynamics and the exergy concept, a framework was designed to quantify — in
a coherent and fundamental way — the effect of various process parameters on the
effectiveness of an energy extraction process. The analysis shows that none of the
mentioned processes are able to effectively reduce the carbon content of the UCG
product. The next step was to analyze a UCG process with alternating injection
of air/steam, based on a successful low pressure field experiment performed by a
HUGE project partner in Poland. The results of the mathematical model and exergy



analysis showed that alternating injection process at high or low pressure cannot
compete with lower COy emission of using natural gas.

To reduce practically the high CO45 emission value of UCG process to an acceptable
level, the focus was shifted from coal conversion to aquifer storage of COs.

In the second part of the thesis, two issues related to the aquifer storage of COs
are investigated: (1) the permeability impairment due to salt precipitation near the
COg injection wells, and its effect on the injectivity and compression power (ex-
ergy) requirement; (2) increased storage capacity and long-term COs sequestration
due to enhanced transfer rate of COy in water-saturated porous media. Exergetic
applicability of carbon capture and sequestration for low emission carbon dioxide
fuel consumption, can presently only be achieved if the energy-intensive step of
nitrogen-CQOy separation prior to injection can be avoided. New separation tech-
nology could help to make coal usage competitive with natural gas usage as to its
carbon footprint.
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a Number of hydrogen atoms per carbon atom in char
a force parameter of Peng-Robinson EOS, [J/mol]
a Number of hydrogen atoms per carbon atom in coal
Aeoar Coal surface area per unit cavity length [m?/m]

A,  Area of surface a [m?]

b Number of oxygen atoms per carbon atoms in coal
b volume parameter of Peng-Robinson EOS, [m?/mol]
b Number of oxygen atoms per carbon atoms in coal

C*  total molar concentration of phase «, [mol/m?]
Cs  Specific heat capacity of § [J/(kg.K)]
CFExC);, cumulative exergy consumption in the production of M;, [J/mol]

C-

¢ molar concentration of component i in phase «, [mol/m?|

cp,i (T) Ideal gas specific heat capacity of component i [J/(mol.K)]
D average diffusivity of the gas mixture [m?/s]

D¢ Fickian diffusion coefficient of component i in phase a, [m?/s]
D,;;  Binary Diffusivity of component i in j [m?/s]

efuer  COg emission per unit exergy of fossil fuel, [kg/J]

€; error values for the five mass balance equations

e error values for the four energy balance equations [J/(m.s)]

Empyproduct by-product COy emission per unit mole of M;, [kg/mol]

Emy,, total CO4 emission in the production of M;, [kg/mol]
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eprod COg emission per unit exergy of final product, [kg/J]
Exces carbon capture and storage COy requirement, [J/kg]
Ex%% exergy requirement for the CCS of product’s flue gas, [J/s|
Ex e exergy of the extracted energy resource, [J/s]

Ex; input exergy stream ¢ (heat and power), [J/s]

Ex; peat equivalent exergy value of heat stream i, [J/s]

Ex; power equivalent exergy requirement of unit operation i, [J/s]
Bz} chemical exergy of M;, [J/mol]

Ex);, input exergy of material stream M;, [J/s]

Ex,e net recovered/extracted exergy, [J/s]

Ex,0q exergy of the main product, [J/s]

Ez,0qvuce total exergy of the final UCG product, [J/s]

F\_5 View factor of surface 1 to surface 2

f* fugacity of component i in phase «, [Pa]

]

Fy,

7

input feed to the process/processes Py, [mol/s]

g acceleration of gravity = 9.8 [m/s?

g excess Gibbs energy, [J/mol]

Gr  Grashof number [dimensionless|

h Coal seam thickness [m)]

H;, enthalpy of reactants, [J]

hi (T,,) Enthalpy of component i at the temperature T, [J/mol]
H,. enthalpy of products, [J]

k permeability, [m?]

ks Thermal conductivity of 5 [J/(m.K)]

K carbonation €quilibrium constant of the CaO carbonation, [-]
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K;  K-value of component i, |-]

K;  Equilibrium constant of reaction j [dimensionless]

k.o  relative permeability of phase «, [-]

L Length of heat transfer media () [m]

LHVeop, lower heating value of methane, [J/mol]

M matrix of coefficients for the Stefan-Maxwell equations
M.or Coal molecular weight [kg/mol]

M;  input material stream 7, [mol/s]

Mwpble Mass flow of rubble in one time step per unit cavity length [kg/(m.s)]
N Number of gaseous components

N©  total number of moles of phase «, [mol]

n:

¢ total number of moles of component i in phase «, [mol]

Nf  Net flux of component i from the surface a per unit channel length [mol/(m.s)]

N;uwe Net flux of component 7 injected to the rubble zone per unit channel lenght
[mol/(m.s)]
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P Pressure [bar]

De capillary pressure, [Pa]

Pe  Peclet number [dimensionless]
P., equilibrium pressure of CaO carbonation reaction, [Pa]
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(3
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P°  standard pressure, [Pa]

pr practical, superscript
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Nomenclature

Qeom Heat flux into coal seam during the timestep At [J/s]
Q;  heat stream i, [J /s

Qroof Heat flux into coal seam during the timestep At [J/s]
Qrubbie sensible heat of the newly formed rubble mass per unit cavity length [J/(m.s)]
R recovery factor, [-]

R Gas constant 8.314 J/(mol.K)

S*  volumetric phase fraction (saturation) of phase «, [-]
Sc Schmidt number [dimensionless]

Sh  Sherwood number [dimensionless]

t time [s]

Tz  Temperature of 3 [K]

T§ (X) Initial temperature of 3 [K]

Tss Temperature on the surface of 5 [K]

T,  bulk gas temperature in the cavity [K]

th theoretical, superscript

Ty; temperature at which Q; is required, (K]

T; Initial temperature, [K]

tr Specific time in the heat conuction equation [s]

T, upbie Rubble zone temperature [K]

T,  Temperature of the interface o [K]

ua

Darcy velocity of phase «, [m/s]
U (z) Unit step function [dimensionless]
Ve  total volume of phase a, [m?]

Veaco, volume of the generated CaCOs, [m?]

Veao volume of the unreacted CaO, [m?]
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ve;  volume shift parameter of component i, [m®/mol]
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Wisr , power requirement of a reversible compressor, [J/s]

Wirina power requirement of a reversible grinding device, [J/s]

W7’ power required to drive reversible unit operation 4, [J/s]
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Wher» power requirement of a reversible pump, [J/s]
X Dimensionless length [dimensionless]

x Distance from the coal surface inwards [m]

Xcao conversion of CaO, [-]

x; mole fraction of component ¢ in the boundary layer [dimensionless]
x¢  mole fraction of component 7 in phase «, [-]

a0 Mole fraction of component ¢ in the cavity

x§ Mole fraction of component 7 on the coal surface

Ui equilibrium mole fraction of the UCG product, [-]

Z Compressibility factor [dimensionless]

Z compressibility of the gas phase, [-]

z Distance from the coal surface [m)]

a interface index (roof, coal, rubble)

@  Thermal diffusivity [m?/s]

a; (T') vapor pressure parameter in Peng-Robinson EOS, [-]
15} coal, roof

AH,,q Heat of reaction on the coal surface [J/(m?.s)]

J boundary layer thickness [m]

Acomph heat of combustion of coal at Tj,, [J/mol]



Nomenclature

AG;; binary interaction parameters of NRTL model

Ahg; Enthalpy of formation of component ¢ at the standard temperature and pres-
sure [J/mol]

AH,. . Heat of reaction in the rubble zone per unit length of cavity [J/(m.s)]
Ah,g, heat of vaporization of water at T3, [J/mol]

At Time step for the numerical scheme [s]

ze zero-emission, superscript
€ Emissivity of surface « [dimensionless|
€ Fraction of injected oxygen that reacts with component ¢

Ndevice,i Mechanical efficiency of device i, [-]

Nariver Mechanical efficiency of an electric driver, |-]

Netee  €lectricity production efficiency, [-]

nzﬂji exergetic efficiency of process Py, in production of M;, [-]

Vi activity coefficient of component i, [-]

Ki PRSV EOS parameters, [-]

Ai eigenvalues of matrix M

A chemical potential of component ¢ in phase a, [J/mol]

pu®  viscosity of phase «, [Pa.s]

w1 convergence criteria for the mass balance equations [dimensionless]
wy  convergence criteria for the energy balance equations [J/(m.s)]

w3 convergence criteria for the boundary layer thickness [m]

© porosity, []

D cqco, porosity of the generated CaCOs, [-]
i)? fugacity coefficient of component 7 in phase a, [-]
v exergetic efficiency, [-]

U molar phase fraction of phase «, [-]
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@ mass density of phase a, [kg/m?]

P
ps  Density of S=coal or roof [kg/m?|

peoar Coal density [kg/m?]

p (¢, Teom) Density of gas on the coal surface

> Ex;yce total input exergy streams to the UCG process, [J/s]

> Exp, vee total input cumulative exergy consumption of material streams to the
UCG process, [J/s]

T Dimensionless time [dimensionless]

¢ Number of moles of HyO releases from roof per unit mole of consumed coal






1. Introduction

The law that entropy always
increases holds, I think, the
supreme position among the laws
of Nature. If someone points out to
you that your pet theory of the
universe is in disagreement with
Maxwell’s equations — then so
much the worse for Maxwell’s
equations. If it is found to be
contradicted by observation — well,
these experimentalists do bungle
things sometimes. But if your
theory is found to be against the
second law of thermodynamics I
can give you no hope; there is
nothing for it but to collapse in
deepest humiliation.

Sir Arthur Stanley Eddington, The
Nature of the Physical World
(1915)

1.1. Energy requirement

Energy appears in many different forms, i.e., gravitational energy, kinetic energy,
heat, chemical energy, radiant energy, electrical energy, nuclear energy, etc [65].
These forms can be converted to one another in a manner such that the total
amount of energy always remains constant. We know the latter fact as the first
law of thermodynamics. The former fact, that energy can be converted from one
form to another, has given us the opportunity to convert energy from mostly immo-
bile forms like chemical energy to heat and work, e.g. by using a burner and a steam
engine. Our ability in the conversion of chemical energy to heat, i.e. the discovery
and control of fire [25], and our ability to convert heat to mechanical work, i.e. the
invention of steam engine [45] are two major turning points in human history. In
addition, from a practical point of view, energy in the form of heat and work are



Chapter 1 Introduction

the forms of energy that are used in our daily life. Historically, heat is generated
by combustion of hydrocarbons, i.e., biomass (wood), coal, oil, and gas. Easy com-
bustibility and high energy density of hydrocarbons are the important properties of
hydrocarbon that make them popular fuels. In general, conversion of different forms
of hydrocarbons to heat is easy and in most cases transfer of the generated heat does
not require complicated process equipment. The convenience in working with heat
is one of the reasons that in the conversion of energy from one form to another, e.g.,
conversion of coal to electricity in a power plant, the energy source is first converted
to heat and then heat is converted to the target energy form. Presently, almost the
entire energy infrastructure relies on the combustion of fossil fuels [42]. One issue
with the combustion of fossil fuels is that the optimal conversion of heat to work is
a challenge. Sadi Carnot showed that it is not theoretically possible to convert heat
to work with 100 % efficiency [32], and in fact part of the heat cannot be converted
to work. In addition, in recent years, widespread consumption of fossil fuels has
aroused two other issues: first, the societal concern about the role of carbon dioxide
emission in climate change is increasing and secondly, the conventional resources of
fossil fuels, i.e., the fossil fuel resources that can be extracted easily, are declining.
One method that has been proposed to mitigate the effect of carbon dioxide emission
is carbon capture and storage (CCS). In this process, carbon dioxide is separated
from the combustion products and then transported and injected into an aquifer.
To address the decline in conventional fossil fuel resources, unconventional methods
of fossil fuels extraction and conversion must be implemented. A combination of
unconventional extraction methods with carbon capture and storage has been con-
sidered as a solution to the concerns about the fossil fuels consumption [100]. This
process can be called a low emission (unconventional) fossil fuels recovery. This
thesis describes a methodology that can show the practicality of low emission fossil
fuels recovery.

1.2. Recovery of the fossil fuels and carbon emission

Fossil fuels are organic compounds, mostly hydrocarbons (C,,H,,), where m denotes
the number of carbon atoms C, and n denotes the number of hydrogen atoms H in
one molecule of fossil fuel. Fossil fuels occur with approximate overal composition of
CH, (natural gas), CHy (crude oil), and CH (coal), respectively. The most common
method of using the chemical energy of a fossil fuel is to burn it and extract the
energy in the form of heat. A fossil fuel reacts with oxygen in a combustion reaction,
which reads

CH, + (m 4 Z) 0, = mCO, + SH,0. (1.1)

The molar heating value of a hydrocarbon can be estimated roughly by adding 400
kJ per mole of carbon and 100 kJ per mole of hydrogen atom for each mole of the

10



1.3 Problem statement

hydrocarbon fossil fuel. The CO, emission is also equal to the number of carbon
atoms in a molecule of fossil fuel. In summary, one can estimate the heating value
and CO, emission factor by

HVe, u, [kJ /mol] = 400m + 100n, (1.2)

m X MWCO2

CCmHn [kg/MJ] = HVC "

% 1000, (1.3)

where HV [kJ/mol| is the lower heating value of the fossil fuel, C¢, n, [kg/MJ] is
the CO4 emission factor per unit energy of fossil fuel, and MW, [kg/mol] is the
molecular mass of CO, and is equal to 0.044 kg/mol. The approximate heating
value of fossil fuels and the COy emission per unit heating value of fossil fuels are
shown in Table 1.1. However, the CO, that is produced during the combustion of a
fossil fuel, shown in Table 1.1, is not the only source of CO5 emission of a fossil fuel.
Fig. 1.1 shows a schematic representation of the life cycle of a fossil fuel from the

Table 1.1.: Approximate heating value and CO5 emission of fossil fuels

Fossil fuel (C,,H,) Natural gas (CH4) Oil (CHy) Coal (CH)

Heating value [kJ/mol] 800 600 500
COg emission [kg/MJ] 0.055 0.073 0.088

extraction stage to the combustion stage. Each stage requires a certain amount of
energy, which is usualy provided from a fossil fuel source, and subsequently, emits

COs.

1.3. Problem statement

Our fossil fuels requirement can be supplemented from various sources. The energy
available in the resources first needs to be recovered, i.e., extracted, converted, pro-
cessed, and transported to the final consumer, as shown in Fig. 1.1. Moreover, with
current societal concern about the climate change, the CO5 emission of the recovery
and consumption steps should be minimized. All those steps are energy consumers.
In other words, we need energy to extract energy and abate its hazardous footprint.
These energy requirements, i.e., extraction energy and abatement energy highly
depend on the efficiency of the implemented methods and devices (or the extrac-
tion process). Moreover, part of the energy resource will be wasted or converted to
undesirable products. A schematic flow diagram of energy streams for an energy
extraction process is shown in Fig. 1.2. The gray circle on the left shows the ex-
tractable part of an energy resource (Ejesource). It Will be extracted by an extraction
process shown in Fig. 1.2 by a dashed rectangle. This extraction process requires

11
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CcO2
> Capture
and
E, Sequestration

}

> CO2 emission

GHG GHG GHG GHG
emission emission emission emission
()] (@) 3 “ —
Natural Upstream Refining/ ot ey € »
Resource > o ———®| Transport ——P» e ——— Distribution —— Combustion
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Figure 1.1.: Life cycle of a fossil fuel including carbon capture and sequestration;
E; shows the energy requirement of each step and GHG denotes the greenhouse
gas emission from each step; E; to E4 are the energy requirement in upstream pro-
duction, transport, processing, and distribution of the energy source, respectively;
Es shows the energy requirement of carbon capture and storage.

a certain amount of energy, which is indicated as the eztraction energy (Eextraction)
represented by square in Fig. 1.2. The energy requirement for the abatement of the
total hazardous emissions of the process (including the emissions after the consump-
tion of the extracted energy) is indicated as the abatement energy (Eapatement, Shown
by a black ellipse). Part of the energy resource will be converted to undesirable
products, which is called waste (Eyaste) in Fig. 1.2. The energy resource minus the
wasted part is extracted as the desirable product (Eproduct=Eresource-Ewaste), which
is shown by a incomplete gray circle on the right side of Fig. 1.2.

Continued use of fossil fuels requires methodologies to decrease the carbon emission.
Many extraction processes can be devised to reach this goal. The main questions to
be answered are:

o Which extraction and abatement method is practical?

« How can we quantify the practicality?
1.4. Efficiency factors and practicality

In comparison of two methods or devices that are designed for the same purpose, the
one that requires less and delivers more is called the more efficient. Traditionally,
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Abatement
Energy

Waste

Energy Resource =——3! Extraction Process
(EI'ESOU.I'CE)

N > Desirable extracted resource
T (Eproduct)

Extraction
Energy

Figure 1.2.: A schematic representation of a fossil fuel extraction process; main
input and output energy streams are shown.

efficiency is defined as the useful output divided by the total input. This definition
along with the first law of thermodynamics can be applied to the energy extraction
process shown in Fig. 1.2 to obtain its energetic efficiency value (n.), i.e.,

Eproduct

e Eresource + Eabatement + Eextraction ' (14)
The efficiency factor is informative in the sense that it shows the fraction of total
input that is converted to a useful product. It can also be used to compare different
methods and processes that serve the same purpose. However, using the efficiency
factor in the evaluation of energy conversion processes can be potentially mislead-
ing. To clarify this statement, all the energy streams of Fig. 1.2 are redrawn in
Fig. 1.3. This new figure shows all the input energy streams as a fraction of the
energy resource. The remaining gray area of the large circle shows the net value
of the extracted or recovered energy. The net recovered energy is defined as the
total extracted energy from an energy resource minus the energy required for the
extraction processes and abatement of hazardous footprints. It is obvious that the
summation of the extraction energy, abatement energy, and wasted energy (white
rectangle, black ellipse, and small white circle in Fig. 1.3) must be lower than the
amount of extracted energy (the large circle) to make the extraction and abatement
methods practical. The word practical refers to an energy recovery scheme, which
leads to a positive net recovered energy, as depicted in Fig. 1.3. An energy recovery
factor (R.) can be defined as the net recovered energy divided by the total extracted
energy source, i.e.,

ErCSOurCC - ECX raction Ea atemen EW&S &}
R, — (Eextraction + Eabatement + t)' (1.5)

EI‘BSOUI‘CG

The important advantage of the recovery factor over the efficiency factor is that the
recovery factor can be negative while the efficiency factor, by definition, is always
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positive. A negative recovery factor means that the amount of energy required to
extract an energy source and clean its environmental footprints is higher than the
amount of extracted energy (a net negative recovery) and therefore the extraction
method is not practical. This shows that although the efficiency factor can be used
effectively to compare different processes, it is not a reliable measure to show whether
a process is practical or not.

Energy Resource
Abatement
Energy

) Waste
Extraction
Energy
&
<5
&
&
&

Figure 1.3.: Energy requirement in the extraction of energy and abatement of its
hazardous environmental footprint; the recovery factor is defined as the net ex-
tracted energy divided by the total amount of energy in the energy resource, i.e.,
gray area divided by the total area of the big circle.

1.5. The quality of energy

The first law of thermodynamics states that heat can be converted to work and vice
versa. However, Sadi Carnot (1796-1832) [32], a French engineer, showed that the
conversion of heat to mechanical work in a heat engine has a maximum limit that
cannot be surpassed. This limit is a function of the temperature of the heat source
and the temperature of the surrounding (heat sink). Based on his calculations, a
higher fraction of a heat source can be converted to work when it is at a higher
temperature. In other words, at the same environmental condition, heat can have
different qualities depending on the temperature of the heat source. This maximum
fraction of heat that can be converted to work is called the exergy. Exergy can be
defined as the maximum amount of work that can be extracted from a system by
bringing it to a dead state via a reversible path® [43]. In the definition of the energy
recovery factor, Eq. (1.5), the energy streams are directly added and subtracted
in the numerator, despite the fact that each stream may have a different quality.
The concept of exergy can be used to overcome this shortcoming and update the

!These notions will be explained in more details in the text.
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definition of the energy recovery factor. The exergetic recovery factor is defined as

E resource ~ E extraction E abatemen E waste
R_ T (EZextraction + ETabatement + T t)7 (1.6)

E’ZC resource

where F X esource 18 the exergy of the extracted fossil fuel resource, EXoxtraction 1S the
exergy requirement for the extraction, processing, transport, and distribution of the
fossil fuel, and EZ.patement 1S the exergy requirement for the abatement of, mainly,
the greenhouse gas emissions but also any other environmental hazardous effects
during the whole life cycle of the fossil fuel.

1.6. Objectives

The core of this thesis is to set up a framework, through which practicality of low
emission fossil fuels consumption can be evaluated. Here the concept of ezxergy,
which describes the quality of energy, is used to define an exergetic recovery factor,
which serves as a measure for the practicality of an energy conversion process.

The quantification of the extraction process is done by first identifying the most
energy intensive steps. The exergy demands of those steps are mainly in three
forms: heat streams, power streams, and material streams. Inspired by the classic
work of Carnot on “the motive power of heat” [32] and the modern work of Szargut
on the concept of exergy and the cumulative degree of perfection [154, 156, 157], the
exergy streams are quantified in three steps.

The first step is called “theoretical”™. All devices are assumed to be reversible, i.e.,

work on a minimal exergy demand that is physically possible, and the exergy value
of material streams are assumed to be equal to their chemical exergy. The phase
and chemical equilibrium model are used for the quantification of the exergy re-
quirements. The exergetic recovery factor that is calculated with these assumptions
is called the theoretical recovery factor, which is a measure of the physical or natural
obstacles for applying the proposed process.

The second step is called “practical”. All the values calculated in the theoretical
step are corrected by using the state of the art efficiency factors. The calculated
exergetic recovery in this step is called the practical recovery factor, which is an
indicator of the limitations due to state of the art technology.

The third and final step is performed by including Fx.patement, Which in this work is
the exergy requirement for the capture and storage of CO,, in the calculation of the
exergetic recovery factor. It converts the practical recovery factor to zero-emission
recovery factor, which is a measure of the practicality of zero-emission recovery of
fossil fuels using the state of the art carbon capture and storage technology. A
schematic graph that depicts these three steps is shown in Fig. 1.4, where the three
recovery factors are plotted versus process parameters.
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Figure 1.4.: A qualitative representation of the theoretical, practical, and zero-
emission recovery factors as a function of parameters of an imaginary energy
conversion process

These ideas will be explained by way of example based on an unconventional method
of fossil fuels extraction, viz. underground coal gasification (UCG) and various
methods to reduce the carbon emission. The same methodology can be applied to
analyze any other energy conversion process. Some unconventional issues related to
energy conversion methods and COy capture and storage (CCS) will be addressed
as well.

1.7. Outline

In order to meet the objectives of this thesis, its content is divided into the following
chapters.

Chapter 2, which is the core of this thesis, uses the concept of exergy to establish
the framework and specifically define the recovery factor as a measure of practicality
of energy conversion processes and a methodology for the calculation of its value.
Then, this methodology is used to analyze the underground coal gasification pro-
cess, which is an unconventional method of extraction of deep coal energy. In this
method air or oxygen is injected through an injection well in a coal layer. Oxygen
reacts with coal and combustible gases and generates heat. This heat is used in the
endothermic reactions between water and coal/gases to generate a gaseous product
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containing combustible gases, mainly carbon monoxide, hydrogen, and methane.
This product has a heating value that is around 20%-30% of the heating value
of methane and hence can be considered a substitute for natural gas. However,
compared to methane, the carbon content per unit combustion energy of the UCG
product is higher. To improve the quality of this gas, i.e., lower its carbon content,
two scenarios are considered. In the first scenario, calcium oxide is injected with
the feed streams to react with carbon dioxide and bind it in the form of calcium
carbonate. Moreover, adding calcium oxide to the reacting system increases the
hydrogen content in the UCG product. The most important disadvantage of using
CaO is that its production is very energy intensive. The second scenario considers
the application of naturaly occuring minerals, e.g., wollastonite (calcium silicate)
in ex-situ reactors to capture carbon dioxide from the UCG product in an aqueous
carbonation process. A chemical equilibrium model is used to analyze the effect
of process parameters on product composition. The equilibrium model is simple
enough to minimize the technical details of the process and gives us the opportunity
to focus more on the exergy analysis. The viability of the UCG process is analyzed
in terms of theoretical (ideal unit operations), practical (state of the art technol-
ogy), and zero-emission (applying current COs capture and sequestration (CCS) to
all sources of COq emission) recovery factors.

One of the assumption made in modeling of the UCG reactions in chapter 2 is
that all the reactants, i.e., oxygen, nitrogen, minerals, and coal reach chemical
equilibrium also assuming adiabatic condition. This assumption results in an error in
the prediction of carbon dioxide and carbon monoxide content of the UCG product.
In addition, the process is dynamic and the product composition and the rate of
conversion of coal changes with time. The conversion of coal enlarges the cavity
which causes the roof of the cavity to collapse. In chapter 3, a model developed by
Van Batenburg et al. [161] is extended to include the heat loss to the surrounding
strata, mass transfer limitation in the reactions, and the rate of cavity growth for
the alternating injection of air and steam in the underground gasification of deep
coal. The results are compared to the pilot experiments of Stanczyk et al. [152]
and again the exergy analysis is performed to analyze the practicality of the process
combined with carbon capture and storage.

In the second part of this thesis, namely chapters 4 and 5, the unconventional issues
in COy storage are studied. Chapter 4 deals with salt precipitation in the aquifer
due to the evaporation of connate water into supercritical CO5. The precipitation
of salt can decrease the permeability of the aquifer and causes a high pressure drop
in particular near the injection well [131], which results in injectivity problems,
i.e., high injection pressures [106]. First, a set of well known cubic equations of
state and their mixing rules are analyzed with respect to their ability to predict
the CO4 solubility in brine and the density of the gas and liquid phase COs-brine
mixture. Then the binary interaction parameters are optimized to improve the
accuracy of a selected equation of state (and mixing rule) for the prediction of the
physical properties of the COs-brine system. Then the negative saturation method
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[1, 114], which is a combination of negative flash method [169] with the two phase
flow relations in porous media by extending the relative permeability curves [74],
is extended to a three-phase three-component system with a solid immobile phase.
The effect of salt precipitation on the compression energy requirement is analyzed
and the methods that can solve the precipitation problem, e.g., preflush with fresh
water are discussed.

Injection of gaseous CO, in the aquifer does not guarantee a long term sequestration.
A long term sequestration requires the gas to dissolve in water or react with the rock.
In chapter 5, the enhanced dissolution of CO5 in water is investigated experimentally
and numerically. Due to gravity, the injected CO, migrates to the top of the water
layer in an aquifer. The dissolution of CO, in water increases the mass density of
the liquid. A high density layer of the liquid on top of a low density layer becomes
unstable in the presence of gravity and convection effect occurs when the high density
liquid flows downward and the low density liquid flows upward. The experimental
work is done by using a closed vessel filled with sand. The lower half of the sand
pack is saturated with water and the other half is saturated with high pressure CO,
at constant temperature. The pressure of the vessel decreases with time due to the
dissolution of CO in water (the system is closed). Previous experimental work in
the literature [59, 86, 108, 90] concern only either flow in bulk (no porous media)
or flow in small vessels filled with large glass particles (very high permeability),
which makes the system sensitive to even tiny fluctuations in temperature or small
leakages. The experiment are performed in a relatively large vessel, i.e., 10 liters,
and use small sand particles to overcome the above mentioned problems. In the
theoretical analysis of this phenomenon, the effect of heat of solution of CO, in
water and the effect of a capillary transition zone on the rate of mass transfer of
COg in water are investigated.
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2. Exergy Analysis of Underground
Coal Gasification with
Simultaneous Storage of Carbon

Dioxide

In the Game of Energy and
Thermodynamics You Can’t Even
Break Even.

Isaac Asimov

Abstract

Various options are considered to reduce CO, emissions when utilizing deep coal by
applying underground coal gasification (UCG), i.e., in combination with carbona-
tion of synthetic minerals (CaQ), conventional UCG followed by ex-situ separation
of COy and upgrading the product gas using naturally occurring minerals (wollas-
tonite).

A chemical equilibrium model was used to analyze the effect of process parameters
on product composition and use it for an exergy analysis. The result is presented in
terms of theoretical (ideal unit operations), practical (state of the art technology),
and zero-emission (applying current COs capture and sequestration (CCS) to all
sources of CO5 emission) recovery factors. The results show that underground gasi-
fication of deep coal can optimally extract 52-68 % of the coal chemical exergy, but
zero-emission extraction gives a negative recovery indicating that it is not practical
with current state of the art CCS technology. Using insitu CaO, which will enhance
the Hy production, is theoretically feasible with a recovery factor around 80 %, but
is not exergetically feasible with the current state of technology. Ex-situ upgrading
of the conventional UCG product gas with wollastonite is exergetically feasible for
both practical and zero-emission cases according to the equilibrium model.
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2.1. Introduction

Concern with global warming has aroused interest in reducing CO5 emissions from
fossil fuels production. This is a challenge when using coal because, among the fossil
fuels it has the largest CO5 emission per unit combustion energy. For countries that
have mainly coal as a fossil fuel resource it is difficult to achieve the targets set
for reducing COy emissions. The European Community has an interest to develop
technology for reducing CO, emissions from coal so that countries with large coal
reserves can meet greenhouse gas reduction targets. Poland consumes 1.8 % of the
coal world-wide [27]. If CO; reduction technologies are economically feasible they
may also be adopted by countries like China and India. China consumes 41.3 %
of the world coal and accounts for two-third of the global coal consumption growth
[27].

Conventional mining of coal has a number of disadvantages; it can leave a large
environmental footprint in the form of hazardous gases and water pollutants. In
some countries, like India, the coal is of very low quality, i.e., contains large volumes
of environmentally undesirable components. Underground coal gasification can be
considered as an alternative to mining. Fig. 2.1 shows schematically a UCG pro-
cess. A feed stream that consists of oxygen (air) and water (steam) is injected to the
underground coal layer through an injection well. The injection well should be con-
nected to the production well, e.g., with a horizontal well. The reaction is triggered
using a small burner near the production well. The coal consumption front moves
towards the injection well and forms an underground cavity while the product gas is
collected at the production well head. The reaction is continued by moving the reac-
tion point upstream. This technology, depicted schematically in Fig. 2.1, is called
CRIP (controlled retracting injection point). More details on the practical details of
UCG can be found elsewhere [9, 69]. A typical composition of UCG product gas has
been shown in Table 3.1. The challenge is to enhance the concentration of hydrogen
by using the water shift reaction CO + HyO = CO, + Hy and simultaneously or
subsequently to capture and sequester the COs,.

Economical feasibility of UCG has been proven for gasification of steeply dipping
beds [41]. Economical feasibility appears to be likely for insitu gasification of thick
coal layers [76], using CRIP technology. Thin coal layers, which are abundantly
occurring in Europe [9], still require more development before economical feasibility
could be demonstrated [159]. On the medium term it is to be expected that UCG,
even for thin coal layers becomes an important method to recover energy from coal
world-wide. The combination of UCG with low COy emissions could cover energy
demands in the next few decades and simultaneously reduce concerns about the
effect of coal usage on climate change.
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Oxygen (air) CO,, CO, H,,
Water (steam) H,0, CH,, N,

Gasification
reactions

Figure 2.1.: Schematic representation of underground coal gasification process.

Table 2.1.: A typical composition of UCG product gas; average values from the
compositions reported in [85]

Component CO, CO Hy; CH; Ny  Other
Mole percent 183 74 149 2.1 559 14

Based on the definition of exergy, a system that has a different temperature, pressure,
or composition from the dead state can be used as an exergy source, which can be
extracted in a process. The quality assessment of any energy extraction/conversion
process needs an exergy analysis because it is the only available method that can
evaluate the technical feasibility of an energy extraction/conversion process [46].
One of the purposes of this paper is to investigate the feasibility of zero-emission
underground coal gasification using the result from this analysis.

In literature, exergy analysis has been performed to analyze the efficiency of the
ex-situ coal gasification process. All of these studies ignore the capturing and se-
questration process. Singh et al. [143] studied the ex-situ coal gasification process
for the production of substitute natural gas in order to find the first law -energetic-
and second law -exergetic- efficiencies for each significant step and for the overall
process. The efficiency is the ratio between the useful output and all input values.
They calculated for the ex-situ gasification process an exergetic efficiency of around
60 % for the overall process using relevant process data. They did not include the
mining and transportation exergy of coal in the calculation. Rosen [140] calculated
the energy and exergy efficiency of different hydrogen production processes includ-
ing the ex-situ Koppers-Totzek process for the production of high purity and high
pressure hydrogen (93 mole percent at 1000 psia). The process consists of air sep-
aration, acid gas removal, and two gas upgrading stages; Rosen used pure carbon
instead of coal for simplicity and calculated 59 % energetic and 49 % exergetic ef-
ficiency. Prins and Ptasinski [128], divided the ex-situ combustion and gasification
of coal into a few hypothetical steps and calculated the exergetic efficiency for each

21



Chapter 2 Exergy Analysis of UCG

step to clarify the reasons of exergy loss. Using this approach, they optimized the
adjustable process parameters like reactor temperature, steam to coal ratio, and
equivalence ratio (practical carbon/oxygen to stoichiometric carbon/oxygen ratio)
to reduce the exergy loss in each step. They showed that 75 % of the carbon chem-
ical exergy can be extracted in the form of combustible gases, mainly hydrogen and
carbon monoxide. They also used carbon instead of coal for simplicity and assumed
chemical equilibrium for combustion and gasification reactions. They also compared
oxygen and air gasification and calculated their effect on the reaction equilibrium
and product quality. They took into account the exergy consumption for separation
of oxygen from air, but they did not consider the exergy consumption in mining,
processing, and grinding of coal. Ignoring this consumption does not change the
optimum temperature and pressure of the reactor; however, it overestimates the ex-
ergetic efficiency of the overall process. The paper gives an excellent explanation of
exergy loss in a chemical process. Zhihua Wang et al. [168] implemented a chemi-
cal equilibrium calculation to study the reacting system of coal /oxygen/water/CaO
for different types of coal. They proposed an optimum temperature range between
625-850°C for a gasifier based on the maximum amount of hydrogen that can be
obtained and an optimum pressure range between 20-30 bar based on the maximum
COq capture efficiency. The research showed that a hydrogen composition of up to
85.9 mole percent can be achieved in the final product depending on the coal quality.
They also showed that only 68% of carbon could be converted in the gasifier while
the remaining part is used to regenerate CaO from CaCOs.

This paper is divided into two main sections: first the chemical equilibrium calcu-
lation is used to model the UCG process with and without calcium oxide/silicate.
This equilibrium model can also be implemented in the simulation of ex-situ coal
and biomass gasification reactors. Secondly, the results of the first section are used
to perform an exergy analysis and propose to use the comparison between theoreti-
cal, practical, and zero-emission exergetic recovery of the UCG process as a method
to rank efficiencies of energy recovery processes including UCG.

Here three different scenarios are investigated (see Fig. 3.14 for the process flow dia-
grams): The first scenario, which is called the base case, is to separate CO5 from the
produced gas of a water /oxygen/coal underground gasification process by a currently
used chemical process, e.g., the amine cycle and then store it in geological formations
[101]. In the second one, CaO is injected in the UCG cavity for insitu capturing of
the COs. The third scenario uses upgrading of the UCG product gas of the first
scenario (before COq separation) by ex-situ chemisorption of COy on naturally oc-
curring minerals (igneous rocks) like wollastonite (CaSiOs3), talc (MgSiyO19(OH)s),
serpentine (MgsSioO5(OH)y), olivine (MgySiOy4) or other magnesium-calcium sili-
cates. In this work, only wollastonite is considered because its reaction with COq
has the highest equilibrium constant at the relevant temperatures and pressures.
[81]. For each process, the composition of the UCG product gas is calculated by as-
suming chemical equilibrium and use the result in the exergy analysis of the overall
process.
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2.2 Chemical equilibrium

The paper is organized as follows. Section 2.2 models the chemical reacting system
of coal/oxygen/water/CaO. It also includes a thermodynamic analysis of the gas
composition, based on volume and temperature constraints in section 2.3. Section
2.4 gives a short description of the UCG process with simultaneous capturing of
CO3. Section 2.5 defines the exergetic recovery and efficiency factors for the en-
ergy conversion processes and explains the calculation procedure for the theoretical,
practical, and zero-emission recovery factors. The exergy consumption for various
processes like pumping, grinding etc. is discussed in Section 2.6. The results are
discussed in section 2.7 and finally the chapter ends with some conclusions.

2.2. Modeling of the chemical reacting system of
coal /oxygen /water/CaO

2.2.1. Problem definition

The chemical equilibrium model of the underground coal gasification process consists
of eight components: CH,O,, CaO, CaCO3, CO,, CO, Hy, H,O, CH4. The presence
of sulfur and nitrogen compounds are disregarded except pure Ny to avoid unnec-
essary complexity in analyzing the results. The system is considered at a constant
user defined pressure. The initial temperature is 7;,=35°C. Heat transfer between
the system and surrounding environment is disregarded, i.e., adiabatic conditions
are considered. In practice, due to the presence of combustible gases in the cavity,
the injected oxygen is instantaneously converted to COy and HyO [161]. Here, the
presence of oxygen in the model system is avoided by assuming that the injected
oxygen ng o, [mol] is converted to COy (ng,co, [mol]) and HyO, which is taken into
account as part of the injected water ngm,o [mol]. The combustion heat of coal is
then added to the energy balance. The calculation procedure is shown in Fig. 2.2.
The following equilibrium reactions can be considered:

CH,Op (5)+ (2 — b) Hy0 (g)+Ca0 (s) = (2—b+;> Hs (g) +CaCOs (), (2.1)

CH,O4 (5) + (1 — b)CO, = (2 — b) CO + %HQ, (2.2)
CH,Op () + (1 — b)) HyO = CO + (1 — b+ g)Hg, (2.3)
CH,Op (s) + (2+ b — g)H2 — CH, + (% ~ 1)H,0, (2.4)
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This same model can be used to describe ex-situ gasification of coal.

For the equilibrium calculations the theory in [146] is followed, which leads to the
equilibrium relation

1:[ (yzégz)yj = (;) v Kj, (2.5)

where P° [bar] is the standard pressure and (ﬁl is the fugacity coefficient of gas
species ¢ and is calculated as a function of pressure (P [bar]), temperature (7' [K]),
and equilibrium composition (y;), using the Peng-Robinson’s equation of state [118].
Details of the calculation of equilibrium constants can be found in 2.6.3.

n 0,coal

Hot coal

Gaseous [
products

Figure 2.2.: Calculation procedure for the chemical equilibrium of underground
coal gasification with CaQ; step 1: injection of Oy to burn one unit volume of coal,
step 2: CO3 and hot coal generated from the combustion reaction; step 3: injection
of CaO and water to react with the hot coal and CO,; step 4: generation of
CaCO3 and gaseous products. In the model these steps will occur simultaneously.
Assumption: the UCG process is adiabatic.

2.2.2. Energy Balance

Here, the adiabatic assumption is used, i.e., the initial enthalpy of reactants is equal
to the final enthalpy of the products (see Fig. 2.2). The process starts with the
combustion of one unit volume of coal, and the heat of combustion of coal is added
to the energy balance. It is also assumed that only (10 coat — Meoar) Which is the
number of moles of coal converted in the gasification reaction participates in the
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energy balance. The energy balance can be written as
Hin (T;na P7 nO,i) - Hout (T7 Pa nz) + Np,cOo, Acombh - nO,HQOAhvap = 07 (26)

where T}, [K] is the reactants (coal, Oq, and water) initial temperature, H;,, (T}, P, no ;)
[J] is the enthalpy of reactants, i.e., Og, Ny, formed COs, and water vapor, all at T},
and P. Moreover, H,, (T, P,n;) [J] is the enthalpy of products, Agmph [J/mol] is
the heat of combustion of coal to form carbon dioxide and water at Tj,, and Ah,g,
[J/mol] is the heat of vaporization of water at Tj,, which is only considered when
water is injected in liquid phase. A.,ph accounts for conversion of injected oxygen
to CO4. To simplify the calculation procedure, the enthalpy of solid, for which the
effect of pressure on enthalpy is assumed negligible, and gas species, for which the
residual enthalpy is calculated to consider the effect of pressure on enthalpy, are
calculated separately. The enthalpy of the gas and solid species are calculated using
the enthalpy of formation of each component at standard pressure and reference
temperature Tj as the reference state, for both the input and output enthalpy. The
details of the calculation of enthalpy can be found elsewhere [146, 122].

2.2.3. Solution methodology

When the total pressure is given, there are 10 unknowns in the equations, viz., the
number of moles of six gaseous species and three solid species, and the temperature.
Consequently 10 equations are needed. There are four chemical equilibrium relations
for Eq. (2.1-2.4), five atom balance equations for carbon, hydrogen, oxygen, calcium,
and nitrogen, respectively, and one energy balance relation Eq. (2.6).

The output number of moles of each component (CO,, CO, Hy, HyO, CHy, No,
Coal, CaO, CaCOj) and the equilibrium temperature (7") are found by solving
the ten nonlinear equations using the Matlab nonlinear solver ’lsqnonlin’ which is
extensively explained in Matlab documents [97]. The Jacobian matrix is calculated
analytically using the open-source computer algebra system 'Maxima’ (webpage).

2.3. Volume and temperature constraints

Due to the consumption of coal during the underground gasification process, a cavity
is formed with volume Vi 4yt [m?], which is filled with the unreacted CaO (Vcao
[m?]) and generated CaCO3 (Voaco,). The void volume formed by the removal of
coal must exceed the volume of unreacted CaO and formed CaCQOs3. This can be
written as

‘/cavity = VCaO + VCaCOg; (27)
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or

[(no,coal - ncoal) + nO,COQ] Vcoal 2 NCa0VCa0 T nCaC03UCaC03/ (1 - (DCaC03) ; (28)

where veoal, Vca0, and veaco, [m?/mol] are the molar volumes of coal, calcium oxide,
and calcium carbonate respectively, ®c,co, is the porosity of the generated calcium
carbonate. As explained in Fig. 2.2, ng co, is the number of moles of coal combusted
by the injected oxygen and (10, coar — Teoar) 1S the number of moles of gasified coal
consumed by the injected water. The other constraint is that the temperature should

be low enough so that CaCOg3 can be formed in the exothermic reaction between
CO5 and CaO,

CGO(S) + COQ’(Q) = CCLCO&(S). (2.9)

The equilibrium relation for this reaction is
PO

S — (2.10)
Yco, Pco, P

K carbonation —

where K .o ponation 18 the equilibrium constant of the CaO carbonation reaction Eq.
(2.9), dco, is the fugacity coefficient of COs, yco, is the mole fraction of CO, in the
gas phase, and P is the equilibrium pressure. In a system where CaCO3z and CaO
are exposed to an atmosphere of CO, at high temperatures and low pressures, this
reaction shifts to the left, i.e., CaCO3 dissociates into CaO and CO,. In underground
coal gasification, by changing the water to oxygen ratio, the reaction temperature
can be adjusted such that the carbonation reaction of CaO shifts to the right. A
99% CaO conversion is arbitrarily chosen to define the temperature constraint, i.e.,

Xcao = 0.99, (2.11)

where Xg,0 is the conversion of CaQ. If an equimolar mixture of CaO and CO,
at the initial pressure of P and constant temperature of T reacts at constant vol-
ume to reach the equilibrium pressure P.,, the CaO conversion is calculated by
(10,ca0 — Nca0) /M0,ca0, Which can be written as

P _ Peq
Z(Pvayinitial) Zeq(Pequvyeq)
; , 2.12)
(1_yine'rt,initial)Z(Pvayinitial)

Xcao =

where Z and Z,, are compressibility factor of the gas phase at initial and equilibrium
conditions, respectively and are calculated using Peng-Robinson equation of state,
assuming that the inert gas is nitrogen. By substituting P, from Eq. 2.10 in Eq.
2.12, one obtains

(2.13)

1 Z (P, T, Yinitia Pe
XCaO: <_ (7 Y tl)

Zeq (Peq? T’ yeq) ) Yco, éCOg Kcarbonationp .

- Yinert,initial
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2.4 Process description

This defines a pressure dependent temperature constraint (see Fig. 2.3).
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Figure 2.3.: The fraction of converted CaO as a function of CO, partial pressure
and temperature for the system of CaO/CaCO3/CO,/inert gases

2.4. Process description

Two scenarios for the UCG process in terms of CO, removal and gas upgrading are
considered. For the first scenario, depicted in Fig. 3.14-a, synthetic CaO is ground
to an average particle size of 50 pm and injected into the UCG cavity to react insitu
with COy. The reduced COy concentration shifts the reaction CO+HsO=CO,+H,
to the right, i.e., produces more hydrogen. The temperature and quality of the
product were investigated as a function of the water/oxygen ratio. The input of
CaO was calculated using the volume constraint, i.e., the volume of CaCOg3 produced
must be equal to the volume of coal reacted, including the volume of 1.0 % of CaO
left unreacted. A compressor is used to pressurize air/oxygen and inject it to the
gasification cavity. A pump can be used for the injection of water. If the coal layer
is connected to the underground water, depending on the the hydrostatic pressure
and permeability, the flow of water into the cavity may be realized by controlling
the pressure of the cavity and subsequently a water injection pump is not required.
The product gas is combusted and generates heat and flue gas. The flue gas is
transferred to a carbon capture and storage unit. The CCS exergy demand depends
on the capture process and storage method, which will be discussed in 2.6.7 and
2.6.8.
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Figure 2.4.: Process flow diagram of the UCG process with: (a) insitu COq ad-
sorption on CaQO; (b) ex-situ adsorption of COy on wollastonite. Italic letters
show the material and exergy streams; bold letters show the exergy consuming
equipment; normal letters show the products.

Fig. 3.14-b shows the process flow diagram of oxygen/water gasification without the
injection of minerals into the gasification cavity. The composition and temperature
of the product gas is calculated using the same chemical equilibrium model and
the effect of the water/oxygen ratio is investigated. The gasification product is
transferred to an ex-situ reactor filled with fine and wet particles of wollastonite.
Wollastonite reacts with COs at high pressure (80 bar) and fixed temperature of 500
K to decrease the carbon content of the gas and to produce a gas richer in Hy and
CO. Again the product gas is combusted and the flue gas is transferred to a CCS
unit.

More specifications of the solids and the process equipment are given in Table 2.2
and Table 2.3.
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2.5 General approach

Table 2.2.: Unit operations specification

Unit property value unit

Compressor Neomp 0.80 -

Ndriver 0.9 -

Metec 045 -

Pressure ratio 3.0 -

Input temperature  308.15 K

Crusher Feed size 0.1 m
Product size 50x107% m

Table 2.3.: physical properties of the solid reactants

Property Value Unit

CaO density (pcao) 58.82  kmol/m?
CaCOj density (pcaco;)  26.67  kmol/m?
CaCOg3 porosity (Pcacos,) 0.3 -

Coal density (peoar) 1366.9  kg/m®

Coal porosity (Peoq) 0.08 -

Coal MW (M. pa1) 15.03  kg/kmol

2.5. General approach

Based on the definition of exergy, a system that has a different temperature, pressure,
or composition from the dead state can be used as an exergy source. Fossil fuels
are chemical resources with a different composition, i.e., mainly hydrocarbons. To
extract/convert the exergy available in fossil fuel resources, different processes can
be devised. Each process needs streams of material and exergy to extract or convert
the targeted resource (Fig. 2.5). To investigate the effectiveness of a particular
process, one needs to quantify the streams depicted in Figs. 2.5 and 2.6.

Every process produces desirable and undesirable products. The cumulative exer-
getic efficiency of a process shows the desirable exergy output as a fraction of total
exergy that goes into the process in the form of energy and material streams [46].
The exergetic efficiency is defined as

- Exprod
> Ez;i+ Y Exy,’

v (2.14)

where Ex,.0q [J/s] is the exergy of the final desirable product, Ez; [J/s] are the

input exergy streams to the process, and Ex M, |J/s] are the exergy requirement in
the production of material streams M;. When the conversion of material to a certain
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Chapter 2 Exergy Analysis of UCG

product is the most important aim of the process, it is possible to use the exergetic
efficiency to compare alternative processes.

CO, Emission
(Em)

Material (M)
—>>

Recovery/Conversion

%
3 Process Products
Exergy (Ex;) (Exproq)

Fuel exergy (Ex )

Energy QRGBT K
RGN energy resource

Figure 2.5.: A schematic view of the inputs/outputs of the energy recov-
ery /conversion process; the product represents a certain amount of exergy. Part
of the exergy is lost in the process.

For an energy conversion or recovery process, the exergy value of the energy resource
can be considered separately from other input exergy streams as depicted in Fig.
2.5. Therefore, Eq. (2.14) can be rearranged to

U — Exprod
Y Ex; + Y. Exy, + Expye’

(2.15)

where Y Exy, is the sum of the exergy values of all the material streams M, except
for the energy resource; Ex . [J/s| is the exergy value of the extracted energy
resource. In the energy conversion processes, producing a desirable mass stream of
fuel does not guarantee the feasibility. The main goal is to extract or convert the
exergy available in an energy resource by investing a lower amount of exergy in the
form of material and exergy streams. It makes the net extracted or recovered exergy
the most important factor in the feasibility of an energy conversion or extraction
process. The net recovered or extracted exergy Ex,. [J/s] of an energy source can
be defined as

Etpet = Exproq — (Z Ex; + Z E:EMZ.) ) (2.16)

The exergetic efficiency (V) is modified by including the net recovered exergy to
define the recovery factor (R) for an energy conversion process as

o EInet o E$p7“od - (Z Exz + ZExMZ>
B Emfuel B Exfuel

R . (2.17)

In the following sections, the calculation procedure for the material (Fxy;) and
exergy (Ex;) streams will be discussed.
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2.5 General approach

2.5.1. Material streams

Every material stream (M) flowing into the process (P;) can have been produced
in another process/processes (Py;,) by using feed streams (F);, [mol/s]) and the
cumulative exergy streams (CExC)y, [J/mol]). The production process also emits
CO. expressed in kg per mole of M;, i.e., Emy, [kg/mol] (see Fig. 2.6). The
cumulated exergy consumption has been calculated by Szargut for some materials
[154, 156]. 2.6.5 explains how to attain the minimum cumulative exergy consump-
tion (CExCy, min) for producing material (M;) from the dead state, which is equal
to the chemical exergy of material M;, i.e., Ex§; [J/mol]. In practice one will find
CEzC)yy, to be higher than the minimum or theoretical value E"E?\Z The production
efficiency for material stream M, at standard conditions is defined by

Py Ex§)
=t 2.18

Szargut used the term cumulative degree of perfection (CDP) for the production
. Py,
efficiency n,,* [156].

Due to the increasing interest in the low-emission and zero-emission energy supplies,
the total amount of COy associated with the production of M; is quantified. The
COs emission in kg per mole of M; in the production of M; is the sum of the
CO4 emission related to the exergy consumption during the process and the COq
produced as byproduct, e.g., COy produced during the production of CaO from
CaCOg. It is shown that the preparation step related to the coal feed stream F)y,
can be neglected and consequently there is no CO, emission associated with Fjy,.
In practice, CO4 emission in the production of a material M; is calculated using the
emission factors. Here, to estimate the COy emission associated with material M;,
it is confined to multiplying the C ExC),, [J/mole M;] by the emission factor of the
fossil fuel that is used to provide exergy for the production of M,;.

EmML- - efuelCEJ:CMi + Embyproducta (219)

where ef,¢; is the amount of CO, generated, expressed in kg per unit exergy of the
fossil fuels considered (after combustion) [kg COs/J] and Emipyproduct is the mass of
COg produced as a byproduct in the process per unit mole of M;.

The calculation of Ex), is done in three steps. First, it is assumed that the efficiency

nﬁfi is equal to one and it is called the theoretical exergy requirement for the
production of material stream M;, i.e.,

Exl, = Exf) . (2.20)

In the second step the state of the art exergetic efficiency of production of M; is taken
into account, i.e., the practical exergy requirement for the production of material
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Mi is

Bl = (2.21)

Finally, in the zero-emission step, the exergy required in the capture and sequestra-
tion of COy emitted during the production of material M; in the state of the art
process P; is added to the practical value, i.e.,

EQ??\Z = El’%l + EmMiExCC’S- (222)

Here, Exccs [J/kg] is the exergy requirement for the capturing and sequestration
processes per unit mass of carbon dioxide, which is reported in 2.6.7 and 2.6.8.

? CO, Emission

(Emyy)
Feed (F); i ,
M) Process/ Material (M)
—————>{ Processes (P,;)
Exergy
(CExCyy)

Figure 2.6.: Exergy and material streams and COs emission in the production of
material stream M;, an input stream in Fig. 2.5

2.5.2. Exergy streams: heat and power

In general, the exergy requirement in a process can be expressed in terms of heat
(per unit time) and power. A process needs exergy to be used in thermal units,
e.g., heat exchangers, to provide heat and in mechanical units, e.g., compressors, to
provide work. Here the exergy requirement is quantified by assuming that a fossil
fuel, i.e., methane is used to provide all these exergy requirements.

2.5.2.1. Heat

First it is assumed that @; [J/s] of heat is required in a device which functions
at temperature T} ;. To use the theoretical, practical, and zero-emission steps, the
following procedure is used:

Exll, .o is defined as the minimum amount of exergy that needs to be consumed to

provide Ql units of heat per unit time at temperature 73 ;. Heat can be extracted
from the surrounding environment at temperature 7, using an ideal heat pump to

provide ); at temperature T}, i, which gives

Emzf;zeat = Qz (1 - 2 ) . (223)
’ Th
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2.5 General approach

For the calculation of the practical exergy requirement for providing the heat stream
Q;, the same approach as the practical exergy of material stream can be followed, i.e.,
the cumulative exergy consumption of heat is calculated by dividing the theoretical
exergy of heat (Exz!} ) by the efficiency factor (nq,) of the considered state of the
art heat generator. The equation reads,

Exth
E‘T?};eat = OExCi,heat - 17h6at‘ (224)
7 NQ;

The cumulative exergy of heat is reported in the literature [156, 46]. Here, to obtain
the cumulative exergy of a heat stream, a simplified calculation procedure can be
used by assuming that the chemical exergy of a fossil fuel is directly converted to
heat by a combustion process in a heat generator with the efficiency ng,. This
efficiency accounts for the production of fossil fuels (7)), the exergy loss in the
conversion of chemical exergy to heat at T},; and transfer of heat to combustion

e.tcze .
products (#fu’d (1 —To,/Th,)), and the heat loss in the heat generator (1enerator)s
ie.,
ch
exfuel TO,i
. welllgenerator 7 77v, 1— ) 2.25
an 77f 1779 t LHVfuel Th,i ( )

where LHV},¢ is the lower heating value of the fossil fuel. Here it is assumed that
the fossil fuel is methane and disregard the production efficiency of methane (ncy,)
and the heat loss in the heat generator (7yenerator). By substituting Eq. (2.23) and
Eq. (2.25) in Eq. (2.24), one obtains

ch

. exr
E pr — ) CH,y 2.26
nyheat QZ X LHVCH4 ) ( )

where ez, [J/mol] is the chemical exergy of methane, and LHVcy, is the lower
heating value of methane [J/mol]. The exergy to heating value ratio of a fossil fuel
is nearly equal to one and can be assumed to be one. Finally, the zero-emission
exergy requirement is

ch
ze : eloy ememg,eTrocs
Ex? =Q,; 4 2.27
xz,heat 7 (L{'[VCH4 + I {_[VCH4 ) 9 ( )

where emcy, is the COq emission due to methane consumption [kg COy/mol CHy],
and excog is the carbon capture and storage exergy requirement [J/kg CO,].

2.5.2.2. Power

The minimum exergy requirement to drive a mechanical unit operation is equal to

W’ which is the minimum amount of work required in a reversible process, i.e.,
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Chapter 2 Exergy Analysis of UCG

Bzl per = W/, For the practical case, the cumulative exergy (CExC;power) and
the cumulative degree of perfection of a power generation process (1) are reported

in the literature [156, 46]. The practical exergy of power is calculated by

Ezth
Em?;ower = CExCi,power = M; (228)
2. TIW

where ny, accounts for all the exergy losses during the conversion of an energy source
to power. Here, for more clarification, it is assumed that in a power production
process, chemical exergy of a fossil fuel is converted to electricity with efficiency 7eec
and subsequently is converted to work with an electrical driver with efficiency 1giver--
Then it drives a mechanical device that has an efficiency of 7geyice,i- Therefore, the
cumulative degree of perfection for the conversion of fossil fuels is calculated as

nw = nfuelndevice,inelecndriver ) (2 29)

where 7,¢ is the efficiency of the considered fossil fuel production. By replacing
the value of Exl" and ny in Eq. (2.28) and by neglecting the fuel production

i,power
efficiency (here methane), one obtains

Tev
W,

pr _
Emi,power — : (230)
Ndevice,iTelecTdriver
The CCS exergy of methane is added to Ex}’ ;Oww to calculate zero-emission exergy
requirement, i.e.,
rev
Fpe Wi | 4 Emomserocs (2.31)
mi,power - o ) ch ’ ’
ndevzce,znelecndrwer €$0H4

2.5.3. Analysis of the energy recovery/conversion process

For a reversible energy conversion process, the exergy loss is zero and the exergetic
efficiency (V) is equal to 100 %. For an energy conversion process, when only the
products wanted (here Hy, CO, and CHy) are formed from all exergy input streams
then this leads also to a recovery factor of 100 %, that has been indicated as the
upper horizontal dot line in Fig. 2.7. In the more general case the products wanted
and other byproducts are produced and consequently the theoretical recovery factor
will be smaller than one. This is shown in Fig. 2.7 with the dash dot curve.
However, in reality, exergy is lost in every step of an energy conversion process such
as pumps, compressors, reactors, separation and heat transfer units. This exergy loss
can be due to the physical limitations, e.g., separation efficiency and/or other state
of the art technology limitations. Usually, in the exergy analysis, the exergy losses
for all process steps are quantified and compared to the reversible process. It helps
to identify the process steps that have the highest contribution to the exergy loss
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and have the highest priority to be improved or to be replaced with more effective
alternatives.

In the exergy analysis method proposed here, the details of every process step is
not analyze. Instead, all the material and exergy streams entering the process
are first identifed. Then the calculation procedure explained in section 2.5.2 is
followed to calculate the theoretical, practical, and zero-emission exergy value of
each stream. The state and composition of the output product is quantified by the
phase and chemical equilibrium assumption in the reactors and separation units.
The chemical and phase equilibrium assumptions in the reactors and separators, give
the maximum possible conversion and separation efficiency for a given design. It
means that the recovery factor can be over-estimated. However, the recovery factor
calculated by using the equilibrium assumption combined with the theoretical exergy
values of the material and exergy streams in Eq. (2.17) represents the maximum
achievable recovery factor for a given overall process design, which here is called
the theoretical recovery factor (R™). The theoretical recovery factor is a function
of process parameters, e.g., flow rate of material streams. Therefore, it is possible
to calculate the theoretical recovery factor for a range of process parameters, which
gives the upper limit of the recovery factor for a process, as depicted schematically
in Fig. 2.7 with the dash dot line.

By using the practical exergy values of material and exergy streams in Eq. (2.17),
the practical recovery factor (RP") is calculated shown schematically in Fig. 2.7
as a drawn line. The gap between the practical and theoretical curve shows the
exergy loss in a process due to the state of the art technology limitations, i.e., low
exergetic efficiency (¥) of the chemical, the separation, the mechanical, and the
thermal devices.

The zero-emission recovery factor (R*®) is calculated by using the zero-emission
exergy values of material and exergy streams. It means that all the CO, emissions
associated with the preparation of material M; and exergy streams Ez; are captured
and stored. By including the exergy required to capture and store the CO5 that will
be generated after the combustion of produced fuel, Eq. (2.17) is modified to

_ Brua _ Brpor— (S B + ¥ Eagy ) - Baie

R* = = 2.32
Exfuel Ezfuel ( )

Here, Ea%3% can be calculated as
Exfés = eprod BT proa€ecs, (2.33)

where €,,,q4 is the CO, emission per unit product exergy [kg COy/J]. The exergy
requirement for the capturing and sequestration per kg of COy (Fzccg) depends
on the type of capturing and sequestration process. The space between the zero-
emission recovery curve, shown as a dashed curve in Fig. 2.7, and the practical
recovery curve shows the state of the art additional exergy requirement for carbon
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capture and storage.

The major difference between the exergetic efficiency (V) and recovery factor (R)
is that the exergetic efficiency always has a positive value (0 < ¥ < 1), but the
recovery factor can be negative. A negative value for the recovery factor can be
interpreted in the following way:

1. The theoretical recovery factor is negative i.e., R™ < 0; the proposed energy

conversion process is not and will never be exergetically reasonable. In other
words, the total input exergy to the process (excluding the exergy of fuel
Ex ) is always higher than the exergy content of the output products.

. The theoretical recovery factor is positive, i.e., R” > 0, but the practical

recovery factor is negative, i.e., R”" < 0; The process is not exergetically
reasonable with the current state of technology. With higher efficiency in
the production of material streams and thermal and mechanical devices, it
is possible to improve RF". If this is achieved the process is exergetically
reasonable.

. The theoretical and practical recovery factors are positive, i.e., R” > 0 and

RP" > 0, but the zero-emission recovery factor is negative, i.e., R** < 0; The
energy conversion process is exergetically reasonable, but with the current
state of CCS technology, the zero-emission process is not exergetically viable.
Further improvement in the CCS technology can make the zero-emission pro-
cess exergetically reasonable.

In the next section, the explained procedure will be applied to the underground coal
gasification with the simultaneous capture of COs.

100 % recovery (upper limit)

—- >

Physical limitations

e
e

State of the art

) technology limitations
2| Theoretical
3]
&
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3
> i CCS
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-~ ~~
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/

Zero-emission

\

Process Parameters

Figure 2.7.: Schematic representation of theoretical, practical, and zero-emission
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2.5 General approach

2.5.4. Exergy analysis of the UCG process

Here, the chemical equilibrium model of section 2.2 is used to represent the UCG
process. A mixture of Oq, HyO, and Ny reacts with coal (CH,O,) to produce COq,
CO, Hy, and CHy. The process parameters are the water/oxygen molar ratio in the
feed streams, the mole fraction of oxygen in the air/oxygen feed stream, and the
pressure in the cavity. The possibility of methane formation in the analysis is also
included. The same chemical equilibrium model is used for the theoretical, practical,
and zero-emission steps, i.e., the product composition is the same.

The exergy of produced fuel gas (Ex,..q) can be written as

Exprod,UC’G E"L‘prod + Ewprod + Exmi (234)

prods

where Expoquce is the exergy of the UCG product gas. It can be divided into the
chemical exergy Ex(,,;, a function of the number of moles of each of the substances
present in the gas multlplied with their respective molar chemical exergy values,
the physical exergy Expmd, which takes into account the elevated temperature and

pressure of the output gas, and the exergy of mixing Exgﬁl.

The process exergy requirement, i.e., > Ex; and ) Ez,,, are calculated for the-
oretical, practical, and zero-emission cases by following the instructions given in
sections 2.5.1 and 2.5.2. The theoretical input streams of exergy and material for
the process flow diagram shown in Fig. 3.14-a are calculated as

> Exilica = Wmp + Weamp + Wotina, (2.35)

Z ExM UCG — ExCaO + Emwater =+ Ex027 (236)

rev rev rev
where WJED . Wb, and WiES | are the reversible work required to drive pump,
compressor, and crusher, respectlvely Moreover, Ex¢" denotes the chemical exergy

of component 7, viz. calcium oxide, water, and oxygen.

Practical input exergy streams to the UCG process (3 Ex};0¢), and the cumulative
exergy value of input material streams (3 ExYy;. 7¢¢) are calculated by incorporating
the efficiency factors to Eq. (2.35) and Eq. (2.36), i.e

WT'G’U W’l"e’l} T'e‘U
> Ealyce = — + — + g , o (2.37)

NpumpTldriverTelec NeompTdriverNelec NgrindTdriverTelec

ch

Exth Exh x
CaO water 0o
Z E:UM Uca — prod + prod + prod ’ (238)
CaO Nwater 7702

where Npump, Neomp, and 1gring denote the mechanical efficiencies of pump, compres-
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sor, and grinding device, respectively. Moreover, nhoe, n2%¢  and U "4 denote the
exergetic efficiencies for the production of calcium oxide, water, and oxygen, respec-
tively. In addition, 7. denotes the efficiency of electricity generation in a natural
gas power plant.

For the zero-emission exergy and material streams, the practical values calculated
by Eq. (2.37) and Eq. (2.38) are modified as

| EMmenserecs
> Erivee =) Erlyce ( 69{%) ; (2.39)
Hy
EMcHCTCos
> Bz vea = Y. Erhy vee ( + ewCh> : (2.40)
CH,

In summary, for the theoretical case all of the efficiencies in Eq. (2.37) are equal to
one, while for the practical case, current state of technology exergetic efficiencies for
mechanical devices and production of materials are used. For the zero-emission case,
here it is assumed that methane is used to cover all the exergy requirement (material
and exergy streams) and add an extra term to consider the exergy requirement in
capturing and sequestration of CO5 generated by methane combustion, as discussed
in sections 2.5.1 and 2.5.2.

For the UCG process, it is convenient to write Eq. (2.17) as

Exproavce — (X Exivee + X Exn, vee)
Exch ’

coal

Rlcoal -

(2.41)

where the term (3. Ez, yce + 2. Exm, vce) represents all the exergy streams into
the UCG process except for the chemical exergy of coal. Eq. (2.41) can be used for
the calculation of theoretical and practical recovery factors. For the calculation of
zero-emission coal recovery factor in the UCG process, one can write

e Exproavca — (Z Exiyoq + 22 By, UCG) — eproducGETproaucaeTocs

coal — )
Excoal

(2.42)

where €,,0q.00¢ is the CO2 emission per unit exergy of UCG product [kg/J], which
can be calculated as

(Yco, + Yoo + you,) M Wco2
Syt

where y; are the mole fractions of UCG product gas, MW, is the molecular weight
of COy, i.e., 0.044 kg/mol, and Ex¢" is the chemical exergy of component i.

Eprod,UCG = (243)

One other factor that will be discussed in the next section is the total CO5 emission
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per unit net recovered exergy, i.e.,

pr pr
(Z Exivea+2 ExMi,UCG> ecH, + EXprodavcaproduca

pr pr
Exproavca — (Z Exiyoe+ 22 ExMi,UCG’)

Corod = (2.44)

2.6. Calculation procedure and data

2.6.1. Compression exergy

Fig. 2.8 shows an isentropic compressor. A gas stream at a known temperature and
pressure of 77 and P, enters the unit and leaves it at elevated temperature 75 and
pressure P,. The entropy of the stream does not change in an isentropic compressor
and P, is specified as the output pressure of the compressor. No composition change
is considered. The calculation can be performed using a thermodynamic model
for the quantification of the physical properties of the gas, e.g., an equation of
state (Peng-Robinson). The exergy requirement of this process is the enthalpy
difference between output and input streams. The typical mechanical efficiency
of the compressor, electrical driver, and electricity production power plant were
considered in the evaluation of compression exergy. This assumption allows the
calculation of the CO, emission from the overall process using the widely available
emission data for power generation plants. The compression exergy Excom, is given
by

Hy (S, (11, P), P) — Hy (11, P, Weom
E:L‘comp: 2( 1( 17 1)7 2) 1( 17 1) — 74 ’ (245)

TcompTdriver Tlpower NecompTdriver Tlpower

where Weom, is the mechanical energy requirement of the compressor as shown in
Fig. 2.8, 7comp is the compressor mechanical efficiency, 14,iver is the electrical driver
efficiency, and 7power is the efficiency of power plant. Here it is assumed that the
electricity is generated in a natural gas combined cycle power plant. The related
COsy emission is calculated as

Emcomp = E-Z'compeCHzp (246)

where ecp, is the COs emission per unit exergy of methane [kg COy/kJ]. Indeed,
here it is assumed that natural gas is pure methane.
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A Input gas stream at Output gas stream at
COZ T]; PI’ S]’ Hl T27 P27 Szn Hz
{ emission

v

Fossil fuel
—b|

Compressor

Electricity Driver

npmuer Ndriver

Figure 2.8.: Input and output of an isentropic compression unit

Here the following procedure is used in the calculation of compression exergy for a
COMPressor:

1.

For stream 1, the values of enthalpy and entropy are calculated using the
Peng-Robinson equation of state.

. For isentropic compression, the input entropy S; and output entropy Sy are

equal.

For the calculation of the theoretical compression exergy, a single stage com-
pressor is considered. For the practical case, a multistage compressor with
inter-stage cooling is considered where the pressure of the output stream from
each stage is calculated using pressure ratio of typical compression processes
(% = 3.0 — 4.5 for a centrifugal compressor [36]). The input temperature to
each stage is assumed to be Tj.

. The temperature and enthalpy of stream 2 can be calculated implicitly from

the known pressure P, and entropy S = 5.

. The amount of isentropic compression work is calculated as the enthalpy dif-

ference between the input and output streams H, — H;.

. After each compression stage, the gas is cooled down at constant pressure to

its initial temperature T} and enters the next compression step, at temperature
Ty and pressure P, (the output pressure of the previous stage).

Using typical values for a centrifugal compressor and for power generation
efficiencies, the values of the exergy requirements of a compressor such as used
in the main text can be computed.

2.6.2. Well exergy

The exergy input to produce a well includes both drilling exergy, e.g., rotary drilling,
and material consumption for piping and casing, e.g., steel and cement. Drilling
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2.6 Calculation procedure and data

power input H,, (horsepower) can be calculated by the empirical relation [6]
H,, = FN, (2.47)

where F' is the torque factor and is equal to 1.5+1.75 for shallow holes less than
3,000 m with a light drill string and N is the bit rotational speed (rpm). The rate of
penetration ROP [ft/hr] in the rotary drilling can be estimated using the empirical
formula [139]

W al N a2
P=K;(—) (— 2.4
RO d <4db) (100) ’ (2.48)

where a; and ay are empirical constants, Ky is the formation drillability factor in
ft/hr, dj, is the bit diameter in inch, and W is the weight on the bit in kib;. Note that
this equation does not use a consistent unit system and only works with the suggested
field unit system. Using the values in Table 2.4 for the parameters, the drilling power
consumption will be 121 kW and the penetration rate will be 0.0018 m/s. The ratio
between power consumption and ROP gives the power consumption of 68.8 MJ
per meter drilled. For a 800 meter deep well, the total drilling power requirement
excluding the steel and cement consumption is around 55,000 MJ excluding the
power production and mechanical driver efficiencies.

Table 2.4.: Parameters used in the calculation of drilling power consumption and

ROP [6, 139]

Parameter  Value Unit
F 1.5+1.75 hp/min
N 50 rpm
Ky 110 ft/hr
%4 10 kibs
dy, 6% inch
a 1.25 -
a9 0.75 -

The steel and cement exergy value per unit mass has been reported in Table 2.5.

Table 2.5.: Exergy value of steel and cement [156]

Material — Exergy (kJ/kg)

Steel tube 58667
Cement 6165

Assuming that the casing steel pipe has an inside diameter of 200 mm with a thick-
ness of 6.4 mm and 15 mm of space between the pipe and the hole wall that is
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to be filled with cement, the values of exergy consumption for a 800 m deep well
are reported in table 2.6. The results show that the drilling and cementing exergy
consumption account for 14.34 % of the total exergy consumption of a well. The
steel pipe with 85.66 % is the main contributor of the well exergy requirement.

Table 2.6.: The exergy consumption in drilling and completion of a 800 m deep
injection well

Exergy consumption step Exergy value (kJ) Percent

Drilling 1.52x10° 8.57
Piping 1.53x10° 85.66
Cementing 1.03x10% 5.77
Total 1.78%x 10" 100.00

The well exergy contribution in a 5 MW underground coal gasification process with
a lifetime of 10 years is 0.23 % which is neglected in the calculation of recovery
factors.

2.6.3. Chemical Equilibrium

To calculate the equilibrium concentrations for the coal/Os/H;0/CaO system stan-
dard procedures are used. The equilibrium condition for reaction j can be written
as

Z Vijhi =0, (2.49)

where v; ; is the stoichiometric coefficient of component 4 in reaction j and p; is
the chemical potential of component 7 in the stable phase at the temperature and
pressure considered.

For the chemical potential p;, the thermodynamic relation

w; = i (T) + RT In ﬁ, (2.50)
fio

is used where p; is the chemical potential of component ¢ in its stable phase at
T, P, and the composition of that phase, u¢ (T) is the chemical potential of pure
component i in the same phase at 7' and the standard pressure P°, ﬁ is the fugacity
of component ¢ in its stable phase at 7', P, and the composition of that phase and
/¢ is the fugacity of the pure component ¢ in the same phase at standard pressure
P° and temperature T'. The phase in the standard state is not necessarily the same
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for all components, but for each component i, the standard state for p¢ (T") and f?
must be the same.

Substitution of Eq. (2.50) in the equilibrium equation gives, after rearrangement,
the following expression

vij = viiug
-\ Vi , N
In ] <f> =InK;=— =9 (2.51)

For component i in the gas phase and with the ideal gas state as reference state the
quotient of the fugacities can be expressed as

Ai iAiP
(JJ:O) _ y;io | (2.52)

For component £ as a pure solid phase the quotient of the fugacities can be expressed

as
A P
(ﬁé) = exp (IPORU;dP) ) (2.53)

where v, is the molar volume of pure solid component k. When this molar vol-
ume can be considered constant to a reasonable approximation, the integral can be
simplified, and the quotient of the fugacity coefficients becomes

(JJ%) ~ oxp (W) | (2.54)

Substitution of these expressions in Eq. (2.51) leads then finally to

Vi, 0 (P — P?) yihi P " A/
1 =InK, = —>. 2.
<; RT + HH PO n J RT ( 55)

%

After introduction of the reaction coordinate €; for reaction j which is defined by
dni = Vijdé"j, (256)
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and €; = 0 at the beginning of the reaction. All mole fractions in the gas phase can
be expressed as a function of the initial number of moles present, the stoichiometric
coefficients, and the reaction coordinates, e.g.,

150 + ZIJZ‘]‘EJ‘
yi = j . (2.57)

no + Zngj
J

Here, ng is the total number of moles originally present, and the summation is over
all independent chemical reactions taking place in the system considered. In this

way there is one unknown variable per independent chemical reaction: the reaction
coordinate ;.

A cubic equation of state (Peng-Robinson [118]) was used to calculate the fugacity
coefficients for different pressures, temperatures and compositions.

The change in the molar Gibbs energy Ag° (T') is equal to Ah? (1)) —TAs? (T'). The
enthalpy and entropy at temperature 7' can be found from the Eq. (2.58) and Eq.
(2.59) [146].

Ah?:AhO.JrR/TA’“CZJdT (2.58)
L 0,7 R ) ’
To
TN, dT
A,s® = AsS. s O 2.
55 SOJ—FR/TO 7T (2.59)

Where A.hg;, Apspj, and A.cp ;o are molar values for each reaction and can be
calculated using equations Eq. (2.60), Eq. (2.61), and Eq. (2.62) respectively.

Arhiy =D i Ahg,, (2.60)
Arsiy =D Vi (2.61)
Arcgo,j = ZVi,jCZOYZ.- (2.62)

Values of Ahg, and Agg, are enthalpy of formation and Gibbs energy of formation
of component ¢ at standard pressure, e.g., 1 bar and reference temperature of Tj,
which is often 298 K. Moreover, Cpo.i 18 the heat capacity of component i at standard
pressure and has been reported in the literature [146, 122]. To find Asg ; the following
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thermodynamic relation can be applied.

Ah’g,i - Agg,i

Asy, = T (2.63)

2.6.4. Physical parameters

Table 2.7 shows the values of ¢°

oir Qg and Agg, for gas species at standard
pressure P° =1 bar.

Table 2.7.: Molar heat capacity (C9;/R = ¢; + ;T + csT? 4 ¢4/T'), standard en-
thalpy and Gibbs energies of formation for the gaseous species ([146])

Component ¢ ca X 10°  ¢3 x 10° ¢x107°  AHY, AGY;
(J/mol)  (J/mol)
CO, 5457 1045 00 _ -1157 -393500 -394350
CO 3376 0557 00  -0.031 -110525 -137169
H, 3.249 0.422 0.0 0.083 0.0 0.0
H,O 3.470 1.450 0.0 0.121 -241818  -228572
CH, 1.702 9.081 -2.164 0.0 -74520 -50460
Ny 3.2733 0.504 0.0 0.0 0.0 0.0
O 4.1646 0.1299 0.0 -0.9452 0.0 0.0

Thermodynamic properties of coal are estimated with the empirical equations in
reference [53] using the ultimate analysis data of Barbara coal (see Table 2.8).

Table 2.8.: The Barbara coal ultimate analysis data; Using these information, the
coal formula will be CHg g69400.1265N0.016650.0030- LT he moisture content of the coal
is 9.1 wt% as received.

Ultimate analysis Dry (wt%)

Ash 1.61
Carbon 78.58
Hydrogen 4.41
Nitrogen 1.52
Chlorine 0
Sulfur 0.64
Oxygen 13.24

2.6.5. Calculation of exergy values

In this section the lines of derivation which are required to clarify the concept of
exergy analysis are sketched. The exergy calculation procedure below is based on the
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book of De Swaan-Arons, Van der Kooi, and Sankaranarayanan [43] and repeated
here for the easier reference. The calculation procedure can be split up in 5 different
steps, the first 2 steps generate the basic data, the molar exergy values of the
elements in the dead state, necessary to calculate exergy values. First a dead state
is defined in which all substances present in the air, the seas and the upper crust of
the earth are assumed to react and undergo phase transitions at the pressure and
temperature of the dead state until complete (chemical and phase) equilibrium is
achieved, without any kinetic limitation. The exergy values in this dead state are
to be defined as zero. Then the molar exergy values of the elements are calculated
from these zero exergy values and appropriate Gibbs energy of reaction (formation)
values at the pressure and temperature value of the dead state. In the further 3
steps the exergy values wanted are determined. For the first two steps and the
exergy values of the elements in their stable phase, e.g., the book of Szargut can be
consulted [157]. These data were used by us too.

Step 1 starts with the consideration of the definition of the exergy concept. The
exergy of a system in a given state 1 (temperature 77, pressure P, and mole fraction
Z) is defined as the maximum amount of work that can be extracted when it goes to
the dead state (temperature 7., o, pressure P., o, mole fraction Z., ) in a reversible
process (with only heat exchange at the temperature of the dead state). The "dead
state" can be defined as the average composition (Z.. ), temperature (7T¢,), and
pressure (P, ) of the environment after having reached the most stable state(s).
The environment may be considered as a combination of the earth’s crust, rivers,
seas, oceans, and the atmosphere. The exergy value of each component depends on
the selection of this dead state. In the case of a process stream the molar exergy
exp, 1, of that stream in state 1 can be expressed quantitatively as

e'CEPL’TI - (h'PthaZl - hPez,07Tez,07Zez,0> - TE:L’,O (SPthyZl - SPEZ,OyTez,()yZez,O> ) (264)

where hp, 1, 7, and sp, 1, 7, are the molar enthalpy and entropy of the system at tem-
perature 71, pressure P, and composition 7y, respectively. hp,, 1., , and sp,, 1.,
are the molar enthalpy and entropy of the system at the dead state, and 7, is the
dead state temperature. In general the stream in the initial state can have work
forms that can be converted via reversible processes in the same amount of other
forms of work, e.g., kinetic and potential energy. All work forms in the stream must
be added to the right hand side of Eq. (2.64). Because often these contributions
are small compared to the molar exergy values without these work forms, these
contributions are not indicated further.

In order to determine the molar entropy and enthalpy values in the dead state one
can start with a mixture, e.g., air in the dead state. The molar exergy values of the
components in this mixture, e.g., Oy, Ny, and CO4 are defined to be zero. From the
properties of this mixture the exergy value of the pure substances at the pressure
and temperature of the dead state can be calculated. For the elements, e.g.,O and
Ny these values are their molar exergy values in the dead state. This procedure
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is shown in general in the first 2 steps of Fig. 2.9. The calculation procedure
starts from the identification of the reference state, i.e., the average temperature,
pressure, and composition [155]. Then the mixture is separated into the individual

components. The exergy needed for going from step 1 to step 2 is —Agﬁfo’ Pono and
can be obtained as
_Aggij:‘(]vpez,o = <Ah7nezzx07pez,0 - TEI7OAS?E7;.1:07P8$,O) ’ (265)

which describes the demixing Gibbs energy of the mixture into its individual com-
ponents. Then the components C; decompose into their elements e; at a constant
temperature and pressure of 7., o and P, . The decomposition requires the amount
of Gibbs energy Ag% for each component. These two steps are referred to as the
calculation of chemical exergy of elements and has been investigated by other in-
vestigators [155]. They have reported the results in the form of standard chemical
exergies of the elements. For the exergy change in step 3, which is the chemical
exergy of each component M; at T¢, ¢ and P, one can write

S vle; — M, (2.66)
J

where Ufwi are the number of elements e; in component M;. With the standard

molar chemical exergy exjf};m’o’Tm’o of each element e; and the standard molar Gibbs

energy of formation Ag% for component ¢, the chemical exergy of component ¢ can
be calculated by

6xfhpez O) ex,0 Ag.(f)lz - Z Ujel‘;:h}?ez,O,Tem,O : (267)

J

The exergy of the system after step 3 is equal to the summation of the chemical
exergy of all the components at P, o and T¢,, i.e.,

exPez 0,1 ex,0 Z xle'rl Pe;L O,Tex 0" (268)

It can be that the actual reference temperature and pressure are P, and T, which
are different from the pressure and temperature in the dead state. In this case heat
capacity at constant pressure data and appropriate equations of state are needed
to take these differences into account. The temperature and pressure of the system
change from 7., and P,, to T" and P in step 4. The exergy change is equal to the
physical exergy

p
exPT —Zx exZPT_Zx <h’zPT ZPe:L'O, ea:O) eﬂfozw ( Si,pT zPez,(ﬁTezﬁ)’

(2.69)

where 2¥ denotes the mole fraction of species i of phase p. It must be calculated
i p p p
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using heat capacity at constant pressure data and an equation of state. hﬁ r.p and
s‘z pr are the molar enthalpy and molar entropy of the pure component 7 in phase
p at temperature T and pressure P. The total exergy value after the step 4 is

h
S exzfjp +3, xiexf’RT.

ex,0, ezO

To obtain the exergy value of the mixture the effect of mixing on the exergy value
must be considered, in step 5 the components M; are mixed at constant temperature
T and pressure P to form the final mixture. The exergy change can be quantified
with this equation

Aew%ﬁ = Ahm”” T.. oAsm”” (2.70)
ART and Asmw are the enthalpy and entropy change of mixing at 7" and P.
Approprlate thermodynamic models must be chosen to calculate both changes. The
exergy value of the mixture at 7" and P can be calculated by application of the
following equation

ch
emPT - Zl‘ exz Pea: OyTezo

7

+ Z x; emz pr + DexE. (2.71)

T, ex,0» P Tex,ﬂJ P ex,0 TexO P

%
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2.6 Calculation procedure and data

2.6.6. Grinding exergy

To calculate the energy required for grinding adsorbent minerals, the well-known
equation of Bond [24] was used. Bond’s equation is based on a differential equation
[167] proposed by Walker et. al. [105], i.e.,

dz

l»TL

dE = —C—, (2.72)
where F is the net required energy per unit weight of mineral, x is the size of a hole
in the sieve that allows passing a given percentage (e.g., 80%) of the crushed mineral
and C' depends on its properties. The exponent n is an exponent that shows the
order of the process; in Bond’s law it is equal to 1.5. By integration of Eq. (2.72)
the energy required to grind the material from passing size x; to x5 is given by

azzc<;5—y%>. (2.73)

In this work the Bond equation

o (18 1) o

is applied, where W is the specific energy of grinding per unit mass of a feed with 80%
passing size of F' micrometer to a product with 80% passing size of P micrometer.
W; is the Bond work index and is equal to the work required to reduce a unit weight
of infinite size particle to the 80% passing size of 100 pum. It should be measured
using experimental or plant data [105]. Ref. [122] has reported W; values for some
materials, of which the relevant values are given in Table 2.9.

Table 2.9.: Bond index for relevant minerals [122, 82]

Component  Bond index [kWh/ton]

Limestone 10.18
Wollastonite 14

2.6.7. Separation of CO, from flue gas

Flue gas is a mixture of nitrogen, water, COs, oxygen, and some other minor
components. Separation of CO,y from the flue gas is a very energy intensive pro-
cess. The CO, capture technologies including chemical absorption, physical ab-
sorption/adsorption, membrane technologies, and cryogenic separation have been
reviewed by many investigators [29, 33, 61, 70, 81, 99, 103, 113, 124, 173]. In spite
of a tremendous ongoing research to improve the CO, capturing methods with re-
spect to the energy consumption, these processes still consume a large magnitude of
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energy. Currently, the chemical absorption using aqueous solution of MEA (mono-
ethanol-amine) is the predominant technology. Table 2.10 shows the energy required
to capture CO, for different processes according to different references. Here, an av-
erage COy separation cost of 4000 kJ/kg COs is used.

Table 2.10.: Practical exergy requirement in the COq capture processes

Process Exergy Note Ref.
consumption
(MJ/kg COs)
Aqueous MEA 3.0-7.0 Only stripping  [113]
column reboiler
Chemical 4.0-6.0 General review  [29]
absorption
MEA 3.7 - [103]
MEA 4.2 Steam [33]
consumption
KS-2 2.9 Commercial [103]
solvent
Membrane 0.5-6.0 Not yet feasible  [29]
system
Cryogenic 6.0-10.0 - [29]
Wet mineral 3.6 Wollastonite, [82]
carbonation Netee = 0.40

2.6.8. Exergy of CO, sequestration

Here it is assumed that CO, is separated from the flue gas of a 1000 MW natural gas
power plant. The efficiency of the electricity production is assumed to be 45%, which
means the natural gas exergy requirement is 1000/0.45=2222 MJ/s. By multiplying
the natural gas exergy consumption by the CHy emission factor (ecgs = 0.055 kg
COy/MJ), the total CO4 emission from the power plant Em,, can be calculated as

1000 kg CO,

Emy, = o-e X 0.055 = 122.2 =, (2.75)

Here it is assumed that 122.2 kg/s CO, is transported to a sequestration aquifer via
a 150 km pipeline to be injected at supercritical state, e.g., 100 bar and 35°C, at a
depth of 1000 m. Using the Weymouth equation [98] to estimate the pressure drop
in a gas pipeline, it is found that a pipeline with an inside diameter of 19 inch gives
a pressure drop of 90 bar and an average gas velocity of 24 ft/s. The theoretical
exergy consumption for the compression of COg (E%comp) Was calculated with the
method explained in 2.6.1 and using the parameters in Table 2.11. The practical
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exergy consumption of CO, transport can be calculated from the compression exergy
requirement by

E.ﬁlﬁth
Ewtransport =" (2 . 76)

’
NeompTdriverTpp

where Neomp, Nariver, and 1, are the mechanical efficiencies of the compressor, electri-
cal driver, and power plant. Here it is assumed that the gas compression is done in
a multi-stage compressor with a maximum pressure ratio of three. The CO, stream
leaves the pipeline at 10 bar and enters the injection multistage compressor sta-
tion where the pressure increases to 100 bar before aquifer injection. The results of
the compression exergy requirement in the transport and injection compressors are
shown in Table 2.12. Here, an average value of 1000 kJ/kg CO for the transport
and injection costs is used.

Table 2.11.: CO, transport pipeline specification for a 1000 MW power plant

Pipeline Parameters Value Unit

Length 150 km

Inside diameter 19 inch

Input pressure 100 bar

Output pressure 10 bar

Mass flow rate 122.2 kg/s
Standard volumetric flow rate 201.6 MMSCFD

Average gas velocity 24 ft/s

~<«——+——L=150km

Y

Output CO, stream
atT,, P, S,, H,

Compressor
Compressor

Figure 2.10.: Transport of CO5 via a 150 km pipeline and aquifer injection

Input CO, stream at
Tl’ Pl» Sl’ HI

Ex

injection

Extransport
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Table 2.12.: Parameters and results for compression exergy in the transport and
injection of CO,

Compressor Transport Injection Unit
Input pressure (P;,) 1 10 bar
Output pressure (P,y) 100 100 bar
Max pressure ratio (%) 3.0 3.0 -
Neomp 0.8 0.8 ;
Ndriver 0.9 0.9 -
Telee 0.45 0.45 ;
E:ciﬁmp 288 142 kJ/kg CO,
Earr 890 437 kJ/kg CO,
Sequestration Exergy 1327 kJ/kg COq

2.7. Results and discussion

This section discusses three scenarios of UCG, i.e., (a) conventional air/water UCG,
(b) using synthetic calcium oxide for insitu upgrading of the gas, and (c) using ex-
situ wollastonite packed-bed for the conventional UCG product gas upgrading. In
each scenario, maximizing the hydrogen content and minimizing the carbon content
of the produced gas are the objectives. The scenarios can be distinguished according
to the method of carbon capturing, i.e., (1) the conventional method using amine,
(2) carbon capturing with synthetic minerals, i.e., calcium oxide and (3) carbon
capturing with naturally occurring minerals. The results are presented in terms of
gas compositions, recovery factors, and carbon dioxide produced per unit exergy of
product gas.

2.7.1. Base case: air (oxygen)/water UCG

The base case considers conventional underground coal gasification with conven-
tional carbon capture and sequestration, i.e., amine capturing and aquifer storage.
It must be noted that throughout this book, the injection of “air/water” or “oxy-
gen/water” is frequently repeated. It means that for the oxidizing agent in the feed
stream, either oxygen or air is used. All results are presented as a function of the
injected water/Oy molar ratio for deep coal UCG at a pressure of 80 bar, which is
the hydrostatic pressure for a 800 m deep coal layer.

The input exergy contains all contributions to generate the input materials. Indeed,
when oxygen is used, it is necessary to calculate the exergy needed to separate O,
from Ny. The exergy requirement in the production of oxygen is shown in Table
2.13. The air (oxygen) compressor, and water pump are the mechanical devices that
need an exergy input; the exergy requirement of the water pump is neglected as in
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many practical cases underground water flows into the UCG cavity by adjusting
the pressure at the well head. The exergy consumption of the input streams has
been calculated using the procedures explained in 2.6.1, 2.6.5, and 2.6.6 based on
the specifications shown in Table 2.2. The exergy of the produced gas has been
calculated using the procedure of 2.6.5. An in-house developed Matlab code is
used to perform the computations. The reader can use the described model or a
commercial process simulator, e.g., Aspen Plus to reproduce the result.
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Figure 2.11.: Product composition profile for the conventional coal gasification at
a pressure of 80 bar; a) pure oxygen b) Ny/O5 ratio of 3.77 (air); the equilibrium
model is considered to be valid above 1000 K.
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Table 2.13.: Feed streams chemical exergy and CO, emission

Component Chemical Production Practical Production Ref.
Exergy efficiency Exergy  CO, emission
(kJ/kmol) (kJ/kmol) (kg/kmol)
CaO 135000 0.20 675000  73.7 [156]
09 3970 0.04 99250 5.5 [156]
H,O 9490 1.0 9490 0 -

Fig. 2.11-a shows the product composition for oxygen gasification. A temperature
of 1000 K is attained for a water/Os molar ratio of 4.2. The hydrogen concentration
shows a maximum for a water/O, ratio of one, but it shows only a weak dependence
for water/O, ratios below three. The methane concentration becomes significant
above a water/Oy of three, but it can be expected that high methane concentrations
at high water/O ratios will not be attained due to slow kinetics below a temperature
of 1000 K [84, 104].

Fig. 2.11-b shows the product composition for air injection. Again the temperature
decreases for increasing water/O; ratio. A temperature of 1000 K is attained for a
water/Oy molar ratio of three.
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Figure 2.12.: Practical recovery factor of coal, Eq. (2.41), and CO5 emission per
unit net exergy of product gas for oxygen and air gasification at 80 bar; thick
lines (v, O) show the result for a Ny/O5 ratio of zero; thin lines (A, o) show the
results for a Ny /O ratio of 3.77 (air).

Here, the carbon dioxide produced per unit net exergy, denoted by C,¢; [kg COo/MJ],
is used as a measure of the CO5 emission of the considered fuel. This will be shown
in Fig. 2.12, which compares oxygen and air performances as oxidizing agents in
UCG. At a water/O, ratio of zero the temperature in the cavity is very high (1500
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2.7 Results and discussion

K for air injection and 2600 K for oxygen injection, see Fig. 2.11) which shifts the
Boudouard reaction Eq. (3.2) to the right side and results in a higher composition of
CO. By increasing the water/Os ratio, more hydrogen is produced and the practical
recovery factor increases due to the conversion of water with a low chemical exergy
value to Hy with a high chemical exergy value. This also increases the chemical ex-
ergy of the product without increasing its carbon content, which leads to a decline
in CO, emission per unit exergy of product. However, the rate of increase of the
Hs composition becomes lower and it finally reaches a maximum, which causes the
recovery factor to reach a maximum as well. At a water/Os ratios beyond 4.0 for
oxygen injection and 2.5 for air injection the temperature drops below 1000 K, which
gives a boost to the production of methane according to the chemical equilibrium
model and the composition of methane significantly increases the chemical exergy
of the product, which leads to an increasing recovery factor and a decreasing CO,
emission per unit exergy at higher water/O, ratios. This temperature (1000 K) is
chosen as an arbitrary marker below which the reaction rates are considered to be
too slow for the process to be practically relevant particularly for the production of
methane. In other words, only above 1000 K an equilibrium model is considered ap-
plicable. Within this range, the maximum recovery factor for air injection is around
52 % at a water/Os ratio of 0.4. The maximum practical recovery factor for oxygen
injection is around 68 % for a water/O; ratio of 0.8. It shows that with oxygen
injection it is possible to convert more water into fuel. The minimum carbon diox-
ide emission expressed in COy emission per unit net exergy of product gas occurs
at 0.19 kg CO5/MJ for air injection and 0.14 kg CO,/MJ for oxygen gasification
at a water/Oq ratio of 0.8 and a water/Oy ratio of 0.4, respectively. In Fig. 2.13
where the methanation reaction has been disregarded, the optimum points can be
observed more clearly. The model shows that oxygen gasification is the preferred
method with a higher recovery factor and a lower CO5 emission per unit net exergy,
assuming that the thermodynamic model is adequate for these conditions.
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Figure 2.13.: Practical recovery factor (thin lines) and CO, emission per unit net
exergy of product gas (thick lines) for the oxygen gasification case as a function of
water/Oy molar ratio; by eliminating methane formation reaction from the model
a single optimum point is found for this system.

For other types of coal or pressure the optimal water/O, ratio for the recovery factor
and CO, emission ratios varies. Depending on the situation oxygen or air injection
may be preferred.

The next steps are to show the effect of the current state of technology efficiency
factors (practical case) and the effect of carbon capture and sequestration (zero-
emission case) on the maximum recovery factor for oxygen and air gasification. Fig.
2.14 compares the theoretical case and practical case to the zero-emission case. All
the curves show a local maximum at low water/Os ratio, which similar to Fig. 2.12
can be explained by the conversion of water to Hs at higher temperatures. The
local minimum in the recovery factors is a direct consequence of the increase in
composition of methane with increasing water/Os ratio. As discussed before, the
methanation reaction at this water/O, ratio is to slow to be practical. Indeed the
zero-emission recovery factor drops to 15% for oxygen injection and drops below zero
for air injection. If, as opposed to amine capture, optimized membrane separation
techniques could be used, the zero-emission recovery would be around 40%. Unfor-
tunately, for the current state of the art, membrane techniques are not efficient and
do not have sufficient capacity for practical applications and the efficiency for future
high capacity membranes is as yet not certain. It is concluded that underground
coal gasification with zero-emission greenhouse gases at the current state of the art
is not feasible.
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Figure 2.14.: Theoretical (R™), practical (RP"), and zero emission (R*¢) recovery
factors for (a) oxygen and (b) air gasification at 80 bar considering methane
formation

Fig. 2.15 shows recovery factors for the base case in the absence of the methane for-
mation reaction in the chemical equilibrium model; the recovery factor decreases at
increasing water/Oy ratios. Consequently, the calculation shows only one optimum
water/Oy ratio.
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Figure 2.15.: Theoretical (R™), practical (RP"), and zero emission (R*) recov-
ery factors for oxygen gasification at 80 bar with and without methane forma-
tion; Thick lines show the result of the equilibrium calculation with formation of
methane. Thin lines with markers show the case with no methane formation; the
area below the horizontal line shows the impractical zone, i.e., negative recovery
factors.

2.7.2. Scenario 1: insitu usage of CaO

Scenario 1 considers the case of using insitu CO, capturing with CaO (see Fig 3.14-
a). In this case one needs the exergy requirement in the production and preparation
of CaO in addition to other exergy requirements considered in the base case. There-
fore, the cumulative exergy consumption of CaO and the crusher are considered.
These exergy contributions can be added to the exergy requirements of the input
stream considered in the base case described above. Due to the fact that the volume
limitation prevents the complete capture of COy with insitu carbonation of CaO,
the CCS procedure is implemented to capture and sequester the remaining CO, as
described in the base case, i.e., amine capturing and aquifer injection.

Without loss of generality, a constant oxygen injection rate is chosen to burn 1 m?
of coal per unit time. The CaO flow rate is calculated so that the volume of coal
combusted and gasified is equal to the volume of CaCOj3 formed plus the volume
of unreacted CaO (see Fig. 2.2). The temperature is constrained to be below
the temperature at which CaCOj3 decomposes. Again it is assumed that at high
temperatures, there is no reaction rate limitations. The temperature decreases as
the flow of water increases as shown in Fig. 2.16; the water to oxygen ratio should be
above 2.5 to avoid that CaCOj dissociates into CaO and CO; (see Fig. 2.16). Due
to the volume constraint the fraction of carbon sequestered into CaCQOj3 is constant,
i.e., 0.36 mole COy/mole of converted coal. It turns out that the carbon content of
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the product gas stream remains relatively constant as the water/Os ratio increases.
The carbon content of the produced gas is lower than for the base case. Indeed,

it results in the production of a gas fuel with a higher hydrogen to carbon ratio
compared to the base case.
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Figure 2.16.: Conversion of coal and CaO and temperature profile as a function of
water /oxygen ratio for oxygen gasification at 80 bar; the calculated amounts of
reacted coal, unreacted CaO, and generated CaCQOs in the gasification cavity are
reported as the number of moles divided by the number of moles of injected Os.

The composition of the product gas is shown in Fig. 2.17. The main feature shown
in the figure is that the hydrogen concentration is highest at water to oxygen molar
ratio of 2.4 and decreases at the expense of methane formation. With respect to
the composition obtained without CaO shown in Fig. 2.11-b, more methane and

hydrogen and smaller amounts of CO, are produced when CaO is included; in this
case more water is converted to fuel.
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Figure 2.17.: Composition of final product as a function of water to oxygen ratio
for oxygen gasification at 80 bar.

Also with the use of CaO, the final product is not carbon-free and one needs to
consider again the exergy requirement for removal and sequestration of CO, after the
combustion of the product gas. The results of the exergy recovery have been shown
in Fig. 2.18. As discussed in section 2.5, the results are expressed in theoretical,
practical, and zero-emission exergy recoveries as explained in the previous section.
For a water /O, ratio below one, part of the initial CaO remains unreacted, which has
a negative effect on the recovery factor by increasing the input exergy to the process
and not performing its duty of removing CO, from the product. By increasing
the water/Oy ratio, the temperature drops and as a result more CaO reacts with
CO4 which improves the quality of product by shifting the shift reaction Eq. (3.3)
towards production of more hydrogen. It also increases the recovery factor of the
process. The recovery factor keeps increasing until the process reaches the volume
constraint where no more CaO can be injected, which appears as a local maximum
in Fig. 2.18. After this point, by increasing the water/O, ratio, temperature drops
and the CO, content in the product increases, which causes a decline in the chemical
exergy of the product and the recovery factor of the process. As explained before, by
increasing the water/Os ratio the temperature drops, which results in the production
of methane with a high exergy value, which can increase the recovery factor to a
new maximum. But the slow rate of the methanation reaction does not allow this
process to be practical at high water/O ratios. From a theoretical point of view in
principle more than 80% of exergy available in coal can be recovered. In practice,
considering the present state of the art technology but without the removal of carbon
emission only around 30% of the coal exergy can be recovered. Including removal
of the carbon emission, the coal exergy recovery is negative meaning that the input
exergy exceeds the output exergy. In other words the amount of energy gained from
the coal is lower than the input exergy streams inclusive the exergy required for the
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capture and sequestration.

Again the right half of the figure is ignored due to the reaction rate constraints.
At temperatures higher than the stability temperature of CaCOj3, which occurs at
water/O5 injection ratios below 1.8 the practical and zero-emission recovery factors
are low. It turns out that the COy emission per unit net exergy is higher than the
gasification without CaO addition (see Fig. 2.13). The zero emission curve with
CaO addition is even more negative than the conventional case (see Fig. 2.12). It
is concluded that the application of synthetic CaO does not lead to any advantages
with respect to conventional gasification neither for the practical case nor for the
Zero emission case.
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Figure 2.18.: Coal theoretical (R), practical (RP"), and zero-emission (R*¢) ex-
ergy recovery for air gasification at 80 bar for different water to oxygen ratios.
The thick drawn, dash-dot and dashed lines show the result of gasification model
without the formation of methane.

Fig. 2.19 shows the effect of the CO5 capturing process on the zero-emission recovery
factor using membrane separation of CO, with average exergy consumption of 1000
kJ/kg CO4, Amine separation with 4000 kJ/kg COq, and cryogenic separation with
8000 kJ/kg CO5. The result shows that by advancing the CO5 separation technology
towards lower exergy consumption per unit mass of captured CO,, the zero-emission
recovery curve shifts upwards to narrow the wide gap between the zero-emission and
practical recovery of the energy resource. Only with membrane technology, a positive
zero-emission recovery is possible.

61



Chapter 2 Exergy Analysis of UCG

,_‘
|

o
o
1

<
)
1

Recovery factor
& &
N N
1 1

|
—_
|

“1.4- A | - B =R (membrane)
£ —60— R”® (Amine)
!! +=A= R (Cryogenic)

-1.84

2 3 4 5 6
Water/O2 molar ratio

Figure 2.19.: Effect of CO, capture method on the zero emission (R*¢) recovery
factor (thick lines); membrane ([J), amine (), and cryogenic (A) separation of
CO; from the flue gas.

2.7.3. Scenario 2: ex-situ upgrading with wollastonite

In the second scenario the same conditions as in the base case are used, except
that the step of wet mineral carbonization is added (see Fig. 3.14-b). In mineral
carbonization, the CO, is removed ex-situ through the reaction [81]:

CaSiOg + CO2 — CCLCOg + SZOQ (277)

The mineral carbonization is used to adsorb CO, from the gas produced in a conven-
tional underground coal gasifier (Fig. 2.11-a,b) and upgrade the gas by promoting
the shift reaction, i.e.,

The advantage of using wollastonite is that it can be found in nature [67]. In
addition, 38 pum particles of wet wollastonite in reaction with COy at 200°C and
20 bar can reach a maximum conversion of 70 % in 15 minutes[80], which is an
acceptable reaction rate for this application. Fig. 2.20, which has been generated
using the same approach as described in section 2.3, shows the effect of temperature
and pressure on the equilibrium conversion of wollastonite. Based on the partial
pressure of COs in the gasification product, the temperature of the ex-situ reactor
must be controlled to reach the maximum conversion of wollastonite (500 K in Fig.
2.20).
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Figure 2.20.: Equilibrium conversion of wollastonite in contact with stoichiometric
amount of CO, at different pressures and temperature. In this work, a tempera-
ture of 500 K is chosen for the ex-situ reactor.

In the exergy analysis, the exergy requirement for crushing the calcium silicate is
considered. However, exergy connected to transport of wollastonite (calcium silicate)
is disregarded. It should be noted that the exergy requirement for transport of solid
materials over great distances can be very large and must be included in the analysis.
The computations confirm that the net recovered exergy of coal strongly depends
on the crushing size [82]. Fig. 2.21 shows the upgraded product gas composition.
The optimal composition of hydrogen is reached at a water/Os ratio of 2.2. At this
point all the carbon monoxide is consumed in the ex-situ reactor and is converted
to Hy and CO,, where CO; reacts with the wollastonite. If the reaction rate at the
ex-situ reactor operating condition, i.e., 500 K and 80 bar, is high enough then the
reactor can produce pure hydrogen. By increasing the water/Os ratio above 2.2, no
more hydrogen can be produced because there is no CO left to react with steam.

The recovery factors of the ex-situ upgrading scenario, shown in Fig. 2.22, looks
counter intuitive as the maximum recovery value does not appear at the pure hy-
drogen production but appears at the water/O; ratio of 0.5, where the product gas
consists of 70% CO and 30% Hs. This effect is due to the higher chemical exergy
of CO with 283.0 kJ/mol than Hy with 236.1 kJ/mol. At this point, the maximum
theoretical and practical recovery factors are 76% and 64%, respectively. But when
capturing and sequestration of CO, is considered, the product gas with a lower car-
bon content per unit exergy becomes more attractive and shows the highest zero
emission recovery factor of 38% at a water/O ratio of 2.2.

Fig. 2.23 shows the practical and zero emission recovery factors of the UCG process
with ex-situ upgrading of the product and the COy emission per unit net exergy
(thick line). Without environmental concerns, the optimum that gives the highest
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Figure 2.21.: Product composition of the UCG process- second scenario; the CO,
is adsorbed by the wollastonite. theoretically, nearly pure hydrogen can be pro-
duced at water to oxygen ratio of 2.2. The temperature is constant at 500 K and
the pressure is 80 bar. The methanation reaction has been disregarded.

practical exergy recovery, i.e., point a in Fig. 2.23, shows a practical recovery factor
of 67 % with a COy emission of 0.174 kg/MJ. On the other hand, at point b in
Fig. 2.23, the CO5 emission has a minimum value of 0.022 kg/MJ but with a lower
recovery factor of 47 %. There is a sharp decline in both recovery factor and CO,
emission curves from point a to point b. Based on these results, shown in Fig.
2.23, three criteria can be defined to choose the optimum process parameter, i.e.,
water /O ratio:

1. If CO4 emission is not a criterion, the optimum process parameter is the value
that maximizes the practical recovery factor, i.e., point a with 67 % practical
recovery.

2. If CO4 emission is a criterion, but the CO5 capture and sequestration is not
an option, then any point between a and b that gives a feasible recovery factor
and an acceptable level of CO, emission can be considered as the optimum.
For instance, water/O ratio of 1.6 gives a practical recovery factor of 57 %
while the total COq emission is 0.083 kg/MJ which is only 1.5 times higher
than one would obtain by combustion of methane with a CO5 emission of 0.055

kg/M.J.

3. If CO5 emission is a criterion and CO, capturing and sequestration is an
option, the optimum process parameter is the value that maximizes the zero-
emission recovery factor, i.e., point b with 42 % zero-emission recovery. Hence,
for a water/Os molar ratio of 2.2, CO, emission is minimal and zero-emission
recovery factor is maximal. This behavior is coincidental.
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Figure 2.22.: Theoretical, practical, and zero-emission recovery factors for the ex-
situ upgrading of conventional gasification products in an ex-situ wollastonite
packed bed.

2.8. Conclusions

o The theoretical, practical, and zero-emission recovery factors for UCG are fully
analyzed, which can serve as template for the analysis of any other energy
recovery /conversion processes.

« Conventional underground coal gasification with oxygen has a higher recovery
factor than air gasification.

« Practical oxygen gasification has a carbon emission of 0.14 kg CO5/MJ exergy,
which can be compared to combustion of methane with a carbon emission of
0.055 kg CO9/MJ, i.e., three times larger.

o Zero-emission recovery factors of deep UCG using the state of the art technol-
ogy, i.e., amine separation, are small or negative. More efficient CO, capture
technology, e.g., membranes, have as yet not sufficient capacity to be practical.

o It is concluded that UCG with zero greenhouse gases emission with the current
state of the art is not yet feasible, mainly due to the low efficiency of the CO,
capturing processes.

e The use of synthetic CaO to reduce the carbon emission is counterproductive
in reducing the greenhouse gas emission. Zero-emission/practical recovery
factors are negative for practical water/Os injection ratios.

e Use of calcium silicates to reduce the greenhouse gas emission would perform
better than CaO. Recent literature, however, shows that the reaction rates to
convert wollastonite to calcium carbonate is too slow to lead to a practical
technology.
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Figure 2.23.: Practical and zero-emission recovery (left axis) and COy emission
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per unit net exergy (right axis) of the UCG with ex-situ upgrading of product gas
with wollastonite as a function of water/O, ratio; Letter a shows the maximum
practical recovery factor with no concern on CO, emission and letter b shows the
maximum practical recovery factor with the lowest CO5 emission. In this figure
reaction rate aspects are not considered (see text).

o The type of analysis proposed in this paper can be applied to any other energy
conversion processes and shows where it has to be improved to increase the
overall recovery factor.

e The main weak point of the use of zero-emission UCG with the current state
of the art technology are the exergy-intensive CO, capturing methods. Theory
indicates that less exergy-intensive processes can be developed.

o If CO5 emission is not a criterion, the optimum process parameter is the value
that maximizes the practical recovery factor.

o If CO; emission is a criterion, but the CO4 capture and sequestration is not an
option, then any value of the process parameters that gives a positive practical
recovery factor and an acceptable level of CO4 emission can be considered as
the optimum.

o If CO4 emission is a criterion and CO, capturing and sequestration is an option,
the optimum process parameter is the value that maximizes the zero-emission
recovery factor.



3. Alternating injection of oxygen
and steam in underground coal
gasification: mathematical
modeling and exergy analysis

Things get worse under pressure.

Murphy’s Law of Thermodynamics

Abstract

Recent successful low-pressure underground coal gasification pilot experiments that
uses alternating injection of oxygen (or air)! and steam has shown potential in large
scale hydrogen production. This chapter extends an existing steady state model
to a transient model that can describe an alternating injection of oxygen (or air)
and steam for deep thin coal layers. The model includes transient heat conduction,
where the produced heat during the oxygen (or air) injection stage is stored in the
coal and surrounding strata. The stored heat is used in the endothermic gasification
reactions during the steam injection.

The results show that product composition and temperature oscillation can be pre-
dicted with a reasonable accuracy. The stored heat can deliver additional energy
that can maintain the gasification during the steam injection period for a limited
time. During the steam injection cycle, at low pressure the volumetric flow and the
hydrogen content of the product gas are both high, but at higher pressures while
the hydrogen composition is still high the coal conversion decreases considerably.
Exergy analysis confirms that the alternating injection of oxygen (or air)/steam de-
scribes a practical process for UCG at low pressure. However, injecting a mixture
of steam and oxygen results in a practical recovery factor of coal higher than the
alternating injection process.

IThe oxidizing agent can be either air (with natural oxygen content of 21 mole percent) or pure
oxygen. In the modeling section, the composition of the injected oxidizing agent that is used
for each simulation is explicitly given.
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3.1. Introduction

The reserves of easily extractable oil and gas are decreasing [3, 18, 112]. Conse-
quently, there is an increasing interest for coal utilization. Societal concern about
global warming make that the use of coal, with on average only one atom of hy-
drogen per atom of carbon (CH), is considered less attractive than oil (two hydro-
gen/carbon, CHy) or methane (four hydrogen per carbon, CHy). Therefore it has
been suggested to investigate whether it is possible to reduce the carbon foot print of
coal if coal is utilized via underground coal gasification (UCG). In European coun-
tries like Belgium, the Netherlands, Poland and Great Britain coal is deposited in
relatively thin (1-3 m) and deep layers (1000-2000 m) [20]. Moreover issues regard-
ing the carbon foot print are high on the agenda in Europe. Moreover, developed
technology can be exported to the BRICS (Brazil, Russia, India, China, and South
Africa) countries [85].

Recent field trials in China and Poland suggested alternating injection of air and
steam, where the air injection period serves to heat up the coal and surrounding
strata, and the steam injection period serves to produce high quality gas recuper-
ating the heat from the surrounding strata [174]. Stanczyk et al. [151, 152, 150]
gasified the hard coal in a pilot underground gasifier in the Gléwny Instytut Goér-
nictwa (GIG), Katowice, Poland with alternating injection of oxygen and steam.
They successfully produced a fuel gas with more than 50 % hydrogen during the
steam cycle. Both trials were done at atmospheric pressure. However, in the gasifi-
cation of deep coal seams, with the coal connected to an aquifer system the pressure
should be kept high, i.e., slightly higher than the hydrostatic pressure, to avoid
underground water flow into the gasification cavity. If successful, this alternating
injection procedure would allow to separate production periods with high CO, and
nitrogen content from periods with mainly hydrogen content. If the gas of the first
period can be sequestered separately the hydrogen/carbon ratio can be improved.

To be able to study the alternating injection UCG process, a dynamic model is
needed, which can predict the composition of gaseous product, the rate of coal
consumption, and the heat transfer to the coal layer and the surrounding strata.
There is an extensive literature on coal gasification models that can predict product
gas composition and the rate of cavity growth [28, 119, 120, 161, 115, 47, 21]. Some
models use only chemical equilibria on the coal surface to predict the product gas
composition [50]. However this assumption results in an overprediction of the carbon
monoxide concentration and an underestimation of the CO, content in the product
gas.

A model for the chemical reaction of a coal block with air or a mixture of oxygen
and steam was developed by Perkins and Sahajwalla [119], which can be applied to
underground coal gasification problems for the prediction of the coal consumption
rate and the composition of the product gas. The model considers multi-component
diffusion, coal drying, pyrolysis, and char/gas chemical reactions. In another paper
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Perkins and Sahajwalla [120] studied the effect of various parameters, e.g., pressure,
temperature, water influx, and coal properties on the rate of cavity growth and
product gas quality. However, to find a numerical solution to their highly nonlinear
model, they assume that the bulk gas composition is known.

A cavity growth model developed by Biezen et al. [21] describes cavity development
in these coal layers and reasonable agreement with the Pricetown field trial was
found, although the model is not developed to predict the product gas composition.

A mathematical model for the cavity growth applicable to UCG in shrinking coal
was written by Britten and Thorsness [28]. It assumes a fixed low injection point
and an axisymmetric cavity around it, well mixed bulk gas, radiation dominated
heat transfer, and the spreading of the injected gas through the accumulated rubble
on the cavity floor. The model predictions were in agreement with the process data
from two UCG field tests [28, 161].

A quasi-steady state model developed by Van Batenburg et al. [161] based on
the above mentioned model of Britten and Thorsness, was able to describe the
product gas composition in the Pricetown field trial. It is, however, not suitable for
alternating injection because it does not consider a time dependent heat conduction
module. This study extends the previous quasi-steady-state model of Van Batenburg
to account for heat accumulation and recuperation from the surrounding strata.

In a conventional underground coal gasification process, oxygen and steam are in-
jected simultaneously into a coal layer. The idea behind this process is that oxygen
reacts with coal in an exothermic reaction to produce heat, i.e.,

b
CH,O, + (1 -5+ Z) 0, — CO, + %HZO. (3.1)

Then the injected steam and produced CO, reacts with coal to produce Hy and CO
due to the endothermic Boudouard and shift reactions, i.e.,

CH,O, (s) + (1 — b) COy = (2 — b) CO + %HQ, (3.2)

CH,Op + (1 — ) H,0 = CO+ (1 — b+ %)HQ. (3.3)

The heat required for the Bouduard and shift reactions is provided by the combus-
tion reaction. However in practice injected oxygen reacts instantaneously with the
combustible Hy and CO in the cavity and subsequently the hot gases react with
coal. The overall composition of the produced gas is reported in Table 3.1. It shows
that the gas contains 56 % Ny and 18 % CO,, and consequently the fuel gas heating
value is low. Downstream separation of Ny and COs to increase the quality of gas
is not practical with the current state of technology.
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Table 3.1.: A typical composition of UCG product gas; average values from the
compositions reported in [85]

Component COy CO Hy; CHy Ny  Other
Mole percent 183 7.4 149 2.1 559 1.4

The alternating injection of air and steam is an alternative procedure that separates
the combustion and gasification reactions. First air is injected to react with coal and
produce heat. It is assumed that the generated heat is stored in the coal and roof
layers. The gas produced in this cycle is mainly Ny and CO5. Some carbon monoxide
and hydrogen can also be produced depending on the composition and water content
of the coal. Then air injection is stopped and steam is injected. Steam reacts with
the hot coal layer, consumes the heat in the endothermic reactions, and produces
a gas with high hydrogen content. Effectiveness of this step highly depends on the
pressure. Low pressure is a more favorable condition for this reaction as equilibrium
reactions Eqs. (3.2 & 3.3) shift to the right side to produce more hydrogen and
carbon monoxide.

To illustrate these ideas an extended model is applied to low pressure alternating
injection underground coal gasification. This model can reproduce the results from
the GIG trial, which can also be used as a validation of the model. However, most of
the coal layers in Europe appear in deep layers and therefore the gasification must
be done at high pressure. Hence, the effect of pressure on the product quality of
deep UCG is investigated. Apart from pressure, the length of oxygen and steam
injection cycles, the time cycle ratio, and the steam/oxygen flow ratio are other
important parameters that affect the process and will be studied. Depending on the
volume of the cavity and steam/oxygen flow rates, the produced gas in each stage
can be mixed with the product of the previous and/or the next stage. In this case,
the average composition of the product gas of the alternating injection gasifier is
compared with the gasification product of a gasifier, which opposed to alternating
injection, uses a continuous injection of a feed stream of a mixture of oxygen and
steam.

The organization of the chapter is as follows: Section 3.2 describes the basic assump-
tions of the model. In Section 3.2.1 the multi-component mass transfer model and
the chemical equilibrium of char/gas are explained. Section 3.2.2 derives the heat
balance equations that include conductive heat loss or gain and radiation between
the cavity surfaces. Section 3.2.3 shows the relation for the calculation of the bound-
ary layer thickness for natural convection dominated flow inside the cavity. Then
an algorithm is described to solve the system of nonlinear differential and algebraic
equations in Section 3.3. Section 3.4 describes a model that shows the possibility
of mixing between cycles. In section 3.5.1, the results of the model are compared
with a chemical equilibrium model to show the importance of mass transfer limita-
tions in UCG reactions. Section 3.5.2 compares the results of the GIG field trial to
validate the mathematical model. Then, in section 3.5.3 the effect of the duration
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of feed injection and the pressure of the gasifier on the quality of the UCG product
are studied. In addition, the effect of steam/O, ratio on the UCG product quality
for the injection of a mixture of oxygen and steam is analyzed. An exergy analysis
is performed on the overall process and calculate the practical and zero-emission
recovery factors of coal. Finally, the chapter ends with some conclusions.

3.2. Mathematical model

A schematic representation of the UCG process is shown in the left side of Fig. 3.1.
It includes a vertical injection and production well into a coal layer. The bottom of
the wells are interconnected through the coal layer by one of the linking methods
[69], e.g., a horizontal well. Depending on the feed injection plan, oxygen (air) or
water (steam) or a mixture of them is injected through the injection well. The com-
bustion/gasification process is triggered near the production well by providing heat,
for instance, by using a propane burner. The initial cross section (perpendicular to
the horizontal well) of the coal layer and the roof rock above it is shown in Fig. 3.1-
a. The combustion/gasification reactions consume coal leading to cavity formation.
As the gasification proceeds the cavity will expand (Fig. 3.1-b); after some time the
cavity reaches the roof rock and the roof begins to subside (Fig. 3.1-c). After that,
depending on the constitution of the roof negligible collapse, complete collapse or
partial collapse can occur. With negligible collapse an open channel remains. For
complete collapse the coal layer is buried in the roof rock debris. For partial collapse
two open channels remain on both sides of the coal face, as shown in Fig. 3.1-d.
In this chapter, the author’s interest is confined to the partial collapse case. The
channel is bounded by three faces, viz. the coal face, the roof face, and the rubble
face, where the injected oxygen penetrates through the rubble zone and reacts with
the combustible gases as soon as it enters the cavity and before reaching the coal
face. The heat and products of the combustion reaction reach the coal face, where
they are converted to gaseous products. The goal is to write a mathematical model
that describes this heat and mass transfer inside the cavity. The exothermic com-
bustion reaction on the rubble face and the endothermic gasification reactions on
the coal face cause a temperature difference between the cavity walls, which triggers
a temperature and composition driven natural convection flow inside the cavity.
Here it is assumed that the circulation of gas inside the cavity makes a uniform
gaseous mixture, which is called the bulk gas. The bulk gas species diffuse through
a boundary layer to the coal face and react with coal. Due to the high temperature
of the surfaces, the heat transfer mechanism is radiation-dominated. The radiation
from the rubble hot face (where the highly exothermic combustion reaction occurs)
heats up the coal and the roof faces. On the coal face, part of the heat received
by radiation is consumed in the endothermic gasification reactions between the coal
and bulk gas. Part of the heat also diffuses into the coal and roof layers where it
increases the temperature; for the calculations, it is assumed that the coal and roof
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are initially at the subsurface environmental temperature.

Referring to Fig. 3.1-d, one needs to establish the fluxes at the three faces of
the cavity, to find the gas composition in the cavity, which is assumed to be the
product composition. The following three faces are considered in the cavity. The
cavity /rubble interface through which the injected fluids, like oxygen, nitrogen and
water enter the cavity. The oxygen that enters the cavity immediately reacts with
the product gas in the cavity. It is assumed that a fraction ecp,, €co, en, of
oxygen is reacting with methane, carbon monoxide, and hydrogen respectively where
ecH,+ecot+en,=1. In the calculations it is assumed that 50 % of the oxygen reacts
with CO in the produced gas to form CO, and 50 % of the oxygen reacts with Hy
to form H5O.

(a)

Oxygen (air) CO,,CO, H,, A
v Water (steam) H,0,CH,, N,

(b)

7(C) ASERSNEY

N \1\ INEN ‘T\\I\\ B
A NNA AN .
Gasification SHs

reactions

0 ANNENANNINNAGNAGS

o ANNESNTANIAGNAGS
=" Cross-section s

(d)

Coal Rubble N

Figure 3.1.: Schematic flow diagram of underground coal gasification (left) and
the cavity growth and partial roof collapse in a cross section perpendicular to the
injection line (right).

In the partial collapse case, for the fluxes slightly downstream of the rubble cavity
interface the following expressions are obtained (see Fig. 3.2):

rubble 1 —7rubble
NCHbfl = _§€CH4N02 ) (34)
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NEbte — ey N, (3.5)
Nzubble _2€CON8§)M€7 (3.6)
Npe — Nrthgze i 26H2N61;bble L SCH4NrOu2bb167 (3.7)
Nre _ 2€CONgu2bble . ;€CH4Nrou2bble’ (3.8)
Npube _ NrNibble. (3.9)

The boundary fluxes are different from the surface fluxes due to the combustion
reactions in the rubble zone. The symbols with the bar (N; [mol/(m?.s)]) denote
the injection boundary fluxes and the fluxes N/ (without the bar) [mol/(m?.s)]
denote the fluxes of component i after the combustion reaction through the rubble
zone in case of a partially collapsed channel or through the upstream cross-section
of the channel in the case of no collapse. For given values of ecy,, £co, €n, [dimen-
sionless], which are the fraction of injected oxygen that reacts with CHy, CO, and
H, all fluxes are specified. Fig. 3.2 shows the cavity and the fluxes from the coal
and rubble zones.

3.2.1. Mass transfer

Adjacent to the coal/cavity interface is a laminar boundary layer through which the
gases diffuse towards the coal. The laminar boundary layer has a thickness d, which
can be calculated using conventional correlations involving the Sherwood number.
In this boundary layer the Stefan-Maxwell equations are applied, i.e.,

— J

dv; RT, o (2) N} —z; (=) Nf, (3.10)
dz  p 5 D

where Nf [mol/(m?.s)] is the molar flux of component 7 from the coal surface to the
cavity, D;; [m?/s] is the Stefan-Maxwell diffusion coefficient, 7, [K] is the tempera-
ture on the coal surface, p [Pa] is the pressure, x; is the mole fraction of component
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Figure 3.2.: Roof, coal, and rubble zones and fluxes from each surface to the cavity.

i in the boundary layer, and R [8.314 J/(mol.K)] is the gas constant. All together
there are N’ — 1 Stefan-Maxwell equations (3.10). Here it is assumed that the re-
actions occur at the coal face. Therefore at the coal face, forming one side of the
laminar boundary layer using a carbon atom balance for the amount of reacted coal,
one can write

(Néw, + Néo + Néo, ) CHaO; —
N&o,COs + Nf,oHoO + NgoCO + Néyy CHy + Nij Ha, (3.11)

which is expressed in terms of net fluxes N{ from the coal face to the cavity. The
fluxes in Eq. (3.11) are net fluxes, which consist of a part leaving the coal and a
part moving towards the coal. A positive flux indicates a flux going from the coal
into the cavity, whereas a negative flux denotes a flux going into the coal layer. Eq.
(3.11) contains five unknown fluxes, but it is possible to relate the carbon monoxide
flux and hydrogen flux to the other fluxes using mass balance considerations, i.e.,

_NIEIQO + (B - 2)]_\7602 + BN8H4
1—0

Néo = (3.12)
and

N§, = 5 (Néu, + Néo + Néo,) — Niyo — 2Ny, - (3.13)

N QI

Now three unknown fluxes are left, viz., N&y,, Néo, and Ny, q.
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Per unit volume of coal consumed, a certain amount of roof collapses into the hot
cavity. It releases ¢ moles of H,O per mole of coal consumed. However, this shall
be ignored as it can be lumped into the injected H5O.

Nﬂzg = ((Ném, + Néo + Néo,) (3.14)

It is assumed that the cavity moves perpendicular to the injection production line at
a constant velocity dictated by the coal consumption rate. This velocity is calculated
by

Néq. + Néo + NE M oar
Veoal = ( €02 €0 CH4) 5 (315)
Pcoal

where M,y [kg/mol] is the coal molecular weight and pe.q [kg/m?] is the density
of coal. Even if a transient heat conduction problem (see below) is attached to this
problem, the quasi-steady state assumption for the composition will be maintained.
This leads to the following expression for the mole fraction of a component : = COs,
CO, H,, H,O, CHy4, Ny in the cavity:

gjblﬂk — ZCM Nz'a )
' Za Zz Nia

At the coal face it is assumed that all components are in equilibrium with the py-
rolyzed coal (char) CH,O, (and not with the original coal CH;0O;). Three equilib-
rium reactions are considered, involving pyrolyzed coal and all of the components.
The equilibrium constant of reaction-1, i.e., char + carbon dioxide gives carbon
monoxide and water is given by

(3.16)

(SIS

2+5-b ¢ c 2+g—b( c )
K, — Pco™ Pha,o (xCO) TH,0 1-¢ 317
1 — 1-b+2 - . 1-b+2 p : ( : )
Pco, (517002>

The equilibrium constant for reaction-2, i.e., char 4+ water gives hydrogen and carbon
monoxide is given by

1-b+3 ¢ 7€ 1=b+3
Ky — pcolzljz _ CO( H2)1_b pH% ' (3.18)
pHQO <x%20)

Finally the equilibrium constant for reaction-3, i.e., char + hydrogen gives methane
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and water is given by

b
b c c
Ko — PcH,PH,0 . LCHy (xH20> a1
37 T oqe-g T . \2t0—%
w (o)

(3.19)

The mole fractions serve as boundary conditions for the Stefan-Maxwell equations
to calculate the mole fractions at the coal surface. They must, however, satisfy the
equilibrium conditions Egs. (3.17, 3.18, 3.19). So the guessed fluxes are adapted
until consistency is obtained. However this assumes that the temperature at the
coal face is known. There are four unknown temperatures, viz. the temperature
of the rubble zone, the roof, the coal and in the cavity. This requires four energy
balance equations that will be treated in the next section.

3.2.2. Energy balance

The energy balance on each face of the cavity consists of the heat generated by the
reactions near that face, the radiation heat exchange, the heating of the cold spalled
roof-rock to hot rubble and finally the heat conducted into the formation behind the
faces. Radiation is the dominant heat transfer mechanism in the cavity due to the
high temperature, but the conduction heat is added to the coal and roof rock in the
energy balance. The heat of conduction in the rubble zone is not considered because
it is assumed that the injected gases sweep this heat immediately into the cavity.
As the cavity moves with velocity v [m/s], a moving coordinate is considered and
the 1-D transient heat transfer equations are written for the coal and roof rock as

o7, oT, 0°T,
nggﬁ—f — Veoal PACH 8; = kg 8xf , B = roof, coal, (3.20)

where pg [kg/m?] is the solid density, cs [J/(kg.K)] is the solid heat capacity, veoa
[m/s] is the velocity of the coal face, kg [W/(m.K)]| is the solid thermal conductivity,
and the moving coordinate x = T — v.ut Where T is the fixed coordinate. Eq.

(3.20) is rearranged by defining the reference time tp = é—z and the Peclet number

as Peg = ety where ag = p];—iﬁ is the thermal diffusivity and L is the length of

solid. z is used to denote the distance from the surface both in the coal and the
roof. Using the dimensionless time (7 = t/tg) and space (X = z/L) variables, Eq.
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(3.20) can be rewritten as

12 0Ty, 0Ty _ 0Ty

— = . 3.21
astr Or  P9X  OX? (3.21)
The boundary conditions are
8T5(X = 1, 7')
T3(X =0,7)=Ts, =0, 3.22
6( ? T) 67 aX ( )
whereas the initial condition is
Ts(X,7=0)=T3 (X) att=00<X <1, (3.23)

where Tg(X ) is the initial temperature in the coal layer and the roof respectively.

3.2.2.1. Coal/cavity interface

The energy balance relation for the coal cavity interface is

A]¥coalAAcoal + Qcoal—roof + Qcoal—rubble + QCoalAcoal =0 (324)

where AH,o, [J/(m?.s)] is the heat of reaction, which can be related to the net
fluxes from the coal face by

AHoa = Néohco (Ta> + NE'OQhCOQ (Ta> + N8H4hCH4 (Ta) +
+ NlcithQ (Ta) + legoh (Ta) - (NE’O + Nf}o2 + N(C}H4> henar (Tcoal,S) ) (3'25)

where the temperature Ty, is defined as T, = U (Nf) Teoar,s + (1 — U (NY)) Ty, and
h; (T,) is the enthalpy of component i. The unit step function U () is used to ensure
that when the flux is negative it comes from the cavity, whereas positive fluxes are
into the cavity. The enthalpy is calculated by

Ta
hi (Ty) = ARG, + / cpi (T)dT. (3.26)

To
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Here Ahg; [J/mol] is the enthalpy of formation at the standard temperature and
pressure and c¢,; (T') [J/(mol.K)] is the temperature-dependent ideal gas specific
heat capacity of component i. Here the effect of pressure on the enthalpy of the
components is disregarded.

The radiated heat @12 between surface 1 and surface 2 is calculated [77] by using
the following relation

€1€20

Q1_2 - 1-— F1_2F2_1 (1 — 61) (1 — 62)

(AT — Ao T3 (3.27)

where ¢, and A, [m?| represent the emissivity and area of surface a, Fy_o denotes
the view factor of surface 1 to surface 2, and o = 5.67 x 107 [W/(m?.K*)] is the
Stefan-Boltzmann constant.

The heat transfer by conduction to the coal layer qeoq [J/(m?.s)] is calculated by

_ kcoal t=At 8T‘coal
L t=0 0X dt

Gcoal = At ’

(3.28)

where At shows the time step for the numerical model (see section 3.3). The value
of geoq; 18 estimated using numerical integration and differentiation as explained in
Appendix A. L is chosen to be long enough to avoid that the conducted heat reaches
the downstream boundary.

3.2.2.2. Roof/cavity interface

No chemical reaction occurs at the roof surface and the energy transfer from the
roof to the coal and rubble zones is given by

Qrooffcoal + Qrooffrubble + qroofAToof = Oa (329)

where Qroof—coat a0d Qroof—rubbie are calculated by Eq. (3.27) and ¢4 is calculated
by Eq. (3.28).

3.2.2.3. Rubble/cavity interface

The reaction between the injected oxygen and the combustible gases and the evap-
oration of injected liquid water occur in the rubble zone. The energy balance for
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this zone can be written as

Qrubble—coal + Qrubble—roof + A-[_17”ubbl61400al + Qrubble = 07 (330)

where the radiation heat transfer terms are calculated by Eq. (3.27). The net energy
production near the rubble zone AH, . [J/(m?.s)] is calculated by

AH,upie = NEShoo, (Trupie) + NES"heo (Ty) + Ny hivy (Trupsie) +
+ N8 hizo (Traeie) + N b, (Ty) + NG hen, (Ty)
—=rubble —=rubble —=rubble va
Ny (1) — N o, (T) — N (hinso (T.) — AR, (3.31)

where h; [J/mol] is the enthalpy of component ¢ in the gas phase, and if the species
come from the rubble zone the enthalpies are calculated with T}, and if the species
come from the cavity the enthalpies are calculated with 7j. The heat of vaporization
of water Ahyf, [J/mol] is eliminated from the Eq. (3.31) when water is injected
in the form of steam. The net flux is positive when the species originates from the
rubble zone and negative when it originates from the cavity.

The value of Q,upie, Which represents the sensible heat of the rubble mass is calcu-
lated by

Trubble
Qrubble = mrubble/ Croode7 (332)

Troof,s

where 1M, 18 proportional to the cavity growth rate v, and is calculated by

mrubble = UcoalAroofproofy (333)

where pr0p [kg/m?| is the density of the roof rock (see Fig. 3.2).

3.2.2.4. Bulk gas energy balance

All the gas fluxes N (o = roof, coal, rubble, cavity) at their respective tempera-
tures T, from the cavity faces into the cavity are mixed to reach the average gas
temperature 7,. The energy balance for this mixing process can be written as

SOSTNE (hy (Ta) — i (T)) = 0, (3.34)

7

where i is the component index (CO,, CO, Hy, HyO, CHy, Ny), « is the interface
or cavity index (roof, coal, rubble, cavity), and h;(T,) is the enthalpy of species i
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at temperature T,,. As before, the temperature T,, = U (N{*) Tps+ (1 — U (N/)) 1,
where positive fluxes are into the cavity, and T} is the cavity temperature. Ideal
mixing rule is assumed and the effect of pressure on the enthalpy of the gas is
disregarded.

3.2.3. Boundary layer thickness

For natural convection dominated flow, the Sherwood number (Sh) can be calculated
by

Sh = 0.59GriSci,  Gr < 10°, (3.35)

Sh = 0.13Gr#Sc?,  Gr > 10°, (3.36)
where Gr is the Grashof number, which is defined by

hlgAp

Gr =
r P

(3.37)

where h is the coal layer thickness [m], g [m/s?] is the acceleration due to gravity,
Ap = ‘p (:r;b,Tg> — p(xC,Tcoal,s)‘ [kg/m3| is the difference between the density of
non-ideal gas at the coal surface and the cavity, and p [kg/m?] is a reference density,
which is taken to be the density p (2%, Troas) at the coal surface, and v = u/p [m?/s]
is the kinematic viscosity of the gas mixture [138] also at the coal surface. The gas
density is calculated using the Peng-Robinson equation of state [118]. The Schmidt
number is defined as

v

Sc = D’ (3.38)
where D [m?/s] is the average diffusivity of the gas mixture at the coal surface.
The binary diffusion coefficients D;; are calculated according to Eq. (5) in reference
[138]. It is a function of temperature, pressure, and concentration. The average
diffusivity is strongly influenced by the presence of hydrogen. The following relation
[22] is used to calculate the average diffusivity using the gas phase mole fraction z§
and Stefan-Maxwell diffusion coefficients D;;:

= 1/2 ( ”)) . (3.39)

J 1753

In this procedure the contribution due to forced convection is disregarded as Gr/Re?
is around 4 x 10%, i.e., Gr/Re?*>>1; therefore the flow is dominated by natural
convection.
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3.3. Numerical scheme

The following numerical algorithm is used to solve the equations and find the 10
unknown variables, viz. Né&q,, Ni,0, Nén,> T, Th,05 Travbie,ss Tgas,sy Teoat,ss Troof,ss
and 0. The initial condition at t = 0 is T2, = Tfoof = 308 K and the time step

At is 1800 seconds (0.5 hour). The symbols are defined in the nomenclature, at the
end of the chapter.

1. First, initial estimates are assigned to all the unknowns
2. Eq. (3.12) and Eq. (3.13) are used to calculate the N&, and Nf, respectively.

3. The equilibrium constants K; are calculated at the estimated coal surface
temperature 7, ; using the procedure explained in Appendix B. Then using
the initial estimate for zf, and zf,o, Eq. (3.18) is used to calculate x¢
and after that Eq. (3.17) is used to calculate x¢q,. For the calculation of
r¢y,, Eq. (3.19) is used during the oxygen injection cycle (with high enough
temperatures), but it is assumed that zfy, is zero during the steam injection
cycle due to the very slow reaction rate of methane at low temperatures [84,
104]. The mole fraction of nitrogen x5, is calculated using that the sum of the
mole fractions is equal to one, i.e., >, zf = 1.

4. The roof flux Nﬁ‘;‘g is calculated using Eq. (3.14). Here, it is assumed that
the roof collapse does not result in a water roof flux, i.e., ( = 0.

5. The bulk gas component mole fractions are calculated using Eq. (3.16).

6. The Stefan-Maxwell equations are solved analytically [5] with the boundary
condition of z; = z§ at z = 0 (on the coal surface), i.e.,

x; = x5 exp (\;2) (3.40)
where \; are the eigenvalues of the matrix M, which is given by
RTcoal,s N; s
=P Xjripy =
M;; = _RQWEJ&? IS (3.41)
P Dij ¢ 3& J

7. The bulk gas composition calculated in step 5 must satisfy the solution of the
Stefan-Maxwell Eq. (3.40) at z = . Writing this equation for CO,, CO, Ha,
H50, and CHy gives five error values e;:

o2 — ¢ exp (\id) = ;. (3.42)
8. Using the estimated surface temperature of coal and roof, the conducted
heat losses for coal and roof are calculated using the procedure described in

Appendix A. Then the four energy balance equations (3.24), (3.29), (3.30),
and (3.34) are used to calculate four error values e;.
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9. If the nine calculated values of e¢; and e; do not satisfy the convergence criteria

21 ]e] < wiand Y || < wo then the estimated values of N&g,, Ni.o,

Nén,» iy Tiyor Trubiess Tgassy Teoat,s; and Troops are corrected using the
Quasi-Newton method with a numerically calculated Jacobian matrix.

10. The Sherwood number is calculated using Eq. (3.35) or Eq. (3.36) and the
new boundary layer thickness d,,, is calculated by

h

5new - 87}1 (343)

If this new value does not satisfy the convergence criterion |d,e, — 0| < ws then
the new value of ¢§ is calculated as d, = 0.10,¢0 + 0.90,_1 until convergence
is obtained. We observe that for this problem this weighted method is more
stable even though slower than the direct substitution.

11. The values of the initial profiles Ty, and T),,; are replaced by the new tem-

coal

perature profiles in the coal 777, . and roof T)7 .~ (see Appendix A). The

coal,n oof,n
procedure starts again from step 1 using the new values for the unknowns.

3.4. Mixing effect

One issue with the alternating injection is that the current product is always mixed
with the products from the previous cycle. Hence, this section will quantify the
degree of this mixing. One may recall that air/oxygen or steam are injected during
selected periods. The injected fluids will percolate through a rubble layer until they
reach the channel surrounding the rubble zone. In the rubble zone the injected
oxygen reacts with the gases in the channel (the steam is only heated). The gases
in the channel react at the coal face, which forms one boundary of the channel. The
gases move in the channel towards the production well. It is important to estimate
the residence time distribution of the injected gas and the ensuing product gases.
It will be done by injecting an inert tracer in the injection well and showing its
concentration profile thus ignoring any reactions and temperature effects. In other
words the residence time distribution will be estimated with a numerical model
where a tracer is injected in the central injection channel and its concentration
is monitored at the production well. The produced concentration profile gives an
estimate of the residence time distribution. The geometry is also simplified as shown
in Fig. 3.3.

An incompressible continuity equation is solved with Darcy’s law assuming the per-
meability distribution shown in Fig. 3.3. From this the velocity field is calculated.
At the interface between the injection well and the rubble zone, a constant mass
flux is specified. The second boundary condition is a zero diffusive flux condition
at the outer boundary of the channel [40]. The pressure is fixed at 80 bar for the
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Figure 3.3.: Schematic representation of the geometry used for the calculation of
residence time distribution; the gray area is the rubble zone with the permeability
of 1 x 10712 m? and the porosity of 0.4 which is connected to the production well
(half circle with the diameter of 2 m) through a 1 m wide channel (white circle
around the gray area)

production well. The velocity field is specified as an input to the convection diffu-
sion equation. At the injection well a concentration ¢ = 1 mol/m3 is assumed. At
the production point it is assumed that the diffusion flux is zero. Everywhere else
no flow boundary conditions are considered. The result is shown in Fig. 3.4. The
concentration profile shows breakthrough at 0.9 pore volume (PV) and complete
breakthrough occurs at 2.1 PV. The interpretation is that after switching between
air and steam injection 1.2 PV of mixed products are produced. It means that to
achieve separated production for a considerable period, around 10 PV’s must be
injected. This is possible at low pressures but at high pressures separate production
is not practically achievable (see below).

3.5. Results and discussion

In this section, first the result of the extended model is compared with the result
of a simple chemical equilibrium model. Then, the data of the GIG field trial [152]
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Figure 3.4.: The average concentration of tracer at the production well as a func-
tion of number of pore volumes of injected gas

are compared with the simulation results of the extended model. A few sensitivity
analyses are performed by changing the practical process parameters, i.e., pressure,
duration of oxygen (air) and steam injection cycles, and the flow rate of oxygen (air)
and steam. The effect of each parameter on the coal conversion rate, gas production
flow rate and gas composition will be discussed. Finally, an exergy analysis is
performed and the practical and zero-emission recovery factors [52] are calculated
to investigate the practicality of the process.

3.5.1. Comparison with chemical equilibrium model

To investigate the significance of considering mass transfer limitations in the model,
the steady state results of the model are compared to the results obtained with a
chemical equilibrium model [52]. Fig. 3.5-a shows the composition obtained previ-
ously [52] with a chemical equilibrium model and Fig. 3.5-b shows the composition
of the UCG product gas predicted by the present model. In both cases, the pres-
sure is 3 bar, the flux of oxygen is 0.1 mol/(m?.s) and the flux of saturated steam
(saturation temperature of 133°C at 3 bar [123]) is increased gradually from 0.05
mol/(m?.s) to 0.45 mol/(m?.s) corresponding to a water/O, ratio between 0.5-4.5.
The comparison (Fig. 3.5-a, 3.5-b) shows a number of differences between the equi-
librium model and the extended channel gasification model. First, it is observed
that by increasing the water/Os ratio, the temperature decreases much faster for
the equilibrium model than for the extended gasification model, which includes heat
and mass transfer. This is attributed to the fact that in the equilibrium model
the endothermic reactions play a more important role. For the same reason the
Boudouard reaction (C + COy = 2 CO) produces more CO and less COs. One
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can also observe more Hy production and more H,O consumption in the equilibrium
model, which shows that the rate of coal consumption is higher in the equilibrium
model due to the lack of mass transfer resistances.
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Figure 3.5.: Steady state composition of UCG product for (a) chemical equilibrium
model without mass transfer limitations; (b) the extended model including mass
transfer limitations.

3.5.2. Comparison with field experiments

In this section, first the result of related experimental work available in the literature
are explained and subsequently is compared with the simulations. In a pilot scale
gasification experiment, Stanczyk et al. gasified a coal block of 2.4 x 0.6 x 0.55 m3
(lengthxheight xwidth) [152]. This experiment is referred to as the GIG field trial.
The experiment was carried out in a geo-reactor, which was designed to simulate
the underground coal gasification conditions. The injection channel is initially 2.4
m long with a diameter of 0.07 m at the bottom of the coal seam. First, oxygen was
injected for 10 hours to initiate the process and heat up the coal seam. Then oxygen
and steam are injected alternately for two hours and 1.0-1.5 hour, respectively for a
period of 120 hours. The temperature in the channel and in the coal layer and the
composition of dry gaseous product were recorded.

The model is used for the same oxygen and steam molar injection rate and the
temperature and composition profiles predicted by the model are compared with the
GIG field trial results. Approximately, the same injection rate and initial conditions
as the GIG field trial are used, i.e., the same injection rate per unit area of coal,
the same coal composition, and the same initial and injection temperature and
pressure. The main difference between the model and the GIG field experiment
is the existence of a nonreactive face (roof face) in the model while in the GIG
field trial all the faces are reactive as they consist of coal. To model the GIG field
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experiment, oxygen with a rate of 0.086 mol/(m?.s) is injected for the first 10 hours.
The flow rate per unit surface area of coal is estimated by dividing the reported value
of the injection rate of oxygen [152] by the surface area of the injection channel (a
diameter of 0.07 m). Any changes in the diameter of the injection channel during its
operation is disregarded. Then the alternating injection is started by the injection
of 0.077 mol/(m?.s) steam for 2.0 hours, which is followed by the injection of 0.086
mol/(m?.s) oxygen for 2.0 hours. The temperature of the steam corresponds to
its saturation temperature at 12 bar. The simulation is continued for two oxygen
and two steam injection cycles. Fig. 3.6 shows the temperature profile predicted
by the model. For the first 10 hours, the temperature increases from the initial
temperature of 308 K (not shown in the figure) to 1300 K on the coal face. This
is in reasonable agreement with the value of 1373 K reported by Stanczyk et al.
[152]. After 10 hours, when starting the steam cycle, the temperature drops very
fast due to endothermic gasification reactions on the coal face to 990 K and then
more gradually decreases to 800 K after 2 hours of steam injection. The observed
temperature in the GIG field trial at the end of the first steam cycle is 700 K, which
is 100 K lower than the model prediction. This difference can be explained by the
fact that in the GIG field experiments, the endothermic gasification reaction occurs
at all surfaces, while in the model, no reaction happens on the roof surface and
consequently the calculated temperature drop due to the endothermic gasification
reactions is lower than the observed value.
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Figure 3.6.: Temperature history results of the model with the initial conditions
of the GIG field experiments [152].

Fig. 3.7 shows the composition history of the dry product gas predicted by the
model for the simulation of the GIG field trial. The average composition during
the initiation stage (first 10 hours) predicted by the model is 35 % COq, 49 % CO,
and 16 % Hy which is different from the composition of product obtained in the
GIG field trial, i.e., 25 % COa,, 36 % CO, 33 % H,, and 2 % CH,. The formation of
methane is ignored in the model because the equilibrium constant of the methanation
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reaction at high temperature (above 1000 K) is low and the reaction rates at low
temperature (below 1000 K) are too slow to reach equilibrium. The differences
between the results of the model and the GIG field trial are a consequence of the
author’s assumption that the injected oxygen reacts with dry coal. During the pure
oxygen injection stage, the average composition of the product gas in the GIG field
trial is 57 % (36 %) COq, 18 % (49 %) CO, 15 % (15 %) Hy, and 3 % (0 %) CHy. The
numbers in brackets show the results of the simulation under the same condition. It
shows that while the model predicts the mole fraction of Hy in the product gas with
reasonable accuracy, it overestimates the composition of CO and underestimates
the composition of CO,. This discrepancy can be a consequence of the fact that
chemical equilibrium is assumed instead of finite reaction rates on the coal surface
[75].

For the steam injection stage, the product gas composition is 14 % (20 %) COg, 16
% (16 %) CO, 54 % (63 %) Hy, and 10 % (0 %) CHy4, which is in good agreement
with the simulation results, except for the mole fraction of methane. Considering
the very low reaction rate of methane formation, this high percentage of methane
(10 %) observed in the field trial is probably not a consequence of the gasification
reaction but a result of pyrolysis, which is not considered in the model.

0.8 1 —e—C02
= =8
2 061 - = - <
thd e
2
S 0.4 -
g 0
3! Sessonnn og 4
-g 660600069 ] "a
e 0.2 VA
> §
v® AN
| é V\7Vl v,
0+ . .
0 10 20

Time (hr)

Figure 3.7.: Composition history of the dry product predicted by the model with
the initial conditions of the GIG field trial

In spite of the discrepancies, the model grasps the qualitative features of alternating
injection of oxygen and steam in UCG.
3.5.3. Sensitivity analysis

In this section, the effect of the length of the time cycles of the oxygen and steam
injection stages, the injection rate of oxygen and steam (and the ensuing steam/O,
ratio), and the effect of pressure on the average composition and the rate of coal
consumption are analyzed.
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3.5.3.1. Duration of steam/O; injection stages

The purpose of the oxygen injection stage (cycle) is to store the heat of combustion
of coal and combustible gases in the coal and roof rock, which will be recuperated
subsequently during the steam injection stage to be consumed in the endothermic
gasification reactions. During the injection of oxygen, in addition to heat, a low
value product gas is also generated. The amount of heat that is stored in the coal
and roof is increased by increasing the length of the oxygen injection cycle, which
at the same time increases the amount of the low quality combustion products.
By storing more heat in the coal and roof layers, the subsequent steam injection
cycle, which produces the high quality product gas, can go on for a longer period
of time. In other words, a longer oxygen injection time has the benefit of extending
the subsequent steam injection stage. However, the disadvantage is that more coal
is converted to a low value product. According to references [152, 174] the steam
injection period can continue until the temperature on the coal surface drops to 1000
K. Here, the model is used with various oxygen injection time periods to quantify
the length of the subsequent oxygen injection cycle before the temperature drops to
1000 K or 900 K (see Fig. 3.8). It is a matter of choice whether one chooses 1000
K or 900 K as the criterion to switch from steam injection to oxygen injection.

All the conditions are kept the same as in the GIG field trial. Every simulation starts
with a 10 hour start up period of oxygen injection with a rate of 0.086 mol/(m?.s)
followed by a two hour period of steam injection with a rate of 0.077 mol/(m?.s).
The coal and roof temperature profiles after these two hours are used as the initial
condition to perform four different simulations. KEach simulation starts with an
oxygen injection stage with time periods of 2, 4, 7, and 10 hours. Afterwards, each
simulation continues by a steam injection stage, which goes on until the coal surface
temperature goes below 900 K. Then steam injection is stopped and another oxygen
injection step starts. Fig. 3.8 shows the values of steam/O, time cycle ratios for
different O, injection times. The figure can be used as follows: first an oxygen
injection time is chosen. This oxygen injection stage will be followed by a steam
injection stage, which will be continued until the temperature on the coal face drops
below the chosen temperature criterion, e.g. 1000 K. The steam /O time cycle ratio
on the vertical axis is read, which corresponds to the oxygen injection time on the
horizontal axis using the solid (or dashed) curve of Fig. 3.8 and it is multipled by
the oxygen injection time, which gives the length of the steam injection stage. For
instance, if the duration of the oxygen injection stage is 4.0 hours, the subsequent
steam injection stage can be continued for 2.0 hours before the temperature on the
coal surface drops slightly below 1000 K or it can be continued for 4.0 hours before
the temperature drops slightly below 900 K.

Of the two different gas compositions that are produced during the oxygen and steam
injection stages, the product of the steam injection has a higher quality, i.e., a higher
heating value/carbon content ratio. Therefore, it is rational to adjust the process
parameters to extend the time of the steam injection stage and shorten the time
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of the oxygen injection stage, or in other words, maximize the steam/O, injection
time ratio. Fig. 3.8 shows that the steam/O; injection time ratio is increased
by decreasing the oxygen injection duration. However, for practical reasons, in a
field scale trial it is not viable to switch between oxygen and steam injection very
frequently, e.g., every hour. Here, it is assumed that the oxygen injection time
should be at least two hours long, which gives the best injection scenario with a
subsequent steam injection time of around two hours for a coal surface temperature
of 1000 K (around four hours for 900 K).

N —6— 1000 K

Steam/O2 time cycle ratio

2 4 6 8 10
Oxygen injection time (hr)

Figure 3.8.: Steam/O time cycle ratios for various O, injection time cycles. The
solid line with circle markers shows the steam injection time period before the
temperature on the coal face reaches 1000 K. The dashed line with triangular
markers shows the steam injection time period before the temperature reaches
900 K. For example, if the length of oxygen injection stage is 4.0 hours (hori-
zontal axis), the subsequent steam injection stage can be continued for 2.0 hours
(0.5x4.0) before the coal surface drops to 1000 K or it can be continued for 4.0
hours (1.0x4.0) before the temperature drops to 900 K.

3.5.3.2. Pressure

The pressure of the cavity in the UCG process is usually maintained above the
hydrostatic pressure. Here, the same geo-reactor configuration and feed injection
rates as the GIG field trial are used and the extended channel gasification model is
used with four different pressures, i.e., 3 bar, 20, bar, 40 bar, and 80 bar.

Fig. 3.9 shows the effect of pressure on the product composition and the product
molar flux of the steam injection stage. The mole fractions of CO and CO5 do not
change considerably. However, at high pressures, the equilibrium reaction between
steam and carbon, i.e.,

C + Hy0 = H, + CO, (3.44)

89



Chapter 3 Alternating injection of oxygen/steam

shifts to the left side, more HyO and less Hs.
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Figure 3.9.: Effect of pressure on the product composition and the product flux of
the steam injection stage; the thick line with o markers shows the total flux of
the dry gas product (without H50O).

To explain the lower production rate at high pressure, the mass transfer coefficient
and the mass flux from the coal surface to the cavity (INf) are plotted at different
pressures. The relation between the mass flux and the mass transfer coefficient is
shown by

NE =K (25— al"*) | (3.45)

where the mass transfer coefficient &’ [mol/(m?.s)] is calculated by
K =DC/s, (3.46)

where § [m] is the boundary layer thickness, C' [mol/m?] is the average total con-
centration of the gas phase and D [m?/s] is the molecular diffusivity estimated by
Eq. (3.39). The result is shown in Fig. 3.10. The mass transfer coefficient in-
creases with increasing pressure, from 0.4 mol/(m?.s) at 3 bar to 1.8 mol/(m?.s) at
80 bar. The molecular diffusivity (D) is inversely proportional to pressure and the
total concentration is proportional to pressure, and therefore DC' does not change
with pressure. Therefore, the boundary layer thickness decreases with increasing
pressure, which leads to a lower mass transfer resistance. However, this lower mass
transfer resistance at higher pressure does not increase the rate of conversion, which
is shown in Fig. 3.10 by the net molar flux of the component from the coal face
to the cavity. The rate of production of Hy shows a 50 % decline by increasing the
pressure, i.e., it drops from 0.04 mol/(m?.s) at 3 bar to 0.02 mol/(m?.s) at 80 bar.
The same behavior is observed for the rate of consumption of water, which is shown
by the negative values in Fig. 3.10. The production rate decline of CO and CO; is
almost negligible. This behavior can be explained by the chemical reaction of Eq.
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(3.18), which can be simplified to

By increasing the pressure, the equilibrium reaction shifts towards the left side, i.e.,
lower amount of Hy and CO, and higher amount of water. This increases the amount
of water on the coal face (2f,5). The composition of water in the cavity (z}) is
also high due to the injection of steam. Therefore, the driving force term in Eq.
(3.45), i.e., (xCH2O — x%‘%) decreases which results in a lower gas flux and production

rate.
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Figure 3.10.: Effect of pressure on the mass transfer coefficient and the net molar
fluxes from the coal face

The effect of pressure on the average chemical exergy (see section 3.5.5) of the
product of the steam injection stage and the oxygen injection stage are shown in
Fig. 3.11. The chemical exergy of the oxygen injection first drops from around
190 kJ/mol at 3 bar to around 180 kJ/mol at 20 bar, but for the pressure above
20 bar stays almost constant at 180 kJ/mol. This behavior is in agreement with
the composition of the dry product gas of the steam injection stage, that does not
change by increasing the pressure above 20 bar. However, for the steam injection
stage, the chemical exergy drops from around 170 kJ/mol at 20 bar to around 150
kJ/mol at 80 bar. It can be explained by the Boudouard reaction, i.e.,

C+ CO, = 2CO0, (3.48)

which shifts to the left side at high pressures and produces more CO, and decreases
the amount of CO in the final product.

To summarize, by increasing the UCG pressure, the quality and flow rate of the
gaseous product (rate of conversion of coal) decline, which suggests that high pres-
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Figure 3.11.: The average chemical exergy of the dry gas product in the steam
injection stage (o markers) and in the oxygen injection stage (V markers) for the
same conditions as of the GIG field trial but at different pressures. The GIG field
trial was carried out at atmospheric pressure.

sure is not a favorable condition for underground coal gasification. This observation
will be discussed quantitatively in section 3.5.5.

3.5.4. Steady state results

In section 3.5.3.1 it was shown that to have an effective alternating injection UCG
process, the duration of steam and oxygen injection stages must be in the order
of a few hours. e.g., 2.0-5.0 hours. In a pilot scale trial, i.e., to gasify a few cubic
meters of coal, it is possible to switch frequently between oxygen and steam injection.
However, at the field scale, i.e., to gasify a few thousands cubic meters of coal, it is
not practical to switch between oxygen and steam every few hours. In addition as
discussed in section 3.4, the high quality product of the steam stage will be mixed
with the rather low quality product of the oxygen stage, which is counterproductive
to the goal of producing separate products. In this subsection, the co-injection of
steam and oxygen and its effect on the quality of the UCG product is analyzed.
The heat loss to the surrounding strata is ignored, which converts the model to a
steady-state model. The effect of steam /O, ratio on the temperature profile and the
quality of the product at low and high pressures is studied, and the result is used
to perform an exergy analysis of the overall process.

3.5.4.1. Steam/O, ratio

The extended gasification model is applied in steady state mode, i.e., by ignoring
the heat loss to the coal and roof layers, to underground gasification of Barbara coal
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(Poland [20, 151]). Oxygen is injected with a constant flux of 0.1 mol/(m?.s) and the
injection flux of steam is varied between 0.05-0.45 mol/(m?.s) to obtain a water/O,
ratio that varies between 0.5 to 4.5. Fig. 3.12 shows the temperature profile on
the roof, rubble, and coal faces and the average temperature of the product gas at
two different pressures, i.e., 3 bar and 80 bar. In general, the highest temperature
is observed on the rubble face, where the combustible gas reacts with the injected
oxygen and generates heat. The lowest temperature is observed on the coal face,
where the endothermic gasification reactions occur. The temperature on the coal
and the roof face are between the temperature of the coal and the rubble faces.
At a low pressure (3 bar), the average temperature in the cavity is around 1700 K
for a steam/O, ratio of 0.5 (see Fig. 3.12-a), which drops linearly to 1300 K by
increasing the steam/Os ratio to 2.0. At the same time, the rate of conversion of
coal to combustible gases increases from 0.17 m/day to a maximum value of 0.20
m/day at a steam/O ratio of 2.25. Then, by increasing the steam/O, ratio from
2.0 to 4.5, the rate at which the temperature drops slows down and the temperature
linearly drops from 1300 K to 1200 K, which is above the lower temperature limit of
1000 K to achieve practical gasification reaction rates [161]. The rate of conversion
of coal starts decreasing by going above the steam/Os ratio of 2.25. Fig. 3.12-b
shows the temperature profile in the cavity and the rate of conversion of coal as a
function of the injected steam/O, ratio at 80 bar. Similar to the low pressure case,
the temperature is high (1600 K) at low steam/O, ratio and gradually drops to a
lower value of 1300 K by increasing the steam/O; ratio to 4.5. Again, a maximum is
observed for the rate of coal conversion at a steam/Os ratio of around 2.0. Up to this
steam/Os ratio, the temperature drops faster than above this value (see Fig. 3.12).
As discussed in section 3.5.3.2, the mass transfer rate from the coal surface declines
with increasing pressure, which subsequently decreases the endothermic conversion
of coal to a gaseous product. As a result, at high pressure, the temperature drops
more slowly by increasing the steam/O, ratio compared to low pressure gasification.
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Figure 3.12.: Steady state temperature profile at (a) 3 bar; (b) 80 bar. The oxygen
(O5) injection rate is constant at 0.1 mol/(m?.s) and the steam injection rate is
altered to investigate the effect of various steam/Oq ratios.

Fig. 3.13-a and Fig. 3.13-b show the composition of the gasification product of the
co-injection of oxygen and steam in a coal layer at 3 bar and 80 bar, respectively. As
to the composition of the gas at both low and high pressures, the molar composition
of water in the product increases by increasing the steam/Os ratio, which means
that the total amount of injected steam cannot be converted to a gaseous product
and its conversion declines. This decline in the conversion of steam is slightly higher
at higher pressure. The other observation is that at low pressure, the CO and Hs,
i.e., the combustible or valuable products, show a higher mole fraction at lower
pressure while the mole fraction of Hy shows a maximum at a steam/O; ratio of
around 1.5. By increasing steam/O; ratio, the mole fraction of CO decreases and
the mole fraction of CO, increases, which can be explained by the endothermic
Boudouard reaction, i.e., Eq. (3.48), which shifts to the left side (production of
more COq) at lower temperatures (see Fig. 3.12-a). These numbers suggest that
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an optimum steam/Oq ratio can probably be found in the range between 0.5 to 1.5.
The optimum value can be obtained by performing an exergy analysis (see section
3.5.5). Similarly, at 80 bar (see Fig. 3.13-b) the optimum water/O, ratio can be
expected to fall in the range between 0.5 to 1.8, considering the maximum mole
fraction of hydrogen, which is observed at a steam/Os ratio of around 1.8.
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Figure 3.13.: Steady state composition profile as a function of water/O, ratio at
(a) 3 bar; (b) 80 bar. The Oy injection rate is 0.1 mol/(m?.s)

To summarize, the important practical parameters that are sensitive to the change
of the steam /O, ratio are the rate of conversion of coal, and the mole fraction of CO
and H,. Rationally, one is interested in high temperatures (which keeps the reaction
rates high), a high steam/Os ratio (which can potentially convert more steam to
combustible gases), a high hydrogen mole fraction (which is a fossil fuel with zero
carbon emission), and a high CO mole fraction (which increases the heating value
of the UCG product). It is observe that a single optimum value of steam/O; ratio
that optimizes all the mentioned practical parameters cannot be found. In the next
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section, all these criteria will be combined to find the optimum value of the steam/Os
ratio by performing an exergy analysis.

3.5.5. Exergy analysis

This section deals with the exergy analysis of both the steady state and dynamic
cases. The procedure explained in reference [52] is followed to calculate the prac-
tical and zero emission recovery factors of the UCG process with cyclic and mixed
injection of oxygen and steam.

Fig. 3.14 shows the process flow diagram of the UCG process. Water is pumped
to a steam generator by a centrifugal pump with a mechanical efficiency of 80 %
and is converted to high pressure superheated steam. It is assumed that the steam
generator works at a pressure of 10 bar above the injection pressure. The fuel for
the steam generator is methane and the heat loss of the steam generation process is
disregarded. However, considering the length of the injection well and the volumetric
flow rate of the steam, a 30 % heat loss in the injection well is assumed for the
high pressure (80 bar, 800 m deep) UCG and 10 % heat loss is assumed for the
low pressure (3 bar, 30 m deep) UCG [134]. High pressure superheated steam
is injected into the underground cavity through a well. It is assumed that the
pressure of the reaction zone is equal to the hydrostatic pressure. Air or oxygen is
compressed in a centrifugal compressor with a mechanical efficiency of 80 %. The
compressor is driven by an electrical motor with an efficiency of 90 %. The electricity
is produced in a natural gas combined cycle power plant with an efficiency of 40
%. In the case of oxygen injection, one needs to consider the production exergy
of oxygen in a cryogenic air separation unit with an exergy consumption of 100
kJ/mol Oy [52]. The exergy of the gasification product (Ez,) is extracted and the
exhaust gas is transferred to a carbon capture and storage plant. Two different CO,
separation processes are distinguished, viz. amine chemisorption and membrane
separation with average exergy requirements of 4000 kJ/kg COy and 1000 kJ/kg
CO., respectively. The separated COs is transfered to an aquifer via a 100 km
pipeline and subsequently injected into a 1000 m deep aquifer, which requires an
additional amount of exergy of 1000 kJ/kg CO4 [52].

Following Eftekhari et al. [52], the practical and zero emission recovery factors are
defined by

o Exnet Exnet - E:EC’CS

RP" and R* =

E'Icoal E$coal

(3.49)

where RP” is the practical recovery factor, R*¢ is the zero emission recovery factor,
EZcou [J/(m?.8)] is the chemical exergy of converted coal per unit surface area of coal
face, and Exccs [J/(m?.s)] is the exergy requirement for the capture and storage of
all the CO, emission sources of the process shown in Fig. 3.14. The net recovered
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exergy Fx,. is calculated by
Expet = Exy — (EXpump + EZsteam + Exo, + EXcomp) (3.50)

where Ex, [J/(m?.s)] is the exergy value of the UCG product, EZpyum, [J/(m?.s)] is
the exergy consumption of pump, EZgeqm [J/(m?.s)] is the exergy requirement of
the steam generator, Fxo, [J/(m?%s)] is the cumulative exergy consumption [154,
156, 157] of oxygen flux, and Ex.pm, [J/(m?.s)] is the exergy consumption of the
COMPTESSOr.

One other factor, which can be used to compare different fossil fuels with respect to
their CO4 emission is the total carbon emission per unit exergy of the final product
(C'tyer)- Using the above mentioned notations, it is calculated by

Né'MCOg + (Expump + Exsteam + EQ:OQ + Ewcomp) €CH,
FEx, ’

Clruel = (3.51)

where ecp, [5.5x1078 kg/J] is the emission factor of methane (see the assumptions
at the beginning of this section), Moo, [kg/mol] is the molecular mass of CO,, and
N& [mol/(m?.s)] is the molar flux of carbon in the final gaseous product, which is
calculated by

t
N&=)Y (Ngo2 + Néo + Ngm) , a=c, roof, rubble. (3.52)
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Figure 3.14.: Process flow diagram of the UCG process

It was shown that the optimum condition is the one that maximizes the rate of
conversion of coal and steam, the mole fractions of hydrogen and carbon monoxide,
and minimizes the carbon content per unit exergy of the final gaseous product. It
was previously shown that one cannot find a single set of process parameters that
satisfies simultaneously all the mentioned conditions. Therefore, the exergy analysis
is used to find the optimum process parameters.
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R (recovery factor)

Pressure (bar)

Figure 3.15.: Recovery factors and COy emission of UCG with alternating injec-
tion of oxygen and steam at different pressures; the simulation results of sec-
tion 3.5.3.2 are used for the calculation of practical and zero-emission (amine
chemisorption, membrane capturing) recovery factors and COs emission per unit
exergy of products.

Fig. 3.15 shows the values of practical and zero-emission recovery factors for the
simulation results of the GIG field trial at different pressures. At 3 bar, the practical
recovery factor for an alternating injection of oxygen and steam is equal to 39 %,
which means that a net amount of 39 % of the converted coal is extracted in the form
of a gaseous product with a net emission factor of 0.11 kg COy/MJ. This emission
factor is only two times higher than the emission factor of methane, which is the
cleanest fossil fuel in terms of CO, emission. However, the zero-emission recovery
factor is only 12 % for membrane CO, separation technology (which is not yet proven
for large scale applications [29]). The zero emission recovery factor drops to -28 % for
amine separation of COy (current state of technology), which shows that a fully zero
emission UCG process with alternating injection of Oxygen and CO, is not viable.
The recovery factors decreases rapidly with increasing pressure. For pressures above
20 bar, the practical recovery factor becomes negative. It means that with the
current state of technology, the UCG process with alternating injection of oxygen
and steam is not a practical choice for high pressure conversion of deep coal layers.
However, for low pressure gasification, the practical recovery factor is acceptable
although the zero emission UCG process with the current state of technology is not
practical for the alternating injection process.

Fig. 3.16 shows the result of exergy analysis obtained from applying the extended
gasification model to low and high pressure underground gasification of Barbara
coal. The values of the practical recovery factor, zero emission recovery factor with
amine separation of CO,, and zero-emission recovery factor for membrane separation
of CO,, and the CO5 emission per unit exergy of product are shown in Fig. 3.16-
a for UCG at 3 bar (low pressure) and in Fig. 3.16-b for UCG at 80 bar (high
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pressure). At low pressure (Fig. 3.16-a) the practical recovery factor is 41 % at
a steam /Oy ratio of 0.5 and gradually increases with increasing steam/Oq ratio to
reach a maximum value of 45 % at a steam/O, ratio of 1.5. At the same time, the
value of C'yye (total carbon emission per unit exergy of product) decreases from 0.17
kg CO2/MJ at a steam/O, ratio of 0.5 to 0.156 at a steam/Os ratio of 1.5, which is
close to its minimum value of 0.155 at a steam/O, ratio of 2.0. The recovery factor
follows a decreasing trend above a steam/Oj ratio of 1.5. By applying an amine
capturing technique to all the CO, emission sources the process can become a zero-
emission process. However, the value of zero-emission recovery factor (R#-4mine)
showed in Fig. 3.16-a is always negative, which suggests that the zero-emission UCG
process with the current state of technology is not yet practical. Using emerging
technologies such as membrane separation can improve the recovery factor, as shown
in Fig 3.16-a by R*emembrane  The zero-emission recovery factor reaches a maximum
value of 24 % at a steam /O, ratio of 1.5, which means that only 24 % of the converted
coal can be extracted. The economical feasibility of the process with this recovery
factor is outside the scope of this work. Fig. 3.16-b shows the exergy analysis
result at pressure of 80 bar (deep coal layer). A lower limit of 0.25 for the steam /O,
ratio is used for practical purposes, because below this value the temperature in
the cavity becomes too high (see Fig. 3.12-b). At a steam/O, ratio of 0.25, the
practical recovery attains its maximum value of 46 %, which gradually decreases to a
value of 12 % by increasing steam/Os ratio to 4.5, while the total COy emission per
unit product exergy increases from a minimum value of 0.16 kg/MJ to 0.19 kg/M.J.
Again, similar to the low pressure case in Fig. 3.16-a, the zero emission recovery
factor, using the state of the art COy capturing technology (amine separation), is
negative for the whole range of steam /O, ratios, which shows that the zero-emission
process is not viable. However, by using membrane separation of CO,, the zero-
emission recovery factor can reach a maximum value of 26 % at a steam/O; ratio
of 0.25.
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Figure 3.16.: Exergy analysis of channel gasification of thin coal for injection of a
steam /O9 mixture with various compositions at (a) 3 bar and (b) 80 bar; Practical
and zero emission recovery factors and product gas CO, emission per unit exergy
of product are shown.

In the simulation of the mixed injection of steam/Oy (Fig. 3.16), it is assumed that
only a fraction of heat is lost during steam injection. However, in practice, for long
injection wells at low injection rates, up to 90 % of heat can be lost, which causes
the condensation of steam [134]. To avoid this heat loss, one can inject liquid water
(or allow underground water influx into the cavity by adjusting the pressure) and
vaporize it in the rubble zone by using the heat of reaction of the injected oxygen
with combustible gases. In the model, this can be implemented by assigning the
heat of vaporization of water to the parameter Ahy, in Eq. (3.31). Fig. 3.17
shows the exergy analysis results for the UCG with the co-injection of water and
oxygen. The general behavior of the recovery factors and COy emission is similar
to the co-injection of steam and oxygen (Fig. 3.16). There are however a few
differences in the optimum values of recovery factors and the value of a water/O,
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ratio that maximizes the recovery factor and minimizes the total COy emission per
unit exergy of product. At 3 bar, as shown in Fig. 3.17-a, the maximum practical
recovery factor is equal to 50 % (45 % for the steam injection) and the total COq
emission per unit exergy of product is equal to 0.156 kg/MJ (same value for the
steam injection) at a water/Os ratio of 1.25 (steam/O, ratio of 1.5). Here any
practical complications of gravity segregation are ignored. The 5 % higher practical
recovery factor for the water injection compared to steam injection is a direct result
of avoiding the heat loss that occurs during the injection of steam. On the downside,
the optimum value is reached at a lower water/O, ratio, which means that a lower
amount of water is converted to combustible products. Also, the rate of conversion
of the coal layer for the water injection case (not shown in the figures) is 1 cm/day
lower than the steam injection case (Fig. 3.12). Unlike the steam injection case,
the zero-emission recovery factor with the state of the art CO, capturing technology
(amine chemisorption) is not always negative and indeed it reaches a maximum value
of 1.5 % at a water/Oq ratio of 1.25, which is however too low to make the zero-
emission process a practical option. By using a membrane separation process for
COy capturing, the zero emission recovery factor can be improved up to a maximum
value of 30 % at a water/Oy ratio of 1.25. Fig. 3.17-b shows the exergy analysis
result and total COs emission per unit exergy of product for deep UCG at 80 bar
with the co-injection of water and oxygen. Compared to the high pressure UCG
with steam injection (Fig. 3.16-b), the maximum recovery factor is 46 % (same
value for steam injection, see Fig. 3.16-b) and the minimum CO5 emission per unit
exergy is 0.16 kg/MJ (the same value as for steam injection) both at a water/Os
ratio of 0.25. However, the rate of conversion of coal is around 1 cm/day lower than
the steam injection case (Fig. 3.12). The other difference with the steam injection
case is that by increasing the water/Os ratio, the value of CO, emission increases
much faster for the water injection case, whereas it increases from its minimum value
at a water/Oz ratio of 0.25 to a value of 0.32 at a water/O; ratio of 4.5. Similar
to the high pressure UCG with steam injection, the zero-emission recovery factor
with amine capturing technique is not viable with a negative recovery factor for the
whole range of water/O, ratios. However, the zero-emission recovery factor can be
increased up to 26 % by using a membrane CO, capturing method.

The exergy analysis results can be summarized as follows:

o The alternating injection of oxygen and steam is only practical for low pressure
UCG, i.e., shallow coal layers, with a recovery factor of around 40 %. The
total COy emission per unit exergy of the final product is only twice as large
as the emission factor of methane. The zero emission recovery of coal with
alternating injection of oxygen and steam is not practical with the current
state of technology.

o The conversion of coal with the co-injection of steam (or water) and oxygen is
a more attractive option compared to the alternating injection. The practical
recovery factor is around 50 %, which is 10 % higher than the alternating
injection process. However, the total COy emission per unit exergy of product
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is 30 % higher than the alternating injection scenario.

R (recovery factor)
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Figure 3.17.: Exergy analysis of channel gasification of thin coal for injection of a
water/Oq mixture with various compositions at (a) 3 bar and (b) 80 bar; Practical
and zero emission recovery factors and product gas CO5 emission per unit exergy
of product are shown.
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Low pressure is the favorable condition for UCG, with the possibility of con-
version of larger amounts of water to combustible gases.

With the current state of technology, zero emission UCG is not a practical
option with a recovery factor which is negative or very low.

Exergy analysis suggests that the development of a less energy intensive COq
capturing method, e.g., membrane separation, gives a positive recovery factor.
However, the economical feasibility of those methods are outside the scope of
this work.

In UCG with the co-injection of steam or water and oxygen, the injection of
water is the preferred technique with a higher recovery factor. Injection of
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water instead of steam avoids the high heat loss that otherwise can happen
during the steam injection.

3.6. Conclusions

o This study investigated whether it is possible that underground coal gasifica-
tion can be used to utilize the coal energy with a reduced carbon foot print.

o There are three scenarios for UCG depending on roof stability, i.e., no collapse,
partial collapse and total collapse. The partial collapse case is amenable for
simple modeling. The model consists of alternating injection of reactive gases
(oxygen and steam) in a rubble zone, which react with the combustible gas in
the channel and with coal on the coal face. It is possible to reach quasi-steady
state conditions for the channel during the gasification process. However, it is
also possible to incorporate transient heat conduction effects.

o The reduced carbon footprint can be brought about by first injection of mainly
oxygen to heat up the formation and subsequently injection of pure water or
steam. In the first period a gas with a high COy content is produced. After
switching to pure water or steam injection thermodynamic calculations suggest
that a gas with a relatively low carbon dioxide content, but high hydrogen
content can be produced. The result shows a reasonable agreement with a
recent field trial in Katowice, Poland.

o The process can become sustainable if a mixture of steam and oxygen is in-
jected. The product gas contains some carbon dioxide.
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4. Application of the negative
saturation method to model salt
precipitation in the injection of
COy into aquifers

The Ghost of Sir Felix Finch
whines, "But it’s been done a
hundred times before!"-as if there
could be anything not done a
hundred thousand times between
Aristophanes and Andrew
Void-Webber! As if Art is the
What, not the How!

David Mitchel, Cloud Atlas

Abstract

The negative saturation (NegSat) method, which is a combination of negative flash
and multicomponent single/two-phase flow in porous media, has been shown to be
beneficial in numerical simulations of phase appearance/disappearance for mixtures
that consist of volatile components, i.e., components that appear in both liquid
and gas phases. The method is extended to a three phase system of COq-water-
NaCl, in which NaCl appears as a nonvolatile dissolved component (NaCl) and as
an immobile precipitated solid phase. A detailed thermodynamical analysis of the
NegSat method is given and the possibility to extend it to injection in brine aquifers
is demonstrated. Precipitation of salt occurs due to evaporation of water into su-
percritical CO,. Precipitation decreases the permeability near the injection well
forming a dry-out zone. With this permeability change, the injection pressure needs
to be increased to maintain the CO, injection rate, which requires more compression
energy. To address this issue, first a thermodynamic model is optimized to predict
the phase behavior of the COs-water-NaCl system with reasonable accuracy. Then
the NegSat method is modified for two-phase flow to include salt precipitation. The
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model is solved to analyze the effect of various physical parameters on the injec-
tivity of CO,. Finally an exergy analysis is performed to quantify the effect of
salt precipitation on the compression power requirement for CO, injection into high
pressure-temperature-salinity aquifers.

4.1. Introduction

The Negative Saturation (NegSat) method is a useful combination of the negative
flash [169] concept from fluid phase equilibria with the classic equation of multi-
component two-phase flow in porous media [14]. Negative flash refers to a nontriv-
ial solution of vapor-liquid equilibrium for a single phase multi-component system,
which gives rise to positive values for the vapor and liquid equilibrium compositions
and satisfies mass balance and equality of fugacities [169], but yields a non-physical
value for the molar phase fraction, i.e., lower than zero or higher than one. When
the gas phase fractionis higher than one, the gas phase is stable and the liquid phase
is meta stable. When the gas phase fraction is negative the liquid phase is stable
and the gas phase is meta stable. Negative flash is not the usual description in ther-
modynamics. The NegSat method takes advantage of the negative flash to convert
the single phase flow to a pseudo two-phase flow, which, similarly to the negative
flash, satisfies the mass balance and equilibrium conditions. The NegSat method
was first proposed by Abadpour and Panfilov [1] for isothermal multi-component
two-phase flow in porous media and then extended by Panfilov and Rasoulzadeh
[114] to include diffusion and capillarity. Salimi et al. extended the original NegSat
method to include the energy balance equation for non-isothermal flow [142].

In this chapter the possibility of injection of COs into an aquifer near an oil reser-
voir is considered, which is applicable to the “pre-salt” reservoir that extends over
800 km off the Brazilian coast, from the state of Espirito Santo to Santa Catarina,
below a thick salt layer that covers the sedimentary basins [30]. The high content
of carbon dioxide extracted along with oil, over 20% in the case of some reservoirs,
deserves special attention. Estimates [16, 4] suggest that just in two areas bounded
by the Tupi and Iara reservoirs, where there is an accumulation of up to 12 billion
barrels of oil and gas, there are 3.1 billion tons of CO,. It is proposed to reinject the
COg into the wells or nearby aquifers. Therefore it is important to model accurately
the gas injection in brine layers at high pressures and temperatures. Conventional
high pressure gas injection occurs between 100-300 bars. In this case one deals with
pressures of more than 700 bars. Therefore the equation of state (EOS) needs to
be optimized using experimental data at high pressures. Many data for the phase
behavior of the COs-brine system do exist [55, 158, 66], which can be used to cali-
brate the EOS at high pressures for different temperatures and salt concentrations.
Here the PRSV (Peng-Robinson-Strijek-Vera) EOS [153] is used. The force param-
eter and the volume parameter in this equation are obtained by using the NRTL
(Non-random two liquid) [135] based MHV2 (modified Huron-Vidal second order)
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mixing rule [39, 102]. It will be shown that this EOS and mixing rule give the best
fit to experimental data in the pressure range of interest to us. The purpose of this
work is to show their validity in the high pressure range prevailing in the pre-salt
reservoirs. For this validation experimental results are used that are available in
the literature [48]. Then the available experimental data on the density of the COq-
water-NaCl mixture are used [73, 109] to optimize the volume shift parameters [117]
for accurate prediction of the density of the liquid mixture. In the literature, there
are numerous dedicated models for the calculation of thermodynamic and transport
properties of COq-water and COqg-water-NaCl mixtures [34, 44, 48, 71, 94, 149], of
which the models of Duan and Sun [48] and Spycher et al. [129, 149] are applica-
ble to a wide range of pressure and temperature with high accuracy. The model,
which is a combination of standard equation of state and activity coefficient models,
is more general, which allows it to be easily extendable to other multi-component
mixtures, e.g. hydrocarbons. However, it is not as accurate as the above mentioned
dedicated models.

The optimized thermodynamic model is used to calculate the thermodynamics and
transport properties of the COy-water-NaCl mixture that are required in the simula-
tion of the injection of supercritical CO5 into an aquifer filled with saturated brine.
In the aquifer injection process, supercritical COq extracts water from the brine
(COy+water mixture), increasing the concentration of NaCl. If this concentration
increases above the solubility of NaCl in water, solid NaCl precipitates. By con-
tinuing the injection of supercritical COs, irreducible water saturation is decreased
(through evaporation) by supercritical COg, which eventually leads to the evapo-
ration of all the water and the precipitation of all the dissolved NaCl that is not
transported away. The total evaporation of water (total precipitation of salt), which
is called formation dry-out, impairs the permeability and porosity of the aquifer, is
most important near the injection well [131, 130]. With this reduced permeability
near the injection well, the injection pressure must be increased to keep a constant
injection rate. The higher injection pressure increases the compression energy for
CO, and consequently increases the energy cost of the project [106].

The formation dry-out effect with precipitation of salt has been investigated pre-
viously by other researchers, theoretically and experimentally. Giorgis et al. [68]
performed a 2D simulation of the injection of dry CO5 in a depleted gas reservoir.
Their results show that if the liquid relative permeability is low or if the capillary
pressure effect is ignored, the salt precipitation near the injection well has little effect
on the permeability. However, for a high mobility brine, the capillary-driven brine
backflow can refill the dried area near the injection point, with consequent creation
of an area with a high solid saturation. This capillary pressure effect near the in-
jection well can have a deleterious effect on the CO, injectivity [68] and emphasizes
the effect of gravity override, as explained in [131]. The same results were obtained
in the experimental investigation of Ott et al. [111] and Bacci et al. [8, 7] , the
2D numerical simulations of Pruess and Muller [131], Kim et al. [89], Muller et al.
[106], and the 3D simulations of Naderi Beni et al. [17].
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In addition, analytical solutions for simplified one-dimensional models of salt pre-
cipitation during injection of COs in a brine aquifer have been proposed by Pruess
[130] and Zeidouni et al. [175]. These simple (yet accurate) models and analytical
solutions are extremely useful in the validation of numerical procedures.

Here, by applying the NegSat method to the salt precipitation in the aquifer due to
injection of supercritical COs, three main objectives are being pursued.

First, a general simplified model for COs-water-salt is tuned, which is easily extend-
able and fairly accurate. In the development of this model, well-known standard
cubic equations of state and mixing rules are used, which makes the model suitable
for applications in other areas, e.g., phase equilibria of mixtures that include hy-
drocarbons. Secondly, the two-phase NegSat method is extended to a three-phase
system with one immobile phase and one nonvolatile component to stress the limi-
tations in the application of the current NegSat method, as will be explained in the
numerical solution section. Thirdly, the procedure for coupling fluid phase equilibria
and single/two phase flow in porous media is explained, especially for the simple
case of a binary mixture.

4.2. Phase equilibrium model

Many experimental data of vapor-liquid and liquid-liquid equilibrium (VLE and
LLE) of COy with electrolyte solutions can be found in the literature [55, 66, 158].
For a good review, see [48]. In addition, efforts have been undertaken to find a
comprehensive model that can predict accurately the equilibrium composition and
density of the different phases for a wide range of temperatures, pressures and NaCl
concentrations [49, 48, 132]. In addition to accuracy, the numerical implementation
of these models should have a relatively fast convergence rate in order to be practical
in numerical simulations. Cubic equations of state are reasonably fast in numerical
multicomponent phase equilibrium (flash) calculations. To use an equation of state
for the highly non-ideal COs-brine system, an appropriate mixing rule must be
implemented. Here different mixing rules for four different equations of state were
compared, i.e., Peng-Robinson (PR) [118], Soave-Redlich-Kwong (SRK) [147], Peng-
Robinson-Stryjek-Vera (PRSV) [153], and SRK-MC (Mathias-Copeman) [96] with
the mixing rules of van der Waals, Huron-Vidal (HV) [83], Modified Huron-Vidal
(MHV1, MHV2) [39, 102], and Predictive SRK (PSRK) in combination with Non-
Random Two-Liquid (NRTL) [135] and UNIversal QUAsiChemical (UNIQUAC) [2]
activity coefficient models. The PRSV equation of state with the MHV2 mixing rule
that uses the NRTL activity coefficient model was selected as the most useful for
this work’s purposes. The mixing rules take the salt concentrations explicitly into
account at a given temperature. The liquid density predicted by the PRSV equation
was adjusted using the volume shift parameter [117]. The details of the equations
and the calculation procedure are explained in the next sections.
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4.3. Flash calculation

In the oil and gas industries, the term flash or flash evaporation refers to the sep-
aration of a multicomponent liquid mixture into a gas phase and a liquid phase
in a flash drum [166]. In thermodynamics, however, this term refers to a general
phase equilibrium calculation procedure. Here, first the parameters that are required
for explaining the flash calculation procedure are defined. In the next section, the
problem is formulated and a numerical method for solving the system of equations
is presented.

4.3.1. Basic definitions

A mixture consisting of a certain amount of moles of different components is con-
sidered. The number of moles of each component in the mixture is written as n!
[mol], where i denotes the component and ¢ denotes the overall mixture. Under
equilibrium condition, this system separates into a few phases in equilibrium, with
the component ¢ distributed between these phases in a manner such that the total
Gibbs energy (at constant p and T') of the system is minimized (equilibrium con-
dition). The number of moles of component i in phase « is denoted by n¢® [mol].
These notations can be used to write the mole balance for each component ¢ in the
system, i.e.,
nf=> n$, for all i. (4.1)
«
Generally, working with the mole fractions z{' is considered more convenient, which
are defined as

For each phase «, another parameter, which is normally used in the formulation
of flash calculation, is called the molar phase fraction ¥?, i.e., the total number
of moles of components in phase a divided by the total number of moles of all
components in the whole mixture:

ong
Zz‘ Zoc n?

In flash calculation procedures, the volumetric parameters are not used. However, in
the text they will be used in the formulation of fluid flow in porous media. For phase
«, one variable is the volumetric phase fraction S%, which is known as saturation
in petroleum engineering. Saturation is defined as the total volume of phase o (V¢
[m?]) divided by the total volume of the mixture, i.e.,

ve (4.3)

Se=ve/>y ve (4.4)
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The relation between the molar properties and the volumetric properties requires
another property, which is called molar concentration. The molar concentration of
component i in phase a is denoted by ¢ [mol/m?] and is defined by

né

o _ M 45
= (45)

The molar concentration can also be defined for a phase «, i.e., C% [mol/m3]. It is
the total number of moles in phase a divided by the volume of phase «:

C* =3 (4.6)

The mole fraction can also be expressed in terms of molar concentrations, i.e.,

= ¢} /O (4.7)
The above definitions can be combined to write two important relations, which will
be used throughout the text. The ratio between the mole fraction of component ¢ in
the overall mixture (z}) to the equilibrium mole fractions (z¢) and the molar phase
fraction (U®) reads

zp = xf0®, for all i. (4.8)

The ratio between the molar concentration of component ¢ in the overall mixture

(67

(¢! [mol/m3]) and the concentration of component 7 in each equilibrium phase (c¢

[mol/m?]) reads
= 5= arC*S". (4.9)

Fig. 4.1 shows a summary of these relations (Eqgs. (4.1) to (4.9)) in general forms
(as described in this section) and for a specific case of gas-liquid-solid equilibrium.

In the next section, the formulation of the flash calculation for a three phase system
will be explained.

4.3.2. Vapor-liquid-solid flash calculation

In this section, the procedure for the calculation of vapor-liquid-solid equilibrium
compositions and densities of the COq-water-NaCl system will be explained. First,
the relation between the molar and volumetric properties of the system are described.
Fig. 4.1 shows the definition of basic physical properties that are important in both
the phase equilibria and the fluid flow. These notations will be used throughout
this section (most of them are defined in more details in the previous section);
superscripts g, [, s, and t denote the gas, liquid, solid, and total mixture, respectively.
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Subscript ¢ for the small letters denotes the component 7. The equilibrium conditions
are expressed in terms of chemical potentials, i.e. [126]

i (p, T,2f) = i (p, T, 2) = i3} (p, T, 25), (4.10)

where ¢ [J/mol] (o = g,1,s) is the chemical potential of component i in phase
a. The hat sign on chemical potential is used to denote that the value of the
chemical potential is calculated for component ¢ in a mixture [145]. The mass
balance equations read

TEN' = I N9 + 2N + 25N, (4.11)
which can be rewritten as
rt = WIrd + Ulal 4 og?, (4.12)

where N' is the total number of moles in the system, ¥ (« = g, [, or s) denotes the
molar phase fraction of phase o (see Fig. 4.1) and is defined by Eq. (4.3), which
can be rewritten as

\I[a—ﬁ.

(4.13)

For a component that is distributed between two phases in equilibrium, K-values are
defined, which are the ratio between the equilibrium mole fraction of a component
in one phase and the equilibrium mole fraction of the same component in liquid
phase, as

K% =a9/2) and K =a/a!, (4.14)
which can be rearranged as

=K% and 1 = K4l (4.15)

)

The summation equations, i.e., Zf\ﬁl x$ =1 can be rewritten as
Ne Nc
> (xf — xi) =0, >, (sz — mi) =0. (4.16)

=1 =1

Here, N, is the number of components. One can replace xf and zf from Eq. (4.15)
into Eq. (4.16), to obtain

%Ii (K" =1) =0, ix’ (K'=1) =0. (4.17)
=1 i=1
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Using Eq. (4.15) to replace xf and zf in Eq. (4.12), one obtains

xl = \IJQKfla:ﬁ + Ulal 4+ UKl (4.18)

Substituting ¥/ = 1 — W9 — ¥® in Eq. (4.18), one obtains x! in terms of K-values
and phase fractions, i.e.,

Tt

BEER (Kigl_l)lJr Ps (K;z_l)' (4.19)

Z;

Then substituting z! from Eq. (4.19) into Eq. (4.17), Fy and F, are defined, i.e.,

R (0,09 = 3 ot (7 1) =0 (4.20)
MR G R
Fy (99, 0°) = 3 ot (K7 - 1) —0. (4.21)

=14 (K 1)+ 0 (K1)

Eqgs. (4.20-4.21) are known as the Rachford-Rice [133] equations. To estimate the
K-values, the definition of chemical potential can be used, i.e. [145]

A o __ f’L

fli — p; = —RTIn o (4.22)
where the superscript “o” denotes standard pressure and temperature T'. To rewrite
Eq. (4.10) as the equality of fugacities, f2, i.e,

fi=fl=fs foralli, (4.23)

where the ff‘ is the fugacity of component ¢ in phase «, and the hat sign denotes
that the fucacity is calculated for each component in a mixture (and not for the pure
component 7). The above equation can be expressed in terms of fugacity coefficients

(B = 10 e,

20! = 20! = 25 9;. (4.24)
Fugacity coefficients i)? can be evaluated in terms of pressure, temperature, and

mole fraction using a cubic equation of state, e.g. PRSV-MHV2 (see Section 4.4).
The K-values are calculated in terms of fugacity coefficients by combining Eq. (4.14)
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and Eq. (4.24) to obtain

9 Pl s Pl
K =2 — 0 and K =Tt = oL (4.25)
T 7 r; @

The Rachford-Rice algorithm for the calculation of equilibrium composition of each
phase at known temperature T, pressure p, and total composition x} solves the non-
linear equations (4.20), (4.21), (4.19), and (4.15) by means of an iterative procedure,
which can be described in the following steps:

1. Initialize the K-values, Kfl and K$! by estimated values.

2. Solve the Rachford-Rice equations, i.e., Eqgs. (4.20)-(4.21), for the unknowns
U9 and W2,

3. Calculate ! from Eq. (4.19) and zf and x§ from Eq. (4.15).

4. Check the convergence criteria, i.e., the equalities in Eq. (4.16), with a tol-
erance of, e.g., 1x1075. If the equilibrium mole fractions do not satisfy Eq.
(4.16), use the mole fractions calculated in step 3 to calculate new K-values
by means of Eq. (4.25). Go to Step 1.

In the next section, the detailed procedure of estimating the fugacity coefficients
and K-values using the PRSV equation of state with MHV2 mixing rule will be
explained.

4.4. Thermodynamic models

For the non-specialized reader the complete procedure for the calculation of the fu-
gacity coefficient for each component in each phase is provided here. The fugacity
coefficient is a function of composition, temperature and pressure. The compositions
are denoted in terms of mole fractions z! in the liquid phase and mole fractions z7
in the vapor phase. These will be obtained from an iterative flash calculation.
The vapor-liquid phase equilibrium (flash) calculation is done using the well-known
Rachford-Rice [133] algorithm of PT-flash, which can be found in many references
[145, 166]. The algorithm calculates the molar fraction of each component in differ-
ent phases at constant temperature and pressure using the mass balance equations
and the following equilibrium conditions for each component i [166]

%! (p, T, 2f) = 2{®} (p, T,}) (4.26)

Superscripts g and [ represent vapor and liquid phases respectively. The mole frac-
tion of each component in the gas phase is written as 27 and in the liquid phase
as zt. The hat notation on fugacity coefficient, ¢ denotes the value of fugacity

coefficient of component ¢ in a mixture.
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4.4 Thermodynamic models

4.4.1. The PRSV equation of state with the MHV2 mixing rule

The general form of the PR equation of state [118] is

RT a
v—=>b v(+b+bv—10)

p= (4.27)

where T' [K] is the absolute temperature, p [Pa] is the absolute pressure, v [m?/mol]
is the specific volume of the fluid mixture, and R=8.314 Pa.m3/(mol.K) is the ideal
gas constant. The author’s approach is to separate the salt from the water and con-
sider its effect on the binary interaction parameters of COy-water. In other words
the critical properties of the brine are assumed to be the same as the properties
of water, except that another parameter is added, i.e., the salt mole fraction. The
procedure to obtain the phase equilibrium properties is exactly the same as for the
COq-water system [165]. The presence of salt is taken into account by assuming that
the binary interaction parameters AG1s , AGy; in Eq. (4.40) are linear functions of
the salt mole fraction and temperature. The procedure is modified for calculating
the equilibrium properties of the COy-water system [165] for the user to be able
to predict the phase behavior of the COs-brine system, by optimizing the quanti-
ties that determine the force parameter a [J/mol] using experimental data on the
vapor-liquid equilibrium (VLE) of COy-brine (see below). The volume parameter
b [m?®/mol] is left unchanged w.r.t. the carbon dioxide water system. In order to
obtain a, b in Eq. (4.27) one can proceed as follows. The values of the force pa-
rameters a; and the volume parameters b; for each component ¢ are calculated using

R?T? RT..
a; = 0.457235 5 “%o; (T), b= 0.07779671, (4.28)

7

where T, [K] is the critical temperature and P., [Pa] is the critical pressure of
component i (see Table 4.1). The parameter «; (T') [dimensionless] is a function of
the vapor pressure for each component ¢ and is calculated by the relation suggested
by Stryjek and Vera [153]

o (T) = [1 s (1 _ \/T*>r ks = beg, + o, <1 + ﬁ) (0.7—1T,.), (4.29)

with
Ko, = 0.378893 + 1.4897153w; — 0.17131848%2 + 0.0196554wf’, (4.30)

where 7, are the reduced temperatures (7/7,,) and w; are the acentric factors
of component i (see Table 4.1). Values of k;, (see Table 4.1) are component-
specific and are calculated using the vapor pressure data (for more details, see [110]).
The MHV2 [38] is a modification of Huron and Vidal (HV) mixing rule [83]. For
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parameter b in Eq. (4.27) one uses
Ne

where z; is the mole fraction of component ¢ in the vapor or liquid mixture (here
it is used without any superscript for convenience), and b; [m?/mol] is the volume
parameter for pure component ¢ and is calculated by Eq. (4.28). To find the force
parameter a for the mixture, the following quadratic equation [110] must be solved
for the variable

9 _ Nc N, ) gE Ne¢ b
REE+ e+ Q@ =0, @o=—q Y TiEi— @Y, TE] — T > ;In » (4.32)
i=1 i=1 i=1 i

On the RHS of the above equation, &; = a;/ (b;RT) (see Eq. (4.28)) and g”
[J/(mol.K)] are functions of T" and x; (see Eq. (4.36)). The mole fraction z; belongs
to the pseudo 2-component CO,-brine system. The quantity ¢” will be calculated
using the NRTL activity coefficient model (see Eq. (4.36)). For the PRSV equation
of state the MHV2 model parameters ¢; and ¢ are -0.4347 and -0.003654, respec-
tively [78]. Ome can show that Eq. (4.32) has two roots, a positive and a negative
one. The positive root must be chosen as € is always positive by definition, i.e.,
e =a/ (bRT). Parameter a in Eq. (4.27) can then be calculated using the definition
e =a/ (bRT).

To calculate the fugacity coefficient ®; for each component i (the hat sign denotes
the fugacity coefficient of component i in a mixture) one can use [110]

. b 1 Z+(1+Vv2)B
111<I>Z-—b(Z—l)—ln(Z—b)—2\/§€ilnz+(1_\/§>3, (4.33)
where [110]
572:QI€’+QQ(€2+€?)+ln(b/b’)+(b’/b)_1, (434)

q1 + 2q2¢

and where Z = pv/ (RT') is the compressibility factor. The compressibility factor Z
is a root of the following dimensionless form of the Peng-Robinson equation of state
[110, 118]:

7~ (1-B)2*+(A-2B-3B*)Z-B(A-B-B?) =0, (4.35)

where A = ap/ (RT)* and B = bp/ (RT). The smallest positive root of the equa-
tion of state represents the liquid phase compressibility factor and the largest one
represents the vapor phase compressibility factor. The value of ®; for the smallest
value of Z viz., ®! and the value of ®; for the largest value of Z viz., 7 are used in
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Eq. (4.26).

Table 4.1.: Critical properties of CO5 and H,0

Component T, [K] P.[Pa] w/[] & (PRSV, Eq. (4.29))
CO; (1) 304.10  73.7  0.23894 0.04285
M0 (2) 64730 2212 0.344 20.06635

4.4.2. NRTL activity coefficient model for a binary mixture

The NRTL model [135] is implemented for the estimation of excess Gibbs energy g
[126] of the solution and the activity coefficients +; [126] of the individual components
(=1 denotes CO4 and i=2 denotes water) in Eq. (4.34), i.e.,

g" ( To1Go1 n T12G12 )7 (4.36)

S — 122
1+ 229G T+ 121G

RT

Inyi = (22)2 <721( G )2+( T12G12 )2>, (4.37)

il +ZE2G21 i) —|—J51G12

Inys = (21)2 <m( Gz >2+( TG )2>, (4.38)

Ty + 21G12 71 + 22G2y
where G;; are the binary interaction parameters and are calculated as

G2 = exp (—0412721) , Ga1 = exp (—0412712) )
T12 = AGlg/ (RT) , To1 = AGQl/ (RT) . (439)

In this work AG1o and AGsy are proposed to be linear functions of the temperature
and salt mole fraction, i.e.,

AGyy = (Ang + AG%2$salt) + (Asz + AG§2x5a1t> T,
AGy = (AGY, + AGywaa) + (AGS, + AGS wa ) T, (4.40)

where x4, is the mole fraction of NaCl in the liquid phase. All Aij appearing above
are free parameters in the optimization procedure (see Eq. (4.41)). In AG;;, the sub-
scripts ¢, j=1 denote carbon dioxide, whereas 7, 7=2 denote the pseudo-component
brine, which is treated as a single component. For the VLE calculation the value of

the nonrandomness parameter ajo in Eq. (4.39) is set to the constant value of 0.3
[136].
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4.4.3. Objective function and optimization

All eight parameters AG;; of the model are optimized by fitting the model to the
experimental VLE data of COs-brine system. The Objective Function for the opti-
mization of the NRTL parameters is defined as

OF (AGY,, AGS,, AGY,, AGY,, AGY,, AGS,, AGY,, AG, ) =

cal
LCO0,,i

AL

exp
LC0,,i

AT ex (441)
Na im 130(?[))24

Here N; = 161 is the number of data points, zco, is the mole fraction of COq
in the liquid phase. The superscripts ‘exp’ and ‘cal’ denote the experimental and
calculated values, respectively. The experimental VLE data of the COs-water-NaCl
system of references [141, 88, 10] were used in this study. The experimental data
are within the temperature range of 278.22 K to 473.65 K and the pressure range
of 4.65 bar to 709.28 bar.

4.4.4. Correction parameters of the liquid density

To make a correction to the liquid density predicted by the equation of state, gen-
erally the volume shift parameters are used [117], which are deined by the following
equation

Ne
UEJCP = UCG,Z —I— Z "L',L‘”UC’Z*7 (442)
=1

where v.; [m®/mol] is the volume shift parameter of component ¢ and must be
obtained by fitting the above equation to the experimental data, v** [m3/mol] is
the specific volume of the mixture calculated by the equation of state, Eq. (4.27),
and v*? [m?/mol] is the experimental specific volume. It is shown in [117] that
adding shift parameters does not affect the phase equilibrium condition Eq. (4.26)
and therefore optimization (4.41) leads to the same result for AG};. To calculate
the volume shift parameters, the data published by Hebach et al. [73] are used, who
report the density of liquid water in equilibrium with CO, in the temperature range
of 283.01-333.02 K and pressure range of 10.9-306.6 bar. As the mole fraction of the
aqueous phase is not reported by Hebach et al., first the mole fractions are calculated
using the optimized thermodynamic model and then the liquid phase compositions
are used to calculate the liquid compressibility factor at constant temperature and
pressure. The specific volume of the liquid phase can be calculated as v** = ZRT /p.
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The objective function for the optimization of the volume shift can be defined as

OF (Ut(:),la Ui,la 02,27 Ui,2) =
1

Na i=1 (

It is assumed that v.; in Eq. (4.42) are linear functions of the temperature v.; =

vey + 5, T and vey = vy + v, T. Moreover, Mco,, Muyater, and Mgy [kg/mol| are

the molecular weight of CO,, water, and NaCl, respectively, xco,, Twaters Tsalt are

the mole fractions of CO,, water, and NaCl in the aqueous phase, respectively, and

p;™? is the experimental value of the density in [kg/m3], Ny = 203 is the number

of data points that are found in the literature. The four parameters obtained from
minimizing Eq. (4.43) are denoted by ¢?, c;.

xCOg,iMCOQ + xwater,iMwater + Isalt,iMsalt exp

M

/pf“’) C(a3)

cal
Ui

4.4.5. Equilibrium results

The procedure described above was implemented in Matlab. Table 4.1 gives the
standard physical parameters of CO, and water. Table 4.2 gives the optimized val-
ues of the binary interaction parameters of NRTL based on the experimental results
referenced above. Using these parameters one can predict the solubility of COy in
the pressure range of 0.98-101 bar, temperature range of 313.14-473.65 K and salt
mole fraction range between 5.46 x 107%-9.74x 1072, Table 4.3 gives the optimized
volume shift parameters, which are to be used in the calculation of the liquid molar
concentrations and of the aqueous density. For the gas concentrations and density
the volume shift parameters have only a negligible effect. For the pressure range
0.98-101 bar in the indicated temperature and concentration ranges the model is
accurate within 4%. Figure 4.2 shows the COg mole fraction in the brine as a func-
tion of NaCl mole fraction at 483 K and 700 bar. The drawn curve represents the
calculations and the open circles represent data obtained by [48], which is expected
to be close to experimental reality. Duan made a dedicated model and calibrated
it against numerous experimental data for the carbon-dioxide-water-NaCl system.
Duan’s model is only valid for the calculation of the VLE of this carbon dioxide-
water-NaCl system, but it is accurate. The agreement of CO, solubility between
the described model and Duan’s for a few data points at this higher pressure range
is acceptable within 22%. The author believes that this model can be used as a
first estimate with similar errors in the pressure range 600 — 800 bar and a variety
of temperatures and concentrations. The described methodology is more general,
in the sense that it can also be used for other systems, e.g., for systems containing
hydrocarbons. Figure 4.2 shows that the solubility of COy decreases with increasing
salt concentrations. Figure 4.3 plots the liquid phase density as a function of the
salt concentration at 700 bar and 483 K. It can be observed that the liquid density
increases together with salt concentration. The optimized volume shift values and
the objective function value are given in Table 4.3.
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Figure 4.2.: Equilibrium mole fraction of CO, in the aqueous phase at 483 K and
700 bar. The drawn curve represents the calculations. The open circles are
obtained from Duan’s model.
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Figure 4.3.: Aqueous phase density at 483 K and 700 bar. The drawn curve rep-
resents the calculations. The open circles are obtained from Duan’s model.

4.5. Negative flash for a gas-liquid system

To simplify the description of negative flash, in this section a two-phase gas-liquid
system is considered. For gas-liquid equilibrium, Eq. (4.21) disappears because of
the lack of a solid phase and Rachford-Rice equation (4.20) simplifies to

g _NC If(Kz_]-)
F(\P):ZlJr\I/g(Ki—l)

=1

— 0, (4.44)

where K; = 2 /2! = ®! /&Y originates from K¢ with superscript gl omitted (see Eq.
(4.25)). Whitson and Michelsen [169] show that the only physical solution for Eq.
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4.5 Negative flash for a gas-liquid system

Table 4.2.: Fitted parameters of the NRTL model. Subscript 1 is for CO, and
subscript 2 is for water

AGY, [J/mol] AGY, [T/mol/K] AG2, [J/mol] AGS, [J/mol/K] | 125N COC;CO
-7327.1 68.8 39.7 153.6

AGY, [J/mol]  AGS, [J/mol]  AG3, [J/mol]  AG3, [J/mol] 4.04 %
7694.3 -159.5 -1.7 82.5

Table 4.3.: Optimized volume shift values for CO, and water for the PRSV-MHV?2
equation of state using COs-water and COs-brine mixture density data. Subscript
1 is for CO5 and subscript 2 is for water

& [m?/mol] ¢ [m?/mol/K] I [m3/mol] ¢} [m®/mol/K] Minimized O.F. value

1.496x107% 4706107  -1.072x10~" -1.012x107°8 14.9 %

(4.44) lies between WY . and W9 . which are given by
p 1 g 1
\Ijm’in = ? and \Ijmax = ﬁ (445)

The values of K 4, and K i, are calculated in the flash calculation procedure
described in the previous section. The plots of F'(W9) for COy-water mixture with
three different overall molar fractions, i.e., (a) 50% COs, (b) 1% CO,, and (c)
99% CO, are shown in Fig. 4.4. The value of the Rachford-Rice function for the
equimolar mixture of COy and water (dashed-dotted curve) is zero at W9 = 0.508,
which indicates that the system is in two phase equilibrium. For the mixture with
1% COq, the solution to F (V9) = 0 is W9 = —0.0145, which is a negative value
and therefore physically impossible, even though it satisfies the mass balance and
equilibrium conditions. Another physically impossible solution is realized for the
mixture with 99% COs with W9 = 1.0312, which is larger than one. In both cases,
the system is in a single phase region; the negative value for the molar gas fraction,
ie., W9 < 0 indicates a liquid phase and a value larger than one, i.e., V9 > 1
indicates a gaseous phase. Consequently, the equilibrium mole fractions calculated
from Eq. (4.19) and Eq. (4.15) for the liquid 2! and vapor 7 phase are not physically
meaningful, even though the mass balance, i.e.,

ot = WI9rd + (1 — U9)zh, (4.46)

is satisfied.
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Figure 4.4.: Rachford-Rice function for a mixture of water and CO, at 483 K and
700 bar with the total molar composition of (a) 50% COs in water shown in the
dashed-dotted curve; (b) 1% COy in water shown in the solid curve; (c) 99% COq
in water shown in the dashed curve. The vertical line on the right side shows
W9 which corresponds to the water K-value Ky.ier; the vertical line on the left

side shows WY .~ which corresponds to the COy K-value Kco,.

4.6. Molar and volumetric concentrations

In this section, the equations that give the volumetric properties as a function of
molar phase fractions are derived, including of molar phase fractions less than zero or
larger than one. The reader is advised to find the basic definition of the parameters
in Fig. 4.1 and Section 4.3.

Using an equation of state (here PRSV), the molar concentration of each phase C*
is calculated by
p

& (. T ) — 4.4
L) = G 1) T A0

where Z¢ is the compressibility factor of phase o and is calculated as a function of
pressure p, temperature 7', and composition x{ using the equation of state, i.e., Eq.
(4.35). Note that C* is always positive. Starting from the definition of saturation,
i.e., Eq. (4.4), (see also Fig. 4.1), one can write

Va

where V* = N*/C* = U*N'/C* and V! = >, V* = N*Y, (¥*/C?), which are
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replaced in the definition of S in Eq. (4.48) to obtain

v /O
S = —————. 4.49
5. (/) 449
For a two-phase vapor-liquid equilibrium, Eq. (4.49) can be simplified to
v /C9
S9 / (4.50)

T W9/Co+ (1— W) /O

It was shown in Section 4.5 that the flash calculation for a mixture in a single phase
region sometimes converges to nonphysical values, i.e., to W9 < 0 or to W9 > 1. It
must be pointed out that even though the flash scheme is mass conservative, the
calculated hypothetical molar phase fraction (I*) and hypothetical vapor and liquid
compositions (z¢) cannot be used in Eq. (4.49) for the calculation of volumetric
phase fraction. This is so because these equations are only applicable to multiphase
equilibrium mixtures within 0 < ¥* < 1. For a two-phase vapor-liquid system,
when the calculated W9 is negative or higher than one, it can be suggested [74] that
the molar density in both hypothetical phases is equal to the molar density of the
single phase C*“ i.e.,

e U9 < 0 or single liquid phase (o = [); the molar density of the system is
calculated as

gl =t (p T o) — p 4.51
000 o) = asn

where Z' is the single phase compressibility factor, which is calculated using

the equation of sate, i.e., Eq (4.35).

e U9 > 1 or single gas phase (o = g¢); the molar density of the system is
calculated as

C9=Cl = (p. T 2t) = i 4.52
- T0) = G 2

where in both cases the total mole fraction is calculated using Eq. (4.46).

Substituting the molar densities of Eqs. (4.51)-(4.52) in Eq. (4.50), one obtains

w9 /C9 o
g _ | wrorsticmen 0S¥ <1 (4.53)
LR U9 < 0or W9 > 1.

Note that the second line of the above equation is obtained from Eq. (4.50) for the
special case that C9 = C'. Eq. (4.46) shows the total composition of the mixture as
a function of equilibrium compositions and molar phase fractions (). However, to
be able to use these thermodynamic relations in the formulation of two-phase fluid
flow, one needs to have a relation that gives the total mole fraction of the mixture
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in terms of the volumetric phase fractions (or saturation S®). To obtain the total
composition of the mixture (x!) in terms of the volumetric phase fractions (S%), one
can start by writing the definition of the total composition (see Fig. 4.1), i.e.,

£ =l N = (Z n) / (Z N"‘) | (4.54)

where n¢ = 2¢C*VY, N® = C*V* and V* = S*V' can be substituted in Eq. (4.54)
to obtain
Q 250> 8"

For a two-phase vapor-liquid equilibrium, Eq. (4.55) reduces to

99 Qg Lot (1 — g9
, 290989 4 21 C (1 — S9)
T T CeSe 1 OT(1 - S89) (4.56)

By combining Eqs. (4.46), (4.53), and (4.56), the total composition can be written
as a function of SY that is applicable in both single and two-phase regions:

xf0939+zécl(1759)
. { 0<89<1

C9S9+CH(1-59) ) (4.57)

S92+ (1— 992t S9<0orS9>1
Note that the second line of Eq. (4.57) comes from the fact that in the single phase
region, C' = C9 = C%*, where o is ¢ when SY > 1 or [ when S9 < 0. Similarly, one
can derive the following relation for ¢! (the molar concentration of component i in
the mixture):

ch=29C989 + 2lC (1 — 99), (4.58)
where
P
9 _ Z!(pTat)RT’ §9<0
p )
Z9 (p,T,zg)RT’ §9>0
and
P
ol — z9(p,Tat)RT’ §9 21
p b
Zl(p,T,:ci.)RT’ 89 <1

where z{ and z! are the equilibrium compositions in the gas and liquid phases
calculated in a negative flash procedure (see Section 4.5), respectively, and z! is the
total mole fraction of mixture calculated by Eq. (4.57).
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4.7 Modeling two-phase flow

4.7. Modeling two-phase flow

The two-phase flow equations are written as (for i between 1 and N,)

9 (ci)
ot

R (ugxgog i ulxicl)—FV. (_¢D559V (29C9) — SO’D% (1-S9V <$i01)> =0,
(4.59)

where ¢! = 2/C959+2LC' (1 — S9) [mol/m?] is the molar concentration of component
i in the overall mixture, ¢ is the porosity of the porous medium, u® [m/s] is the
Darcy velocity vector of phase a (o = g,1), D¢ [m?/s] is the Fickian diffusivity of
component ¢ in the phase . The Darcy velocity is calculated as

kk"’a (1 o
u® = ——=(Vp" —pg), (4.60)

(&7

where £k, is the relative permeability of phase o and is usually a function of 59, k
[m?] is the absolute permeability of the porous medium, pu® [Pa.s| is the viscosity of
phase «, p* [Pa] is the pressure of phase «, p* [kg/m?] is the mass density of phase
a, and g [m/s?] is gravity acceleration vector. The difference between the gas phase
and liquid phase pressure is the capillary pressure, which is usually a function of 59,
ie.,

Pe =pe(59) =p? — P (4.61)

The equations for each single-phase region, i.e., S < 0 or S > 1 read (for i between
1 and N, and « is either g or [)

9 (pcl)
ot

+ V. (uhealCh) + V. (—pDPV (alC)) =0, (4.62)

where u”® [m/s] is the velocity of the single phase o and is calculated by

k
ut® = (Vp* —pg), (4.63)

_“a

and C** [mol/m3] is the molar density of the single phase and is calculated by

(&7

p
Ct,a —
Ze (p~, T, xt) RT’

a=g,l (4.64)
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By replacing 2! from Eq. (4.57) in Eq. (4.62), the latter reads

g (gfg) + V. (Sgut’o‘x?Ct’a + (1 - 99) ut’axﬁCt’o‘) =
V. (¢D2SIV (29C) + Df (1 - §9) V (2iC) + pDeC™ (2f — af) V7)),

(4.65)

with a being either g or [. By comparing the above equation with the two-phase
flow equation, Eq. (4.59), it can be observed that the extended single phase flow
equation is similar to the two phase flow equation [1, 114], and can be merged into
one equation valid for the whole single and two phase regions. This merge will be
explained in the next section.

4.7.1. Convective flux

The convective fluxes for the single- (Eq. (4.65)) and two-phase (Eq. (4.59)) flow
equations read

conv __ t,« t,« t,a, vt
Fm — S9ub®2d O 4 (1 — §9) ub*alChe, (4.66)

F;:;nv — ugxfC'g + ul:EﬁC'l, (467)

where subscripts sp and tp indicate single-phase and two-phase, respectively. The
Darcy velocities (Eq. (4.60) and (4.63)) can be substituted to obtain

kS9 k(1—5Y
po = " wp— prgyatete - MU gy egyatore ()
conv kkr kkrl
B = =2 (V' = pg) olC7 = = 1 (Vi = flg) i (4.69)

By comparing the two equations, a general equation can be proposed for the con-
vective flux for the single and two phase regions that reads

~

conv __ k:]%"”g N g 9 Ag kk?“l Al Al LAl
Feom = —F(Vp — p'g)x]CY — o (Vi - plg) aiC, (4.70)
pe=1p" = 1" (4.71)
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4.7 Modeling two-phase flow

where the value of each parameter is shown in Table 4.4. The hat sign is used on top
of the parameters that are a function of saturation (SY). Indeed, with definitions of
Table 4.4, Eq. (4.70) can be used for both single and two phase regions. This is the
achievement of the NegSat method.

4.7.2. Diffusive flux

The diffusive fluxes for the single- (Eq. (4.65)) and two-phase (Eq. (4.59)) flow
equations read

—FUI = DSV (20CH) + oD (1 — 89) V (a1C) +oDeC™ (27 — af) VY,
(4.72)

—Fi/1 = ¢DISIV (24C) + D} (1 - 59 V (2lC"). (4.73)

Here there is an extra term with gas saturation gradient in the single phase diffusive
flux which is called extra-diffusion by Panfilov [114] and is explained as the diffusion
between the single-phase zone and the two-phase zone through the PT-interface (PT
= phase transition). The following general term is proposed for the diffusive flux
for both single and two-phase flow:

I = GBSV (£C5) 4 PL1 — S () P20 (af ) TS, (7

where the parameters are shown in Table 4.4. Once again, o« = g when 59 > 1
or @« = [ when S9 < 0. The value of S9 can be used with Eq. (4.57) to calculate
the total composition. The values of S9 > 1 or SY < 0 sometimes are considered
unphysical while in fact they have a physical interpretation. The value 0 < S9 < 1
in the two-phase region is interpreted as the saturation and in the single phase
region, combined with the equilibrium composition obtained from the negative flash,
(S9 > 1 or 89 < 0) is interpreted as a measure of total mole fraction of the single
phase region (see Eq. (4.57)).

4.7.3. General formulation

By substituting the general convective and diffusive fluxes, i.e., Eqgs. (4.70 & 4.74)
in the mass conservation equation, i.e.,

9 (¢c})
ot

+ V. (Fem + FIT) =, (4.75)
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the final equation, which is applicable to the whole domain, is written as

9
ot

V. (_9 (Vp? — p'g) 2IC9 —

ﬂg

~

k;;Ll (Vﬁl _ ﬁlg) mﬁél) 4

o (200959 + 2l (1 89)) | +

1k

—V. (pDI89V (29C9) + oDl (1 - §9) V (2iC") + 9Dl (2f — al) VS?)

where the parameters are clearly explained in Table 4.4.

(4.76)

Table 4.4.: Values of the parameters in the generalized convective and diffusive
terms of the two phase flow equation. Note that z! is a function of S9 and is

calculated by Eq. (4.57)

Parameter S9 <0 0<S59<1 S9 > 1
kg S9 Frg S9
ki 1 -89 ki 1-—.59
P P P p?
P P P P
1 /! 19 1
it 1 1 1
9 P pI pI
Z'(p.,Tat)RT  79(p9,Ta{)RT  Z9(p9,Txl) RT
Al Pt ! P9
C A (pl Tat)RT 7! (pl,T,xg)RT Z9(p9,T,zt ) RT
PC 0 Pc 0
D! D; D! D!
B D) D) Dl
Dy D! 0 D!
cho a 0 v

Z9 (pg ,T,ac’;)RT

4.8. NegSat method for the CO,-water-NaCl system

For the three-phase ternary mixture of COq-water-NaCl, first the mixture is sep-
arated into an immobile solid phase which consists of pure NaCl, and a mobile
gas-liquid mixture, as shown in Fig. 4.5. Then the NegSat method is applied to
model the mobile gas-liquid phases and include the effect of salt precipitation on
the porosity, permeability, and phase equilibrium of the mixture. The precipitation
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4.8 NegSat with salt

of the solid NaCl, with a solid saturation S* decreases the porosity of the porous
medium from the initial porosity ¢ to a new porosity ¢, which is calculated by

= (1—-5%). (4.77)

This porosity change also affects the permeability of the porous medium % [m?],
which can be related to the porosity change using the Kozeny-Carman equation
(31, 92, 93]:

k_ /(1)
ko @8/ (1— o)

where ky [m?] is the original permeability of the porous medium. Verma and Pruess
[163] assume that when the porosity is reduced to a certain fraction (p,) of the
initial porosity, i.e., ¢ = ¢,pg, permeability is reduced to zero. They propose the
following relation

(4.78)

£_92 1-T+T/w?
ko 1-T+T[0/(0+w—1)]"

(4.79)

1T

where 0 = % andw =1+ T T Based on the study of Xu et al. [171], Pruess

and Miller [131] suggested parameters I' = 0.8 and ¢, = 0.9, which for practical
purposes can be fit by the following power law function:

k o/vo— o\
SR 06 SRS <0 4.80
kO ( 1 - Pr ( )

Fig. 4.5-a shows the three phase fluid-solid equilibrium for the system of CO,-
water-NaCl. The fluid phase can be a single phase gas, a single phase liquid, or a
two-phase gas-liquid system. In Fig. 4.5-b, the fluid phase with the saturation 1—.5°
is separated from the solid phase with saturation S*. The total molar concentration

of each component ¢! in the two-phase fluid-solid system can be calculated by Eq.
(4.9), i.e.,

b= (1—8%c +sziC, (4.81)
where c{ is the molar concentration of component i in the fluid (gas+liquid) phase
and z; is the mole fraction of component ¢ in the solid phase, and C* is the molar
concentration of the solid phase (here pure NaCl). For the fluid phase, a gas-
liquid negative flash calculation procedure is used to find the gas S9 and liquid S
saturations. Then, the molar concentration of each component i in the fluid phase
(both single phase or two-phase) is calculated by Eq. (4.58), i.e.,

of = 290989 + 4lCH (1 - §9). (4.82)
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Chapter 4 Salt precipitation in CO4 storage

Here, the hat sign is used on top of the concentrations to show that they are a
function of gas saturation SY. By combining Eq. (4.81) and Eq. (4.82), one obtains

)

dh=(1- 5% (20C959 + 2iC" (1 - 89)) + S5 C". (4.83)

One should note that the value of the solid saturation S° is always between zero
and one. A simplified negative flash scheme is used to calculate the gas and liquid
equilibrium compositions, i.e. x{ and z!, respectively. Here it is assumed that the
solid phase is pure NaCl, i.e.,

s
water

0, b, =1 (4.81)

S _
Teo, =0, @ salt

For the mixture of COs-brine, the vapor and liquid equilibrium compositions of
water and CO; are functions of pressure p, temperature 7', and mole fraction of salt
in the brine (2 ,), i.e.,
! ! ! l
LC0z,eq¢ = TCO, (p, T, xsalt) and 20, o = Tl0, (p, T, xsalt) : (4.85)
The negative flash procedure and the calculation of gas and liquid mole fractions are

explained in Appendix D. The equilibrium mole fractions of component i= CO,,
H50, and NaCl in the gas and liquid phase are given by

g _ g g
T; = {xCOQ,e(p ‘Twater,eqa O}a (486)

1 -1
T l
I _ salt l ! ! Tsalt l
Ty = (1 1 — l xW&t@fﬁ‘]) {xCO%eW xwater,eq’ lf;aém xwateneq ) (487)

salt

9 _ g ! _ ! BRI
where Tyatereqg = 1 = 00,60 A0 Tiatereq = 1 — To,.eq0 are the equilibrium mole

fractions of COy-water mixture and are calculated by including the effect of salt
mole fraction in brine (z! ;) on the binary interaction parameters of COy-water in
the thermodynamic model (see Appendix D).

Using Eq. (4.83), the general flow equation for a one dimensional radial flow in a
cylindrical coordinate disregarding the diffusion and capillary effect is written as

0

po, (157 (29687 4 2lC' (1 = 8%)) + 5°23C°) +

1 7 A ) A

ror g " it

where g is the initial porosity of the aquifer. The fractional flow function fa for
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Figure 4.5.: (a) Solid-fluid equilibrium of COs-water-salt (left) and (b) the sepa-
ration of solid salt from the fluid phase and separation of the fluid phase to vapor
and liquid phases and its effect on the porosity (right)

the gas and liquid phases are defined as

fg _ kTg/ /lg
krl/ﬂl + k?“g//lg

and fl=1— f9, (4.89)

which helps in simplifying Eq. (4.88) to

0

o (1= 8 (a9C989 + alC' (1 - §%)) + S*2;C") +

+ i; {ru (fgx;’ég + flxﬁéd)} =0, (4.90)

where u [m/s] is the Darcy velocity and is defined as

]%r ]%rl ap
u=—k (uj + u’) o (4.91)

The relative permeability of the gas phase (l%rg) is calculated by the Corey curve
[35], which reads

S9 S9 < 0orS9>1

Frg=4(1—-8)°(1-8%), 0<89<1-8., (4.92)
1 1—5i<39§1
1-59—8!

¢ Sl is the unmovable water saturation. For the liquid phase

where S, = =
C
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Chapter 4 Salt precipitation in CO4 storage

(k) the van Genuchten function [162] is used, i.e.,

1— 59 S9<0orSY>1
R 2
0 1-Sl<S59<1

where A= 0.457 [175].

To calculate the viscosity of the gas phase (u9), it is assumed that the effect of the
small amount of evaporated water on the gas phase viscosity is negligible, i.e., the
viscosity of the gas phase is equal to the viscosity of pure COy. The experimental
gas phase viscosity data are used, which are reported for COy in a wide range
of pressure and temperature in reference [62]. For the liquid phase viscosity (u!),
Bando et al. [11] reported that at high temperature, COy dissolution in water has
only a small effect on the viscosity of brine solution. Therefore, only the effect of
NaCl mole fraction on the viscosity of the brine is considered. Mao and Duan [95]
found a correlation for the ratio of the brine viscosity to the pure water viscosity
using a wide range of experimental brine viscosity data at various temperatures,
pressures, and salt concentrations. The viscosity of pure water is calculated using
the correlations and data reported by Huber et al. [79]. The required density of
pure water is calculated using the Industrial Formulation for the Thermodynamic
Properties of Water and Steam (IAPWS-IF97) [164].

The pressure boundary conditions read

Op _ —inj - T = Twell
Or " 2mryenHpingk (ke /@l +keg /09) e (4.94)
p = Do, r=1L

where ¢;,; [kg/s] is the injection mass flow rate, r,e; [m] is the well radius, H [m] is
the thickness of aquifer, p;,; [kg/m?] is the mass density of the injection fluid, and
po [Pa] is the initial pressure of the aquifer. The concentration boundary conditions
read

t_ ot —
T = Lingis T = Twell,
Ozt
5 =0, r=1L,
where 27, ; is the mole fraction of the injected stream. The injected saturation S,; is

calculated by performing a flash calculation at injection temperature, pressure, and
composition. In the next section, the details of the numerical method implemented
for solving this problem will be explained.
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4.9 Numerical method

Figure 4.6.: A schematic representation of the aquifer, the initial (I.C.) and the
boundary conditions (B.C.1 and B.C.2)

4.9. Numerical method

The system of three partial differential equations described by Eqs. (4.90) are dis-
cretized in space by using a first order implicit upwind cell-centered finite difference
scheme. The subscript m is used to indicate the position of a grid point in space.
The same non-uniform grid that is used by Pruess and Miiller [131] will be used,
which is finer near the injection well and is coarser near the external boundary.
Superscript n is used to denote time, i.e., t = nAt. The next steps are as follows:

Initialization: The initial (negative) saturation S§, initial solid saturation S§, and
(pseudo) compositions of the fluid in the aquifer are calculated by per-
forming a negative flash calculation at the initial temperature (7Tp), pres-
sure (po), and overall mole fraction (zj;) of the aquifer.

The upwind scheme allows us to start from the left boundary and solve the three
nonlinear discretized PDE’s (i.e., three mass balance relations for the three compo-
nents) for three primary variables in the downstream cell, using a Newton scheme
(inside loop). This method is continued until the external boundary at r = L is
reached. However, because of having a Neumann boundary condition for the pres-
sure at the left boundary, this scheme is not explicit.

Left Boundary: The left boundary condition is at the injection point (1 = 7e;) with
a known injection temperature (7},;) and composition (7,;;). Here it is
assumed that the injection pressure p;,; is equal to the initial pressure
of the aquifer (pg) only to perform a flash calculation and calculate the

equilibrium compositions (x¢, x!), molar densities (ég , C’l), and satura-
tions (SY, S*). The value of injection pressure can be updated later.

The primary variables: For each downstream cell, the primary variables are chosen

based on the value of the solid saturation at the previous time step, i.e.

{(SS)Z;l]J, where superscript j is the iteration number. With respect
to the value of S*, there are two possibilities: S° > 0 or S® = 0. the
following steps can be used:
117 nj+1

1. [(Ss)fn l]j > 0; if solid saturation is higher than zero, [(féa1t> r =7

salt,max"
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Chapter 4 Salt precipitation in CO4 storage

Therefore, the system of equations are solved for the Darcy velocity lu%]ﬂ 1
gas saturation [(S9)" ', and solid saturation [(S%)" " If [($*)" ' > 1 or

if we encounter a dried up zone, i.e., [(S9)" "' > 1 go to step 3.

2. {(SS):;lr = 0; if the solid saturation in the previous time step is zero, then
it is assumed that the estimated solid saturation in the current time step,
i.e., [(S*)")7* is zero and the system of equations are solved for the Darcy
velocity [u]'*', gas saturation [(SY)" """, and salt mole fraction in brine

—1 n1j+1 —1 n1j+1 —1 . . .
[(xsalt)m} It [(xsalt)m} > Taltmaz; it @ dried up zone is encountered,

ie., [(S9" )P > 1 go to step 3.

3. Perform a flash calculation and find a new value for solid saturation, i.e.,
[(S%)™ 2. Check the convergence criteria, i.e.

m m <eg,

(o A (Co o

}j—kl

where ¢ = 1 x 1078 is chosen.

When the convergence criterion for cell m is satisfied, one can use the same procedure
to calculate the unknowns for the next cell m + 1, which is downstream of these
known cell m. When the right boundary is reached, the known pressure (Dirichlet
boundary) and known Darcy velocity values at each cell can be used to back calculate
the pressure profile and the injection pressure in the whole domain.

In the next section, the results obtained by using the above procedure will be pre-
sented and discussed.

Fig. 4.6 shows a schematic of the aquifer and the injection well at its center.
Initially, the aquifer is saturated with brine with the composition zf, at temperature
T and pressure py. A gas stream with composition xﬁnj at the aquifer temperature
is injected at r = r,, with Darcy velocity w;,;. The aquifer radius is equal to L and
it is assumed that the pressure at the outer boundary (r = L) is equal to py. The
injection pressure is unknown, but only for the calculation of the thermodynamic

properties of the input stream, it is assumed that it is equal to pg.

4.10. Results and Discussion

Here, first the results of the NegSat method are compared with the published an-
alytical results [131, 175] and numerical 1D simulations [106] of CO, injection into
brine aquifers. Then a few cases of COs injection into an aquifer that contains brine

with different salinities are solved including undersaturated (7', < féalt,max), and
saturated with no precipitated solid salt (Zl,, = @l 00 S° = 0). For each case,

the effect of water preflush on the subsequent CO, injection, salt precipitation, and
permeability reduction is studied.
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4.10 Results and Discussion

A flow simulation is performed with parameters given in Table 4.5, by Zeidouni et
al. [175], which has been repeated here for convenience. The pressure of the base
case is 7.5 MPa and the temperature is 35°C. The gaseous CO, saturation is shown
in Fig. 4.7. Two different times are used, i.e., t =1 h and ¢t = 24 h. After a while,
the solution shows a constant state at the injection side and subsequently a shock
to S9=0.65 at r?/t= 3x107% m?/s. Downstream of the shock, the precipitated salt
saturation is zero. A rarefaction is observed in which the saturation S9 drops to
0.15 at 7?/t= 1.5x1072. Subsequently a shock is observed at r?/t= 1.5x10"2 and
the saturation drops to the initial condition. Fig. 4.7 shows the precipitated salt
saturation. It is characterized by a rarefaction at the injection side. The highest
salt saturation is observed near the entrance. The variation of salt saturation near
the entrance can be attributed to an entrance effect. For much slower injection
rates and finer griding at the entrance, the peak at the entrance becomes almost
invisible. The salt saturation at the entrance is constant until it shocks to zero
saturation at the same location where the gas saturation SY drops to 0.65, i.e., at
r?/t=3x10"% m?/s. Fig. 4.8 shows the dissolved salt concentration upstream of the
shock where the gas saturation drops to 0.43 and the solid saturation drops to zero.
No liquid phase exist in this zone. In other words, the porous medium upstream
of the shock is completely dried out. Salt mole fraction drops quickly to the initial
salt concentration upstream of the shock. Because of numerical diffusion, there is
a saturated salt solution between the liquid water and the precipitated salt. Also,
Fig. 4.8 shows the mole fraction of water in the liquid phase. The results can be
compared to results published by Zeidouni et al. and other references [131, 130].
The author prefers the model of Zeidouni et al. because they compare analytical
with numerical results.

The agreement between the result of this work and the results of Zeidouni et al. is
good even though , unlike the work of Zeidouni et al. [175], a NaCl-concentration-
dependent solubility of COs is used here.

4.10.1. Exergy analysis

The permeability decline due to the precipitation of salt near the injection well can
increase the pressure drop and consequently the injection pressure must be increased
to maintain the flow rate. Here, the injection pressures are compared for two different
cases: (1) the salt precipitation causes a permeability decline and (2) precipitation of
salt does not affect the permeability. Then the amount of compression exergy that is
required to inject CO, is calculated in each case. Fig. 4.9 shows the pressure profile
for the model with parameters reported in Table 4.5, with different permeability
reduction models. The calculated injection pressures are shown in Table 4.6. The
highest injection pressure is observed for the permeability decline model of Verma
and Pruess (dotted line) with a ¢, = 0.92 (see Eq. (4.80)). By decreasing ¢, to
0.9, the effect of salt precipitation on permeability becomes smaller and therefore
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Table 4.5.: Initial and boundary condition parameters for the simulation of CO,
injection into an aquifer with and without water preflush (see Fig. 4.6)

Parameter Unit Value Note
L m 100000 aquifer radius
H m 30 aquifer thickness
Twell m 0.1 well radius
qco, kg/s 1 CO4 injection rate
Qwater kg/s 1 water injection rate
Do bar 75 initial pressure
xh mole fraction {0, 0.9069, 0.0931} aquifer liquid {CO,, H,O, NaCl}
Alpre flush S 3600 water pre-injection time
k m? 0.1x10712 permeability
Yo - 0.2 porosity
u Pa.s 4.12x107° gas viscosity
! Pa.s 1.3647x1073 liquid viscosity
Cs mol/m? 37005 salt molar density
At s 20 time step

a lower injection pressure is observed. The Kozeny-Carman equation shows only a
small increase in the injection pressure due to salt precipitation.

To quantify the effect of salt precipitation on the compression energy requirement,
it is assumed that the compression is performed with multistage centrifugal com-
pressors with a maximum pressure ratio of 2.5, with intercoolers to bring down the
compressed gas temperature to 300 K after each compression stage. Only model
the last compressor is modeled here, which compresses the gas from 175 bar to the
injection pressures shown in Table 4.6, being the output pressure of the compressor

Pout-

Table 4.6.: Calculated injection pressure and the theoretical exergy requirement
of the compressor for various permeability reduction due to salt precipitation
models. Here, K & C denotes Kozeny-Carman, and V & P denotes Verma and
Pruess. The input pressure to the compressor is 175 bar.

Model Noeffect K& C V&P (¢, =0.90) V&P (¢, =0.92)
Dout [Dar] 4372 43738 4457 464.0
Weomp [kJ/mol CO,]  1.510  1.512 1.556 1.654
Increase in Weomp (0] 0.0 % 0.17 % 3.00 % 9.50 %

The compressor exergy requirement per mole of CO, is calculated by assuming an
isentropic compressor stage, i.e., the entropy of the input stream to the compressor
is equal to the entropy of the compressed CO,. Span-Wagner equation of state is
used to calculate the physical properties of COs. The compression exergy per mole
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Figure 4.7.: Gas (drawn line) and solid (dashed line) saturation as a function of
similarity variable (72/t). The initial gas saturation is negative.

of COs is calculated by

Wcomp - hzn (pm7 T’z ) - hout (pouh Sin (pzna En)) ) (495)

where Weom, [kJ/mol] is the theoretical exergy requirement of the compressor, h;,
[kJ/mol] is the enthalpy of input stream of COy to the compressor, which is cal-
culated at the input pressure p;,=175 bar and the input temperature 7;,= 310 K.
Moreover, hg,; [kJ/mol] is the enthalpy of the compressed COq and is calculated at
Pout and input entropy s;, [kJ/(mol.K)]. The input entropy s;,, is calculated at the
input pressure and temperature. For more details on the calculation of enthalpy and
entropy, see [145, 166]. The results (Table 4.6) show that the increase in compres-
sion cost due to precipitation of salt is only 0.17 % when the permeability decline
is calculated by the Kozeny-Carman model. However, the Verma and Pruess model
predicts a 3.0 % and 10 % increase in compression energy for o, of 0.90 and 0.92,
respectively. When ¢, approaches the solid saturation S® a sharp increase in the
injection pressure and compression energy is observed, that can even result in plug-
ging when ¢, is equal to the solid saturation. In summary, exergy analysis of the
CO, injection shows that the effect of salt precipitation on the compression energy
becomes important only if the salt precipitation causes a very high decline in the
permeability near the injection well, e.g., when the solid saturation approaches the
value of ¢, in the model of Verma and Pruess. To avoid permeability decline, Pruess
and Miiller [131] proposed to preflush the aquifer with pure water for a short period
before the injection of CO,, which will be discussed in the next section.
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Figure 4.8.: Total mole fraction (a}) of COy, Hy0O, and NaCl versus the similarity
variable (r?/t) for injection of CO, into aquifer without water preflush.

4.10.2. Water preflush

The model is used with the same initial and boundary conditions shown in Table
4.5, with one exception: the composition of the injected fluid on the left boundary
will be pure water from time zero to one hour. After that, CO, is injected for 23
hours. Fig. 4.10 shows the gas and solid saturations at the end of water preflush.
As expected, the solid saturation, which is initially zero, has not changed after the
injection of pure water. However, the gas saturation, which is equal to —0.026 at the
injection side shocks to —0.007 (initial saturation of the aquifer) at r?/t= 4x107°
m?/s. Both saturation values on the left and right of the shock are negative, which
means that the whole system is saturated with liquid. However, the shock in gas
saturation corresponds to a composition shock in the NegSat approach. Fig. 4.11
shows the total mole fraction of water and NaCl after one hour of water preflush.
No CO, is yet injected into the aquifer, therefore the CO, mole fraction is zero
everywhere. At the injection side, the mole fraction of salt is zero, as the injected
liquid is pure water. At r?/t= 4x107° m?/s, the NaCl mole fraction shocks to the
initial mole fraction of salt in the aquifer.
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Figure 4.9.: Pressure profile near the injection well for the CO5 injection scenario
of Table 4.5, with different permeability reduction relations. The dotted line
shows the pressure profile with the permeability reduction model of Verma and
Pruess with ¢, = 0.92, the dashed line shows the pressure for Verma and Pruess
with ¢, = 0.90, the dashed-dotted line shows the pressure for Kozeny-Carman,
and the drawn line shows the pressure with no permeability reduction effect.

O 7777777777777777

5
= —0.01}
s
2
B gas saturation

-0.02} — — — solid saturation

-0.03 : 5

10 10
r2/t

Figure 4.10.: Gas and solid saturations as a function of the similarity variable r?/t
[m?/s] at the end of water preflush (¢ = 3600 s).
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Figure 4.11.: The total mole fraction of water and salt as a function of the simi-
larity variable r?/t [m?/s] at the end of water preflush (¢ = 3600 s).

Fig. 4.12 shows the gas and solid saturation after one hour of water preflush followed
by 23 hours of CO, injection. The gas saturation is similar to the case without water
preinjection that was described before. However, In the case with water preflush no
solid precipitation is observed.
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Figure 4.12.: Gas and solid saturations as a function of the similarity variable r?/t
[m?/s] after 23 hours of COy injection with one hour of water preflush.
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Fig. 4.13-left shows the total mole fraction of CO,, water, and NaCl at the end
of 23 hours of CO; injection following one hour of water preflush. On the right
side of Fig. 4.13, part of the left side figure, which is between 2/t of 107 to 1.0 is
magnified. The total water mole fraction (middle figure) at the injection side (dried-
out zone) is zero (constant state). Then it shocks to 0.81 at 72/t of 5x107°. Then,
a rarefaction is observed, at which the water mole fraction increases to 0.88 at r?/t
of 6.3x1075. Up to this point, the salt mole fraction is at a constant state of zero.
However, salt concentration shocks to a mole fraction of 0.085 and the water and
COy concentration shock to lower mole fractions of 0.835 and 0.080, respectively.
Then, a rarefaction is observed in which salt and water concentrations increases to a
mole fraction of 0.091 and 0.885, respectively and the CO5 concentration decreases
to a mole fraction of 0.024, at r*/t= 0.013. Finally, the mole fractions shock to to
the initial concentration of the aquifer.
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Figure 4.13.: The total mole fractions of CO,, water, and salt as a function of the
similarity variable 72/t [m?/s] after 23 hours of CO; injection with one hour of
water preflush. The right figures zoom on the left curve for a range of r?/t from
107 to 1.0 to show the compositional shocks.

In summary, the results show that by preflushing the aquifer with pure water, salt
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Chapter 4 Salt precipitation in CO4 storage

precipitation near the injection can well be avoided.

4.11. Conclusion
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The advantage of the NegSat approach for two-phase pseudo two-component
system is that it is not necessary to use different sets of equations in one and
two phase flow. However, the value of some of the variables must be changed.

In the three phase flow, the NegSat can be effectively applied by a-priori
separating the stagnant solid phase from the three phase mixture in the ther-
modynamic model.

The primary variables in the three phase system are S°, S9, u and the primary

variables in the two phase system are S9, u, z.,,.

The solid saturation has only a minor influence on the pressure distribution in
the system and therefore the effect on the compression energy is only minor.

By preflushing the aquifer with pure water, the salt precipitation near the
injection well during the COs injection can be avoided.

Comparison of the numerical solution to analytical solutions reported in the
literature shows excellent agreement.



5. Experimental and Theoretical
investigation of Natural
Convection in Aquifer Storage of
CO-: Onset Time, Mass Transfer
Rate, Capillary Transition Zone,
and Heat of Dissolution

The great tragedy of science, the
slaying of a beautiful theory by an
ugly fact.

Thomas Henry Huxley

Abstract

The enhanced mass transfer of COy in water is studied for a CO, saturated layer
on top of a water saturated porous medium, experimentally and theoretically. A
relatively large experimental set-up with a length of 0.5 m and a diameter of 0.15 m
is used in pressure decay experiments to minimize the error of pressure measurement
due to temperature fluctuations and small leakages. The experimental results were
compared to the theoretical result in terms of onset time of natural convection and
rate of mass transfer of CO, in the convection dominated process. In addition, a
non-isothermal multicomponent flow model in porous media, is solved numerically
to study the effect of the heat of dissolution of CO, in water on the rate of mass
transfer of CO,. The effect of the capillary transition zone on the rate of mass
transfer of COs is also studied theoretically. The simulation results including the
effect of the capillary transition zone show a better agreement with experimental
results compared to the simulation result without considering a capillary transition
zone. The simulation results also show that the effect of heat of dissolution on the
rate of mass transfer is negligible.
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Chapter 5 Natural Convection

5.1. Introduction

Current concern with global warming has increased interest in the usage of low
and zero COs emission energy resources. But replacing fossil fuels by sustainable
energy resources is a gradual process and cannot be attained in the near future.
In the meantime, other measures must be explored and taken to slow down the
increasing rate of COs concentration in the atmosphere, which is caused by the
combustion of fossil fuels. One of the proposed methods is to separate the CO,
from flue gas and to store it in geological formations, e.g., injection of supercritical
CO, into aquifers. The state of the art technology for the separation of COs is
amine chemisorption which is effective but very energy intensive. The pipeline
transport and injection of supercritical COs requires gas compressorion, which is
among the most energy intensive processes. In average, CO, separation from flue
gas requires at least 4 MJ/kg CO2 and COy transport via a 150 km pipeline and
supercritical aquifer injection requires around 1 MJ/kg CO,. Fossil fuel coal with
roughly a hydrogen/carbon ratio of one has 0.088 kg CO5/MJ while methane with a
hydrogen/carbon ratio of four, has 0.055 kg COy/MJ, i.e., the largest and smallest
carbon dioxide production per unit combustion energy, respectively. Thus 44% of
coal combustion energy and 27% of methane combustion energy are required to
achieve the zero emission usage of those fossil fuels. Using this high percentage of
energy resource cannot be rationalized unless the effectiveness of aquifer storage is
demonstrated, i.e., to prove that injected CO5 will be stored safely underground for
a long period of time [101].

o,

JALL

Liquid

Figure 5.1.: A schematic representation of the pressure vessel for pressure decay
experiments available in the literature; gas phase or supercritical COs overlais
a liquid phase (water, oil, or surfactant solution) [58, 57] or a porous medium
saturated with a liquid phase [107]. The visualization experiments are performed
in a transparent vessel [87, 90].

One of the methods that can ensure the long-term storage of COs is the dissolution
of COs in water. If the dissolution process were controlled by the diffusion of CO,
in the aqueous phase, the rate of storage of COy would be very low. However, the
dissolution of CO, in water increases the density of the mixture which forms a layer
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5.1 Introduction

of high-density fluid on top of a low density water layer. Depending on the rock
properties and the transport properties of the liquid layers, the system can become
unstable and the high density fluid flows in the direction of gravity, which enhances
the rate of transfer of COy in water. This phenomenon is called density-driven
convection.

Previously the density-driven convection of CO5 in water has been studied experi-
mentally and theoretically. The experimental work, which is not as extensive as the
theoretical work on this topic, can be subdivided into two main catagories: visual-
ization of fingers and quantification of dissolution rate (see Fig 5.1). The goal of
the visualization experiments is to show the instability in the water saturated with
COy overlaying a pure water layer and to visualize the formation, initiation, and
development of fingers. Kneafsey and Pruess [90] used a pH indicator to visualize
the formation of fingers due to the dissolution of CO, in pure water and brine in a
Hele-Shaw cell with a permeability of around 40000 Darcy. Khosrokhavar et al. [87]
applied the Schlieren method to observe gravity induced fingers where subcritical or
supercritical COs is placed on top of a liquid phase of water, brine, or oil at constant
temperature. Their experiments were conducted in a closed system and the pres-
sure decay data were also measured. Their experiment is unique in the sense that
it both visualizes the instability of the diffusive layer and formation of fingers and
quantifies the rate of mass transfer by measuring the pressure decay, however, only
in bulk liquid. Farajzadeh et al. [58, 57, 59] performed a set of pressure decay ex-
periments to quantify enhanced mass transfer of CO5 in water, surfactant solutions,
and oil. They showed that the pressure decay results do not match the solution of
Fick’s second law, unless an effective diffusion coefficient with a value higher than
the molecular diffusion coefficient is used. The value of this diffusion coefficient
was found to be a function of pressure. They also showed that the system can be
modeled by a convection-diffusion equation coupled with the Navier-Stokes equation
[59], which gives a reasonable agreement between the experimental pressure decay
data and simulation results. Nazari Moghaddam et al. [107] conducted pressure de-
cay experiments in two PVT-cells; the first one with an internal diameter of 5.3 cm
(21.3 cm height) to study the CO dissolution in bulk water and the second one with
an internal diameter of 3.18 cm (13.7 cm height) for CO, dissolution in water satu-
rated porous media, in a permeability range of 121 to 2546 Darcy. They used their
experimental data to calculate a pseudo-diffusion coefficient for CO4 dissolution in
water.

Here, our objectives of performing the pressure decay experiments are as follows:
first, the mass transfer rate of CO5 in water is measured in a relatively large vessel.
The pressure decay experiment is very sensitive to small amounts of leakage or
temperature fluctuations. These effects are minimized by using a large volume of
CO5 on top of the water saturated porous medium. In addition, by increasing the
height of the water layer, one can decrease the permeability of the porous medium
to lower (and more realistic) values without changing the Rayleigh number. The
effect of various rock parameters on the onset time and rate of dissolution are also
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Chapter 5 Natural Convection

quantified and experimental data that is missing in the literature are provided. In
the theoretical part of this work, the effect of heat of dissolution of CO5 on the
rate of mass transfer of CO, into water is included by solving a non-isothermal
convection-diffusion equation. The effect of capillary transition zone on the rate of
mass transfer is also studied.

|
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—> Void Space
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Water @ @ co2
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Figure 5.2.: Schematic representation of the experimental set-up

5.2. Experimental set-up

The experimental set up, shown in Fig. 5.2, consists of an stainless steel vessel with
an inside diameter of 15.24 cm (6 inches) and a height of 62.23 cm (24.5 inches) (see
Fig. 5.3). It is positioned vertically in an oven with a temperature control accuracy
of 1 K. The top opening of the vessel is connected to a pressure transducer with an
accuracy of 0.001 bar. The pressure is recorded by data acquisition software every
20 seconds. The experimental procedure is as follows: first, the vessel is completely
filled with known mass of sand with a known particle size distribution. To ensure
that the sand particles are completely packed, the vessel is shaken by hammering
the wall for 30 minutes. The vessel is mounted in the oven and filled with helium at
8 bar. A helium detector is used to check the connections for the leakage. Then the
helium pressure is recorded for 24 hours. If there is no pressure decline (negligible
leakage) the sand pack is flushed with COy for 10 minutes. Then, the set up is
connected to a vacuum pump at -0.9 barg (0.1 bar) for 24 hours. A known mass
of water is injected through valve 5 to saturate approximately between half to two
third of the sand pack. The vacuuming step is necessary to prevent the formation
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5.2 Experimental set-up

of gas bubbles in the water saturated zone. Normally, the vacuum in the vessel is
enough to suck water inside. In case it cannot transfer the water to the vessel, a
piston pump is used to inject the water. The second vessel is filled with CO4 at
100 bar. The set-up is left in the oven for 12 hours to reach thermal equilibrium
at constant temperature of 35°C. When the system reached thermal equilibrium,
the data acquisition system is started and inject CO, into the vessel through valve
3 up to a pressure of around 50 bar. The injection is tried to be done as slow as
possible to minimize the adiabatic expansion effect. The pressure is recorded every
20 seconds for around 5-7 days, depending on the rate of pressure decline.

R

Vvessel =

“;_4

Figure 5.3.: Geometry of the stainless steel vessel

5.2.1. Computational leakage test

In the absence of leakage, the equilibrium pressure (p.,) is the minimum pressure
that our pressure decline experiment can reach. If the measured pressure goes
below this pressure, there is a leakage and the experimental data is inaccurate.
To calculate the equilibrium pressure, two mass conservation equations and two
equilibrium relations are written for water and CO;. The other equation represents
that the total volume of the vessel is constant. The mass balance for CO, and water
reads,

™Mo water
A = (1= ako,) OV b OV, 5.1)
Mo,coe 1 I/l g 919

- ‘TCOQC Vv + (1 - xwater) C V ) (52)
Mco,

where Mg water [kg| is the initial mass of water, mgco, [kg] is the initial mass of
CO,, 7ty , is the mole fraction of CO; in the liquid phase, &3, is the mole fraction
of water in the gas phase, C! [mol/m?] is the molar density of the liquid phase,
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CY [mol/m?] is the molar density of the gas phase, all in equilibrium condition
at temperature T [K] and pressure p [Pa]. Moreover, V! [m?] is the pore volume
occupied by the liquid phase, V¢ [m?] is the pore volume occupied by the gas phase,
Mco, [kg/mol] and Mater [kg/mol] are the molecular weights of COy and water,
respectively. The initial mass of CO, is calculated as

mo,co, = VIpco,, (5.3)

where pco, [kg/m?] is the mass density of pure CO, and is calculated by Span-
Wagner equation of state at temperature 7' [K| and initial pressure py [Pa]. The
equilibrium mole fractions of CO, and water in the liquid and gas phases can be
related using the equilibrium relations

KCnglCOQ =1- ‘xgvateru (54)

Kwater (1 - 'TICOQ) = xgvatera (55)

where Koo, and Kyater are the K-values of COy and water, respectively. The K-
values are a function of equilibrium pressure, temperature, and mole fractions (xlco2,
2 wer) and can be calculated using a thermodynamic model. Here the Stryjek-
Vera modification of the Peng-Robinson equation of state with modified Huron-
Vidal second order (MHV2) mixing rule are used. The Non-Random Two-Liquid
(NRTL) activity coefficient model is used with a linear temperature dependent set
of parameters that are optimized to predict accurately the vapor-liquid equilibrium
of COy-water mixture. To close the system of equations, it is assumed that the total
volume of the vessel is constant, i.e.,

OV =V 4 V9, (5.6)

where V' [m?] is the total volume of the vessel and ¢ is the porosity of the sand pack.

5.2.2. Experimental data and analysis

Five pressure decline experiments were performed all at a constant temperature of
308.15 K with sand packs of two different permeabilities. Two experiments passed
the computational leakage test of section 5.2.1. Table 5.1 shows the physical pa-
rameters related to each experiment.

Table 5.1.: Physical parameters of the pressure decline experiments

Parameter T (K) po (bar) dso (pm) mowater (kg)

Experiment 1 308.15  46.93 300 1.807
Experiment 2 308.15  51.76 150 1.952
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5.2 Experimental set-up

Fig. 5.4-a and Fig. 5.4-b show the pressure data versus time for experiment 1 and
experiment 2, respectively. To show the importance of the enhanced dissolution of
COg, the results are compared to the pressure decline curve for a pure diffusion
model. At the beginning, the pressure is at its maximum value of py, shown in
Table 5.1 for each experiment. With dissolution of CO, in water, the number of
moles of CO, in the gaseous phase and consequently the measured pressure decline.
The pressure decline is controlled by the rate of mass transfer of CO, into water,
which is diffusion controlled at the start of the process. However, at one point
the experimental pressure decline curve (circular markers in Fig. 5.4) starts to
deviate from the pressure decline curve predicted by a diffusion model (solid line in
Fig. 5.4). The time when the deviation from the diffusion regime starts is called
the onset time of natural convection. Various quantitative measures are used to
quantify the onset time [116, 137]. Here, the onset time is chosen to be at the time
that the experimental pressure deviates 1% from the pure diffusion pressure decline
curve. The experimental onset times are shown in Table 5.2 and are compared with
the theoretical relations, derived by a performing a linear stability analysis by Riaz
et al. [137], Ennis-King and Paterson [56], Xu et al. [172], and Pau et al. [116].
The equation reads [60]

(1°9°D

Do) o0

tc:CO

where p [Pa.s] is the viscosity of the liquid phase, ¢ is the porosity of the porous
medium, D [m?/s] is the effective diffusivity of the solute in the solvent-saturated
porous medium, g [9.81 m/s?] is the gravity acceleration, k [m?] is the permeability
of the porous medium, and Ap [kg/m3] is the difference between the density of pure
solvent and the solvent saturated with the solute. The value of the constant ¢y is
calculated either analytically [137] or by fitting the relation to numerical simulation
data [116]. Table 5.2 shows the physical parameters of the sand-pack and the
fluid, which are used for the calculation of the onset time. Table 5.3 shows the
values of ¢y and the calculated theoretical and experimental values of the onset
time. The experimental onset time is calculated as the time when the relative
difference between the experimental pressure decay measurements and the pressure
decay values calculated by assuming a pure diffusion regime exceeds a threshold
(which is called call pressure deviation here). The pressure deviation is defined as

Apgey = Ler —PAiIL 0, (5.8)
DPexp

where Apge, [%] is the pressure deviation, p.,, [Pa] are the measured pressure decay
values (see Fig. 5.4), and pgiss [Pa] is the calculated pressure decay value using a
diffusion model (see Fig. 5.4). Various pressure deviation values are used, i.e., 0.1,
0.5, 1.0, 2.0, and 5.0 percent to calculate the onset times that are shown in Table
5.3 (part b). By comparing the measured onset time values with the theoretical
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values one can observe that:

None of the calculated theoretical values corresponds to the measured onset
time for a pressure deviation of 0.1 %.

The calculated onset time (see Eq. (5.7)) using the correlations of Xu et al.
and Ennis-King et al. [56, 172] corresponds to the measured onset time for a
pressure deviation of 0.5 %.

The ralation proposed by Riaz et al. [137] corresponds to a pressure deviation
measurement of around 1.0 %.

The relation obtained by Pau et al. [116], which is a result of numerical
simulations, corresponds to the experimental measurements for a relatively

large pressure deviation between 2.0 % to 5.0 %. The same behavior is observed
in the numerical simulatons.
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Figure 5.4.: Pressure decay experimental data compared with the pure diffusion
model for: (a) Experiment 1 and (b) Experiment 2 (see Table 5.1)
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Table 5.2.: Physical parameters for the calculation of the experimental onset time
of natural convection

Parameter &k [m?] [15] k [m?| ¢  plPas] Ap D [m?/s
(Carman- [kg/m?3]
Kozeny)

Experiment 1 59x107'*  71.4x107'* 0.38 7.2x107* 84 2x107?
Experiment 2 15x107'*  17.8x107'* 0.38 7.2x107* 8.9 2x107Y

The theoretical and experimental values of onset times are shown in Table 5.3.

Table 5.3.: Experimental and theoretical values of the onset time of natural con-
vection; Part a- Theoretical onset time

Relation Xu et al., Riaz et al. Pau et al.
Ennis-
King et
al.
co, Eq. (5.7) 75.19 - 146 1796-3670
78.0
Experiment 1, ¢, [s] 326 - 338 1667 7793 - 15925
Experiment 2, ¢, [s] 4430 - 22640 105834 - 216266
4596

Part b- Experimental onset time; pressure deviation is the deviation of the
measured pressure decay data from the calculated pressure decay for a pure
diffusion regime

Pressure deviation (%) 0.1 0.5 1.0 2.0 5.0
Experiment 1, . [s] 60 300 1150 4700 16300
Experiment 2, t. [s] 600 4460 14900 37750 106700

5.3. Mathematical model

The density-driven natural convection in porous media is a single-phase multi-
component flow problem. The conservation equation that describes this problem
can be written as

0 C;

where ¢; [mol/m?] is the molar concentration of component i (CO, and water) in
the liquid phase, and N; [mol/(m?s)] is the molar flux of component i. The total
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flux is the sum of convective and diffusive fluxes, i.e.,

where u [m/s] is the volume average velocity and J; [mol/(m?s)] is the molecular
diffusion of component i relative to the volume average velocity. By writing Eq.
(5.9) for all components and adding them up, one obtains

¢§+v. <Ou+ZJi> =0, (5.11)

where C' = Y, ¢; is the total concentration in [mol/m?] and is calculated as a function
of the mole fraction (x;), pressure (p), and temperature (7°) by

p

C= 7 p T RT

(5.12)

where Z is the compressibility factor of the single phase fluid (with composition z;)
and can be estimated using an equation of state.

The Darcy’s law is used for the estimation of the volume average velocity u [m/s],
which reads

u= —f; (Vp—pg). (5.13)

where k£ [m?] is the permeability of the porous medium, p [Pa.s] is the viscosity of
the fluid, p [kg/m?] is the mass density of the fluid, and g [m/s?] is the acceleration
of gravity vector. The mass density is calculated as

P = sziMi, (5-14)

where z; is the mole fraction of component ¢ and is related to the total concentration
of the mixture through the following relation

where Y, z; = 1. The molecular flux (J;) can be calculated by Fick’s law, which
has different forms depending on the the average velocity u. The Darcy velocity
can be mass average velocity, molar average velocity, or volume average velocity,
according to different researchers [26, 144, 160]. By assuming that it is a volume
average velocity, Fick’s law is written as

where D; is the diffusivity of component ¢ in the mixture in porous media. By
substituting Eq. (5.10) and Eq. (5.16) in Eq. (5.9), the conservation equation for
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component ¢ reads

8ci
Yot

By using Eq. (5.15), Eq. (5.12), Eq. (5.13) and Eq. (5.14), one can replace the
values of ¢;, C, u, and p in Eq. (5.17) to have the mass conservation equation for
component ¢ in terms of the variables x;, p, and T, i.e.,

0 ( wp k aip P (xip> _
(’08t<ZRT)+v'l W ZRT (Vp 87 r7 2 (WM | =DV g )| =0

o (5.18)

With the same approach, the overall mass conservation Eq. (5.11) is converted to

N

0 P E p D Zip _
? ot (ZRT>+V' [_u ZRT (Vp “EBZRT (x’M’)> —eL DV (ZRT)] =0

- (5.19)

For an isothermal system, Eq. (5.18) is written for N components and can be solved
for the total N number of unknowns which consists of pressure (p) and N — 1 mole
fractions (note that > x; = 1).

The energy balance equation reads

9] N
5 (phC + (1 — @) h®p®) + V. (q + ZNihZ) =0, (5.20)
=1

where h [J/mol] is the molar enthalpy of the fluid, C' [mol/m?] is the total molar
concentration of the fluid, h*® [J/kg] is the enthalpy of the porous media, p° is
the mass density of the porous media, q [J/(m?s)] is the conductive heat flux,
N; [mol/(m?s)] is the total molar flux of component 7, and &; [J/mol] is the partial
molar enthalpy of component i in the mixture (denoted by a hat sign). The enthalpy

of fluid is a function of pressure, temperature, and mole fractions, and is related to
the partial molar enthalpy through the following relation:
N A
h(p,T,x;) = inhi (p, T, x;). (5.21)

=1

The effect of pressure on the enthalpy of solid is negligible. Therefore h*® is only a
function of temperature. The conductive heat flux can be estimated by the Fourier’s
law, i.e.,

q = —AVT, (5.22)
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where A [J/(m.K.s)] is the effective thermal conductivity of a porous medium with
a thermal conductivity of A\ saturated with a fluid with a thermal conductivity of
As. The effective thermal conductivity can be estimated by calculating the weighted
geometric mean value of the thermal conductivities of the matrix and the fluid [170],
ie.,

A=APA7 (5.23)

5.3.1. Non-isothermal liquid phase flow of CO,-water

Here, the simplified yet accurate thermodynamic relations, i.e., Eq. (E.2), Eq.
(E.27), and Eq. (E.28), are substituted in the mass and energy balance equations,
ie., Eq. (5.18) and Eq. (5.20), to find a partial differential equation for the non-
isothermal density driven flow of COo-water. By studying Fig. E.4, one may observe
the following characteristics of the liquid phase COs-water mixture:

1. Total molar concentration and total mass density of the mixture are linear
functions of CO, molar concentration at constant temperature and pressure
for the whole range of COy concentration (0 < cco, < €C0y,eq)s 1-€-,

Pwater 1
C = Becco, + Mo Becco, + — (5.24)
Mwater
pP= [(60 - 1) Mwater + MCOZ} Ccco, + v ) (525)
water

where C' [mol/m?| and p [kg/m?] are the total molar and mass concentration
of the liquid phase mixture of COq-water, cco, [mol/m?] is the molar concen-
tration of COg, Myater and Mco, [kg/mol] are the molecular weight of water
and COsg, Uyater [m?/mol] is the molar volume of pure water and 3. is a di-
mensionless coefficient, which is a function of pressure and temperature but
composition independent; it is explained in Eq. (E.1).

2. Total molar concentration and total mass density are weak functions of pres-
sure, i.e., if the pressure change is less than a few bar, e.g., 10 bar, the liquid
phase can be considered incompressible with a negligible error.

3. The molar concentration of water (cyater) is equal to the total molar concen-
tration of the mixture minus the molar concentration of CO,, i.e., Cyater =
C' — cco,, which can be combined with Eq. (5.24) and differentiated to obtain
the following relation between the concentration gradient of CO, and water:

vCwa‘ner = (Bc - 1) VCCOQ' (526)
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By substituting C, Vceo,, and Vegater form Egs. (5.24) in Eq. (5.11), one obtains

0 (5&002 +
v ot

1
e [(Beccos + ) m—¢DAVeco,| =0, (5.27

water

which, by assuming that 8. and vyaier are constant and dividing the equation by 3.,
can be simplified to

86002
ot

1
+ V. (cco,u — ¢DVeeo,) + V. ( u> = 0. (5.28)

5 cUwater

Note that in the above equation, Dco,=Dyater=D. The mass conservation of COa,
i.e., Eq. (5.17) with i = CO,, reads

86002
ot

+ V. (Cco2u - QODVCCO2) = 0. (529)

By subtracting Eq. (5.28) from Eq. (5.29), and assuming that 5. and vyager are
constant, one obtains

Vau=0, (5.30)

where the Darcy velocity (u) is replaced by Eq. (5.13) and the mass density in the
Darcy velocity equation is substituted by Eq. (5.25) to obtain

V. (/Iij> =V. |jj ([(Bc - 1) Mwater + MCOQ] CCO, + MW&teI‘) g‘| . (531)

water

Eq. (5.29) and Eq. (5.31) can be solved simultaneously (nonlinearly) or sequentially
(linearly) for the unknown variables cco, and p. In the next section, a sequential
procedure for solving the system of equations is discussed. It is worth mentioning
that Eq. (5.31), which has the form of the well-known Boussinesq formulation, is a
result of having a linear relation for total molar concentration and the assumption
that Darcy velocity is a volume average velocity. In Appendix F, it is shown that
by using Darcy velocity as a molar (or mass) average velocity, a diffusion term will
appear in the continuity equation, Eq. (5.30).

To simplify the energy balance equation, first all the enthalpy values in Eq. (5.20)
are expressed as functions of temperature. The enthalpy of the porous medium (h*)
and the fluid phase (k') are calculated by

W= ST + by, (5.32)
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p, )

where c¢; [J/(kg.K)] is the heat capacity of the porous medium, h§ [J/kg] is the
enthalpy of the solid phase at the reference temperature, hi [J/mol] is the partial
molar enthalpy of component 4, and é,; [J/(mol.K)] and h, o [J/mol] are constants
for the calculation of partial molar enthalpy of component i. The thermodynamic
relations for the calculation of the enthalpy of the mixture and the partial molar
enthalpies of COy and water are explained in E.2. Eq. (E.26), Eq. (E.27) and Eq.
(E.28) are substituted in the conservation of energy, Eq. (5.20), to obtain

A . 4T
[()0 (CCOQC]),COQ + Cwatercp,water) + (]- - (,0) 1% Cp:| a + V. [—/\VT]
+ V. [_()0 (ép,C02DCOQ vCCOQ + ép,wauterll)watervcwater) T] +
+ V. [11 (CCOQ ép,COg + Cwaterép,water) T] =
- V. [_90 (BO,COQDCO2VCCOQ + BO,wateeratervcwater>:| +

- V. {u (Ccojlo,coz + éwaterﬁo,water)} (5.34)

The above equation is simplified to get a PDE for the primary variable T, i.e.,

oT
where
a =g (Ccozép,coz + Cwaterép,water) + (1 - 90) pSC;, (536)
S =V. [— Z ]Al07i<pDiVCi‘| + V. [chilAzo,il . (537)

5.3.2. Capillary transition zone

The saturation of water and gas above the free water (phreatic) level (p. = 0)
is considered to be the result of balance between the capillary and gravity forces
disregarding the viscous forces due to natural convection flow. The capillary-gravity
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equilibrium relation reads
Pe (Sl) = (p1 — pg) 9%, (5.38)

where p, (Sl> [Pa] is the capillary pressure, which is a function of the liquid satu-

ration; p; [kg/m?| and p, [kg/m?| are the densities of the liquid phase and the gas
phase, and z [m] is the vertical position relative to the free water (phreatic) level.
The capillary pressure data are taken from the experiments of Plug and Bruining
[125] for the same sandpack that is used in the experiments at a pressure of 85 bar
and a temperature of 40°C. The secondary imbibition data for p. — S is used from

the experiment number 13 of Plug and Bruining [125], which is formulated in terms
of

1 1
1 Xs l s
2 9 ch y S - ch s
. Sl — |2 - . 5.39

pe(S') =10 k<1—swc> (1—ch> (>:39)
Here, o [N/m] is the interfacial tension of COs-water, S,. is the connate water
saturation, S' is the liquid saturation, ), is the sorting factor, and ~ is a constant

usually taken equal to 0.5. By substituting p. from Eq. (5.39) in Eq. (5.38), one
can calculate the liquid saturation S’ as a function of z.

Height [m]

0 : o 0
0 0.5 1 0005 0 0.0

1 radius [m] radiuz [m]
Water saturation (5 )

Figure 5.5.: The cylindrically symmetric distribution of water saturation in the
capillary transition zone for experiment 1; (a) water saturation as a function of
the height above the free water level for COs injection into a sandpack [125]. (b)
and (c) are various realizations of the distribution of water (black spots) in the
capillary transition zone above the free water level for experiment 1.
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The steps in generating the random distribution of liquid in the capillary transition
zone are based on the fact that in a water-wet porous medium, water prefers to move
to the areas with lower permeabilities. The following steps describe a procedure for
generating a random distribution of liquid in the capillary transition zone using the
Dykstra-Parsons coefficient and correlation length:

1. Generate a 2D uniform mesh on a rectangular domain with a height H and
a width W. N, denotes the number of cells in horizontal (x) direction (cell
width Az = W/N,) and N, denotes the number of cells in the vertical (z)
direction (cell height Az = H/N,).

2. Generate a log-normal random permeability field & (z, z) with a known Dykstra-
Parsons coefficient (Vpp) and correlation length (Ap). Here, a low Dykstra-
Parsons coeflicient is used for the sandpack (Vpp = 0.1) to obtain small per-
meability variations. Various fields are generated, which differ in their value
for the correlation length Ap between L/50 to L/5.

3. Use Eq. (5.39) and Eq. (5.38) to obtain the liquid saturation as a function of
z, ie. S'(2).

4. To find the horizontal distribution, one can move along the z direction, where
z=7x Az for j = 1,....N,. At each level j x Az, there are N, cells in the
x direction with different values of permeability k (x, j x Az). Find the first
St (2) x N, number of cells (in z direction) with lowest permeability and assign
them a liquid saturation of one. To the rest of the cells in that row, assign a
liquid saturation value of zero.

Here it is assumed that the liquid blobs in the capillary transition zone do not move.
However, the liquid inside each blob can flow. To find the boundary condition for
each blob the following procedure is used: the random distribution of the liquid
saturation in porous medium is shown in Fig. 5.5, where black areas indicate
S! =1 and the white areas indicate S' = 0. It is assumed that an area with S’ = 0
is saturated with COs at constant pressure; Thermodynamic equilibrium at the
gas-liquid interfaces is also assumed.

5.3.3. Simulation of the experiments: stream function
formulation

Eq. (5.18) is a general equation for the multicomponent single phase flow which is
easy to implement using one of the numerical scheme for solving partial differential
equations. However, it is highly nonlinear and is not easy to be solved. For a two-
dimensional cylindrical system, a streamline function is used to eliminate pressure
from the Eq. (5.18). For a cylindrical coordinate, shown in Fig. 5.6, the stream
function is defined as

u=——— and v=-—, (5.40)
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where u is the velocity in the r-direction, v is the velocity in the z-direction, and
is the stream function. The Darcy velocities for the cylindrical coordinate shown in
Fig. 5.6 are calculated by Eq. (5.13) with g = —g2 where g = 9.8 [m/s?] and 2 is
the unit vector in the z direction, i.e.,

k Op k (Op
- 41
U o and v = ( " +pg> (5.41)

which is rearranged and differentiated with respect to z and r to obtain

0 m 0 (0p 0 v 0 (0p dp

@z( k: ) 8z (m) and ar( 2 ) ar <8z 9o (5.42)
The above equations are subtracted to eliminate the term gr (gz; ) ie.,

0 wp 0 op - Op

0z (_k>_8r <_k>_g(9r' (5.43)

Darcy velocities are substituted in Eq. (5.43) using the stream function definition
Eq. (5.40), which leads to

pOY 9 (Lpow\ _ oy
r@z <k (‘9z>+8r <rk8r> B g@'f’ (5-44)

In the derivation of Eq. (5.44), it is assumed that the permeability and viscosity are
not constant.

The convection-diffusion equation for cylindrical coordinates reads

de; 10 0 (ve;) 10 ac; 0 dei \|
7 ot * 787( ruci) + 0z |j“ or < D 87“) * 0z <@DZ 82)] =0, (5:49)

where v and v are the volume-average Darcy velocities in the r and z directions,
respectively and can be calculated by the stream function definition Eq. (5.40).
Moreover, ¢; is the molar concentration of component i, and D; is the Fickian diffu-
sion coefficient of component 7 in the mixture. For the binary mixture of COs-water,
it is shown in Appendix E that the thermodynamic and transport properties of the
mixture, i.e., total mass density (p), total molar concentration (C'), and viscosity
(1), can be expressed as functions of COs molar concentration (ccp,) at constant
pressure and temperature. This reduces the number of variables in Eq. (5.44) and
Eq. (5.45) to two, viz., ¢ and cco,.
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The boundary conditions for Eq. (5.44) and Eq. (5.45) are

86002

Y =0, o 0 at r =0, (5.46)
B

b =0, %:0 atr = R, (5.47)
)

b =0, %:0 at z = 0, (5.48)

’QD = 0, CCcO, = CCOg,eq at z = H, (549)

The boundary conditions for the energy balance equation read

T
f’% ~0 atr—o, (5.50)
T="1T, atr =R, z=0, (5.51)
oT 8cc02 . .
—)\% —D 92 Ahsol — h(T — To) =0 at z = H, (552)

where R is the radius of the cylinder, H is the height of the water saturated porous
medium, and cco, 4 is the equilibrium concentration of CO, and is a function of
pressure and temperature. It is explained in section 5.2 that the measured pressure
of gases decreases with time due to the transfer of CO, from the gas phase to the
liquid phase. This transfer means that the equilibrium concentration of CO4 also
declines with time (see Appendix E and the relation between the CO, equilibrium
concentration and pressure). To calculate the gas phase pressure as a function of
time, the CO5 mass balance between the phases is written, which reads

z=H r=R
néo, = No.co, — 277/ / rpcco,drdz, (5.53)
z=0 r=0

where n{,, is the number of moles of CO; in the gas phase, n§ o, is the initial
number of moles of CO, in the gas phase (see Eq. (5.3)). The second term on the
right side of Eq. (5.53) denotes the number of moles of dissolved COs in the liquid
phase. Battistutta et al. [13] show that the molar concentration of the gas phase
mixture of COqo-water at constant temperature and pressure can be estimated with
negligible error by the molar concentration of pure CO, at the same temperature
and pressure which is calculated by Span-Wagner equation of state [148]. Therefore,
the gas phase pressure can be calculated as

9
g Nco,RTZ
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where p? [Pa] is the gas phase pressure, R=8.314 [J/(mol.K)] is the gas constant,
T is the temperature, V¢ [m?] is the pore volume occupied by the gas phase, and
7 is the compressibility factor of pure COy at temperature 7' and pressure p9,
which is calculated by Span-Wagner equation of state [148]. The time dependent
boundary condition, i.e., equilibrium concentration of CO, in the liquid phase, is
then calculated as a function of the gas phase pressure using Fig. E.3 at constant
temperature.

The numerical solution procedure is discussed in the next section.

R B.C.1 (z=H)
/‘ m

1C.: B.C3
¢ = Ciyo (r=R):

dc; =0

or

~~.

Figure 5.6.: Initial and boundary conditions for a single phase flow problem in a
2D cylindrical coordinate.

5.3.3.1. Numerical solution

To avoid the nonlinear system of algebraic equations, which results from discretiza-
tion of Eq. (5.44) and Eq. (5.45) to be solved for the unknowns ¢ and cco,, Eq.
(5.44) is discretized for the unknown ¢ and Eq. (5.45) for the unknown ccp, and
use the following sequential procedure:

step 1: initialize the procedure for the new time step ("1 = " 4+ At) by assigning
the previous time step values of the stream function 1" and CO4 concentration

cto, to the current time step stream function ¢"™* and CO, concentration

n+1,k
0002 .

step 2: calculate u"*HF and v" 1 using the value of ¢¥"*4F in Eq. (5.40).

n+1,k n+1,k 3

step 3: use u and v in Eq. (5.45) and solve for o0 .

step 4: use the calculated CO, concentration cg&’kﬂ with Eq. (5.53) and Eq.
(5.54) to update the top boundary condition, i.e., Eq. (5.49).

n+1,k+1 n+1,k+1

step 5: calculate the viscosity p and mass density p as a function of
cggi’kﬂ by using Fig. E.7 and Fig. E.4, respectively. Solve Eq. (5.44) for
new values of " thA+1,
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step 6: calculate a new value for the gas phase pressure p? using Eqgs. (5.53) and
(5.54) and update the top boundary condition Eq. (5.49) by calculating a new
value for cco,,eq-

step 7: if the convergence criterion, i.e.,

oégl,kﬂ . cgcr)l,k ¢n+1,k+1 _ wn+1,k

2 2

max R < g7 and max SR < &g, (5.55)
Cco,

; : n+1,k+1 n+1,k+1 n n :
are satisfied, assign ccg, and 1) to cto, and ¥, respectively, and go

. . 1,k+1 1,k
to step 1. Otherwise, assign ¢, and Y"1+ to M and ¢"T1F and go
to step 2.

5.3.4. Simulation of the experiments: pressure formulation

For the three dimensional simulations, the stream function formulation of Section
5.3.3 cannot be used and therefore the continuity equation (5.31) must be solved
for the variable pressure p. The no flow boundary conditon on all the boundaries
reads

(Vp — pg) . n =0, (5.56)

where n is the unit normal vector of the boundary. Eq. (5.56) is the Neumann
boundary condition. The continuity equation is discretized (5.31) using a cell cen-
tered finite volume scheme. The Neumann boundary condition makes the matrix
of coefficient very ill-conditioned, with a condition number around 10'7. Therefore,
the pressure in one cell in the vicinity of the top boundary is fixed to avoid this
problem.

5.3.4.1. Numerical solution

Eq. (5.29) and Eq. (5.31) with a proper set of boundary conditions are discritized
using one of the numerical techniques for solving PDE’s. Then the system of equa-
tions are solved using the following sequential procedure.

step 1: initialize the procedure for the new time step ("' = " + At) by assigning
the previous time step values of pressure p" and CO; concentration ct, to

n+1,k‘ n+1’k

the current time step pressure p and COy concentration Cco, -

step 2: calculate p"*b* by Eq. (5.24) and use it in Darcy’s law to calculate u™**
using the value of p"+1+,

step 3: use u"™* in Eq. (5.29) and solve for crclgi’kﬂ.
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step 4: calculate a new value for the gas phase pressure p? using Egs. (5.53) and
(5.54) and update the top boundary condition Eq. (5.49) by calculating a new
value for cco, eq-

n+1,k+1 n+1,k+1

step 5: calculate the viscosity and mass density p as a function of
cg&’kﬂ by using Fig. E.7 and Fig. E.4, respectively. Solve Eq. (5.31) for

new values of pnthA+l,

step 6: If the convergence critera, i.e.,

C?égl,kﬂ _ ngl,k pn+1,k:+1 _ pn+1,k
2 2
max R < g; and max prrEyE < g3, (5.57)
€co,
re satisfied ign IEVRTL and prt bkl g on nd p", r tively, and
are satisfied, assign ¢(io,”" and p 0 ¢, and p", respectively, and go
. . 1,k+1 1,k
to step 1. Otherwise, assign ¢, and p" A1 to ¢ and p"+t* and go
to step 2.

5.3.5. Case studies

The mathematical model is solved to simulate the pressure decay experiments. As
shown in Fig. 5.7, four different model structures are considered with respect to
the transition zone and the effect of heat of dissolution:

e Model Ia: a sharp horizontal interface between the water and CO, is assumed;
the heat of dissolution is assumed to be negligible (isothermal model)

o Model Ib: a sharp horizontal interface between the water and CO, is assumed,
and the heat of dissolution of CO4 in water is included (non-isothermal model)

e Model II: a capillary transition zone between water and CO, is assumed. Free
water level is calculated by using the experimental data of Plug et al. [125]
corrected for our experimental condition.

o Model III: it is assumes that a capillary transition zone is a region with high
diffusivity of CO, in water, and with a lower permeability, as proposed by
Elenius et al. [54].

The results will be discussed in the next section.
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CO, Co, Co,
Capillary Lo
A Transition gas-liquid interface

gas-liquid zone H High diffusivity
sharp interface Low permeability

Water

H y H
Gas-water contact
Water Water
Water
Y
Model 1 Model II Model II1

Figure 5.7.: Three model structure for the simulation of the pressure decay exper-
iments; (I) a sharp gas-liquid interface (II) a capillary transition zone between
CO4 and water calculated based on the experimental capillary pressure data [125]
(III) a capillary transition zone as a water layer with high CO, diffusivity and low
permeability [54]

5.4. Results and discussion

5.4.1. Non-isothermal model

The numerical results of isothermal and non-isothermal models for the condition of
experiment 1 are shown in Fig. 5.8. The maximum difference between the pressure
history results is 1.3 %, viz., the rate of mass transfer for the non-isothermal model
is slightly higher than for the isothermal case. This difference can be explained by
the slightly lower temperature near the wall at the gas-liquid interface. This lower
temperature increases the CO, solubility and consequently the natural convection
driving force, i.e., Ap increases. Therefore the formation of fingers are moved to-
wards the wall. In a cylindrical coordinate, there is a larger gas-liquid contact area
near the walls (see Fig. 5.6) and therefore, for a nearly constant flux of CO into
water at the interface, the rate of transfer of CO, into water is higher near the walls.
This hypothesis is examined by solving the same set of equations in a cartesian co-
ordinate, and the results showed that the maximum difference between the pressure
history is 8%, where the isothermal mass transfer rate is higher.
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Figure 5.8.: Pressure history results for the numerical simulation of isothermal
(Model Ia) and non-isothermal (Model Ib) models for the condition of experiment
1. The maximum difference between the pressures is 1.3 %.

5.4.2. Model I: sharp gas-liquid interface

Fig. 5.9 shows the experimental CO,y pressure history data of experiment 1 and
the simulation results for the Model I (sharp horizontal water-CO, interface). The
dashed line shows pure diffusion and the circle markers shows the experimental data.
The solid curves in between are the simulation results with different permeability
values in the range of 59x 10712 to 1180x10~'? m? (20 times higher than the original
permeability). There are three sections in the pressure decline curve that can be dis-
cussed separately: the left section where the flow is diffusion dominated, the middle
section with a sharp pressure decline where the flow is convection dominated, and
the transition zone where the pressure decline history curve changes from diffusion-
dominated to convection-dominated and vice versa. By comparing the simulation
results with the experimental data, the first important observation is that the cal-
culated onset time of natural convection, i.e., the time at which the pressure decline
curve deviates from the pure diffusion model, is higher than in the experimental
measurement by one or two orders of magnitude. The second observation is that
the transition from the diffusion-dominated to convection dominated flow is grad-
ual and smooth for both experimental data and simulation results (see Fig. 5.9,
t=10" s). However, although the experimental data shows that the transition from
convection-dominated to diffusion-dominated flow happens gradually and smoothly,
the simulations shows a relatively sharp transition (change in slope in pressure de-
cline curve at time around 10°-10° s) in the flow regime. The other observation is
that the measured slope of pressure decline curve (the mass transfer rate) in the
convection dominated zone is in agreement with the numerical simulation for a per-
meability of k = 75 x 107'2 m?, which is almost equal to the permeability calculated
by the Karmen-Cozeny equation (see Table 5.1). This permeability is chosen to
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proceed to Model II, i.e., where a capillary transition zone exist on top of the free
water level.

50
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£
=
o
40+t
35 > ” 6
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Figure 5.9.: Simulation results of pressure versus time for a horizontal water-CO,
interface without a capillary transition zone compared to the experimental data
(experiment 1)

5.4.3. Model Il: capillary transition zone

Fig. 5.10 shows the concentration of COy in water in four different time, i.e. 120,
12000, 60000, 120000 seconds. The white area shows pure water (zero COs con-
centration). Because of the high surface area between gas and liquid, the capillary
transition zone become saturated with COs in a much shorter time, than can be
observed from the experimental data. This high rate of mass transfer is represented
in Fig. 5.11, which shows the experimental and calculated (Model II) pressure de-
cay curves versus time. At a time around 200 s, the calculated pressure declines
below the measured values. However, this high rate of pressure decline cannot be
continued as the liquid blobs in the capillary transition zone become fully saturated
with CO4 at a time around 10000 s (see Fig. 5.10 at t=12000 s). Then it is observed
that the measured pressure decline curve moves faster than the calculated values for
model structure II, i.e., a capillary transition zone on top of the water-gas contact.
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Figure 5.10.: Concentration profile of CO, in different times (¢ =120, 12000, 60000,
120000 s) in the capillary transition zone and in the liquid layer. The white area
on the upper section of each figure shows the CO, saturated porous medium. The
lower white area is saturated with water.
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Figure 5.11.: Experimental data and numerical simulation results for pressure his-

tory in experiment 1; the simulation is done with for a capillary transition zone
on top of the gas-water contact (Model IT).

5.4.4. Model llI: capillary transition zone as a high diffusivity
zone

Finally, the third model structure is examined, in which the capillary transition zone
is replaced by a layer of water with a lower permeability (to take into account the
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gas saturation and the water relative permeability) and high diffusion coefficient
(to take into account the extra gas-liquid contact area in the capillary transition
zone) on top of the free water level. The pressure history data and simulation
results are shown in Fig. 5.12 and concentration profile at three different time (¢
= 10000, 40000, 100000 s) are shown in Fig. 5.13. It can be observed that even
if the sharp transition between the diffusion-dominated and convection dominated
flow still exists, the simulation results is in a fair agreement with the experimental

data.

47 T
{| = = = Experiment

46 oo 77| = Simulation |

45 — oot

44 bbb L L NG

'
W
!

Pressure (bar)
.
[§]
T

-~
T

' '
fffffff

fffff

10 10°

Figure 5.12.: Experimental data and numerical simulation results of pressure his-
tory for experiment 1; the simulation is done with a top layer of water with a

higher diffusivity (Model III).
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Figure 5.13.: Concentration profile of COs in the liquid phase at t= 10000, 40000,
and 100000 s with a top layer of higher diffusivity for the condition of experiment
1

5.5. Conclusion

o A set of pressure decay experiments were performed in a relatively large exper-
imental set-up to measure the onset time of natural convection and the rate
of mass transfer of CO, into water-saturated porous media.

o A mathematical model was used to study the effect of heat of dissolution of
COs on the rate of mass transfer.

e The effect of heat of dissolution of CO, in water on the rate of mass transfer
is negligible.

« Various relations were compared for the calculation of onset time with the devi-
ation of experimentally measured pressure decay data from calculated pressure
decay data for a pure diffusion model.

o The effect of a capillary transition zone on the density-driven flow of CO, in
water was studied.

o A capillary transition zone can considerably increase the mass transfer rate of
COs in water.

e The numerical simulations give the best match with experimental pressure
decay data when a capillary transition zone is considered in the mathematical
model.
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6. Conclusion

This thesis consists of four main chapters. Here the conclusions of each chapter are
summarized.

6.1. Exergy analysis of underground coal gasification
(UCG)

o The theoretical, practical, and zero-emission recovery factors for UCG are fully
analyzed, which can serve as template for the analysis of any other energy
recovery /conversion processes.

» Conventional underground coal gasification with oxygen has a higher recovery
factor than air gasification.

« Practical oxygen gasification has a carbon emission of 0.14 kg COy/MJ exergy,
which can be compared to combustion of methane with a carbon emission of
0.055 kg COy/MJ, i.e., three times larger.

o Zero-emission recovery factors of deep UCG using the state of the art technol-
ogy, i.e., amine separation, are small or negative. More efficient CO, capture
technology, e.g., membranes, have as yet not sufficient capacity to be practical.

o It is concluded that UCG with zero greenhouse gases emission with the current
state of the art is not yet feasible, mainly due to the low efficiency of the CO,
capturing processes.

e The use of synthetic CaO to reduce the carbon emission is counterproductive
in reducing the greenhouse gas emission. Zero-emission/practical recovery
factors are negative for practical water/Os injection ratios.

o Use of calcium silicates to reduce the greenhouse gas emission would perform
better than CaO. Recent literature, however, shows that the reaction rates to
convert wollastonite to calcium carbonate is too slow to lead to a practical
technology.

o The type of analysis proposed in this paper can be applied to any other energy
conversion processes and shows where it has to be improved to increase the
overall recovery factor.
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The main weak point of the use of zero-emission UCG with the current state
of the art technology are the exergy-intensive CO, capturing methods. Theory
indicates that less exergy-intensive processes can be developed.

If CO4 emission is not a criterion, the optimum process parameter is the value
that maximizes the practical recovery factor.

If CO5 emission is a criterion, but the CO, capture and sequestration is not an
option, then any value of the process parameters that gives a positive practical
recovery factor and an acceptable level of CO4 emission can be considered as
the optimum.

If CO, emission is a criterion and CO4 capturing and sequestration is an option,
the optimum process parameter is the value that maximizes the zero-emission
recovery factor.

6.2. UCG with alternating injection of oxygen and
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steam

The alternating injection of oxygen and steam is only practical for low pressure
UCG, i.e., shallow coal layers, with a recovery factor of around 40 %. The
total COy emission per unit exergy of the final product is only twice as large
as the emission factor of methane. The zero emission recovery of coal with
alternating injection of oxygen and steam is not practical with the current
state of technology.

The conversion of coal with the coinjection of steam (or steam) and oxygen is
a more attractive option compared to the alternating injection. The practical
recovery factor is around 50 %, which is 10 % higher than the alternating
injection process. However, the total CO5 emission per unit exergy of product
is 30 % higher than the alternating injection scenario.

Low pressure is the favorable condition for UCG, with the possibility of con-
version of larger amounts of water to combustible gases.

With the current state of technology, zero emission UCG is not a practical
option with a recovery factor which is negative or very low.

Exergy analysis suggests that the development of a less energy intensive COq
capturing method, e.g., membrane separation, gives a positive recovery factor.
However, the economical feasibility of those methods are outside the scope of
this work.

In UCG with the coinjection of steam or water and oxygen, the injection of
water is the preferred technique with a higher recovery factor, as it avoids the
high heat loss during the steam injection.



6.3 Application of NegSat method in the simulation of formation dry-out in aquifer
injection of CO,

o This study investigated whether it is possible that underground coal gasifica-
tion can be used to utilize the coal energy with a reduced carbon foot print.

o There are three scenarios for UCG depending on roof stability, i.e., no collapse,
partial collapse and total collapse. The partial collapse case is amenable for
simple modeling. The model consists of alternating injection of reactive gases
(oxygen and steam) in a rubble zone, which react with the combustible gas in
the channel and with coal on the coal face. It is possible to reach quasi-steady
state conditions for the channel during the gasification process. However, it is
also possible to incorporate transient heat conduction effects.

o The reduced carbon footprint can be brought about by first injection of mainly
oxygen to heat up the formation and subsequently injection of pure water or
steam. In the first period a gas with a high COy content is produced. After
switching to pure water or steam injection thermodynamic calculations suggest
that a gas with a relatively low carbon dioxide content, but high hydrogen
content can be produced. The result shows a reasonable agreement with a
recent field trial in Katowice, Poland.

o The process can become sustainable if a mixture of steam and oxygen is in-
jected. The product gas contains some carbon dioxide.

6.3. Application of NegSat method in the simulation
of formation dry-out in aquifer injection of CO,

o The advantage of the NegSat approach for two-phase two-component system
is that it is not necessary to use different sets of equations in one and two
phase flow. However, the value of some of the variables must be changed.

o In the three phase flow, the NegSat can be effectively applied by a-priori
separating the stagnant solid phase from the three phase mixture in the ther-
modynamic model.

o The primary variables in the three phase system are S°, 59, u and the primary

variables in the two phase system are SY, u, Z. ;.

o The solid saturation has only a minor influence on the pressure distribution in
the system and therefore the effect on the compression energy is only minor.

o By preflushing the aquifer with pure water, the salt precipitation near the
injection well during the CO, injection can be avoided.

o Comparison of our numerical solution to analytical solutions reported in the
literature shows excellent agreement.
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Chapter 6 Conclusion

6.4. Experimental investigation of enhanced CO,

mass transfer due to the density-driven natural
convection in aquifer storage of CO,

A set of pressure decay experiments in a relatively large experimental set-up
were performed to measure the onset time and the rate of mass transfer of
CO; in water-saturated porous media.

A mathematical model was used to study the effect of heat of dissolution of
CO4 on the rate of mass transfer.

The effect of heat of dissolution of CO, in water on the rate of mass transfer
is negligible.

Various relations for the calculation of onset time were compared with the devi-
ation of experimentally measured pressure decay data from calculated pressure
decay data for a pure diffusion model.

The effect of a capillary transition zone on the density-driven flow of CO5 in
water was studied.

A capillary transition zone can considerably increase the mass transfer rate of
CO4 in water.

Our numerical simulations give the best match with experimental pressure
decay data when a capillary transition zone is considered in the mathematical
model.

6.5. Recommendations

174

Exergetic applicability of carbon capture and sequestration for low emission
carbon dioxide fuel consumption, can presently only be achieved if the energy-
intensive step of nitrogen-COy separation prior to aquifer injection can be
avoided. New separation technology could help to make coal usage competitive
with natural gas usage as to its carbon footprint.

To avoid water intrusion into the UCG cavity, the pressure must be slightly
above the hydrostatic pressure. To study the possibility of underground gasi-
fication for European deep coal layers, availability of high quality data from
high pressure pilot experiments are crucial.

The effect of coal composition and its reaction rate with oxygen, CO,, and
CO on the quality of UCG product needs to be investigated.

. To show the effectiveness of NegSat method in the modeling of two-phase

compositional flow in porous media, it must be thoroughly compared from a
numerical point of view with the single-phase/twho-phase switching method.



6.5 Recommendations

5. The most important problem in measuring the onset time of natural convection
is the adiabatic expansion effect at the beginning of the experiment, which
decreases the temperature of the gas inside the cylinder. To have a more
stable initial condition and for a better quantification of the onset time, this
temperature fluctuation must be minimized.
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A. Numerical solution of 1-D
conduction heat transfer

An implicit finite difference method is implemented to convert the partial differential
equation to a set of linear algebraic equations. For the interpretation of symbols,
see the nomenclature section. For X = 0 the equation for time step k + 1 reads

2AT —PeAT AT
i <1 + ) + 153! < — ) =

AX? AX AX?
Th, —Tht <P zfg - Aﬁ;) (A1)
where AX =1/n and A1 = AtT/tR. For 0 < X < 1, one can obtain
i (22 25) o (2
() (2%

For X =1, one can obtain

A? A?
k+1 k+1 k

The initial condition for 7 =0 or k = 0 is Ty, = T§(iAX). This approach results
in a set of n linear equations with a tri-diagonal matrix of coefficients for each time
step. Those can be solved by the method of Thomas [127].

The average heat flux at the solid surface for the period [ t, ¢+ At | is calculated by
using the trapezoidal integration and by calculating the derivative 0T (X = 0,7) /0X

AT
Qop (t) = ﬁ%cﬂtRLAt

AAX
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B. Reaction equilibrium constant

The equilibrium constant for the reaction j is calculated by

_Ag®
K; =exp ( RY%> : (B.1)

The change of the molar Gibbs energy of the reaction Ag? (T) is equal to Ah°® (T') —

TAs®(T). The enthalpy and entropy at temperature 7' can be found from the Eq.
(B.2) and Eq. (B.3) [146].

T ACO
AR® = ARS + R/ P47 (B.2)
n R
T AcodT
ASO—ASO+R/ L B.3
0 T R T ( )

where Ahg, Asg, and Ac; are specific values for each reaction and can be calculated
using equations Eq. (B.4), Eq. (B.5), and Eq. (B.6) respectively where v; ; is the
stoichiometric coefficient of the component ¢ in the reaction j, which is negative for
the reactants and is positive for the products. Hence one can obtain

Ahg ;= ZVi,jAhg,ia (B.4)
ASSJ = ZVZ-JASSJ, (B.5)
AC}?’J = Zl/ivjclo%i’ (BG)

where Ahg, and Agg, are the enthalpy of formation and the Gibbs energy of for-
mation of component ¢ at standard pressure, e.g., 1 bar and reference temperature
of Ty, which is often 298 K and Cpo.i 18 the heat capacity of component ¢ at stan-
dard pressure. These values are reported in standard thermodynamic textbooks
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Appendix B Reaction equilibrium constant

[121, 146]. To find Asg; the following thermodynamic relation can be applied

Ah&i - Agg,z’

Asy; = T (B.7)

Thermodynamic properties of coal are estimated with the empirical equations in
reference [53] using the ultimate analysis data of Barbara coal.

B.1. Physical parameters

Table B.1 shows the values of ¢?

o.i» Ahg;, and Agg; for gas species.

Table B.1.: Specific heat capacity (c),/R = ¢1 4+ 2T + ¢3T% 4 ¢4/T'), standard
enthalpy and Gibbs free energies of formation for the gaseous species [146]

Component  ¢; ¢ x10° ¢33 x 10° ¢4 x 107> Ahg; (J/mol) Agg;(J/mol)

COq 5.457 1.045 0.0 -1.157 -393509 -394359
CO 3.376 0.557 0.0 -0.031 -110525 -137169
Ho 3.249 0.422 0.0 0.083 0.0 0.0
H,O 3.470 1.450 0.0 0.121 -241818 -228572
CH, 1.702 9.081 -2.164 0.0 -74520 -50460
Ny 3.2733  0.504 0.0 0.0 0.0 0.0
Oq 4.1646  0.1299 0.0 -0.9452 0.0 0.0
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C. Calculation of transport
parameters of a gas phase
mixture

The calculation of diffusivity and viscosity for a gas mixture at high pressure has
been discussed in [138]. It is repeated here for more convenience.

C.1. Diffusivity

In reference [22], the following equation has been proposed for the calculation of
binary diffusion coefficient

a T ’ 1 1\
D=2 — 2 ) (PP (1T, )" ( +> , C.1
J P ((TC,iTC’j)1/2> ( s 7]) ( s 7]) ]\4’Z M] ( )

where D;; [cm?/s] is the diffusion coefficient of component ¢ in j, a = 3.640 x 1074
and b = 2.334 when i or j is water and a = 2.745 x 10~* and b = 1.823 for other
components, P [atm] is pressure, P.; is the critical pressure of component i, T" [K]
is temperature, T,; [K] is the critical temperature of component ¢, and M; [gr/mol]
is the molecular weight of component i. But this equation should not be used when
one of the components is hydrogen. In the model, the following relation is used [138]

b+cPy
pD;; ( 1L )
o = Qa —_— 5 C2
(0Di) pe (C2)

where a = 1.07, b = —0.27 — 0.38w, ¢ = —0.05+ 0.1w. The values of accentric factor
w and reduced pressure P, for a binary mixture with mole fraction x; are calculated
as

W = T;Ww; + T W (C3>
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Appendix C Calculation of transport parameters of a gas phase mixture

The value for (pD;;)° which is the product of density and binary diffusivity for a
dilute gas mixture is calculated using the Chapman-Enskog theory

0.5
2.2648 x 1076705 (L 4 L
(pDij)” = oz + 37) : (C.5)

2

where the molecular parameters are estimated by Stiel-Thodos correlations

O'Z'—i—O'j

Oij = 5 (C.6)
o, = 1.866V,/° 2. 7%, (C.7)
Q= ;ﬁg(ﬁg + 0.193 exp (—0.47635T%;; ) +

J 1.76474 exp (—3.89411T%;;) 4+ 1.03587 exp (—1.529967"*;;) , (C.8)
Tx;; =T/ei, (C.9)
€ = (€6,)" (C.10)
e = 65.31,, 255", (C.11)

If T and T, are used in [K] and V. in [m®/kmol], then (pD;;)° will be in [kmol/(m.s)].
Z. is the compressibility factor at critical point and is calculated as
PV,

Ze= g (C.12)

C.2. Viscosity

At low pressure, the gas viscosity of each componentu§ [mPa.s] is calculated by the
Stiel and Thodos correlation

(C.13)

b, [31x 10T T <15
HiS = 17,78 x 1075 (4587, — 1.67)°/° | T,, > 1.5
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C.3 Density

where T,; =T/T,,; (T in [K])and

T1/6
§= M (0.9787P“-)2/3' (C.14)

The low pressure viscosity for the binary mixture is calculated by the following
mixing rule

onrl/2 onsl/2
o xiNiMz‘/ + ij/Jij/ C.15
H= 1/2 TV (C.15)
wiM? + 2y M

Using the Jossi equation, the predicted viscosity for low pressure u° is corrected as

o —4 1/4 2
[(u —u°)E+10 ] = 0.1023 + 0.023364p, + 0.058533>
— 0.040758p? + 0.0093324p7, (C.16)

where the reduced density p, and £ are calculated as

(xiVei + 2,V j)

1
ZL’Z]\fZ ‘l—?L’ij ’ <C 7)

Pr =

o (IiTc,i + ZL’jTC’j)l/G C 1
§= 0.5 2/3" (C.18)
(szz + £L'ij> [0987 (ZL'Z‘Pc,i + ijc,j)]

The value of density p [kg/m?] is calculated using the Peng-Robinson equation of
state.

C.3. Density

The Peng-Robinson equation of state [118] is implemented to calculate the com-
pressibility factor Z at given temperature T, pressure P, and mole fraction x;. The
density p is calculated as

PM

= C.19
P=pT (C.19)
where M is the molecular weight of the mixture

The Van Der Waals mixing rule for the Peng-Robinson equation of state is used. It
is assumed that all the binary interaction parameters are equal to zero.
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D. Negative flash for COy-water-salt
system

In this section, relationships for the gas-liquid-solid equilibrium compositions of
COg, water, and salt are developed at temperature 7" and pressure p with a known
total composition of g, Thaer, and xf,. In this approach, first the amount of
precipitated solid salt is calculated. Then the precipitated salt is separated from the
initial mixture to obtain a mixture of gas and liquid phases as well as a separate
solid phase (see Fig. 4.5). Finally, the negative flash scheme is applied to the fluid
phases. For the definition of a few of the variables that are used in this section, see

Fig. D.1. In the formulation, three assumptions are made:

o The presence of COs in the liquid phase (brine) does not affect the solubility of
salt in water. The solubility of salt in water is a function of the temperature.
It is assumed that salt solubility is independent of pressure. The solubility
data are reported in [121]. The following function is fitted to the experimental
NaCl solubility data [121]:

_ G, 6
'Tlsalt,maa: = exp (;1112 + ?2 + CS ) (Dl)
where 4, .., [mol salt/mol solution] is the solubility (mole fraction) of NaCl

in water, and ¢; = 98183, (, = —704.6, (3 = —1.038. The dash sign on 7,
is used to define it as the number of moles of salt in the liquid phase (nl,)
divided by the number of moles of salt and water (nl,, + nl...,) in the liquid

: l l l
phase, L.e. nsalt/ (nsalt + nwater) .

S

o The solid phase consists of pure NaCl, i.e., z2,,

¢ =1, 180, =0, and x5, =0

water

o For the mixture of COs-brine, the gas and liquid equilibrium compositions of
water and CO, are functions of pressure p, temperature T, and mole fraction
of salt in brine in the liquid phase 7', which are calculated in an iterative

procedure using the thermodynamic relations of Section 4.4:

2g =l g
‘/ECOQ eq — % co ’
, ! 1 l 2,€q
(I)C()2 (p7 T7 Tgalts xCOQ,GQ)

l _
water,eq ~

! g _ g
x 1 — 200,00 A0 Thatereq = 1 — T80, cq0 (D.2)

185



Appendix D Negative flash for COs-water-salt system

where zfq, ., and z{g, ., are the equilibrium compositions obtained by per-
forming a negative flash calculation on a COy-water mixture after separating
the salt from the liquid phase, and ¢, are the fugacity coefficients of CO,
in phase «, which is calculated using the PRSV equation of state.

(a) (b) (©
I~ i
I _T e | _T n&o
I g s Gas | 9 s Gas
I TL?q, t l n?u(t T
Fluid = I_ l ____________ i l ___________
Gas + 1 nt ! 1 T _ nbo |
CO, 1 11— B9 2 1
Liquid Lolge - I | =B
I Nopater quuld I L Noater _?“ _I
! _l - [ pepdeplpdeplepieplepieplepiepie; ~yiep)
it o ST _I
P —————————————
I Solid I e ——————— . . "
I (O P I
I (O P I
[ | i ns Solid ns Solid |
I salt I I salt
L ———————— I [ I
I =

Figure D.1.: A schematic representation of the steps in the three phase flash cal-
culation of COy-water-salt mixture. (a) the initial mixture that is separated into
a fluid phase and a solid phase; (b) the solid phase is separated from the equi-
librium mixture and the fluid phase is flashed to a gas phase with a molar phase
fraction of W9 and a liquid phase with a molar phase fraction of 1 — W9; (c)
salt is separated from the liquid phase, which results in a new molar phase frac-
tion WY for the gas phase and 1 — U9 for the liquid phase. Note that the molar

g g
. T G0, TPwat
phase fractions W9 and W9 are defined as W9 = —; . 2, T — and
nC02 +nwater+ncoz +nwater +n

salt
\I]g . n%02+ngvater

n%OQ +n€vater +nl002 +n£;vater
nent ¢ in the gas and liquid phases, respectively. n
salt in the solid phase.

, where n{ and n! are the number of moles of compo-

S

S 1s the number of moles of

Given the overall composition of the mixture z!, pressure p and temperature 7', the
three phase flash calculation is performed through the following iterative scheme:

1. Calculate the salt solubility z! at temperature 7" using Eq. (D.1).

salt,max

2. Assume that all the water in the mixture is in the liquid phase and can dissolve
the salt. The mole fraction of salt in the liquid phase cannot exceed the

solubility (Zl, mee)- SO salt mole fraction in the liquid phase ., .., can be
estimated as

-1 (-] t t t

xsalt,est = min (xsalt,ma:m 'Tsalt/ <xsa1t + xwater)) ) <D3)
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Negative flash for COy-water-salt system

3. Use Eq. (D.2) with the estimated salt mole fraction in brine to calculate
equilibrium mole fractions of CO, and water.

4. Perform the two-phase negative flash for the COy-water mixture with compo-
sition (x%oz,xfmer) / (xtCOQ + xivater) to calculate WY, i.e.,

t
LCOoq

l
- — X
\i]g . xtC02+z€vatcr COQ’eq

(D.4)
x%Og,eq - xlCOQ,eq ’

where W9 is the gas molar phase fraction in the fluid phase excluding the
dissolved salt in brine (denoted by a dash sign) and only including CO, and
water (see Fig. D.1). W9 is calculated by rearranging Eq. (4.46). For more
details on the mass balance relations, see Section 4.5 or references [169, 166,
126, 145].

5. Based on the value of W9, update the estimated value of salt mole fraction in
brine using

. new
(‘rsalt,est) =

t —
; 7l Zealt g
min xsalt,mazv . . : s ~ ] y 0 S v S 1
msalt+ m002+$water (1_\Pg)mwater,eq D
el {Bg ) ( '5)
xsalt,est <0
0 U9 > 1

where in the first line, the term (xtCOQ + xivater) (1 — ‘ifg> accounts for

the amount of water that is in the liquid phase. The second line (U9 < 0)
denotes that all the initial water goes into the liquid phase. The third line
(9 > 1) denotes that no liquid phase exists and therefore the salt mole
fraction in the liquid phase is zero.

l
‘rwater,eq

6. Check for the convergence criterion, i.e.,

1 new
‘ (xsalt,est> - xsalt,est

<€,

and if it is not satisfied, set a?éamest = (Elsamest) " and go back to step item 3.
Otherwise, go on to the next step.
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Appendix D Negative flash for COs-water-salt system

7. calculate ¥® by

Us =
_ new _
t (xéalt,est) (1'2302 +w€vater) (17\pg)$£¢vater,eq =
max | 0, gy — = ew , 0<PwI<1
17(Isalt,est)
1 new
x xT =
max <O, xl — ( Sa“’fft) JSE“) U9 <0
1_(xsa1t,est>
¢ 9
Lsalt v >1

(D.6)

where U* is the solid molar phase fraction (number of moles of precipitated
salt divided by the total number of moles in the whole mixture). In the above
equation, the second term (the large fraction) in the first and second lines
denotes the fraction of initial salt that is dissolved in the liquid phase. If the
amount of dissolved salt is less than the initial amount of salt in the mixture,
no salt precipitation happens and the solid molar phase fraction is zero. The
third line shows that when no liquid phase exists, all the initial salt goes to
the solid phase.

In step item 4 of the above mentioned simplified flash algorithm, the dissolved salt
is separated from the mixture of COs-brine in the calculation of the molar phase
fraction (U9) because salt is a nonvolatile component and does not appear in the
gas phase. This means that the K-value of salt is zero and according to Eq. (4.45),
the gas molar phase fraction cannot be higher than one (liquid molar phase fraction
cannot be negative, i.e., no negative flash). However, by separating salt from the
brine, one will be able to use the negative flash algorithm. After using the procedure
described above, solid molar phase fraction W*, equilibrium mole fractions of CO,
and water (280, o Thatercqr T00y.eq0 AN Thyer oq), gas molar phase fraction W9 for
the COy-brine mixture (excluding salt), and the mole fraction of salt in water in
the liquid phase Z.,, are obtained. Now, these values and mass balance relations
will be used to include the dissolved salt in the liquid phase and calculate the molar
compositions of the equilibrium phases and the molar and volumetric phase fractions
of the gas phase, i.e., U9 and S9. Here the dash signs on W9 and SY are eliminated
to indicate the fluid phase including the dissolved salt in the liquid phase. This is
performed by writing the mass balance relations for three possibilities: two-phase
gas liquid (0 < W9 < 1), single gaseous phase (¥9 > 1), and single liquid phase
(19 < 0). The objective is to investigate the validity of Eq. (4.46) for the fluid
phase, i.e.

wl = 0929 + (1 — 09) 2, (D.7)

in the single gaseous and single liquid regions. First the values of U9, 27, and x! are
calculated in the two-phase gas liquid equilibrium region and then it will be shown
that the above mentioned equation is also valid in the single gaseous and single
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D.1 Gas-liquid equilibrium composition for the two-phase region (0 < W9 < 1)

liquid regions.

D.1. Gas-liquid equilibrium composition for the
two-phase region (0 < U9 < 1)

To calculate the molar composition of each phase and the actual molar phase fraction
of the gas phase W9, one has to add the separate dissolved salt back to the liquid
phase. First, the number of moles of each component in the liquid and gas phase
need to be calculated as a function of W9, xf, .., and z¢g, .. By writing the mass
balance for the gas phase, one can obtain

g9 _ At (it t g9
nCOQ - N (xCOQ + xwater) \D xCOQ,eq? (DS)

g _ t t t I 9 -9
Nwater = N (:UCOQ + xwater) v xwater,eqa (Dg)

where n¢, [mol] and nf,., [mol] are the number of moles of CO, and water in the
gas phase, N* [mol] is the total number of moles in the mixture, ¥9 is the molar
gas fraction (dash sign denotes that the amount of salt in the liquid phase is not
included), and x‘éomq and Z9,¢er ¢ are the equilibrium mole fractions of CO, and
water in the gas phase. The eq subscript denotes that the effect of salt is included
in the gas-liquid flash calculation but salt is separated from the liquid phase. The
number of moles of salt in the gas phase is zero. The mole fraction of each component
in the gas phase is defined as
nio,

g g
Tlo, = =z D.10)
CO2 g g CO2,eq° (
nCOg Niyater

g
L | S— (D.11)

water g g water,eq*
nC02 + Nwater
By writing the mass balance for the liquid phase, one can obtain
I ot ot ¢ =g\ 1
nCOQ =N (xCOQ + CCwaﬁcer) (1 -V ) xCOz,eq’
! oAt (ot t AP
Nwater — N (xCOg + xwater) (1 -V ) mwater,eq?
l j:l 1 l ‘i‘l 1 T, l
. salt _ salt t t t g
Ngalt = 1— jl Nater — —1 N (:CCOQ + xwater) (1 -V ) xwater,eq?

salt 11— Lsalt

where n! denotes the number of moles of component i in the liquid phase. The mole
fraction of each component is calculated by dividing the number of moles of that

189



Appendix D Negative flash for COs-water-salt system

component by the total number of moles in that phase, i.e.,

l l
n xXr
! _ COy . CO2,eq
:I;COZ - ’]’Ll _|_ nl _|_ nl - :Ei;alt l Y (D-]_2)
CO4 water salt 1+ ?lltxwater,eq
nt !
1 - water _ water,eq
Tater — nl + nl + nl o xl 1 l ’ (D13)
COs water salt 1+ ﬁaltltl?water,eq
zt I
nl %xwa‘ner eq
1 . salt . “Tsalt i
W= (D.14)

nlCOQ + nf}vater + néalt 1+ %xé\f&ter eq
" Tsalt ’

Remember that in the derivation of above equations, one need to use aslco%eq +

xfmer,eq = 1. The molar phase fraction of the gas phase W9 in the gas-liquid equilib-

rium (including dissolved salt in the liquid phase) is defined as the total number of

moles in the gas phase divided by the total number of moles in the liquid and gas

phases (including salt), i.e.,

g g g
U9 — nCOg + Nywater + Ngalt _

=37 g g ] ; ]
Nco, T Mwater T Msals T o, T Mwater T Msalt

NIty
1+ Thagereq (1 - 09) (2

Lsalt

(D.15)

The molar concentrations of vapor and liquid phases (CY and C?) are calculated using
Eq. (4.52) and Eq. (4.51) respectively. It is assumed that the molar concentration
of the solid phase to be constant and equal to the molar concentration of pure NaCl
[121], i.e., C*=37005 mol/m3. The gas saturation for the gas-liquid equilibrium is
calculated by Eqs. (4.49) and (4.50), i.e.,

W /O

I = . D.1
My (TR T e (D-16)
The solid saturation (volumetric phase fraction) S* is calculated by
\:[/S S
S® /¢ (D.17)

T Us/Cs 4 (1 W) (W9/C9 + (1 — W9) /CT)°
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D.2 Single gaseous phase (U9 > 1)

D.2. Single gaseous phase (V9 > 1)

When U9 > 1 there is no liquid in the system where, the salt mole fraction in water
is assumed to be zero (., = 0). The composition of the fluid phase z/ (see Fig.
D.1) is calculated by

t t
f o Tco, f o Tyater f 0. (D18)

$COQ -t + ) xwater - t t ) xsalt -
xCOQ + Twater xCOQ + Twater

Remember that even though the mixture is a single gaseous phase, the superscript f

is used instead of g, to denote an imaginary gas-liquid equilibrium (negative flash).

The values of W9, 27, and 2! are replaced from Eq. (D.15), Egs. (D.10)-(D.11), and
Egs. (D.12)-(D.14) in Eq. (D.7) for CO; to obtain

pI

xéog =

g
- z +
142! (1 o) P COzed
water,eq 1

17jsalt
T, l
e LCO0s,eq

- —1 —1
l Lsalt Tsalt el
I+ xwateneq (1 - \I}g) 1_?1 1+ 1 ) N xwater,eq
sa.

salt

1—

(D.19)

It is known from Eq. (D.5) that for a single gaseous phase, z,, = 0, which can be
replaced in the above equation to obtain

vlo, = Walo, o0+ (1 - 99) 2, (D.20)

By replacing 7',, = 0 in Eq. (D.15), one can obtain 09 = U9, Therefore, Eq.

salt

(D.20) is converted to
xéOg = lllgx%oz,eq + (1 - \I]g) leOg,eq’ (D21)

which is in agreement with Eq. (D.4). With the same approach, one can show that
other equilibrium compositions calculated by Egs. (D.10)-(D.11) and Egs. (D.12)-
(D.14) satisfy the mass balance for the single gaseous phase (W9 > 1).

D.3. Single liquid phase (V9 < 0)

The total composition of the fluid phase x{ (see Fig. D.1), which is a single liquid
when W9 < 0 is calculated by

t
. _fcop,
oo Lco, _ 005 Twater D.22
Tco, = 7! - z . ’ (D-22)
Tho, + Thaer + T at 14 o oty
CO4 water 1-g! | “water 1=Zg, 1 Tco, Towater

water
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t

Twater

t -t 1t
+x
f xwater $002 water
Twater = = 7 5 (D23)
It _|_ xt + sdllt x 1 + bdlt xwater
002 water 1- 53 water $salt 002 +xwatcr
_1 "
salt It xsiillt = mwatetr
— l_iialt water _ 1- xsalt CO9 TG ater (D 24)
Lsalt — =l t ) .

Lwater

t Zalt t salt
xCOQ + xwater + l_féalt xwater 1 + maalt xCOQ +x€vater

t

xT . —
and ——te— can be expressed in terms of U9, x
1’002 TZyater

t
Tco, g

1,eq)

where the values of — 2
xCO2 +$water

and ! g~ Lhis substitution is done for COz, which after a few algebraic operations
reads
WIrdo o+ (1—09)aby .
zlo, = Cosea  { ) Zose (D.25)

1 salt \Ij 1 _ \I}g l .
+ salt ( xwater ,eq + ( ) xwater,eq)
The equilibrium mole fraction of water in the gas phase of a COy-water mixture
is very small compared to its value in the liquid phase. Also, W9 is a very small
negative number for the subcooled region of COg-water equﬂlbrlum mixture. There-
fore, WITy iereq K (1 — \Ilg) x and the term W9 Tyater.eq N be ignored in Eq.

(D.25), at the expense of introducing a small mass balance error, to obtain

water,eq

f o \Tjgx%OQ eq + (1 - \I/g) xlCOQ,eq
Teo, = ,
1+ S;lt (1 \IJQ) Lwater ,eq

salt

which is identical to Eq. (D.20) for the single gaseous phase. This equation is indeed
essential in the formulation of the NegSat method.

In summary, the mole fraction of the gas and liquid phase in the subcooled, two-
phase, and superheated regions are calculated by

Xg = {x%02,eqv xgvater,eqv 0}7 (D26)

l —1
)
salt l l l Tealt el
(1 + 1 — xW&ﬁGr,@Q) ) {xCOQ,e(I’ Lwater,eq 175;éa1t Tyater,eq ( (D27)

salt

where i= COs, water, salt. Using the above mentioned equilibrium compositions,
one can use Eq. (D.7) for the gas-liquid, single phase gaseous, and single phase
liquid regions without violating the mass balance.

192



E. Thermodynamic and transport
properties of COo-water mixture

In this section, the CO; solubility in water, the effect of COy concentration and
pressure on the mixture viscosity and molar and mass density are discussed.

E.1. Vapor-liquid equilibria of CO,-water

In this section, the calculation procedure of the equilibrium concentration of CO,
in water for specified temperature and pressure, mass and molar density of a lig-
uid mixture of COq-water, and partial molar volumes of CO, and water in a liquid
mixture are described. The Stryjek-Vera modification of Peng-Robinson equation
of state (PRSV) is used with the modified Huron-Vidal second order mixing rule
(MHV2) that uses the Non-Random Two-Liquid (NRTL) model for the calcula-
tion of activity coefficients and excess Gibss energy. The model is fitted to the
vapor-liquid equilibrium experimental data of COs-water mixture for a wide range
of temperature and pressure by optimizing the parameters of the NRTL model. For
a binary two phase system, the degree of freedom is two. This means that by fixing
the temperature and pressure, the solubility of CO, in water can be calculated and
it is independent of composition. Fig. E.1 shows the experimental and theoretical
equilibrium mole fractions of CO, and water in the liquid and vapor phase for the
vapor-liquid equilibrium of COy-water mixture. Fig. E.2 shows the density of COq-
saturated water as a function of pressure at the constant temperature of 308.15 K.
It can be observed that the model fairly fits the experimental data and can be used
to calculate the equilibrium composition and density of the COo-water mixture.
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Figure E.1.: Equilibrium composition of CO, and water in the liquid and gas phase
at different pressures at 308.15 K. Dots and triangles show the experimental data
and solid lines show the results of the calibrated model.
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Figure E.2.: Density of COs-saturated water in different pressures at 308.15 K.
Dots show the experimental data and the solid line shows the result of the cali-

brated model.

Fig. E.3 shows the equilibrium concentration of CO, in the liquid phase for the
vapor-liquid equilibrium of COs-water mixture as a function of pressure at constant
temperature 308.15 K. At low to moderate pressures, i.e., below 30 bar, the CO,
equilibrium concentration increases linearly with pressure. At higher pressures, the
solubility increase per unit pressure change reduces; the solubility is not a linear
function of pressure for a wide range of pressure.
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Figure E.3.: The solubility (equilibrium concentration) of CO; in water at 308.15
K as a function of pressure

Fig. E.4-left shows the total molar concentration of the CO,-water mixture as
a function of COy molar concentration at constant temperature of 308.15 K and
different pressures. Each line ends at the equilibrium concentration of CO, at 308.15
K and the specified pressure. This plot shows that the total molar concentration
of the COg-water liquid mixture C' [mol/m?] at constant temperature of 308.15 K
[51] can be represented as a linear function of CO4 molar concentration at constant
pressure and temperature, i.e.,

oC
60002

where [, is a dimensionless constant. When the molar concentration of CO, is zero,
the molar concentration of the liquid mixture is equal to the molar density of pure
water, i.e., pwater/Muyater, Where pyater [kg/m?] is the mass density of pure water and
Myater [kg/mol] is the molecular weight of water. The molar concentration of the
mixture can be calculated by integrating Eq. (E.1) to obtain

C = B.(P,T) cco, + A’;V“er . (E.2)
water

The relation between the mass density (shown in Fig. E.4-right) and the molar
concentrations (C, cco,) reads

p = cco,Mco, + (C — cco,) Myater- (E.3)

By combining Eq. (E.3) and Eq. (E.2), the following linear relation between the
mass density of the mixture and the COs concentration is obtained

P = (BcMwater + MC02 - Mwater) CCO, + Pwater- (E4)
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Figure E.4.: Effect of CO, concentration on the density of the liquid phase mixture
of COy-water (left) and on the molar concentration of the mixture (right) at
308.15 K at different pressures. The right end of each line shows the equilibrium
concentration of CO4 in the liquid phase at 308.15 K and the specified pressure
(see Fig. E.3).

For a binary mixture, the partial molar volumes are calculated by [145]

0y =v+ (1 —mx) <88xv> and Oy =0 — 1 <§;> , (E.5)
1 1

where v [m3/mol] is the molar volume of the mixture, z; is the mole fraction of
component 1, and 9; and 9, [m®/mol| are the partial molar volumes of component
1 and component 2, respectively. The values cco, = £co,C, C = 1/v, and vyater =
Myater/ Pwater are substituted in Eq. (E.2) to calculate the total molar concentration
of the mixture as a function of the CO5 mole fraction, i.e.,

1 1 1
- =0 (Pa T) Tco, . + ) <E6)

v v Vwater

where Uyater 1S the molar volume of pure water, and xco, is the mole fraction of
COg; equivalently

U = Uwater (1 - 5637002) . (E7)

Now, the above relation for total molar volume of the mixture in Eqs. (E.5) are
used to obtain the partial molar volumes of CO, and water, i.e.,

ﬁCOQ = VUwater (1 - /BC) 5 (ES)
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zAjwater = Vwater- (Eg)

E.2. Enthalpy of liquid phase mixture of CO,-water

The enthalpy of mixing for a mixture of COy-water with a CO5 mole fraction of
Tco, at temperature 7" and pressure p is defined as

Ahmzx (pa T7 xCOQ) = h’l <p7 T; xCOz) - ‘rCOQhCOQ (p7 T) - (1 - xCOQ) hwater (pu T) 9
(E.10)

where Al (p, T, xco,) [J/mol] is the enthalpy of mixing, which is a function of
pressure p, temperature 7', and composition xco,. Moreover, h! (p, T, zco,) [J/mol]
is the enthalpy of the liquid mixture and is a function of pressure, temperature
and composition; hoo, and hyaier [J/mol] are the enthalpies of pure COs and wa-
ter, respectively, which are functions of temperature and pressure. Eq. (E.10) is
rearranged to obtain the enthalpy of the liquid mixture, i.e.,

hl = xCOQhCOQ + (1 - xCOz) hwater + Ahmz:z: (Ell)

Here, a procedure for the calculation of each term in the above equation is explained.

The enthalpy of pure COy at pressure p and temperature 7' is calculated by

T
heos (0 T) = / oo, (T)AT + s, (p.T). (E.12)

To

where C;g,coz [J/(mol.K)] is the ideal gas heat capacity of COq, Ty [K] is the reference
temperature, and k¢, [J/mol] is the residual enthalpy of CO,, which can be esti-
mated by an equation of state, e.g., Span-Wagner or Peng-Robinson. The enthalpy
of pure water h! .. can be calculated through the same equation as the enthalpy
of pure CO,. However, as water is in the liquid phase in the ranges of interest of
pressure and temperature, the effect of pressure on the enthalpy of pure water is

ignored and the heat capacity of liquid water is integrated from temperature Ty to
T, i.e.,

T
hwater (T) = / Cé),water (T) dT7 (E13)

To

where ¢, i (T) [J/(mol.K)] is the heat capacity of pure water at temperature T
and the saturation pressure. The values of Ah,,;, are reported in the literature for
a wide range of temperatures and pressures [91]. Measurements of Koschel et al.
[91] show that except for a few high pressures and temperatures, e.g., 371 K and
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200 bar, the enthalpy of mixing is a linear function of the CO5 mole fraction, in the
CO4 mole fraction range between zero and the equilibrium mole fraction in water.
The slope of the line shows the enthalpy of solution, i.e.,

Ahmz:p = ICOgAhsol- (E14)
The enthalpy of solution,Ahg, [J/mol COs], is defined as

Ahsol (p7 T) = héo(% (p; T) - hCOQ (pa T) ) (E15)

where hl(’f’g? (p, T) [J/mol] is the enthalpy of infinitely diluted COq in water. Again
the definition of residual enthalpy is used to obtain

hes, (0, T) = by, (po, T) + heF (0, T) (E.16)

where th’OS;R (T, p) [J/mol] is the residual enthalpy of infinitely diluted CO, in water
and pp= 1 bar is the chosen reference pressure. The expressions of hco, (p,T) from
Eq. (E.12) and hgy, (p,T) from Eq. (E.16) are substituted into Eq. (E.15) to
obtain

T

Aot (p, T) = s, (0o, T) = / Areo, (T)AT+hesy (0, T) = hio, (. T) . (E1T)

To

The absolute value of hléogéR is much smaller than the other terms in Eq. (E.17) and
therefore it can be neglected, according to Koschel et al. [91]. The first two terms
on the right side of Eq. (E.17) define the enthalpy of hydration, Ahy,q, at standard
pressure po. It is defined as the enthalpy of infinitely diluted CO4 in water at the
standard pressure of py = 1 bar minus the enthalpy of CO, in the ideal gas state
[91], i.e.,

T

Alya (90, T) = K2 (po, T) — / 9o, (T)dT. (E.18)

To

The values of the enthalpy of hydration at standard pressure, which is only a function
of temperature, can be found in published experimental data [12, 19, 91] or can
be derived from the temperature correlation of Henry’s constant for CO, in water
[63, 72, 91, 64]. Here, the measured experimental data of the enthalpy of hydration
in the temperature range between 298 K to 373 K are used.

By substituting the enthalpy of hydration in Eq. (E.17) and eliminating the negli-
gible value of hl(’%’;R, the following practical relation is obtained for the calculation
of the heat of solution of CO, in water:

Ah/sol (pa T) = Ahhyd (pOa T) - thQ (p7 T) . (Elg)

To obtain a relation for the enthalpy of mixture, the enthalpy of solution from Eq.
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E.2 Enthalpy of liquid phase mixture of CO,-water

(E.19) is substituted into Eq. (E.14) and the result along with the enthalpy of pure
CO., i.e., Eq. (E.12), and the enthalpy of pure water, i.e., Eq. (E.13) are substituted
in Eq. (E.11), which, after some rearrangements, gives

h’l (p7 T7 ICOQ) = hé (T) + Icozhll <p7 T) y (EQO)
where
T
= [ chner (D). (E21)
To
and
T T
hy = / oo, (1) AT + Ahpyq (po, T) — / ¢ water (1) dT. (E.22)
To TO

For a binary mixture with a mixture enthalpy of A [J/mol] and a molar fractions of
x1 and g = 1 — xy, the partial molar enthalpies are calculated by [23]

. oh < oh
Using the above equations with the enthalpy of the liquid COs-water mixture, i.e.,
Eq. (E.20), the partial molar enthalpies of CO5 and water can be calculated by

T
heo, — / o, (T)AT + Ay (po, T) (E.24)
To

T

hwater = / Cjo,water (T) dT.
Ty

Fig. E.5 shows the values of fLCO2 and Bwater at a constant pressure of 50 bar

and for a temperature range of 298 K to 373 K. It is obvious that for a narrow

range of temperatures, both IA”LCO2 and ﬁwater can be estimated by linear functions of

temperature, i.e.,

hCOQ = ép,COzjﬂ + hO,COg and hwater - ép,wauterjj + hO,wateru <E25)

where ¢, 00y, Cpwater [J/(mol.K)], 507002 [J/mol], and iLO,water [J/mol] are constants
and are calculated by fitting a linear relation to the BCOQ and hyater as a function of
temperature at a constant pressure. Using these linear relations allows to linearize
the partial differential equation that represents the conservation of energy with
respect to temperature.

In summary, the following relations are derived that can be used in the energy
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balance for a narrow range of temperatures

h = xco,hco, + (1 — 2co,) hwater, (E.26)
hco, = Ep,co.T + hoco., (E.27)
hwater = ép,wa‘cerT’ + hO,Water- (E28)
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Figure E.5.: Partial molar enthalpy (h;) of CO; (the dashed line, left vertical axis)
and water (the drawn line, right vertical axis) in a liquid phase mixture at different
temperatures
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Figure E.6.: The experimental viscosity of gas phase CO5 as a function of temper-
ature at different pressures [62]
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E.3. Transport properties of CO,-water-NaCl

E.3.1. Viscosities of CO, in the gas phase

The viscosity of pure CO, in the gas phase is estimated by interpolating the data
reported by Fenghour et al. [62]. Fig. E.6 shows the CO, viscosity data as a
function of temperature for selected constant pressures.

E.3.2. Viscosity of the liquid phase mixture of CO,-water

The viscosity of the water-CO, mixture in the liquid phase for the temperature
ranges of 30-60°C is related to the viscosity of pure water through the relation

= fhyater |1+ (—4.069 x 1073 (T — 273.15) + 0.2531) —2| | (E.29)
LCOs,eq

where g is the liquid viscosity of the COo-water mixture, fiyater is the viscosity of
pure water both at temperature 7" and pressure p, zco, is the mole fraction of COs,
and zco,eq 15 the equilibrium mole fraction of COy at T" and p. The viscosity of
pure water is estimated using the correlations and data reported by Huber et al
[79] which requires the density of pure water that is calculated using the Industrial
Formulation for the Thermodynamic Properties of Water and Steam (IAPWS-IF97)
[164]. Fig. E.7 shows the effect of COs molar concentration on the liquid viscosity
of COq-water mixture at 308 K and 50 bar. It shows that by dissolving CO, in
water, its viscosity increases. The viscosity of a COs-saturated water is around 11
% higher than the viscosity of pure water.

X 1074

8.2

Liquid viscosity (u) [Pa.s]

0 200 400 600 300 1000 1200
CO2 concentration [mol/m”]

Figure E.7.: Effect of CO5 concentration on the viscosity of a liquid phase mixture

of COs-water at 308.15 K and 50 bar. The right end of the line shows the CO,-
saturated mixture at 308.15 K and 50 bar.
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E.3.3. Viscosity of brine

According to Mao and Duan [95], the ratio of brine to water viscosity can be calcu-
lated by

l
lljlbrme = (a0 + a1 T+ axT?) m+ (bo + by T + b T?) m? + (co + a1 T) m?, (E.30)
water

where pl . is the viscosity of brine mixture, !, ., is the viscosity of pure water,
m is the molality of salt (mole of salt per kilogram water), and a;, b;, and ¢; are
constants evaluated from experimental data and reported in Table E.1 for the NaCl

solution. The molality of salt is calculated in terms of salt mole fraction (') by

l
salt

(1 - xialt) Myater

i
m =

)

where Mqie,= 0.018 kg/mol is the molecular weight of water. Fig. E.8 shows the
effect of NaCl mole fraction on the viscosity of brine at constant pressure of 700 bar
in different temperatures. It shows that the viscosity of a brine solution saturated
with salt is almost two times as high as the viscosity of pure water.

Brine viscosity (].Ll) [Pa.s]

0 0.05 0.1 ; 0.15
NaCl mole fraction (xsah)

Figure E.8.: The viscosity of brine solution at constant pressure of 700 bar and
various temperatures as a function of NaCl mole fraction. The dashed curve
denotes the solubility of NaCl in water [95, 121].
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Table E.1.: Numerical values of a;, b;, and ¢; form Eq. (E.30) for NaCl-H5O system

[95]
Parameter Value parameter Value
ao -0.21319213 bo 0.69161945x 107!
a, 0.13651589 x 1072 by -0.27292263x1073
s -0.12191756 x 107° by 0.20852448 x107°
o -0.25988855x 1072 c1 0.77989227x10~°
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F. Molar average velocity and
Boussinesq approximation

In this section, the continuity equation is derived by assuming that the Darcy ve-
locity is a molar average velocity. The derivation starts by writing the mass con-
servation for component ¢ and for the overall mixture, Eqs. (5.11 and 5.9), i.e.,

de;
o5t + VN =0, (F.1)
oC
goa + V. (Z Ni> =0, (F.2)
where
Ni = Ciu. + J,L., (F?))

Here, ¢ is the porosity, C' [mol/m?] is the molar concentration of the mixture, c;
[mol/m3] is the molar concentration of component i, u™ [m/s] is molar average
velocity vector!, and J® [mol/(m?.s)] is the diffusive flux of component i relative to
the molar average velocity, and N; [mol/(m?2.s)] is the total flux of component i. Tt
is shown by Bird et al. [23] that by definition:

> N;=Cu"and > J"=0. (F.5)

Moreover, the following form of Fick’s law must be used to obtain the molar flux
relative to the molar average velocity:

J® = _uD,CVz;, (F.6)

Note that in references [23, 37], a different notation is used for the molar and volume average
velocity. Here, because the volume average velocity is repeated numerously throughout the
text, for convenience u without superscript is used to denote volume average velocity.
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Appendix F Molar average velocity and Boussinesq approximation

where x; is the molar fraction of component ¢ and D; is the diffusion coefficient. By
substituting Egs. (F.5 and F.3) in Egs. (F.2 and F.1), one can obtain

goaa(; + V. (Cu') =0, (F.7)
w%ctz + V. (ciu- — goDlCin) =0. (F.8)

For the COo-water mixture, the total concentration of the mixture can be written
as a linear function of the COy concentration (see Appendix E), i.e.,

1
C = Becco, + ; (F.9)

water

where f3, is a constant and Vyager [m3/mol] is the molar volume of pure water. Eq.
(F.9) is substituted in Eq. (F.7) and Eq. (F.8) is writen for i=CO, to obtain

dcco, ] )\ _

5tV (cco,u™) + V. (Bcvwateru =0, (F.10)
0

CaCtOz + V. (CC()Qu.) + V. (—QO’DCVQJCOQ) =0. (F.ll)

The combination of the above equations gives the continuity equation, i.e.,
V.u® = Bavgata V. (—9DCVxc0,) - (F.12)
It is assumed that the molar average velocity can be estimated by Darcy’s law, i.e.,

um = —jj (Vp - pg). (F.13)

where k& [m?] is the permeability of the porous medium, p [kg/m?®| and u [Pa.s| are
the mass density and viscosity of the fluid, and p [Pa] is pressure. By substituting
Darcy’s law in the continuity equation, Eq. (F.12), one can obtain

k k
V. (Mvp> = V. (N'Og) -+ ﬂcvwaterv. (QO,DCVI'CO2) . (F14)
——— dif fusion
gravity

By eliminating the second term on the right side of Eq. (F.14), the continuity rela-
tion is converted to the well-known Boussinesq approximation. In the next section,
a procedure is described to quantify the effect of the Boussinesq approximation on
the right hand side of the pressure equation.
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F.1. Effect of Boussinesq approximation

To quantify the numerical effect of Boussinesq versus non-Boussinesq formulation
on the pressure equation, it is assumed that k, u, D, and ¢ are constants. Then Eq.
(5.25), i.e.,

Mwa er
pP= [(ﬁc - 1) Mwater + MCOQ] CCO, + i s (F15)

Vwater

is substituted in Eq. (F.14) to obtain the following equation for the right hand side
(RHS) of Eq. (F.14) in an upward vertical direction (z)

80002 6 (91:002
9% + DB Vgater (C Bp ) (F.16)

0z
The term % (C%%) can be expanded in combination with Eq. (F.9) to be written

. Oc
as a function of 552

0 81’002 . _/BC 8CCOQ ? 82CCO2

Here it is assumed that the concentration profile of CO4 can be estimated by using
the analytical solution of Fick’s second law in a semi-infinite domain, i.e.,

k
RHS = —g; [(ﬂc - 1) M yater + MCOQ]

, l.e.,

2
dcco, Da o,

= F.18
ot 022 (F.18)
with the initial and boundary conditions:
cco, =0 att =0, z=[0,00),
CCOy = Ceq att >0, z=0,
and the relation
cco, =0 att >0, z — oo, (F.19)

where ¢, [mol/m?| is the equilibrium concentration of CO; in water. The analytical
solution for the concentration profile and its first and second gradients read

CCo, = Ceq (1 —erf(()), (F.20)

86@02 . -1 2
5 \/mceqexp (—Q ), (F.21)
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d’cco, S

022 DtT

Ceq €XP (—§2> , (F.22)

where ( = z/ (2\/ Dt). The parameters in Table F.1 are used to calculate the gravity
and diffusion terms of Eq. (F.16).

Table F.1.: Values of parameters for the calculation of RHS, Eq. (F.16)

Parameter Value Unit \ Parameter  Value Unit
Be -0.868 - 1 1x10™3  Pas
Uwater 1.815x107%  m3/mol g 9.81 m/s?
k 1x10712 m? Ceq 1171 mol/m?
@ 0.3 - D 2x107  m?/s
Mco, 0.044 kg/mol M yater 0.018  kg/mol

The numerical values of the gravity and diffusion term of the continuity equation, Eq.
(F.14), are shown in Fig. F.1. The dash-dot line shows the right side of Eq. (F.14)
including both gravity and diffusion terms, and the solid line shows the gravity term,
i.e., the right side of Eq. (F.14) excluding the diffusion term, i.e., the Boussinesq
approximation. Here, only a space-time range (¢) where concentration changes from
Ceq to zero is of interest. The relative error of using Boussinesq approximation, i.e.,

ignoring the diffusion term in Eq. (F.14), can be calculated by gravif;iujiil?fﬁ;gﬁerms .

The computations show that the relative error of the Boussinesq approximation is
a function of time. The focus is on the time period between zero and the onset
time of natural convection, i.e., the diffusion-dominated period. The onset time is
estimated using the following relation [137]

1>p*D

tonset = 146 )
(/) - /)Water) 92k2

(F.23)

where 1 is the viscosity of the mixture, ¢ is the porosity, D is the diffusion coefficient,
(p — pwater) 18 the density difference between the COy-saturated and pure water, g
is the acceleration due to gravity, and k is the permeability. Fig. F.1-(a, b, and c)
show the values of the right hand side of the pressure equation for the Boussinesq
and non-Boussinesq aaproximation and the relative error of ignoring the diffusion
term for times equal to f;"fgg, {o;;gg, and t,,s¢ for a system defined by parameters
shown in Table F.1. The general trend is that the error is zero at ( = 0 and by
increasing the value of (, the error of using the Boussinesq approximation increases.
However, the value of the right hand side of the pressure equation decreases with
increasing ¢ and it finally approaches zero. Fig. F.1-a shows the right hand side
and relative error of Boussinesq approximation for the initial stage of the process
at t = 1075 X typeer. The error of using Boussinesq approximation is between zero
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F.1 Effect of Boussinesq approximation

to 200 %. As the process proceeds to t = 1073 X t,nset, the relative error decreases
to the range of zero to 7 %. Finally, when the process reaches the onset time
and the convective flux starts to become the dominant transport mechanism, the
error of using Boussinesq approximation is between zero to 0.2 %, which can be
easily neglected. Repeating the calculation for other systems with different sets of
parameters and other ranges of Rayleigh number gives the same type of results. It
can be concluded that using the Boussinesq approximation for the formulation of
density-driven natural convection in porous media introduces only a small error that
is negligible.
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Figure F.1.: The right hand side of the continuity equation for liquid phase flow of
COg-water mixture in porous media at t=1000 s; solid line (gravity term) shows
the Boussinesq approximation and dash-dot line (gravity + diffusion terms) shows

diffusion term
gravity+diffusion terms

the non-Boussinesq formulation. The relative error, i.e., is less

than 10 % for 0 < ( < 2.5.
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G. Heat transfer coefficient for
natural convection in porous
media

Dissolution of CO, in water is exothermic and increases the temperature of the
COs-water interface. This causes the density of the gaseous CO, to decrease, which
eventually results in a natural convection current in the gas phase. To estimate
the heat transfer from the gas-liquid interface to the gas-saturated porous medium,
one needs to solve the energy balance equation including both the conduction and
convection heat transfer mechanisms. Fig. G.1 shows the domain and the boundary
conditions. In this case, the temperature increase is not high, e.g., around 1 K.
Hence, The effect of temperature on the CO, viscosity, thermal conductivity, and
specific heat capacity is ignored. The Darcy’s law is used to represent the flow in
porous media. Using the Boussinesq approximation, the continuity equation and
the energy balance equation read

Vau=0, (G.1)
k

u=— Vp I 5 G2

1o, ( PCOQg) (G.2)

(000,00, + (1= 9) pc}) %{ + V. (p0,¢,00,T0) + V. (=AVT) = 0, (G.3)
where u [m/s| is the Darcy velocity vector, k [m?] is the permeability, uf,, [Pa.s],
plo,kg/m?], and ¢ oo, [J/(kg.K)| are the viscosity, density, and heat capacity of
gaseous CO,, and p* [kg/m®] and ¢}, [J/(kg.K)] are the density and the heat capacity
of the solid that forms the porous medium. The average thermal conductivity, A
[J/(m.K.s)], is calculated by

A= Ao, A (G.4)

where Aco, [J/(m.K.s)] is the thermal conductivity of CO2 and Ag [J/(m.K.s)| is the
thermal conductivity of the porous medium.
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Appendix G Heat transfer coefficient for natural convection in porous media
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Figure G.1.: a schematic representation of the COs-saturated porous media with
the temperature boundary conditions in a cylindrical coordinate

The system of differential equations, Eq. (G.1) and Eq. (G.3), are discretized using
a cell centered finite volume scheme over a equidistance mesh in a cylindrical coor-
dinate. Then the system of algebraic equations are solved sequentially in Matlab.
The physical parameters and the parameters of the numerical solver are shown in
Table G.1.

Table G.1.: Physical and numerical parameters for the natural convection of CO,
in porous medium, Eq. (G.1) and Eq. (G.3). The domain is shown in Fig. (G.1)

Parameters Aco, s © k 1o,
value 0.08 0.161 0.38  59x107* 1.66x107°
unit J/(m.Kis) J/(m.K.s) - m? Pa.s

Parameters ¢} oo, c p* 1 To
value 9100 837 2650  Fig. G.2 308.15
unit J/(kgK) J/(kgK) kg/m*® kg/m? K

Parameters R H, N, N, Er
value 0.076 0.26 80 400 1x107°
unit m m - - -

212



Heat transfer coefficient for natural convection in porous media
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Figure G.2.: Density of the gas phase CO5 as a function of temperature calculated
using Span-Wagner equation at constant pressure of 46.9 bar

The time dependent equation is solved until the steady state condition is reached.
Then the steady state temperature profile is used to calculate the heat flux from
the bottom boundary (2=0), and use that heat flux to calculate the heat transfer
coefficient, i.e.,

orT

Qbottom = —A (aZ)b =h (Tb - TO) ) (G5)

where (%Z)b [K/m] is the temperature gradient at the bottom boundary, and h

[J/(m?.K.s)] is the heat transfer coefficient. Moreover, AT = (T, — Tp) [K] is the
temperature difference between the bottom boundary and the external and top
walls of the cylindrical domain (see Fig. G.1). The heat transfer coefficient, h, for
different values of AT are shown in Fig. G.3.

4.5

[O]
|91

(O8]

h [J/(s.m%.K)]

>
W

0.5 1 1.5 2
Temperature difference [K]

Figure G.3.: Heat transfer coefficient from the COg-water interface to the COs
saturated porous medium for different temperature differences
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Summary

The most exciting phrase to hear
in science, the one that heralds the
most discoveries, is not "Eurekal”,
but "That’s funny..."

Isaac Asimov

This thesis evaluates the possibility of using underground coal gasification with a
low CO, footprint. The thesis consists of two parts. In the first part, by using the
concept of exergy, a framework was constructed through which the practicality (fea-
sibility) of an energy conversion/extraction method can be systematically evaluated.
This framework, based on exergy analysis and cumulative degree of perfection, is
described by analyzing a low emission underground coal gasification (UCG) process.
For the evaluation of energy conversion processes we introduce a new concept, viz.
recovery factor, which is a better indicator of the exergetic viability of a conversion
process than the traditionally used efficiency factors. In the second part, various is-
sues related to the aquifer storage of CO4 are studied. Aquifer storage is considered
as an option for low emission fossil fuel utilization. Each chapter is summarized as
follows:

In chapter 2, various options are considered to reduce COs emissions when utilizing
deep coal by applying UCG, i.e., (1) in combination with carbonation of synthetic
minerals (CaO), (2) conventional UCG followed by ex-situ separation of COy and
(3) upgrading the product gas using naturally occurring minerals (wollastonite).

A chemical equilibrium model was used to analyze the effect of the process param-
eters on product composition and use it for an exergy (useful energy) analysis. The
result is presented in terms of theoretical (ideal unit operations), practical (state of
the art technology), and zero-emission (applying current CO, capture and seques-
tration (CCS) to all sources of COy emission) recovery factors. The results show
that underground gasification of deep coal can optimally extract 52-68 % of the
coal chemical exergy, but zero-emission extraction gives a negative recovery factor,
indicating that it is not practical with the current state of the art CCS technology.
Using in-situ CaO, which will enhance the H2 production, is theoretically feasible
with a recovery factor around 80%, but is not exergetically feasible with the current
state of technology, i.e. with a negative practical recovery factor. Ex-situ upgrading
of the conventional UCG product gas with wollastonite is exergetically feasible for
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both practical and zero-emission cases according to the equilibrium model. Slow
attainment of chemical equilibrium makes its application questionable.

In chapter 3, based on recent successful low-pressure underground coal gasification
pilot experiments that use alternating injection of air (oxygen) and steam, a math-
ematical model is written to evaluate the potential of alternating injection UCG
in large scale hydrogen production. This chapter extends an existing steady state
model to a transient model that can describe an alternating injection of air and steam
for deep thin coal layers. The model includes transient heat conduction, where the
produced heat during the air injection stage is stored in the coal and surround-
ing strata. The stored heat is subsequently used in the endothermic gasification
reactions during the steam injection.

Comparison of the results with field data show that product composition and tem-
perature oscillation can be predicted with a reasonable accuracy. The stored heat
can deliver additional energy that can maintain the gasification during the steam
injection period for a limited time. During the steam injection cycle, at low pressure
the volumetric flow and the hydrogen content of the product gas are both high, but
at higher pressures while the hydrogen composition is still high, the coal conversion
rate decreases considerably. The exergy analysis confirms that alternating injection
of air/steam describes a practical process for UCG at low pressure. However, in-
jection of a mixture of steam and oxygen results in a practical recovery factor of
50% and produces 0.15 kg CO, per MJ of exergy, which is higher than the practical
recovery factor (40%) of the alternating injection process, which produces 0.12 kg
CO3 / MJ of exergy.

In the second part of the thesis, two issues related to aquifer storage of CO, are
discussed: injectivity problems due to salt precipitation, and storage capacity and
long term storage due to dissolution of CO, in water.

In chapter 4, the negative saturation (NegSat) method, which is a combination of
negative flash and multicomponent single/two-phase flow in porous media, is stud-
ied. It has been shown to be beneficial in numerical simulations of phase appear-
ance/disappearance for mixtures that consist of volatile components, i.e., compo-
nents that appear in both liquid and gas phases. The method is extended to a three
phase system of COs-water-NaCl, in which NaCl appears as a nonvolatile dissolved
component (NaCl) and as an immobile precipitated solid phase. The extended
method is of practical use to assess carbon dioxide storage options. A detailed ther-
modynamic analysis of the NegSat method is given and the possibility to extend it
to injection in brine aquifers is demonstrated.

Precipitation of salt occurs due to evaporation of water into supercritical CO,. Pre-
cipitation decreases the permeability near the injection well forming a dried-out
zone. With the ensuing permeability change, the injection pressure needs to be
increased to maintain the COy injection rate, which requires more compression en-
ergy and hence influences the exergetic viability of the carbon dioxide sequestration
process.. To address this issue, first a thermodynamic model is optimized to pre-
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dict the phase behavior of the CO,-water-NaCl system with reasonable accuracy.
Then the NegSat method for two-phase flow is modified to include salt precipita-
tion. The model is solved to analyze the effect of various physical parameters on the
injectivity of CO,. Finally an exergy analysis is performed to quantify the effect of
salt precipitation on the compression power requirement for CO, injection into high
pressure-high temperature-high salinity aquifers. Exergetic applicability of carbon
capture and sequestration for low emission carbon dioxide fuel consumption, can
presently only be achieved if the energy-intensive step of nitrogen-CO, separation
prior to injection can be avoided.

In chapter 5, the enhanced mass transfer of CO5 in water for a CO4 saturated layer on
top of a water saturated porous medium is studied experimentally and theoretically.
Dissolution of carbon dioxide in water has a large effect on the capacity of an aquifer
for carbon dioxide storage. Without the dissolution effect the storage capacity of
aquifers is low. A high pressure cylinder with a length of 0.5 m and a diameter of
0.15 m is used in pressure decay experiments. The relatively large size of the vessel
minimizes the pressure measurement errors that can happen due to temperature
fluctuations and small leakages. The experimental results were compared to the
theoretical result in terms of onset time of natural convection and rate of mass
transfer of CO, in the convection dominated process. In addition a non-isothermal
multicomponent flow model in porous media is solved numerically to study the effect
of the heat of dissolution of CO4 in water on the rate of mass transfer of CO,. The
effect of the capillary transition zone on the rate of mass transfer of CO, is also
studied theoretically. The simulation results including the effect of the capillary
transition zone show a better agreement with experimental results compared to the
simulation result without considering a capillary transition zone. The simulation
results also show that the effect of heat of dissolution on the rate of mass transfer is
negligible. The overall conclusion is that, for the current state of technology, use of
underground coal gasification with a similar carbon foot print as the use of natural
gas is not possible. It is to be expected that technological developments will make
it possible in the future to use coal with a low carbon footprint.
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Samenvatting

De meest opwindende zin die men
in de wetenschap kan horen, de zin
die de meeste ontdekkingen
aankondigt, is niet "Eureka", maar
"dat is vreemd"

Isaac Asimov

Dit proefschrift evalueert de mogelijkheid om ondergrondse kolenvergassing (OKV)
met een lage CO, voetafdruk te gebruiken. Het proefschrift bestaat uit twee on-
derdelen. In het eerste deel werd een raamwerk gemaakt door het concept ex-
ergie te gebruiken waardoor de uitvoerbaarheid (haalbaarheid) van een energie
conversie/extractie methode systematisch kan worden geévalueerd. Dit raamwerk,
gebaseerd op exergieanalyse en “cumulatieve graad van perfectie”, wordt beschreven
aan de hand van een analyse van het ondergronds kolenvergassingsproces (OGV) met
een lage emissie. Voor de evaluatie van energie omzettingsprocessen, introduceren
we een nieuw concept, n.l., de winningsfactor, die een betere indicatie geeft van de
exergetische haalbaarheid van een conversieproces dan de traditioneel gebruikte effi-
ciéntiefactoren. In het tweede deel worden verscheidene vraagstukken behandeld die
verband houden met opberging van CO, in een watervoerende laag. Opberging in
een watervoerende laag wordt als een mogelijkheid beschouwd voor fossiel brandstof
gebruik met een lage CO, emissie. Elk hoofdstuk wordt hieronder kort samengevat.
In hoofdstuk 2 worden verschillende mogelijkheden beschouwd om CO5 emissies te
verlagen voor diepe OKV, d.w.z., (1) combinatie met carbonatie van synthetische
mineralen (CaO), (2) conventionele OKV gevolgd door ex-situ scheiding van CO,
en (3) opwaardering van het product gas met behulp van natuurlijk voorkomende
mineralen (wollastoniet) .

Een chemisch evenwichtsmodel werd gebruikt voor het analyseren van het effect van
de procesparameters op de productsamenstelling en voor een exergie (nuttige en-
ergie) analyse. Het resultaat wordt weergegeven in termen van (1) theoretische- (ide-
ale deelprocessen), (2) praktische- (huidige stand van techniek) en (3) nul-emissie-
(toepassen van de huidige afvang-technologie en opberg-technologie (CCS) voor alle
bronnen van CO, emissie) winningsfactoren. De resultaten laten zien dat OKV
van diepe kolen optimaal 52-68% van de kolen-energie kan extraheren, maar dat
nul-emissie extractie een negatieve winningsfactor geeft. Dit geeft aan dat het niet
praktisch is met de huidige stand van CCS technologie. In-situ gebruik van CaO,
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die de H2 productie zal verbeteren, is theoretisch haalbaar met een winningsfac-
tor van 80%, maar is niet exergetisch haalbaar met de huidige stand van techniek,
d.w.z., het heeft een negatieve praktische winningsfactor. Ex-situ opwaarderen van
het conventionele OKV gas met wollastoniet is volgens het evenwichtsmodel exer-
getisch haalbaar met de huidige stand van de techniek. Het langzaam instellen van
het chemisch evenwicht maakt de toepasbaarheid echter twijfelachtig. Hoofdstuk 3
is gebaseerd op recente succesvolle lage druk experimenten die gebruik maken van
afwisselende injectie van lucht (zuurstof) en stoom. Hiervoor is een mathematisch
model ontwikkeld om het potentieel te evalueren van afwisselende injectie voor wa-
terstof productie op grote schaal. In dit hoofdstuk wordt een bestaand “steady
state” model uitgebreid naar een transiént model dat afwisselende injectie van lucht
en stoom in diepe kolenlagen kan beschrijven. Het model omvat transiénte warmte
geleiding, waarbij de warmte die gedurende het luchtinjectie stadium werd gepro-
duceerd wordt opgeslagen in de kool en omliggende lagen. De opgeslagen warmte
wordt vervolgens gebruikt ten behoeve van de endotherme reacties gedurende de
stoominjectie periode. FEen vergelijking van de resultaten met veldgegevens laat
zien dat het model product samenstelling en temperatuur oscillaties met redelijke
nauwkeurigheid kan voorspellen. De opgeslagen warmte kan de extra energie lev-
eren die het vergassingsproces gedurende de stoominjectie periode enige tijd aan de
gang houden. Gedurende de stoominjectie injectie periode, zijn de volumetrische
stroming en het waterstof gehalte van het productgas beiden hoog, maar bij hogere
drukken, terwijl het waterstof gehalte nog steeds hoog is, neemt de kool-omzettings-
snelheid aanzienlijk af. De exergieanalyse bevestigt dat afwisselende lucht/stoom-
injectie bij lage druk een praktisch OKV proces beschrijft. Echter, injectie van
een mengsel van stoom en zuurstof resulteert in een praktische winningsfactor van
50% en produceert 0.15 kg CO, per MJ energie. Dit is beter is dan de prak-
tische winningsfactor van 40% voor het alternerende injectieproces, dat 0.12 kg
CO4 /MJ energie produceert. In het tweede deel van het proefschrift, worden twee
vraagstukken die verband houden met opslag in watervoerende lagen besproken: (1)
injectiviteits-problemen door zout neerslag (2) de opslag-capaciteits-verbetering en
lange termijn opslag ten gevolge van het oplossen van COs in water. In hoofdstuk
4 wordt de negatieve saturatie (NegSat) methode, een combinatie van negatieve
“flash” en multi-component een/twee-fasen stroming in poreuze media, bestudeerd.
Men kan laten zien dat de NegSat methode voordelig is in numerieke stromings-
berekeningen met mengsels die bestaan uit vluchtige componenten die zowel in de
vloeistoffase als in de gasfase voorkomen waarbij fasen verschijnen of verdwijnen.
De methode is uitgebreid voor een driefasen systeem met CO,-water-NaCl, waar-
bij NaCl voorkomt als een niet vluchtige opgeloste component (NaCl) en als een
immobiele neergeslagen vaste fase. De uitgebreide methode is van praktisch nut
om COy opslag mogelijkheden te beoordelen. Een gedetailleerde thermodynamische
analyse van de NegSat methode wordt gegeven en de mogelijkheid de methode uit te
breiden voor injectie in pekel voerende lagen wordt aangetoond. Neerslag van zout
treedt op door verdamping van water in superkritisch COs. De neerslag verlaagt de
permeabiliteit in de buurt van de injectieput en vormt een uitgedroogde zone. De
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ten gevolge hiervan optredende permeabiliteitsverandering vereist verhoging van de
injectiedruk om de COs injectiesnelheid te handhaven en dit leidt tot een hogere
compressie energie en beinvloedt daardoor de exergetische haalbaarheid van het
kooldioxide opslagproces. Om dit probleem aan te pakken, wordt eerst een ther-
modynamisch model geoptimaliseerd om het fasengedrag van het CO,-water-NaCl
system met redelijke nauwkeurigheid te voorspellen. Vervolgens wordt de NegSat
methode voor tweefasen-stroming aangepast om ook zoutneerslag toe te laten. De
modelvergelijkingen worden opgelost om het effect van verschillende fysische param-
eters op de injectiviteit van CO, te analyseren. Tenslotte, wordt een exergieanalyse
uitgevoerd om het effect van zoutneerslag op het vereiste compressievermogen te
kwantificeren voor COy injectie in hogedruk-hoge temperatuur watervoerende la-
gen met een hoog zout gehalte. De exergetische toepasbaarheid van koolstof-invang
en opslag ten behoeve van brandstofgebruik met een lage COs-emissie, kan op dit
moment alleen worden bereikt als de energie-intensieve stap van No-COy scheiding
voorafgaand aan de injectie kan worden vermeden. In hoofdstuk 5, wordt de ver-
hoogde massaoverdracht van CO, in water voor een met CO, verzadigde laag boven
een met water verzadigd poreus medium experimenteel en theoretisch bestudeerd.
Het oplossen van CO, in water heeft een groot effect op de capaciteit van een wa-
tervoerende laag voor COs opslag. Zonder het oplos-effect is de opslagcapaciteit
van watervoerende lagen gering. Een hogedruk cilinder met een lengte van 0.5 m en
een diameter van 0.15 m wordt gebruikt in drukval experimenten. De relatief grote
maat van de cylinder minimaliseert de drukmeetfouten die optreden ten gevolge
van temperatuurschommelingen en kleine lekkages. De experimentele resultaten
werden vergeleken met theoretische resultaten in termen van de vertraagde aan-
vangstijd van natuurlijke convectie en de massaoverdrachtssnelheid van COs in het
door convectie gedomineerde proces. Bovendien wordt een niet-isotherm multicom-
ponent stromingsmodel in poreuze media numeriek opgelost om het effect van de
oploswarmte van CO, in water op de massaoverdrachtssnelheid van CO, te bepalen.
Het effect van de capillaire overgangszone op de massaoverdrachtssnelheid wordt ook
theoretisch bestudeerd. De simulatieresultaten inclusief het effect van de capillaire
overgangszone geeft een betere overeenstemming met de experimentele resultaten
dan de simulatie resultaten zonder de capillaire overgangszone te beschouwen. De
simulatieresultaten laten ook zien dat het effect van oploswarmte op de massaover-
drachtssnelheid verwaarloosbaar is. De algemene conclusie is dat, voor de huidige
stand van techniek, gebruik van ondergrondse kolenvergassing met een vergelijkbare
koolstof-voetafdruk als het gebruik van aardgas onmogelijk is. Men kan verwachten
dat technologische ontwikkelingen dit gebruik van ondergrondse vergassing wel mo-
gelijk maken.
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Propositions

1. When the exergy analysis of an energy conversion/extraction process shows
a positive recovery factor, it does not mean that it can be implemented in
practice. However, a negative recovery factor means that the process is im-
practical.

2. With the current state of technology, the CO4 capture and storage requires 30-
55% of the combustion energy of a fossil fuel. Even though it can be improved
by developing more energy-efficient CO4 capture methods, it is wiser to spend
the resources on the development of alternative low emission energy extraction
methods (Chapter 2).

3. Alternating injection of oxygen/steam for production of a low carbon syngas
once again shows that a successful low pressure experiment is not indicative
of its success at higher pressures (Chapter 3).

4. In the modeling of multiphase/multicomponent flow in porous media, the non-
linearities can be handled more robustly by employing a useful combination
of thermodynamics and fluid flow relations, e.g., NegSat approach. This il-
lustrates the importance of thermodynamics in multi-phase flow simulations
(Chapter 4).

5. For enhanced mass transfer of CO, in a water-saturated porous medium,
one simple method to match the result of a mathematical model (transient
convection-diffusion) with pressure decay experimental data is to increase the
diffusion coefficient a few orders of magnitude and plot the pressure history
data with a linear time axis (Chapter 5).

6. Having a baby is the sweetest, most joyful, most wonderful, and biggest mis-
take a couple can ever make.

7. Living in Middle East has taught me to be scared of two groups of people:
those who are never wrong and those who are trying to save the world. A
catastrophe happens when someone who is never wrong tries to save the world.

8. Commercial numerical solvers often give the user a wrong feeling of actually
learning and understanding the underlying numerical procedures. Without the
experience in implementation of simplified numerical procedures, the user can
end up in destructive trial and error effort with various options of a commercial
simulator. In other words, one who has never encountered a “divided by zero”
error is better to stay away from commercial numerical solvers.
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10.

242

. The theoretical effectiveness of a PhD research can be 100%. But practically

it never exceeds 5-10%, for the same reasons as that 5-10% exergetic effective-
ness is typical of a chemical process (effectiveness is defined as the amount of
“meaningful” research results divided by the total output).

A university teacher is someone who is qualified enough to recognize the im-
portance of a scientific topic, knowledgeable to translate it to simple language,
an artist in making it interesting for a diverse group of relatively enthusiastic
pupil, and extremely patient with the slow and reversible process of knowledge
transfer. Currently, one can observe an overemphasis in research and a lack of
good teaching.

Stellingen

. Wanneer de exergieanalyse van een energie conversie/extractie proces een posi-

tieve winningsfactor aangeeft, dan betekent dit nog niet dat het in de praktijk
kan worden verwezenlijkt. Echter een negatieve winningsfactor betekent dat
het proces onpraktisch is.

Met de huidige stand van techniek, vereist COq-afvang en-opslag 30-55% van
de verbrandingsenergie van een fossiele brandstof. Hoewel dit kan worden
verbeterd door efficiéntere COs-afvang methoden te ontwikkelen, is het wijzer
om de middelen aan te wenden voor de ontwikkeling van alternatieve energie-
extractie methoden met een lage CO5 emissie (hoofdstuk 2).

. Afwisselende zuurstof/stoom injectie voor de productie van koolstofarm syngas

laat nogmaals zien dat een succesvol lage druk experiment niet betekent dat
het ook succesvol is bij hogere drukken (hoofdstuk 3).

. In het modelleren van multi-fase/ multicomponent stroming in poreuze me-

dia, kan het niet lineaire gedrag robuuster worden gehanteerd door een nuttige
combinatie van thermodynamica en stromingsvergelijkingen, bijvoorbeeld de
NegSat benadering, te gebruiken. Dit laat het belang zien van de thermody-
namica voor meer-fasen stromings-simulaties (hoofdstuk 4).

Een eenvoudige methode om het resultaat van een mathematisch (transiénte
convectie-diffusie) model te laten overeenkomen met de experimentele druk-
val gegevens voor verhoogde massa overdracht van CO, naar een met water
verzadigd medium is om de diffusie- coéfficiént verschillende ordes te vergroten
en de drukhistorie gegevens lineair met de tijd weer te geven (hoofdstuk 5).

Het krijgen van een baby is de mooiste, verblijdendste, prachtigste, en grootste
fout die een echtpaar ooit kan maken.

Het wonen in het Midden-Oosten heeft me geleerd om voor twee groepen
mensen bang te zijn: hen die nooit ongelijk hebben en hen die de wereld
proberen te redden. Een catastrofe treedt op wanneer iemand die nooit ongelijk
heeft de wereld probeert te redden



8.

10.

Commerciéle numerieke “solvers” geven de gebruiker het foute gevoel dat
ze de achterliggende numerieke procedures begrijpen. Zonder het vermogen
om vereenvoudigde numerieke procedures te implementeren, kan de gebruiker
verzeild raken in destructieve trial en error inspanningen met verschillende
opties van een commerciéle simulator. Met andere woorden, iemand die nog
nooit een “delen door nul” fout is tegengekomen, kan maar beter wegblijven
van commerciéle numerieke “solvers”.

De theoretische effectiviteit van doctoraal onderzoek kan 100% zijn. Maar
in de praktijk komt het nooit boven de 5-10%, om dezelfde reden dat 5-10%
exergetische effectiviteit typisch is voor een chemisch proces (effectiviteit is
gedefinieerd als de hoeveelheid van betekenisvolle onderzoeksresultaten gedeeld
door de totale productie).

Een universitaire docent is iemand die voldoende gekwalificeerd is om het
belang van een wetenschappelijk onderwerp te herkennen, deskundig om het
in eenvoudige woorden te vertalen, een artiest om het interessant te maken voor
een diverse groep van relatief enthousiaste leerlingen, en enorm geduldig is met
het langzame en reversibele proces van kennisoverdracht. Op dit moment zien
we een te grote nadruk op onderzoek en een gebrek aan goed onderwijs.

243






Curriculum Vitae

Ali Akbar Eftekhari.

Husband of Maryam Maktabdar and father of Aida Eftekhari, see the dedication
page of this book for more details.

First son of Ali Asghar Eftekhari and Roghayeh Sadeghzadeh, the best parents a
child can ever imagine.

Born in Estahban, Iran.

Attended “Hafte Tir” elementary school, “Shariati” and “Dehkhoda” guidance schools,
“Enghelab”, “Shahid Beheshti”, and “Shahid Davoodi” high schools, Shiraz Univer-
sity, and Sharif University of Technology, where he was fortunate to benefit from
the knowledge of so many wonderful teachers.

A PhD researcher at Delft University of Technology, under the supervision of Hans
Bruining.

Education

2012-2013 Post-doc researcher, Experimental investigation of nano-particle-stabilized
foam flow in porous media, Delft University of Technology, Delft, the Nether-
lands

2008-2012 PhD student, Low emission conversion of fossil fuels with simultaneous
or consecutive storage of carbon dioxide, Delft University of Technology, Delft,
the Netherlands

2003-2005 M.Sc., Chemical Engineering - Transport Phenomena and Separation
Processes, Sharif University of Technology, Tehran, Iran

1999-2003 B.Sc., Chemical Engineering - Petrochemical Processes, Shiraz Univer-
sity, Shiraz, Iran

245



Publications

246

Eftekhari A.A., Van Der Kooi H., and Bruining J., “Exergy analysis of under-
ground coal gasification with simultaneous storage of carbon dioxide”, Energy
(2012).

Eftekhari A.A., Bruining J., Wahanik H., and Marchesin D., “CO; injection
in the sub-salt water layers at 7000 m depth”, SPE Reservoir Simulation Sym-
posium (2011).

Wahanik H., Eftekhari A.A., Bruining J., Marchesin D., and Wolf K.H., “An-
alytical Solutions for Mixed COy—Water Injection in Geothermal Reservoirs”,
Canadian Unconventional Resources and International Petroleum Conference
(2010).

Heimovaara T.J., Eftekhari A.A., and Bruining J., “Quantification of sustain-
ability of soil remediation, the exergy concept”, First International Conference
on Frontiers in Shallow Subsurface Technology (2010).

Eftekhari A.A., Heimovaara T.J., and Bruining J., “A case study of electricity
generation from low quality geothermal energy sources”, First International
Conference on Frontiers in Shallow Subsurface Technology (2010).

Battistutta E., Eftekhari A.A., Bruining J., and Wolf K.H., “Manometric Sorp-
tion Measurements of CO2 on Moisture-Equilibrated Bituminous Coal”, En-
ergy & Fuels (2012).

Eftekhari A.A., Bruining J., Rogut J., and Van Batenburg D., “Cyclic pro-
duction of CO4 rich and hydrogen rich gas in underground coal gasification”,
8th European coal conference — Darmstadt (2010).

Eftekhari A.A., Farajzadeh R., and Bruining J., “Experimental investigation
of enhanced COy mass transfer in water-saturated porous media”, Third In-
terpore conference — Bordeaux (2011).

Eftekhari A.A., Wahanik H., The Riemann solution for the injection of su-
percritical carbon dioxide and water vapor in porous media, First NUPUS
conference — Stuttgart (2009)



247



	Contents
	Nomenclature
	1 Introduction
	1.1 Energy requirement
	1.2 Recovery of the fossil fuels and carbon emission
	1.3 Problem statement
	1.4 Efficiency factors and practicality
	1.5 The quality of energy
	1.6 Objectives
	1.7 Outline

	2 Exergy Analysis of UCG
	2.1 Introduction
	2.2 Chemical equilibrium
	2.2.1 Problem definition
	2.2.2 Energy Balance
	2.2.3 Solution methodology

	2.3 Volume and temperature constraints
	2.4 Process description
	2.5 General approach
	2.5.1 Material streams
	2.5.2 Exergy streams: heat and power
	2.5.2.1 Heat
	2.5.2.2 Power

	2.5.3 Analysis of the energy recovery/conversion process
	2.5.4 Exergy analysis of the UCG process

	2.6 Calculation procedure and data
	2.6.1 Compression exergy
	2.6.2 Well exergy
	2.6.3 Chemical Equilibrium
	2.6.4 Physical parameters
	2.6.5 Calculation of exergy values
	2.6.6 Grinding exergy
	2.6.7 Separation of CO2 from flue gas
	2.6.8 Exergy of CO2 sequestration

	2.7 Results and discussion
	2.7.1 Base case: air (oxygen)/water UCG
	2.7.2 Scenario 1: insitu usage of CaO
	2.7.3 Scenario 2: ex-situ upgrading with wollastonite

	2.8 Conclusions

	3 Alternating injection of oxygen/steam
	3.1 Introduction
	3.2 Mathematical model
	3.2.1 Mass transfer
	3.2.2 Energy balance
	3.2.2.1 Coal/cavity interface
	3.2.2.2 Roof/cavity interface
	3.2.2.3 Rubble/cavity interface
	3.2.2.4 Bulk gas energy balance

	3.2.3 Boundary layer thickness

	3.3 Numerical scheme
	3.4 Mixing effect
	3.5 Results and discussion
	3.5.1 Comparison with chemical equilibrium model
	3.5.2 Comparison with field experiments
	3.5.3 Sensitivity analysis
	3.5.3.1 Duration of steam/O2 injection stages
	3.5.3.2 Pressure

	3.5.4 Steady state results
	3.5.4.1 Steam/O2 ratio

	3.5.5 Exergy analysis

	3.6 Conclusions

	4 Salt precipitation in CO2 storage
	4.1 Introduction
	4.2 Phase equilibrium model
	4.3 Flash calculation
	4.3.1 Basic definitions
	4.3.2 Vapor-liquid-solid flash calculation

	4.4 Thermodynamic models
	4.4.1 The PRSV equation of state with the MHV2 mixing rule
	4.4.2 NRTL activity coefficient model for a binary mixture
	4.4.3 Objective function and optimization
	4.4.4 Correction parameters of the liquid density
	4.4.5 Equilibrium results

	4.5 Negative flash for a gas-liquid system
	4.6 Molar and volumetric concentrations
	4.7 Modeling two-phase flow
	4.7.1 Convective flux
	4.7.2 Diffusive flux
	4.7.3 General formulation

	4.8 NegSat with salt
	4.9 Numerical method
	4.10 Results and Discussion
	4.10.1 Exergy analysis
	4.10.2 Water preflush

	4.11 Conclusion

	5 Natural Convection
	5.1 Introduction
	5.2 Experimental set-up
	5.2.1 Computational leakage test
	5.2.2 Experimental data and analysis

	5.3 Mathematical model
	5.3.1 Non-isothermal liquid phase flow of CO2-water
	5.3.2 Capillary transition zone
	5.3.3 Simulation of the experiments: stream function formulation
	5.3.3.1 Numerical solution

	5.3.4 Simulation of the experiments: pressure formulation
	5.3.4.1 Numerical solution

	5.3.5 Case studies

	5.4 Results and discussion
	5.4.1 Non-isothermal model
	5.4.2 Model I: sharp gas-liquid interface
	5.4.3 Model II: capillary transition zone
	5.4.4 Model III: capillary transition zone as a high diffusivity zone

	5.5 Conclusion

	6 Conclusion
	6.1 Exergy analysis of underground coal gasification (UCG)
	6.2 UCG with alternating injection of oxygen and steam
	6.3 Application of NegSat method in the simulation of formation dry-out in aquifer injection of CO2
	6.4 Experimental investigation of enhanced CO2 mass transfer due to the density-driven natural convection in aquifer storage of CO2
	6.5 Recommendations

	A Numerical solution of 1-D conduction heat transfer
	B Reaction equilibrium constant
	B.1 Physical parameters

	C Calculation of transport parameters of a gas phase mixture
	C.1 Diffusivity
	C.2 Viscosity
	C.3 Density

	D Negative flash for CO2-water-salt system
	D.1 Gas-liquid equilibrium composition for the two-phase region (0g1)
	D.2 Single gaseous phase (g>1)
	D.3 Single liquid phase (g<0)

	E Thermodynamic and transport properties of CO2-water mixture
	E.1 Vapor-liquid equilibria of CO2-water
	E.2 Enthalpy of liquid phase mixture of CO2-water
	E.3 Transport properties of CO2-water-NaCl
	E.3.1 Viscosities of CO2 in the gas phase
	E.3.2 Viscosity of the liquid phase mixture of CO2-water
	E.3.3 Viscosity of brine


	F Molar average velocity and Boussinesq approximation
	F.1 Effect of Boussinesq approximation

	G Heat transfer coefficient for natural convection in porous media
	Bibliography
	Summary
	Samenvatting
	Acknowledgments
	Propositions
	Curriculum Vitae

