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Kurzfassung

Ziel der vorliegenden Arbeit ist die Modellierung eines Brennstoffzellensystems auf Ba-
sis der Schmelzkarbonatbrennstoffzelle (MCFC). Dieser Brennstoffzellentyp ist beson-
ders geeignet fiir die stationdre Erzeugung von Wérme und Strom. Fiir eine weit-
ere Optimierung von Design- und Betriebsparametern werden mathematische Mod-
elle benotigt. Ein solches Modell des Brennstofizellenstapels wird in dieser Arbeit
vorgestellt.

Im ersten Teil der Arbeit werden wichtige Bestandteile des Brennstoffzellenstapels
untersucht. Hierbei wird ein hierarchischer Modellierungsansatz verwendet, um ins-
besondere den Reaktor fiir die indirekte interne Reformierung (IIR) zu beschreiben.
In diesem strukturiertem Reaktor wird das Brenngas - ein Gasgemisch welches zu
einem Grofiteil aus Methan und Wasserdampf besteht - durch den endotherme Re-
formierungsprozess zu Wasserstoff und Kohlendioxid umgewandelt.

Die erste Hierarchieebene entspricht einem kleinen Ausschnitt der IIR-Einheit. In
diesem Detailmodell wird die exakte 3D-Geometrie des Reaktors abgebildet. Die
gewonnenen Simulationsergebnisse zeigen, dass die in dem Reaktor ablaufenden Reak-
tionen durch den Massentransport zwischen der reaktive Zone mit den Katalysator-
pellets und der nicht-reaktive Zone limitiert werden. Ein Uberschuss an Katalysator-
material fiihrt dazu, dass die Gesamtreaktionsrate nicht durch eine Degradation des
Katalysators beeinflusst wird. Somit ermdoglicht dieses Reaktorkonzept ein konstantes
Temperaturprofil in der IIR-Einheit iiber einen langen Betriebszeitraum. Da weiter-
hin die fiir den endotherme Reformierungsprozess benétigte Wéarme durch die elektro-
chemische Reaktionen in den benachbarten Brennstoffzellen bereitgestellt wird, kann
die Temperaturverteilung in den Brennstoffzellen durch die Verteilung des Katalysator-
materials in der Reformierungseinheit beeinflusst werde.

Das Zonenmodell stellt die zweite Hierarchiestufe dar. In diesem Modell wird die
komplexe Geometrie des Detailmodells durch rechtwinklige Blocke, welche die bei-
den Zonen darstellen, abgebildet. Beispielhaft werden Simulationen fiir die bei einem
existierenden MCFC-System verwendeten IIR-Einheiten durchgefithrt. Die Ergeb-
nisse zeigen, dass der Reformierungsprozess gleichméfig iiber den gesamten Reaktor
verteilt wird. Somit wird auch die Kiihlwirkung der endothermen Reaktion auf die
benachbarten Brennstoffzellen gleichméBig verteilt.

Wihrend die reaktive und nicht-reaktive Zone in dem Zonenmodell diskreten Gebi-
eten zugeordnet werden konnen, geht diese Information bei der Reduktion zu dem
Phasenmodell verloren. Die Zustidnde, welche die reaktive und die nicht-reaktive
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Zone darstellen, werden in diesem Modell iiber die gesamte zweidimensionale Fléache
der IIR~Einheit homogenisiert. Somit kénnen sie als zwei Phasen interpretiert werden,
welche jeweils einen Teil des Volumens beanspruchen.

Im zweiten Teil der Arbeit wird das Phasenmodell der ITR-Einheit und das Modell
einer MCFC zu dem symmetrischen Stapelmodell zusammengefiigt. Dieses erlaubt
die Simulation eines Ausschnitts aus dem Brennstoffzellenstapels, wobei die Anzahl
an MCFC’s je IIR-Einheit variiert werden kann. In dem Modell sind die einzelnen
Bestandteile des Stapels durch den Wéarmeaustausch in Stapelrichtung, den Massen-
transport sowie die elektrochemischen Reaktionen miteinander verbunden. Weiterhin
ermoglicht das Modell die Simulation der Zustdnde innerhalb des Stapels. Dabei
konnen unter anderem die Temperaturverteilungen sowie die Stromdichteverteilung
in den einzelnen Zellen betrachtet werden. Die Simulationsergebnisse zeigen einen
parabolischer Temperaturverlauf in Stapelrichtung zwischen den als Wérmesenken
fungierenden IIR-Einheiten. Dies fiihrt zu unterschiedlichen Arbeitsbedingungen der
einzelnen Zellen in Abhéingigkeit von ihrer Entfernung zu den Reformierungsreaktoren.
Eine Reduktion der Anzahl von Zellen je IIR-Einheit fiihrt daher zu geringeren Tem-
peraturdifferenzen innerhalb des Brennstoffzellenstapels und somit zu einer erhéhten
Lebensdauer der Zellen. Dieses Ergebnis wird durch die Analyse der Energiefliisse in
dem betrachteten Ausschnitt des Zellstapels gestiitzt. Sie zeigt, das der Warmestrom
von den Zellen in die IIR-Einheit um so hoher ist, je weniger Zellen je IIR-Einheit
verwendet werden.

Die aufgezeigten Beispiele belegen, dass das symmetrische Stapelmodell ein Werkzeug
darstellt, mit dessen Hilfe unterschiedliche Design- und Betriebsparameter des Brenn-
stoffzellensystems optimiert werden kénnen. Durch die allgemeine Formulierung kén-
nen neben einer Anderung der Anzahl der Zellen je IIR-Einheit inhomogene Verteilun-
gen der Gase auf die einzelnen Zellen oder eine Verteilung des Gasstroms entlang der
Eintrittsofflnung der Anoden- oder Kathodengaskanile einfach implementiert werden.



Abstract

The focus of this work is on the modelling of a Molten Carbonate Fuel Cell stack.
In Part I, the main gas compartments of the fuel cell stack, especially the Indirect
Internal Reforming units (IIR), are analysed in detail.

A hierarchical modelling approach is used to describe the IIR unit. Three different
levels are studied. In the detailed model, small cutout sections of the IIR unit are
simulated. The exact geometry with the corrugated sheets and the individual catalyst
pellets is considered. The analysis shows two main features of this reactor. First, due
to the geometrical structure of the reactor, the reforming process is limited by mass
transport between a reactive and a non-reactive zone. A stable repeating pattern can
be observed for the temperature and velocity profiles while the concentrations show
funnel-shaped profiles. Due to the excess of catalyst material, the degradation of the
catalyst does not influence the overall reaction rate in the reforming reactor as long as
its activity is high enough. Therefore, a constant temperature profile can be expected
in the ITR unit even after long operation time. The second point is that the main
heat transport route towards the cold reaction zone is from the neighbouring fuel cells
through the top and bottom sheets directly into the reactive zone. Thus, the local
temperature in the fuel cells can be influenced by the amount and the distribution of
the reforming catalyst pellets in the IIR units.

The second level of the modelling hierarchy is represented by the zone model. It
substitutes the complex geometry of the detailed model of IIR unit by rectangular
zones: the reactive and the non-reactive zone. As an example, the geometry of the
IIR unit as applied in the MCFC system HOTMODULE is used for the simulations.
The reactive zone and the non-reactive zone are clearly visible in the temperature and
concentration profiles. The results indicate that the rate of the reforming process is
nearly homogeneously distributed over the IIR unit. Thus, the heat sink due to the
endothermic reforming process is almost constant in these parts.

While the reactive and non-reactive zones are discrete in the zone model, this discrete
geometrical information is lost in the final model reduction step to the phase model.
The states representing the non-reactive and the reactive zone are homogenised over
the whole (two-dimensional) area of the ITR unit. Thus, they can be interpreted as two
phases, each occupying a certain fraction of the volume. The states in the phases now
represent characteristic values that a corresponding zone in the specific vicinity would
have. The complexity and the structure of this model correspond to the complexity
and the structure of the model of a single MCFC proposed by Heidebrecht et al. [22].
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Similar detailed models for the anode and cathode gas compartments are studied.
Results show that the Direct Internal Reforming reactions in the anode gas channels
are only limited by the corresponding chemical equilibrium. Furthermore, the concen-
tration gradients perpendicular to the main gas flow direction as well as the gradients
over the height of the channels are small compared to the concentration gradients in
flow direction. Thus, these models confirm the assumptions used for the derivation of
the model of one fuel cell.

In Part II of this work, the phase model of the IIR unit and the model of an MCFC
are combined to the symmetric stack model. It allows the simulation of a represen-
tative section of a molten carbonate fuel cell stack. The coupling of all parts of the
stack, mainly due to the thermal interactions, the mass flow and the corresponding
electrochemical reactions at the anode and the cathode of each fuel cell are taken
into account. Thus, the symmetric stack model considers the differences of the state
variables in the different compartments along the stack direction. The gas phase com-
positions, the temperature profiles and the current density distribution in the IIR unit
and each of the four fuel cells can be predicted by means of the here proposed MCFC
stack model.

The functionality of the model are demonstrated by a steady state simulation. Overall,
the results of the symmetric stack model correspond to those from the previously
validated model by Gundermann et al. [18]. The differences are caused by auxiliary
units of the fuel cell system that are implemented in the symmetric stack model as well
as the consideration of several fuel cells. These changes allow the simulation of the
temperature distribution in stack direction. The results show a parabolic temperature
profile between two Indirect Internal Reforming units. Thus, the fuel cells next to the
IIR unit and the fuel cells in the middle between two IIR units operate at different
temperatures.

The current density distributions for all cells in the stack show similar profiles. But
due to the cooling effect of the IIR unit, the cell temperatures deviate by several
10K. As overheating is one of the reasons for degradation in an MCFC system,
one may expect that cells 3 and 4 are degrading fastest in this stack. This suggests
that reducing the number of fuel cells per IIR unit should lead to lower temperature
differences in the stack. This idea is also supported by the results of the energy flux
analysis which have revealed that the advantageous heat flow from the cells into the
ITR unit is higher if less fuel cells per IIR unit are used.

Due to its generalised formulation, the model can easily be extended to different
numbers of fuel cells in the stack symmetry unit. Furthermore, inhomogeneous gas
feed distributions to the anode or cathode gas compartments of the different fuel cells
as well as different gas flows for each fuel cell can be implemented. Considering the
points listed above, the presented model provides the foundation for an optimisation
of design and operating parameters of MCFC systems with regard to homogenised
temperature distributions and increased efficiency. Because of the number of solutions
needed for such an optimisation, an additional reduction of the model complexity
would be required which goes beyond the scope of this work.
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results for the transient behaviour of the symmetric
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in Section 6.1.5.
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For all of these figures, a logarithmic time scale is
used to account for the large differences in the time
constants of the processes in the fuel cell stack.
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Chapter 1

Introduction

Fuel cells are efficient devices for the generation of electrical power. In contrast to the
traditional power generation based on a thermodynamic cycle like the Carnot process,
where the chemically stored energy is converted into thermal energy which in turn is
transformed wvia kinetic energy into electricity, a direct conversion of the chemically
bound energy into electrical power is accomplished by fuel cells. Thus, the fuel cell
technology allows for higher efficiency, and pollution as well as noise emissions are
reduced.

Considering the different types of fuel cells, high temperature fuel cells, especially the
Molten Carbonate Fuel Cell (MCFC), are suitable for stationary co-generation of elec-
tricity and high-graded heat which, for example, can be used to generate steam [7, 47].
First power plants based on this technology are operated as demonstration units all
over the world. Some of the challenges left to solve are the reduction of the produc-
tion cost and the optimisation of the operating conditions and design parameters to
increase the system efficiency.

With respect to the last mentioned point, numerical simulations of fuel cells are nec-
essary to fully understand the physical and (electro-)chemical processes within the
system and the interactions between the different processes. One state variable of a
Molten Carbonate Fuel Cell, which might be the most important one, is the stack
temperature. Many significant processes such as the (electro-)chemical reactions and
material degradation depend on the temperature distribution in the fuel cell stack.
To calculate the temperature profiles, not only the structure of the fuel cell system
but also the couplings between the different parts of the stack have to be considered.

The main part of the fuel cell system consists of the fuel cell stack, which is composed
of approximately two-dimensional components (the electrode, the electrolyte, and the
gas compartments). Additional units, 7. e. the gas manifold and the reversal cham-
ber, are needed to control the gas flow. The processes inside the fuel cell system are
described by coupled balances of mass, energy and charge. The non-linear character-
istics of the resulting equation system is mainly due to the electrochemical reaction
rate expressions at the electrodes which depend not only on the spatially distributed
temperature and concentrations but also on the electrical potentials. Furthermore,
the thermal coupling of all compartments in stack direction, and the external connec-

cell 1:19“).
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B

}

/

cell 4:9%) O over log, ()

III".'
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2 Chapter 1. Introduction

tion due to the heat exchanger, the catalytic combustion chamber and the cathode
gas recycle have to be taken into account. Therefore, the basis for an optimisation of
the fuel cell system is a model of the fuel cell stack, which is the focus of this work.

1.1 Working Principle of an MCFC

The working principle of Molten Carbonate Fuel Cells was first presented in the year
1960 by G.H. J. Broers and J. A. A. Ketelaar [10]. Since that time, the materials used
as well as the system design have been greatly improved, but the basic principle as
shown in Fig 1.1 remained the same.

Water

(H,0)
CH,HOH, FCuHe |
co'co JuRcH +HO=CcO +3H, L<:|J ErRL, o —— <(:|4)

_I CO +HO<=CO, + H, r —I_I— —lDesulphur.r
|:>-' DIR "|:>— Air

H, +CO*<HO +CO, +2¢ (©:N2)
CO + COSZ- S 2C02 + 2e” e v {
Anode O Catalytic
!} Combustion
Electrolyte ﬁ Ccoz2 U Chamber
Cathode Y

«1—=<° #0,#C0,+26=C0O7 (Tl

| r ‘coz, 0,,(H,0, N,)
T~600°C

Cathode gas recycle

Figure 1.1.: Working principle of a Molten Carbonate Fuel Cell. The mass fluxes
in the fuel cell system are indicated.

The figure shows the concept of the entire fuel cell system. It includes the humidifier
and the desulphurisation as preprocessing steps for the fuel gas. The reforming of the
methane rich fuel gas can take place in the External Reformer (ER), the Indirect In-
ternal Reforming unit (IIR) or the Direct Internal Reforming (DIR) on the anode side
of the fuel cell. Furthermore, the gas flow through the catalytic combustion chamber
and the cathode gas recycle are displayed. The fuel cell stack itself is assembled in
a planar structure consisting of IIR units (IIR in Fig. 1.1) and MCFCs. The sin-
gle fuel cells, in turn, comprise three different layers: the anode gas compartment,
the electrolyte with both electrodes and the cathode gas compartment. All of these
components have a thickness in the order of 1073 m.

The anode and cathode gas compartments are located above and below the electrodes,
respectively. They serve as transport channels for the gaseous reaction educts and
products. A reforming catalyst is added into the anode gas channels for the Direct
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1.1. Working Principle of an MCFC 3

Internal Reforming (DIR) of the fuel gas. Between the single cells of the stack, the
IIR units are located. These flat reactors also contain a reforming catalyst.

The typical fuel gas of an MCFC system mainly consists of natural gas, with methane
as its main component. Before entering the fuel cell system, the gas is cleaned.
Especially sulphur as a catalyst poison has to be removed, which is done in a separate
desulfurisation unit. Furthermore, steam is added to the feed gas in a humidifier.
These two units belong to the gas preprocessing which is not part of this work.

The resulting gas mixture is reformed prior to the electrochemical conversion. The
methane steam reforming reaction (refl) and the water gas shift reaction (ref2) are
the dominant reactions in this process:

CHj + H,O = CO +3H, (refl)
CO + H,0 = CO, + H, (ref2)

A part of the reforming is done outside the fuel cell stack in an external reformer
(ER), which is not included in this work. From there, the gas mixture containing
methane, water, hydrogen, carbon monoxide and carbon dioxide, is transported into
the IIR unit. This gas compartment is thermally coupled to the actual fuel cell.
Therefore, the heat needed for the endothermic reforming process is directly provided
by the electrochemical reactions occurring in the neighbouring fuel cell [35]. At typ-
ical MCFC temperatures of about 600 °C, the reforming conversion is limited by the
corresponding chemical equilibrium of the considered reactions.

After the TIIR unit, the gas is redirected into the anode gas compartment. Within the
anode gas compartment, not only the reforming reactions have to be taken into ac-
count, but also the electrochemical oxidation of hydrogen (ox1) and carbon monoxide
(0x2) at the electrode. They react with carbonate ions from the electrolyte to water,
carbon dioxide and electrons:

H, + CO3™ = CO, + H,O + 2~ (ox1)
CO+CO% =2C0O; +2¢~ (0x2)

The reforming reactions ((refl) and (ref2)) in the anode gas compartment are not
only thermally coupled to the electrochemical reactions, but also connected via mass
transport. Hydrogen and carbon monoxide are continuously removed due to these re-
actions. Thus, the equilibrium limited reforming reactions may reach nearly complete
conversion of methane.

The anode exhaust gas, which still contains non-oxidised components such as methane,
hydrogen and carbon monoxide, is mixed with air and completely burned in the cat-
alytic combustion chamber. Beside the electrochemical oxidation the combustion tak-
ing place in the catalytic combustion chamber is an essential heat source in the system.
The energy released by the combustion is directly used within this gas compartment
to heat up the cold air added to the process.
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Because air is fed in excess, the exhaust gas of the combustion chamber contains a
significant amount of oxygen and carbon dioxide. These gas components are needed
for the electrochemical reduction at the cathode (red). Thus, the exhaust gas is
redirected into the cathode gas compartment. At the cathode, new carbonate ions
are produced from carbon dioxide, oxygen and electrons according to the following
reaction:

CO, +1/20;, +2¢ = CO3~ (red)

The formed carbonate ions are transported to the anode through the electrolyte,
thereby closing the circle of charge transport. Overall, the electrochemical oxidation
reactions at the anode act as an electron source while the electrochemical reduction
reaction at the cathode represent an electron sink. This results in different electrical
potentials at both electrodes, i.e. an electrical voltage. If anode and cathode are
connected by an electrical consumer such as an electromotor or a light bulb, this results
in an electrical current between both electrodes of the MCFC. Thus, the shortage of
electrons at the cathode is compensated by the excess electrons from the anode, and
the MCFC acts as a source of electrical power.

The cathode exhaust gas is split into two parts (see Fig. 1.1). While one part of
the gas leaves the fuel cell system, the other fraction is used as cathode gas recycle.
It is redirected into the catalytic combustion chamber in order to homogenise the
temperature in the fuel cell stack.

As electrolyte, an eutectic mixture of molten Lithium and Potassium carbonate salts
is used. It is placed into a porous structure, which is formed by an aluminium oxide
(7 —LiAlO3). The electrolyte separates the anode and the cathode gas compartments
and only carbonate ions (Cog_) can cross this layer. The electrodes on both sides of
the electrolyte are porous metallic structures which work as electron conductors and
as catalysts for the electrochemical reactions. Due to capillary forces, the pores of the
electrodes are partially filled with the electrolyte, forming the three phase boundary
between the gas, the electrolyte and the electrode required for the electrochemical
reactions.

Based on previous work done by the fuel cell manufacturer FuelCell Energy Inc., the
MTU Onsite Energy GmbH is working on the realisation of the MCFC principle since
1990. They developed a compact MCFC system with an electrical output of 250 kW,
the so-called HOTMODULE [34]. The simulation results presented in this work are
obtained in the framework of a collaboration with this company. To protect the
intellectual property, no exact quantitative data is given. However, qualitative data
are presented for the simulated variables and their relevance for the operation of the
fuel cell stack is discussed.
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1.2. MCFC Models in the Scientific Literature 5

1.2 MCFC Models in the Scientific Literature

Although the technology of Molten Carbonate Fuel Cells is known for several decades,
the knowledge about the internal states of the fuel cell stack is still limited. A direct
measurement of the state variables such as the current density, the temperature or the
concentration is often not possible. Therefore, MCFC systems are mostly controlled
using empirical know-how aiming at a safe operation. Consequently, Mathematical
models have been developed to identify and estimate non-measurable internal states of
the fuel cell system [46]. The different models are classified with regard to their com-
plexity, which especially is represented by the number of spatial dimensions considered
and the description chosen for the reforming reactions as well as the electrochemical
reactions. Furthermore, the aim of the modelling efforts is important.

The three-dimensional model developed by Yoshiba et al. [52] is based on the balances
of mass and enthalpy for the gas phases as well as the energy balance in the solid
parts of the fuel cell. Due to the assumption that no methane is considered in the
gas phase of the anode gas compartment, the model only accounts for the water gas
shift reaction. Furthermore, the equations for the cell voltage and the current density
distribution are derived using an electrical resistance formulation. The model is used
to compare different flow configurations of the anode and cathode gas compartments.
Due to the fact that the model does not implement a catalytic combustion chamber,
the properties of the cathode gas are not coupled to the anode exhaust gas.

The influence of an Indirect Internal Reforming (IIR) gas compartment on the MCFC
cell was investigated by Park et al. [37]. They consider a counter-current flow config-
uration between the IIR unit and the anode gas compartment and a cross-flow design
with regard to the anode and cathode gas compartment in their two-dimensional
model. The methane steam reforming reaction in the IIR unit and the anode gas
compartment are treated as being kinetically limited while the water gas shift reac-
tion is assumed to be in equilibrium. The cell voltage is calculated from the Nernst
equation using the electrochemical activation potential and assuming a uniform cur-
rent density.

Another MCFC model with Indirect Internal Reforming was presented by Lukas et al.
[31]. Their model is used for controlling power cycles of an MCFC plant. Therefore,
a transient, spatially concentrated description is applied resulting in a small set of
equations compared to the models mentioned before.

Based on mass and enthalpy balances, Bosio et al. developed a two-dimensional model
[8]. They do consider syngas as fuel and, therefore, only the water gas shift reaction
takes place in the anode gas compartment besides the electrochemical oxidation. A
semi-empirical relationship is used for the description of the electrode behaviour.
Thus, the phenomenological model parameters of all kinetics can be obtained by
fitting experimental data. Assuming an uniform temperature at the top and bottom
separator and only conductive heat transfer, several of the two-dimensional models
are stacked to form a three-dimensional representation of an MCFC stack. In other
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publications, the developed model is used to analyse further applications of the MCFC
technology [16, 17].

A similar approach for a three-dimensional model of an MCFC stack was presented by
Tora et al. [27]. As in the work by Bosio et al. [8], a two-dimensional model of one cell
based on balances of mass and enthalpy is derived first. As an external reforming of
the fuel gas is assumed, the fed gas for their model does not contain methane. Thus,
the methane steam reforming is neglected. The water gas shift reaction is considered
to be at equilibrium in the anode gas compartment. An electrochemical model is
developed using the Nernst voltage and an expression for the overall cell resistance.
Furthermore, as the considered MCFC system is operated under pressure, the pressure
drop in the anode and cathode gas compartment is analysed. The developed model is
used for a design analysis of a hybrid plant based on a MCFC and a gas-turbine [28].

A series of MCFC models has been proposed by Heidebrecht et al. [22, 23, 24, 25].
Kinetic rate expressions are applied for the methane steam reforming reaction and
the water gas shift reaction in the anode gas chamber (DIR), and Butler-Volmer
equations are used for the electrochemical reaction kinetics at the anode and cathode.
Moreover, the charge balances are accounted for using a description of the electrical
potential field. The model implements a catalytic combustion chamber as it is used
in the MCFC system HOTMODULE. Thus, the mass flows of the anode and cathode
gases are coupled.

A simple IIR unit was added to the model of Heidebrecht [22] by Gundermann et al.
[18, 20, 21]. The resulting model that consists of one IIR unit and one representative
fuel cell is applied for a validation of model parameters using measurement data
from an industrial scale MCFC power plant. Furthermore, based on the model of
Heidebrecht, a state estimator for the internal states of an MCFC was developed by
Mangold et al. [32] and a simple and practical control strategy was established by
Sheng et al. [44].

A summary of the models mentioned here is given in Table 1.1. As discussed above,
especially the spatial temperature distribution is of interest when a Molten Carbonate
Fuel Cell stack is modelled. Two of the just mentioned three-dimensional models de-
scribing an MCFC stack [16, 27] take into account a uniform temperature distribution
at the boundary between the fuel cells. Thus, the effect of a temperature distribution
in the cell plane is disregarded. Furthermore, the methane steam reforming reac-
tion (refl) at the Anode (DIR) and the Indirect Internal Reforming (IIR) are not
implemented in these models. Therefore, a new stack model based on the work of
Heidebrecht and Gundermann is developed in this work [38].

1.3 Objectives of this Work

As stated before, the temperature is an important state variable for the operation of
high temperature fuel cells such as the MCFC [51]. Knowledge about the temperature

over log, /(1) cell 1:1V  cell2:i®  cell3:i®  cell4:i¥

(T [ 7oEde [ a7
[ 17y | [lRAR | AR | [
1A | kAl | WA |

T=251x10° T (el sl [



1.8.  Objectives of this Work 7

Table 1.1.: Summary of the selected MCFC models in the literature in chronolog-

ical order.

Author Year | Dim. | Reforming Reactions | El.chemistry
Yoshiba et al. [52] | 1998 3D DIR: ref2 el. resistances
Bosio et al.  [8] | 1999 2D DIR: ref2 el. resistances
Park et al.  [37] | 2002 2D DIR: refl, ref2 el. resistances
Lukas et al. [31] | 2002 0D ITR+DIR: refl, ref2 | el. resistances
Heidebrecht [22] | 2003 2D IIR+DIR: refl; ref2 | potential field
Iora et al. [27] | 2007 | 2D/3D | DIR: ref2 el. resistances
Bosio et al.  [16] | 2008 3D DIR: ref2 el. resistances
Gundermann [18] | 2008 2D ITR+DIR: refl; ref2 | potential field

profile in the fuel cell stack is required to optimise design and operating parameters
of the fuel cell system. This work describes a model which provides the temperature
distribution in the cell plane as well as the temperature distribution along the stack
length. Additionally, the simulation results show other state variables such as the
concentration profiles or the current density.

In MCFC systems, the temperature is typically around 600 °C. This temperature is
high enough to allow (indirect and direct) internal reforming. Thus, the production
of hydrogen from different types of fuels such as natural gas, waste gas or gas from
anaerobic digestion processes is possible [50]. Also, no expensive catalysts are required
due to the high temperatures; Nickel and Nickel oxide are sufficiently active to be used
as reforming catalyst and simultaneously as catalysts for the electrochemical reactions.
Furthermore, carbon monoxide, a catalyst poison for low temperature fuel cells, can
be used as an educt for the electrochemical reactions at this temperature level.

The cell temperature is determined by several processes in the fuel cell stack. Since
the reforming process is endothermic, it constitutes a heat sink. In contrast, the
electrochemical reactions at both electrodes as well as the ion transport through the
electrolyte release heat. The energy is transported by convection of the anode and
cathode gases and by the heat conduction in the solid parts of the cell stack. The
anodic and cathodic gas flows constitute directed heat transport mechanisms, while
the heat conduction, which mainly occurs in the solid parts of the cell, is an omnidi-
rectional heat transport mechanism within the cell plane and along the stack length.
Together, these processes generate a 3D spatially distributed temperature profile. For
an efficient and economically competitive operation, this temperature profile has to
lie in a certain temperature window. On the one hand, lower temperatures decrease
the local reaction rates and ion conductivity. Thus the cell voltage is decreased, which
results in lower efficiency. On the other hand, higher temperatures cause fast degra-
dation of catalyst material and material stress and, therefore, shorten the system’s
life time.

Reliable measurements of the temperature profile in the fuel cell system, especially
inside the fuel cell stack, are difficult to perform. The high temperature, the aggres-
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sive atmosphere in the stack due to the molten carbonate electrolyte and the need
for electric isolation of the temperature sensors are the main problems regarding tem-
perature measurements. Nevertheless, the internal state of the MCFC system can be
studied using mathematical modelling and numerical simulation. Thus, the focus of
this work is the modelling of the MCFC stack. First, the different gas compartments
in the stack, especially the ITR unit, are considered.

The IIR units are flat, structured reactors located in the fuel cell stack between two fuel
cells (right hand side of Fig. 1.2). Considering the ITR units used in the HOTMODULE,
they are divided into four sections with different flow directions and different spatial
distributions of the reforming catalyst.

== ==
Top cover II

I I

Bottom
cover
sheet

Vi

1A%

Corrugated
steel sheet

iV 41

Reforming
catalyst pellet z, Reformed gas
S

ﬂ, ﬂ, ﬂ, Feed gas

Figure 1.2.: Scheme of the entire IIR unit with gas flow directions and a cutout
detail of the structure (US-Patent 6200696).

In this integrated reactor concept, heat transfer between the endothermic reforming
process and the heat releasing electrochemical reactions in the neighbouring fuel cells is
accomplished. Thus, the endothermic reforming process taking place at the surface of
these catalyst pellets influences the temperature profile in the IIR unit and, moreover,
the neighbouring fuel cells. Since the rate of the (electro-)chemical reactions as well as
the rate of the undesired degradation processes strongly depend on the temperature
distribution, a deeper understanding of the gas flow and the reactions in the IIR
is required. In previous studies, the IIR is included as part of a lumped-parameter
MCFC model [31] or it is implemented as an additional layer in two-dimensional
simulations [20, 37].

However, these models do not have the level of detail needed for a further optimi-
sation of the MCFC stack. In the above mentioned models, a flat two-dimensional
representation of the different compartments of an MCFC is considered. While this
is a valid approach for a first spatially distributed simulation, detailed simulations
are required to further improve the accuracy of model predictions. Therefore, a small
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1.4. Structure of the Thesis 9

cutout section of the ITR unit is considered in this work (left hand side of Fig. 1.2)
[39]. In the so-called detailed model, the exact three-dimensional geometry of the IIR
unit with the corrugated sheets and the catalyst pellets is modelled.

The detailed reformer model is too complex to be coupled with fuel cell models form-
ing a stack model. Thus, its (mathematical) complexity needs to be reduced. Starting
with the detailed model, physically motivated simplifications as well as spatial averag-
ing are applied to create a reduced representation of the IIR unit which can be used in
such a stack model. As a result of this model reduction, a hierarchy of ITR models is
obtained and, in combination with a model of a fuel cell, the symmetric stack model.

1.4 Structure of the Thesis

Besides an introduction of the working principle of an MCFC and a literature overview,
this chapter presented a brief outline of the modelling approach used in the work. The
following description of the various models created is split into two parts:

In Part I the main gas compartments of the fuel cell stack, the Internal Indirect
Reforming (ITR) unit, the anode gas channels and the cathode gas channels are con-
sidered. The focus is on the modelling of the ITR unit, which is a structured reactor
inserted into the stack between the fuel cells (Chapter 2). Models for three detail
levels of this flat reactor are developed: the detailed model (Section 2.1), the zone
model (Section 2.2) and the phase model (Section 2.3). Additionally, the detailed
modelling of the anode and cathode gas compartments are discussed (Chapter 3).

In Part II, the results of the previous chapters are used to formulate the symmetric
stack model (Chapter 4). The numerical challenges of the implementation are dis-
cussed in Chapter 5 followed by the presentation of exemplary simulation results for
a symmetric section of the stack (Chapter 6). At the end, the results of the work are
summarised (Chapter 7).
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Chapter 2

Modelling of the Indirect Internal
Reforming Unit

In Section 1.3, a hierarchical approach for the modelling of the different gas com-
partments of an MCFC is proposed. The approach is used in this chapter for the
modelling of the IIR unit considering three different hierarchical levels (Fig. 2.1) [39].

The so-called detailed model (see Fig. 2.1a) describes the reactor on a length scale
in the order of 1073 m. A cutout section of the structured reactor is modelled, con-
sidering the exact three-dimensional geometry as used in the HOTMODULE. The
corrugated sheets as well as the cylindrical catalyst pellets are taken into account
(Section 2.1).

The results of the detailed model are used to implement the so-called zone model
(see Fig. 2.1b), which represents an entire IIR unit (Section 2.2). For this model, a
physically motivated approach is applied to simplify the complex geometrical structure
of the reactor. The model shows the effects observed in the detailed model on the
scale of the entire IIR unit.

For the coupling of the IIR model with an existing model of a fuel cell, a further
reduction of the complexity of the model is necessary. Mathematical conversion of the
model equations, especially an averaging over two spacial coordinates, lead to the so-
called phase model (see Fig. 2.1a). It is presented in Section 2.3. The complexity and
mathematical structure of the model is similar to the model of a Molten Carbonate
Fuel Cell developed by Heidebrecht et al. [23]. In Part II of this work, these two
models are combined to the symmetric stack model.

2.1 The Detailed Model

2.1.1. Geometry

The IIR unit consists of corrugated sheets which are located between a top and a
bottom metal sheet. On the one hand, they serve as a conductor for the electrical
current through the ITR unit. On the other hand, they provide proper stiffness to

over log, o(v) cell 1:1" cell2:i® el 3:i®  cell4:i¥)
[ (7] | [7hage | [0age | [T
[ 17y | [lRAR | AR | [

fo1.00x 107 1A | kAl | WA |

(7l [ [idmedN | kel [ A



2.1. The Detailed Model 13

a) Detailed model

Figure 2.1.: Scheme of the model hierarchy of the IIR unit.

accept compressible load but maintain electric contact to the neighbouring fuel cells.
Due to the fact that two successive punched hole in corrugated sheets are slightly
displaced, they form small rectangular cages. The geometrical dimensions of these
cages are of the order of 1073 m. Considering the flow direction, the cages are arranged
in a repeating pattern of rows. This repeating pattern is used in the entire reactor.

The reforming catalyst is available in the form of cylindrical pellets, which can be
placed into the cages. In the steady state simulations it is assumed that the catalyst
pellets are located in the centre of the corresponding cage with no contact to the
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14 Chapter 2. Modelling of the Indirect Internal Reforming Unit

metal sheets. In the IIR unit, the smallest repeating pattern is represented by four
rows of cages. Fig. 2.2 shows such a small section of the structure with a width of
four rows of cages and a length of 15 cages.

Inlet section

Row of cages
filled with

Four rows
of cages

Corrugated sheet
forming the structure
of the reactor .

Z

Outlet section

Figure 2.2.: Structure of the detailed model showing the four rows of cages (US-
Patent 6200696 [2]). The top metal sheet is removed for this drawing
to show the internal structure. Exemplary one row of cages is allo-
cated with catalyst pellets.

Using this simulation domain, different placements of the catalyst pellets are possible.
Allocations of one, two or three rows of cages with pellets are considered in this work.
These patterns are show in Fig. 2.3a to 2.3c.

Figure 2.3.: Different allocations of the detailed model with catalyst pellets. Al-
locations of (a) one row, (b) two rows and (c) three rows are shown.

First simulations showed that at least an inlet section as well as a length of 5 to 6
cages are necessary to form a fully developed velocity profile which is not influenced
by the gas inlet. Similar to this, an outlet section has to be implemented to reduce the
influence of the increased flow area close to the gas outlet. Even with this additional
section, the velocity in the last one or two cages is affected by the outlet boundary
conditions. Taking into account these requirements, the simulation domain should be
as long as possible. Considering the time needed for the simulation of the model, the
length of the simulation domain is fixed to 15 cages.
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2.1. The Detailed Model 15

2.1.2. Assumptions

For the definition of the detailed model of the IIR unit, several assumptions are
considered. A detailed discussion of the most important assumptions is given after
the following overview:

a) The system is at steady state.

b) The gas is ideal and contains methane, steam, hydrogen, carbon monoxide and
carbon dioxide.

¢) Molecular diffusion in the gas phase is considered using a constant diffusion coef-
ficient for each species, i. e. D; = const..

d) The gas flow is turbulent.
e) The reforming reactions take place at the surface of the catalyst pellets.
f) The top and bottom metal sheets have constant temperature.

With regard to molecular diffusion (assumption c)), the diffusion coefficients of the gas
mixture are estimated using the correlation of Chapman-Enskog for the binary diffu-
sion coefficients [43] and the extended approach of Wilke for the diffusion coefficients
in the gas mixture [45]. The gas diffusion coefficients are determined considering a
fixed temperature and a composition of the gas mixture which corresponds to the
chemical equilibrium at the given temperature. Thus, the resulting constant values
define the correct order of magnitude for these model parameters. An implementa-
tion of the above discussed correlations in the model would considerably increase the
numerical efforts which goes beyond the scope of this work. The values for the gas
diffusion coefficients used in this work are listed in Table 2.1 (Section 2.1.5).

With regard to the flow regime (assumption d)), the Reynolds number is of interest.
This dimensionless number is defined as Re = pudy/u. Approximating the IIR unit
as a gap between two infinitely long plates, the hydraulic diameter is defined as
d, = 2s. Using the channel height of s = 3 x 1073 m and the average values for
the velocity (1 = 1.4ms™1) as well as the gas density (0 = 0.23kgm~3) and the
dynamic viscosity (u = 1.08 x 1075kgm~!s~1), a Reynolds number of Re = 178 is
calculated. This indicates laminar flow if a critical Reynolds number of Re.,;; = 2300
for tubes is considered. But the critical Reynolds number is reduced in the IIR unit
due to deviations from the tube geometry. The frequent disturbances of the gas flow
by the corrugated sheet and the catalyst pellets have to be considered. Therefore, an
intermediate flow regime or even turbulent flow has to be considered in parts of the
simulation domain. Thus, a standard k-e-turbulence is used for the entire detailed
model. A comparison between simulations using a turbulent flow model and a laminar
flow model is given in Section 2.1.6.4.

The methane steam reforming reaction:
CHy + H,O = CO+3H; (refl)
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16 Chapter 2. Modelling of the Indirect Internal Reforming Unit

as well as the water gas shift reaction:
CO+ H;O0 = CO, + H, (ref2)

are assumed to take place at the catalyst pellets’ outer surface (assumption e). In
the literature, different expressions for the kinetics of both reactions can be found
[1, 12, 26, 29]. The kinetics depend on the exact chemical composition of the catalyst.
Furthermore, the catalyst pellets are porous and hence the conversion of the gas
includes mass transport and chemical reactions inside the pores. In this work, the
catalyst pellets are assumed to be highly active so that the gas composition at the
outer catalyst surface is close to the chemical equilibrium. Thus, the mass transport
inside the pellets is not considered explicitly, but the pellets are assumed to be solid
particles with a highly active catalytic surface. Simple mass action laws are used as
reaction rate expressions which provide a good approximation of the reaction rates
close to the chemical equilibrium conditions:

rAL, = ki P 2x X __t (r 4x X3 (2.1)
refl 0,refl pe CHy4 *H,0 Keer1 (T) pg CO XH, .

2 2
1
o = Ko We) e~ 7y (1) "COZ"Hzl 22

Sufficient high values are assigned to the reaction rate constants, kérefl and kérefZ’ to
keep the gas at the pellet surface close to chemical equilibrium all the time. The equi-
librium constants, Ky (T) and Keep(T), are calculated from thermodynamic equa-
tions via the Gibbs enthalpies of the considered reactions.

A fuel cell is located on the left and right hand side of the ITR unit in the stack. These
fuel cells are not considered in the detailed model. Due to the small size of the model
domain, the difference between the minimal and maximal temperature at the metal
sheet separating the reforming reactor from the fuel cells is small in the modelled
area. Therefore, a constant temperature for these sheets at the top and bottom of the
model is assumed (assumption f)). Considering this, the heat flux through the solid
domains representing the metal sheets is proportional to the difference between the
temperature set at these external boundaries of these domains and the calculated gas
temperature close to the wall.

2.1.3. Governing Equations

The steady state balance equations for the k-e¢ turbulence model are used in the
simulations of the detailed model of the IIR unit. Only the basic partial differential
equations for this approach to solve the Reynolds Averaged Navier-Stokes equations,
as defined by the CFD software ANSYs CFX, are listed here [11]. A detailed discussion
of these equations can be found in the literature [4, 30, 45, 49]. The reactions taking
place at the catalyst surface are accounted for in the boundary conditions.
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2.1. The Detailed Model 17

The continuity equation is given by:
V-(pu)=0 (2.3)
while the momentum balance is defined as:
V- (pu®u)=-V- (p’ + Mt (Vu + (Vu)T)) (2.4)
with the effective viscosity, peg:

Heff = M+ Ht (2.5)

In Eq. (2.4), p’ represents the modified pressure, which considers an additional pres-
sure term due to the fluctuating velocity components of the turbulence model:

2
pl=p+30k (2.6)

Furthermore, the k-e turbulence model assumes that the turbulence viscosity, pt, is
linked to the turbulence kinetic energy, k, and the turbulence eddy dissipation rate,
€, via the relation:

k2
pe =Cy i (2.7)

where C, is a constant for the k-¢ turbulence model as defined by ANsys CFX.
The turbulence kinetic energy, k, is defined as the variance of the fluctuations in

velocity while the turbulence eddy dissipation rate, ¢, is the rate at which the velocity
fluctuations dissipate. The corresponding differential transport equations read:

v.(puk):v.KﬁZ;) Vk]+pk+ps (2.8)
V- (pue) = V- Ky+gt) Ve} + ; (Cerp — Ce2 pe) (2.9)

where Cg1, Ce, 0 and o, are additional constants of the model.

Pk represents the turbulence production due to viscous forces, which is modelled using:

2
pr=mwVu- (Vu + (Vu)T) =3V uBuV-u+pk) (2.10)

For the energy balance, two equations are needed. On the one hand, an energy balance
is defined for the gas phase including convective energy transport (left hand side) and

8OUT over Iog1 0(1:)
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18 Chapter 2. Modelling of the Indirect Internal Reforming Unit

heat conduction as well as energy transport due to diffusion and turbulence (right
hand side):

Ht
V-(puh)=V- ()\VTgas—i-;pDihini—i- in) (2.11)

with the turbulent Prandtl number Pr;, which is the ratio between the kinematic
viscosity due to turbulence in the gas and the turbulent thermal diffusivity.

On the other hand, the energy balance in the solid compartments, e. g. the corrugated
sheets as well as the top and bottom metal sheets and the catalyst pellets, considers
only heat conduction:

0=V " (Asolia VTsolid) (2.12)

Furthermore, the component mass balance is required. It reads:

V-(puw;) =V- ((p D; + Syctt) Vwi) (2.13)

taking into account convective mass transport (left hand side) as well as molecular and
turbulent diffusion (right hand side). Sc; represents the turbulent Schmidt number,
which is defined as the ratio of the kinematic viscosity due to turbulence and the
turbulent diffusivity.

2.1.4. Boundary Conditions

All boundaries of the detailed model are presented in Fig. 2.4. On the one hand, there
are external boundaries of the simulation domain such as the gas inlet and the gas
outlet, the outer surface of the top and bottom metal sheet as well as the boundaries
at the left and right hand side of the model. On the other hand, internal boundaries
have to be taken into account: the surface of the catalyst pellets and the interface
between the metal sheets and the gas phase.

The external boundary conditions are defined by Egs. (2.14) to (2.21). The overall
mass flux at the gas inlet, g;,, is used to calculate the gas velocity, considering the
density of the gas at the inlet boundary (Eq. (2.14)). Furthermore, the gas tempera-
ture (Eq. (2.15)) as well as the gas composition in terms of mass fractions (Eq. (2.16))
are specified for the inlet flow:

gin
[n' (P u)]inlet = A (2'14)
inlet
Tgasinter = Tin (2.15)
Wilinlet = Wiin (2.16)
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Inlet

External boundaries: Internal boundaries:

/Pellet surface

X

X

Sheet }

surfaces
Outlet sheet

Figure 2.4.: Boundaries of the detailed model.

At the gas outlet, the relative pressure is given. It is constrained such that the area-
averaged pressure value is equal to this given outlet pressure:

_ 1
Prel,out = A //A Prel,outlet dzodz3 (2.17)

The temperatures at the outward boundaries of the top and bottom sheets are set to a
given temperature, which corresponds to an averaged temperature of the neighbouring
fuel cells:

Tsotidltop = Twall (2.18)

Tsotidlbottom = Twall (2.19)

The left hand side and the right hand side of the simulation domain are coupled by
a periodic domain interface using conservative interface fluxes. With regard to the
solid phase, the temperature as well as the energy flux on the left and right hand side
of the periodic interface have to be equal:

0= {Tsolid] - [Tsolid] (2.20)
left right

0= {n : (AsolidVTsolid)] - [n' (/\solidVTsolid)} (2.21)
left right

with the boundary normal vector, n. Similar boundary conditions are used for the
momentum balance, the energy balance and the component mass balances of the gas
mixture at the periodic interface.
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20 Chapter 2. Modelling of the Indirect Internal Reforming Unit

At the internal surfaces of the metal sheets, the velocity is equal to zero (no-slip
condition):

0= H (2.22)
sheet surface

Furthermore the temperature of the metal is equal to the temperature of the gas at
these surfaces. The wall boundary layer is considered using scalable wall functions as
implemented in the CFD solver ANsys CFX [11]:

{Tsolid] = [Tgas] (2.23)
sheet gas

Additionally, the heat flux across the solid-gas interface is given by:

[n ' ()\solidVTsolid)] = [n : </\gusVTgas +Y pDihiVuw; + l];rchg"s> ]
sheet i t gas

(2.24)

Moreover, the sheet surface is impermeable for all gas components, that means:

0= [n. ((p D; + ;‘;) le-) ]gas (2.25)

At the surface of the catalyst pellets, the reforming reactions are taking place. Due
to the laws of mass conservation, the mass flux density normal to the pellet surface
has to be equal to zero. Orthogonal to this normal direction, the no-slip condition is
applied. Thus the velocity at the catalyst surface is zero:

0= |:u:| (2.26)
pellet surface

Similar to the interface between the gas and the metal sheets, equations for the tem-
perature (Eq. (2.27)) and for the conservative energy flux (Eq. (2.28)) at the pellet
surface are defined for the energy balance:

{Tsolid] = {Tg%] (2-27)
pellet gas
Ut
n- ()‘solidVTsolid) = [n-: )‘guSVTgus + ZP D;hiVw; + Tthas
pellet i Tt gas
(2.28)
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Due to the reactions taking place at the pellet surface, a component mass transfer
occurs between the gas and the pellet surface (Eq. (2.29)). These component mass
fluxes depend on the rates of both reforming reactions, r#, and the stoichiometric
coeflicients, v; ;.

— i A
0= |:n . ((p D; + SQ) le> + Z Vij M; ri :|gas (2.29)

j=ref

The heat of reaction at the catalyst surface, ARh]' = vij M; r]A h;, is implicitly
accounted for in the enthalpy balance. Therefore, it does not explicitly appear in
the boundary conditions. With no turbulence at the pellet surface, i.e. yy = 0 a
combination of Eq. (2.28) and Eq. (2.29) results in:.

|:l‘l . (/\solidVTsolid) :|
pellet

gas

i j=ref

= [n- (AgasVTgas) + Y (—Ath)} (2.30)
j gas

2.1.5. Model Parameters

The parameters used in the model are listed in Table 2.1. For the metal sheets, the
properties of steel are applied whereas the properties of nickel are used for the cat-
alyst pellets. The values of the diffusion coefficients in the mixture are calculated
considering a representative temperature and composition of the gas mixture. The
thermodynamic properties of the gas such as the heat capacity, the enthalpy and the
entropy are provided by the material library of the simulation tool ANsYs CFX using
the NASA format [15, 33]. The values of the reaction rate constants are chosen in
a way that the reforming reactions are very close to chemical equilibrium (see Sec-
tion 2.1.2). The coefficients are considered as constant with regard to the temperature
and gas composition. This simplifies the numerical complexity of the problem.

2.1.6. Simulation Results

Three different variants of the detailed reformer model are considered. Of the four
rows of cages, one, two or three rows are filled with catalyst pellets (see Fig. 2.3).
After the definition of the inlet conditions, the simulation results of the model for
configurations with one row filled with catalyst pellets are discussed in detail. Further
on, the results of the three different configurations are compared and the differences
between turbulent and laminar flow modelling are analysed.
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22 Chapter 2. Modelling of the Indirect Internal Reforming Unit

t=1.00x10"°

Table 2.1.: Parameters used in the detailed model of the IIR unit.

Property \ Symbol \ Value

metal sheets (steel)

density Osheet 7854 kg m3

specific heat capacity B gheet 434]1<g_1 K1

thermal conductivity Agheet 60.5Wm~ 1K1
catalyst pellets (nickel)

density Ppellet 8903 kgm 3

specific heat capacity P pellet 444]l<g*l K1

thermal conductivity Apellet 90.7Wm~1K~!
diffusion coefficient at 900 K

methane Dcy, 2-107 m?s7 !

water Dy,0 3-1074m?s~!

hydrogen Dy, 5.1074m?s!

carbon dioxide Dco, 2-1074m?s!

carbon monoxide Dco 2-1074m?s!
reaction rate coefficients

methane steam reforming reaction kOArefl 0.3molm—2s~!

water gas shift reaction kérefZ 1.0molm—2s~!

The hexagonal mesh generated for the geometry includes 593744 elements. Consid-
ering the number of equations defined, approximate 6.5 million Degrees of Freedom
(DoF) have to be solved. Using ANsys CFX, one simulation takes about 5 hours
calculation time on an Intel Xeon processor with 3.2 GHz CPU speed. Up to 1.3GB
of RAM are required during the simulation procedure.

2.1.6.1. Boundary Conditions

The parameters for the boundary conditions at the gas inlet as well as for the top and
bottom sheets are listed in Table 2.2. These values represent typical inlet conditions
of the IIR unit considering natural gas as fuel and an average current density of
igpg = 80mA/em?. They are used for all simulations of the detailed model.

2.1.6.2. Results for a Catalyst Allocation of One of Four Rows

Fig. 2.5 shows the simulated velocity profile for the detailed model. The gas enters the
simulation domain at the inlet boundary located at the top with the velocity calculated
from the given mass flow rate. In the inlet section, the flow profile develops from a
constant velocity at the inlet boundary to an inhomogeneous velocity profile at the
beginning of the corrugated sheets. Fig. 2.5a shows the velocity profile at half the
height of the ITR unit (z3). Due to the reduced cross sectional area close to the catalyst
pellets and the no-slip boundary condition, the gas velocity is decreased around the
pellets whereas the velocity is increased in the areas without catalyst pellets.
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Table 2.2.: Operating conditions for the detailed model of the IIR unit.

Property | Symbol | Value
inlet conditions
gas temperature Tin 850K
mass flux Sin 21.945-10 % kgs™!
mass fraction of methane Win,CH, 0.196
mass fraction of water Win,H,0 0.587
mass fraction of hydrogen Win H, 0.028
mass fraction of carbon monoxide | w;, co 0.009
mass fraction of carbon dioxide Win,CO, 0.180
outlet conditions
relative pressure | Prel out | 0Pa
top and bottom wall
temperature | Twall | 850K

high

velocity

low

Figure 2.5.: Simulated velocity from the detailed model with 1 of 4 rows filled
with catalyst pellets. a) Velocity profile at half the height of the
model; b) to d) velocity profiles in a cross-section plane at the 3rd,
the 8t and the 13t™" pellet, respectively.

In the cross section profiles (Fig. 2.5b to Fig. 2.5d), one can see that the velocity
profile is repeated in an almost constant pattern after the first few catalyst pellets.
In the vicinity of the catalyst pellets, the gas is meandering slowly around the pellets
and it is almost stagnant compared to the gas in the other parts of the geometry. Due
to the displacement of successive catalyst pellets, the velocity is also reduced in the
area to the right or left hand side of the pellet. The ratio between the velocity close
to the pellets and the velocity in the rest of the IIR unit is about 1:10. In the whole
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24 Chapter 2. Modelling of the Indirect Internal Reforming Unit

geometry, the gas flow is repeatedly disturbed by the corrugated sheet. This results
in additional turbulence and mixing effects due to flow separation.

The temperature profile is displayed in Fig. 2.6. The cross section plots show that
after the 6" catalyst pellet a steady repeating pattern is reached with regard to the
temperature. Due to the endothermic reforming process, the temperature close to
the catalyst pellets is reduced. The resulting temperature difference is the driving
force for the energy fluxes from the gas phase and from the top and bottom walls
towards the surface of the pellets. Considering the temperature distribution in the
detailed reformer model, a distinct separation of the gas phase into two fractions can
be observed. While the gas close to the catalyst pellets has a lower temperature, the
gas without contact to the pellets stays at a higher temperature.

a)

high

temperature

wW

[K]

I’L‘Iz‘ outlet J ‘

Figure 2.6.: Simulated temperature profile for the detailed model with 1 of 4 rows
filled with catalyst pellets. a) Temperature distribution at half the
height of the IIR unit; b) to d) temperature distribution in a cross-
section plane at the 3, the 8t and the 13t pellet respectively.

Fig. 2.7 show a scheme of the two head flows towards the catalyst pellets. A quanti-
tative comparison between these two heat fluxes indicates that the heat flux through
the top and bottom sheets, Quan, is much higher than the energy provided by the gas
phase further away from the catalyst pellets, Qgas. Considering an MCFC system, a
temperature change of 10K is significant with respect to degradation rates and elec-
trochemical performance. Due to the fact that the ITR unit is intensively thermally
coupled to the neighbouring fuel cells in the stack, a temperature difference of 10K
in the IIR unit may also be considered as significant. The temperature difference be-
tween the gas around the catalyst pellets and the corrugated sheets or the remaining
gas is several times as high as this threshold value. Thus, the endothermic reforming
process in the ITR unit represents a local heat sink with regard to the neighbouring
fuel cells in the stack.
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Qwall

Quu—> G Qe

z
3 Z]
/ %

Qwall

Figure 2.7.: Scheme of the energy fluxes to the catalyst pellets. The energy is
provided via the top and bottom wall (Qy,;) as well as via gas phase
(Qqas) and is used for the reforming reactions at the catalytic active
surface of the pellets.

The concentration profiles for methane, carbon dioxide and hydrogen are presented
in Fig. 2.8. Methane is consumed by the methane steam reforming reaction at the
surface of the catalyst pellets (Fig. 2.8a). Thus, the methane concentration is reduced.
This results in a gradient in the methane mole fraction between the gas close to
the pellet surface and the gas far from the catalyst. The difference is in the order
of several mole percent. Similar gradients can be observed for the products of the
reforming reactions, namely carbon dioxide (Fig. 2.8b) and hydrogen (Fig. 2.8c). The
highest concentrations of these reaction products can be found close to the catalyst
pellets whereas the lowest concentrations are in the free flowing gas. The turbulent
characteristic of the gas flow combined with the diffusive mass transport of the educts
to the catalyst pellets as well as the mass transport of the products away from the
catalyst pellets result in funnel-shaped concentration profiles.

After a few catalyst pellets, the gas composition in the proximity of the pellets reaches
the chemical equilibrium with respect to the reforming reactions. In this inlet region,
the overall reaction rates are limited by the available catalyst surface and the activity
of the catalyst. Once the gas around the pellets reaches its equilibrium composition,
the reforming process is dominated by the mass transport of the reacting species
towards and away from the pellet surface. Thus, after the inlet region, the rates of
the reforming reactions are independent of the catalyst activity, at least as long as
it is sufficiently high. It provides a constant thermal profile even in case of catalyst
degradation, which is inevitable in such systems. Due to the fact that catalyst is
added in excess, the degradation of the catalyst material does not influence the overall
efficiency of the reforming process considering a planed life time of 5 years for a fuel
cell stack with IIR units. This important feature of the presented reactor concept is a
result of its geometrical structure consisting of the corrugated sheets and the catalyst
pellets.
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Figure 2.8.: Simulated gas compositions for the detailed model with 1 of 4 rows
filled with catalyst pellets. The plots show the profiles in the main
plane for the mole fraction of the following species: a) methane; b)
carbon dioxide; c) hydrogen.

The concentrations profiles as well as the spatial temperature distribution and the
velocity profile indicate that the reactor is divided into two zones: The first zone is a
reactive zone close to the catalyst pellets. Because the flow is hindered by the pellets,
the velocity is reduced in this zone. Additionally, the endothermic reforming process
taking place at the surface of the catalyst pellets results in a significant temperature
drop in this zone. The second zone is a non-reactive zone where the gas has no contact
to the catalyst surface. Compared to the gas composition in the non-reactive zone, the
concentration of the components in the reactive zone are influenced by the reactions
taking place at the catalyst surface. This results in an increase of the concentrations
of the reaction products and a decrease of the concentrations of the educts in this zone
(Fig. 2.8). The exchange of mass and heat between the two zones due to diffusion
and heat conduction determines the reaction rate of the overall system. Thus, the
reactions are limited by the mass transport between the two zones defined by the
corrugated sheets and the placement of the catalyst pellets.

2.1.6.3. Comparison of Different Catalyst Distributions

In addition to the model with an allocation of one row filled with catalyst pellets,
simulations have also been carried out for models with two or three rows of cages
filled with pellets, respectively. The additional catalyst pellets extend the size of the
reactive zone and reduce the non-reactive zone. For all these simulations, the inlet
conditions listed in Table 2.2 were used.
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Fig. 2.9 compares the temperature profiles for the three configurations. In each of
them, a similar pattern for the temperature is visible. The scale of the figures is
identical and corresponds to the scale used in Fig. 2.6. A balance between the heat
flux through the top and bottom sheets into the gas and the heat sink due to the
reforming process is reached near the 7P catalyst pellet. After that, a constant
pattern in the temperature profiles is visible. The simulations show nearly identical
temperatures at the surface of the catalyst pellets for all three allocations with catalyst
pellets. The more pellets are used, the more gas is converted, causing an increasing
heat consumption in the reactive zone. However, the heat exchange area between the
reactive and the non-reactive zone is identical in each variant. But, the heat exchange
area between the top and bottom sheets and the reactive zone also grows with the
number of catalyst pellets. This confirms the findings that the main heat supply
to the reforming process happens directly through the outer metal sheets from the
neighbouring fuel cells as discussed in Section 2.1.6.2.

bdome bdome 4

high
high
high

temperature
temperature
temperature

iow
W
w

ZIL‘I" * outlet ‘ ‘

Figure 2.9.: Temperature distributions for different catalyst allocations for models
with 1, 2 and 3 catalyst pellet rows. The same temperature scale is
used for all three plots.

The corresponding concentration profiles for methane are shown in Fig. 2.10. The
scale used in the three concentration plots is identical and corresponds to the scale
used in Fig. 2.8. For each model variant, the reactive zone and non-reactive zone as
well as the funnel-shaped concentration profiles are clearly visible. Mass transfer is
only possible between the two zones. Therefore, the lowest methane concentrations are
found in the centre of the reactive zone, where the gas is close to chemical equilibrium.
Fresh, unreacted gas can only reach this area due to diffusion.

On the one hand, the yield of the reforming reactions is increasing with the number
of catalyst pellets used, but on the other hand, the pressure drop rises as well. Fur-
thermore, an increase of the number of catalysts and therefore the size of the reactive
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Figure 2.10.: Methane mole fraction for different catalyst allocations for models
with 1, 2 and 3 catalyst pellet rows. The scale of the methane
concentration is equal for all three plots. Due to the increased
catalyst surface area in the reactive zone the lowest methane mole
fraction can be observed if 3 of 4 rows are filled with catalyst pellets.

zone results in an increase of the overall heat flux through the top and bottom metal
sheets. Thus, one can manipulate the heat transfer from the neighbouring fuel cell to
the reforming reactor by changing the amount and / or the distribution of the catalyst
pellets. Therefore, the catalyst density in the ITR unit can be used as a parameter to
influence the local temperature in the fuel cell stack.

2.1.6.4. Comparison Between Turbulent and Laminar Flow Simulations

As stated in the assumptions (see Section 2.1.2), the k-e-turbulence model was ap-
plied in the above discussed turbulent simulations. Fig. 2.11 compares the results for
turbulent flow (images at the bottom) and for laminar flow (images at the top) for
a model with a single row filled with catalyst pellets. This comparison is done for
the velocity (Fig. 2.11a), the temperature (Fig. 2.11b) and the methane mole fraction
(Fig. 2.11c). The images for both flow regimes use identical scales, which are equal
to the scales used in the previously shown figures of the corresponding quantity.

The difference between the two flow regimes is clearly visible in the velocity profiles.
The laminar velocity profile shows direct stream lines in the non-reactive zone from
the inlet section towards the outlet section. Considering a turbulent flow regime
results in a more homogeneous velocity profile. The difference between the velocity
in the non-reactive zone and the reactive zone is increased in the laminar case.
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Figure 2.11.: Comparison between the results for laminar and turbulent flow for
the velocity (a), the temperature (b) and the methane mole fraction
(c) for a simulation with an allocation of one row with catalyst
pellets.

The chemical equilibrium of the reforming reactions at the catalyst surface depends
on the temperature as well as on the gas composition. If turbulence is considered,
an additional transport mechanism for mass and heat between both zones is added.
Therefore, the mass flow rate of methane to the catalyst surface is increased in the tur-
bulent case. Due to the endothermic nature of the methane steam reforming reaction,
this results in a lower temperature and, taking into account the chemical equilibrium,
higher methane concentrations. The effect of the additional heat and mass transport
is recognisable in the temperature and concentration profiles.

The simulation results do not allow an unambiguous determination of the flow regime.
This indicates a flow in the transition area between the laminar and the turbulent
regime. Thus, either an experimental data or models using Direct Numerical Sim-
ulation (DNS) are needed to distinguish between both possibilities. The required
investigations are beyond the scope of the presented work.

2.1.7. Summary

In this section, different variants of the detailed three-dimensional model were pre-
sented by showing small cutouts of the Indirect Internal Reforming (IIR) unit. For
these simulations, the exact geometry with the corrugated sheets and the individual
catalyst pellets were taken into account.
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30 Chapter 2. Modelling of the Indirect Internal Reforming Unit

The analysis of the detailed model showed two important features of this reactor:
First, due to the geometrical structure of the reactor, the reaction rate is limited
by mass transport between a reactive and a non-reactive zone. A stable repeating
pattern can be found for the temperature and velocity profiles while the concentration
profiles show funnel-shaped profiles. Because of the excess of catalyst material, the
degradation of the catalyst does not influence the overall reaction rate in the reforming
reactor as long as its active surface is large enough. Therefore, a constant temperature
profile can be expected in the IIR unit even after long operation time.

The second aspect is that the main heat transport route towards the cold reaction
zone is from the neighbouring fuel cells through the top and bottom sheets directly
into the reactive zone. Thus, the local temperature in the fuel cells can be influenced
by the amount and the distribution of the catalyst pellets in the IIR units.

2.2 The Zone Model

2.2.1. Geometry and Assumptions

The detailed model is used to analyse a small cutout section of the reforming reactor.
A modelling of the entire IIR unit on a similar detail level is not possible due to the
increasing numerical effort required to solve the model. But, such a model is desirable
to analyse the results found in the detailed model on the scale of an entire IIR unit.
Therefore, the zone model is derived from the detailed model neglecting the exact
structure of the corrugated sheets. Furthermore, the simulation domain is divided
into the two zones identified in the detailed model: the non-reactive zone and the
reactive zone which includes the catalyst pellets. The sizes of these zones are chosen
according to the results of the detailed model (Fig. 2.12). The resulting model is used
to simulate an entire IIR unit. Exemplary, a simulation representing the design of
an IIR unit as used in the HOTMODULE is created to analyse the temperature and
concentration profiles [39].

A scheme of this reforming reactor is shown in Fig. 2.13. It is divided into four sec-
tions with different flow directions and different spatial distributions of the reforming
catalyst. On the lower right hand side, the gas enters the IIR unit. There are no
catalyst pellets in this part of the reactor (section I). Following the orientation of the
corrugated sheets, the gas changes its main flow direction entering section II. In this
section each forth row is filled with catalyst pellets (displayed as grey lines). After a
second redirection of the gas, the last two sections follow. In section III the allocation
is not changed but in section IV an alternating pattern of two rows filled with catalyst
pellets and two rows without catalyst pellets is used.

The zone model of the entire ITR unit is based on the results obtained from the de-
tailed model. First, the reactive and the non-reactive zones are represented by cuboid
volumes (see Fig. 2.12). The width of the reactive zone corresponds to the width of
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detailed model zone model

Figure 2.12.: Comparison of the structures of the detailed model and the zone
model. N: non-reactive zone; R: reactive zone; P: catalyst pellet.

the zone of low gas velocities (see Fig. 2.5), which is identical to the width of the zone
with low temperature (see Fig. 2.6). The exact geometry of the catalyst pellets is
neglected and their volume is considered as part of the reactive zone. Furthermore,
the surface reactions are replaced by a homogeneous gas phase reactions in the whole
cuboid representing the reactive zone.

In a second step, the exact geometry of the corrugated sheets is neglected. To include
the flow resistance of the sheets and the catalyst pellets in the model, an additional
pressure drop term based on Darcy’s law with anisotropic permeabilities is included
in the equations. These permeabilities account for the orientation of the corrugated
sheets and the additional pressure loss caused by the catalyst pellets.

The third step is to expand this simplified geometry to the size of the whole IIR unit.
In this step, the orientation of the corrugated sheets and the catalyst pellet allocation
of the four sections of the ITR unit are considered (see Fig. 2.13).

2.2.2. Governing Equations and Boundary Conditions

For the zone model, equations similar to for the detailed model are used including the
k-e-turbulence model. Only the changed equations are listed here.

As mentioned above, an additional term describing the pressure drop, Sy, is added
to the momentum balance:

V- (pugu) = =V (p/ + pegs (Vut (Vo)) ) + S (2.31)

It is defined as follows [36]

-1
Sm =~ Ky, - u (2.32)
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Wiyt

outlet section -

ZIT_& reformed gas ﬂ
ﬂ ﬂ ﬂ feed gas

Figure 2.13.: Scheme of the IIR unit as used in the HotModule (US-Patent
6200696 [2]). For illustration of the reactor structure, the num-
ber of rows with catalyst pellets is reduced.

where y is the dynamic viscosity of the gas mixture, u is the velocity vector and Kperm
is the tensor describing the anisotropic permeability.

With regard to the permeability tensor, Kperm, only the contributions in the two main
directions, z1 and zp, are considered. Due to the fact, that the height (z3-coordinate)
is small compared to the other two coordinates, the permeability in this direction is
neglected. Thus, the permeability tensor reads:

R
errm,H 0 0
_ R
errm = 0 errm,J_ 0 (2.33)
0 0 0
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In the main flow direction of the corrugated sheets, nearly no obstacles are present
while perpendicular to this direction the sheets which form the cages hamper the gas
flow. Considering the reactive zone with the rows of cages filled with catalyst pallets,
the additional reduction of the gas flow area results in a further pressure drop. The
parameter values used in the simulations of the zone model are listed in Table 2.3.

In analogy to the energy balance of the gas phase in the detailed model (Eq. (2.11)),
the energy balance reads:

V- (puh)=V- (Agaswgas + Z p D; 1;Vw; + Iﬁ’;w> (2.34)

Furthermore, the reforming reactions are incorporated in the component mass bal-
ances equations as source term (last term on the right hand side of Eq. (2.35)). This
term is only considered in the reactive zones.

V- -(puw;)) =V- <(p D; + ;1;> le> + ZfVi'j M; 7”]‘-/ (2.35)
j=re

The reforming reactions are considered as quasi-homogeneous gas phase reactions.
Thus, the surface-related rates are transformed using the ratio of the external surface
area of the catalyst pellets, Apeuet, and the volume of the reactive zone, Vieactive:

Apellet
r/ = AP

j (2.36)

] Vreactive

For the zone model, temperature profiles for the top and bottom walls are required.
Considering a possible experimental validation of the model, a constant temperature
at the top and bottom metal sheet are assumed. At the gas inlet on the bottom right
(see Fig. 2.13), the gas temperature as well as the mass flow and the gas composition
are set whereas the relative pressure is given at the gas outlet. For all other walls, the
no-slip boundary condition is set and thermal isolation is applied.

2.2.3. Model Parameters

In the zone model, the parameters of the detailed model, e. g. the diffusion coeffi-
cients, are used. The relevant thermodynamic properties of the gas, namely the heat
capacity, the enthalpy as well as the entropy, are provided by the material library of
the simulation tool CFX using the NASA format [15, 33]. Table 2.3 lists the addi-
tionally needed parameters. The values for the anisotropic permeability tensor in the
different zones and for the different directions have been estimated by comparison of
simulated and measured pressure drops on such a full scale IIR unit. Due to the fact
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34 Chapter 2. Modelling of the Indirect Internal Reforming Unit

that the height of the reforming reactor is small compared to the length and width,
the permeability in this direction is neglected.

Table 2.3.: Model parameters.

Property \ Symbol \ Value

inlet conditions

gas temperature Tinlet 850K

mass flux Qinlet 0.439 103 kgs~!

mass fraction of methane Winlet,CH, 0.196

mass fraction of water Winlet,H,0 0.587

mass fraction of hydrogen Winlet,H, 0.028

mass fraction of carbon monoxide | Winletco 0.009

mass fraction of carbon dioxide Winlet,CO, 0.180
outlet conditions

relative pressure ‘ Preloutlet ‘ 0Pa
top and bottom wall

temperature \ Twall \ 850K
reaction rate coefficients

methane steam reforming reaction kg rofl 192molm 35T

water gas shift reaction ky et 640 molm—3s~!
anisotropic permeability in the non-reactive zone

in flow direction KN;rm,H 2-107m?

orthogonal to the flow direction K§’erm, 1 20-107?m?
anisotropic permeability in the reactive zone

in flow direction KRerm,H 100 - 10~ m?

orthogonal to the flow direction Kferm, 1 20-107? m?

2.2.4. Simulation Results

Just like the simulation results of the detailed model, the simulation results presented
in this section were obtained in the framework of an industrial collaboration project.
Thus, similar restrictions apply with regard to the presentation of quantitative data.
Only qualitative results of the zone model are shown and their relevance for the fuel
cell stack are discussed.

The hexagonal mesh generated for the zone model contains 439780 elements. Using
the same computational hardware as for the detailed model (Intel Xeon 3.2 GHz),
simulation results are available after several days computation time. The increased
computation time is a result of the model structure, e. g. a great number of iterations
is required to find the steady state solution. Up to 1.0 GB RAM is needed during the
numerical solution.
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2.2.4.1. Temperature

In Fig. 2.14, the temperature distribution in the entire IIR unit according to the zone
model is shown. The gas enters the simulation domain on the bottom right corner
(Section I of the IIR unit; see Fig. 2.13).

high

temperature

low

[K]

Lop b oower 44 o1

Figure 2.14.: Temperature distribution in the model of the entire |IR unit. The
four sections of the IIR unit with different flow directions and dif-
ferent catalyst allocations are visible.

Due to the fact that the feed gas temperature is equal to the temperature of the top
and bottom wall in this part of the IIR unit and no catalyst pellets are located in
this section, the heat flux is zero and the gas temperature does not change. At the
transition to section II, the gas hits the first catalyst pellets. As a result of the high
concentration of methane as well as the high temperature, a high reaction rate for the
reforming process can be found at this point. Thus, the gas mixture is quickly cooled
down in the reactive zones. The temperature drop in these zones is in the range of
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36 Chapter 2. Modelling of the Indirect Internal Reforming Unit

several 10K. The heat losses are partially compensated by the heat flux through the
top and bottom wall, which is proportional to the temperature difference.

The structure of the IIR unit with separate reactive and non-reactive zones is clearly
visible in the temperature profile of the last two sections. Since the methane con-
centration decreases along a stream line, the reaction rate and with it the heat sink
decreases as well. Thus, the constant temperature of the top and bottom sheets results
in a rise of the gas temperature along the flow path.

2.2.4.2. Methane Concentration

The simulated methane mole fraction is displayed in Fig. 2.15. Similar to the temper-
ature profile, the methane mole fraction starts to change at the first contact of the gas
with the reactive zones, i. e. in the top right corner at the first catalyst pellets. The
funnel-shaped concentration profiles observed in the detailed model can also be found
in the simulation of the entire IIR unit. Especially in sections III and IV, the mole
fraction of methane decreases almost linearly. This corresponds to the observed tem-
perature distribution in the IIR unit. Following the gas flow, the chemical equilibrium
is nearly reached at the gas outlet taking into account the average gas temperature
at this point.

As shown in the discussion of the simulation results for the detailed models, the
structure of this reactor results in a limitation of the reaction rates by the mass
transfer to and from the surface of the catalyst pellets and not in a limitation by the
catalyst activity. Only at the first few pellets, an influence of the reaction kinetics
is visible (see Fig. 2.6 and Fig. 2.8). A deactivation of the first catalyst pellets will
only result in a small shift of the profiles towards the following catalyst pellets, but it
will not significantly alter the temperature profile along the rest of the reactor. Thus,
a temporally stable temperature profile for the neighbouring fuel cells will still be
provided.

2.2.5. Summary

Using the geometry of the IR unit used in the MCFC system HOTMODULE as ex-
ample for a zone model, the concentration and temperature profiles were computed.
The reactive and non-reactive zones are considered in this model and they are clearly
visible in the simulation results. The results show a reduction of the temperature in
the TIR unit due to the endothermic reforming process. Thus, the IIR unit acts as
cooling devices for the neighbouring fuel cell in the stack.
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Figure 2.15.: Methane mole fraction in the model of the entire IR unit. The
mole fraction of methane is continuously reduced. The reactive and
non-reactive zones in the IR unit are clearly distinguishable.

2.3 The Phase Model

Although the zone model allows the simulation of a complete ITR unit, it is still too
complex to be incorporated in a system model of a fuel cell stack. Thus, an additional
reduction step is necessary (see Fig. 2.1¢). In this third level of the modelling hierarchy,
the essential characteristics of this structured reactor, the mass transport limitation
of the reforming process, must be preserved. The complexity of the model equations
is reduced using a mathematically motivated approach.
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38 Chapter 2. Modelling of the Indirect Internal Reforming Unit

2.3.1. Geometry and Assumptions

The aim of model reduction is a representation of the zone model (Section 2.2) which is
compatible to the existing fuel cell model with regard to complexity and fundamental
assumptions such as:

e Ideal gas behaviour.
e Isobaric conditions.

e The heat capacity of the gas mixture depends only on its composition, but not on
temperature [18]. The heat capacities of the pure components are calculated at a
reference temperature of T" = 600 °C corresponding to a dimensionless temperature
of 9" = 2.93. This temperature represents the operating temperature of an MCFC
and is, thus, chosen as linearisation point for the calculation of the thermodynamic
values. A detailed description of this assumption can be found in Appendix A.2

Additional assumptions, especially with respect to the geometric structure of the ITR
unit, are needed for the model reduction:

o In the zone model, the feed gas enters the IIR units in the lower right corner
and it is redirected several times (see the scheme of the zone model in Fig. 2.13).
Considering the absence of catalyst pellets in section I of the reactor and the small
size of section II, the structure of the reactor is approximated by an unidirectional
gas flow direction from the top towards the outlet at the bottom (negative z1-
direction).

e The contribution of molecular and turbulence diffusion to the mass transport in
the main flow direction is small compared to convective mass transport and, thus,
can be neglected. With respect to mass transport across the interface between the
non-reactive and the reactive zone, the turbulent and molecular contributions are
lumped to one diffusive mass transport term.

e The detailed simulations have shown that gas velocities in the reactive zone close
to the catalyst pellets are at least one order of magnitude lower than the velocities
in the non-reactive zone. Therefore, its contribution to the total mass transport is
small compared to the convective mass transport in the non-reactive zone. Thus,
a stagnant gas phase is assumed in the reactive zone.

e All gradients of state variables in z3-direction are small compared to the gradients
in flow direction and, thus, can be neglected.

Two steps are applied to reduce the complexity of the model. In the first step,
the assumption of negligible gradients along the channel height is used to create
an intermediate zone model in terms of two spatial dimensions only. After that,
integration over the width of one half combination of a non-reactive zone and a reactive
zone is performed. This results in an averaged representation of the non-reactive zone
and the reactive zone as continuous phases in the entire area of the IIR unit. Since
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the existing fuel cell model is formulated in terms of dimensionless quantities, the
reduced ITR model is converted in a dimensionless form afterwards (Fig. 2.16).

Figure 2.16.: Structure of the phase model consisting of the reactive phase (or-
ange, index R) and the non-reactive phase (blue, index N). The
heat and mass fluxes at the interface between both phases are
marked by the upper index I.

2.3.2. Derivation of the Reduced Model

Fig. 2.17 shows the basic structure of the zone model. The model is divided into
two parts: the non-reactive zone and the reactive zone with the catalyst pellets (see
Section 2.2). In the zone model, these catalyst pellets are considered a part of the
reactive zone. But in the phase model, the volume of the pellets is separated from
the non-reactive zone to account for the reduced volume. The width b corresponds to
the width of the four rows formed by the corrugated sheets. Thus b equals the width
used in the detailed models. Considering an allocation of a single row with catalyst
pellets, the non-reactive zone spans three rows of empty cages and one row filled with
catalyst pellets represents the reactive zone. Due to the symmetry it is sufficient to
consider only one half of this width for the derivation of the governing equations as
indicated in Fig. 2.17.

In the MCFC stack used in the fuel cell system HOTMODULE, one IIR unit delivers
gases for 8 fuel cells. In order to be able to easily change this ratio, one eighth of
the ITR unit’s height is considered as a basic height corresponding to one cell, d(1¢¢ll),
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Figure 2.17.: Basic structure of the zone model of the IIR unit with the reac-
tive zone (index R), the non-reactive zone (index N), the interface
between these two zones (index I) and the catalyst pellets (index
P).

Depending on the number of cells per IIR unit, 7.5, the height of the IIR unit, d, is
scaled according to:

d = Nges d(lcell) (2.37)

Using the partial mass balance in the non-reactive phase as an example, the procedure
for the model reduction is explained in detail in the next section.

2.3.2.1. Component Mass Balances of the Non-reactive Phase

The general three-dimensional component mass balances in the IIR unit using dimen-
sional quantities is given by:

aCl‘

E =-V. (u Cl') - Vﬁi,diﬁ‘ (2.38)

The term on the left hand side describes the mass accumulation, while the two terms
on the right hand side account for convective and diffusive mass transport, respec-
tively. The tilde for the molar diffusion fluxes, ﬁi,dlﬁ‘a indicates that this is a dimen-
sional quantity. Mass transport due to turbulence is included in the diffusive mass
flux term.

In the first step, the assumption of negligible gradients in z3-direction of the IIR gas
phases is applied. Thus, the component mass balances are reduced to two dimensions:

¢ 9 . o . .\ OMigig1 Mgy
= = -5 (Mé&)— 5 - (h6) - - (2.39)
ot 021 0z 021 0z
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with the zz-averaged variables for the concentrations, ¢;, the velocities i, and the
molar diffusion fluxes, 1; 4.

Fig. 2.18 presents the intermediate structure of the two-dimensional model after the
integration over the zz-coordinate. The figure shows one half width of the non-reactive
zone and the reactive zone, e.g. a width of Azp = b/2. The reactive zone includes
the catalysts pellets, which are completely surrounded by this zone and are depicted
as dead volume in which no reaction or transport occurs. The width of these zones
changes along the flow direction if the allocation of catalyst pellets changes. On the
right hand side as well as on the left hand side, symmetric boundary conditions are
applied, while heat and mass transport are considered at the interface between the
non-reactive and reactive zones.

Z

b'l2 b®12 bV 12 t
]

bl2

Figure 2.18.: Two-dimensional representation of the zone model as an intermedi-
ate step of model reduction.

The volume fractions of the non-reactive zone, of the reactive zone and of the catalyst
pellets sum up to unity:

1=eN 4Ry el (2.40)

They are defined as the ratios between the width of the corresponding zones and the
total width:

p_bp/z R_bR/Z

N
= et = —— N—b/z
b/’ b/o !

Fel _
b/2

(2.41)

The component mass balances of the non-reactive zone, Eq. (2.39), is further simpli-
fied. As stated above, the diffusive flux in the main flow direction, z7, is assumed to
be small compared to the convective flux in this direction and, thus, can be neglected.
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42 Chapter 2. Modelling of the Indirect Internal Reforming Unit

Therefore, the mass balance equations in the non-reactive zone (0 < zp < "/2) can
be written as:

%% _ 2 (aq a< i ) (2.42)

- = iy C; + 1 g
at azl 24 1,d1ﬁ',2

In the second step, Eq. (2.42) is integrated over the width of the non-reactive zone,
creating a homogenised gas phase for this zone with respect to the z;-coordinate.

N2 ge. LAVEI N2 g A
1 _ S _ o AA. o
fowen ) a @eddn [ o (bt aga) dn

(2.43)

For the evaluation of the integrals in Eq. (2.43), profile assumptions are made. Since
changes in z,-direction are considered negligible compared to changes along the main
direction of the flow, z1, the concentrations, ¢;, and the component molar mass flux
density in the non-reactive zone, i1 ¢;, are assumed to be constant with regard to z;.

¢i(z1,22) = ¢V (z1) (2.44)

i1 (21,22) 6i(z1,22) = Uy (z1) ¢ (z1) = g} (1) (2.45)

Inserting these profile assumptions in the accumulation term as well as the convection
term in zp-direction of Eq. (2.43) yields:

N A ZZZhN/Z
- [“2 o + Migig o o (2.46)
-

bNocN  pNogN
2 9 2 9z

According to the symmetry condition at zp = 0, the convective and the diffusive terms
become zero at that point:

ﬁirdlﬁf,z(zzzo —0 (2.47)

=0 (2.48)

n. AN
u2ci 22:0

At the right boundary of the integral, zo = bV/2, the balance of the molar mass fluxes
at the interface between the reactive and the non-reactive zone is defined as (see
Fig. 2.18):

0= —if - [gM]

with the first term describing the molar mass flux across the interface and the last

. ~ N, 2
><smoc+[u ;' +njg; X COS i 2.49
ZZZbN/Z 2 1 l,dljj(,z ZZZbN/Z ( )

two terms account for the molar mass flux in the z1- and zp-directions, respectively.
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After reordering and inserting the profile assumptions (Eqgs. (2.44) and (2.45)), the
molar mass flux in zp-direction at the phase interface can be expressed as:

_ [&N} o sina n ?iil

A N A
[uz Ci + ni,dlﬁrz}

zy=bN/2 2=bN/2 " cosa  coswa
N /2 nl
N i
[g’ Lz:bN/z 0z1 + Ccos i (2:50)

with the derivative of the width of the non-reactive phase with respect to the zq-
coordinate given by

obN/2  sinw

dz7  cosw

(2.51)

Inserting the expressions for the right boundary (Eqgs. (2.47) and (2.48)) and the left
boundary (Eq. (2.50)) of the integral into Eq. (2.46) results in:

ﬂﬂ:fﬁagfﬁgwai (2.52)
2 ot 2 0dz7 071 cos o

where the last term on the right hand side accounts for the molar mass flux across
the interface. As the phase interface is perpendicular to the molar mass flux at the
interface, ﬁlI , 1. e. the angle « is zero, the denominator of this term is approximately
one. Thus, it can be removed from the equation.

Using the product rule of differentiation to combine the first two terms on the right
hand side and inserting the volume fraction, eN (Eq. (2.41)), the final equation for
the component mass balances in the non-reactive phase reads:

ocN d 2 -
S )i =

The total mass balance of the non-reactive phase is defined as the sum over all com-
ponent mass balances (Eq. (2.53)):

ocN 0 2
N Yt o N a1
¢ o 0z (8 8 ) b (2:54)

with the total concentration ¢; = 3, ¢;, the total molar mass flux density ¢N = 3 glN
and the total molar mass flux density across the interface 1l = > ﬁf .

At steady state, Eq. (2.54) yields the total molar mass flux density in the non-reactive
phase. If the allocation of catalyst pellets is changed, the width of the non-reactive
phase and, therefore, its volume fraction is increased or decreased in a discrete step.
Due to the discrete nature of the change, it does not result in a flux across the phase
interface but in a corresponding change of the total molar mass flux density gN .
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A description of the gas composition in terms of mole fractions is desired for the
dimensionless formulation of the equation. The definition of the mole fraction is:
Ci

X; = o (2.55)

and the derivative of the mole fraction with respect to time reads:

i _ 9 (e _ 194 cou
ot ot Ct o _Ct ot C% ot
o 1aCi xiact

Inserting the equations for the component and the total mass balances (Egs. (2.53) and
(2.54)) yields a partial differential equation for the mole fraction in the non-reactive
phase:

oxN oxN 2
NN _ N NCYN S NI
5 — €8 o2 b (n x nt> (2.57)

1 1

After re-grouping of suitable variables to dimensionless parameters (see Appendix A.1.1),
the resulting dimensionless equation reads:

(teetr) 1 oy — _N Nﬂ_( I'_ 4N 1) (2.58)

N
Nee1s €V oN ot v 94 np —Xi M

where 714 is the number of fuel cells per IIR unit (see Eq. (2.37)).

The term on the left hand side of Eq. (2.58) describes the accumulation of species i
while the two terms on the right hand side account for the convective mass transport
and the mass transport across the interface.

2.3.2.2. Component Mass Balances of the Reactive Phase

For the reactive phase, the reforming reactions are added to Eq. (2.39). Furthermore,
the gas is assumed to be stagnant in this phase with respect to the direction z1. The
resulting component mass balances for this phase reads:

d¢; Jd /. . =~ A . A
m = ——azz (le ¢+ ni/diﬁrlz) + Z Vit (Ci, T) (2.59)
]
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Using a similar algorithm as for the derivation of the equation for the component
mass balances of the non-reactive phase, the component mass balance of the reactive
phase is derived as:

ac 2
i I+ZV1] 7 (2.60)

The summation over all species i yields the total mass balance of the non-reactive
phase (Eq. (2.60)):

SR aCt _~ Nt + ZV] (261)

Inserting Egs. (2.60) and (2.61) into Eq. (2.56) results in an equation for the mole
fractions in the reactive phase:

R
sRcfagZ :i(ﬁl x! nt)—l-gR Zf (1/1] x! 1/]) R (2.62)
j=re

In Eq. (2.62), the mass accumulation in the reactive phase is accounted for in the
term on the left hand side. The two terms on the right hand side consider the mass
transport across the interface as well as the concentration change due to chemical
reactions, i. e. the methane steam reforming (refl) and the water gas shift reaction

(ref2).

After reordering and grouping of variables (see Appendix A.1.2), the final dimension-
less equation is given by

1 xRk 1eell
Neells € V(lcell) 191{ al = (nI —Xi nl) +€R E (Vz] Xi V]) Neells Da( cell) j
T j=ref

(2.63)

Similar to the basic volume of the IIR unit, y (Leell) , the Damkohler numbers, Da](1 Ce”)

are scaled with the theoretical height of the IIR unit for one fuel cell, d(eell), There-
fore, these parameters are multiplied with the number of fuel cells per IIR unit, 7.
(see Eq. (2.37)).

2.3.2.3. Enthalpy Balance of the Non-reactive Phase

The equation for the enthalpy balance of the non-reactive phase can be derived anal-
ogously to the equation for the component mass balances (Eq. (2.58)). After the
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46 Chapter 2. Modelling of the Indirect Internal Reforming Unit

integration step and the conversion to a dimensionless form, the energy balance of the
non-reactive phase reads:

N e @ 00Ny youN
€ ncellsv oN ot € 6 Y F1é)

+ (Z n{‘ cpl.) X (19N - 19R> —ql +eNg¥ (2.64)

The term on the left hand side accounts for local temperature changes while the first
term on the right hand side describes the convective enthalpy transport. The other
terms describes the energy fluxes due to mass transport across the interface, heat flux
density across the interface, qI , and heat flux density with the neighbouring fuel cells,

qISV , which is weighted by the corresponding heat exchange area fraction, eV.

2.3.2.4. Enthalpy Balance of the Reactive Phase

The dimensionless equation for the enthalpy balance of the reactive phase is similar
to the corresponding equation of the non-reactive phase:

9ok
Hgepts € V(LeElD) CgR - (Z ”IH Gpj) % (191\1 _19R> +q

1cell
+€R Z ( ARhG )) Neells Dﬂ](- e )1’]
j=ref

+ (8R + 8P> g% (2.65)

Due to the assumption of a stagnant reactive gas phase, the convective term is missing
and a term for the heat released by the chemical reactions appears on the right hand
side. The heat flux from the reactive phase to the solid phase of the neighbouring fuel
cell is given by qg. The exchange area is calculated from the volumetric ratios of the
reactive phase and the enclosed catalyst pellets, (eR + ).

2.3.2.5. Total Mass Balance of the Non-reactive Phase

According to the ideal gas law, the total concentration must adhere to:

n
=1 = LT (2.66)

With the gas constant R and the assumption of constant pressure (see Section 2.3.1),
the derivative with respect to time reads:

) oT ! oT oT
9% _ P _ P oL _ Gaol (2.67)
ot R ot RT? ot T ot

over |09m(‘f) cell 1: i cell 2: {® cell 3: i® cell 4: (¥
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The total mass balance and the energy balance in temperature form (Eqgs. (2.54)
and (2.64)) are inserted into this equation. After some manipulations, the result is
an ordinary differential equation in zj-direction, which allows the calculation of the
molar mass flux density, gN , in the non-reactive phase of the IIR unit:

0:_8%1 <€NgNTN>

T —LN (i (Z (ﬁilicpi) X (TN - TR) —?f) +eV Z;E’) - TN%%{ (2.68)

% i

The conversion of Eq. (2.68) to the dimensionless form yields

0— _aagl (EN,YNﬂN)

+ cplN X (Z (n= ;) x (8N —0®) g +&¥ q?) — 9% (2.69)

i

2.3.2.6. Total Mass Balance of the Reactive Phase

No convective flow is considered in the reactive phase of the IIR unit. Thus, the equa-
tion for the ideal gas law does not result in a partial differential equation describing
the molar mass flux density but in an algebraic equation for the total molar mass
flux across the interface, n{ . The equation is derived using an approach similar to the
derivation of the corresponding equation in the non-reactive phase (Eq. (2.69)). The
total concentration of the non-reactive phase, Eq. (2.61), and the enthalpy balance
in temperature form for this phase, Eq. (2.65), are inserted into the derivation of the
ideal gas law with respect to time (Eq. (2.67)).

_ 1cell
nl{ +£R Z VjNeells Da]( « )T] =

j=ref
- 191{17—1? X [(an+%i> x (8% —0%) +4'
% i

+ R j%f (—ARh? (19R>> Neells Da}mm i+ (sR + sp) qls{] (2.70)

Eq. 2.70 states that the change in mole numbers due to the reforming process has to
compensate the expansion effect in the reactive phase due to dynamic temperature
changes. At steady state, the term on the right hand side, which represents the
derivative of the temperature with respect to time, equals zero.
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2.3.3. Heat and Mass Transport

2.3.3.1. Mass Transport

In Figure 2.16, the heat and mass flux densities between both phases of the IIR
unit (nll and ql ) as well as the heat transport between these gas phases and the
solid phase of the neighbouring fuel cell (qlsz and qg\] ) are indicated. Among these
variables, the mass flux density across the interface requires detailed consideration.
As described in the derivation of the component mass balances in the non-reactive
phase (Section 2.3.2.1), the overall component molar mass flux, nil , is composed of
the convective and the diffusive mass transport at the interface (see Fig. 2.18):

1 I I
n; = ni,com} + ni,di[f (2'71)

The sum of Eq. (2.71) over all considered species results in an equation for the total
molar mass flux across the phase interface, n{ .

I I I
np = Ny conp + Ny gif (2'72)

Note that the sum of the diffusive component molar mass fluxes is not equal to zero
due to the fact that molar mass fluxes are used.

The kinetics of the diffusive molar mass transport across the interface, nf diff is de-
scribed by a linear law:

I,(1cell
nll,diﬁf = Neells D,’ (L cell) X (XZN _XF> (2.73)

with D} (1e!!)

of one representative IIR unit corresponding to one fuel cell. It is scaled to the number

as the mass transport coefficient at the interface considering the height

of fuel cells used in the stack model by the factor n,s.

The convective component flux of species i across the interface, n{ conw> 18 calculated

from the total convective flux, n{ conp» baking into account an average mole fraction of
species i at the interface, )(11 :

N | R
I I _Xi tX

M conv = Mt,conv le with Xi 3 (2.74)

The following expressions are used in the enthalpy balance equations of the non-
reactive and reactive phase (Egs. (2.64) and (2.65)) to distinguish the direction of the
molar mass fluxes:

o [nlifnf>0 o 0,ifn! >0
n" = o , no=9 ;. (2.75)
O,Ifni§0 ni,lfniSO
over log, /(1) cell 1:1V  cell2:i®  cell3:i®  cell4:i®
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2.3.3.2. Heat Transport

Linear approaches are used for the heat flux between the non-reactive phase and the
reactive phase as well as for the heat fluxes between both gas phases and the solid
phase of the neighbouring fuel cell:

g1 = ngps ST (19N - ﬂR) (2.76)
gy = stl x (9 - 8V) (2.77)
7§ = stf x (o) — o*) (2.78)

with St Ce”), Stg\’ and Stls2 as the dimensionless heat transfer coefficients of the
corresponding heat fluxes, ®V and dR as the dimensionless temperatures in the non-
reactive and the reactive phase and l9§l) as the temperature in the solid phase of the
neighbouring fuel cell. Similar to the mass transport coefficients, the Stanton number,
Stl(Leell) hag to be scaled by 1.5 to take into account the dependency of the size of

the IIR unit on the number of fuel cells considered in the model.

2.3.4. Reaction Kinetics

Two reactions are considered in the reactive phase: the methane steam reforming
reaction (refl) and the water gas shift reaction (ref2). Power law kinetics are applied
to describe their reaction rates [22]:

1 1
Tref1 = €Xp [Arrreﬂ X (ﬂr — 191{)] X

1 3
<X§H4 Xﬁzo - W Xgo (Xﬁz) > (2.79)

1 1
Trefa = €Xp [Arrrefz X (ﬂr — 19R>] X

1
R R R R
<Xco XH,0 — 7Kmf2 (9F) Xco, XH2> (2.80)

In analogy to the equations used in the anode channels of the fuel cell model [23],
these equations contain an Arrhenius term. Thus, all reaction kinetics in the later
symmetric stack model follow a similar structure. Furthermore, this allows not only
the description of a mass transport limitation but also the description of load change
scenarios where a temperature dependency of the reactions has to be considered.

8OUT over Iog1 0(1:)
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The equilibrium constants of both reactions are calculated according to:

0 (9R
K; (z?R) = exp <—ARgl]9R(l9)> (2.81)

with the standard Gibbs enthalpies of the reactions, ARg?, which is calculated as
described in Appendix A.2.

2.3.5. Boundary Conditions

The boundary conditions needed for the partial differential equations of the non-
reactive phase correspond to the inlet conditions of the IIR unit (see Fig. 2.16). Note
that the geometry of the ITR unit is simplified (Section 2.3.1). Thus, the flow direction
in the IIR unit is in negative {q-direction and the inlet is located at {1 = 1. The mole
fraction, XzN , and the temperature, 9V, are defined at this boundary. The volume

ratio of the non-reactive phase, eV, is considered for the inlet molar mass flux density,
N

4", in order to take into account the reduced cross-sectional area for the convective
flux.
XZN (gl =1, ng T) = XiIIR,in (T) (2.82)
N (01 =1,02,7) = Onr,in (T) (2.83)
LR,
WG =107 =—x" (1) (2.84)

No boundary conditions are required for the equations in the reactive phase due to
the fact that they do not include a convective term. Thus, they represent ODEs which
are solved at each spatial point in the IIR unit.

2.3.6. Parameters of the Phase Model

The phase model includes several parameters which have to be determined. A direct
measurement of these parameters is not possible due to the high temperature, the
complex structure and the multiple interactions in the fuel cell stack. But some pa-

rameters, like the volume fractions ¢, the dimensionless mass transport coefficients,
I(1cell)
D.

1
tion results obtained from the detailed models. The methods used for the estimation

are presented in the following. Other parameters, such as the Stanton numbers Stls\[
and Stlé, which quantify the heat transfer intensity between the gas phases and the
solid phase of the neighbouring fuel cell, are estimated using the results of Gunder-

, and the heat transfer coefficient, St/(1¢)  can be estimated using simula-

mann et al. [20].

over log, /(1) cell 1:1V  cell2:i®  cell3:i®  cell4:i¥
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2.3.6.1. Estimation of the Volume Fractions

The exact three-dimensional structure of the IIR unit as it is used in the detailed
model is shown in the top left part of Fig. 2.19. The volume of one block with four
cages for catalyst pellets formed by the corrugated sheets is indicated by the blue and
orange colours. Of the four cages, one is filled with a catalyst pellet. According to
the zone model, the block can be divided into the volume of the non-reactive zone
(blue; index N) and the volume of the reactive zone (orange; index R) which encloses
the catalyst pellets (red; index P). The volume of the corrugated sheets is neglected.

z

ZZ
S | P

b

Figure 2.19.: Scheme of the detailed model used to estimate the values of the
transport parameters at the interface (above). The structure of one
block including one catalyst pellet is shown (below).

Considering detailed models with different allocations of catalyst pellets, the volume
fractions for the two phases and the catalyst pellets can be estimated. Table 2.4 shows
the resulting values for allocations of one row, two rows and three rows out of the
available four rows which can be filled with catalyst pellets.

These values represent the volume fractions for the discrete allocations which are
possible using the corrugated sheets. Considering an optimisation of the catalyst

distribution, continuous expressions for the volume fractions are beneficial. Using

the volume fraction of the non-reactive phase, ¢V, as an independent variable and

8OUT over Iog1 0(1:)
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Table 2.4.: Volume fraction of the non-reactive zone, the reactive zone and the
catalyst zone for different catalyst pellet allocations.

volume | rows filled with catalyst pellets

fraction 1of4 2 of 4 3of4
eN 75% 50% 25%
eR 20% 40% 60%
eP 5% 10% 15%

assuming a linear correlation between the volumetric fractions, the volume fractions
of the reactive phase, X, and the catalyst pellets, e, can be expressed as

R =08 (1 - sN)) (2.85)

e’ =02 (1 - sN)) (2.86)

2.3.6.2. Estimation of St/(1¢¢/) and D{’(lcdl)

Other important parameters for the IIR unit are the Stanton number at the interface
between the non-reactive and the reactive phase, st “”), the dimensionless heat
transfer coefficient between the two phases, k!, and the mass transport coefficient

~1I,(1cell)

between both gas phases, which is given by D; or its dimensionless counter-

part Dl-l’(lce”) . Values for these parameters can be estimated using the results of the
detailed model. In the following, this procedure is exemplarily demonstrated for the
Stanton number, starting with the estimation of the heat flux between both zones. To
simplify the additional calculations needed for parameter estimation, only the fluid
phase is considered and adiabatic boundary conditions are used, 7. e. the heat fluxes
through the top and bottom walls are set to zero (see Figure 2.7).

According to the linear heat transfer approach (Eq. (2.87)), the total heat flux across
the interface, él , is given as the product of the heat transfer coefficient, k!, the
heat exchange area, 2 Al, and its driving force, which is the temperature difference
(TN — TR). As shown in Fig. 2.19, the interface areas on both sides of the reactive
zone have to be taken into account. The above listed variables are estimated from
simulation results of the detailed model and used to identify values of kl.

Q' =K' x24! (TN — TR) (2.87)

Because of the discontinuous geometry of the ITR unit along the main flow direction,
application of the local heat flux density and the local temperature difference yields
strongly varying results for k! in this direction. Thus, the heat flux along a finite
length of the interface and the average temperature difference over that length are
used for the estimation. Obviously, the length of one pellet cage is a good choice as
indicated in the lower scheme of Fig. 2.19.

[%
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At steady state, the heat flux across the interface can be approximated by the heat
flux originating at the pellet surface. This assumption is approximately fullfilled in
the middle part of the detailed model (see Fig. 2.9), where the inlet and outlet effects
are negligible.

ol = QR

_ 0 (T 7,
I /A > Agh(T) 7;dA (2.88)

pellet ]‘:ref

The temperature in the non-reactive zone is almost constant (see Fig. 2.9). Thus, a
representative value for this phase is the average temperature in the corresponding
zone of the detailed model:

_ 1
™V =TV = —/ Tdv 2.89
VN Jo (2.89)

The temperature at the surface of the catalyst pellets is relevant for the reforming
process. As the reactive zone is greatly influenced by these reactions, the average
surface temperature of the pellets is used to represent the temperature in this zone:

1
TR = TR = / TdA (2.90)
Apellet Apellet A

pellet

The integrals in Eqgs. (2.88) to (2.90) are obtained from the simulation results of the
detailed model of the IIR unit. The values are inserted into Eq. (2.87) to estimate
the heat transfer coefficient, kI. This procedure is repeated for each block in all
simulations of the detailed model.

The dimensionless heat transport coefficient between the two zones, the Stanton num-
ber Stl(1eell) ig defined as:

1 (1cell)
gL (teelr) _ K L1 @L2d"*D)/b (2.91)
eld Cpe

with L1 and Ly as the length and the width of the fuel cell stack, d(eell) the theoretical
height of the ITR unit per fuel cell (see Eq. (2.37)), b the width of a block of four cages
as shown in Fig. 2.19, and G? and q,g the characteristic gas channel flow rate and the
standard heat capacity, respectively.

cell 1:19“).
(2
E !

L )
/
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For the dimensionless mass transport coefficients, DiI , a similar method is applied
taking into account the molar mass flux between both zones, NiI , and the differences

in the mole fractions, (xlN - sz)
Z’\V]II _ 511 % 2AI X (xll\] —_ xF) (292)
NI = NR| = / v 7;dA (29
)
i 1 pellet Apellet ]-Z;f
1
N =N
X=X = gN /VN xidv -
1
= xf = / fida o
pellet Apellet Apellet

I(1cell) _ DI Ly 2Lad)/

D =

(2.96)

1cell)
)

For the estimation of the Stanton number, St and the dimensionless mass

transport coefficient, DZ.I’(1 cell)
the one hand, the geometrical parameters - the volume fractions - are changed. The
three allocations of catalyst pellets listed in Section 2.3.6.1 are used. On the other
hand, the inlet conditions, i.e. the composition of the gas and the molar mass flux at
the inlet, are varied. Representative gas concentrations close to the gas inlet, in the
middle of the IIR unit and close to the gas outlet are used (Table 2.5). For the molar
mass flux, a base value of Gy = 1.38 x 1073 mols~! is defined, which corresponds to
the gas flow needed for 8 fuel cells and an average current density of i,y = 8074/cm?
as used in the detailed models. Simulations are computed for 75%, 100% and 125%
of this value.

, the parameters of the detailed model are varied. On

Table 2.5.: Inlet gas composition used for detailed simulations applied for the
parameter estimation.

location in the zone model | xcy, | XH,0 | *H, | ¥co | Xco,
inlet 0.19 | 0.52 | 0.22 | 0.01 | 0.06
middle 0.14 | 0.39 | 0.36 | 0.02 | 0.09
outlet 0.09 | 0.32 | 0.45 | 0.04 | 0.10

Taking into account the three allocations with catalyst pellets, the three different
inlet compositions for the simulations of the detailed model and the three different
molar mass fluxes at the inlet, 27 different definitions of the boundary conditions
are given. Furthermore, each model includes 15 blocks as shown in Fig. 2.19, for
which parameter values are estimated. Exemplarily, the results for all three catalyst
allocations, an inlet gas composition which corresponds to the typical gas mixture in
the middle of the IIR unit and a molar mass flux of 100% are presented in Fig. 2.20.

In case of an ITR unit with each forth row filled with catalyst pellets (Fig. 2.20a),
strong gradients of the calculated values for the transport parameters are visible over

[%
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Figure 2.20.: Selected results for the dimensionless transport coefficients for an
allocation of one row (a), two rows (b) and three rows (c) with
catalyst pellets.

the first few pellets. The dimensionless transport parameters reach approximately
6t pellet. At this point, the non-reactive zone and the
reactive zone are fully developed. For the configuration of two out of four rows being
filled with catalyst pellets (Fig. 2.20b), the inlet region is longer. A nearly constant

constant values after the

state is reached after the 9*" pellet. For an allocation of three out of four rows with
catalyst pellets (Fig. 2.20¢) ,the length of the detailed model is not sufficient to fully
develop a repeating flow pattern. Nevertheless, for all 27 simulations, the average
values of the transport parameters at the 9" to 14" pellet have been calculated and
used for the parameter estimation.

A comparison of the above discussed values shows that the transport parameters are
nearly independent of the considered concentration and velocity ranges. Only the
catalyst allocation shows a significant influence on the transport parameters. The
amount of catalyst pellets in the detailed model and therefore the volume fraction
of the different phases strongly influences the transport parameters. Tz(xble )2.6 shows
I,(1cell . and the

the average values for the dimensionless mass transport coefficients, D;

Stanton numbers, Stl'(lce”), for the considered configurations.

For the implementation of the IIR unit into the stack model, a continuous expression
for the transport parameters is desirable. Assuming a linear correlation with respect

o
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Table 2.6.: Parameter values and linearised parameters.

volume | rows filled with catalyst pellets
fraction 1of4 20f 4 3of4
eN 75% 50% 25%
pLieeD 3.7 5.0 9.0
%4 ) . . .
,lce
DH%O 3.4 4.8 8.8
pteeth 7.0 9.5 17.1
Dé’%l cell) 10.0 16.6 29.1
I,?l cell)
D¢y 8.0 15.5 33.4
Sl (Lcell) 17.0 24.8 44.8

to the volume fraction of the non-reactive phase, the Stanton number, St&(1¢¢ll) can
be approximated by

Stl'(l cell) _ 60 (1 _ 8N> (297)

The dimensionless mass transport coefficient is calculated for each species, but for
simplicity, one mass transport coefficient for all species is preferred. The smallest
values and, thus, the strongest limitation of the mass transport are found for methane
and water. Considering the mass transport limitation as the main characteristic of
this reactor concept, especially the values for these two components are considered
for the following linear correlation

pl(teel) _ 16 (1 _ SN) (2.98)

1

2.3.6.3. Validation of the Phase Model

The aim of the model hierarchy presented in this chapter is the reduction of the
complexity of the model for the IIR unit of the MCFC, while preserving the mass
transport limitation which is an important feature of this reactor concept. In the
following, the mass transport limitation in the reduced model is analysed. For this
purpose, a single full size IIR unit is simulated and the dimensionless transport pa-

rameters DI.I'(1 cell)

are varied to observe their influence on the methane conversion
along the flow direction. Fig. 2.21 shows the methane mole fraction in both phases
of the IIR unit for an allocation of one row with catalyst pellets. In the simulation,

La CE”), is varied between 50% and 300% of the value

the mass transport coefficient, D,

reported in Section 2.3.6.2.

The methane mole fractions in the non-reactive phase (N) and the reactive phase (R)
show a significant sensitivity to the parameter variation (Fig. 2.21). On the one hand,
if the mass transport coefficient is reduced, the transport of methane into the reactive
phase is hampered and, therefore, the chemical equilibrium is not reached in the non-
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Figure 2.21.: Predicted concentration profiles of methane according to the phase
model. The non-reactive phase (a) and the reactive phase (b) are
shown for an isothermal calculation. The gas inlet is located at

G1=1

reactive phase at the outlet of the IIR unit. On the other hand, an increase of the
mass transport coefficient leads to an intensified methane transport between the non-
reactive and the reactive phase. The region, where methane steam reforming reaction
takes place, is shifted to the inlet of the IIR unit and the equilibrium is reached earlier.
Thus, the reaction rates are limited by the amount of methane transported over the
phase interface

Fig. 2.22 additionally shows the temperature profiles of the non-reactive phase and
the reactive phase. The temperature difference between both phases is in the order
of several 10K. These temperature differences correlate to the results of the detailed
models (Section 2.1). Due to mass transport limitation, only a slightly temperature
drop is observed close to the reactor inlet. Thus, the overall temperature profile is
relatively smooth.

2.4 Summary

The hierarchical modelling of the IIR unit of a molten carbonate fuel cell was pre-
sented. Using the detailed model, a small cutout section of the corrugated sheets
and the catalyst pellets is analysed in detail. The simulation results show two dis-
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Figure 2.22.: Temperature distribution in the IIR unit for the non-reactive phase
(9N) and the reactive phase (9R).

tinguished gas phase regions: a reactive phase close to the catalyst pellets and a
non-reactive phase far away from the pellets. The structure of the reactor results in
a mass transport limited reforming process.

Similar results are visible in the simulation of an entire ITR unit, which is based on the
zone model. The zone model uses a simplified geometry to describe the partitioning
of the reactor into the two zones. The results indicate a nearly homogeneous reaction
rate for the reforming process. Thus, the IIR unit represents an almost constant heat
sink for the neighbouring fuel cells.

In the zone model, the reactive and non-reactive zones are discrete: they exist at cer-
tain coordinates and have certain widths which correspond to the structure of the IIR
unit. This discrete geometrical information is lost in the model reduction to the phase
model. Instead, the states representing the non-reactive and the reactive zones are
now distributed over the whole (two-dimensional) area of the ITR unit with mass and
energy transfer between both zones (Fig. 2.16). The equations can now be interpreted
as describing two phases, each occupying a certain fraction of the volume. The states
in the reactive and non-reactive phases now represent characteristic values of the state
variables such as the temperature and the gas composition that a corresponding zone
in the specific vicinity would have.

The complexity and the structure of the phase model correspond to the complexity
level and the structure of the model of a single MCFC by Heidebrecht et al. [22].
Therefore, both models can be combined to a common model of a molten carbonate
fuel cell stack (see Part II).

over log, /(1) cell 1:1"  cell2:i®  cell3:i®  cell4:i®




Chapter 3

Modelling of Anode and Cathode
Gas Compartments

In this chapter, the anode gas compartments(Section 3.1) and the cathode gas com-
partment (Section 3.2) of a molten carbonate fuel cell are modelled. In analogy to
the detailed model of the IIR unit, simulations for a cutout section of both types of
gas compartments are carried out, taking into account the exact three-dimensional
geometry.

3.1 Detailed Model of Anode Gas Compartment

3.1.1. Model Definition

Similar to the IIR unit, the anode gas compartment is composed of several corrugated
metal sheets, which serve as current collectors and gas distributors (Fig. 3.1). The
height of the arches is suitable to provide a sufficient reactant flow area as well as
adequate mechanical stiffness. The catalyst for the Direct Internal Reforming (DIR)
process is inserted into the structure of the gas compartment in the form of long
cylinders. A pattern of one line of catalyst and one free line is used. Considering
a possible variation of the catalyst distribution in the anode gas compartment, two
times this width is chosen.

At the top, the gas domain is enclosed by a metal sheet acting as bipolar plate while
the electrode and matrix, containing the molten carbonate electrolyte, are located at
the bottom. The bottom layer is implemented as a solid domain. At the boundary
between the gas and the electrode layer, the mass fluxes caused by the electrochemical
reactions are considered as boundary sources.

Similar assumptions as for the detailed model of the ITR unit (Section 2.1.2) are used.
Due to the different geometry of the anode gas channels as well as due to changed
boundary conditions, modifications are needed. The new or modified assumptions are
summarised below, followed by a detailed explanation.

a) The gas flow is laminar.
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t=631x10"° Bl | — =

Electrode area

Corrugated sheet

Figure 3.1.: Structure of the anode gas compartment (US-Patent 6492045 [6]).

b) The reforming reactions take place at the surface of the catalyst cylinders.
¢) The heat of the reforming reactions is accounted for in the catalyst cylinders.
d) The current density is constant over the simulated area.

ad assumption a): The gas flow through the IIR unit is equally distributed to the
anode gas channels of eight fuel cells. Due to a cross sectional area similar to the IIR
unit, the reduction of the gas flow to one eighth results in a lower Reynolds number
of approximately Re = 32. Thus, the equations for laminar flow are applied. For
comparison, the simulations are also carried out using the k-e-turbulence model. No
significant differences are found between the two sets of simulation results.

ad assumption b): The methane steam reforming reaction (refl) as well as the water
gas shift reaction (ref2) take place at the surface of the DIR catalyst. In analogy to
the modelling of the catalyst pellets in the IIR unit, the mass transport inside of the
catalyst cylinders is not considered explicitly. It is assumed that the cylinders are
solid and have a highly active external surface. The reaction rates at this surface are
defined in Eq. (2.1) and Eq. (2.2), respectively.

ad assumption c¢): The heat of the reforming process is released in the porous solid of
the catalyst cylinders. Due to the fact that the catalyst cylinders are in direct contact
with the corrugated sheets, the conductive heat transfer between both materials has to
be considered. The solid-solid interface between the catalysts material and the sheets
is treated as ideal, i. e. the heat transfer resistance is not considered. The energy
needed for the endothermic reforming process is mainly provided by conductive heat
transport in the solid parts from the outer sheet via the corrugated sheets to the
catalyst pellets.
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ad assumption d): In the detailed model of the anode, a constant current density
is assumed. Previous models [18, 22] showed local current densities of up to twice
the average current density (see also Section 6.1.2). To model these values, a current
density of iy = 160mA/cm? is assumed. However, there is no information on how
this current density is distributed on the two electrochemical oxidation reactions.
Considering this fact, only the reaction of hydrogen with carbonate ions from the
electrolyte to water and carbon dioxide (0x1) have been taken into account to simplify
the model.

Hy + CO3™ = HyO + COp +2e~ (ox1)

The mass fluxes of the reaction educt (Hp) and the reaction products (HpO and CO,)
are considered as boundary sources at the surface of the electrode. The resulting mass
flux densities of hydrogen, water and carbon dioxide are defined as:

i
[n : (P Divwi)] = Vioxl iF M; (3.1)
electrode n

with the stoichiometric coefficients v; ;.

The external boundaries are defined similar to the corresponding definitions used
for the IIR model. The properties of the mass flow as well as the composition and
temperature of the gas mixture are defined at the gas inlet while the relative pressure
is set at the gas outlet. With regard to the bipolar plate and the electrolyte, a constant
wall temperature is defined.

For the internal boundary conditions, some changes are required. While the gas-solid
boundary condition at the sheet surface can be used without change, assumption c)
requires a change of the numerical representation of the boundary condition at the
catalyst surface. While the overall equation is equal to the equation used for the
surface of the catalyst pellets in the IIR unit (see Eq. 2.28), the heat of the reforming
process is accounted for in the catalyst material.

The model parameters are identical to the parameters used in the detailed model of the
ITR (see Section 2.1.5). The values for the additionally needed operating parameters
and the boundary conditions are listed in Table 3.1.

The mesh created for the detailed model of the anode gas compartment consists
of 312103 nodes (approximately 3.5 million DoF) and is solved in 1.5 hours using
ANsys CFX version 11 [11] on a dual Xeon processor with 3.2 GHz.

3.1.2. Simulation Results

Fig. 3.2 illustrates the mole fractions of methane, carbon dioxide and hydrogen in
the anode gas compartment. At the gas inlet, the gas is approximately at chemical
equilibrium. Due to the methane steam reforming reaction and the water gas shift
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62 Chapter 3. Modelling of Anode and Cathode Gas Compartments

Table 3.1.: Operating conditions used for the detailed model of the anode gas

compartment.
Property \ Symbol \ Value

electrochemical reaction

average current density \ Tox1 \ 160 mA cm 2
inlet conditions

gas temperature Tinlet 900K

mass flux Sinlet 32-10%kgs™!

mass fraction of methane Winlet,CH, 0.03

mass fraction of steam Winlet,HyO 0.34

mass fraction of hydrogen Winlet,H, 0.05

mass fraction of carbon monoxide Winlet CO 0.15

mass fraction of carbon dioxide Winlet,CO, 0.43
outlet conditions

relative pressure ‘ Preloutlet ‘ O0Pa
top and bottom wall

temperature at the top sheet / the electrode \ Tivall \ 900K

reaction at the catalyst surface, the chemical equilibrium with respect to these reform-
ing reactions is reached in the vicinity of the catalyst. Considering the electrochemical
reaction, the concentration of the gas mixture is changed. As a result, the gas is no
longer at chemical equilibrium and its composition is adjusted by a further conversion
of methane. Thus, a lower concentration of methane can be observed close to the
catalyst and, due to the mass transport in the gas phase, funnel-shaped profiles are
formed. The overall change of the methane concentration between the gas inlet and
gas outlet is less than 1% (see Fig. 3.2a). The difference in methane concentration at
the catalyst surface and in the middle between the catalyst cylinders is only a fraction
of that. Thus, the reforming reactions are not limited by mass transport but by the
chemical equilibrium at the local temperature.

Carbon dioxide (Fig. 3.2b) is produced by the water gas shift reaction at the catalyst
pellets as well as by the electrochemical reaction at the electrode. The electrochemical
reaction is considered at the contact areas between the gas phase and the electrode.
This results in a nearly linear change of the concentration due to the fact that the
free electrode surfaces are distributed all over the simulation domain (Fig. 3.1). In
contrast, the water gas shift reaction takes place at the catalyst pellets. Due to this
reaction, similar funnel-shaped profiles as for methane can be expected for the carbon
dioxide concentration. The concentration profile shown in the Fig. 3.2b is the result
of the superposition of both reactions. The overall mole fraction of carbon dioxide is
increased by about 4%. The concentrations at the catalyst surface and between the
catalyst cylinders are almost the same, so mass transport does not limit the reaction
rate.

With respect to hydrogen (Fig. 3.2c), not only the production by both reforming
reactions and the consumption by the electrochemical reaction have to be considered,
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Figure 3.2.: Methane (a), carbon dioxide (b) and hydrogen (c) concentration in
the anode gas compartment

but also the high mole fraction at the gas inlet. The amount of hydrogen produced by
the reforming reactions is small compared to the amount of hydrogen available in the
gas phase. Thus, the funnel-shaped form of the concentration profile is less chiselled
and a nearly linear decrease of the hydrogen mole fraction by several percent from
the inlet at the top towards the outlet at the bottom can be observed.

b

a)

high

molar fraction H,

low

Figure 3.3.: Hydrogen mole fraction in the anode gas compartment (a). Addi-
tional cross section plots close to the inlet (b), in the middle of the
model (c) and close to the outlet (d) are shown. An identical scale
is used for all images.

Fig. 3.3 additionally shows cross section profiles of the hydrogen mole fraction close
to the gas inlet, in the middle of the simulation domain and near the gas outlet. The
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64 Chapter 3. Modelling of Anode and Cathode Gas Compartments

highest concentration of hydrogen can be observed in the vicinity of the reforming
catalyst, where hydrogen is produced, while the lowest concentration is visible at the
electrode (lower boundary of the gas domain). The concentration change over the
height of the gas compartment is small compared to the concentration gradient along
the flow direction. This confirms the assumption of a constant concentration over the
channel height, which is used in the definition of the fuel cell model [22].

3.2 Detailed Model of Cathode Gas Compartment

3.2.1. Model Definition

The geometrical structure of the detailed model for the cathode gas compartment
is shown in Fig. 3.4. As in the previously discussed models, a corrugated sheet is
used. It is surrounded by a bipolar plate at the top and the porous electrolyte at the
bottom. The fact that no additional catalytic process has to be considered, is used
to simplify the model. Only one half of the width is simulated. But, for an easier
comparison of the different models, twice the simulation results are shown using the
periodic boundary to visualise a similar size as the model of the IIR unit or anode
gas compartment.

Electrode area

Corrugated sheet .

Z

Figure 3.4.: Structure of the cathode gas compartment (US-Patent 6492045 [6]).

For the cathode gas compartment, similar assumptions as defined for the anode gas
compartment are taken into account and identical governing equations and boundary
conditions are used (see Section 3.1.1). With respect to the gas mixture, water,
carbon dioxide, oxygen and nitrogen are considered. The composition of the gas only
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changes due to the electrochemical reduction of oxygen. The backward direction of
the following electrochemical reaction takes place at the cathode:

CO} = CO, +1/20, +2¢~ (red)

Similar to the electrochemical oxidation at the anode, this reaction is implemented as
a mass source at the boundary between the gas phase and the electrolyte. The mass
flux densities of carbon dioxide and oxygen are defined as:

i
[n - (p D;iVw;) ] = Vired n% M; (3.2)

electrode
using the same current density as at the anode ic = i4 = 160mA/cm?2.

The parameters of the detailed model for the cathode gas compartment correspond to
the parameters defined for the IIR unit (see Section 2.1.5). Additionally the diffusion
coefficient for nitrogen is needed, Dy, = 2 104m?s~!. The boundary conditions of
the model are listed in Table 3.2.

Table 3.2.: Parameters and operating conditions used for the detailed model of
the cathode gas compartment.

Property \ Symbol \ Value

electrochemical reaction

average current density \ ired \ 160 mA cm 2
inlet conditions

gas temperature Tinlet 900K

mass flux (for the geometry in Fig. 3.4) Ginlet 121070 kgs™!

mass fraction of water Winlet,H,0 0.10

mass fraction of carbon dioxide Winlet,CO, 0.11

mass fraction of oxygen Winlet,0, 0.14

mass fraction of nitrogen Winlet,N, 0.65
outlet conditions

relative pressure | Preloutlet | 0Pa
top and bottom wall

temperature at the top sheet / the electrode | Tyan | 900K

3.2.2. Simulation Results

Fig. 3.5 presents the mole fraction of carbon dioxide in the cathode gas compartment.
Carbon dioxide is an educt for the electrochemical reaction at the cathode electrode.
Thus, its concentration is decreased at the boundary between the electrode and the
gas phase. Due to the fact that the free electrode surfaces are equally distributed over
the simulation domain (see Fig. 3.4), a nearly linear decrease of the concentration can
be observed. The overall concentration difference between the gas inlet and the gas
outlet is in the order of 1.5%.
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Fig 3.5b to 3.5d show cross sectional plots of the carbon dioxide mole fraction. As
discussed above, the lowest concentration can be found close to the active electrode
surface. Similar to the concentration gradient over the height of the anode gas chan-
nels, this concentration gradient is small compared to the concentration gradient along
the flow direction. Thus, the assumption of a constant concentration over the channel
height is also confirmed for the cathode gas compartment [22].
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Figure 3.5.: Molar fraction of carbon dioxide in the anode gas compartment (a).
Additional cross section plots close to the inlet (b), in the middle of
the model (c) and close to the outlet (d) are shown.

3.3 Summary

Detailed models of the anode gas compartment and the cathode gas compartment
have been presented in this chapter. In the anode gas compartment, especially the
reforming process has been analysed. The simulation results show that the reforming
reactions in the anode gas compartments are not governed by a mass transport lim-
itation but by the reaction rates. Thus, a gas composition which corresponds to the
chemical equilibrium at the gas temperature is maintained by the reforming process.
In the cathode gas compartments, only the electrochemical reaction at the cathode
takes place. All gas concentrations show a linear profile in flow direction.

Furthermore, the simulation results show that the gradients along the width as well as
the gradients over the height of the channels are small compared to the concentration
gradients in flow direction. Thus, the detailed models of the anode and cathode chan-
nels confirm the assumptions of negligible concentration differences in these direction
used in the model by Heidebrecht [22] and in the symmetric stack model (Section 4.3).
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Chapter 4

Definition of the Symmetric Stack
Model

In this chapter, a model for a fuel cell system based on a Molten Carbonate Fuel
Cell is presented. Its structure is explained in Section 4.1 followed by a discussion of
the changes and improvements compared to previous models (Section 4.2). Further-
more, the assumptions used to derive the model are presented (Section 4.3) and the
equations describing the model are given in the last few sections. Besides the model
equations (Section 4.4) the reaction kinetics (Section 4.5) and the equations to model
the electrical potential in the bipolar plates (Section 4.6) are presented.

4.1 Geometry

In the HorMobpULE MCFC power plant, 343 fuel cells and 42 IIR units are arranged
in a fuel cell stack. The structure is such that one IIR unit is inserted after 8 fuel
cells. Under the following two assumptions, the stack behaviour can be represented
by a symmetric section consisting of four fuel cells and one half ITR unit. The first
assumption is that the thermal effects at both ends of the stack are neglected. The
second assumption is that the sequence of anode and cathode channels along the stack
direction has no significant impact on the temperature profile. The structure of this
so-called symmetric stack model is shown in Fig. 4.1 [38].

The modelling of the ITR unit was presented in Chapter 2. In this, the phase model of
the structured reactor representing the IIR unit is attached to a model of a fuel cell to
form the symmetric stack model. As in the HOTMODULE a counter flow configuration
with regard to the flow in the anode gas flow is used. In each of the four fuel cells, the
anode and the cathode gas channels are arranged in a cross flow configuration. The
solid components of the fuel cells, especially the electrolyte and the electrolyte matrix,
are combined in the solid phase. In addition to the above mentioned components,
the model includes further gas compartments: a heat exchanger, a gas manifold, a
catalytic combustion chamber and a reversal chamber. These auxiliary components
are shared by all cells of the fuel cell system.
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Air
Inlet
(AIR)
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Gas Flow Color Code
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Figure 4.1.: Structure and gas flows in the symmetric MCFC stack model, con-
sisting of four fuel cells (anode and cathode: blue; solid: red) and
one half IIR unit (green).

The gas flows in the symmetric stack model are indicated in Fig. 4.1. The feed gas
(IN), which is assumed to have passed through an external reformer, is heated up
in the heat exchanger (HEA) by the hot gas after the catalytic combustion chamber
and flows into the IIR unit (IR, reforming reactions (refl) and (ref2)). After the
ITR unit, the gas flows into a gas manifold (M), where it is split into four streams of
equal size which are redirected into the anode gas compartments of the fuel cells (A,
reforming reactions (refl) and (ref2) as well as electrochemical oxidation reactions
(ox1) and (0x2)). The exhaust gases of the four anode gas compartments (A, out) is
mixed with the cathode gas recycle (REC) and completely burned with air (AIR) in
the catalytic combustion chamber (B).

The exhaust gas of the combustion goes into the reversal chamber (RC), where the
blower is located. Following the reversal chamber, the gas is redirected into the second
chamber of the heat exchanger (HEB). Within the heat exchanger, the energy of the
gas is used to heat up the feed gas. In the next step, the gas flow is equally distributed
to the cathode gas compartments of the four fuel cells (C, electrochemical reduction
reaction (red)). A part of the cathode exhaust gas is used in the cathode gas recycle
(REC) which is redirected into the catalytic combustion chamber (B), while the rest
of the gas leaves the fuel cell system (OUT).
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70 Chapter 4. Definition of the Symmetric Stack Model

In addition to the above listed couplings of the different compartments by the con-
vective mass flow, the thermal coupling of all components along the stack coordinate
is modelled. Heat source terms are added into the corresponding equations, allowing
the calculation of a temperature profile along the stack direction. Furthermore, the
electrochemical reaction rates at the anode and cathode of each fuel cell are cou-
pled by the charge balance. These dependencies between the different parts of the
model increase its complexity and thus the requirements with regard to the solver
(see Chapter 5).

4.2 Comparison with Previous Models

The symmetric stack model is an extension of previous works, especially the MCFC
model developed by Heidebrecht [22, 24]. This model considers the physical and
(electro-)chemical phenomena in a single fuel cell and is based on conservation equa-
tions of mass, enthalpy and charge. To achieve a more general description that is
also valid for equivalent systems, the model is formulated in terms of dimensionless
variables. An extended model including a simple IIR unit was developed by Gunder-
mann [18]. Using this model, parameters of the MCFC system are determined and
validated.

The partitioning of the stack into different compartments along the stack length is
considered in this work. On the one hand, this includes the IIR unit represented by
the reactive and non-reactive phase (see the definition of the phase model in Chap-
ter 2). On the other hand, several fuel cells composed of anode, solid phase and
cathode are taken into account. This way, the temperature distribution in the differ-
ent compartments and thereby the temperature distribution along the stack direction
can be analysed.

The model is implemented in COMSOL MULTIPHYSICS [13], a commercial solver for
systems of partial differential equations which is based on the Finite Element Method
(FEM). Implementation details are discussed in Chapter 5.

4.3 Model Assumptions

The main assumptions used to derive the symmetric MCFC stack are listed below.
Some of these assumptions are proposed by Gundermann [18].

a) Ideal gases.
b) Isobaric conditions.

¢) Symmetric boundary conditions are defined at both ends of the symmetric model
in stack direction.
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d) In the IIR unit, only the gas flow opposed to the flow direction of the anode gas
compartment is considered to simplify the geometry of the reforming reactor.

e) All solid parts of a fuel cell are lumped to one solid phase, which has an average
heat conductivity and a cumulated heat capacity.

f) Gas compositions in the channels of the IIR unit and the anode gas compartment
are usually close to the chemical equilibrium of the reforming reactions. Therefore,
power law kinetics are applied to describe their reaction rates. The electrochemical
reaction rates are described by Butler-Volmer type kinetic expressions [22].

g) All concentration, temperature or velocity gradients perpendicular to the cell plane
in each compartment are negligible. This reduces the geometry of the IIR unit, the
anode and cathode gas compartments as well as the solid phase to two-dimensional
structures.

h) The heat and mass transport between the different parts of the stack model are
represented as source terms in the corresponding equations.

i) The heat capacity of the gas mixture depends only on its composition, but not
on temperature [18]. The heat capacities of the pure components are calculated
at the reference temperature of T" = 600 °C, corresponding to a dimensionless
temperature of " = 2.93. This temperature represents the operating temperature
of an MCFC and is thus chosen as linearisation point for the calculation of the
thermodynamic values. A detailed description of this assumption can be found in
Appendix A.2

j) The electrical potentials of each cell are independent from the potentials of the
neighbouring fuel cells. This is equivalent to the assumption that in each bipolar
plate between two cells, complete equalisation of the electrical potential is achieved.
This is a proper assumption if the neighbouring cells show similar current density
profiles. In that case, only small currents will occur in the plane of the bipolar
plates, resulting in a virtually constant potential in the plates. The validity of
this assumption will be checked carefully by a calculation of the potential field in
the bipolar plates using the simulation results. The corresponding equations are
defined in Section 4.6 and the results are presented in Section 6.1.4.

The symmetric stack model is defined on a two-dimensional plane of size 1 X 1, rep-
resenting the dimensionless cell plane. Fig. 4.2 shows the simulation domain Qg
with the four boundaries dQ); to dQ)y. Furthermore, the gas flow directions in the
three gas compartments of the fuel cell stack are indicated. The gas flow in the IIR
unit is in the negative (1-direction while the anode gas compartment is arranged
in a counter-flow configuration (positive {q1-direction). The cathode gas flows in {p-
direction from the bottom to the top, a cross-flow configuration with regard to the
anode gas compartment.
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72 Chapter 4. Definition of the Symmetric Stack Model

Figure 4.2.: Simulation domain of the symmetric stack model with the gas flow
directions.

4.4 Governing Equations

For the mathematical description of the symmetric MCFC stack model, a system
of non-linear ordinary differential equations (ODE) and non-linear partial differen-
tial equations (PDE) has been formulated. Furthermore some algebraic equations
(AE) are included. In the following, the basic structure of these model equations is
presented.

The description of the fuel cells is based on previous works [22, 24, 25]. For a detailed
derivation of these model equations, especially the equations for the reaction kinetics
and the thermodynamic expressions, the reader is referred to the corresponding pub-
lications. The equations for the anode, the solid and the cathode are slightly adapted
and the changes are discussed below. Furthermore, equations for the heat exchangers,
the gas manifold and the IIR unit are added and the heat transport in stack direction
is implemented.

First, all gas compartments are described following the gas flow. After that, the
equations for the gas composition in the electrode pores, the temperature of the solid
phase and the charge balance are added. A detailed list of all dimensionless equations
needed for the description of the symmetric stack model can be found in Appendix A.4.

The model can be used to simulate an arbitrary number of fuel cells, specified by
Neetts- The standard configuration includes four fuel cells and one half TTR, unit. Thus,
it represents the structure of one IIR unit followed by eight fuel cells as currently
realised in the industrial fuel cell stack, the HOTMODULE.

4.4.1. Feed Gas

The feed gas (IN) of the MCFC stack is assumed to be a partially reformed gas from
an external reformer. The composition, x;, the temperature, 9y, and the molar
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mass flux, I'py, of the feed gas are input parameters of the symmetric stack model.
They are given in Table 6.1 (Chapter 6) for the simulated load case.

4.4.2. Heat Exchanger (Cold Side)

The feed gas is heated up in a heat exchanger (HEA) by the exhaust gas from the
catalytic combustion chamber before it reaches the IIR unit. The gas chamber of
the heat exchanger is modelled as a well mixed tank. The component mass fractions,
XiHEA and the gas temperature, ¢gga, are described by:

teetny 1 9xi
Meells V;(Efqe ) @57354 =T x (Xi,v — Xi,HEA) (4.1)

1cell) G ppa 00
Neells VIEIEIC: )Ll};;;]sj aI:i_EA

=TNGp X (O — Orea) — QHE (4.2)

where Qpea denotes the heat flux between both sides of the heat exchanger (see also
Section 4.4.8).

The total molar mass flux, I'gpa, is calculated as:

HEA OrEA Y OrEn

The heat transferred between the two gas chambers of the heat exchanger, Qg,
depends on the temperature difference between the two gas flows and the Stanton
number Stpg. It is given by

Que = Stpp X (OHea — OmpB) - (4.4)

4.4.3. Indirect Internal Reforming Unit

The phase model of the Indirect Internal Reforming unit (IIR) is presented in Sec-
tion 2.3. Its mathematical complexity and structure are suited for the use in the
symmetric stack model. In the following, the main equations of this model consider-
ing the non-reactive phase (index N) and the reactive phase (index R) are discussed.
Their formulation is adapted for the use in the symmetric stack model.
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The mole fractions, )(INHR, and the temperature, 19%, in the non-reactive phase are
determined from Eq. (4.5) and Eq. (4.6), respectively.

XD XD
(1cetl) 1 IR N N XiIR I N I
Meells €1r ViR N Tar SRR A i IR — Xi,IR "'t IR (4.5)
HR 1
N N
Heents €0 Vig ™" CPHR Vi _ —€DR Gk VIR ik
cells IR =
19% ot IR 8@1

(St ) (o) s leats (49
i

In these equations the dimensionless volume of the IIR unit is scaled by the number of
fuel cells considered in the model, n.,s. Thus, the flow area of the IIR unit is varied
accordingly to the gas flow needed for the fuel cells.

The molar mass flux density through the non-reactive phase, 7%7 is described by:

0~ _ 2 (R ViR ¥iir)
a1
+cp7 X ((Z”le%) X (ﬂ%_ﬁﬁR) _’#IR“‘S%{‘??{RS) "“9%”{,1112
IR i

(4.7)

The mole fractions, )(IRHR, and the temperature, ﬂﬁR, in the reactive phase are calcu-
lated from Eq. (4.8) and Eq. (4.9).

(1cet) 1 aXzHR o

R I
Neells €1m ViR 9K ot =1 IR — Xi, iR "1, 1R
IR
R R = Dg'leell) . 4.8
+ EIR X Z Vz,] Xz‘,HR V] Neells LZ]-,HR r],IIR ( . )
]'
(1cell) B 0 _ N R I
Neells 811R VHR R Z R % | % (191112 — O ) +9m
IR

1cell
+ €II{1R Z <—ARh] (ﬁ]m)) X ncells Dﬂ](,HCRe )r]',HR
j=ref

+ (811{11{ + 811311{) X ik (4.9)

The total molar mass flux across the interface between both phases, n{ 1R> Plus the
change in mole numbers due to the reforming reactions have to compensate the ex-
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pansion effect in the reactive phase due to dynamic temperature changes (see Sec-
tion 2.3.2.6). At steady state, the right hand side of Eq. (4.10) equals zero.
I R - 1cell
R+ €R Z Vj Neells Dﬂ](,HCRe )Vj,UR =
j=ref

11
TR =R X ((Z”ﬁm%) X (19?1%—19%) + iR
i

IR PR
R 0 (9R 1cell)
+emR Z <—Ath (1911R)> X Mells Dﬂ](»,mz Ti,IR
j=ref

+ (et ) x qﬁm) (4.10)

Boundary conditions are needed for Eqgs. (4.5) to (4.7). The temperature, composition
and molar mass flux of the gas leaving the heat exchanger are considered at the gas
inlet of the non-reactive phase (9Q)4 in Fig. 4.2). With regard to the molar mass flux
density the volume fraction of the non-reactive phase has to be taken into account.
Furthermore, as the convective flow in the IIR unit is in negative (q-direction, a
negative sign for the molar mass flux density occurs in Eq. (4.13).

XNk (01 =1,02,7) = XN = Xi HEA (4.11)

Oiir (01 =1,02,7) = Ok ju = Ora (4.12)
T

7R (61 =1,02,T) = ViR jn = *%A (4.13)

At the outlet of the IIR unit (9} in Fig. 4.2), the average outlet concentrations,
XiIRout, the average outlet temperature, ¥Ry, and the total outlet molar mass
flux, I'yr out, are calculated:

1r
TR out XiIIR,out = / — &N 'ﬁ}]]{ XSIHR] dé, (4.14)
0L 01=0,02
T - 9 —9) = 1__N N —N 1_9N—19’ d
IR out P IR oyt (1R out )= 0 € TRe R < VIR 02
L 01=0,0»
(4.15)
1r
IﬁllR,out‘ = / - EN 7%{] ng (4'16)
0L 01=0,0»

In the first fuel cell, the heat flux density between the IIR unit and the solid phase
is needed (Eq. (4.71) in Section 4.4.11). Tt is calculated using the heat flux densities

8OUT over Iog1 0(1:)
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76 Chapter 4. Definition of the Symmetric Stack Model

with respect to the non-reactive phase (Eq. (4.18)) and the reactive phase (Eq. (4.19)),
accounting for the corresponding area fractions:

gs, IR = €N q1irs + (Slfﬂa + 511)11{) X s (4.17)
1

Thks = Stis < (85" — 80z (4.18)
1

Thrs = Sthes x (05 — Offs) (4.19)

The heat flux density between both phases is described by
I,(1cell
q%lR = Neells Stlﬂ({ cell) X (195}]1{5 - 195135) (4.20)

The mass transport between the two phases is described in Section 2.3.3.1.

4.4.4. Gas Manifold

The gas manifold (M) is located between the IIR unit (IIR) and the anode gas com-
partments of the fuel cells (A). This volume is mainly used for the redirection of the
gas flow. For simplicity, it is modelled as a well-mixed tank similar to the modelling of
the heat exchangers (HEA and HEB). The mole fractions, x; p, and the temperature,
U1, are described by Egs. (4.21) and (4.22), respectively.

(teetty 1 OXim

Neells VM ’-9M ot = rIlR,out X (Xi,IlR,out - Xi,M) (4'21)
1cell) D p1 90m _
Meells Vzg/[ “ )%W = 'R out D IR out X (ﬁIlR,out - 19M) - Qm (4.22)

where Qs denotes the energy loss to the environment.

The molar mass flux, I'p, is given by

[ 9
Tpt = Tirous X [ 1+ PIRout ( I . 1) __Qm (4.23)
P m Om G Om

In the gas manifold, a heat loss to the environment, Qps, is considered using a linear
approach:

Qm = Sty x (Om — Bu) (4.24)

4.4.5. Anode Gas Phase

According to the results presented in Chapter 3 for the detailed model of the anode,
the model developed by Heidebrecht et al. is an adequate description of the anode gas
phase (A). One anode gas compartment has to be modelled for each of the simulated

over log, /(1) cell 1:1"  cell2:i®  cell3:i®  cell4:i¥
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fuel cells, which are identified by the upper index k. In the anode gas channels,
both reforming reactions ((refl) and (ref2)) as well as both electrochemical oxidation
reactions ((ox1) and (0x2)) are considered. The component mole fractions, X?} the

(k) (k)

temperature, ¢ ,”, and the molar mass flux density, 7, ’, are given by the component
mass balances (Eq. (4.25)), the energy balance (Eq. (4.26)) and the total mass balance

(Eq. (4.27)).
(k)

1 9X;a K 9X; A k k k
VAT() a; = _71(4) dé + ”1(135_?(1(,/22”1(25
O, 1 !
+ Z (1/1‘,]‘ —Xfﬁ?j) X Da]-,A 1’](’]2 (4.25)
j=ref
@f 8y () 0 (k) _ 40k
BB - S (T ) < (- o)
+ Z ( ARh9( ))) x Daj a7} + ' (4.26)

o A0

4 (k) _ (k)
d, fivA <<anAS CP> (ﬁs _ﬁA)

+ 3 (—awh? (89)) x Dajar) + 4
j=ref

—|—19 anAS+l9 Zv]Da]Ar (4.27)
j=ref

In these equations, n( ) denotes the component mass flux density between the anode
gas channels and the electrode pores. It is defined using linear mass transport kinetics:

k k
nigs = Dis % (@1c — 1) (4.28)
(k) e (K)
N ag, if 14 >0
”1(,]2; =9 o (4.29)

0, if n*). <0
with (PEIZC denoting the gas composition inside the electrode pores in terms of partial
pressures. It is described in more detail in Section 4.4.10.

The heat flux density between the anode gas channels and the solid phase, q%),

depends on the temperature difference between these phases:
9l = Stas x (00— o) (4.30)

cell 1:00 cell2:0®  cell 30 cell4:o® 9y over log, (1)
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The gas from the IIR unit is equally distributed to all fuel cells. The boundary
conditions for the mole fractions, the temperature and the molar mass flux density at
the inlet of each anode gas compartment (dQ); in Fig. 4.2) are given by

5@ =027 =19 = xXim (431)

oW (1 =0,00,7) = ﬁff)m = Om (4.32)
T

W (51 =0,0,7) = 7,(2-” = Afl (4.33)

for k = 1,. <+, Neells

At the anode outlets (9Q)y in Fig. 4.2), average values for the mole fractions, x; A out,
and the temperature, 94 oy, as well as the total molar mass flux of the exhaust gas,
I' A out, are needed. They are calculated using equations similar to the equations at
the outlet of the IR unit (Eqgs. (4.14) to (4.16)), but a summation over all cells is
added.

Neells r
k k
1-'A,out Xi,Aout = § /O ’)/Eq) XS,/{ ng (4-34)
k=1

L } 01=L02

Neells r
1-'A,out @A,out X (ﬂA,out - l9r) = Z /0 ’YX()QXC) X (191(;() - 197) :| d€2
k=1 -

glzlrgz
(4.35)
- % o dg (4.36)
Aoout = 0 Ya 2 .
iV B P S

4.4.6. Catalytic Combustion Chamber

In the catalytic combustion chamber (B), the anode exhaust gas (A,out) is mixed
with air (AIR) and the gas from the cathode gas recycle (REC). Furthermore, all
non-oxidised components of the gas are fully oxidised.

The equations for the component mass balance and the energy balance read:

rBXzB—ZFlX Xil+ Y VicXji (4.37)

j=comb

for 1= A,out; REC; AIR

I'p @B 193 — 191’ Zl‘l X (Cpl 191 l9r + ZXII X (—Achig(ly))>
i
(4.38)
for | = A,out; REC; AIR

P tack OVer 109,4(1) cell 1:1") cell 2:1® cell 3: @ cell 4: ¥
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while the total mass balance is given by:

Tp=> Tix |1+ Y ¥exj (4.39)
1

j=comb

for [ = A,out; REC; AIR

The air temperature, ¢ 4r, the air composition, x; gr, and the total molar mass flux
of air, T'gr, are input parameters of the model (see Table 6.1 in Section 6.1).

4.4.7. Reversal Chamber

The reversal chamber (RC) is a large volume located between the catalytic combustion
chamber and the hot side of the heat exchanger. For simplicity, it is modelled as a
well-mixed tank in analogy to the heat exchanger (HEA and HEB) and the gas manifold
(M):

ey 1 0Xire

Neelts Ve =I'p X (Xi, — Xi,rC) (4.40)
19RC a1
1) G e 09 _
Neells Vlg(lzce )%T’If =TI Gpg X (193 - 19RC) — Qre + Poiower (4'41)
Tre = I x <1+CPB x <l93—1)>
% Rre Ure
. QRC Pblower (4.42)

Gre O Gpre UrC

In the reversal chamber, the energy input of the gas blower, Ppjoper, as well as the
heat loss to the environment, Qrc, are taken into account. A linear approach is used
for the heat loss, Qgc:

Qrc = Stre x (Orc — Yu) (4.43)

while the energy input due to the gas blower, Pyyyer, is listed in Table 6.1 as an input
parameter (Section 6.1).

4.4.8. Heat Exchanger (Hot Side)

The hot side of the heat exchanger (HEB) is located after the reversal chamber (B)
and before the cathode gas compartments. It is modelled using analogous equations

8OUT over Iog1 0(1:)
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as for the cold side of the heat exchanger (HEA). The component mass fractions,
Ximeg and the gas temperature, Oygp, are given by:

leel) 1 0xi

Meells Vl(ﬂcge )THEB 75?’53 = T're X (Xi,HEB — Xi,HEB) (4.44)
1cell) § g 00 _

Neells Vélgf;e ng ail,EB = TR Gope X (Orc — Oups) + Qe (4.45)

while the total molar mass flux, I'gpa, is calculated as:

_ Gpe (19RC > QHE
T =T 1+ —~= — =1 e 4.46
e RCX<+CPPEBX bs ) )t Gy Orim (440

The heat flux between the two sides of the heat exchanger, Qy, is calculated according
to Eq. (4.4) (Section 4.4.2).

4.4.9. Cathode Gas Phase

The cathode gas phase (C) is modelled analogously to the anode gas phase. Because

anode and cathode gas flows are arranged in cross flow configuration, the main gas flow

direction in the cathode follows the second spatial coordinate, {p. The electrochemical

reduction (red) is the only reaction considered here. Eqgs. (4.47) and (4.48) describe
(k)

the mole fractions, xl(kc) and the temperature, 9", in the cathode channels.

Loand o wdd [ w0
% 1,

Ve ® ot __%7d§_%mﬁ_xw§:ﬁml (4.47)

L 2 ;

—(k) ~o(k) (k)

G 9% k) (k) 40 K+ K)ok k
Velly e = T B gy (2 i) < (057 o) +ad

C i

(4.48)

The total molar mass flux, ’y(ck), is given by
S
_ (k)+ (k) (k) (k)
-G () ) )
+8¢) 3 nid (4.49)

The equations for the mass transport to the electrode pores as well as for the boundary
conditions and the calculation of average values at the outlets are similar to the

[
[l

D2l [ 0 [l
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equations used for the anode (Eqs. (4.28) to (4.36)). The component molar mass flux
density between the cathode gas channels and the electrode pores is defined as

k

— Dics (cpf O)c ) (4.50)
, if n >0

mes kCS (4.51)
0, if n{% <0

The heat flux density between the anode and the solid phase is given by:
k k k
9% = Stes x (987 - 80Y) (4.52)

For the inlet boundary conditions (0Q); in Fig. 4.2), the properties of the gas flow from
the reversal chamber are used. The gas flow is equally distributed to all cathodes.

Xl(kc) (C1.02=0,7) = ng,z-n = Xi HEB (4.53)
0% (21,0, =0,7) = 0%), = O (4.54)
r
V(Ck) (C1,02=0,7) = v(ck}n = nHEB (4.55)
cells

for k = 1,.. <y Neells

At the cathode outlets (0Q)3 in Fig. 4.2), average values for the composition of the
gas, XicCout» and the temperature of the gas, 0c ¢, as well as for the total molar mass
flux, I'c yut, are calculated:

Neells r
k k
I—‘C,out Xi,Cout = Z / 7(C)X1(,C)] dél (456)
k=170 L C1.02=1
SR RCECING
TeotGep * (Bem =) =Y [ 160« (e - o) | ar
=170 L 01,02=1
(4.57)
Meells o1 1 )
rC,out = Z/ Yc ] dgl (4'58)
k=1 0 §1/€271

A part of the cathode exhaust gas is recycled (REC). The cathode gas recycle ratio,
frec, determines the gas fraction of cathode exhaust gas that is redirected towards

cell 1:00 cell2:0®)  cell 30 cell4:o® 9y over log, (1)
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the catalytic combustion chamber (B). The value used for frge is given in Table 6.1
in Section 6.1.

Xi,REC = Xi,C,out (4.59)
Orec = Oc,out (4.60)
I'rec = frec Tcout (4.61)

The cathode exhaust gas which is not recycled leaves the fuel cell system as exhaust
gas (OUT).

Xi,our = Xi,Cout (4.62)
Your = 19C,out (4.63)
Tour = (1= frec) Teout (4.64)

4.4.10. Electrode Pores

Within the pores of anode and cathode, the electrochemical reactions take place.
The spatial distribution of the gas composition along the pore is neglected. Instead,
integral mass balance is used to describe the partial pressure of all gas components
in the electrode pores, gol(’kzc and (pl(kc)c The oxidation of hydrogen (ox1) and carbon
monoxide (0x2) are considered in the anode pores:

(k)

1 9¢; k k
VACT L AC = Z Vij Dbl]',AC r](,/)lC — 1’15’25 (4.65)
19,% ) ot j—ox

In the cathode pores, the reduction of oxygen (red) takes place:

(k)
1 9% ® ®
VCCW alT - Z vijDajccrice = (4.66)
S j=red

The component mass fluxes between the gas channels and the electrode pores, nz(lfgs
and nglkc)s, are given by Eq. (4.28) and Eq. (4.50), respectively. Regarding the enthalpy
balance, the electrode pores are considered as part of the solid phase. Thus the
temperature of the gas in the pores is equal to the temperature of the solid phase

(Section 4.4.11).

4.4.11. Solid Phase

The enthalpy balance in the solid phase (S) of each fuel cell (Eq. (4.67)) describes
heat conduction along the cell plane, enthalpy transport due to mass transfer between
the anode and cathode gas channels and the electrode pores as well as different heat

over log, /(1) cell 1:1"  cell2:i®  cell3:i®  cell4:i¥
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sources. Besides the non-convective heat transport between both gas phases and the
(k)

solid phase, g ,¢ and qg;) , the heat source due to the electrochemical reactions and the

ion conduction ,q(skg 011> and the heat transport along the stack, qéks)t ks are considered.

8 e 1 a2 . -
Ps 51 = DPeg ag% +Peslz e + Z(—ni,As>% x(ﬁA —195>

1

() a0 (6 - o) -2 -4

1

(k) (k)
+ qS,cell + qS,stack (4~67)

The molar mass flux densities from the anode gas channels to the solid phase are

given by
e (K)
- 0,if n; 45 >0 68
Tids T 0 0 (4.68)
1; As if nas < 0
and for the cathode gas channels an analogous definition is used
0,if n') >0
nzﬁkc)s— _ i, (4.69)

ng&, if n( ) <0

The heat source density in the solid phase, gg .., includes the heat released due to
the electrochemical reactions at the anode and cathode as well as Joule heating due
to the ion transport:

1= X (~aw (o) +nyx (97 ~ o)) x Dayc e

j=ox
+ Z ( ARh9 )—‘r?’l] (4)(Ck)/5 _4)(Ck)rL)) X Da]',CC Vj(’k(-}vc
j=red
(4’ k),L 4)((:k),L) % H(Ek)p (4.70)

The heat transport in stack direction, q(sks)m o> depends on the location of the fuel cell
in the symmetric stack model, i.e.:

k+1 .
Gk — Ao | if k=1
(k) ) (k=1 (k)(k+1)
s stack = \ Ds,conn  — 9S,conn S 1 <k < Rges (4.71)
(k—1),(k) . -
S,conn ’ lf k - nCEllS
cell 1:00 cell 2:0@)  cell 30 cell4:o® 9y over log, (1)
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Eq. (4.71) shows that each fuel cell is thermally connected with its two neighbouring
fuel cells. According to the symmetric boundary conditions on both sides of the
symmetric stack model, the IIR unit is directly connected to the first fuel cell, while
the last fuel cell is only connected to its predecessor.

The heat flux density between the solid phases of two neighbouring fuel cells, qgkc)z)(f; 1),

depends on the temperature difference between the corresponding solid phases:
k), (k+1 k k+1
T | = Sts (ﬂé) — 8 )) (4.72)

The heat flux density between the IIR unit and the first fuel cell, gg jr, is given by
Eq. (4.17) (Section 4.4.3).

The heat loss of the solid phase to the environment is not considered in the model.
Thus, isolation conditions are used on all boundaries of the solid phase (90); to 9Q)y
in Fig. 4.2):

o

e =0 (4.73)

4.4.12. Charged Double Layer Model

The description of the electrical potential field is of essential importance for the de-
termination of the current density distribution. For each cell, the dynamic charge
balances at both charged double layers are set up and combined with a discretised
form of the Poisson equation. The electrical potential in one fuel cell is shown in
Fig. 4.3 [22].

. one fuel cell |

p_— —
anode |

double
layer,

céthod@

double
layer, Z3
: ‘ 1 1 -
(k), L (k),S
by (ZI’ZZ) b
(k),S (k), L
by bc (21122)

Figure 4.3.: Electrical potential in one fuel cell.
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The electrical potential at the anode, (,DX()’S, is arbitrarily set to zero.
4)1(5)/5 -0 (4.74)

The spatially distributed potentials in the electrolyte near the anode and cathode
double layer change, ¢g<),L and 4)(Ck)’L, depend on the local current density from the

electrode, i(k), iif) and i}(:-k).
Wt 1
‘PaAT ==~ (1(k) _ li@) (4.75)
T BN 1
('baCT = X <z(k) - 11(4()) o X (z(k) - zék)) (4.76)

Accordingly to the model assumption j) (Section 4.3), a spatially constant potential
is defined for the cathode, q)ék)’s. It depends on the differences between the overall

currents in the anode, the electrolyte and the cathode (ng), Iék) and Iék)) and the
given total cell current, I ..

(k),S (%) (k) (k)
d(PC _ Leey — I n Leen — I + Leen — IC (4.77)
dr CA CE cc

The specific currents and current densities at the anode, through the electrolyte and
at the cathode are given by the kinetics of the electrochemical reactions (Egs. (4.79)
and (4.83)) and the kinetics of the ion conduction in the electrolyte (Eq. (4.81)):

1§ = / i¥dg (4.78)
(k k k),s . (k),
i = 3 n ey (o4%,0100) (479)
j=o0x
1% = / i®ag (4.80)
iék) = xp X <¢g<),L _ 4’(ck)'L) (4.81)
1= / i®ag (4.82)
.(k k k), k),
lé) = — Z 7’1]' F Dﬂj,cc r](',C)I: (47((: ) S, (P((: ) L) (4'83)
j=red
with r](i?lc and r](lgc representing the Butler-Volmer kinetics at both electrodes (see

Section 4.5).

8OUT over Iog1 0(1:)

1=251x10°




P

stack

& 177 I
R
T-251x10 O [0 B My

86 Chapter 4. Definition of the Symmetric Stack Model

The distribution of the total current over the fuel cell electrodes is calculated depend-
ing on the specific currents and the specific current densities according to:

2 I R OB R R
j(k):<1+1+1> X<1A+1E+ZC_A_IE_C>+IC€”
CaA CE cc CaA CE cc CaA CE cc

(4.84)

The cell voltage, U(k)

cell?
cathode and anode solid phase, while the voltage of the entire stack model is calculated

as the sum over all single cell voltages:

is defined as the electrical potential difference between the

k k),S k),S k),S
ul) = g — gl = o (4.85)
Ustack = Z Uc((]z{l)l (4.86)
k

4.5 Reaction Kinetics

The reaction rate expressions used for the methane steam reforming reaction (refl)
and the water gas shift reaction (ref2) taking place in the reactive phase of the IIR
unit and in the anode gas channels are given in Section 2.3.4.

For the symmetric stack model, the reaction rates for the electrochemical reactions
at the anode and the cathode have to be defined [22]. Butler-Volmer kinetics with an
temperature-dependent Arrhenius term are used for the oxidation of hydrogen (ox1)
and carbon monoxide (refl) at the anode:

(®) 11 () Thon
,OX
Arroxa X <l99 - k))] X PH,, 0 EXP | Xox1,+ nole

T Aol = €Xp
A,ox1 - ﬁg {
(k) (k) ’7§xk ) 1
—PH,0,40 PCOy,ac P | = (1= Qox 1) X Mox1 19(2;( (4.87)
s

(k) 1 1 (k) T
Arrogn X ( — )] X § Pcoac P | doxa+ noszi;

T A ox = EXP -
Ao 19(9)X2 l9§k) S
(k)
k 2 1
- ( (ng,AC) exp | — (1 - DCon,-i—) X Nox2 ::63(2 (488)
S

(k)

with the overpotential at the anode, 77, iz which is defined as follows:

k k),S k),L k
’723‘ = (¢£x) — g ) — Adjo (ﬁé )) (4.89)
over log, ,(t) cell 1:i" cell 2: i{® cell 3: i® cell 4: ¥
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A modified Butler-Volmer kinetics [3, 40, 41] is used for the reduction of oxygen (red)
taking place at the cathode:

(k)

k
1 1 (k) -2 ¢ red
Arrreq X ( - )] X PO, ac exp | 2.5 ——
ﬁfed l9ék) ( 2/ ) s

(k)

rred = exp

(k)
B (& 02 1C red
~(98c) " (#dicc)  ew | 0575 (1.90)
S

The overpotential at the cathode, Uék;, is defined analogously to the overpotential at

the anode:
1) = (0% =) — agyo (90) (4.91)

The standard open circuit voltage for the electrochemical reactions is calculated from
the Gibbs enthalpy of reaction:

Brg? (91"
Adjo <0§k)) = ’117]5 (4.92)

for j = ox1; 0x2;red

A description of the thermodynamic quantities used for the symmetric stack model
can be found in Appendix A.2.

4.6 Modelling of the Electrical Potential in the
Bipolar Plate

One assumption of the here proposed model is, that the electrical potentials of each
cell is independent on the potentials of the neighbouring fuel cells (see assumption j)
in Section 4.3). In an a posteriori calculation, the electrical potential in the bipo-
lar plates, q)%klgk+1), can be calculated using the previously calculated results for the

current densities in the neighbouring fuel cells, i®) and ik+1).

Considering the current density in the bipolar plate, the three-dimensional charge
balance equation for the quasi steady state is described by

gilkk+1)  gHkk+1)  osflkt1)
0= JBP1 I BP2 n BP,3 (4.93)

071 0z 023

where z1 and zp are the length and width of the cell plane and the stack direction is
denoted by z3.
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88 Chapter 4. Definition of the Symmetric Stack Model

Transformed to a dimensionless form, Eq. (4.93) reads

al(k k+1) a.(k,k+1) i .(kk+1)
_ BP,1 BP,2 BP3
= 12 agl + E)Cz + pr aé (494)

with Ip and Igp as the geometric aspect ratios between the length of the cathode
channels and the length of the anode channels and between the length of the cathode
channels and the thickness of the bipolar plate, respectively.

An integration of the dimensionless equation over the height of the bipolar plate
(C3-coordinate) results in

! igkﬁkf K ! aiékﬁk; ! (kk+1)
0= 12/0 aél dcs +/0 aéz dgs +Ipp |:Bp3 }0 (4.95)

The first and second term on the right hand side of Eq. 4.95 are evaluated assuming
constant profiles for the current density in the bipolar plate ({3-directions):

(I k+1) o(kk+1)

IBpa (@3) = Igp1 (4.96)
ibpo ) (G3) = ihps (4.97)

Ohm’s law is used to describe the current densities perpendicular to the stack direc-
tiop, D 4 s(kke 1)
ion, 1pp, " and 1ppy

Kkl q)(k,k-‘rl)
gV = —xpp o 7351 (4.98)
56k
iy ) = —xpp % (4.99)

with xgp as the electrical conductivity of the material of the bipolar plate.

Evaluating the last term on the right hand side of Eq. (4.95), the integration limits
are given by the current densities in the neighbouring fuel cells:

(kk+1) ok (kk+1) (k1
iBp3 |, o= ik ipp3 1 = j(k+1) (4.100)

After inserting Eqgs. (4.96) to (4.100) into Eq. (4.94) and reordering, the equation for

the electrical potential, (p(k +1) , reads
2 (p(krk-&-l) 92 q)(krk""l) (et1) ®)
0= —xpp l% BP BP BP —Igp X ( P —1 P) (4.101)
a2 973 ‘B B
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At all edges of the bipolar plate (9} to 0Q)y in Fig. 4.2), isolation boundary conditions
are applied:

(kk+1)

n x % =0 on 90y to Iy (4.102)

The mathematical problem to solve is an ill-posed problem due to the fact that the
boundary condition for the second order differential equation only fix the first deriva-
tive but not the value of the variable. Therefore, an additional condition has to be
defined. In this case, the potential at the lower right corner point of the bipolar plate
is set to zero, 1. e.

o T (01=0,0=0)=0 (4.103)
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Chapter 5

Numerical Aspects

The symmetric stack model of a Molten Carbonate Fuel Cell presented in the previous
chapter is implemented in the commercial simulation environment CoMsOL MULTI-
PHYSICS [13]. This software tool uses the Finite Element Method (FEM) to solve
systems of partial differential equation (PDE).

In this chapter, the background of the Finite Element Method is shortly presented
(Section 5.1) before the implementation of the stack model is discussed (Section 5.2)
and the solution strategy is presented (Section 5.3). In the last section (Section 5.4),
the influence of the mesh size on the quality of the solution is analysed.

5.1 Discretisation According to the Finite Element
Method

Many problems in engineering and applied science are governed by differential equa-
tions or integral equations. The solution of these equations would provide an exact,
closed-form solution to the particular problem being studied. However, due to com-
plexities in the geometry and in the boundary conditions that are present in most
real-world problems and due to possibly highly coupled equations, this exact solution
can not be obtained or it can not be obtained in a reasonable amount of time. There-
fore, numerical algorithms which calculate an approximate solution in reasonable time
and with reasonable efforts are developed. The FEM is one of these approximate so-
lution techniques.

To use the FEM, the physical formulation of the problem in the form of (partial)
differential equations has to be transformed to its discrete finite element analogue. One
family of methods used to numerically solve differential equations are the methods of
weighted residuals with its most used variant, the Galerkin Method. The continuous
geometry is partitioned into a set of discrete sub-domains of a simple shape, creating
the mesh. The solution for the independent variables is approximated in each mesh
element by using simple basis functions which can be described by a finite number
of parameters. The sum of the parameters needed to approximate the solution in all
mesh elements is called degrees of freedom (DoF). It represents a measure for the size
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of the problem to be solved. A detailed mathematical foundation of the FEM can be
found in the corresponding scientific literature [42].

The advantages of the FEM are that it can easily handle complex geometries, bound-
ary conditions and constraints. It is used for several decades to analyse and solve
engineering problems especially in the areas of mechanical engineering. With the
availability of easy to use commercial tools, the FEM is one possibility to solve the
complex multiphysics equation system which describes a Molten Carbonate Fuel Cell
stack. Using the FEM one has to be aware that the result is an approximation of the
original problem and a careful check of the physical validity of the solution is needed.

5.2 Implementation

For the implementation of the stack model in CoMsoL MULTIPHYSICS, second order
partial differential equations are used as basic templates for all equations. For a
transient problem the coefficient form of the equation template reads:

2

eug—t; +da%—l—V(—ch—zxx—i—')/)—i-,BVx—i—ax:f in Qgtack (5.1)
with x as the independent variables and e;, dg, ¢, «, ¥, B, a and f as coefficients
of the equation. In the equations of the symmetric stack model, not all of these
coefficients are used. The capacity with respect to the considered variable is stored
in the coefficient d,. The coefficient ¢ is used for the Peclet number in the energy
balance of the solid phase.  represents the molar mass flux density in the component
mass balances and the energy balances of the gas phases. The coefficient f denotes
the source term, e. g. the source due to Joule heating.

This template for a second order PDE is modified according to the requirements of the
corresponding equations in the IIR unit, the anode and cathode gas compartments
and the solid phase. The simulation domain Qg with the boundaries dQ)1 to dQ)y
is considered (Fig. 5.1). Of the model equations only the conductive heat transport in
the solid phase is described by a second order equation on this subdomain. Therefore,
the four boundary conditions needed for this equation (two in each direction) can
easily be defined. As stated in Eq. (4.73) (Section 4.4.11), isolation conditions are
used on the four edges.

With respect to the gas flow in the non-reactive phase of the IIR unit and in the anode
and cathode gas compartments, only the convective flow is considered. Furthermore,
only one single gas flow direction is assumed. Therefore, the gas flows are described
by first order PDEs with one boundary condition for the main flow direction. Due
to the second order PDE template used for the definition of the equations, additional
- neutral - boundary conditions for the other three edges have to be defined. On
the one hand, isolation boundary conditions are used for the edges on the left and
right hand side of the main flow direction. On the other hand, only convective gas
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Figure 5.1.: Simulation domain of the symmetric stack model with the gas flow
directions.

flow is considered at the gas outlets. In CoMsSOL MULTIPHYSICS, this is done by
setting the term representing the diffusive flux in Eq. (5.1), V (—=cVXx), to zero at
the corresponding boundary. Due to the fact that diffusive mass transport as well as
diffusive energy transport are not accounted for in the symmetric stack model, this
term is equal to zero. Thus, this boundary condition does not influence the solution.

Exemplarily, these boundary conditions are evaluated below for the equation of the
mole fractions in the anode gas compartment (see Section. 4.4.5). In CoMsoL MUL-
TIPHYSICS, the specialised application mode ’convection and diffusion’ is used. It is
based on the definition of the coefficient form (Eq. 5.1) and reads

dc

51‘5 g

+V (DVc) =—-uVc+R (5.2)

In the application mode, the variable c is replaced by the mole fraction in the anode
gas, )(5,]2, and the molar mass flux density, ’yff), is inserted as the {1-component of
the vector u. Furthermore, the diffusive flux is neglected (D = 0). Considering the
variable J;5 as the capacity of the anode gas compartment and R as the source terms,
the structure of the equation for the mole fraction in the anode gas compartment

(Eq. (4.25)) becomes visible.

) O] _
bt = — | T4 | Vg R (5.3)

Eq. 5.3 is a first order partial differential equation. Thus, one boundary condition
must be defined. At the gas inlet (dQ)1) the mole fraction is set to the corresponding
mole fraction of the gas in the gas manifold (Eq. (4.31))

k
Xl(,fz = Xi,M on 801 (5.4)
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As discussed above, neutral boundary conditions are needed for the other three edges
of the simulation domain. At the outlet of the anode compartment (9Q)y), the diffusive
flux is set to zero. As discussed above, this boundary condition has not influence on
the solution.

0=n(-DVxf) om0y (5.5)

For the edges on the left and right hand side of the gas flow (dQ); and 9Q)3), an
isolation boundary condition is used:

(k)
0=n- <—DV7(£12 + x4 l”g D on 90 and 303 (5.6)

For Eq. 5.6, the directions {7 and {, have to be analysed separately. The boundary
normal vector at these edges is zero in the main flow direction, 1. Thus, the equation
is fulfilled for this coordinate. Considering the (>-direction, the first term in the
brackets on the right hand side is equal to zero because no diffusion is considered.
Due to the fact that there is no molar mass flux density in this direction, the second
term is zero as well. Therefore, the second component of the equation is also fulfilled.
Thus, this boundary condition has no influence on the solution.

A special case is the equation for the total molar mass flux across the interface between
the two phases of the IR unit (Eq. 4.10). It is not a differential equation, but
an implicit algebraic equation which is solved by CoMsOL MULTIPHYSICS using the
integral form of a partial differential equation, i. e. the weak form [13].

While the model has a simple geometry, complex restrains are defined. First, the
integral of the current density over the subdomain Qg has to be equal to the given
cell current. Second, the total molar mass flux and average values for the temperature
and gas composition have to be calculated at the outlets of all gas compartments,
which requires an integration of the variable over the corresponding outlet boundary.
To prevent additional terms at these boundaries due to the coupling variables used
to implement these restraints, non-ideal boundary conditions are used. This means
that the constraint forces at the boundary are modified to correctly describe the uni-
directional fluxes at these edges.

Furthermore, the equations for the molar mass flux density in the non-reactive phase
of the IIR unit, in the anode gas compartments and the cathode gas compartments
(Eq. (4.7), Eq. (4.27) and Eq. (4.49)) are modified. Considering the coefficient form
of a partial differential equation solved in CoMsoL MurtipHYSICS (Eq. (5.1)), only
a single variable is provided in the differential terms. Thus, the product of the molar
mass flux density, 7, and the gas temperature, ¢, is replace by the new variable w:
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94 Chapter 5. Numerical Aspects

Considering the ideal gas law, a relation between the total concentration and the
temperature is given by

G=_F

= RT (5.8)

In combination with the assumption of isobaric conditions (assumption b) in Sec-
tion 4.3), Eq. (5.8) can be used to show that w represents the dimensionless velocity
of the gas:

g T g P/(RE) 8/ u
= 19 = — _— = = = = — .
w=r e X Tp e X R e (5.9)

with the definition of the velocity as the ratio of the molar mass flux density and the
total concentration, u = 8/¢;.

The dimensionless velocity in the IIR unit is additionally multiplied with the volume
fraction of the non-reactive phase. Thus, this variable represents the theoretical ve-
locity in an empty IIR unit. It is independent on the catalyst distribution in the
reforming reactor.

wir = N why = eN ol 90 (5.10)

Ordinary Differential Equations (ODE) are used to describe the auxiliary components
of the fuel cell stack. The heat exchangers as well as the gas manifold between the ITR
unit and the anode gas compartment and the reversal chamber between the anode
and cathode gas compartments are modelled as well mixed tanks. The corresponding
equations are defined as additional DoF in CoMSOL MULTIPHYSICS.

Two types of meshes are available in COMSOL MULTIPHYSICS. On the one hand,
an unstructured mesh can be defined. It uses triangular elements in case of a two-
dimensional geometry. On the other hand, a mapped mesh consisting of quadrilat-
eral elements is available. Compared to an unstructured mesh, the mapped mesh
is structured in a pattern where opposite edges have the same number of elements.
An unstructured mesh can easily be generated for complex geometries while fairly
regular shaped geometries are needed for mapped meshes. For such simple geome-
tries, a mapped mesh will result in a lower number of DoF but a similar convergence
behaviour and quality of the solution as in case of the unstructured mesh.

The symmetric stack model is based on an equidistant mapped mesh taking advantage
of the simple geometry. Finite elements based on piecewise polynomials of the degree
k = 2, the so-called the Lagrange-Quadratic elements, are used as finite elements
in the simulations of the symmetric stack model. This means that node points are
created at the corners, at the side midpoints and in the centre of each rectangular
element. At least a 4 x 4 mesh of these elements is needed to solve the model. The
number of elements per edge is only limited by the amount of RAM available for the
calculation.
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5.3 Solution Strategy

ComsoL MuLTipHYSICS provides different solvers for DAE problems resulting from
the FEM discretisation of PDEs. The available set of solvers include among oth-
ers stationary solvers and time-dependent solvers. They are all available for linear
and non-linear problems. Depending on the selected solution type, CoMsoL MUL-
TIPHYSICS chooses the time-dependent solver for transient problems or a stationary
solver if the steady state solution is requested. In that case, the solver searches for
a solution where the accumulation term is zero. All of these solvers break down the
given problem into the solution of one or several linear systems of equations. These
in turn are solved by a direct or an iterative solver for linear systems [13].

The direct solver uses the Gaussian elimination procedure. This process is stable and
reliable. But, while it requires less tuning and is often faster than iterative solvers,
it also requires larger memory resources. Applying an indirect solver, the equation
system is solved repeatedly, using the output of one iteration as initial guess for the
next. Due to the complexity of the symmetric stack model, only the direct solvers
converge. The default linear solver of CoMSOL MULTIPHYSICS is used in this work
(UMFPACK direct solver [48]).

The symmetric stack model is solved in several steps. In the beginning, initial values
for all state variables like the temperatures and the mole fractions are defined based on
a previous solution of the model. If no such solution is available, values are estimated.

CoMsoL MULTIPHYSICS allows the user to define which equations of the model should
be solved. The initial values or, if available, the current solution are used for all
equations which are not considered. Using this feature, the symmetric stack model
is solved in several steps. First, the equations for the gas phases in the IIR unit, in
the anode and in the cathode gas compartment are solved on a coarse mesh (4 x 4)
and a relative tolerance of ntol = 107°. In the next step the equations for the solid
temperature and the electrical potential are added to the list of equations to solve. In
the last step, the final solution is calculated with a refined mesh (7 x 7) and a relative
tolerance of ntol = 10~ as convergence criterion.

Taking into account all equations (Chapter 4), the symmetric stack model consists of
114 PDEs and 26 ODEs as well as a number of algebraic equations. These equations
are highly coupled to each other due to the connection of the gas compartments via
the gas flow, the thermal interactions between all parts of the fuel cell, especially in
stack direction, and the coupling of the electrochemical reaction rates at the anode
and cathode of each fuel cell. Considering four fuel cells on a 7 X 7 mapped mesh
with Lagrange-Quadratic elements, the model has 25.676 degrees of freedom (DoF).

The calculation time required to solve this model adds up to about 30 minutes on
a Dual Intel Xeon CPU 3.2GHz. The size of the models analysed in this work is
restricted by the available computational memory. The largest problems solved are a
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96 Chapter 5. Numerical Aspects

symmetric stack model with 6 fuel cells on a 8 X 8 mesh and a model with one fuel
cell on a 18 x 18 mesh. Up to 8 GB RAM are needed to determine the solutions.

5.4 Influence of the Mesh Size

The quality of a solution depends on several factors. On the one hand, the rela-
tive tolerance of the numerical algorithm, ntol, defines a convergence criterion of the
solution. This criterion considers the error of the numerical approximation of the
solution. It is set to a constant value for the final step of all calculations (see Sec-
tion 5.3). On the other hand, an energy balance as well as balances for each atomic
species can be defined to test the physical correctness of the solution approximated
by CoMsOL MULTIPHYSICS.

Taking into account all energy fluxes or gas fluxes which enter or leave the fuel cell
stack, the relative error of these balances can be used to compare solutions calculated
using different mesh sizes or different numbers of fuel cells. Increasing these two factors
results in an increasing number of DoF, thus increasing the memory requirements and
the calculation time. But it also reduces the relative error of the solution. Therefore,
one has to find a mesh size which offers a good balance between the computational
effort and the numerical precision.

Fig. 5.2 shows the relative error of the enthalpy balance for different mesh sizes and
different model configurations, i. e. numbers of fuel cells simulated in the symmetric
stack model. For each model configuration, the mesh size is increased until a solution
of the model is no longer possible in reasonable time or the solution process is aborted
due to the fact that the memory requirement exceeds the available computational

memory.
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Figure 5.2.: Relative error of the energy balance for different mesh sizes and dif-
ferent numbers of fuel cells included in the symmetric stack model.
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5.4. Influence of the Mesh Size 97

The relative error with respect to the energy balance of a solution is defined as the
difference between energy fluxes leaving the system and the energy fluxes entering
the system related to the electrical output of the simulated part of the stack. The
enthalpy of the gas at the gas outlet (OUT), the electrical power generated by the fuel
cells and the heat losses in the gas manifold and the reversal chamber are considered
as energy flows leaving the system while the enthalpy of the feed gas (IN) and the
enthalpy of the air supply (AIR) as well as the electrical power needed for the blower
are energy flows entering the system.

ey — AH _ (HOUT + Pg+Qm+ QRC) - (HIN + Har + Phlower)
Py Pel

(5.11)

Independently of the number of fuel cells considered in the model, a finer mesh always
yields a reduced relative error of the energy balance. The highest error of around 12%
can be found for a model which is based on a 4 x 4 mesh and includes one half ITIR
unit and one fuel cell. For a constant mesh size, the absolute error of the enthalpy
balance is reduced with increased numbers of fuel cells simulated.

The main contribution to the relative error of the energy balance comes from the
energy balance of the anode (A). Within these parts of the model, the reforming
reactions as well as the electrochemical reactions are considered. Especially at the
anode inlet, high temperatures as well as a high concentration of methane and there-
fore high reaction rates for all reactions can be observed. Thus, strong second order
gradients especially in the temperature profiles occur. These are not accurately re-
presented by the solution approximated by CoOMSOL MULTIPHYSICS, resulting in the
errors shown in Fig. 5.2. Nevertheless, for all variations of the model, the absolute
value of the relative error of the enthalpy balance is less than 2% for the finest mesh
for which results are available.

The second type of relative errors calculated considers the atomic balances. They
are defined as the error between the number of atoms at the gas outlet (OUT) and
the gas inlets (the feed gas, IN, and the air supply, AIR), related to the value at the
gas outlet. The number of atoms are calculated at the selected points using the gas
composition, x;, the gas molar mass flux density, 7, and the molecular formula of the
gas species.

Aatom;  (atom;or) — (atom; py + atom; 4R )
atom;oyr (atom; our)

e = (5.12)

Fig. 5.3 presents the resulting diagrams. The plots of the errors in the atom balances
for carbon, hydrogen and oxygen show a behaviour similar to the relative error of the
energy balance (Fig. 5.2). The relative error calculated for the balance of nitrogen is
several orders of magnitude smaller. Furthermore, no differences are visible between
the calculations with respect to a varying number of fuel cells. The reason is that
nitrogen is only present in the reversal chamber (RC) and the cathode gas compart-
ment (C). Thus, the reactions taking place at the anode do not influence the nitrogen
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balance. Therefore, the errors in the energy balance and the atom balances of carbon,
hydrogen and oxygen are mainly caused by the reactions in the anode gas channel.
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(a) Relative error of the carbon atoms balance. (b) Relative error of the hydrogen atoms bal-
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Figure 5.3.: Relative errors for the atom balances of carbon, hydrogen, nitrogen
and oxygen.

A relative error below 1% is reached for all configurations of the model and for all
four atomic balances if the solutions with the finest mesh is considered. Comparing
the results, especially the standard model configuration of one half IIR unit and four
fuel cells, a mesh size of 7 x 7 yields an error of less than 1% with acceptable memory
requirements (less than 2GB) and calculation times (approx. 30min). Therefore,
this mesh size is chosen as the final mesh size used to obtain the simulation results
presented in the following chapter.
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Chapter 6

Simulation Results

In this chapter the simulated results of the symmetric stack model are presented.
First, the parameters of the base case are defined and simulation results for these
parameters are discussed (Section 6.1). After that, these results are compared to
the results of the model validation by Gundermann et al. [18] (Section 6.2). In the
following section, the symmetric stack model is used to evaluate design variants with
regard to the number of fuel cells per IIR unit (Section 6.3). The last part of this
chapter, Section 6.4, analyses the energy fluxes in the MCFC system in the symmetric
stack model. Exemplarily, configurations with two and eight fuel cells per IIR unit
are analysed.

6.1 Base Case

In this section, selected results from the steady state solution of the symmetric stack
model with one half ITR unit and four fuel cells are presented in order to demonstrate
the functionality and potential of the model.

First, a set of input parameters, the so-called base case, is defined (Table 6.1). These
base case conditions correspond to the values of the operating point 4 used in the
model validation by Gundermann et al. [18, 20]. At this point the MCFC is operated
at an average current density of isye = 80mA/em?. The feed gas composition corre-
sponds to a mixture of methane and steam with a steam-to-carbon ratio of about 2.4.
The gas is reformed in the external reformer to about 20% conversion. In contrast to
the work of Gundermann et al., the here developed symmetric stack model considers
the stack direction as an additional coordinate, i. e. the impact of the simulation of
several fuel cells on the temperature profile along the stack length is shown.

The experimental data used for the model validation done by Gundermann et al.
was measured on a HOTMODULE system built by MTU Onsite Energy, Germany for
typical operating points of the fuel cell system. In order to protect the intellectual
property of the industrial partner any absolute values in the following sections are
omitted. Instead, the results are discussed qualitatively and conclusions are drawn
from that.
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100 Chapter 6. Simulation Results

Table 6.1.: Input parameters of the symmetric stack model at base case condi-

tions.
description variable | dimensionless value

feed gas

molar mass flux 'y 3.30

temperature N 2.18

methane mole fraction XCH,,IN 0.22

water mole fraction XH,0,IN 0.57

hydrogen mole fraction XH,,IN 0.15

carbon monoxide mole fraction | xcomw 0.00

carbon dioxide mole fraction XCO,,IN 0.05
air

molar mass flux Tar 21.96

temperature B AR 1.08

oxygen mole fraction XO,,IN 0.21

nitrogen mole fraction XNy, IN 0.79
total cell current Teent 0.45
electrical power of the blower Pyiower 11.10
cathode gas recycle ratio frec 0.70
volume fraction in the IIR unit SII\{R 0.75

Below, the simulated results of the gas composition in the IR unit as well as the anode
and cathode gas compartments are discussed. Afterwards, the current densities for
the four fuel cells are presented. This is followed by a discussion of the temperature
distribution in the solid components of each fuel cell - the solid phase - and the
resulting temperature profile in stack direction. Furthermore, the electrical potential
in the bipolar plates is analysed in order to validate assumption j) of Section 4.3. At
the end, results of a dynamic simulation are presented.

6.1.1. Gas Composition

Figures 6.1 to 6.3 show selected profiles of the mole fractions in various gas com-
partments of the symmetric stack model. In the IIR unit and the anode compart-
ments, especially the methane mole fraction (Fig. 6.1) and the hydrogen mole fraction
(Fig. 6.2) are of interest, while in the cathode channels, the mole fraction of carbon
dioxide (Fig. 6.3) is more important.

In the IIR unit, about 30% of the methane present at the inlet is converted to hy-
drogen. The chemical equilibrium is nearly reached in the reactive phase, where the
reforming process takes place. Due to the mass transport limitation across the inter-
face, the concentration in the non-reactive phase is further away from a theoretical
equilibrium composition. Thus, the composition of the exhaust gas of the ITR unit
is not in chemical equilibrium. In the anode channels, the remaining methane reacts
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Figure 6.1.: Methane mole fraction in the non-reactive phase of the IIR unit and
in the anode gas channels of the four fuel cells.

to hydrogen. The reforming products are continuously consumed by electrochemical
oxidation, so the methane concentration reaches nearly zero at the anode outlets.

Fig. 6.2 shows the hydrogen mole fraction in the ITR unit and the four fuel cells.
In the IIR unit, methane is converted to hydrogen by methane steam reforming.
Hence, the hydrogen mole fraction increases to approximately one third at the outlet
of the IIR unit. In the anode gas compartments, two processes occur. On the one
hand, hydrogen is produced by steam reforming. On the other hand, hydrogen is
consumed by electrochemical reactions. Thus, the hydrogen mole fraction in the
anode is constant close to the anode gas inlet and after that decreases towards the
gas outlet. The high concentration of hydrogen at the anode inlet also results in high
electrochemical reactions rates in this case.

The hydrogen mole fraction is especially low at the anode outlet of cell 1 compared
to the hydrogen mole fraction at the outlets of the other fuel cells. The opposite
can be observed for the methane mole fraction. This can be attributed to the lower
temperatures in cell 1 due to the cooling effect of the neighbouring IIR unit. As a
result, the rates of the reforming reactions in the anode gas compartment are reduced
and the equilibrium of these reactions is shifted towards the educts.
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Figure 6.2.: Hydrogen mole fraction in the IR unit and the anode gas compart-
ments of the four fuel cells.

Carbon dioxide is an important reactant for the electrochemical reduction reaction
in the cathode channels. Its mole fraction distribution is depicted in Fig. 6.3. At
the cathode inlet, the mole fraction of carbon dioxide is only a few mole percent.
Along the channels, carbon dioxide is consumed in the electrochemical reaction. The
consumption rate is higher in the lower cathode channels due to higher electrochemical
reactions rates. This almost leads to depletion of carbon dioxide near the bottom
left corner, where the anode inlet and the cathode outlet are located. Due to the
fact that carbon dioxide is needed as an educt for the electrochemical reduction, its
concentration, especially at this point, is critical for higher fuel utilisation.

6.1.2. Current Density Distribution

Fig. 6.4 presents the current densities in the four fuel cells with an average cell current
density of iz = 80mA/em2. All profiles are similar to each other. The maximum
difference in local current density between two neighbouring cells is less than Ai =
10mA/em?, although they are calculated independently. An a posteriori calculation of
the resulting electrical field in the bipolar plate is discussed in Section 6.1.4.

The rate of the electrochemical reactions, and therefore also the local current density,
mainly depends on the temperature in the solid phase and the concentration profiles
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%

Figure 6.3.: Molar fraction of carbon dioxide in the cathode gas compartments of
the four fuel cells.

of the educts of these reactions. Especially the concentrations of hydrogen in the
anode channels and carbon dioxide in the cathode channels govern the current density
distribution. Due to the high concentration of hydrogen at the anode inlet, the highest
current densities can be found in this region.

According to the superoxide reaction mechanism proposed by Prins-Jansen et al.
[40, 41], a negative order of reaction with respect to carbon dioxide appears in the
cathodic reduction kinetics. Thus, the current density increases towards the end of
the cathode channel, where the carbon dioxide fraction is low. Therefore, the current
density peak is located in the vicinity of the anode inlet / cathode outlet, i. e. the
bottom left corner of each fuel cell.

The main difference in the current density profiles of the four cells is the peak current
density. The strong cooling effect in the upper half of cell 1 due to the reforming
process in the IIR unit results in lower current densities in this part of the cell. But,
because the total cell current is fixed, this decreased current density in the upper
half has to be compensated by high current densities in the peak region. There, the
current density reaches values of more than twice the average value on the cell plane.
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Figure 6.4.: Current densities in the four fuel cells.

6.1.3. Temperature Distribution

The temperature distribution in the solid phases of the four fuel cells is shown in
Fig. 6.5. Temperatures are around 600 °C, with a maximum temperature difference
of approximately 100 °C.

In each cell, the highest temperature is located near the same corner where the current
density peak is observed. This is mainly because of two reasons. First, the high local
current density results in a strong heat source in that area due to losses by the
electrochemical reactions and by ion conduction. The second reason for the location
of the temperature peak is that the cooling effect of the IIR unit is especially strong
in the upper half of the symmetric stack model, which effectively lowers the cell
temperature there.

The cooling effect of the IR unit becomes evident when comparing the temperature
profiles of the four fuel cells (Fig. 6.5). While the temperatures are generally lowest in
cell 1, the highest temperatures are predicted in cell 4, which has the highest distance
to the ITR unit. Considering the symmetry on the right hand side, this results in an
approximately parabolic temperature profile in stack direction.

The temperature levels of the four fuel cells (Ts min, Tsavg and Ts pay) differ by sev-
eral 10 °C (Fig. 6.6). Compared to the typical temperature difference in each cell, this
gradient along the stack direction is significant. However, it seems that the tempera-
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cell 1 cell 2

cell 3 cell 4

Figure 6.5.: Temperature profile in the solid phases of the four fuel cells. The IIR
unit, where the endothermic reforming process takes place, is located
on the left hand side of the first cell.

ture differences over each individual cell are nearly constant. So, although each cell
operates at a significantly different temperature level, each cell has nearly the same
temperature difference over its cell area.

With respect to cell voltages, an increase by several 10mV from the first fuel cell to
the fourth fuel cell is observed (lower part of Fig. 6.6). This effect is clearly caused
by the higher temperature level in cell 4. The slopes of the cell voltages and the cell
temperatures are similar, indicating a dependency between these values.

From these observations, two conclusions can be drawn. First, the individual fuel cells
show very similar states with respect to gas composition, voltage and current density.
A reduction of the stack model to a model with one single representative cell, as in
Gundermann et al. [21] is acceptable, if only these states are of interest. Second,
concerning the cell temperature, the four cells show significant differences here (see
also Section 6.3). Especially for design and optimisation purposes, where these values
are very important, the temperature profile in stack direction can not be neglected.
For these applications, a realistic stack model is an indispensable instrument.
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Figure 6.6.: Minimum, average and maximum temperature in the solid phase of
the four fuel cells.

6.1.4. Electrical Potential in the Bipolar Plates

For the formulation of the stack model, the assumption that the electrical potentials
of each cell are independent on the potentials of the neighbouring fuel cells is used
(Section 4.3). A separate partial differential equation is defined to validate this as-
sumption in an a posteriori investigation (Eq. 4.101 in Section 4.6). Fig. 6.7 presents
simulation results for the electrical potential in the bipolar plates between the fuel
cells considering base case conditions. The reference for the electrical potential is set

at the lower right corner, (pékl'ykﬂ)) (1 =0,0» =0) =0 (Eq. 4.103).

The profiles of the electrical potential show properties similar to the temperature
profiles and the profiles of the current densities. The difference in the cell current
densities is highest between the first two fuel cells. Thus, the highest electrical po-
tentials can be found in the corresponding bipolar plate. Further away from the IIR
unit, the cooling effect influencing the temperature profiles, decreases. This results
in higher temperatures which leads to a change of the rates of the electrochemical
reactions. Therefore, smaller differences between the current densities exist and a
nearly homogeneous electrical field can be found in the last bipolar plate.

The maximum potential difference is observed in the bipolar plate between the first
and the second fuel cell. It is in the order of AUgp ~ 1073V. Considering the
geometrical dimensions of the stack, a potential gradient of max. Epgy = 5 x 1073 V/m
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bipolar plate: cell 1 —cell 2

Figure 6.7.: Electric potential distribution in the bipolar plates of the MCFC sym-
metry unit.

is present. Thus, the assumption of homogeneous electrical potential in each bipolar
plate is justified.

6.1.5. Dynamic Simulations

Using the here developed symmetric stack model, one can not only simulate the
steady state operation of the fuel cell system but also the transient behaviour after
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changes of operating parameters, in particular load changes. Exemplarily, a step
change from the operating point 4 (80mA/em?) to the operating point 5 (100 mA/cm?)
as defined by Gundermann [18] is briefly discussed in this section. The parameters
for both operating points are listed in Table 6.2. In contrast to the simulations by
Gundermann, not only the total cell current has been changed but also the parameter
settings for the feed gas have been adapted. Thus, the influence of the changed feed
gas flow and feed gas composition is taken into account.

Table 6.2.: Input parameters for the dynamic simulation.

description variable | operating point
opd = opb

feed gas
molar mass flux 'y 330 = 3.65
temperature N 218 = 216
methane mole fraction XCH,,IN 022 = 023
water mole fraction xmo,wN | 057 = 0.60
hydrogen mole fraction XH,,IN 015 = 0.12
carbon monoxide mole fraction | Xco,mw 0.00 = 0.00
carbon dioxide mole fraction XCO,,IN 0.05 = 0.05

air

molar mass flux Tar 2196 = 21.84
temperature GAR 1.08 = 1.07
oxygen mole fraction X0,,IN 021 = 021
nitrogen mole fraction XN,,IN 079 = 079
total cell current Leen 045 = 0.56
electrical power of the blower Porower | 11.10 = 11.10
cathode gas recycle ratio frec 070 = 0.70
volume fraction in the IIR unit SII\{R 075 = 075

The transient behaviour of the stack voltage, Usz,qk, is presented in Fig. 6.8. Further-
more, these simulation results are shown in the images at the bottom of each page.
The operating point is changed at the dimensionless time T = 107°. The logarithmic

time scale clearly shows the different characteristic time constants of the processes in
the MCFC.

The charge balances in the electrochemical double layers reaches its new steady state
fast. Thus, the step increase of the total cell current results in a nearly instantaneous
drop of the cell voltages. In a second time range, the dynamic of the gas phase
balances, especially the gas concentration and the gas temperature, can be observed.
They lead to a decrease of the average cell voltage to a minimum value. After that,
the system behaviour is dominated by the slow time constant of the enthalpy balance
of the solid phase. The other system states follow this temperature. It changes due to
the increased heat produced by the electrochemical reactions and the ion conduction
as result of the increased current density. Additionally, heat is generated by the
oxidation of the non-oxidised components of the feed gas in the catalytic combustion
chamber.
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Figure 6.8.: Dynamic simulation of the stack voltage for a load change from op-
erating point 4 to operating point 5.

6.2 Comparison with the Validated Model

The load case defined as the base case has previously been used by Gundermann
[20]. In that work, it is one of four analysed load cases for which extensive sets of
experimental data were available from a 250 kW, HoTMoDULE MCFC power plant
manufactured by MTU Ounsite Energy, Germany [5]. These data sets are used to
identify unknown parameters in a single cell model with an IIR unit. The single cell
represented the average behaviour of all cells in the stack. As a result, the deviation of
the model predictions by Gundermann et al. from the experimental data is less than
or equal to the estimated measurement error [19, 21]. To demonstrate the validity of
the stack model, some important values are compared to those from the simulations
of the previously validated model.

The current densities in both models show similar profiles (Fig. 6.9). The figure shows
the current density of the validated model (grey surface) and the current densities of
the first and the fourth cell of the symmetric stack model (coloured planes). For the
model of Gundermann et al., a maximum current density of iy, = 164mA/m? is
found. In the stack model, the maximum current density varies around this value (see
also Fig. 6.4). The cell voltage for both models is approximately U.;; = 0.80V for an
average current density of ipyg = 80mA/cm?. Therefore, the electrical power generated
by each cell of the stack model as well as their efficiencies are practically identical to
the value calculated by Gundermann [18].

A variable which influences nearly all processes in the MCFC stack is the temperature
of the solid phases (Fig. 6.10). The temperature profiles show similar characteristics
for both models with a maximum at the anode inlet / cathode outlet and a lower tem-
perature in the upper half of the fuel cells (see also Fig. 6.5). One can observe the
influence of the IIR unit in the temperature profiles of the symmetric stack model.
The solid phase temperature in the fuel cell next to the IIR unit is lower than the
temperature in the solid phase of the fuel cell farthest away from this reforming reac-
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Current density i

—_

Figure 6.9.: Comparison of the current density, i, from the model of Gundermann
(grey scale plot) and the current densities of the first, i1, and fourth
fuel cell, i), of the symmetric stack model (coloured plots).

tor. All temperatures predicted by the symmetric stack model are in the range of the
solid phase temperature of the simulations of Gundermann et al., where temperatures
between T ;, = 553 °C and Tg 0y = 642 °C are found.

Differences between both models result from additional components of the fuel cell
system considered in the symmetric stack model. While in the model of Gundermann
the feed gas goes directly into the ITR unit, this gas is heated up by a heat exchanger
in the symmetric stack model, resulting in higher temperatures at the inlet of the
IIR unit (Fig. 6.11). Furthermore, several fuel cells are simulated in the symmetric
stack model and the phase model is considered for the IIR unit. In addition to the
gas temperature of the ITR unit in the validated model by Gundermann (grey scale
plot), Fig. 6.11 also shows the temperature in the non-reactive phase (upper coloured
plot) and the reactive phase (lower coloured plot) of the symmetric stack model. As
the endothermic reforming process takes place in the reactive phase, this gas is colder
than the gas in the non-reactive phase. The temperature difference between both gas
phases is in the order of several 10K.

All of this leads to a lower temperature difference between the gas in the IIR unit
and the temperature in the solid phase of the neighbouring fuel cell compared to
the corresponding temperature difference in Gundermann’s model (Fig. 6.12). The
temperature differences between the IIR unit and the solid phase of the validated
model (ds — 9pr; grey scale plot) is compared to the corresponding temperature dif-
ference in the symmetric stack model, considering the temperature of the reactive
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Figure 6.10.: Temperature of the solid phase, dg, in the model of Gundermann
(grey scale plot) and of the first and fourth fuel cell of the sym-

metric stack model (19? and ﬁél); lower and upper coloured plot,
respectively).
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Figure 6.11.: Temperature in the IIR unit for the model of Gundermann, Oy,
(grey scale plot) and the non-reactive phase, 19%, (upper coloured

plot) and the reactive phase, 8Ky, (lower coloured plot) of the sym-
metric stack model.
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phase (ﬂg) — 1951%; upper coloured plot) and the non-reactive phase (ﬂgl) — 19%{; lower
coloured plot). In the model of Gundermann, the increased temperature difference re-
sults in an increased heat transport into the IIR unit which shifts the methane steam
reforming reaction to a higher conversion of methane.

Figure 6.12.: Comparison of the temperature differences between the IIR unit and
the solid phase for the validated model (grey scale plot) and the
symmetric stack model, considering the temperature of the reac-
tive phase (upper coloured plot) and the non-reactive phase (lower
coloured plot).

The change of the temperature level in the IIR unit influences the reactions in this
structured reactor, especially the concentrations differ between both models. The
most important concentration is the mole fraction of methane shown in Fig. 6.13. Due
to the higher temperature difference in the model by Gundermann et al., more heat
is transferred into the IIR unit providing the energy for the methane steam reforming
reaction. Thus, the concentration of methane at the outlet is several percent lower
than the concentration calculated by the symmetric stack model.

Overall, the results of the symmetric stack model correspond to those from the pre-
viously validated model. The differences are caused by auxiliary units of the fuel cell
system implemented in the symmetric stack model as well as the consideration of
several fuel cells.
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Mole fraction ¥, o

Figure 6.13.: Comparison of the methane mole fraction in the validated model
(grey scale plot) and the symmetric stack model (coloured plot).

6.3 Variation of the Number of Fuel Cells

The symmetric stack model allows the simulation of an arbitrary number of fuel
cells between two IIR units. The maximal number is only limited by the available
computational power, especially the memory of the computer used for the simulations.
In this work, simulations are carried out for one to six fuel cells connected to one half
IIR unit. Besides the necessary adaption of the gas flow to the increased number of fuel
cells, the height of the ITR unit also depends on the number of fuel cells simulated (see
the definition of the phase model in Section 4.4.3). All of the performed simulations
are using the definition of the base case as model parameters.

The average solid temperature of the individual fuel cells from the simulations with
one to six cells is presented in Fig. 6.14. As discussed in Section 6.1.3, the parabolic
temperature profile in stack direction due to the endothermic character of the reform-
ing process in the IIR unit is clearly visible. The cooling effect is enhanced by the
increased molar mass flux of the feed gas and the increased size of the IIR unit with
increasing number of fuel cells. This results in higher reaction rates and therefore a
more pronounced heat sink. Thus, the average solid temperature of the first fuel cell
is decreased from a stack with one cell towards a stack with six cells.

A galvanostatic operation mode is applied in the simulations. This means that the
total cell current is specified and the current density distribution and cell voltage are
results of the simulations. They depend on the rates of the electrochemical reactions
which in turn are influenced by the gas composition and by the temperature of the
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=7 stack model with one fuel cell
| —%—stack model with two fuel cells
—8— stack model with three fuel cells
—— stack model with four fuel cells
—<— stack model with five fuel cells
.| =©—stack model with six fuel cells | 4

average cell temperature ﬂfsk)
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Figure 6.14.: Average solid temperature in the individual fuel cells considering the
symmetric stack models with one to six cells.

electrode pores which are assumed to be equal to the solid temperatures. As a result,
the slope of the cell voltages is similar to the slope of the average solid temperatures
(Fig. 6.15). The differences between the cell voltages for the last fuel cell of each
model, which show similar average solid temperatures, can be explained with different
temperature profiles for each solid phase. On the one hand, the solid temperature
is increased in the top right corner (anode outlet / cathode outlet) with increasing
number of cells simulated. On the other hand, the gradient close to the anode inlet
also increases, resulting in a lower temperature towards the outlet of the anode gas
compartment (see also Fig. 6.5).

23t 1
)
[0 N N :
e | ‘ : : :
% -7 stack model with one fuel cell
> —¥— stack model with two fuel cells
g L .| =B~ stack model with three fuel cells| 4

—%—stack model with four fuel cells
| —&— stack model with five fuel cells
—O—stack model with six fuel cells

cell 1 cell 2 cell 3 cell 4 cell 5 cellé
fuel cell (k)

Figure 6.15.: Cell voltage in the individual fuel cells considering the symmetric
stack models with one to six cells.

Fig. 6.16 shows the average cell voltage for the six models in an identical scale com-
pared to Fig. 6.15. Due to the generally lower cell voltages in models with more fuel
cells, the average cell voltage decreases with increasing number of fuel cells considered.
This indicates that the highest electrical output will be available if only two fuel cells
are combined with one IIR unit.
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Figure 6.16.: Average cell voltages for the symmetric stack model varying the
number of fuel cells between one and six. An identical scale as in

Fig. 6.15 is used.

Using these simulation results, a decision guidance for the designs of the fuel cell
stack can be developed. On the one hand, the average electrical output of one fuel
cell is increased if the number of fuel cells per IIR units is reduced. On the other
hand, this results in a increased stack length or a reduced number of fuel cells at
given length, thus reducing the overall electrical power generated. An evaluation of
economic aspects like material costs would be needed to define optimisation criteria
with regard to the volumetric power density and the overall power output.

6.4 Energy Flux Analysis

In the Molten Carbonate Fuel Cell system, energy is transported in different forms.
Besides the desired electrical power output of the fuel cell system, the chemically
bound energy of the feed gas, the thermal energy of all gas mixtures and the thermal
energy transported by conduction in the solid parts as well as the thermal energy losses
have to be accounted for. An analysis of all energy fluxes is required to understand
and optimise the design of the system [9]. Furthermore, it allows the comparison of
different fuels with respect to these energy fluxes [14].

In the following sections, the energy fluxes in the stack according to two solutions
of the symmetric stack model are presented and discussed [38]. First, one half IIR
unit and one fuel cell are considered. Second, the default configuration of eight fuel
cells per IIR unit, which corresponds to a symmetric stack model of one half ITIR
unit and four fuel cells, is analysed. As discussed in Section 5.4, the energy balance
of the model is solved with a certain error. Here, an error of 6% or 1% has to be
taken into consideration for a symmetric stack model with one or four fuel cells,
respectively. Thus, the sum of the inlet and outlet energy fluxes are not identical but
small deviations can be found in the energy flux diagrams.
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6.4.1. Symmetric Stack Model with One Fuel Cell

Fig. 6.17 shows the energy fluxes according to the solution of a stack model with a
single fuel cell at base case conditions (see Table 6.1). In the figure, different kinds
of energy are indicated by different colours. The energy of the feed gas, composed
of the sum of the chemical bound energy usable for combustion (methane, hydrogen
and carbon monoxide) and the thermal energy of the gas (relative to the reference
temperature, Tyor = 298.15 K), is normalised to 100%. All energy fluxes are quantified
in relation to this energy flux.
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Comb.: 0.0%
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Electr.: 0.0%

Heat exchanger Conduction
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Heat: 3.4% Heat: 11.3%
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Figure 6.17.: Energy fluxes according to the base case simulation of a stack model
with a single fuel cell.

The feed gas is heated up in the heat exchanger, increasing its thermal energy by
3.4%. Due to heat exchange between the fuel cell and the IIR unit, the energy of the
gas is further increased by 11.3%. In the IIR unit, heat is converted to chemically
bound energy by the endothermic reforming process. Thus, the ratio of this energy
form is increased by approximately 10%.

The next block in the energy flux diagram represents the fuel cell. In the context of
this analysis, the fuel cell is considered as one unit. No distinction is made between
the anode and cathode gas flows, but one energy flux through the fuel cell is assumed.
The anode feed gas is represented by the chemically bound energy and the thermal
energy of the exhaust gas of the IIR unit. With respect to the cathode gas flow, the
thermal energy of the air and the cathode gas recycle as well as the electrical energy of
the blower, which is converted to thermal energy due to friction, are added. While the
air flow and the blower contribute only a small amount of energy, the thermal energy
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of the cathode gas recycle is 1.5 times the energy of the feed gas. This is mainly a
result of the high recycle ratio of 70% used in the symmetric stack model.

The energy needed for the heat exchangers (3.4%) and the sum of all heat losses
(1.2%) are subtracted from the energy flux. Thus, the total energy of the cathode and
anode gas flows is composed of 102.9% chemically bound energy and 161.6% thermal
energy. In the fuel cell, the chemically bound energy of the anode gas is converted
to electrical energy (42.3%) and heat by the electrochemical reaction. Furthermore,
energy is transported to the IIR unit due to heat conduction. After the fuel cell, the
remaining chemically bound energy of the gas is transformed to thermal energy due to
the combustion of all non-oxidised components in the catalytic combustion chamber.

The electrical power produced by the fuel cell is reduced by the energy needed for the
blower, resulting in an electrical output of 38.7%. This is not equal to the efficiency
of the fuel cell system, because it is related to the pre-reformed gas fed into the
symmetric stack model. If only the conversion of the chemically bound energy of the
gas fed into the symmetric stack model is considered, an electrical efficiency of 45.4%
is obtained.

The diagram shows two fluxes which flow “backwards”, 4. e. from the right to the left
hand side. On the one hand, a part of the cathode exhaust gas is circulated in the
cathode gas recycle. This results in a homogenised temperature profile in the solid
phase of the fuel cell. But it also requires additional power, i. e. a larger blower due
to the higher pressure drop.

On the other hand, energy is transferred into the IIR unit from the fuel cell by heat
conduction in the solid parts and, to a lesser extend, by the energy exchanged between
the cathode exhaust gas and the feed gas in the heat exchanger. The additional energy
is converted in the IIR unit into chemically bound energy by the reforming process. An
optimisation of the conductive energy transport in the solid parts allows a reduction
of the ratio of the cathode gas used in the cathode gas recycle. Thus, the size of the
blower can be reduced and the efficiency of the system can be increased.

6.4.2. Symmetric Stack Model with Four Fuel Cells

A similar analysis as for the symmetric stack model with a single fuel cell can be done
for a model with four fuel cells. For easier comparison with the previous results, the
energy of the entire feed gas, which is four times as high as in the previous example,
is similarly normalised to 100% (Fig. 6.18).

The amount of energy feed into the IIR unit via the heat exchangers is similar to
the previous case, but the energy transported along the stack direction due to heat
conduction contributes only 6.1%. The reason is that only one fuel cell is in direct
contact to the IIR unit. The heat exchange between the IIR unit and the fuel cells
2 to 4 is indirect via the cells in between. Thus, the amount of thermal energy
transported into the ITR unit decreases from 3.9% for cell 1 to 0.3% for cell 4. As a
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Heat: 51.0% (gas) + 3.9% (solid)
Cell 2: out

Comb.: 0.0%
Heat: 52.6% (gas) + 1.4% (solid)

Exhaust gas
Comb.: 0.0%
Heat: 63.1%
Electr: 0.0%

- Chemical energy
(heat of combustion)

[ Thermal energy of the gas

Ai
Comb.: 0.0%
Heat:  2.1%
Electr.: 0.0%

Comb.: 0.0%
Heat:  0.0%

Electr.: 3.6% I:l Thermal energy transported
in the solid

Thermal Losses El. Power [ Electrical Energy
Comb.: 0.0% Comb.: 0.0%
Heat:  1.2% Heat:  0.0%

Electr. 0.0%

: % Combining / separation steps
Electr.: 38.1% -CombLsI(ign parati D

Figure 6.18.: Energy fluxes according to the base case simulation of a stack model
with four fuel cells.

result of the reduced conductive energy transport into the IIR unit, the amount of
chemically bound energy in the IIR is increased by only 5.6%.

The molar mass flux at the anode and cathode gas inlets for each fuel cell are iden-
tical and also the composition and temperature are the same. Nevertheless, due to
the differences in the average solid temperatures and therefore different rates of the
electrochemical reactions, the first fuel cell provides 10.1% electrical energy while the
last fuel cells provides up to 10.6%. Owverall, the electrical power generated in the
case of four fuel cells per IIR unit is slightly lower than in the simulation with only a
single fuel cell. Thus, similar to the results presented in Section 6.3, the energy flux
diagrams support a stack design which uses a smaller number of fuel cells per IIR unit
if the volumetric power density should be increased.
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Chapter 7

Conclusions

The focus of this work is on the modelling of a Molten Carbonate Fuel Cell stack.
In Part I, the main gas compartments of the fuel cell stack, especially the Indirect
Internal Reforming units (IIR), are analysed in detail.

A hierarchical modelling approach has been used to describe the IIR unit. Three
different levels have been studied. In the detailed model, small cutout sections of
the IIR unit are simulated. The exact geometry with the corrugated sheets and the
individual catalyst pellets is considered. The analysis shows two main features of
this reactor. First, due to the geometrical structure of the reactor, the reforming
process is limited by mass transport between a reactive and a non-reactive zone. A
stable repeating pattern can be observed for the temperature and velocity profiles
while the concentrations show funnel-shaped profiles. Due to the excess of catalyst
material, the degradation of the catalyst does not influence the overall reaction rate
in the reforming reactor as long as its activity is high enough. Therefore, a constant
temperature profile can be expected in the ITIR unit even after long operation time.
The second point is that the main heat transport route towards the cold reaction zone
is from the neighbouring fuel cells through the top and bottom sheets directly into
the reactive zone. Thus, the local temperature in the fuel cells can be influenced by
the amount and the distribution of the reforming catalyst pellets in the IIR units.

The second level of the modelling hierarchy is represented by the zome model. It
substitutes the complex geometry of the detailed model of IIR unit by rectangular
zones: the reactive and the non-reactive zone. As an example, the geometry of the
IIR unit as applied in the MCFC system HOTMODULE is used for the simulations.
The reactive zone and the non-reactive zone are clearly visible in the temperature and
concentration profiles. The results indicate that the rate of the reforming process is
nearly homogeneously distributed over the IIR unit. Thus, the heat sink due to the
endothermic reforming process is almost constant in these parts.

While the reactive and non-reactive zones are discrete in the zone model, this discrete
geometrical information is lost in the final model reduction step to the phase model.
The states representing the non-reactive and the reactive zone are homogenised over
the whole (two-dimensional) area of the IIR unit. Thus, they can be interpreted as two
phases, each occupying a certain fraction of the volume. The states in the phases now
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120 Chapter 7. Conclusions

represent characteristic values that a corresponding zone in the specific vicinity would
have. The complexity and the structure of this model correspond to the complexity
and the structure of the model of a single MCFC proposed by Heidebrecht et al. [22].

Similar detailed models for the anode and cathode gas compartments have been stud-
ied. Results show that the Direct Internal Reforming reactions in the anode gas
channels are only limited by the corresponding chemical equilibrium. Furthermore,
the concentration gradients perpendicular to the main gas flow direction as well as
the gradients over the height of the channels are small compared to the concentration
gradients in flow direction. Thus, these models confirm the assumptions used for the
derivation of the model of one fuel cell.

In Part IT of this work, the phase model of the IIR unit and the model of an MCFC
are combined to the symmetric stack model. It allows the simulation of a represen-
tative section of a molten carbonate fuel cell stack. The coupling of all parts of the
stack, mainly due to the thermal interactions, the mass flow and the corresponding
electrochemical reactions at the anode and the cathode of each fuel cell are taken
into account. Thus, the symmetric stack model considers the differences of the state
variables in the different compartments along the stack direction. The gas phase com-
positions, the temperature profiles and the current density distribution in the IIR unit
and each of the four fuel cells can be predicted by means of the here proposed MCFC
stack model.

The functionality of the model has been demonstrated by a steady state simulation.
Overall, the results of the symmetric stack model correspond to those from the pre-
viously validated model by Gundermann et al. [18]. The differences are caused by
auxiliary units of the fuel cell system that are implemented in the symmetric stack
model as well as the consideration of several fuel cells. These changes allow the simula-
tion of the temperature distribution in stack direction. The results show a parabolic
temperature profile between two Indirect Internal Reforming units. Thus, the fuel
cells next to the IIR unit and the fuel cells in the middle between two IIR units
operate at different temperatures.

The current density distributions for all cells in the stack show similar profiles. But
due to the cooling effect of the IIR unit, the cell temperatures deviate by several
10K. As overheating is one of the reasons for degradation in an MCFC system,
one may expect that cells 3 and 4 are degrading fastest in this stack. This suggests
that reducing the number of fuel cells per IIR unit should lead to lower temperature
differences in the stack. This idea is also supported by the results of the energy flux
analysis which have revealed that the advantageous heat flow from the cells into the
IIR unit is higher if less fuel cells per IIR unit are used.

Due to its generalised formulation, the model can easily be extended to different
numbers of fuel cells in the stack symmetry unit. Furthermore, inhomogeneous gas
feed distributions to the anode or cathode gas compartments of the different fuel cells
as well as different gas flows for each fuel cell can be implemented. Considering the
points listed above, the presented model provides the foundation for an optimisation
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of design and operating parameters of MCFC systems with regard to homogenised
temperature distributions and increased efficiency. Because of the number of solutions
needed for such an optimisation, an additional reduction of the model complexity
would be required which goes beyond the scope of this work.
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Appendix A

Formulation of the Stack Model

A.1 Derivation of the IIR Unit Balance Equations
in Dimensionless Form

In the following, the dimensionless formulation of the component mass balances for
the non-reactive phase and for the reactive phase in the IIR unit are exemplarily
derived. The definition of the required dimensionless quantities is listed in Table A.1.
The equations for the enthalpy balances and the total mass balances are analogously
deduced. Additional information about the formulation of the dimensionless equations
can be found in the work of Heidebrecht [22].

Table A.1.: Definition of dimensionless quantities.

Variable and Definition Dimensionless quantity
AL L, (Tcell) ]
Da](.lce”) = /IT Damkdhler number of reaction j (per fuel cell)
Neells d(liell) number of fuel cells per IIR unit
Al (3L , .
n; = i lgeb 2) molar mass flux of component i at the interface
il Ly (32 L
ny = lgé’ 2) total molar mass flux at the interface
=R
T
r}z = rig reaction rate of reaction j in the reactive phase
j
(1 cell) .
y(eell) = Ly Lz‘fg volume of the ITR unit (per fuel cell)
N
AN =2 Gngd molar mass flux in the non-reactive phase
(1= % space coordinate
T RT ¢
9= 77 = 7% = C—i temperature
T= tL" time
Xi=Xi mole fraction of component i
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A.1.1. Component Mass Balances of the Non-reactive Phase

The partial differential equation for the mole fraction in the non-reactive phase reads
(Eq. (2.57) in Section 2.3.2.1):
N

ax;
eV c{\’ L

oxN 2
_ _ N _N i _ 2 (51  NzI
5 = €8 oz b (nl X; nt) (A1)

The time, f, is made dimensionless by division with the standard time ¢, which is
defined as:
0 -0
0 — Vi
= o

(A.2)

and the total concentration, cf\] , is made dimensionless by the standard total concen-
tration, cf. Thus, the complete equation is multiplied with the term:

0 v
e (A3)
Eq. (A.1) reads now:
N gaxlN _ 7€N8N Lod Vo dteell) N
cf ot/ Gl L, L,d0c) d om/L
Ve g(teeln) [l Ly (% Lz) Nﬁtl Ly (% Lz)
- —aN— (A.4)
LiL, dleell) 4 GO G?

with all variables grouped into dimensionless terms with specific physical interpre-
tations as listed in Table A.1. Inserting the dimensionless variables and reordering
results in (see Eq. (2.58)):
1 oxN oxN
Ny (leetl) £ 9% N, N9 _( I N 1)
Neeris € V = n; A5

A.1.2. Component Mass Balances of the Reactive Phase

The partial differential equation for the mole fraction in the reactive phase is given
by (Eq. (2.62) in Section 2.3.2.1):

R
e cf 2 2 (31— xRil) + &Y (g - 2w, 7 (A.6)

j=ref
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The conversion to a dimensionless equation is achieved by multiplication with the
same standard values as in the case of the non-reactive phase:

gRi af Ve deell) (alLy 2Lad)/p R nl Ly (2Lad)/p
C? 0/t [y Lyd(eel) 4 Go i G
0 1cell 7R
79 Ly Ly d(teelD) Ve 7t
R . _+R5\ a
Te Z (Vl/] Xi V]) G L+ Lo d(Lcell) 40 (A7)
j=ref 152 ]

Using the definition of the dimensionless quantities as defined in Table A.1, the di-
mensionless equation reads (see Eq. (2.63)):

R
Neelis €V 9k 57~ VH XM

_ 1cell
+ €8 Z (vi,j — xR vj) eells Da]( cell) rj (A.8)

ey 1 OX5 ( I_ R 1)

A.2 Thermodynamic Relations

In the phase model of the ITR unit (Section 2.3) and the symmetric stack model
(Chapter 4) it is assumed, that the heat capacity of the gas mixture depends on gas
composition but not on gas temperature [18].

& =D Xi%; (A.9)

The heat capacities of the pure components are calculated at a reference temperature
of T" = 600 °C, which represents the operating temperature of an MCFC. The value
corresponds to a dimensionless temperature of ¢" = 2.93.

G; = ¢,;(¢") = const. (A.10)

1

A polynomial approach with four coefficients is used [22]:

A,
G;(8) = Aip + Aipd + 197’23 +Ais® (A.11)

Taking into account the above listed assumption of a constant heat capacity, the
enthalpy of the component i is given by

9
B (0) = 8, () + [ 5, (44 = S () + 5, (2 — &) (A12)
197
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and its entropy is given by
/ ¢
Cp.
5 (0) =5 (@) + [ (0¥ =5, () + ¢, (A.13)
gr

Using Eqgs. (A.12) and(A.13) the reaction enthalpy and the reaction entropy can be
determined

ARhY (8) = vijh§; (9) = MK (97) + ARG (8 — ) (A.14)

i
Ars? (8) =D vijsh; (8) = Drs? (") + AR, In % (A.15)

i

with

Achj = Zvi/]'CPi (A.16)

1
ARh? = Zui,jhjij (A.17)
ARSJQ = ivi,]'sje‘,i (A.18)

i

Considering the reaction enthalpy and the reaction entropy, the Gibbs’ enthalpy,
needed to calculate the standard open circuit voltage for the electrochemical reac-
tions and the equilibrium constants for the reforming reactions, can be calculated.

Arg? (8) = AR (8) — 8 Ags? (8) (A.19)

A.3 Reaction Kinetics

Within the IIR unit and the anode gas channels, the reforming process has to be con-
sidered. The methane steam reforming reaction (refl) and the water gas shift reaction
(ref2) are taken into account. At the electrodes of the fuel cell, the electrochemical
oxidation of hydrogen (ox1) and carbon monoxide (0x2) on the anode side while at
the cathode carbon dioxide is electrochemically reduced (red).

The equilibrium constants for all reactions are calculated according to

ARg? (8) )

K;(8) = exp (— 9 (A.20)

with the Gibbs enthalpy of the reactions, ARg?(l?), given in section A.2.
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A.3.1. Reforming Reactions

The reforming process in the IIR unit and in the anode channels is described by two
reactions. Besides the methane steam reforming (refl):

CH; + H,O = CO+3H, (refl)
also the water gas shift reaction (ref2) is taken into account:

CO + Hy,O = CO, + H, (ref2)

Power law kinetics are applied for both reactions:

1 1 1 3
Trefl = €Xp | ArTreq X Tefl ) X | XCH, XH,0 — m Xco (XHZ)
(A.21)
1 1 1
Trefp = €Xp | ArTrep X % 9 X | XCO XH,0 — m XCO, XH,
(A.22)

A.3.2. Anode Reactions

The oxidation of hydrogen (ox1) and carbon monoxide (0x2) take place at the anode

electrodes.
H, + CO3™ = COp + HyO +2¢ (ox1)
CO+CO3™ =2CO; +2e (0x2)

For the electrochemical reactions at the anode Butler-Volmer kinetics with an tem-
perature dependent Arrhenius terms are used:

1 1 Ada,ox1
Artox (199 - 195)] X {quz, A €Xp <a0X1,+ Moxl 195‘”(

Tox1 = €Xp
ox1
A A,0x
—PH,0,AC 9CO,,AC €XP ( (1 = &ox1,+) Moxt ¢195'° 1)} (A.23)
1 1 Aq>A,ox2
Tox2 = eXp | AtToxp (19?,)(2 - l%)] X {(PCO,AC exp (‘XOXZ,-&- nonTS
2 A A,
— (@coy,ac)” exp (— (1 —aox2,+) Noxz (Pﬂ:XZ)} (A.24)

Where

Mpaj = (95— 0%) — Ao (85) (A.25)
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and
ArgY(8s)
Adjo (8s) = ——— (A.26)
1;j
for j = ox1; o0x2

define the overpotential and the equilibrium potential of the reaction.
A.3.3. Cathode Reaction
The reduction of oxygen (red) takes place at the cathode:

COZ™ = CO, +1/20, +2¢~ (red)

A modified Butler-Volmer kinetic expression [40, 41, 3] is used to describe the rate of

this reaction.
1 1 -2 A(PC red
A _ = 25 ————
Tred ( ﬁfed ﬁs)] X {(?COz,oc) exp < 5 O

_ A
- (q)OZICC)OJS (¢co,cc) 05 exp (—0.5 (l;ire‘i)} (A.27)

Tred = €Xp

with the overpotential and the equilibrium potential defined as
A = (P2 — L) — A (0s) (A.28)
Pcred = \Pc — PC Pred,0 (Us .

and

ARgfed (195)

A<Pred,O (195) = red
re

(A.29)

A.4 Governing Equations

On the following pages the governing equations of the symmetric stack model are
summarised (Table A.2). The (partial) differential equations or algebraic expressions
for the component mass balances, the energy balance and the total mass balance are
listed and the boundary conditions are defined. This is followed by a list of additional
equations needed for the considered part of the model.

The derivation of the dimensionless equations for the ITR unit can be found in Sec-
tion 2.3 while the derivation of the equations for one fuel cell is explained in detail in
the PhD thesis of Heidebrecht [22].



Table A.2.: Equations of the symmetric stack model.

Gas
Feed Gas
XiIN: Xi N = (given as model parameter)
ON: 9y = (given as model parameter)
I'iv: I'iv = neenis F%CE”) ; l"gfce”) = (given as model parameter)

Heat Exchanger (Cold Side)

Teell o
XiHEA®  Ncells VP(E,ZE ) e L — Ty X (XN — Xigen) (4.1)
1cell) G 20 _
Opra: Teells V;(Eze ) %TH;“ A =TINGp X (O — Onpa) — QuE (4.2
. — Sn (v _ _ _Qum
Tipa:  Thpa =Ty % (1 + 2 (MA 1)) T (4.3)
1eell
QHE = Neells Sf(che ) X (OHEA — OHEB)
Indirect Internal Reforming Unit
N . N yeed) 1 9w _ _ N N X I N I
Xi, IR Meells €1R VIR o e = “CIR VIR 9f (”i,HR — Xi R nt,IlR) (4.5)
1
X (01 =1,02,7) = X R (T) = Xipea 00904 5 TR our Xi R out = | {— e i X{j’m{] dZ, on o0y
0 1=0,0»
_ leell) 1 08Y 0N I
19;\19{- Neells 8I[\IIR VI(LRCE >@ T’er = 7811\1{7{ ’}I%}IR B%R + ﬁ X ((E ni,HR sz) x (ﬂﬁ]R - 1951{) - q%lR + 8II\IIR q?I]RS (4'6)
1
1
Br (01 =1,02,7) = O j, (T) = Opea o 30y TR 0ut 1R ort (PR, 0ut = 0") = [ {— N YRR G (00 — 07) dg>, on o)y
0 01=0,C>
N . _ _d (;N N 9N 1 - N _ 4R I N N N I
VIR 0= —gz (v vk Pir) + X (Z (ni,IIR Cpi) x (BIr = O1i) — 91k + €1 quRS) — OlR 1w (4.7)
1
1
e (G1=1,02,7) = 1 (1) = —THA on 00y Tirour = [ {f e 7%] dZ> on a0y
0 1=0,¢>

0€T
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Table A.2.: Equations of the symmetric stack model (continued).

R . R 1 M _ 1 (Leell)
Xi IIR* Meells E11R VUR@ 5 =i R — Xir "R + ElR 2 ( — Xhm ]) Meels Daj " 1 (4-8)
j=ref
1cell) g%, 90R 0/aR (1cell) R P R
Ol Meells €l VI(IR ) :’;ﬁ ar = (Z iR Pi ) (00 — O1ir) + a1 + €l Ef (*Ath (19111{)) Meells Dag g 1j + (elir + €IR) ik (4.9)
] re
I (1cell) N R I R R P R
1y R 0= + €z va] Meells Daj g 77+ gw{ Q ((Z IR %i ) < (Ohr — O1i) + q1R D rer T (€hR +ER) X ‘hues) (4.10)
j=re
I _ I c ol N I XomtXim .1 _ I,( cell) R N
MR = 1R cono T M IR diff 5 ™, IR conv = (”t,HR -2 ni,llR,diﬁ) 2 PR i = Meells Diir iR — Xi IR
I e T
. ni,IIR’lfni,HR>O ol 1anR>O ol ol sl
1,IIR . I 1,IIR I . t,IIR ,conv t,IIR — 1, IIR diff
yifnjr <0 R > if ni,HR <0 i
St (15‘3”) 9N /R AN StN 19(1) N . R _ SfR 19(1) 9R
QiR = Meells Sty < (Or — O1ir) 5 Tirs = Stiirs X “UmR) 5 dmrs = °tmrs X \Us ViR
0 (9R (Leell) P R
9IiR ot = ‘C‘HR P> (_Ath (191112)) Meetts Daj e 1 qirs = €9k Tiips + (€11 +€1r) X ik
=ref
Gas Manifold
. (Tcell) 1 Oxim _ 491
Xi,M* Neells VM O ot 1qIIR out X (Xl IIR,out — Xi,M) ( . )
Tcell) G,, 00 _
O Neells V]S/[ cell) %Tﬁd = rHR,outhﬂR,gut x (ﬂIlR,out - ﬂM) —Qum (4'22)
. _ Srout ((Ommout _ _Qwm
FM. FM = FHR,out X <1 + 7@1\/1 ( Y 1)) G OM (4.23)
1 cell
QM = Neells 51‘( “ s (O — By)
Anode Gas Phase
3 3
(k). 1 %ia () dxga (k) (k) (k) ) )
XiA: Va on 55 = V4 a Thias — Xia Xl:nl,AS +j§ef Vij = XijaVj) Dajar; (4.25)

k Meells 1 k k
(gl =0,00,T ) X(,/)i,in ( ) = XiM On oy 1—‘A,oui.‘ Xi,Aout = Z f |:')’£]> X,(,/i] dg> on dQ)y
0=10

suowoNby buiuse0or) Iy

T€T



Table A.2.: Equations of the symmetric stack model (continued).

=) 540 . ®
o, Va2 Ba = QP L o (Z ne cpi> x (00— o) + 'Zf(—ARh]?(ﬂg‘))) Daj ot + g1y (4.26)
1 ]=re
o® _ e (k) N
(él =0,0p,71) = Am () =0m onodQ)y ; rA,outGpA,Wt (19A,out -0 = kzl f Ya q)A ( -9 ) dZ> on dQy
= 01=10
0= () + (S ) ¢ (00 ) sl ) o = (s 2 m0mar) azm
A 1 ]:re
Neells
7 @ =067 =1, (0= Tn o Tape =5 [m} dg, on 90,
01=10
k k k k k k k
q(A,)ref :jzzref( ARhe( 8! ))) x Da]»,Ar]( T (ﬂghag))

k k k k
nis = Diss % (i —x%) 5 nia “

1fnl.AS

(k)

{ngﬁgs,ifnggpo. (k)_{ 0,if nl) <0
' n

<0

Electrode Pores (anode)

3

(Pz(,klicz Vac @ a(g%zc = j:X(;X Vij Dﬂj,AC r](-k) — nl(fgs (4.65)
Air

Xi AR: Xi AR = (given as model parameter)

YAR: Yar = (given as model parameter)

T aRr: T AR = Heells F(lcell) ; Fgﬂ?”) = (given as model parameter)

Catalytic Combustion Chamber

XiB: FBXi,BI%:DX(le-F > VzCle)

j=comb

1.93: rB@B X (193 — 1.97) = XI:FI ((‘pl X (19[ — 197) + in,[ X (—Ach?(ly)))

(4.37)

(4.38)

cel
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Table A.2.: Equations of the symmetric stack model (continued).

I'p: I'g= lel‘, X (1 + > ve X]l) (4.39)

j=comb

with: | = A, out; REC; AIR

Reversal Chamber

1cell Ixi
Xi,RC: Meells Vl(zcce ) ﬁ AR — T % (XiB — XijrC) (4.40)
1cell) G _
Opc: Neells ngcce ) CPTI:CC%,;TR-C =TI Gp X (08 — Orc) — Qrc + Priower (4.41)
. — S5 9 _ _ _Orc Priower
Tac: Tao=Tox (1420 x (§ —1)) - o5 + Jiage (4.42)
cell
QRc = Neells St( ) X (Orc — Bu)

Heat Exchanger (Hot Side)

Teell Ere
XiHEB:  Teells V;(Ef;e ) g X — Tpe (Xi,re — Xi,HEB) (4.44)
1cell
Opep: Meells V)EHC; ) %ﬂ;f 95 — T G e (Ore — Ones) + Qe (4.45)
. _ Sre (O _ Que
This: T = Tre (1 + 2K (0% 1)) + 2 (4.46)
Cathode Gas Phase
(). e _ s k) k), (k)
Xic: VC@ 5 =~V @b T ch;”l (4.47)
k k Teerrs 1 O (k
X,(,C) (61, 02=0,1) = XE,C),,-H (t) = xim on 002 Teout XiCout = 2 f [7(C>X§,I>IR:| d¢; on 93
= C1,62=1
k [REPTI) k) —(k) do® k k k
B G G () ¢ (o o) el a9
C
k k . Weells 1 _(k k
0 (01,62 =0,7) = 08}, (1) = 0w on 90z 5 Teaueu (Bcou =)= 3 [vc o) x (8 o ] dz; on a0,
=10 C1,=1
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Table A.2.: Equations of the symmetric stack model (continued).

k k k k k k k) (k
r 0=—g (+& o) + @% x <(Zn§g cpi> x (68— o) +q($)> + 8%t (4.49)
1
(k) — 01 = 4® . _ e i)
70 (61,62 =0,7) =754, (V) = 5 Trp o0 5 Teou = kZ I e df; on 0O
=10 C1.52=1
(k) _ ¢, (k) k) _ o) . (k) _ (k) ®N . k) _ (k)
s = Stes % (‘95 e ) ;M = Dics % (%,cc _Xi,C> P Mo = Zl:”i,cs
(k) o (K) )
n(kH _ s if ncs > 0 . n(k% _ 0, if nds > 0
e 0,1fn§kc)s<0 CG nf’g,ifnf’&go
Electrode Pores (cathode)
k 30, k k
(Pz(,C)C: Ve ﬁ i = > vijDajc ( ) nz(C)S (4.66)
S j=red
Cathode gas recycle
Xi,REC* Xi,REC = Xi,Cout
ORec: Orec = l9C,out
Trec: I'rec = frec Tcout
Solid
Solid Phase
(k). A (k- 90 _ 5®) (k)— k) _ g0\ _ R (), (k) (k)
Ug $sar = Pes ag T Pesh ag +Z( " As sz) ( — 0y )4‘; (_”i,cs sz‘) x (‘95 —0c ) 05 ~ 96 T 5cen T s stack  (4:67)
® ® ® ®
% = % — % = % =0 ond
01=0,¢> 1=10 01,52=0 G1,62=1

k k k (k Lik L(k
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Table A.2.: Equations of the symmetric stack model (continued).
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Appendiz A. Formulation of the Stack Model

A.5 Model Parameters

Thermodynamic Parameters

CHy H,O H2 CcO CO, O, N>
h? ; (9") | -18.35 -88.95 6.82 -37.34 -147.68 7.39 7.19
si),i (9" 28.66  27.45 19.50  27.78 31.75 28.74 27.03
&, 7.92 4.89 3.63 3.94 6.38 4.06 3.89
vl 2.93 2.93 2.93 2.93 2.93 2.93 2.93
Reaction Kinetic Parameters
1cell Tcell
Dafefcli:ﬂ]){ Dafefczé:m){ Darefl,A Darefl,A Daoxl,AC Daon,AC Dared,Cf
200 200 200 200 7 7 0.15
Arrrefl,IlR Arrref2,IlR Arrrefl,A Arrrefl,A Arroxl,AC Arron,AC Arrred,CC
84.4 6.2 84.4 6.2 21.6 21.6 31.2
Kox1,+ Kox2,+
0.5 0.5
Kox1,— Kox2,—
0.5 0.5

Stoichiometric Coefficients of the Reforming Reactions and the
Electrochemical Reactions

vij | refl ref2 oxl ox2 red
CHy -1 0 0 0 0
H,O -1 -1 1 0 0
H2 3 1 -1 0 0
CcO 1 -1 0 -1 0
CO, 0 1 1 2 1
O, 0 0 0 0 12
N 0 0 0 0 0
n; - - 2 2 2
F 35/8
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Stoichiometric Coefficients of the Combustion

Vic; | Cen, Cmo Cm2 Cco Cco, Co, Cny
CHy -1 0 0 0 0 0 0
H,O 2 0 1 0 0 0 0
H2 0 0 -1 0 0 0 0
CcO 0 0 0 -1 0 0 0
CO, 1 0 0 1 0 0 0
O, -2 0 12 1/2 0 0 0
N> 0 0 0 0 0 0 0

Heat Transport Parameters

StSEcell) St?(lcell) Stzl\l]RS Stﬁ]{g St}(\}[cell) St%lccell) Stas | Stes
50 15 200 200 0.01 0.5 40 140
Sts PES l9u
100 2.5 1.0

Mass Transport Parameters

T(Tcell
D i,l(lRCE | Dins | Diss | xe
4 100 100 1

Geometric Parameters

v P(é[c:l I) V[(Hl{a’l D) Vi | Va |l Ve | v I%gel )] v Igécel ) ve | Ve
0.1 0.2 2 1 0.01 0.1 5 1 0.01
I Igp
2/3 2000

Additional Parameters

e | o caA CE cc kgp | frec

0.75 | 10000 | 1.0x 1075 | 1.0x107° | 1.0 x 1075 | 150 | 0.7
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