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Modeling and Experimental Studies of Miniature Lithium Air Batteries and Alkaline
Direct Ethanol Fuel Cells

Jing Huang, PhD
University of Connecticut, 2015

Batteries and fuel cells directly convert chemical energy to electricity through controlled
electrochemical reactions. Batteries also serve as energy storage devices, while fuel cells rely on
a continuous supply of fuel to maintain power output. In this dissertation, modeling and
experimental studies on lithium air batteries and alkaline direct ethanol fuel cells are presented.
Both technologies can be designed as small-scale electrochemical devices that are suitable for
miniature electronics and energy systems. Innovative concepts are presented regarding
miniaturization of both technologies, including detailed physical simulation. The lithium air (Li-
air) battery is considered a promising candidate for next generation secondary battery technology
because of its extremely high theoretical energy density. Its application, however, has been
impeded by issues including electrode clogging, electrolyte degradation, low cycling efficiency,
and safety concerns. A unique Li-air battery concept is proposed to enhance oxygen supply and
alleviate electrode clogging. The proposed flow cell has a specific capacity of 15.5 times higher
than that of a conventional Li-air cell. Based on the physical modeling, a multi-layer electrode
structure is also proposed which helps to increase cell capacity by 105%. A comprehensive 2D
physical model of the battery is developed at the cell-level. Through the deformed mesh technique,
the change of electrolyte level in a Li-air coin cell during discharge is tracked. It is found that
without considering this effect, a battery model may underestimate cell capacity by up to 22%.
The model also includes an air chamber in the computation domain to account for solvent
evaporation. For highly volatile solvent-based cells, the chamber size may affect the experimental

results significantly. These findings provide direction for further enhancement of battery
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performance and better design of experiments. Alkaline direct ethanol fuel cells (ADEFC) are
considered as a replacement of direct methanol fuel cells. The alkaline environment improves
reaction kinetics while ethanol is well regarded for wide availability and low toxicity. Through
detailed modeling and experimental studies, it is shown that the costly anion exchange membrane
in a conventional ADEFC can be replaced by a much less expensive porous separator without

lowering overall cell performance.
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Chapter 1 A Critical Review of Modeling Studies on Li-O and Li—Air

Batteries: Challenges and Opportunities

A comprehensive review of the state-of-the-art modeling studies on lithium oxygen (Li—O3)
and lithium air (Li—Air) batteries is presented. As a promising device for the next generation of
energy storage in portable electronics and electric vehicles, the Li—O, battery own the merits of
rechargeability and high specific energy. To bring this technology from laboratory concept to real
products, there are a number of shortcomings to be addressed. The multi-scale, multi-physics
phenomena in a Li—O. battery encompasses a wide range of scientific disciplines, including
electrochemistry, mass transport, multiphase transport, and material science. Modeling study
provides a powerful tool to understand the charge-species transport phenomena inside a battery
that cannot be captured by experimentation. It offers insight to optimize battery design and
fabrication. Continuum-scale models will be the focus of this review since they are the most
commonly studied. Although the same modeling framework was used among most of these
studies, different sub-models were employed to describe electrode structure change. These sub-
models are presented and compared. Recent developments and opportunities for future
improvement and advancement are also discussed. Finally, a detailed summary of property data
relevant to Li—O- batteries is provided in response to their critical role in modeling studies.

1.1  Background

Rechargeable batteries store and release electric energy through electrochemical reactions.
Good batteries should have high energy density, high power density, long cycleability, and low
production cost. Translated to electric vehicles, this means long driving range, fast acceleration,
long life, and low price. In addition to electric vehicles, rechargeable batteries are also needed to

power portable electronic devices and to serve as grid-level energy storage to accommodate the
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fluctuation of renewable energy. In contrast to the rapid development in electronic and renewable
energy technologies, rechargeable batteries have made made relatively slow progress, and have
therefore become the bottleneck for many applications [1].

Lithium oxygen (Li—O2) and lithium air (Li—Air) batteries use metallic lithium as the anode
and an oxygen breathing cathode. The primary Li—-O> battery was invented by Lockheed in the
1970s [2] but was not considered feasible due to safety and reliability issues. In 1996, Abraham
and Jiang [3] at EIC Laboratories (Norwood, MA) found that Li—O> batteries using organic
electrolyte were rechargeable, which reignited the interests in this type of battery. In the last several
years, the Li—O- battery has attracted a rapid growth of research attention due to its reputation for
high specific energy compared to the intercalated electrodes used in lithium ion (Li—ion) batteries.
Figure 1-1 illustrates the structure and operating principles of a Li—O battery consisting of a
lithium foil anode, separator, and an oxygen cathode. The separator and cathode are porous and
soaked in an ionic conductive solution, usually a lithium salt dissolved in an organic solvent, ionic
fluid, or water. Depending on the type of electrolyte, Li—O> batteries are usually categorized into
four different types: non-aqueous, aqueous, hybrid, or solid-state. During discharge, lithium is
oxidized at the anode, as shown in eq. (1). The lithium ions enter the electrolyte and move to the
cathode. Oxygen diffuses into the electrolyte through openings in the battery casing at the cathode
side. The porous cathode is filled with electrolyte, and oxygen reduction reaction (ORR) takes
place. The major product of ORR in non-aqueous Li-O battery is Li.O>, as indicated by
experimental studies. The half reactions are:

Anode:2Li —»2Li"+2e" (1)

Cathode (non-aqueous): 2 Li* + O2 + 2 e — 2 Li2O2 (2)



During the charging process, the above reactions are reversed and oxygen evolution occurs in
the cathode. If the oxygen is provided from ambient air, the battery is called a lithium air battery.
Because both Li—O2 and Li—Air batteries use oxygen as the oxidizer, in the following discussion,
we refer to them all as Li—O> batteries, unless otherwise specified.

The increasing demands for high energy density, high power density batteries have sparked
vigorous studies both in experiment and modeling of Li—O> batteries. There have been many
review articles that summarize experimental studies from different perspectives, such as
electrolyte [4], anode material [5], cathode materials [6,7], energy density analysis [8], applications
[9], etc. In contrast, modeling studies on Li—O: batteries are just now gaining popularity and
attention.

Modeling study is an important tool to improve Li—O> battery technology in two key ways.
First, it provides an in-depth explanation of the mass and charge transport processes and their
interaction with the electrochemical reactions. Based on these principles, viable ways to further
optimize electrode and battery structures can be achieved. Secondly, computational simulations
are time-saving and more economical than experimental studies; thus it is useful to optimize cell
design and operation parameters.

Modeling studies on Li—O> batteries are still in the development stage. Most of them are based
on continuum-scale models for non-aqueous Li—O batteries. Although the framework for
continuum-scale battery modeling is well established, there are still a number of issues that should
be addressed because of the novelty and uniqueness of Li—O- batteries. Different methodologies
are used to solve these issues. This section will summarize these efforts and carry out a thorough

comparison.



1.2 Development of continuum-scale physical models

In this section, the essential governing equations for a continuum-scale model based on a
porous electrode and concentrated electrolyte theory are presented, followed by a table

summarizing various features of existing models for easy comparison.

1.2.1 Model formulation

Continuum-scale models treat the electrode as a homogeneous medium consisting of several
phases while neglecting the detailed pore structures. They are widely used for the modeling of
various electrochemical systems, including fuel cells, Li—ion batteries, and flow batteries. In these
models, at least two phases exist, the solid (carbon, Li»O) phase and the liquid (electrolyte) phase
[10]. Electrochemical reactions take place at the inter-phase surface. The driving force is the
deviation of the potential difference between the two phases from its theoretical value. Electrons
generated from the electrochemical reactions are transported in the solid phase and transport of
ions, solvent, and oxygen occur in the electrolyte phase.. This framework is well-established based
on porous electrode and concentrated solution theory [11]. A brief derivation will be given below
and the essential governing equations for a Li—O battery model are summarized in Table 1-1. A
more rigorous derivation of these equations can be found in [11-13]. The computation domain of
most modeling studies usually include the separator and cathode, as shown in Figure 1-1.

Conservation of all species in the electrolyte can be expressed as [14]:

o(ec,)
ot

=—V-N, +r A3)

where (; is molarity of specie i, ¢ is porosity, /V; is the molar flux of specie i, and 7; is the species

generation rate due to reactions. The number of species equations varies for different models. Some

models only consider one species [15,16], while most models include Li*, and oxygen [17-22]. If



side reactions are included [23], there are additional species to be considered such as O;, CO?,

and CO,.

Three mechanisms of transport for the charged species (such as Li") are normally considered,
including diffusion, migration, and convection, the driving force of which are concentration
gradient, electric field, and electrolyte bulk velocity, respectively. According to the concentrated

solution theory [11], the molar flux in electrolyte can be expressed as:

it
N, =-Dfve, + 2? +UyC, 4)

where Deeff is the effective diffusion coefficient of the salt, tf is the transference number of the

lithium ion with respect to the solvent velocity, F is the Faraday constant, and i, is the current
density in electrolyte. It should be noted uy is the solvent velocity. In most analyses, the convection
term is dropped since the electrolyte is assumed to be stagnant.

The current density in the binary electrolyte, i, can be expressed as:

] 2RTK®" oInf
i =—k"Vveg — t°—1)| 1+ £ |VInc, ,
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where ke is the effective conductivity, f, is the salt activity coefficient, and | 1+ = | is the
Yl Y olnc
Li

thermodynamic factor [24].

To simplify the equations, the diffusion conductivity, 4p, is defined [13]:

ORTK! olnf
ko == (tf—l)[u&J (6)

oinc;

Combining egs. (3) - (6) leads to the governing equation for lithium ion transport:

oc,; e It
gﬁ+V(—Deﬂch)+ u,-Ve, =r, —v.(z?j (7)



Some investigations have simplified this equation further by combining it with the equation for &,
which will be discussed later.
The most prominent non-charged species is the dissolved oxygen in the electrolyte, which is

transported by the electrolyte via diffusion and convection. Its molar flux is expressed as:
eff
No, =—Do, VCo, +UyCo, (8)

Similar to eq. (7), the convection term is usually dropped. Combining egs. (3) and (8) yields the
governing equation for oxygen transport:

ocC,

O,

£ +V. (—ng Vo, )+ Uy VCo, = 1o, 9)

The consumption rates of the lithium ion, I};, in eq. (7), and oxygen, Iy , in eq. (9), can be related

to the local transfer current density between electrolyte and electrode, jr, as:

and
S :
r :M (11)
2 nF

where s is the stoichiometric coefficient of the corresponding species, Axp is specific surface area
for reaction, n is the number of electrons transferred in the reaction and the subscript R denotes the
reaction shown in eq. (2).

To maintain charge balance, the divergence of electrolyte current density should be equal to

the volumetric current density:

Ve, =Ag g (12)

Combining egs. (5) and (12) provides the equation for electrolyte potential:



v-(—k“fwz)=V-[%VCUJ+AED1R (13)

Li

The current balance between the electrolyte and cathode solid phase is:
Vi +V-i,=0 (14)
where i1 is the current density in the cathode solid phase, which can be expressed simply by Ohm’s
law:
i, =—k"Vg (15)
where kfﬁ is the electronic conductivity of the cathode solid phase. Cathode electric potential can
be obtained from eqs. (12), (14), and (15):
Vo (-kIVh)=—As I (16)
Equation (7) can be further simplified by combination with eq. (12):

acLi eff _ i2Vt+ t+AED jR
57+V-(—De VG, )+V-Ve, =— R T (17)

The effective parameters used in the above equations (4) - (9), (13), and (15) - (17), including
Deeff , ke, Dng , and kceff , can be calculated through the Bruggeman correlation [25]:
O =g’ (18)

where @ canbe D,, K , and Do, - Similarly, kfﬁ can be expressed as:
ke =k (1—50—5b)ﬁ (19)

where kC is the electron conductivity in the carbon phase of the cathode and &, is the volume

fraction of electrode binder. The Bruggeman coefficient, £, is often assumed to be a constant 1.5
[26]. The effective diffusivity can also be calculated using the Macmullin number, which is the

ratio of transport resistance in a porous medium to the bulk resistance. Wang and Cho [27] gave a
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summary of different expressions for Macmullin numbers under different assumptions of pore
structures.
Porosity in the cathode is a function of both location and time due to the deposition of insoluble

reaction products, such as Li,O,, during the discharge process. It can be related to the volume

fraction of precipitated product, &, and original porosity, &,, through:

E=Ey—&, (20)

S
When only Li;O, deposition is considered, as in most models [19,20,22,27-29], the mass

conservation of discharge product, Li,0O2, can be expressed to obtain an equation for &;:

oe.

s SLiZOZ,RMLiZOZ .
A puonk =k @1)

where S o, g is the stoichiometric coefficient of LiO», M Li,0, 1s the molecular weight of Li,O,,
and Py, is the density of Li»O,. The Butler-Volmer model is normally adopted to describe
reaction kinetics and to obtain jR .

In summary, there are five unknowns in the above discussion, including C;, Co , ¢2 , ¢1 , and

&, , and five governing equations, eqgs. (7), (9), (13), (16), and (21). These governing equations are

discretized in the computation domain, usually including the cathode and separator, and solved
numerically. A constant current density is normally assumed and the cell voltage during the
discharge or charge process can be obtained through the computation.

It should be emphasized that not all the models follow the framework described in the first half
of this section. For example, Franco [30] used Poisson-Nernst-Planck equations to describe ion

transport in the electrolyte, which applies to dilute solutions. In addition, the formulation described



in this section is only suitable for a binary system. Recently, many Li—O> batteries have started to
use ionic liquid based electrolytes because of their stability and low vapor pressures. Such a battery
is a ternary electrochemical system (two cations, one anion). Yoo et al. [31] developed a model

for Li-ion batteries using ionic liquid based electrolyte which can be extended to Li—O batteries.

1.2.2 Features of existing models

A comprehensive summary of existing continuum-scale models and their features is presented
in Table 1-2. The first two columns of the table show the major investigators and dimension of the
model. The third column shows whether it is a numerical or analytical model. The next two
columns describe whether the model uses concentrated solution theory and if thermal behavior is
included. The column ‘Oxygen transport’ indicates the mechanism of oxygen transportation in the
model. Most models for non-aqueous battery assume that oxygen is supplied by dissolved oxygen
molecules diffusing in electrolyte solution. The columns ‘Passive/Active’ and ‘Convection’
describe whether a pump is used to supply oxygen and if convective effects in mass transport are
considered. The electrochemical kinetics model used at the two electrodes are described in the next
two columns, followed with information of whether discharging or charging processes are
considered. Columns 13 and 14 indicate whether side reactions and a multi-layer electrode
structure are consideredd in the model, respectively. The next 5 columns show which mechanisms
are considered in causing the resulting overpotential: anode reaction activation, cathode reaction
activation, Ohmic loss in the electrolyte, in the electrode backbone, and in the deposition layer,
respectively.

One of the most unique characteristics of a Li—O- battery is the precipitation of discharge
product. Many models assume it contributes to the decrease in reaction surface area. The sub-

model to describe this process is included in the column labeled ‘Coverage model’. To build a



coverage model, the micro-structure of the cathode pores need to be considered. The next two
columns describe the assumed pore shape in the corresponding model and if pore size distribution
is considered. The following column shows whether the solid phase volume change during
discharge is considered. The last three columns show the model electrolyte, discharge current
density range, and cathode specific capacity range in the investigation. The features shown in Table
1-2 will be discussed in greater detail in the following sections.

Since the first numerical model for Li—O> batteries was reported by Sandhu et al. [16] in 2007,
there has been an increasing number of published modeling works on Li—O> and Li—Air batteries.
In Sandhu’s model, only oxygen transport was considered, while later models incorporated
charged species such as Li*. In the model by Albertus et al. [32] in 2011, the major discharge
product in the cathode was considered to be LioCOs, while in later investigations it was changed
to Li.O> based on experimental observations. Increasingly complex physics and chemistries were
considered in simulation models to closer resemble the real situation, such as inclusion of side
reactions, pore size distribution, volume changes, and thermal effects.

Most existing Li—O2 models can predict the discharge curves of a cell under different current
densities and can match with experimental results reasonably well. Figure 1-2 compares the
discharge curves predicted by several models (Wang and Cho [27], Sahapatsombut et al. [17], Jung
et al. [21], Li and Faghri [33]) with the experimental results provided by Read [34]. The simulated
curves also reflect that higher current density leads to lower discharge capacity. However, the fact
that Read’s experimental results [34] served as the only comparison resource for most modeling
studies reflects the problem that there is a disconnection between modeling and experimental
studies. Many experimental studies do not provide detailed cell parameters (such as cathode

thickness and electrode porosity) which are essential for model development. Read [34] provided
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this information in their publication, and is the primary reason why it is widely used in modeling
studies for model calibration and validation.

In addition to improving the reliability of performance predictions, some models have served
to propose better battery structure, with the proposed improvements validated and proven by
experiments. Li and Faghri [33] developed a two dimensional numerical model in 2012, and
obtained the distribution of the Li>O2 volume fraction in the cathode after discharge, as shown in

Figure 1-3. The position » =1 represents the cathode/oxygen boundary and y =0 is the

cathode/separator boundary. The Li.O2 volume fraction gradually increases toward the
cathode/oxygen boundary. This trend is attributed to an increasingly high concentration of oxygen
at the cathode/oxygen boundary which leads to high reaction rates and consequently high Li2O-
generation. This distribution means that the micro pores closer to the separator/cathode interface
were not fully utilized. Based on this result, the authors proposed a cathode structure with gradient
porosity of higher porosity closer to the air side and lower porosity at the separator/cathode
interface. This concept was proven to be effective through experiments by Tan et al. [35].
Following the above work, Li et al. [29] also proposed an active cathode battery in which the
electrolyte was recirculated through the cathode like a flow battery and oxygen was dissolved into
the electrolyte in a tank outside of the battery. The convection effect significantly enhanced oxygen
supply in the cathode porous structure and consequently increased battery capacity by a factor of

ten.

1.2.3 Cathode modeling
The cathode is the focus of most modeling studies of Li—O2 batteries, mainly because the

precipitation of discharge products in the cathode pores is considered to be a determining factor of
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the capacity. In this section, several key phenomena to be considered in cathode modeling are

presented, along with a comparison of their treatment in the different models.

1.2.3.1 Cathode structural change

The cathode of a Li—O> battery is usually made from a mixture of carbon powder and a binder
such as PTFE or PVDF. The carbon is considered catalytic to the oxygen reduction (discharge)
and evolution (charge) reactions. Other catalysts such as gold, silver, or metal oxides are also used
to improve reaction Kinetics. In some cases, nickel foam is used to serve as both the electrode
backbone and current collector [36]. These materials form porous media with highly complex
micro-scale structures, which are not possible to be accurately described by cell-level continuum-
scale models. Continuum models neglect the exact pore structure of the electrode and treat it as a
homogeneous medium. Some macroscopic parameters are used to characterize the structure, such
as porosity and specific surface area in these continuum scale analyses.

In most models, the porous structure of the cathode is assumed to consist of an agglomerate of
ideal shaped micro-structures in order to obtain a simplified analytical expression for the
dependence of these parameters on discharge state. Figure 1-4 shows the five most adopted pore
shapes in battery modeling. Figure 1-4(a) assumes that the solid phase in the electrode are spherical
particles with an average diameter of do, while the remaining space is completely filled with
electrolyte. In contrast, Figure 1-4(b) assumes an open pore structure with spherical pores and the
solid phase occupying the rest of the space. In Figure 1-4(c), the electrode is assumed to be
comprised of carbon nanotubes or carbon fibers, and therefore the solid phase has a cylindrical
shape. Figure 1-4(d) assumes that the pores are cylindrical tunnels inside the solid phase. Figure
1-4(e) treats both the solid and pore phases as flat shapes, with the average distance between the

solid plates as do.
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A simple relationship between the original electrode specific surface area, porosity, and
particle or pore size can be readily obtained for each of these idealized pore structures, while
neglecting the interference between individual pores or particles [37]. For example, the specific

surface area of the structure in Figure 1-4(a) can be related to porosity and particle radius by
Ao :6(1—50 )/do. These structural relations for each configuration are summarized in Table

1-3. It should be noted that in any battery model, experimentally measured specific surface area
data are still preferable than using the proposed equations shown in Table 1-3 because of the
associated assumptions made when developing these equations. These equations should be used

with caution to avoid unrealistic results. For example, these relations show the specific surface

area as a monotonic function of &, which is not always true.
The third column in Table 1-3 shows the dependence of deposit film thickness, J;, on initial

porosity &, initial particle or pore size do, and volume fraction of deposit products & . The last

column in Table 1-3 shows the change in specific surface area with the deposit of solid products.
These equations are based on two additional assumptions: i) the precipitate forms a smooth film
on the reaction surface, and ii) the reactions occur on the fluid/solid interface. It should be noted
that these assumptions are questionable, especially for the spherical and cylindrical particle models.

Recent experimental results also show that the deposit shape is highly rate-dependent [38].

The volume fraction of the precipitates, &, can be calculated by eg. (21) Once &; is known,

deposit film thickness and specific surface area at any discharge state can be updated through the
equations listed in Table 1-3.
In addition to decreasing specific reaction surface area, the precipitation of Li.O> or other

insoluble products in the electrode pores leads to several other consequences:
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1. Increasing the transport resistance of reactants through the porous structure of the cathode
at the electrode level;

2. Increasing the transport resistance of electrons through the deposit film at the pore level;

3. Changing reaction kinetics.

In most models, only the first one or two effects were considered. Li and Faghri [33] considered

the last effect by expressing the ORR rate constant as a two-stage function of &; o :

i, (1—0.9%) for &, <1.63x10°
k = 1.63x10

0.1i, for & >1.63x10°°

(22)

where k is the ORR rate constant and io is the exchange current density. This relationship assumes
that Li>O2 does not normally form a complete film on the surface before & reaches 1.63x10°°.
After that, the rate constant drops to 10% of that of the pristine electrode and does not change with
further deposition of Li2O.. The dependence of specific surface area on & is calculated based on

the assumption of a spherical pore shape (case (b) in Table 1-3) [33]:

2/3
Ao [ & 23)
Acp o &

It should be noted that since k and Acy influence reaction rate in the same manner, one could

argue that egs. (22) and (23) are redundant mathematically because they both consider the effect
of Li>O> deposition on reaction rate.

The effect of LioO> on the active reaction area was considered in a semi-empirical form

[17,23,39];
hzl_[%(t)}p 24
Aep,o &g &4
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where p is a geometric factor between 0 — 1 indicating the shape of the solid precipitation layer.

&(t)] . . . .
The term . can be interpreted as a coverage ratio of effective reaction surface area. It was
0

stated that a relatively small value of p indicates a flat film, while a larger value means needle-
shaped precipitation that barely covers the reaction surface. In these models, a constant of 0.4 or
0.5 was used for p. This relationship can be traced back to the modeling studies of Lead—Acid
batteries and fuel cells.

Jung et al. [21] improved eq. (24) to make the factor p an inverse value of current density:
Ao :1{5—0)} (25)
Ao 0 &

where ¢ is an empirical constant obtained by fitting the simulated discharge curve to experimental
results, and im,app is the applied mass-specific current density (A g™). This means that p, as in eq.

(24), is lower at higher discharge rates, which leads to a more flat coverage while a lower discharge
rate means more needle-shape (in [21] it is referred to as island-shape) coverage. The authors also
considered the species mass transport resistance through the deposit film [21]. Compared to the
results of other models [17,27,33], this model showed better agreement with experimental results

under several different discharge current densities.

Figure 1-5 shows the decrease of specific surface area with an increase of & using the

different coverage models shown in Table 1-3. The initial porosity of the pristine electrode was
set to 0.75, a typical porosity value for a lithium battery cathode [34]. The trends of Figure 1-5
reveal that the empirical eq. (24) generally imposes a rapid drop of reaction surface at the early
stages of discharge but slows when the pores are considered fully filled by the solid products.

Figure 1-5 also shows that with higher p (lower current density in [21]), the dependence is more
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linear. The surface area remains unchanged for the pore structure model that assumes a flat reaction
surface. Cylindrical and spherical pore structures show a different trend to that of eq. (24), with
the specific reaction area decreasing almost linearly at the early stages of discharge, but more
rapidly when approaching its maximum possible value of 0.75.

For the pore structures that assume spherical and cylindrical solid particles, the reaction surface
area increased along with increasing deposition because the reaction is assumed to take place at
the solid/liquid interface, as shown in Figure 1-4. When the deposit layer is thick enough, the
particles start to combine to form void pores, and the surface area starts to decrease. This process
is considered in the model developed by Chen et al. [40].

Xue et al. [41] assumed that Aep is a function of deposit thickness instead of porosity:

Ap _1-erf (6,-7) (26)

AED,O 2

This function assumes that when the film thickness O is above 7 nm, electrons cannot penetrate

the layer (tunneling limit) to reach reaction sites and therefore the surface is no longer active.

Wang [42] suggested that the Li>O. growth is similar to the ice formation in a proton exchange
membrane fuel cell (PEMFC) during sub-freezing conditions. This model followed a similar
method developed for PEMFCs to calculate the effect of insoluble substances on surface
passivation and oxygen transport in Li—O> batteries [28].

The Li»O> deposition is assumed to be a smooth layer generated on the electrode pore surface,
and the reaction is assumed to take place at the interface between this thin layer and electrolyte.
However, the real physical situation is much more complex. As noted by experimental trials [38],
Li,O2 grows in both film and toroid shapes, and the shape is highly rate-dependent. Xue et al. [43]

developed a model that described Li>O, growth on the electrode surface and in the electrolyte
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separately. In this model, the reaction shown in eq. (2) is assumed to take place in multiple steps

and mechanisms:

—> Adsorption O, +2Li" +e” — Li,0,51m)
O,+e > 0,— (27)
— Li,0 +0,

— Solution Oy, +2Li,

2(particle)

An escape function is defined to determine the ratio of the solution phase reaction to the total
reaction, depending on a simplified pore network model. The decrease of specific reaction surface

is expressed by eq. (26), but only the Li»O> generated on the surface (adsorption path) would

contribute to the increase of O, , which causes a decrease of reaction surface and an increase of

electron transport resistance. Both film and particle shaped Li2O- influence the change diffusivity
of oxygen through decreasing effective porosity. The simulation results on cells that use DMSO
or TEGDME based electrolytes show good agreement with experimental measurements when
current density was under 1 mA cm2. This model also accounted for pore size distribution.
1.2.3.2 VVoltage drop over deposition layer

The major reaction products in non-aqueous Li—O; batteries, including Li2O», Li20, Li2COs,
are electronically insulating in their perfect crystalline form. Therefore, deposit film on the reaction
surface hinders electron transfer between the electrolyte and electrode, and causes Ohmic voltage
loss. While the conductivity of bulk Li2O crystal is very low (10 — 101" S m™ [44]), some
experimental or material simulation studies indicate that the surface or grain boundary of Li.O>
crystals actually have a higher conductivity which leads to a much higher film conductivity than
in its crystalline form [45,46].

Most models take the voltage drop across the deposit layer into account for the calculation of

cell voltage. Although they are all based on Ohm’s law, the calculation forms are different, as
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summarized with unified symbols in Table 1-4, in which j is interfacial transfer current density (A

m2), p, is the electrical resistivity of the deposit layer, J; is the deposit layer thickness, and Rc

is contact resistance.

Andrei et al. [13,47] and Chen et al. [40] developed the only models that considered the effect

of the deposit film’s curvature on 0O, which is included by the logarithm terms in the equations

shown in Table 1-4. In other models, the voltage drop was calculated as through a flat surface even
if a spherical or cylindrical pore structure was assumed.
Resistivity is assumed to be a function of thickness instead of a constant in [32]. It increases

exponentially with thickness, and was later adopted by Wang [42]. However, in [32] the calculated

P, is obviously lower than other sources (see Table 1-4).

Wang and Cho [27] attributes cell voltage drop mainly to the electronic resistance and reaction
surface area decrease caused by the solid film instead of the mass transport resistance. It can be
seen that in their model, the resistance of the Li>O- layer is at the order of 107 Q-m?, which is fairly
high.

The model developed by Sahapatsombut et al. [17,23,39] is the only one that does not require

information about J, or d,, i.e., the pore structure information. However, the resistance

parameter used by this model, R, has the unit of Q-m? and is not a normally measured electric

property parameter of Li>O>. Instead, it is a concept similar to contact resistance, as in [42].
Therefore, these model [17,23,39] treat the Ohmic loss over the deposition layer as a contact
resistance which increases linearly with the volume fraction of the precipitate. The value of the

parameter is obtained by fitting the simulated discharge curves to experimental measurements.
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1.2.3.3 Pore size distribution

In the discussions related to pore structure and surface coverage models in section 2.3.1, one
major assumption is adopted, that the electrode pore size has a uniform value of do at the start of
discharge. In real porous media, however, the pore size is not uniform, and varies in a wide range,
which is often described by the pore size distribution function [48,49]. Franco et al. [18] and Xue
etal. [41] introduced a model adapted from earlier PEMFC modeling works [50], that incorporates
the pore size distribution.. In addition to the ordinary spatial mesh, a mesh on the pore radius was
also introduced. The variation of specific surface area and deposition film thickness are calculated
on each separate pore radius mesh. This enables the model to compare the performance of different
carbon powders used for cathode fabrication, since the powders have different particle size
distribution functions. The authors compared the discharge characteristics of two cathodes
fabricated with Super P and Ketjen Black carbon. It was concluded that the Super P cathode
showed lower discharge capacity because of a smaller surface area and faster growth of Li>O> film
thickness.

Chen et al. [40] developed a model to simulate a carbon nano-fiber electrode with a distribution
of fiber radii considered. Initially, the deposition of Li>O2 is considered to be on cylindrical
particles, as described in Figure 1-4(c). When the deposit film grows thick enough that the different
fibers contact each other, cylindrical pores form. Then, the deposit film growth would follows that
described by Figure 1-4(d). This is a more realistic presentation of the deposit film growth process
than in other models.

Li [51] adopted a particle size distribution function of the following form:

1 —(Ind —,u)z
P(d) = \/Zo—d exp{ = } (28)
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where d is pore size, O is a shape factor, and £ is the mean pore size. With the deposition of

Li»O>, pore size d decreases consistently, and therefore the distribution function P(d) needs to be
updated at each time step. It is also assumed that there is a critical pore size. The pores smaller
than this value are not to be filled with electrolyte and therefore do not take part in reactions. Based

on this function, the specific surface area Aep can be calculated as:

e[ P(t)at’dt
A = wo Jre (29)
[ P(t),dt
which assumes a spherical pore shape. The deposition film thickness Js, is calculated as:
&
0, = (30)
Aep

which implicitly assumes a flat pore shape, as evidenced by Table 1-3. Using this model, the effect
of mean pore size and critical pore size on discharge capacity was studied. It is concluded that
there exists an optimum mean pore size under a constant porosity to reach a maximum discharge
capacity. A periodical discharge mode is also proposed which uses a pulsed discharge current
instead of a constant value. Simulation results indicate that this facilitates oxygen transfer into the
electrode and leads to a higher discharge capacity than that for constant discharge current. This
provides a unigue way to increase the capacity of a battery pack.
1.2.3.4 Cathode reaction kinetics

In all existing Li—O> battery models, the classic Butler—\Volmer model, or the simplified Tafel
model, were used to describe cathode reaction (ORR and OER) kinetics. The interfacial current

density, j (A m), can be expressed as:

i=, {exp[“;f (E- Eeq)}—exp[— % (E- Eeq)} (31)
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where ], is the exchange current density, @, and @, are the anodic and cathodic charge transfer

coefficients, respectively, n is the number of electrons transferred during the reaction, E is
electrode potential, and Eeq is the equilibrium potential. Regarding the electron transfer number,
n, some models use the value of 1 [32] while others used 2 [39] as indicated by eq. (2). According
to Guidelli et al. [52], using the value of 1 for n is more reasonable because it is impossible for one
single reaction step to transfer more than one electron, especially for a reaction with unclear

mechanism. For the charge transfer coefficient, most models adopted the assumption that

a, =a, =0.5 [42]. The exchange current density is usually an assumed value based on calibration

of the model to match experimental results.

As discussed by Safari et al. [53], studies on the reaction kinetics at the oxygen electrodes in
non-aqueous electrolytes are still very limited. However, they developed a model that depicted the
formation of Li2O, as a two-step reaction and considered the effect of lithium superoxide
desorption via solution-mediated reactions. This model successfully explained the change of
discharge product morphologies at different current densities and the curvature in Tafel-plots for
ORR in non-aqueous Li—Oz cells. A non-Tafel kinetics equation was suggested for the interfacial

current density of ORR for future Li—O- battery models:

F(E-E
Fl"kclexp{—a ( eq)}
i RT (32)
0.5+ (ks _l;"zé_l;"z exp{—aF(ET_ Eeq)}
S{kczeXp{—a (E- eq)}#-l}
RT 27

where [ is the maximum surface site concentration (mol m=2), ke and ke are the rate constants (s~

1y, and 7 is a characteristic time constant for lithium superoxide desorption (s).
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1.2.4 Anode modeling

Anode reaction of a Li—O> battery occurs at the lithium/separator interface. The kinetics for
the major reaction, eq. (1), is usually considered to be very fast, thus causing negligible
overpotential. However, at least two phenomena occurring at this surface are of great importance
but ignored by most models.

The first is the formation of the solid electrolyte interphase (SEI) [54]. This layer forms
spontaneously when lithium contacts with the non-aqueous electrolyte solution. It passivates the
lithium anode and protects it from further reaction with the electrolyte. During charge, it hinders a
uniform plating of lithium [55]. The thickness of SEI on the carbon electrode for a Li—ion battery
ranges between 10 — 100 nm, depending on the state of charge and electrolyte material. Its
composition also changes during cycling [56]. The SEI layer formed on lithium metal in Li-O>
batteries has been less studied though several groups have reported the composition and
morphology of this layer [56,57]. It was estimated that the thickness of the SEI was approximately
50 nm.

While SEI forms spontaneously, in some cases an artificial anode protective layer (APL) is
coated on the anode to suppress self-discharge and dendritic growth of lithium [58,59]. The most
common materials for this layer are LiPON and ion conductive glass film. The thickness of this
layer is usually between 50 — 200 nm [60]. In [16] and [17,23,39], such a layer was introduced in
their cell structure, but how the layer was treated in the numerical and analytical computations was
not discussed.

The anode protective layer imposes a transport resistance for both electrons and lithium ions
whether it is spontaneously formed SEI or the artificial APL. It is very difficult to include these

layers in the computation grid of continuum models since they are very thin. The overpotential
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caused by these layers can be assumed as that similar to a contact resistance. This effect on battery
performance should be considered in future models.

The second important phenomenon occurring at the anode is dendrite growth [61,62]. Lithium
dendrites form during charge and the uncontrolled growth may cause a short-circuit, which
imposes a severe safety issue in all kinds of lithium batteries. It also decreases battery cycleability.
In their cell-level model, Tan and Ryan [63] incorporated a dendrite growth model, which was

proposed by Monroe and Newman [64], where the dendrite tip velocity is calculated by:

L. = IvlLi | 33
tip F,OL n ( )

where M. and p_; are the molecular weight and density of metal lithium, respectively. I is the

dendrite tip current density, which is a function of local kinetic overpotential and Li* concentration:
exp 2yM exp a,Fn _exp —-a.Fn
rRT p,; RT RT

n = loref o, 0\ .-
Cret (1_ t+ ) rlovref —Q, F77
5 + 5 eXp| ———
c FDc”" RT

Li*

(34)

where ioyref is the reference exchange current density, 7 is the interfacial tension between the

separator and lithium, r is the radius of curvature of the dendrite tip, and cfi'+ is the salt

concentration at the vicinity of the dendrite tip. Calculation results showed that at low charge
current density (needle-shape dendrites) the predicted dendrite position agreed well with
experimental results.

Akolkar [62] derived a temperature-dependent dendrite tip current density:
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where 1, is the current density at the flat lithium surface, ao and b are coefficients used in the
exponential function to express the dependence of the salt diffusion coefficient on concentration,

Co is bulk concentration, ¢ is the thickness of the mass transport boundary layer, af is the transfer

coefficient at reference temperature To, and E and Ep are diffusion activation energies for the SEI
phase and solution phase, respectively.

These dendrite growth models may be incorporated in future continuum-scale Li—O battery
models to predict the growth and decomposition of dendrite formation on an anode surface and to

evaluate its effect on cell safety.

1.2.5 Special features of continuum-scale models

The physical and chemical processes in a Li—O: battery are very complex. Various assumptions
and simplifications are made in modeling studies to focus solely on the process of interest. Some
models attempt to add features neglected by other studies to build a model closer to the actual

processes in a Li—O> battery. In the sections following, these efforts are presented.

1.2.5.1 Side reactions and the charging process

In most Li—O> battery models, the electrolyte is assumed to be an ideal binary electrolyte, i.e.,
the solvent and anions do not take part in the reactions. Only the major reactions (as shown in egs.
(2) and (2)) are considered. However, one of the most challenging issues for Li—O> battery studies

is electrolyte instability and unwanted side reactions. In actual cells, the electrolyte may
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decompose because of the attack of radicals and side products may be produced depending on
which electrolyte is used. In addition, water can enter the system from the ambient air through cell
openings for oxygen breathing. Some experimental studies [65] show that trace quantities of water
existing in the system may help improve the cell capacity, which might be attributed to a higher
solubility of Li,O>. Carbon dioxide may also enter the system from the environment, or be
produced during charging due to the oxidation of carbon based electrodes to form Li.COs3 [66,67].
Since LioCOs is insoluble in electrolyte and cannot be decomposed during charge, the
accumulation of Li>COs in the system will lower cell cycleability. Moran et al. [4] provided a
detailed review of electrolyte decomposition and side reactions on different types of electrolytes.

Sahapatsombut et al. [23] developed the only model that incorporated electrolyte degradation
mechanisms in a Li—O, battery model. The CO. generated from carbonate-based electrolyte
decomposition during discharge was considered. The scheme was similar to that suggested by
Freunberger et al. [68]. Although carbonate based electrolyte is no longer considered as an
appropriate option for Li—O: battery, this work still provided a framework to include side reactions
into a Li—O» battery model.

As an energy storage device, one of the most appealing characteristics of the Li—O- battery is
its rechargability. However, most of the modeling work focuses primarily on the discharge process.
The work by Sahapatsombut et al. [17] was the first modeling work reported to include the
charging process. The simulated cell potential for both discharge and charge agreed well with
experimental results. The model was further developed to include the formation of Li.CO3
occurring from electrolyte degradation [23]. The relationship between the decrease of discharge

capacity during cycling and the formation of Li.O2 and Li>COs was discussed. The model
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introduced by Franco [30] in 2013 also showed simulated results of multiple discharge-charge
cycles but no in-depth analysis was provided.
1.2.5.2 Solid phase volume change

During discharge of a non-aqueous Li—O> battery, the volume of the anode (metallic lithium)
shrinks when metallic lithium is converted to lithium ions which enter the electrolyte. In most test
cells [69,70], a spring is placed between the anode lithium foil and current collector in order to
compensate for the volume change of the anode and to secure a good contact between different
layers of the cell structure. At the same time, the volume of solid phase in the cathode increases
because of the deposition of Li-O». This pushes the liquid electrolyte out of cathode. Assuming
electrolyte does not leak through the openings on the cell casing, it will flow into the back of the
anode, as shown in Figure 1-6. According to the reaction in eg. (1), 1 mole of solid reactant lithium
metal (13.0 cm®) would generate 0.5 moles of solid reaction product Li2O2 (9.93 cm®) during
discharge. Therefore, in total, the volume of solid phase in the cell would decrease by 23.6%. This
means that the void space for electrolyte in a cell increases after discharge (see the change of
shaded electrolyte area in Figure 1-6), and the electrolyte level drops accordingly.

Although the phenomena described above was brought up as early as 2001 by Albertus et al.
[32], in most of the Li—O, battery models listed in Table 1-2, it is neglected by limiting the
computation domain only over the separator and cathode, so the movement of the anode electrode
is not considered. In addition, the change in electrolyte level caused by solid volume change is
neglected and it is assumed that the cathode is always completely immersed in electrolyte.

Yoo et al. [20] developed a one dimensional model that considered the effect of solid phase
volume change in a Li—O- battery. In this battery design there was no spring mechanism to push

the anode to the separator. Instead, it was assumed that the gap between the anode lithium foil and
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separator would increase during discharge. Because of the decrease in solid phase volume during
discharge, it was concluded that the electrolyte liquid level would decrease and cause a so-called
dead zone in the cell. The simulation results showed that this caused a steep drop in cell voltage
and loss of specific capacity [20].

Huang and Faghri [71] developed a 2-D Li—Air coin cell model which employs a deformed
mesh technique to track the electrolyte level drop. In addition to the solid phase volume change,
solvent evaporation is also responsible for electrolyte level drop. The air chamber to provide
oxygen to the cell is included in the model to provide a more accurate physical model. It is found
that the decreased electrolyte level actually helps to achieve a higher cell capacity. This is caused
by a better Li>O; distribution and cathode pore utilization. Figure 1-7(a) shows the electrolyte level
movement at different time points during discharge. As the electrolyte level drops, the position
with maximum reaction rate and Li>O> deposition also drops. This alleviates electrode clogging
and leads to better electrode utilization than for a constant electrolyte level. Figure 1-7(b) shows
the simulation results of final &s distribution with and without the consideration of the electrolyte
level change. The predictions agree well with the conceptual analysis as shown in Figure 1-7(a).
It was noted that for a cell using a volatile solvent for electrolyte, air chamber size has significant
influence on discharge capacity. This implies that the method of oxygen delivery to the cell is
important.
1.2.5.3 Thermal model

Thermal management is a critical issue for lithium batteries due to the potential safety concern.
This is especially important when energy and power density of future batteries become
increasingly high. Thermal runaway occurs when the battery temperature rises past a threshold

value, causing faster reactions, which then generates more heat and cause even higher
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temperatures. This positive feedback loop can cause explosion and fire hazard. Since 2010, there
has been a rapid increase of studies on thermal behavior and management of Li—ion batteries. The
same trend can be predicted for Li—O: batteries. A detailed method to calculate heat generation
and temperature distribution in Li—ion batteries can be found in [12], [72], and [73]. In a simplified

form, heat generation in the battery is expressed as:
oU
= (U-V)-1|T— 36
¢=1(U-v) ( aT) (36)

where | is reaction rate (A m=), V is cell voltage and U is the theoretical voltage. The first term in
the right side of the above equation describes irreversible heat generation, caused by charge
transfer overpotential, Ohmic loss, and mass transport resistance. The second term is the reversible
heat generation, also known as entropic heat. Equation (36) also applies to Li—O batteries. More
sophisticated models should include other effects such as concentration relaxation and material
phase changes.

Thermal behavior studies on Li—O2 batteries are still very rare, both experimentally and
theoretically. This is because the power densities of even the most state-of-the-art Li—O> batteries
are still very low. To achieve a high specific energy of a Li—O> battery, current density must be
limited to under 1 mA cm2, which leads to a low specific power density of under 5 W kg [8]. In
comparison, the specific power of today’s Li—ion batteries is usually around 300 W kg for long
term operation. As noted by Wagner et al. [74], charge and discharge rates of Li—O> battery must
be improved by 2 orders of magnitude higher than the current values to be feasible for practical
applications. However, one of the negative effects brought about by such high power density is
the high heat generation and subsequent thermal management issues.

Li and Faghri [33] were the first to include the energy equation in a Li—O> battery model to

calculate temperature rise. The anode was assumed to be at a constant temperature because of the
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high heat conductivity of lithium metal. A natural convection boundary condition was considered
for heat dissipation at the air side. The simulation results show that the maximum temperature rise
is less than 0.01 K even at the highest discharge current density of 0.5 mA cm2. The authors
attribute this to the low power density and natural convection heat dissipation. Only irreversible
heat generation caused by activation overpotential was considered in this model. The reversible

heat generation was not included because of the lack of data on the entropic heat coefficient Z_LTJ :

Wang and Cho [28] also briefly discussed Li—O> battery temperature and provided an estimated
temperature rise of 1 K at 1 mA cm2, but they also neglected reversible heat generation. It should
be noted that these models were based on a single cell, for which the surface/volume ratio was
very high to facilitate heat dissipation. In a battery pack, temperature rise is expected to be much
higher.

Another issue with thermal modeling is that in most cases the dependence of the property data

on temperature is unknown, as will be discussed in section 4.

1.2.5.4 Multi-phase multi-dimensional model

As shown in Table 1-2, most existing models are one-dimensional, and only consider the
variation of all physical quantities in the direction normal to the electrode surface. This also means
that the cathode is entirely exposed to oxygen (100% open area ratio), as shown in Figure 1-8(a).
However, this is not true to a real situation. In a typical Li—O coin cell, the cathode side casing is
punctured with holes to enable oxygen breathing from its surroundings, either an oxygen pouch or
ambient air. The open area ratio (the total area of these holes divided by the geometric cathode
area) is usually around 10% [75,76]. This is far from the 100% open ratio assumed by 1-D models.

The open ratio is an important factor for cell performance because oxygen supply is crucial for

Li—O: cells and because the casing/current collector impose resistance to oxygen transport. In Li
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and Faghri’s 2-D model [33], the open ratio on the cathode casing is considered, as shown in Figure
1-8(b). The results show that when the open area ratio decreases from 100% to 50%, cell capacity

decreases from 529 mAh g to 133 mAh g 1. They further showed a 2-D distribution of Li,O> at

the end of discharge, indicating a maximum & ;,o, at the opening, which blocks oxygen transport.

It must be noted that Li and Faghri’s 2-D model [33] is based on the assumption that all the
pores of the cathode are flooded with electrolyte, and that there is no gas phase existing in the
cathode. This translates to an electrolyte saturation rate of 100%, and oxygen is considered as a
species dissolved in the electrolyte phase. Only two phases are considered to exist in the electrode,
the solid phase (carbon, binder, catalyst) and the liquid phase (electrolyte); therefore the batteries
represented in Figure 1-8(a) and (b) are referred to as 2-phase models. This assumption is adopted
by most Li—O: battery models, but needs further examination. Franco and Xue [18] suggest that a
gas phase possibly exists at the oxygen side of a well-designed cathode and that it has significant
influence on capacity.

In models developed for fuel cells such as PEMFC and phosphoric acid fuel cells (PAFCs), it
is usually assumed that electrolyte only partially fills the space between the solid agglomerate of
particles in the cathode, and oxygen is considered to exist in the gas phase in the pores of the
cathode [26,77]. Since there exists solid phase, liquid phase and gas phase simultaneously in the
electrode, these models are referred to as 3-phase models (Figure 1-8(c)). The balance between the
gas phase and liquid phase in the pores is described by the Leverett J-function. This leads to the
question: Does the gas phase co-exist with the liquid electrolyte phase in the cathode of a Li—O-
cell? The key to the answer is the wettability of the electrode.

When the contact angle of the electrolyte on an electrode surface is less than 90°, the electrode

is hydrophilic, and more easily flooded. Under this condition, it is more difficult for the gas phase
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to exist in the pores. When the contact angle of the electrolyte on the electrode surface is larger
than 90°, it is easier for the gas phase to exist in the electrode. In most fuel cell electrodes, PTFE
is used as a binder, which is very hydrophobic. This helps to build up the gas phase in the electrode.
The effective oxygen diffusion coefficient in the gas phase is 108 m? s, which is one to two
orders of magnitude higher than for liquid; therefore the existence of the gas phase enhances
oxygen supply and cell performance. For the non-aqueous Li—-O: cells, usually the contact angle
of organic electrolyte on the carbon electrode and PTFE is much less than 90° [75,78]. This means
electrolyte can infiltrate the cathode easily and the gas phase hardly exists in the pores. However,
for an aqueous Li—O- cell, contact angle is usually much larger [79], which means that the gas
phase may exist. In Horstmann’s 1-D model [80] for an aqueous Li—O> battery, the gas phase
diffusion was considered and the Leverette function was used to calculate the balance between
liquid and gas phase. Detailed calculation of liquid saturation rate was not included. Bahrami and
Faghri [26] provide information regarding the building of a two dimensional 3-phase model based
on the porous electrode theory.

In Wang and Cho’s 2-D model [27], a gas diffusion layer between casing (current collector)
and cathode is assumed. The pores in this layer are occupied only by oxygen, and the electrolyte
cannot enter this layer, as shown in Figure 1-8(d). This model can be regarded as a pseudo 3-phase
model.

The above discussion also suggests two ways to improve non-aqueous Li—Ox cells. The first is
to choose electrolyte that has larger contact angle on the cathode surface. The second is to find
new binders for the cathode which are super hydrophobic toward organic electrolyte. Both ways

increase the existence of the gas phase in the cathode and enhance cell performance.
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1.2.5.5 Li-Oz2 flow cell

There is a unique type of Li—O> battery that combines the features of a fuel cell, flow battery
and Li—O battery: the Li—O> flow cell. Li et al. [29] and Huang and Faghri [81] proposed a non-
aqueous Li—O: flow cell which they called a Li—O> battery with an active cathode, as shown in
Figure 1-9. The electrolyte is saturated with oxygen in a tank external to the battery and pumped
through the cathode end plate embedded with interdigital flow channels. Driven by the pressure
difference between two adjacent channels, electrolyte seeps through the porous structure of the
cathode. Convection significantly improves oxygen transfer in the electrode and therefore the
specific capacity of the cathode and specific energy of the whole system are greatly increased. A
similar concept was proposed by Zheng et al. [82,83] on an aqueous Li—O battery. Their
experimental results on a test cell show higher power output than conventional Li—O> batteries
because of better oxygen supply.

In the models for Li—O- flow cells [29,81] as described above, species transport equations need
to account for convection. The electrolyte potential equation remains the same because electric
neutrality is still kept even with convection of the electrolyte. The velocity can be obtained from
Darcy’s law. A key parameter in Darcy’s law is the permeability of the electrode. For a Li-O- flow
cell, because of Li»O> deposition, permeability of the cathode changes during cycling. According
to the Carman—Kozeny equation, permeability of a porous medium can be related to its porosity,

&, as [84,85]:

K= CKC (l 83 )2 (37)

where Ckc is an empirical value and should be measured through experiments for Li—O flow cells.
An interesting result for the Li—O> flow cell obtained through the calculation result by Huang
and Faghri [81] is that, in such a cell, an electrolyte with low conductivity would increase the
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specific capacity, as shown in Figure 1-10. Only when the electrolyte conductivity drops below
1% of its normal value, would the predicted capacity drop. This is due to a much more uniform
oxygen concentration in the flow cell compared to a conventional cell. A low conductivity causes
a larger potential drop in the electrolyte, which consequently causes smaller activation
overpotential and reaction rate at the electrolyte inlet. This alleviates cathode clogging and
translates to better usage of electrode pores. Conductivity of the electrolyte should not be
considered a priority compared to other properties when looking for potential electrolytes for Li—
O flow cells. Huang and Faghri [81] also simplified the gradient porosity cathode structure
proposed by Li et al. in [29] and proposed a dual-layer cathode, which is able to increase cell
capacity to as high as 105% compared to a conventional single layer cathode. Further experimental
verification and a system level energy density analysis of the proposed flow battery design are

necessary to prove its advantages over conventional Li-air and Li-ion batteries.
1.3  Particle-scale and multi-scale models

The phenomena in Li—O> batteries are intrinsically multi-scale, multi-physics. Continuum-
scale models can only capture the macroscopic mass transport characteristics. Particle level or
multi-scale models use detailed 2D or even 3D electrode structure and provide a more accurate
description of the physical and chemical processes.

Ryan et al. [15] used a Lagrangian particle based modeling method called Smoothed Particle
Hydrodynamics (SPH) to capture the particle-level phenomena in a Li-Air battery cathode.
Spherical electrode particles with three different sizes are dispersed in a two dimensional
computation domain with unknown width. Although no details about the computational methods
were provided, the figures indicate a detailed 2D distribution of solid precipitation on the electrode

particles. The effect of relative magnitude between diffusion rate and reaction rate on precipitation
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was studied. The transport theory was based on an infinite dilute solution and therefore the
governing equation for salt transport reduced to a simple diffusion equation. The reaction kinetics
is first order without considering local kinetic overpotential. A dendrite and charge transport model
was also integrated into the simulation.

Bao et al. [86] developed a multi-scale model that combined a 1-D cell-level and 3-D nano-
scale (nm) and meso-scale (um) models. The nano-scale and meso-scale 3-D structures were
developed using a so-called particle-packing method which was able to recreate a structure highly
resembling a real electrode. The nano-scale model provided a correlation between active surface
percentages and Li>O> film thickness and passed it to the meso-scale model. Then a relation
between specific surface area and Li>O> concentration was obtained in the meso-scale model,
which was provided to the cell-level model for calculation of oxygen concentration and reaction
rates. The cell-level model assumed a uniform kinetics overpotential and lithium ion concentration
and electrolyte potential effects were neglected. The model was used to study the discharge
characteristics of a Li—O> battery with different electrode micro-structure and operating conditions.
This model provides a way to further develop a more practical Li—Air battery model that can help

to optimize electrode structure.
1.4 Property data

During the early stages of development for Li—O batteries, the salts and solvents used for
electrolytes were the same as those used for lithium ion batteries. The solvent was usually a alkyl
carbonate, such as EC, EMC, DMC, and EMC. They were often mixed to achieve a balance of
different properties, such as low vapor pressure (volatility) and high conductivity. The salts used
were mainly LiPFs and LiClO4 [87]. Later it was found that carbonate based solvents have many

problems in Li—O> battery applications, primarily the decomposition of electrolyte because of the
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oxygen environment and high charging voltage. As for the salt, it was found that LiPFs could react
with the discharge product Li,O> [88]. These problems severely impaired the efficiency and
cycleability of the batteries. Therefore, the search for new electrolytes for Li—O> batteries is a very
active research direction. Some of the electrolytes under study are summarized in Table 1-5 [4,89].
Currently, ether based electrolytes, such as TEGDME, are the most commonly used in experiments
[90,91].

For Li—O: batteries, electrolytes should have the following characteristics:

1. Low vapor pressure (Nonvolatile): When the battery is exposed to ambient air, electrolyte

vaporization may not lead to severe loss in the long term.

2. Stable to O,: O is believed to be the product of the first step of oxygen reduction reaction

in the cathode. Because it is very reactive, the electrolyte should be stable enough to resist
its attack.

3. Wide electrochemical window: The difference between discharge and charge voltages of
Li—O batteries is still higher than the desired value. This requires the electrolyte to remain
stable in a wide electrochemical window.

4. A stable SEI at anode: Since lithium is very reactive, a SEI must be formed at the interface
between lithium metal and electrolyte to protect the anode.

5. Good salt solubility: Without a suitable enough salt solubility and dissociation, electrolyte
cannot have high conductivity, which is essential for high performance.

Most potential candidates of electrolyte for Li—O> batteries are under development. It poses a

challenge for modeling studies since reliable and accurate property data are essential for successful

simulation models. All relevant property data are collected and summarized below (Tables 1-6 to
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1-9). However, this reinforces how very limited property data are available for the new

electrolytes, which urgently needs to be addressed.

1.4.1 Fundamentals

For an infinitely dilute binary solution, two independent properties are needed to characterize
the electrolyte. For example, the mobility of the anion and cation, U, and U_. The diffusion

coefficients of the ions can then be provided by the Nernst-Einstein equation:

D, =RTu, (38)
and
D =RTu_ (39)

The ionic conductivity electrolyte can be calculated as:

+

k=F?(z%u,c+2%uc) (40)

where z is the charge number of species and c is the electrolyte concentration. The salt diffusion

coefficient can be calculated as [11]:

D.D (z,-z.)
D= (41)
zD -zD
Transference numbers are given by:
z.D
t=1-t =——— 42
2D, -z2D (42)

Typically, D and k are givens and all other quantities can be calculated through the equations
above. With these parameters available, the molar flux of Li* ion in the electrolyte can be

calculated as:

kv ¢2t+

N, =-DVc, - +UC; (43)
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where electrolyte potential, ¢, , and electrolyte velocity, U, can be obtained through charge balance

and fluid dynamics, respectively.
In concentrated solution theory, a binary electrolyte requires three independent properties to

be characterized. Usually, salt diffusion coefficient D, cation transference number with reference

to solvent tf , and ionic conductivity k, are the most commonly used. The expression for Li* flux

in a concentrated solution is expressed as [11,13]:

+ 30

dinc it
M =—D(1— 5 Inco ]ch + F+ +U,Cy; (44)

Li
where C, is the solvent concentration, i> is the current density in electrolyte, and uo is the solvent

velocity. Comparing to eq. (43), it shows that that if the same form of equations is desired for

dinc,

concentrated solution theory, D(l j must be used as the diffusion coefficient, which is

nc,
denoted as De in eq. (4). At the same time, the transference number is also different to that shown
in eq. (42) because here the reference system is for the solvent while for dilute theory the reference
is the surrounding environment [13].

The electrolyte used in Li—O> batteries are concentrated binary solutions. Most of their
physical, thermal, and electrochemical properties are functions of both concentration and

temperature, which should be considered in a comprehensive model.

1.4.2 Summary of property data
Tables 1-6 to 1-9 summarize the electrolyte property data that can be used for Li-O battery
models. Table 1-6 lists ionic conductivity k of different electrolytes. Table 1-7 summaries the salt

diffusion coefficient D, and cation transference number of the electrolytes, t*. Table 1-8 shows the

oxygen related transport properties of various electrolytes, including oxygen solubility Co, o ,
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electrolyte viscosity u, oxygen diffusivity DOZ , and electrolyte density p. Table 1-9 shows various

equations for the dependence of the thermodynamic factor, as shown in eq. (5), on electrolyte
concentration. It is clear that electrolytes using alkyl carbonates as solvent and LiPFg as salt are
the most readily available because they have been most widely used in the well-studied Li—ion
batteries [92—98]. In contrast, transport properties on other types of electrolytes are very scarce.
Because Li—O- batteries only became a popular research topic in the past several years, many

different electrolytes are just in the development stages. Property data are not abundant, especially

those used by concentrated solution theory, such as tf and f, . The variation of these properties
with regard to concentration and temperature is even scarcer.

1.4.3 Discussion

Conductivity k is the most readily available property data for the electrolytes used in lithium
batteries. As shown in Table 1-6, its value usually ranges between 0.5 —1.5S m. Assuming a 0.5
mm transfer distance (I) and 1 mA cm2 discharge current density (1), the potential drop caused by
electrolyte resistance can be approximated by:

1
=—~5mV
778 k

This value is much lower than the activation overpotential to drive cathode reactions because state-
of-the-art Li—O battery can only work in a very small current density around 1 mA cm~2. However,
this does not mean conductivity is not important. If Li—O> batteries are going to reach practical
application, the power output must improve and the current density must reach the level of current
Li—ion batteries, in the order of 102 mA cm2. Only then will conductivity be a very important

parameter to affect the battery performance.
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Data for the salt diffusion coefficient and transference number reported in literature are
summarized in Table 1-7. The salt diffusion coefficient determines the electrolyte concentration
gradient in the battery. A higher diffusion coefficient will lower the concentration difference and
thus lower the diffusion overpotential. Diffusion coefficient can be measured through AC
impedance [99], cyclic voltammetry (CV) [100], or rotation disc electrode (RDE) tests [101]. RDE
tests use the Levich equation while CV tests use the Randles-Sevcik equation to obtain D.
However, it should be noted that in some publications, D is either simply referred to as the
diffusion coefficient or mistaken for the self-diffusion coefficient of the lithium ion (Dvi). A revisit
of the derivation of Levich equation [102] and Randles—Sevick equation [103—105] shows that in
both equations D represents the salt diffusion coefficient, as defined in eq. (41). It depicts a
combined effect of the diffusion of both anion and cation, not just the cation (Li*). Reported
measurement on the self-diffusion coefficient of Li*, Dyj, is scarce. Saito et al. [106] and Capiglia
et al. [107] both used a pulse field gradient-NMR technique to measure Di and D-.

As indicated by Thomas et al. [12], transference number measurement could be problematic
for lithium battery electrolytes and considerable error might be made. Different measurement
techniques predict contradictory results. Zugmann et al. [93] showed that electrochemical methods
obtained transference numbers that decreased with concentration while NMR measurements
showed the opposite trend. Traditional methods to measure transference number t+ (eq. (42))

include the Hittorf method and moving boundary method [108]. If the model is based on
concentrated solution theory, then tf should be used instead of t, . Figure 1-11 shows the

comparison between the data of t, and t° given by Capiglia et al. [107] and Nyman [109],

respectively. The data are based on the same concentration of salt (1 M LiPFg) in the same solvent

(EC:EMC). The weight ratio between EC and EMC are 2:8 for [107] and 3:7 for [109]. It shows
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that when the electrolyte concentration is around 1 M, t? is only 0.26, much smaller than t,

which is 0.43. It also shows that t+ stays almost constant when concentration is above 0.1 M, which

is consistent with the common belief that transference number does not change significantly with
concentration. t°, however, continues to decrease when concentration is high.

For Li—O- batteries, oxygen transport properties are crucial to battery performance. Figure 1-12
shows the effect of oxygen solubility on cathode specific capacity as predicted by various models.
To enable the comparison between different models, all the oxygen solubility and specific capacity
data are normalized. Different models show the same trend that oxygen solubility has a nearly
linear influence on cell capacity. When the solubility doubles, predicted cathode specific capacity
also approximately doubles from its original value. In contrast to the vast number of works
regarding oxygen solubility and diffusivity in aqueous solutions [110-114], very few data sources
are available for non-aqueous electrolytes. Table 1-8 summarizes the oxygen solubility and
diffusivity for various different solvents and electrolytes. Comparing the oxygen solubility given
by [115] and [91], reveals that the discrepancy between different sources can be significant. For
example, the differences of oxygen solubility given by [115] and [91] are 38.4% for DMSO, 21.6%
for PC and 8.76% for DME. These would cause almost the same level of error in prediction of cell
capacity.

The diffusion coefficient of oxygen determines the flux of oxygen into the porous cathode and
oxidation on the active reaction sites. There are many different ways to measure the diffusivity of
oxygen in liquid [116], including using a diaphragm cell [117], electron paramagnetic resonance
[118], and time response of an oxygen electrode [119]. In most Li—O> battery modeling studies
[120], oxygen diffusivity data are from Read’s work [115], in which oxygen diffusivity is

estimated using the Stokes—Einstein equation [115,121]:
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D, =K'
¢ bmua,,

(45)

where @, is the effective hydrodynamic radius of O in the solution, ks is the Boltzmann
constant, and £¢ is the viscosity of the electrolyte. Thus, as long as the viscosity of the liquid is
known, oxygen diffusivity can be obtained based on an estimate value of a, . However, since this

relation is just an empirical observation, and the radius of the solvated oxygen molecule is roughly
estimated, data provided by this method are not very accurate.

In many cases, the solvent is a mixture of two different types of liquid while only the diffusivity
in pure solvents is known. Further assumptions are made that oxygen solubility is an additive
property, so the properties of a mixed solvent can be obtained from the properties of pure solvents
by simple weighted averages. Another major assumption often made is that the electrolyte salt has
little effect on oxygen diffusivity [34], thus the oxygen solubility in pure solvent can be used for
the electrolyte. Most earlier studies gave the diffusivity and solubility of oxygen in electrolyte
based on non-aqueous solvents [122-124], such as DME and DMSO, but the salts differ from
those developed for lithium batteries. In [100], oxygen solubility in DMSO and ACN are
presented. However, these data were provided by [125] and the salt is 0.1 M tetraethylammonium
perchlorate (TEAP) instead of lithium salt. While the first assumption is somewhat acceptable, the
second may lead to significant error. As shown by [115], adding LiPFs into non-aqueous solvent
may reduce oxygen solubility by as much as 40% and higher salt concentration results in even
greater reduction.

The measurement of oxygen solubility is relatively easier than that for diffusivity. In Read’s
work [115], a simple vial-pouch method is used to measure the Bunsen coefficient. Some delicate

ways to measure oxygen solubility are reviewed by Groisman and Khomutov [110]. There are also
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several publications about oxygen diffusivity and solubility in ionic fluids, which are regarded as
potential electrolytes potential for Li—O batteries [126-128].

dinf,

An important parameter in concentrated solution theory is the thermodynamic factor (1+ T
nc

), in which fi is the mean molar activity coefficient. Experimental studies to measure this factor

are very limited, and the results show some major discrepancies. The data provided by different

sources are listed in Table 1-9 and plotted in Figure 1-13 [24,94,96]. It should be noted that Valgen

dinf, \ . -
and Reimers provided (1—t+)(1+ dlnéj instead of 1+‘Z'|Lf+ [94]. Therefore, in Figure 1-13 a
nc

constant transference number of 0.38 was used to retrieve 1+ dinf. from  this publication.

dinc

Although the results by Stewart and Newman [96] and Valgen and Reimers [94] show similar
dependence on concentration, the equation provided by Nyman et al. [24] was more widely used

in Li—O; battery models.
1.5 Unresolved issues and future opportunities

The following unresolved issues and opportunities for future development of Li—O> and Li—
Air battery models can be recognized:

e A multi-scale model that incorporates the exact details of the 3-D pore structure should be
used to describe pore structure change in the Li—O- battery cathode more accurately. The model
proposed by Xue et al. [43] and Bao et al.[86] are good examples of such a direction, thoughthey
can be further improved to include more comprehensive cell-scale models and pore network
models.

e Most existing models only consider the reversible reaction that generates and consumes

Li>O-. It is well-known that side reactions also play an important role in the cycling of Li—O-
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batteries. The model developed by Sahapatsombut et al. [17,23] provides a good framework to
include these side reactions in continuum models and to study the cycling behavior of the cell.

o Afull cell-level, or even pack-level model is needed to study the multi-dimensional effects
for future development of Li—O- batteries. It should be 3-D and include three phases (solid phase,
liquid electrolyte phase and gas phase). Currently most models are 1-D and only consider the liquid
electrolyte phase and solid phase.

e A closer collaboration between modeling and experimental studies should be formed.
Many cathode reaction kinetic parameters used in Li—-O2 models are assumed instead of using
direct measurement from experiments. Phenomena at the anode, including the influence of the
solid electrolyte interphase and dendrite growth, are often omitted due to the lack of understanding
of reaction mechanisms. To effectively tackle these issues, further collaboration between
experimental and modeling studies are needed.

e Thermal effects become significant when power density of Li—O> batteries is enhanced to
a practical level through use of new materials. Accordingly, thermal behavior and management
will become an important topic for Li—O- battery modeling.

e Property data, especially oxygen solubility and diffusivity in the electrolyte have
significant impact on modeling results. Yet there are still very limited sources to provide accurate
data. Data provided by different investigators show some significant differences. More

experimental efforts should be performed to address these challenges.
1.6 Concluding remarks

Most of the existing models are continuum-scale and based on non-aqueous Li—O> batteries.
Although the framework for battery modeling on the continuum scale is well established, Li-O>

batteries have their own unique characteristics to be captured by these models. One major feature
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of non-aqueous Li—O; battery is the deposition of solid reaction products. This changes electrode
structure and consequently affects mass transport and cell performance. Different methods to
describe the pore structure change during battery discharge are summarized and compared. Recent
developments to make Li—O- battery models more comprehensive and accurate are presented. The
property data relevant to Li—O> battery models are summarized and reviewed. The reliability of
these data and discrepancies between different sources are discussed.

Most state-of-the-art Li—O> battery models can predict experimental results fairly well after
reasonable parameter adjustment. These models have already revealed some important information
about the battery that could not be obtained through experimental studies, such as the reaction rate
and Li2O; distribution. New electrode structure and cell structures have been proposed based on
simulation results. These physical models provide a valuable optimization tool for future
development of Li—O2 and Li—Air batteries. The methods developed can then be extended to other

emerging types of batteries.
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Nomenclature

Aep specific surface area of the electrode (m? m)
c concentration (mol m™3)

D diffusivity (m? s )

d electrode pore diameter (m)

Eo thermodynamic equilibrium voltage (V)

F Faraday constant (96,485 C mol 1)

fs salt activity coefficient

I discharge current density (A m2)
io exchange current density (A m™3)

[ current density vector (A m2)

J interfacial transfer current density between electrode and electrolyte (A m2)
K permeability (m?)

k ionic conductivity (S m™1), reaction rate constant (A m?)
ke electron conductivity in carbon phase of electrode (S m™)
ko diffusion conductivity (A m™)

M molecular weight (kg mol™)

n number of electrons transferred in reaction

p pressure (Pa); dimensionless geometric factor

r consumption rate (mol m=3s™?)

S stoichiometric coefficient

Sm mass source term (s )

T temperature (K)
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t time (s)

{ transference number of Li*

u electrolyte velocity vector (m s™?)
\Y cell voltage (V)

a transfer coefficient

& porosity

n overpotential (V)

MEL electrolyte viscosity (kg m™*s™)
) density (kg m~3)

¢ electric potential (V)

Superscripts and Subscripts

1 electrode solid phase
2 electrolyte phase

a anode

C cathode

eff effective value
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Table 1-1 Summary of governing equations for continuum-scale models for Li—O» batteries
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Table 1-2 Features of continuum-scale physical models for Li—O> batteries

Overpotentials
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Andreietal. by N D P NBYBYY N NN Y Y Y N VY Y CPo N N Organic 0.05—1 100-2750mAh
2010 [47] &
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!DNimY N D P NBY T Y N NN Y Y Y N Y N SPa N N LiTFSI in PC
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Xue, et al 2014
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Particle; CPo: Cylindrical Pore; D: Oxygen dissolved in electrolyte; E: Empirical differential rate equation; E: Fick’s law; FO: 1% order reaction; FPo: Flat Pore; N: No; N/A: Not
vailable; Ns: Non-smooth; Num: Numerical; P: Passive; R: Reversible; S: Smooth; SM: Stefan-Maxwell model; SPa: Spherical Particle; SPo: Spherical Pore; T: Tafel; Tw: Two phase

model; Y: Yes.
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Table 1-3 Relationships between structural parameters with different pore structures for Li—

O> battery cathode models

Specific surface Deposit layer Specific surface area
Case Pore structure area, AED,O thickness, 5 change, AED / AED,O
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(d) Cylindrical pore — l—— 1-=
d, .
Flat sh 26, 1
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Table 1-4 Deposition layer voltage drop sub-model for Li—O: batteries

Micro- Overpotential caused by insulate
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Sahapatsombut, et al. ; ) )
2013, 2014 [17.2339]  ~™ Reé, R:50 @'m
ipr 1-¢ In 1-¢
Pslo 1-g, 1-g, Py 2x101° Q-m,
Chen et al. 2014 [40] CPo/CPa
A¢;+jpsr(; illn i, r0:5—60nm
\} o \} &o
Xue et al. 2014 [41] SPo 10, Ps: 10° Qm
i
Jung et al. 2015 [21] Spa T o
[k,

* CPo: Cylindrical pore; SPa: Spherical particle; SPo: Spherical pore; Am: Amorphous; CPa: Cylindrical particle; FPo: Flat pore
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Table 1-5 Summary of commonly used electrolytes for Li—O- batteries

Solvent

Examples

Advantages

Disadvantages

Alkyl carbonate

Ether

Ester

Nitrile
Amide

DMSO[129-131]

Sulfones

lonic Fluids

PC, EC, EMC, DMC,
DEC

TEGDME[129],
DME[91]

BL
MF

ACN, TMA
DMA, DMF, NMP

TMSO

EMITFSI

Widely studied, property
data readily available

Low vapor pressure
Stable

Good salt solubility

Wide electrochemical
window

Can have low viscosity
and high salt dissolution

Stableto O,
Stable to O,

Stable to O, with non-
carbon electrode [132]

Stable to O, , low vapor

pressure
Low vapor pressure, low
flammability,
hydrophobicity, wide
electrochemical window,
stable

High vapor pressure
Decomposition due to Oy
attack and  oxidation
during charging
Autoxidation

High vapor pressure,
Susceptible to O, attack
High vapor pressure,

High vapor pressure, side
reactions, unstable SEI

Side reactions, reactive
with Li metal, high vapor
pressure

High melting temperature

Poor salt solubility
Susceptible to moisture
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Table 1-6 lonic conductivity of organic electrolytes for Li—O> batteries

Ref. ¢ (M) Salt Solvent k(Sm?)
PC:EC(L1 w) 0.65
PC 0.55
e R PC:DME(L:1 wt) 1.32
[161%] et al LiPFs PC:DMC(L:1 wt) 0.94
PC:DEC(1:1 wt) 0.67
PC:DME (1:2 wt) 159
0.5 PC:DME (1:2 wt) 122
PC:EC(L1 wt) 0.504
PC:DME(L:1 wt) 1.141
PC:DEE(L:1 wt) 0.787
. PC:BEE(L:1 wt) 0.478
1 LiTFs|
PC:DG(1:1 wt) 0.726
PC:DPG(L:1 wt) 0.519
PC:EDG(1:1 wt) 0.553
Xu et al. 2009 [78] PC:BDG(L:1 wt) 0.347
1 LiPFs PC:EC (L:1 wt) 0.624
1 LiCIo,  PCEC (11w 0.563
1Ll PC:EC (L:1 wt) 0.627
1 LiBr PC:EC (L:1 wt) 0.273
1 LiSOsCFs PC:EC (1:1wi) 0.208
1 LIBOB  PCEC (L:1wt) 0.313
1 LiTESI  PCEC (1:1w) 0.504
DMSO 0.211
Laoire et al. 2010 . MeCN 1.439
[100] 01 LiPFe DME 0.116
TEGDME 0.03
Zhang et al. 20110.2 LiSO:CFs PC:TFP(1:1) 0.0937
[133] PC 0.165
LiBr DOL:DME (L:1 wi) 0.105
Read 2006 [91] 1 L?Tri.flate DOL:DME (1:1 wt) 0.238
Lilmide  DOL:DME (L:1 wt) 1.120
LIBETI  DOL:DME (L:1 wt) 1.109
[NZZ”I%%] 2008, 20115 5 | ipr, EC:EMC(3:7 wt) 0.1297¢° — 2.51c*5 +3.329
Doyle 1995 [134] 2‘1 “LiPFs EC:DMC (2:1V) 0.0911+1.9101¢ —1.052¢? +0.1554¢°
Valokn andy _ 4 | ipF, PC:EC:DMC(10:27:63Vv)  0— 2.1 (function of ¢ and T)

Reimers 2005 [94]
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Table 1-7 Salt diffusion coefficient and transference number of non-aqueous electrolytes for

Li—O2 batteries

Ref. c (M) Salt  Solvent D (x10°m?s?) ts
Jung et al LiCFsS
2012 [76] 1 Os TEGDME  0.0003
0.1-1 LiClO4 PC 0.476+0.126¢c
Leeetal. 2002 011 LiPFs (El(?ig’EC 0784+0.969¢
[101] :
1 ECDMC —0.1884-0.1605¢+0.6696¢>
Stewart  and - EC:DEC (11 —0.357
-1 LiPF 3870
Newman 2008 e wy 3.018e
[95] 0-2 LiPFs ACN 2.582¢2%%¢¢
Nyman 2008, . EC:EMC(3:7 3 2 .
2011 [24,109] 0-2 LiPFs wt) —0.1287¢" +0.4106¢c” —0.4717¢c +0.4492
Saito et al : 0.1-0.2 (PC), 0.8-1.4
2000 [106] 0.002-2 LiCF:S0s PC or DME (DME)"™
Capiglia et al. . EC:EMC(2:8 _0.65¢ ** . -13\¢
fooo [107] 0115 LiPFe s 0.534e 0.4242-0.09599 % (4.6723¢ **)
Lu et al. 2011 . PC:DME(1:2 .
[135] 1 LiBF4 ) 0.077 0.43
Stewart and ) )
Newman 2008 0-2 LiPFs %'EMC(l'l 0.38
[96]
Zhao et al . * .
2008 [98] 0.25-1.5 LiPFs PC 0.3424+0.315*0.2052
LiDFO EC:DEC (3:7 0.4407+0.00894cn,+0.00073408¢m?
Zugmann et al.0.05-0.93B wt) +0.01276Cn® ™"
-1 . .
2011[93]  molkg™ | jor. %'DEC (3:7 0.24 - 0.28 @1mol kg
Valgen and .
Reimers, 2005 04 LiPFg PC'_EC_'DMC function of bothcand T
(10:27:63 v)
[94]
*t+0
**Dui

**% cm: mol kgt
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Table 1-8 Oxygen related transport properties of non-aqueous electrolytes for Li—O>

batteries
Ref. c Salt Solvent Co, sat Viscosity Do2 density
(M) (x10°3mol L) (x103%Pas) (x10°m?s?)  (kgm3)
. LiPFs PC:EC(L:1 wt) 2122 7.73 0.233 1,282
1 LiPFes PC 2272 8.06 0.224 1,230"
Read et 1 | jpF, PC.DME(L:1wt)  3.179 2.59 0.697 1,057
?1'151003 1 LiPFs PC:DMC(Llwt)  3.210 3.50 0.516 1,168"
(250c) 1  LiPFg PC:DEC(1:1 wt) 3.465 4.78 0.378 1,118
1 LiPFe PC:DME (1:2wt)  4.395 1.98 0.912 1,011
05 LiPFs PC:DME (L:2wt)  5.363 1.19 0.152 084"
Dougas
Z%lej a1 Lipr EC:DMC(1:1 wt) 4.152 0.435 1,214
[136]"
1 LiTFSI  PC:EC(L:1wt) 0.1775 7.10
1 LiTFSI  PC:DME(L:ilwt)  0.3235 2,59
1 LiTFSI  PC:DEE(1:1wt) 0.3806 3.54
1 LiTFSI  PC:BEE(L:1wt) 0.3175 5.78
1 LiTFSI  PC:DG(1:1wt) 0.2566 431
1 LiTFSI  PC:DPG(L:1wt) 0.2394 5.99
Xuetal. 1 LjTFSI  PC:EDG(L:lwt)  0.2688 5.72
?g]g 1 LiTFSI  PC:BDG(L:lwt)  0.2319 8.81
(25 °C)
1 LiPFes PC:EC (L:1 wt) 0.1622 7.41
1 LiCIO;  PCEC (1:1wt) 0.1631 7.17
1 Lil PC:EC (L:1 wt) 0.1216 7.70
1 LiBr PC:EC (L:1 wt) 0.1209 7.02
1 LiSOsCFs PC:EC (1:1wt) 0.1663 6.63
1 LiBOB  PCEC (L:1wt) 0.1350 11.3
Laoire DMSO 2.10 1.948 1.67
et al _ DME 9.57 0.46 1.22
0.1 LiPFs
2010 MeCN 8.10 0.361 4.64
[100] TEGDME 4.43 4.05 0.217
Sawyer DMSO 2.10
et al o, teap MeCN 8.10
1982 DMF 4.80
[125] Pyr 4.90
Zhang 0.2  LiSO:CFs PCZTFP(lZl) 3.492
et al PC 2.520
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2011

[133] TFP 3.879
(25 °C)
TMSO 1.572
EC 1.682
DMSO 1.832
BL 2.422
PC 3.162
NMP 3.175
TEGDME 4,373
Triglyme 4.641
DMC 7.186
DPC 7.729
Read et DEC 7.807
al. 2003 EMC 7.838
[115] THF 8.710
(25°C) DME 9.437
PC:DMSO (1:4wt) 1.889
PC:EC (1:3 wt) 1.977
PC:EC (1:1 wt) 2.571
PC:DME (3:1 wt) 3.796
PC:DMC (1:1 wt) 4.399
PC:DEC (1:1 wt) 5.143
PC:DME (1:1wt)  5.218
BL:DME (1:2 wt) 5.517
PC:DME (1:2wt)  5.879
PC:DME (1:4 wt) 6.746
EC 1.738 1.85 0.962 1,338
DMSO 2.535 1.99 0.895 1,096
BL 3.754 1.75 1.02 1,125
PC 3.844 2.53 0.704 1,198
DOL 6.673 0.58 3.07 1,060
DMC 8.616 0.59 3.02 1,070
Read 0
2006 DME 8.677 0.46 3.87 860
[91] EMC 9.323 0.65 74 1,007
(21°C) DEC 9.850 0.75 2.37 969
THF 10.09 0.46 3.87 889
2-MeTHF 10.95 0.47 3.79 848
DOL:DME 7.524 0.51 3.49 952
1 LiBr DOL:DME (1:1wt) 5.385 0.866 2.06 1,028
1 LiTriflate DOL:DME (1:1wt) 6.011 1.036 1.72 1,050
1 Lilmide DOL:DME (1:1wt) 6.575 1.255 1.42 1,114
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1 LiBETI DOL:DME (1:1wt) 6.354 1.908 0.933 1,172

*Calculated based on ideal mixture assumption
** Temperature dependent, showing value at 25°C
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Table 1-9 Thermodynamic factor of non-aqueous electrolytes for Li—O; batteries

Ref Salt Solvent Themodynamic factor @ Concentration ¢ (mol Lt)
Valgen
and EC: 601—0.24¢°* +0.982[1-0.0052(T —293) | ¢**
Reimers  LiPFe E’l%ggeDSl\\/ll)C 0.601—0.24¢"° +0.98 [+0005 (T—-293)]c
2005 el 1-1,
[94]
o 0.28687x ¢ — 0.74678x +0.44103
gtogg LiPF. EC:EMC : 37><c - .7427 xCc+0.441
24] 0.1287xc¢”—-0.4106xc“+0.4717xc+0.5508
Stewart PC 1+c ﬂ(i—&j+l.5223
and 2(1+3.92J€) Jo 1+3.92c
Newman LiPFg -
2008 _
[96] EC.EMC 1+c 10178 (i—ﬂj+1.5842

2(1+o.9831JE) Jo o 1+0.9831/c
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Anode
lithium foil

Separator, 25 — 50 um

Cathode, 100 — 800 um

Air/O,

| Li —Li"+e ‘ Li* + O, + e— Li,0,, L,0

Figure 1-1 Structure and basic operation of a typical non-aqueous Li—O: cell.
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Voltage (V)

16 |- . . =
| Experimental Modeling ]
14 L B Read, 2002 [34] —— Wang and Cho, 2015 [27]
L - - Sahapatsombut et al., 2013 [17] |
12 L - Jung et al., 2015 [21]
) — - —Li and Faghri, 2012 [33]
1.0 M B R B IR R SR |

0 200 400 600 800 1000 1200 1400 1600
Specific capacity of carbon (mAh g™)
Figure 1-2 Comparison of the discharge curves predicted by various models (Wang and Cho
[27], Sahapatsombut et al. [17], Jung et al. [21], Li and Faghri [33]) to the experimental results of
Read 2002 [34] at different discharge current densities: (a) 0.05 mA cm, (b) 0.1 mA cm?, and

(c) 0.2 mA cm™.
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Figure 1-3 Distribution of Li»O> volume fractions in the cathode at the end of discharge at

various current densities [33].
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Solid  Electrolyte Solid

dﬂ Ve

Deposition Deposition
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Figure 1-4 Simplified micro-scale structure of the electrode used in various models: (a)
spherical particle, (c) spherical pore, (c) cylindrical particle, (d) cylindrical pore, and (e) flat

pore.
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Figure 1-5 Dependence of specific surface area on solid precipitation volume fraction

predicted by various models and parameters.
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Figure 1-6 Solid-phase volume and electrolyte level change in a Li—O2 coin cell.
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Figure 1-7 Distribution of &5 with consideration of electrolyte level drop by (a) conceptual

analysis and (b) model prediction [71].
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Figure 1-8 Illustration of (a) 1-D 2-phase model, (b) 2-D 2-phase model, (c) 3-phase model

and (d) pseudo 3-phase model.
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Figure 1-9 Configuration of an organic Li—O> flow battery (Li—O- battery with an active

cathode).
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Figure 1-10 Effect of ionic conductivity of electrolyte on the discharge capacity of a
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Figure 1-11 Comparison between t, and t° given by Capiglia et al. [107] and Nyman

et al. [24]. The Electrolyte is LiPFs in EC:EMC.
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Figure 1-12 Effect of oxygen solubility on cathode specific capacity predicted by Andrei et al.

2010 [47], Sahapatsombut et al. 2013 [17], and Huang and Faghri 2015 [81].
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Figure 1-13 Comparison of thermodynamics factors provided by Valgen and Reimers [94],

Stewart and Newman [96], and Nyman et al. [24].
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Chapter 2 Modeling study of a Li-O> battery with an active cathode

In this chapter, a new organic lithium oxygen (Li-O>) battery structure is proposed to enhance
battery capacity. The electrolyte is forced to recirculate through the cathode and then saturated
with oxygen in a tank external to the battery. The forced convection enhances oxygen transport
and alleviates the problem of electrode blockage during discharge. A two dimensional, transient,
non-isothermal simulation model is developed to study the heat and mass transfer within the
battery and validate the proposed design. Results show that this novel active cathode design
improves the battery capacity at all discharge current densities. The capacity of the Li-O; battery
is increased by 15.5 times (from 12.2 mAh g to 201 mAh g 1) at the discharge current of 2.0 mA
cm™2 when a conventional passive electrode is replaced by the newly designed active electrode.
Furthermore, a cathode with non-uniform porosity is suggested and simulation results show that it
can reach a higher discharge capacity without decreasing its power density. Detailed mass

transport processes in the battery are also studied.
2.1 Introduction

The demand for rechargeable batteries in portable electronics, military applications, electric
vehicles, and smart grids increases significantly each year. In 2001, the United States Advanced
Battery Consortium (USABC) set the goal of 150 Wh kg for batteries used in electric vehicles
with acceptable driving range. [1] Commercial Li-ion batteries almost reached that goal, but the
need for longer driving range and higher efficiency requires a specific energy above 400 Wh kg,
at significantly lower cost [2]. In order to meet the driving range of 300 miles, a typical electric
vehicle requires an energy capacity of 75 kWh [3]. This translates to a weight over 600 kg for a

state-of-the-art Li-ion batteries (120 Wh kg specific energy, 80% state of charge window, and
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95% discharge efficiency [4,5]), which makes the vehicle much heavier and less efficient than
gasoline powered vehicles. Reliable and lasting batteries are also required for other applications,
such as military and soldier specific systems, including power instrumentation for long range data
acquisition systems. The specific energy and power for vehicle instrumentation and human-carried

instrumentation are expected to exceed 600 Wh kg and 25 W kg%, respectively.

New batteries with substantially higher specific energy should be deployed in order to decrease
weight and reduce cost. Li-O batteries are considered to be promising alternatives to current
rechargeable batteries due to the exceptionally high specific energy of lithium metal (12 kwWh kg 1)
and the inexhaustible supply of oxygen from the ambient. There are four types of Li-O; batteries
categorized by the electrolyte: organic electrolyte, aqueous electrolyte, mixed organic and aqueous
electrolyte, and solid state electrolyte [6]. Within these four types of Li-O> batteries, the battery

using the organic electrolyte, shown in Figure 2-1, has recently attracted the most attention [7].

The first rechargeable Li-O> battery using organic electrolytes was developed by Abraham and
Jiang at EIC Laboratories (Norwood, MA) in 1996 [8]. The overall reactions during charge and

discharge of a Li-O battery using an organic electrolyte are:

Li+0, L0, (310V) (1)
and/or
4i+0,2L,0  (291V) @)

It has been experimentally verified that the two-electron process in eq. (1) is the dominant

oxygen reduction reaction (ORR) under normal operating conditions [8].
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The high energy density of the Li-O> battery cannot be fully utilized with current technology
primarily because the cathode capacity is limited by oxygen transport and electrode blockage.
Typically less than 10% of its theoretical value can be achieved [9,10]. Conventional passive Li-
O2 batteries breathe oxygen from the ambient. Oxygen transfer in the porous carbon electrode
filled with organic electrolyte is done by diffusion only. This causes a large oxygen concentration
gradient within the porous carbon electrode because the diffusivity of oxygen in organic
electrolytes is low. Pores further away from the electrode-oxygen interface are not fully utilized
because of insufficient oxygen transport. In addition, the insoluble production of Li»O> blocks the
oxygen path and further impedes the oxygen diffusion. At the end of the discharge, battery voltage
drops sharply due to the lack of oxygen supply and electrode passivation. During recharge the

deposited Li>O> decomposes to Li* and oxygen.

In this chapter, an innovative Li-O battery with an actively recirculated electrolyte through
the cathode, as shown in Figure 2-2, is proposed to achieve higher cathode specific capacity and
better thermal management than present Li-O> batteries. In the proposed battery, the electrolyte is
saturated with oxygen in a tank outside of the battery then pumped into the cathode end plate
embedded with interdigital flow channels. Driven by the pressure difference between two adjacent
channels, electrolyte seeps through cathode. Convection significantly improves mass transfer in
the electrode. Enhanced oxygen transport significantly increases the specific capacity of the
cathode; consequently, the specific energy of the whole system is increased. The forced convection
of electrolyte through the cathode may also suppress the deposition of Li-O2 and improve cell
capacity. It should be noted that the group led by Zheng proposed a Li-air flow battery concept
and analyzed its theoretical energy density in 2013 [11]. Later experiments further demonstrated

that this design could maintain a high power output [12]. However, Zhang et al. investigated a
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battery design using aqueous electrolyte at the anode, while we propose a totally organic

electrolyte system.

To prove the feasibility of the proposed Li-O> battery with active cathode, a two-dimensional,
transient, non-isothermal numerical model was developed. Compared to existing Li-O. battery
models, this model features two dimensional simulation and includes convection effects.
Simulation results show that this new design can significantly increase the discharge capacity of

the Li-O> battery over conventional designs.

2.2 Existing models

Compared to the vast number of modeling works of other electrochemical energy conversion
and storage devices, such as Li-ion batteries, fuel cells, and flow batteries, modeling studies are
relatively scarce for Li-O> batteries. As early as 2007, Sandhu et al. developed the first model for
a Li-O> battery which assumed cylindrical pores in the cathode and focused on the limiting effect
of oxygen transport [13]. In 2010, Andrei et al. reported a model that considered oxygen and
lithium ion transport. The electrolyte potential and thermal effect were also included [14]. Wang
suggested that the Li>O> growth is similar to the ice formation in a proton exchange membrane
fuel cell during sub-freezing conditions. His model followed a similar method developed for a
proton exchange membrane fuel cell to calculate the effect of an insoluble substance on surface
passivation and oxygen transport in Li-O- batteries. Different shapes of the reaction surfaces were
considered, including cylindrical, spherical and planar surfaces [15,16]. Although one of the main
attractions of Li-O> battery is its rechargeability, most of the modeling work only focused on the
discharging process. The work by Sahapatsombut was the first modeling work reported to consider
the charging process. The simulated cell potential for both discharging and charging agreed well

with experimental results [17]. In a more recent paper by the same authors, the model was further
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developed to include the formation of Li.COs occurring from electrolyte degradation. The
relationship between capacity loss during cycling and the formation of Li.O2 and Li.CO3 was
discussed [18]. Jung et al. improved the reaction surface coverage model by relating the model
parameter to discharge current density [10]. Chen et al. considered particle size distribution in their
model and simulated a cathode made from carbon nanotube and nanofiber [19]. Similarly, Xue et
al. incorporated pore size distribution [20]. In the model developed by Yoo et al., the effective
volume change during battery cycling was addressed by adopting moving boundary technique

[21].

It should be noted that the proposed battery configuration resembles that of redox flow
batteries, particularly those with a flow-through electrode. Flow batteries have been widely studied
by both experiments and modeling [22]. The group led by Shah developed a transient modeling
framework for a vanadium flow battery to study the effect of flow rate, concentration and electrode
porosity on the battery performance [23]. Later, it was further developed to include thermal effects
and oxygen evolution [24,25]. Vynnycky developed a 2D transient model for a redox battery using
the asymptotic method, which was more efficient for battery stack simulation [26]. Very recently,
a 3D non-isothermal model for redox flow battery was also reported [27]. A major difference
between the redox flow battery and a Li-O battery is that the electrode structure does not change
during operation in a flow battery while in a Li-O- battery the deposited Li>O2 changes the porosity
and structure of the electrode. This inevitably influences the modeling method. In addition, unlike
redox flow batteries, the electrolyte in the proposed battery does not serve as an energy storage
medium. Increasing the reservoir size of a redox flow battery increases the energy stored in the
system, but the energy that can be retrieved in the proposed battery is not determined by the

reservoir size but by the capacity of the cathode.
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2.3  Model development

The model considers the two-dimensional mass transfer and electrochemical reaction in the
two adjacent flow channels in the proposed Li-O. battery with an active cathode. The
computational domain includes the electrolyte and the oxygen cathode, as shown in Figure 2-3.
During discharge, oxygen-saturated electrolyte is actively driven through the cathode by the
pressure gradient between adjacent channels. The complex reaction paths and kinetics during the
charging process of organic Li-O batteries are still under study [28]; therefore the current model

does not consider the charging process.

The velocities of the electrolyte, distributions of oxygen concentration, Li* concentration,
reaction rate, and volume fraction of solid product are solved in this model. To simplify the
analysis and examine only the key parameters and phenomena, the following assumptions are

adopted in this model:

e The overpotential of the anode reaction is negligible [29].

e All pores in the electrode are filled with electrolyte solution and contribute to the discharge
of the battery.

e There is no gas phase in the electrode. The oxygen transport solely depends on the dissolved
oxygen diffusion in liquid phase.

e Li2O2 deposits as a smooth film in the electrode because the size of Li2O. particles is
typically several orders of magnitude smaller than the size of a Li-O; battery electrode [30].

e Due to the high thermal conductivity of lithium metal (84.8 W m™* K1) and commonly used
materials for the end plate of an active cathode, such as stainless steel (16 W m™* K™), their

thermal resistances are negligible.
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2.3.1 Governing equations

The continuity equation in porous media can be written as:

0 (ngL )
ot

+V (g0 U) =y, ©)

where subscript ‘EL’ stands for electrolyte.

The relationship between the pressure gradient and velocity vector is described by the

momentum equations, which reduces to Darcy’s law for porous medium:

K
gu=-—Vp 4)
HeL

By substituting the momentum equations into the continuity equation, we obtain an equation

for pressure:

G(E_PEL)W.(_ K

o pELVp] =i, ()

EL

The permeability of the electrode, K, changes with time because the Li>O produced does not
dissolve in the electrolyte, but adheres to the pore surfaces. In time, the permeability of the
electrode could be detrimentally changed by an order of magnitude due to the accumulation of
Li.O>. The Carman-Kozeny equation relates the permeability of the porous medium as a collection

of solid spheres of diameter dp to the porosity, ¢ [31]:

K=—?™" ©)
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We assume that particle size dy is of the same magnitude to pore size davg, S0 dp can be replaced
with davg in the above equation. Both the porosity of the electrode and the average pore diameter

can be related to the volume fraction of the Li.O> by the following equation:

0
E=¢& —& o (7)

£ 1/3 s 1/3
davg = de?vg - 25Li202 = (1_#&)2} d:vg = [?j da?vg (8)

&

where ¢° and dfvg (0.1 um [32]) are the porosity and average diameter of the pores before Li2O-

deposition and dLi2oz is the thickness of the precipitated Li2O.. The volume fraction of Li>Oz, Lizo02,
changes with time and can be calculated from the generation rate of Li>O, based on local reaction
rate. Combining equations (6) to (8), the relative change of permeability of the porous medium can

be calculated by the following equation:

2
K _[Gug (ij 1-s’ Z_FT? s ©)
KO dg, &° 1-¢ ) & 1-¢

The concentration of lithium ion and dissolved oxygen are solved by:

ol epy o . i

%“‘V '(ngLua)Li+ ) =V (pEL DfifiVa)m)—V : [% M Li+\]+ . (10)
and

@+V'(gpaua)oz)=V'(pELDgf2fVa)02)+r‘862 (11)

The effective diffusivity, Dieﬂ , Is determined by the diffusion coefficients, D, , porosity of the

porous media, &, and tortuosity of the porous media, :
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D =D&’ (12)
where the tortuosity is a function of porosity [33]:

(£)=1-0.77Ih & (13)

The second term on the right hand side of eq. (10) considers the migration of Li*, where ie, is
the current density vector in electrolyte and t, is the transference number of Li*. Based on charge

conservation, Iy can be related to M, as:

v, =M (14)

Li+

The consumption rates in the species equations of Li*, and O are, respectively:

_ Rorr g 15

r&H_ = MLi+ [m3.s] ( )
R

o, =~ Mo, [—I] (16)

where Rorr is the reaction rate of the oxygen reduction reaction (A m3), and M is the molecular
weight (g mol™).
The energy balance equation is expressed as:

8([pCprT)

- V[ (806, Cpe U)T [= V- (=5VT )+ 8, (17)

where the effective specific heat, [,on]E1f , and the effective thermal conductivity, x5 , are related

to the properties of the electrode, Li>O> precipitate, and electrolyte:
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[pC ]e 1 & pEDCp eo T 5L|202/7L|202Cp Lizo2 T (5 ngZOZ)pELCp EL (18)

eff
Ky = (1_ g)KED * €K Linor T (5 - gLiZOZ)KEL (19)

The source terms used in the energy equations are also related to the electrochemical reaction:

rﬂf = Rore (Eo _V) (20)
where Eo is the thermodynamic equilibrium voltage and V is the cell voltage. In eq.(20), only the
irreversible heating is considered. The reversible heat that arises from entropy change is neglected
due to lack of data.

The local ORR rate of the Li-O; battery is related to the concentrations of lithium ion and
oxygen, the standard constant rate of ORR, korr, the specific surface area of the electrode, Aep,

and the overpotential, 7, by the following equation:

2
. @ F
R — Li+ 02 ex ORR 21
ORR (a)ﬁ] [a)cr;azf) orr “ Pep - p( AT UCJ (21)
The standard rate constant, korr, in the above equation is a function of temperature:
: E 1 1
Kors =1 'EXP{% (E - ?ﬂ (22)

where io is the exchange current density at 295 K, and Eorr is the activation energy of the ORR,
which has an approximate value of 21 kJ mol™ [34]. In all calculations of the current work, the

initial temperature is set at 293 K.

Since the cathode reaction product Li2O: is both insoluble and insulating, it causes electrode

passivation during discharge. On the electrode level, the solid Li.O> decreases porosity and
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increases transport resistance. This is considered in the electrolyte and oxygen concentration
equations through increased effective diffusivities. On the pore level, the formed Li2O, film
increases transport resistance for lithium ions, oxygen molecules, and electrons from the
electrolyte to the electrode surface. In this model, these effects are generalized by assuming a
decreasing effective active area. The effective active area of electrode per volume, Aep, is

calculated by the following equation:

Azz(t) :1_(&252 ] (23)

&

where Aep,o is the effective active area of the electrode before discharge and the value of z indicates
different modes of surface coverage. In this work, a fixed value of 0.4 is used for z [18]. The Li20-

production rate from the ORR is calculated by:

R
r'gfizoz = % M Li202 (24)

and the local volume fraction of Li»2O2, ¢Li202, is calculated based on the amount of accumulated

Li»O,:

IRORR -dt M 202
2F PLi202

gLiZOZ(t) = (25)

The integration of the ORR rates within the whole electrode equals the discharge current

density:

I Rorr dXxdy
| = Electrode 26
5, (26)

where dv is the height of the computation domain, as shown in Figure 2-3.
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In summary, there are five primary unknowns in the system, p, U, wo,, wu: and T. They are
described by five coupled equations (4), (5), (10), (11), and (17). Their boundary conditions are

described below.

2.3.2 Boundary conditions

Boundaries for the computational domain are numbered in Figure 2-3. The upper (1) and lower
(1) boundaries are considered to be symmetric boundaries and the corresponding boundary
conditions are:

o0 _

0 27
& (27)

where @ canbe T, P, wLi+, and woo.

At the lithium/separator interface (boundary I11), the flux of lithium ion is proportional to the

discharge current density:

I, L
Effva) +e|,X+M :%M

N = _pDLi+ Li+ F Li+ Li+ (28)

Li+

The electrolyte current density in the x direction, I, «, at boundary Il equals to the discharge

current density 1, while at boundary IV, V and VI I x €equals zero.

The flux of oxygen at boundary 111 is 0, and the temperature at boundary 111 is set as the room
temperature (293 K). At the electrode/rib interface (boundary 1V), the flux of lithium ion and
oxygen are 0 and the temperature is room temperature (293 K). At the electrode/channel interface
(boundary V), the electrolyte flows into the electrode. The lithium ion and the oxygen

concentrations are set as constant:
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w,. =6.86x10" (29)

and

0y, =1.41x107 (30)
The pressure at boundary V is set as constant:

P, =12xP, (31)

where Py is the atmospheric pressure, 1 atm. At the electrode-channel interface (boundary V1), the
electrolyte flows out of the electrode. The gradients of lithium ion and the oxygen concentration

are set to 0. The pressure is set as constant:

P, =0.8xP, (32)
The temperature at boundaries Ill, IV, V is set to be constant:

T=T, (33)

At boundary VI, electrolyte flows out of the electrode, and an outflow boundary condition is

applied.

The computational grids are generated based on the finite volume method (FVM) [35],
governing equations were discretized and solved by in-house code developed with Fortran. In each
time step, governing equations (5), (10), (11) and (17) are discretized and implicitly solved by an
iteration to get pressure, electrolyte concentration, oxygen concentration and temperature. Velocity
is obtained from eq. (4) based on the central differencing scheme. Source terms and coefficients
of the equations, which involve reaction rate, species consumption rate, Li-O2 volume fraction,

etc., are updated at each iterative step to guarantee a numerically stable result. The calculation does
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not enter the next time step until the relative error for each variable is under 10°. The grid number
is 160x50 and the time step is 1 second. All the model results are both grid independent and time
step independent. After the results are converged in each time step, the cell voltage is determined

by the following equation:
V=E-n-n,-I ><(5E|_ +O'55ED) / Géf[ (34)

where JeL is the thickness of the separator, dep is the thickness of the cathode, oeL is the

conductivity of the electrolyte, and 77, is the potential drop over the deposited Li>O> film. Not all

charge transfer ions (Li*) travel the length of Oy, instead, charge transfer takes place throughout

the length of the cathode from electrolyte to carbon phase. Therefore, a factor of 0.5 is used in eq.

(34) to approximate the resistance of the electrolyte along the thickness of the cathode. The kinetic
and concentration overpotential on the cathode, 77, , is obtained through an iterative method to
fulfill egs. (21) and (26) simultaneously with a specified discharge current density I. Since the
reaction rate and Li>O> thickness vary at different locations in the electrode, 7, is averaged over

the whole cathode:

1 RORR5Li202 dXdy (35)

00y * AepOLizos

T

where 0,0, can be calculated through eq. (8) and 0|, is the estimated electrical conductivity
of Li,O> formed during discharge.
The overpotential in the solid backbone phase of the cathode is neglected in the current work,

because this phase has very high conductivity in comparison to the electrolyte (~10° S mvs. 0.5

S m™1). Since the thickness of the electrode is 0.8 mm, the overpotential caused by the electrode
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backbone phase would be less than 0.025 mV with a current density of 1 mA cm™2, which is far

less than the other overpotentials.

Values of parameters used in the model are each presented in Table 2-1. Transport properties
are obtained from published data of the electrolyte of 1M LiPFs in propylene
carbonate/dimethoxyethane (1:2 wt). It should be noted that many new electrolytes for Li-O-
batteries are currently under study to achieve higher ionic conductivity, higher oxygen solubility
and diffusivity, and better cycling stability. The conclusions of the modeling studies closely
depend on the properties of the materials, and must be re-inspected for each new electrolytes when
the property data become available. In the simulations discussed below, if not otherwise specified,
the pressure difference between the inlet and outlet is 0.4Pq, the battery is discharged at a constant

current of 0.2 mA cm™2 and the ambient temperature is 293 K.

2.4 Results and discussion

2.4.1 Model validation

After grid and time-independence verification, the model is used to simulate a conventional
Li-O2 cell. The simulation results of discharge capacity vs. cell voltage at various discharge current
densities are compared to the experimental data provided by Read [36] in Figure 2-4. Generally,
the predicted specific capacities of our model agree well with experimental results. The errors in
specific capacity are 17.7%, —3.60%, —10.5% and —3.04%, at 0.1 mA cm™, 0.2 mA cm2, 0.5 mA
cm2,and 1.0 mA cm, respectively. The predicted cell voltage is higher than that of experimental
results, especially at the later stages of discharge, because in the present model all of the side
reactions are neglected and the electrolyte is considered to be perfect without any decomposition.

The following results are based on the validated model and parameters to compare the

performance of active and passive cathode cells.
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2.4.2 Distributions of pressure, velocity and temperature

Figure 2-5 depicts the distributions of pressure and velocity in the computational domain at the
end of discharging. The pressure difference between the electrode inlet and outlet, shown in Figure
2-5, drives the electrolyte from the inlet to the outlet. Compared to a passive cathode, the forced
convection of the lithium ion and oxygen-saturated electrolyte leads to better mass transfer of both

lithium ions and oxygen.

The velocity calculation is based on Darcy’s law, which is only suitable when the flow is
laminar. To confirm the integrity of this assumption, the maximum local Re number of the flow
should be checked. This value occurs at the start of discharging. It is calculated using the maximum
local velocity (6.81x10~% m s™1), average pore size as characteristic length, electrolyte viscosity,
and electrolyte density, to result in:

Re=PUL _35,10°
U

which is far smaller than 1, and ensures that the flow is in the laminar regime and Darcy’s law is

suitable for use.

The temperature rise in the battery is directly affected by the current density and thermal
properties of the materials. The temperature distribution at the end of a discharging process is
shown in Figure 2-6. The discharge current density is 1.5 mA cm2 and the temperatures at the
inlet, boundaries 111 and 1V are kept at constant. Because of the high reaction rate at the inlet,
electrolyte temperature rises and causes a high temperature zone at the lower center area.
Boundaries Il and 1V are kept at ambient temperature and cool down the electrolyte on their way

from inlet to outlet. Even with a relatively high discharge current, the maximum temperature rise
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during the discharging is much less than 1 K. Therefore the effect of temperature is not significant

for Kinetics and mass transport.

2.4.3 Compare the capacity to conventional Li-O2 battery

Since most Li-O> battery studies are still on the laboratory scale, it would be impractical to
conduct a system level comparison of effective capacity between a conventional Li-O and the
active cathode battery we proposed here. However, the following analysis would justify the effort

of using an active cathode as proposed.

Primarily, liquid cooling methods are already used in commercial Li-ion battery stacks, for
example battery stacks in the Chevrolet Volt to keep the battery at a safe working temperature
[37]. The cooling liquid is circulated between the stack and a radiator to dissipate heat generated
by the battery during operation. Therefore, in future battery applications with higher power and
energy density, it is foreseeable that liquid cooling would be used. Under this condition, peripheral
devices like pumps and storage tanks are inevitable. The proposed active cathode battery can be
integrated with a liquid cooling system seamlessly. The circulation of electrolytic solution through

an air cooled radiator will keep the battery at an optimal temperature.

Secondly, flow channels are not only required by the proposed battery with an active cathode,
they are also needed in the conventional battery with a passive cathode to distribute air/oxygen

throughout the battery package.

Lastly, the power consumption required for the pumping of the electrolyte is considered. Under
the condition of 0.4Pq pressure difference (40530 Pa), the above results show that the volume flow
rate on the computation domain (1 cm? reaction area) is 0.00413 cm®s™%; therefore the pump power
consumption is 0.17 mW cm™2. When the discharge current density and voltage are 0.2 mA cm™2

and 2.65 V, respectively, the power output of the battery is 0.53 mW c¢m™2. This means that about
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32% of the power output is consumed by pumping the electrolyte through the cathode. With the
improvement of Li-O battery technology, such as finding high performance catalysts and low
viscosity electrolytes, an increase of the current density and power density will decrease the

percentage of pump power consumption.

2.4.4 Discharge capacities of passive vs. active batteries

Figure 2-7 compares the variation of battery voltage of Li-O> batteries with passive and active
cathodes with the same discharge current density of 0.2 mA cm™2. The cut-off voltages for active
and passive cells are 2.45 V and 2.4 V, respectively. In both cases, the rib width is equal to the
flow channel width (a 50% open ratio of the cathode to oxygen). However, for passive mode there
IS no pressure gradient between the inlet and outlet channel so there is no bulk velocity of
electrolyte movement. It can be seen that the discharge capacity of the Li-O. battery is greatly

increased from 178 mAh g * to 1217 mAh gt by adopting an active cathode design.

The discharge capacities of passive and active Li-O. cells at different current densities are
compared in Figure 2-8. Both cathodes have a 50% open ratio because of the existence of the ribs.
It is clearly shown in the figure that the discharge capacity of an active battery is always higher
than that of a passive battery. The absolute amount of increase is higher at a lower current density.
At the discharge current density of 0.1 mA cm2, the discharge capacity of the active cathode
battery increases from 455 mAh g~* to 1523 mAh g1, while the relative capacity increases (the
columns in Figure 2-8) show a maximum value of 15.5 times at 2.0 mA cm™2 (12.2 mAh g* to

201 mAh g?).

The increase of the discharge capacity is mainly caused by the improved utilization of the

electrode. The volume fractions of Li»Oz in both the active and passive battery electrodes after
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being fully discharged are compared in Figure 2-9. The non-dimensional y in this figure and

following figures is defined as:
l:(x_gEL)/5ED

where O, and Ogp are the thickness of separator and electrode, respectively. It can be seen from

the figure that in the active cathode battery Li>O; is distributed more uniformly. Compared with
the passive battery, pores further away from the electrode/oxygen interface in the active battery
are much better utilized due to the improved mass transfer. At the end of discharge with current
density of 0.1 mA cm™2, the volume fraction of Li-O; at the electrode/separator interface (y=0) in

the active battery is 0.30, as compared to 0.024 in the passive battery.

2.4.5 Distribution of lithium ion and oxygen

To better understand the mass transport in the electrode, the distributions of oxygen and lithium
ions at different stages of discharge (denoted by increasing specific capacity) are plotted in Figure
2-10(a) and (b), respectively. At the inlet, oxygen concentration is kept at the saturated value. At
every location except near the inlet, the oxygen concentration slowly decreases until the oxygen is
depleted in the electrode due to its consumption by the ORR. The decrease of the permeability at
the inlet impedes the oxygen delivery into the electrode and completely stops the battery
discharging at 1217 mAh g2. For the lithium ion, the constant mass flux from the anode causes a
negative concentration gradient along the x-direction which drives lithium ions from the anode to
the cathode. The lithium ion concentration around the outlet is higher because the flow of
electrolytes brings all the reactants to the outlet. At the end of the discharging process, the lithium
ion concentration closer to the anode rises because of a higher transport resistance caused by a

deteriorated convective effect.
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As indicated by eq. (21), lithium ion concentration and oxygen concentration directly affect
the distribution of the local ORR rate, Rorr. Figure 2-10(c) shows the distribution of Rorr at
different times and that it is mainly controlled by oxygen concentration. During the discharging
process, the reaction rate around the inlet increases while around the outlet and separator, the
reaction rate decreases. Comparing to Figure 2-10(a), it can be seen that the decrease of Rorr IS
due to the decreasing oxygen concentration in the same area. To maintain a constant discharge
current and compensate for the Rorr decrease, the inlet area where oxygen is still relatively high
must have an increased reaction rate and lower voltage. Combining this with the fact that the
effective reaction area is decreasing, there is a sharp increase of Rorr around the inlet after the

discharge depth of 1100 mAh g L.

Figure 2-11 shows the distribution of Li>O2 volume fraction and relative permeability at
different times of discharging. Between 1100mAh/g and the end of discharge, at the inlet Li.O>
volume fraction increases quickly and permeability continues decreasing, which leads to
deteriorated electrolyte flow and oxygen transport. This causes the reaction rate at the inlet to rise
and causes more Li2O- deposition. This cycle leads to a rapid drop of battery voltage, as evidenced

in Figure 2-7.

2.4.6 Effect of pressure difference between channels

Figure 2-12(a) shows the discharging processes when the pressure difference between adjacent
flow channels changes. The discharge current density is kept at 1.5 mA cm 2. As can be seen from
Figure 2-12(b), the volume fraction of Li2O2 along the cathode increases when the pressure
difference between the inlet and outlet increases. This means that a higher pressure difference
makes utilization of the electrode more efficient due to the improved mass transfer, which

consequently improves the discharge capacity of a Li-O> battery. The discharge capacity increases
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from 205 mAh g 1to 314 mAh gt and to 401 mAh g* when the pressure difference increases
from 0.3Po to 0.4Po and to 0.5Po. However, for an interdigital flow channel design, high pressure
differences lead to a higher possibility of damage to the flow channel, and shorter lifetime of the
current collector. At the same time, the pump power to circulate electrolyte will be higher. Thus,
an optimum pressure difference in an actual battery design should be a balance between the above

factors.

2.4.7 Effect of exchange current density

Exchange current density is a very important parameter to depict the ORR Kkinetics. In this
study, the exchange current density is calibrated so that the voltage vs. specific capacity curve can
be compared to experimental results. However, exchange current density is affected by many
factors, including electrode material, electrolyte, etc. As can be seen from Figure 2-13, the
simulation with different exchange current density shows that higher io would lead to a higher
voltage at the same discharge current. The increase of battery voltage is in proportion to the
logarithm of io. A higher voltage means the battery has better energy efficiency, but it will not help
to increase the specific capacity, which is mainly determined by the porosity and the mass transfer

properties of the electrode.

2.4.8 Effect of porosity

As discussed above, electrode porosity determines the discharge capacity of the battery.
Therefore, a higher porosity is preferred to increase the specific capacity of a Li-O> battery.
Conversely, the change of porosity also influences specific surface area. A very high and very low
porosity both lead to a low specific surface area, and consequently a low power density. In the
current model, specific surface area is set to a constant value because of the difficulty in finding a

reliable analytical expression for the dependence of surface area on porosity. This depends on both
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the electrode material and fabrication method. Thus, studying the effect of porosity on the battery
performance cannot be done by simply assuming a constant specific surface area and changing
electrode porosity. In the current study, an electrode with a linearly distributed porosity is tested
by placing the electrode in two opposite directions, first the higher porosity side faces the cathode
flow channel then the lower porosity side faces the cathode flow channel. This keeps the total
surface area constant and its dependence on porosity is avoided. The comparison at a relatively
high discharge current of 1.5 mA cm™2 is shown in Figure 2-14. From Figure 2-14(a) it can be seen
that the battery with the high porosity side facing the flow channel will have 104% higher capacity,
from 195 mAh g* to 398 mAh g*. Since the surface area is constant, discharge voltage should
also be at the same level. Figure 2-14(b) shows that volume fraction of Li>O; is higher when the
porosity close to the electrolyte flow channel is higher. This higher utilization of the electrode
pores helps to increase battery capacity. At low discharge current such as 0.2 mA cm, this
improvement is less significant. Simulation results show a 20.5% higher specific capacity if the
oxygen side has higher porosity. This is reasonable because a lower discharge current requires
lower oxygen flux, thus the advantage of higher porosity at the oxygen side would not be as notable

as the case at a higher discharge current.

Future works include experimental validation of the design, improvement of the model and
system-level analysis. Modeling studies on Li-O> batteries are still in the preliminary stage. To
include the charging process, consideration of side reactions and thermal effects on battery
performance are several of the most urgent tasks in future studies. Experiments on the proposed
Li-O. battery with the active cathode will be carried out soon to validate the idea and to seek

further improvements.
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2.5 Conclusions

The lithium oxygen battery is one of the most promising next generation energy storage
devices for long-range electric vehicles and portable devices. With the aim of enhanced oxygen
transport and increased specific capacity, an innovative battery structure with active cathode is
proposed. In the proposed Li-O> battery, electrolyte is recirculated between the battery cathode
and an oxygen saturation tank outside of the battery. Forced convection improves oxygen transport
and battery capacity. The proposed design can be integrated with the battery cooling systems
seamlessly.

A two-dimensional, transient, non-isothermal simulation model is developed to study the
discharging process of such a Li-O- battery. Compared to other existing Li-O> battery models, this
model features two dimensional simulation and includes convection effect.

Based on the simulation results, it can be concluded that:

1. The active cathode design can significantly enhance the Li-O. battery discharge capacity
at a certain range of discharge current densities. At the discharge current of 2.0 mA cm™2, the
capacity can be increased 15.5 times (from 12.2 mAh g* to 201 mAh g*) compared to the
conventional passive cathode Li-O, battery. This is caused by a better oxygen supply in the
electrode and thus the micro scale pores in the electrode further away from oxygen can be more
efficiently utilized.

2. An electrode with a higher porosity at the current collector side and a lower porosity at the
separator side is preferred. A higher porosity allows oxygen-saturated electrolyte to penetrate into
a deeper area of the electrode, while a lower porosity can be used to maintain an optimal reaction

area. For a variable porosity cathode, placing the high porosity side closer to the current collector
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can lead to a 104% higher capacity than the opposite arrangement, assuming a discharge current

of 1.5 mA cm™.

110



References

[1]

[2]

[3]

[4]

[5]

[6]

[7]

[8]

[9]

[10]

Ahman M. Primary energy efficiency of alternative powertrains in vehicles. Energy
2001;26:973-89. d0i:10.1016/S0360-5442(01)00049 4.

Noorden R Van. The rechargeable revolution: A better battery. Nature 2014;507:26-8.
doi:10.1038/507026a.

Colmenar-Santos A, Alberdi-Jiménez L, Nasarre-Cortés L, Mora-Larramona J. Residual
heat use generated by a 12kW fuel cell in an electric vehicle heating system. Energy
2014:68:182-90. doi:10.1016/j.energy.2014.02.092.

Scrosati B, Hassoun J, Sun Y-K. Lithium-ion batteries. A look into the future. Energy
Environ Sci 2011;4:3287. doi:10.1039/c1ee01388b.

Molenda J. Material problems and prospects of Li-ion batteries for vehicles appliations.
Funct Mater Lett 2011;04:107-12. doi:10.1142/S1793604711001816.

Girishkumar G, McCloskey B, Luntz AC, Swanson S, Wilcke W. Lithium-air battery:
Promise and challenges. J Phys Chem Lett 2010;1:2193-203. d0i:10.1021/jz1005384.

Balaish M, Kraytsberg A, Ein-Eli Y. A critical review on lithium-air battery electrolytes.
Phys Chem Chem Phys 2014;16:2801-22. doi:10.1039/c3cp54165g.

Abraham KM. A Polymer Electrolyte-Based Rechargeable Lithium/Oxygen Battery. J
Electrochem Soc 1996;143:1. doi:10.1149/1.1836378.

Garcia-Araez N, Novék P. Critical aspects in the development of lithium-air batteries. J
Solid State Electrochem 2013;17:1793-807. doi:10.1007/s10008-013-1999-1.

Jung CY, Zhao TS, An L. Modeling of lithium—oxygen batteries with the discharge product
treated as a discontinuous deposit layer. J Power Sources 2015;273:440-7.
doi:10.1016/j.jpowsour.2014.09.103.

111



[11]

[12]

[13]

[14]

[15]

[16]

[17]

[18]

[19]

Zheng JP, Andrei P, Hendrickson M, Plichta EJ. The Theoretical Energy Densities of Dual-
Electrolytes Rechargeable Li-Air and Li-Air Flow Batteries. J Electrochem Soc
2011;158:A43. doi:10.1149/1.3515330.

Chen XJ, Shellikeri a., Wu Q, Zheng JP, Hendrickson M, Plichta EJ. A High-Rate
Rechargeable Li-Air Flow Battery. J Electrochem Soc 2013;160:A1619-23.
doi:10.1149/2.012310jes.

Sandhu SS, Fellner JP, Brutchen GW. Diffusion-limited model for a lithium/air battery with
an organic electrolyte. J Power Sources 2007;164:365-71. doi:10.1016/
j.jpowsour.2006.09.099.

Andrei P, Zheng JP, Hendrickson M, Plichta EJ. A physics-based drift-diffusion approach
to model Li-air batteries with organic electrolyte. ICSICT-2010 - 2010 10th IEEE Int. Conf.
Solid-State Integr. Circuit Technol. Proc., 2010, p. 2016-8.

Wang Y, Cho SC. Analysis of Air Cathode Perfomance for Lithium-Air Batteries. J
Electrochem Soc 2013;160:A1847-55. d0i:10.1149/2.092310jes.

Wang Y. Modeling discharge deposit formation and its effect on lithium-air battery
performance. Electrochim Acta 2012;75:239-46. doi:10.1016/j.electacta.2012.04.137.

Sahapatsombut U, Cheng H, Scott K. Modelling the micro-macro homogeneous cycling
behaviour of a lithium-air battery. J Power Sources 2013;227:243-53.
doi:10.1016/j.jpowsour.2012.11.053

Sahapatsombut U, Cheng H, Scott K. Modelling of electrolyte degradation and cycling
behaviour in a lithium-air battery. J Power Sources 2013;243:409-18.
doi:10.1016/j.jpowsour.2013.06.043.

Chen XJ, Bevara VV., Andrei P, Hendrickson M, Plichta EJ, Zheng JP. Combined Effects
of Oxygen Diffusion and Electronic Resistance in Li-Air Batteries with Carbon Nanofiber
Cathodes. J Electrochem Soc 2014;161:A1877-83. doi:10.1149/2.0721412jes.

112



[20]

[21]

[22]

[23]

[24]

[25]

[26]

[27]

[28]

[29]

Xue K-H, Nguyen T-K, Franco AA. Impact of the Cathode Microstructure on the Discharge
Performance of Lithium Air Batteries: A Multiscale Model. J Electrochem Soc
2014;161:E3028-35. d0i:10.1149/2.002408jes.

Yoo K, Banerjee S, Dutta P. Modeling of volume change phenomena in a Li—air battery. J
Power Sources 2014;258:340-50. doi:10.1016/j.jpowsour.2014.02.044.

Weber AZ, Mench MM, Meyers JP, Ross PN, Gostick JT, Liu Q. Redox flow batteries: A
review. J Appl Electrochem 2011;41:1137—-64. doi:10.1007/s10800-011-0348-2.

Shah AA, Watt-Smith MJ, Walsh FC. A dynamic performance model for redox-flow
batteries  involving  soluble  species. Electrochim  Acta 2008;53:8087-100.
doi:10.1016/j.electacta.2008.05.067.

Al-Fetlawi H, Shah AA, Walsh FC. Non-isothermal modelling of the all-vanadium redox
flow battery. Electrochim Acta 2009;55:78-89. doi:10.1016/j.electacta.2009.08.0009.

Al-Fetlawi H, Shah AA, Walsh FC. Modelling the effects of oxygen evolution in the all-
vanadium redox  flow  battery. Electrochim  Acta  2010;55:3192-205.
doi:10.1016/j.electacta.2009.12.085.

Vynnycky M. Analysis of a model for the operation of a vanadium redox battery. Energy
2011;36:2242-56. doi:10.1016/j.energy.2010.03.060.

Oh K, Yoo H, Ko J, Won S, Ju H. Three-dimensional, transient, nonisothermal model of
all-vanadium redox flow batteries. Energy 2014. doi:10.1016/j.energy.2014.05.020.

Kang S, Mo Y, Ong SP, Ceder G. A facile mechanism for recharging Li.O> in Li-O2
batteries. Chem Mater 2013;25:3328-36. doi:10.1021/cm401720n.

Zhang SS, Foster D, Read J. Discharge characteristic of a non-aqueous electrolyte Li/O>
battery. J Power Sources 2010;195:1235-40. doi:10.1016/j.jpowsour.2009.08.088.

113



[30]

[31]

[32]

[33]

[34]

[35]

[36]

[37]

[38]

[39]

[40]

Mitchell RR, Gallant BM, Thompson C V., Shao-Horn Y. All-carbon-nanofiber electrodes
for high-energy rechargeable Li-O> batteries. Energy Environ Sci 2011;4:2952.
d0i:10.1039/c1ee01496;j.

Nield DA, Bejan A. Convection in Porous Media. 3rd ed. New York: Springer; 2006.
doi:10.1007/978-0-387-76543-3.

Ren X, Zhang SS, Tran DT, Read J. Oxygen reduction reaction catalyst on lithium/air
battery discharge performance. J Mater Chem 2011;21:10118. d0i:10.1039/c0jm04170j.

Matyka M, Khalili A, Koza Z. Tortuosity-porosity relation in porous media flow. Phys Rev
E - Stat Nonlinear, Soft Matter Phys 2008;78. doi:10.1103/PhysReVE.78.026306.

Anderson AB, Roques J, Mukerjee S, Murthi VS, Markovic NM, Stamenkovic V.
Activation energies for oxygen reduction on platinum alloys: Theory and experiment. J
Phys Chem B 2005;109:1198-203. doi:10.1021/jp047468z.

Patankar S V. Numerical Heat Transfer and Fluid Flow. 1%t ed. New York: CRC Press; 1980.

Read J. Characterization of the lithium/oxygen organic electrolyte battery. J Electrochem
Soc 2002;149:A1190-5. doi:10.1149/1.1498256.

Smith B. Chevrolet Volt Battery Incident Summary Report. Washington, DC: 2012.

O’Laoire CM. Dissertation: Investigations of oxygen reduction reactions in non-aqueous

electrolytes and the lithium-air battery. Northeastern University, 2010.

Read J, Mutolo K, Ervin M, Behl W, Wolfenstine J, Driedger A, et al. Oxygen Transport
Properties of Organic Electrolytes and Performance of Lithium/Oxygen Battery. J
Electrochem Soc 2003;150:A1351. do0i:10.1149/1.1606454.

Lu Y-C, Kwabi DG, Yao KPC, Harding JR, Zhou J, Zuin L, et al. The discharge rate
capability of rechargeable Li-O. batteries. Energy Environ Sci 2011;4:2999.
d0i:10.1039/c1ee01500a.

114



[41] Lu Y-C, Shao-Horn Y. Probing the Reaction Kinetics of the Charge Reactions of
Nonaqueous Li-O> Batteries. J Phys Chem Lett 2013;4:93-9. doi:10.1021/jz3018368.

[42] Li XL, Faghri A. Local entropy generation analysis on passive high-concentration DMFCs
(direct methanol fuel cell) with different cell structures. Energy 2011;36:403-14.
doi:10.1016/j.energy.2010.10.024.

115



Table 2-1 Parameters used in the model.

Parameter Symbol Value

Room temperature To 293 K

Thermal diffusivity of air o 2.22x10°m?st
Kinematic viscosity of air v 1.51x10°m?s?
Thermal expansion coefficient of air 3.43x10% K1

Prandtl number of air Pr 0.713

Active area of electrode per volume Aep o 3.67x10° cm? cm 2 [32]
Exchange current density io 3.11x10°° A m2 [Assumed]
Transfer coefficient of cathode GIORR 0.5[38]

Thermodynamic equilibrium voltage Eo 3.1[8]

Reference concentration of O oy 1.41x107% kg kgt [Assumed]
Reference concentration of lithium ion @ 6.86x107° kg kg * [Assumed]
Density of PTFE PPTFE 22gcm®

Density of lithium pLi 0.534gcm3

Density of carbon pc 2.26gcm3

Density of lithium peroxide PLi202 231gcm>

Density of electrolyte PEL 1.011 g cm ™ [39]
Conductivity of electrolyte o 15.9x10% S cm™ [39]
Conductivity of electrode Ogp 3Scm™[40]
Conductivity of Li2O: 0\ir02 2x1073 Scem™ [41]
Specific heat of electrolyte CpeL 05JgtK?

Specific heat of carbon Cp.ep 0.71JgtK?

Specific heat of Li2O; Cp. Lizo2 1.81JgtK?t

Diffusivity of oxygen in electrolyte Do2 8.35x10%cm? s 1 [39]
Diffusivity of Li* in electrolyte Dvi+ 8x107" cm? s71 [40]
Thermal conductivity of electrolyte KeL 0.2WmtK

Thermal conductivity of electrode kep 1.5WmtK?1[42]
Thermal conductivity of Li>O; KLiz02 145WmtK?
Solubility of oxygen in electrolyte 4.45%x107° M [39]
Molecular weight of lithium MLi 6.94 g mol !

Molecular weight of lithium peroxide  Muizo2 45.88 g mol !

Porosity of electrode €ED 0.75 [32]

Porosity of separator EEL 0.5[32]

Thickness of the electrode OED 800 um [36]

Thickness of the separator OEL 25 um [32]

Width of the battery oy 2mm

Width of the rib ORIB 1.0 mm

Viscosity of Electrolyte U 1.98x10% kg m* s [40]
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Chapter 3 Capacity Enhancement of a Lithium Oxygen Flow Battery

A two-dimensional model is developed for an aprotic lithium oxygen (Li—O2) flow battery, in
which the organic electrolyte is recirculated through the cathode to enhance oxygen supply. The
conventional Li—O- battery model is extended to incorporate convection effects. In contrast to the
classic flow battery models, the pore structure change caused by the insoluble discharge product
of Li—O; batteries is considered. A parametric study is performed to study the influence of model
parameters on cathode specific capacity. Results show that contrary to conventional Li—O> cells,
electrolyte with a lower conductivity would increase the specific capacity of the Li—O> flow cell.
The results also reveal those parameters that are influential to battery capacity. Based on the
analysis, two methods, dual layer cathode and alternating electrolyte flow, are proposed to enhance
battery capacity. The dual layer cathode has 105% higher capacity than a single layer cathode at
the current density of 1.5 mA cm2. Alternating electrolyte flow can increase the cathode capacity
by 3.7% at the current density of 0.2 mA cm™2.
3.1 Introduction

The next generation of electrochemical energy storage devices should have high capacity, long
cycleability and low cost. To achieve these goals, secondary batteries are researched from different
perspectives, including integration of new materials, improving reaction Kinetics, building more

effective electrodes, and other novel research strategies [1].
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Among the numerous different types of batteries, some can be well categorized, such as lithium
ion batteries, metal air batteries, lithium sulfur batteries, all-vanadium redox flow batteries, etc.
Some others are a hybrid of two different battery types, such as the semi-solid lithium flow battery
proposed by Duduta et al. (2011) [2]. It was a combination of flow battery and lithium ion (Li-
ion) battery. The active materials for the conventional Li—ion batteries were liquidified to a semi-
solid slurry, to be pumped out of the battery and stored in external tanks. Another example is the
semi-liquid lithium sulfur flow battery proposed by Yang et al. (2013) [3]. Like in a conventional
lithium sulfur (Li-S) battery its anode was metallic lithium, while the cathode resembled that of a
flow battery. Operation relied on the transition between various lithium polysulfides (Li2Ss, Li2S4,
and Li2Sy) to store and release energy.

Two other batteries combined the features of the flow battery and the lithium oxygen battery
(Li—O2) designs. To enhance the oxygen transport in aqueous Li—O; battery, Xu et al. (2013)
proposed to saturate the electrolyte with oxygen external to the battery and to pump it through the
cathode of the battery [4]. The electrolyte was water based and separated from the anode by an ion
conducting glass-ceramic membrane. Experimental results showed that the battery could be cycled
at a high discharge rate of 5SmA cm2. Similarly, Li et al. (2015) proposed an aprotic Li—O, design
in which the electrolyte was recirculated through the cathode like a fuel cell and oxygen was
dissolved into the electrolyte in a tank external to the battery. Simulation results showed that the
convection effect significantly enhanced oxygen supply in the cathode and hence increased battery

capacity significantly [5]. However, in their model a constant cathode activation overpotential was
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assumed so electrolyte potential equation was neglected. The transportation equations for lithium
ion and oxygen were based on dilute solution theory.

In this work, the model developed by Li et al. [5] is improved based on the porous electrode
method and concentrated solution theory developed by Newman’s group [6-9]. Compared to the
models for conventional flow batteries, this model considers the effects of the insoluble and
insulate discharge product deposition in the electrode. Compared to conventional Li—O> battery
models, this model includes the effect of convection in species transportation. A parametric study
is performed to find the influence of modeling parameters on the prediction of cathode specific
capacity and energy. Based on the analysis of the results, two methods: i) a dual porosity cathode
structure, and ii) an alternating electrolyte flow method, are proposed to further increase the
capacity of the aprotic Li—-O- flow battery.

3.2 Background

Modeling study on batteries can provide in-depth details of the mass transport process and its
interdependence with the electrochemical reactions for future battery structure optimization. Li et
al. (2012) conducted a lithium and oxygen diffusion model and found that the micro-pores closer
to the separator/cathode interface were not fully utilized [10]. Based on this result, they proposed
a cathode structure with a gradient porosity of higher porosity closer to the air side and lower
porosity closer to the separator/cathode interface. This idea was proven to be effective through

experiments by another group led by Zhao (2014) [11].

134



In 2007, Sandhu et al. developed the first numerical model for Li—O; batteries. This model
assumed that the cathode has a cylindrical pore geometry. The effect of oxygen partial pressure on
the battery capacity was studied [12]. In 2010, Andrei et al. reported a model that considered
electrolyte potential and thermal effect, as well as oxygen and lithium ion transport [13]. The
importance of oxygen transport and Li2O, growth in a Li—O battery were recognized later. Wang
(2012) formed an analogy between the Li>O- growth in a Li—O battery and the ice formation in a
proton exchange membrane fuel cell (PEMFC) under sub-freezing conditions [14]. Based on this
assumption, a Li—-O. battery model was developed to study the effect of insoluble substance
deposition on surface passivation and oxygen transport in Li—O> batteries. Different micro-
structures of the porous electrode were considered, including cylindrical, spherical and planar
pores [15]. In 2013, Sahapatsombut et al. became the first to model the charging process of a
lithium air (Li-air) battery. The predicted cell potential for both discharging and charging
processes agreed well with the experimental results [16]. The model was further developed to
include the formation of Li2COs occurring from electrolyte degradation [17]. The model attributed
the decrease of discharge capacity during cycling to the irreversible formation of LioCOs. Wang
and Cho (2014) developed a 2D Li-air battery model that incorporated a gas diffusion layer. It was
concluded that a low Damkdhler number in the diffusion layer should be kept to alleviate voltage
loss [18]. Other recent developments in Li—O> battery modeling include the consideration of pore
size or particle size distribution [19,20], the improvement of reaction surface covering model [21],

and the consideration of the volume change effect caused by Li>O> deposition [22].
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Redox flow batteries have also been the focus of modeling studies. Shah and co-workers (2008)
developed a transient model for all-vanadium flow batteries to examine the effect of flow rate,
concentration and electrode porosity on the performance [23]. It was later developed to include
thermal effects, oxygen evolution and hydrogen evolution [24—26]. Recent advancements in flow
battery modeling include multi-dimensional models [27] and stack scale models [28]. Brunini et
al. (2012) developed a 3D model for the aforementioned semi-solid lithium ion flow battery [2],
from which it was concluded that a weak dependence of cell voltage on the state of charge would
result in uniform current density distribution and higher energy efficiency [29].

It should be noted that the Li—O> flow battery studied in this chapter has fundamental
differences to the conventional all-vanadium redox flow battery, other than the apparent difference
in chemistries. The most prominent difference is that the electrode structure in a flow battery does
not change during operation while in a Li—O: battery the Li>O> deposition decreases the porosity
of the electrode. Therefore, the capacity of the system is limited by the blocking effect of Li2O-
deposition in cathode. From the perspective of energy conversion and storage, the circulated
electrolyte in the Li—O> flow battery only serves as a vehicle to transport oxygen. The oxygen-
depleted electrolyte does not go to a low energy storage tank but returns to the aeration tank and
is re-saturated with oxygen. Therefore, the external tank size is determined by the aeration
efficiency, not by the amount of energy to be stored. It is also observed that in most all-vanadium
redox flow battery models, dilute solution theory was used while most lithium battery models used

concentrated solution theory.

136



In this chapter, a comprehensive 2D, transient model based on porous electrode and
concentrated solution theory is developed for the aprotic Li—O> flow battery proposed by Li et al.
[5]. Electrolyte concentration, oxygen concentration, electrolyte potential, electrode potential, and
the porosity change caused by Li>O> precipitation are considered in the model. Efforts are made
to keep the property data consistent for the same type of electrolyte. It should be noted that
although most state-of-the-art Li—O> cells use an ether, amide or ionic fluid based electrolyte,
property data on these solutions are not as abundant as alkyl carbonate based electrolytes.
Therefore, the model electrolyte in this work is carbonate based.

3.3 Model development

The structure of the aprotic Li—O> flow battery is shown in Figure 3-1(a). Lithium foil and a
porous carbon electrode serve as the anode and cathode, respectively. A porous dielectric film is
placed between them to serve as the separator. An endplate embedded with interdigital flow
channels is pressed onto the cathode to provide electrolyte circulation and serve as cathode current
collector. The dashed line depicts the computation domain of the model. Because of the symmetry
of the flow, the computation domain covers only half of the inlet and outlet channels. In all
calculations, the rib covers half of the cathode electrode surface (50% open ratio). As a
comparison, the conventional Li—O> cell has the same structure but the electrolyte is stagnant and
the flow channels are filled with oxygen, instead of oxygen-saturated electrolyte.

The pressure, velocities of the electrolyte, oxygen concentration, electrolyte concentration,

electrolyte potential, electrode potential, reaction rate, and volume fraction of the solid product are

137



solved in the computation domain as shown in Figure 3-1(b). To simplify the analysis and focus
on the key parameters and phenomena, the following assumptions are adopted:
e Only the following reaction is considered in the cathode:
2Li" +0O, +2e” - Li,0, (E,=3.10V vs. Li/Li") (1)
e The overpotential of the anode reaction is negligible [30].
e The electrolyte fully fills the pores in the cathode electrode. Oxygen and lithium ion transfer
occur only in the electrolyte (liquid phase).
e LixOz is insoluble in the electrolyte and deposits as a smooth film in the electrode because
the size of Li>O> particles is typically several orders of magnitude smaller than the size of a
Li—O; battery electrode [31].
3.3.1 Governing equations
The electrode and separator are regarded as porous media in the model. Based on the
calculations, the maximum velocity in the computation domain occurs at the start of discharge
around the inlet, which is 2.86x1073 m s™1. Using the average pore size (0.1 um) as characteristic
length, the maximum local Re number is 8.3x107°, which is far smaller than 1. This ensures that
the flow is in the laminar regime and Darcy’s law is applicable [5]. Conservation of mass in porous
media can be written as [32]:
%Jr V-u=s, )
where ¢ is porosity, u is the spatial averaged electrolyte velocity, and sm is the source term caused

by the consumption of oxygen and lithium ions. It is defined by:
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where r is the consumption rate, M is the molecular weight and PeL s the electrolyte density.

Subscripts Li and Oz stand for lithium ion and oxygen, respectively.
According to Darcy’s law, the relation between pressure and velocity in porous media can be

expressed as:

K
\v4
HeL P (3)

u=-—

where K is permeability, HeL s the viscosity of the electrolyte and p is pressure. The permeability
of the electrode, K, is a function of porosity, and therefore changes during discharge. In this

chapter, the cathode is assumed to consist of a collection of solid spheres. The Carman—Kozeny

equation relates the permeability of such a porous media to the porosity, ¢ [32,33]:

K=C,—2 (4)

where Ckc is an empirical factor. The porosity of the electrode can be related to the volume fraction
- €10 .
of the Li2O2, 22, by:

g=¢"— éli,0, )

where & is the porosity of a pristine cathode. The volume fraction of LiO, changes with time and
position and can be calculated from the generation rate of LiO>. Combining egs. (4) and (5), the

relative change of permeability of the porous medium can be calculated by the following equation:

139



3 2
K &L 1-&°
em|- e ©
K £ 1-&"+¢,0,

where KC is the original permeability at the start of discharge.

Combining eq. (2) and (3) leads to the equation for pressure:

oe K
—+V: | ——Vp |=5s, (7)
ot ( Hey }

Equation (7) is solved implicitly to obtain the pressure distribution and then the velocity field may
be obtained through eq. (3).
Conservation of all species in the electrolyte can be expressed as:

a(gCi):—V'Ni‘Fri (8)

where (, is molarity of specie i, V; is the molar flux of specie 7, and r; is the species generation rate
due to reactions.
Lithium ion transport in the electrolyte occurs by diffusion, migration, and convection.

According to the concentrated solution theory [9], its molar flux is expressed as:

. it°
N, = _DL? TR % +UC, (©)

where Dl(jf is the effective diffusion coefficient of the salt, tf is the transference number of lithium
ion with respect to the solvent velocity, F' is the Faraday constant, and #, is the current density
vector in the electrolyte. Strictly speaking the term u in eq. (9) is the solvent velocity. In the present
model it is approximated by the mass averaged velocity as determined by eq. (3). The current

density in the binary electrolyte, i, can be expressed as:
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i, =—k"veg — t°—1) 1+ £ |VIng, .
: #————(t )[ amcuj ! (10)

+

. . - . . . oln )
where k®" is the effective conductivity, f, is the salt activity coefficient, and (l+ al—j is the

nc,;
thermodynamic factor [34].

To simplify the equations, a diffusion conductivity, kp, is defined [13]:

2RTK®" oInf
k. = t° -1 [1+ = j (11)
P F (t-1) alnc,,

Combining egs. (2) and (8) — (11) yields the governing equation for lithium ion transport:

oc, .
_|-'+

it
£ v-(-Dyi'Ve, )+u-ve, =, —V-('i; j—smcLi (12)

Dissolved oxygen is transported in the electrolyte by diffusion and convection. Its molar flux
is expressed as:
N, =—D§' Ve, +Uc,, (13)
Combining eqgs. (2), (8) and (13) leads to the governing equation for oxygen transport:

Oy,

& +V-(=DgIVe,, )+U-Veo =1, —S,C (14)

m~O,

The consumption rates of the lithium ion, I}; in eq. (12), and oxygen, I, in eq. (14), can be

related to the local interfacial transfer current density between electrolyte and electrode, jr, as:

SLiRAEDjR
ri:'— 15
- ny F (15)
SO RAEDjR
r. =—2f 277 16
o= (16)
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where s is the stoichiometric coefficient of species, 7 is the number of electrons transferred in the
reaction and the subscript R is the reaction to be considered. In this model, R represents the reaction
shown in eq. (1).

To maintain charge balance, the divergence of electrolyte current density should be equal to
the local reaction rate:
Ve, =Ap (17)

Combining eqgs. (10) and (17) gives the equation for electrolyte potential:

V-(—kEﬁV¢2)=V-[%VCLi]+AEDjR (18)

Li
The current balance between the electrolyte and cathode solid phase indicates that:

Vi, +V-i,=0 (19)

where i1 is the current density in the cathode solid phase, which can be expressed by Ohm’s law:

i, =-k"Vg (20)
Therefore, cathode electric potential can be obtained from eqs. (17), (19), and (20) as:

V'(_kfﬁv¢1):_AED Jr (21)
eff keff DEff

The effective parameters used in the above equations, including D, , Do, ,and kceff , can be

calculated through the Bruggeman correlation:

keff — kg/i’ (22)
D§! =Dy, &’ (23)
Dy =D&’ (24)

142



K =k, (1— & —Epree ) (25)
where k, D, , D.;, K. are the ionic conductivity in bulk electrolyte, diffusion coefficients of O,
and Li*, and electron conductivity in the carbon phase of cathode, respectively. €pree is the
volume fraction of PTFE used as the electrode binder and £ is the Bruggeman coefficient, assumed
to be 1.5.

In an all-vanadium flow battery, the porosity of the porous electrode does not change, therefore all
the parameters in egs. (22) — (24) do not change during battery cycling. However, in a Li—O, flow
cell, porosity in the cathode is a function of location and increases overtime due to the deposition
of Li,O,, which increases the transport resistance over time. Eventually, when the resistance
becomes too high to sustain reactant transport, battery voltage drops. The increase of €0, can be

calculated according to mass conservation of the LixO»:

Gguzoz S

) M. .
_ Li,O,,R Li,O, -
ot PLi,o,Nr F Peo e (26)

where Sij,0,r is the stoichiometric coefficient, M Li,0, 18 the molecular weight, and A0, is the
density of Li»O». To arrive at this equation, it is assumed that the Li,O, immediately deposits on
the reaction surface once it is generated. The convection effect on Li>O> is not considered in the
present model. The Li,O» deposition also reduces the effective reaction surface area. This effect is
considered by an empirical correlation in the next section.

Seven equations are introduced above, including egs. (3), (7), (12), (14), (18), (21), and (26).

They are coupled together to determine seven unknowns: p, u, C;, Co,, §, #,, and &0, . The
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other unknown, jR , 1s to be determined by reaction kinetics and connects the species consumption

rates 7; to electrolyte and electrode potentials.

3.3.2 Electrochemical Kinetics

The driving force of the reaction is the local activation overpotential 77, which can be defined
as:
N =¢h—¢~ Ao, ~E’ (27)
where A¢Li202 is the voltage drop over the Li,O> film and EC0 is the cathode theoretical potential.
Voltage drop over the Li>O, film is calculated by Ohm’s law [17]:

A¢Li202 = jRRLi202 €Li,0, (28)

where Rio is the electrical resistivity across Li2O» film.
2¥2

The Tafel equation is used to approximate the reaction kinetics:

2
. C . Co aF
-k Li 2 lexp| — =< 29

where kR is the rate constant for cathode reaction, and ¢ is the transfer coefficient equal to 0.5.

. f .
Reference concentrations C[eif and Cé,e2 are set to be 1 M and the saturated oxygen concentration,

Co, sat » respectively. The rate constant, kR , 1s a function of temperature:

kr =1, -exp{—E—;(Tio _Tlﬂ (30)

where i is the exchange current density at reference temperature 7°, and Er is the activation energy
of the reaction. Because the current density considered in this model is low, thermal effect is

insignificant. Therefore, temperature is considered to be a constant 7°.
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The effect of reaction area loss due to Li»O: deposition is considered by the following

empirical equation:

Ao = Prog {1—[8—J ] (31

where AED,O is the original specific area and the value for z is set to 0.5 by ref. [16].

3.3.3 Boundary and initial conditions

At the electrolyte inlet (boundary I in Figure 3-1(b)), electrolyte and oxygen concentrations
are both prescribed. The lithium ion concentration is fixed at 1 M and the oxygen concentration is
assumed to be the saturated concentration at room temperature.

At the electrolyte outlet (boundary II), an outflow condition is assigned for electrolyte and
oxygen concentration. The value of a boundary element is set to be the same as the value of the
adjacent element to its left. The pressures at the inlet and outlet are 121,590 Pa and 81,060 Pa,
respectively.

At the flow channel rib (boundary III), the x-direction gradient of pressure is zero; the x-
direction flux of oxygen and electrolyte are also zero. Electrolyte potential at the right boundaries
(I, IT and IIT) is determined by:

— ke %_k_D%ZO

iZ,x_
OX ¢, OX

Li

At the left boundary (boundary IV), the pressure gradient, oxygen concentration gradient, and

velocity are zero. Electrolyte concentration at this boundary is determined by:
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H 0
_ eff aC|_i I2,xt+ _ I
NLi,x__ Li - t—(— =%

OX F F

where [ is the discharge current density. Because anode reaction is assumed to be reversible, the
anode activation overpotential is zero. Electrolyte potential at the left boundary, therefore, is
determined by
b=¢,— an -1,
Since both ¢, and an are set to zero, @, at left boundary is set to zero.

At the separator/cathode interface (boundary V) and electrolyte inlet and outlet, the electrode
carbon phase current density is zero, which describes the boundary condition for ¢1:
i, =—k"Vg =0

At the rib, the boundary condition for ¢1 is determined by:

eff a¢1 I
Ly = _kc =
' X (1— OR )
where OR is the open ratio of the cathode to current collector. In this model, the open ratio is 0.5.

Because of the symmetry of the computation domain, all the variables, denoted by @, have a

zero y-direction gradient on the upper and lower boundary (VI — IX):

0P _
oy

0

All the governing equations and boundary conditions used in the model are summarized in
Table 3-1. The equation system is solved by employing the mathematics module in COMSOL

MultiPhysics®. The complete mesh consists of 9,792 elements with a maximum time step range
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between 10 and 100 seconds depending on the discharge current density. Higher discharge current
densities require a smaller time step. All the model results are both proven grid independent and
time step independent.

At the start of the calculation, pressure is considered to be at the ambient condition of 101,325
Pa, the electrolyte and oxygen concentrations are all uniform, at the value of 1 M and saturated
value Co, & , respectively. The properties of various materials used in the calculations are listed in
Table 3-2. Most electrolyte data are based on those of 1 M LiPF¢ in Ethylene carbonate : Ethyl
methyl carbonate (EC:EMC). Oxygen solubility and the diffusion coefficient are based on 1 M
LiPF¢ in Propylene carbonate : Diethyl carbonate (PC:DEC) [35]. Cathode material loading is the
mass of cathode material per unit area of electrode, which is calculated based on porosity, carbon
density, PTFE density and weight percentage. When the electrode thickness is 800 pum, porosity is
0.8, and PTFE weight percentage is 10%, cathode material loading is 32.3 mg cm 2.
3.4 Results and discussion
3.4.1 Model validation

Before conducting the parametric study, the model is validated by comparison of the
simulation results to the experimental data provided by Read (2002) [36]. The exchange current
density, io in eq. (30), and the coefficient for reaction surface loss, z in eq. (31), are adjusted to
match experimental results. Because the experiment was on conventional Li—O> batteries without
electrolyte circulation, the model is modified in accordance. The modified model uses the same

battery structure, mathematical method, and parameters as the flow battery model described in the
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above sections except that convection terms are removed in all equations and the oxygen
concentration at both the inlet and outlet are set to be at the saturation value. Figure 3-2 shows the
dependence of cell voltages on cathode specific capacity for both simulation and experimental
results, which agree reasonably well. The discrepancies may be attributed to the various

assumptions adopted by the model.

3.4.2 Parametric study

There are over thirty different parameters involved in the current model. Some are fixed
constants such as the molecular weight of lithium and the Faraday constant. Others are material
properties, such as the ionic conductivity of the electrolyte, oxygen diffusion coefficient, and some
are cell structural parameters such as thickness, electrolyte flow channel width. Carrying out a
parametric study on the model has at least two folds of significance. Firstly, it will reveal the
system’s sensitivity to material property data provided by experiments. If the results indicate a
high sensitive to a specific property parameter, then extra effort should be paid to provide a more
accurate measurement of this parameter. Secondly, it will provide direction to improve cell
performance and inspiration for new cell design.

One of the most important parameters that affects battery performance is the discharge current
density. Figure 3-3 shows the dependence of cell voltage on time, which is translated to cathode
specific capacity. Similar to the conventional Li—O; cell, higher discharge current density leads to

lower voltage and shorter discharge time for a Li—O. flow cell, which translates to both lower

148



specific capacity and energy. When the current density is 0.1 mA cm™2, the cell can provide 16.1
times more capacity and 17.8 times more energy than those with a current density of 2 mA cm™.

It is well accepted that Li,O> deposition in the pores of cathode limits the full release of Li—O>
battery capacity. Figure 3-4 shows the Li,O, volume fraction at the end of discharge with different
discharge current densities. Several features are of importance. First, lower discharge current leads
to a higher Li,O, volume fraction at the end. When the current density is 1.5 mA cm?, the
maximum &€y o, is under 0.1, while the potential maximum value of €, is equal to the original
porosity of the electrode, 0.8. Secondly, the Li>O; fraction close to the inlet is higher than at all
other parts of the electrode. This is caused by a higher oxygen concentration and consequently, a
higher reaction rate. At the outlet and the cathode/separator interface, the Li>O, volume fraction is
low, which means that the electrode in these areas is not well utilized. It should be noted that these
characteristics may change when operation parameters or material properties change. For example,
when an electrolyte with extremely low conductivity is used, the distribution of Li»O; at the end
of discharge is different to what is shown in Figure 3-4. This will be discussed below.

To investigate the effect of a parameter on the cathode capacity, the discharge process is
simulated with the parameter multiplied by a variation factor between 1073 to 10%, while all other
parameters remain unchanged. The original values for each parameter are listed in Table 3-1. The
resulting specific capacities and specific energies are compared to analyze the effect of each

parameter.
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lonic conductivity of the electrolyte determines the potential drop in the electrolyte. Normally,
higher conductivity is desirable. However, Figure 3-5 indicates that for a Li—O> flow cell, when
the conductivity decreases, at first the cathode specific capacity becomes higher. If the
conductivity is two orders of magnitude lower than the normal value (0.01ke), cathode specific
capacity increases by 9.8%. When conductivity further decreases, cathode specific capacity starts
to drop sharply. To explain this phenomenon, the profile of the y-direction-averaged electrolyte
potential and Li,O> distributions in both normal and ultra-low (1% of normal value) conductivities
are plotted in Figure 3-6. It shows that with a low conductivity, the distribution of & ¢, is very
different to that at a normal conductivity. At the cathode/separator side of the electrode, where
oxygen concentration is low and thus a lower reaction rate and Li>O, production is expected, € o,
is instead higher, which is opposite to the situation seen for normal conductivity, as shown in
Figure 3-4. This is because the reaction rate is not only determined by oxygen concentration, but
also by activation overpotential. For an electrolyte with very low conductivity, the drop of potential
increases from several millivolts to over 100 millivolts. According to eq. (27), this leads to a low
activation overpotential at the oxygen-rich area (electrolyte inlet). Although the oxygen
concentration in this area is high, the combined effect produces a smaller reaction rate. This acts
to alleviate the blockage of pore orifices at the inlet and increases the overall electrode utilization.
When the conductivity is too low, such as 0.005ke, a large part of cell overpotential is caused by
electrolyte resistance, therefore cell voltage drops under the cut-off voltage of 2.3 V even before

Li»O blocks the inlet. This causes a sharp drop in capacity when conductivity is lower than 0.01ke.
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When the same calculations are carried out on a conventional Li—O: cell, lower conductivities
always cause shorter discharge time and lower specific capacity. For the passive cathode, because
only diffusion drives oxygen transport, the oxygen concentration difference between the inlet and
separator side is much higher than that in a flow cell. The reaction rate around the inlet is always
higher than the separator side even when a low conductivity leads to lower overpotential at the
inlet. Therefore lower conductivity does not alleviate electrode blockage as in a flow cell discussed
above. It causes lower discharge voltage and lower specific capacity in a conventional cell with
passive cathode. These results show that the Li—O2 flow cell’s cathode becomes activation
overpotential controlled at low conductivity while conventional cathode remains oxygen
controlled.

As evident by the above analysis, oxygen transportation in Li—O cells is crucial to their
performance. The two most important parameters for oxygen transport are the oxygen diffusion
coefficient, D, , and oxygen solubility, C; ., . Figure 3-7 shows the effects of D, and ¢, ., on
the cathode specific capacity and energy. In Figure 3-7(a), cathode specific capacity of a
conventional cell drops to zero when D, decreases. The flow cell, however, can still maintain a
high specific capacity even at very low Doz' This is because convection still acts to transport

oxygen into the cathode even when diffusion is very low. Another finding is that when DOz

increases to more than 10 times its current value, the flow cell shows lower capacity than the

conventional cell. This means that the oxygen diffusion flux is comparable to the convection flux

when Doz is high enough. However, a conventional cell has a higher contact area to oxygen while
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a flow cell only receives oxygen-saturated electrolyte only at the inlet. The effects of C, ., is
similar to those of D, , except that for both conventional and flow cell cathodes, when ¢,
decreases, cell capacity approaches zero.

Electrode thickness plays an important role in defining the power density and energy density
of a lithium battery. In a Li—ion battery, a thicker cathode usually leads to higher capacity. This is
not necessarily true for Li—O; batteries because of the clogging effect by Li>O. deposition. Using
the developed model, the effect of cathode thickness on specific capacity is studied for both
conventional and Li—O2 flow cells, with the result shown in Figure 3-8. The thickness of the
electrode varies between 400 um and 1,000 um. It shows that, for a conventional cathode with a
thicker electrode, specific capacity decreases. This is because the electrode further away from
oxygen side is poorly utilized and generally wasted. For a Li—O- flow cell, convection helps move
oxygen into the electrode. When the electrode increases from 400 pm to 800 um, specific capacity
further increases. However, when the electrode is over 800 um, the specific capacity starts to drop.
After inspection of the simulation results, it is found that a thicker electrode leads to higher flow
rate. This is reasonable because for a thicker electrode, the boundary effect posed by the ribs is
less prominent. Under the same pressure difference (0.4 atm), the maximum velocity at the start
of discharge for a 800um thickness cathode is 8.27x10~* m st while for a 400pm thickness cathode
it decreases to 8.09x10™% m s™1. Higher velocity leads to better oxygen supply, therefore the

specific capacity is increased. When the thickness further increases, the increase of velocity is not
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enough to offset the increase in electrode mass, therefore the specific capacity starts to drop. This
shows that there is an optimum cathode thickness for a Li—O2 flow cell.

In addition to those discussed above, other important parameters used in the model (as shown
in section 3.2) are examined, including thermodynamic factor, Li* diffusion coefficient,
transference number, etc. The results, however, show that each has an insignificant influence on
the specific capacity. For example, the diffusion coefficient of Li*, Dyj, directly affect electrolyte
concentration distribution. Lower Dy leads to higher electrolyte concentration gradient. However,
even when Dy is three orders of magnitude lower than normal value, the electrolyte concentration
gradient is still too low to change the result for capacity. These results are expected because of the

low discharge current densities.

3.4.3 Energy consumption by electrolyte pump

One concern of Li-O2 flow cell design is the parasitic pump work consumption due to
electrolyte recirculation. Although it is reasonable to argue that a cooling system, including pumps
and tubing, is also needed to pump coolant through a conventional battery system, the battery pack,
an analysis of pump work consumption is still necessary. The work consumed by the pump is equal
to the volume flow rate multiplied by the pressure difference. In the model presented, a constant
pressure difference between the outlet and inlet is assumed. Volume flow rates decrease during
discharge because of the increase in flow resistance through the electrode. The integration of pump
work over time yields the energy consumed by the pump during the discharge. Figure 3-9 shows

the percentage of energy consumed by the electrolyte pump at different pressure differences. It
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also shows the relative increase of energy output by the Li—O flow cell compared to a conventional
cell. With higher pressure gradient, the advantage of the flow cell over the conventional cell is
more evident. The energy consumed by the pump, however, is also higher. A reasonable pressure
difference is 0.4 atm, when the flow cell can provide 15 times more capacity than the conventional

cell, while the pump uses 10% of the energy generated by the flow cell.

3.4.4 Capacity enhancement using dual layer cathode

The above results illustrate that cathode porosity has significant influence on battery capacity.
Figure 3-4 also shows that &,; , closer to the oxygen side (larger ) is greater because of Li2O
deposition, which in consequence, hinders oxygen transport. To enhance battery capacity, a dual
layer cathode structure is proposed. In the above calculations, the cathode electrode is assumed to
have a uniform porosity of 0.8. For a dual layer cathode, the oxygen side has higher porosity (0.9)
while the separator side has lower porosity (0.7). Another case with opposite porosity distribution
is calculated for comparison. The three designs use the same amount of electrode material, have
the same weight and volume, and they would have the same reaction area, assuming a linear
dependence of reaction area on porosity.

Figure 3-10 shows the comparison among the specific capacities of the single layer and dual
layer cathode batteries at different discharge current densities. It can be seen that for both
conventional cell and flow cell cathodes, a dual layer structure with porosity of 0.7 at the separator
side and 0.9 at the oxygen side (mentioned as 0.7 — 0.9 below) shows the maximum cathode

capacity, while the opposite configuration has the lowest. For the conventional Li-O2 cell,
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enhancement from a dual layer structure (0.7 — 0.9) than single layer structure is more significant
at low current density. When the current density is 0.05 mA cm™?2, battery capacity increases by
40.8%. Accordingly, maximum &; , increased from 0.654 to 0.744. For a flow cell, the dual
layer cathode (0.7 — 0.9) shows greater advantage at higher discharge currents. At 1.5 mA cm2,
the specific capacity of the dual layer electrode (0.7 — 0.9) was 105% higher than that of a single
layer electrode. Maximum &; , occurs at the center of the rib at the right boundary and increases
from 0.095 to 0.256.
3.4.5 Capacity enhancement using alternating flow

The previous calculations show that the key to enhance Li—O; battery capacity is to fully utilize
the micro-pores in the electrode structure. From Figure 3-4, it can be seen that for a single layer
cathode, the electrode around the outlet (larger y) still has low &0, @t the end of discharge, which
means the electrode is not fully used. To better use the pores at both openings, an alternating flow
of electrolyte for the Li—O> flow cell is proposed. In practice, a directional control valve can be
installed between the electrolyte pump and the battery pack to alternate the flow direction of
electrolyte in the cathode. Oxygen-saturated electrolyte would enter from the lower channel and
exit from the upper channel for a period of time, then the valve would change polarity to direct
electrolyte flow to enter from the upper channel and exit from the lower channel. This change of
direction will make the micro-pore utilization more uniform and in consequence, increase battery

capacity.
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Figure 3-11 compares the discharge curves for a single layer battery with single direction and
alternating electrolyte flow. In the calculation, the flow direction is alternated at the 180" hour of
discharge (1,125 mAh g 1) and with a discharge current density of 0.2 mA cm™2. The result shows
that alternating flow can increase the cathode specific capacity of the flow cell by 3.7%. With an
alternating flow, the volume fraction of Li2Oa, &L, at the upper opening (original outlet)
becomes higher, which translates to better usage of pores in this area. However, & , at the lower
opening (original inlet) also becomes lower. The combined result is a minor increase in capacity
(3.7%), as shown in Figure 3-11. This method is less effective for high discharge current such as
1.5 mAcm=

The modeling study presented in this chapter is still preliminary research on the aprotic Li-O>
flow battery. Its advantage over conventional Li—O> battery and operation characteristics still need
to be studied through experiments, which will be the next step of our work. In addition, there are
still many assumptions made in the current model, such as no side reactions, and no discharging
process considered. These need to be addressed in future modeling studies.

3.5 Conclusion

A 2D, transient simulation model is developed for an aprotic Li—O flow cell. Electrolyte
concentration, oxygen concentration, electrolyte potential, electrode potential, and Li2O:
deposition caused porosity changes are calculated based on porous electrode and concentrated
solution theory. A parametric study is carried out to identify the effect of each variable on

simulation results. Dual layer cathode structure and alternating electrolyte flow are proposed to
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increase specific capacity of the battery. Based on the simulation results, the following conclusions
are made:

1. For a Li—O> flow cell, when the ionic conductivity of the electrolyte is lower, the cathode
specific capacity and energy are increased. This is because a low conductivity causes larger
electrolyte potential drop, which in consequence causes smaller activation overpotential and
reaction rate at the electrolyte inlet. This alleviates cathode clogging and translates to better used
electrode pores. For a conventional cell this is not true because the reaction rate is more controlled
by oxygen concentration.

2. If the oxygen diffusion coefficient can be enhanced by over 10 times its original value, the
Li—O: flow cell loses its advantage over a conventional Li—O cell in terms of cathode specific
capacity and energy.

3. There exists an optimum cathode thickness for a Li—O- flow cell. When the discharge current
density is 0.2 mA cm™2, the cathode with 800 pm thickness will lead to the highest cathode specific
capacity.

4. By adopting a dual layer cathode structure without changing weight, thickness, and amount
of material used, the capacity of the flow cell can be increased by 105 % at 1.5 mA cm2

5. To fully use the pores in the cathode at both openings to the flow channel, an alternating
electrolyte flow is proposed to increase capacity. By alternating the electrolyte flow direction, the

specific capacity can be increased by 3.7% with a discharge current density of 0.2 mA cm 2.
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Nomenclature

Aep specific area of the electrode (m™)

c concentration (mol m™3)

D diffusivity (m?s™)

Eo thermodynamic equilibrium voltage (V)
Er activation energy (kJ mol™?)

F Faraday constant (96,485 C mol 1)

fs LiPFe salt activity coefficient

I discharge current density (A m2)
io exchange current density (A m™3)

[ current density vector (A m2)

jR local transfer current density between electrode and electrolyte (A m=2)
K permeability (m?)

k electrolyte conductivity (S m™)

ke electron conductivity in carbon phase of electrode (S m™1)
ko diffusion conductivity (A m™)

kr reaction rate constant (A m?)

M molecular weight (kg mol™)

N molar flux (mol m2s?)

n number of electrons transferred in reaction

p pressure (Pa)

r consumption rate (mol m=3s™?)

S stoichiometric coefficient
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Sm mass source term (s %)

T temperature (K)

t time (s)

tf transference number of Li* in reference to solvent
u electrolyte velocity vector (m s™2)

a transfer coefficient

S Bruggeman coefficient

& porosity

n overpotential (V)

e, electrolyte viscosity (kg m*s™)

p density (kg m™)

Superscripts and Subscripts

0 initial value

1 electrode phase
2 electrolyte phase
a anode

C cathode

eff effective value
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Table 3-1 Summary of governing equations and boundary conditions
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Table 3-2

Parameters used in the model

Parameter Symbol Value

Porosity of electrode €ED 0.80

Porosity of separator EEL 0.5 [37]

Thickness of the electrode OED 800 um [36]

Thickness of the separator OEL 25 um [37]

Width of the battery % 2 mm

Width of the rib OrIB 1.0 mm

Cathode specific area Aep,0 3.75x10® m> m3 [17]
Exchange current density io 2.5x10° Am2

Transfer coefficient a, 0.5

Cathode theoretical potential ES 3.1V [38]

Carman—Kozeny factor Cke 1.5x107 m?[39]

Oxygen solubility Co, 3.46 mol m~2 [35]

Electrolyte concentration Cui 1000 mol m3

Density of lithium Pui 0.534gcm3

Density of carbon P 20gcm=

Density of lithium peroxide PLio, 214gcm

Density of electrolyte PeL 1.2141 g cm2 [40]

Density of PTFE o N— 22gcm3

Viscosity of Electrolyte i 4.15x103 kg m* s71[40]
lonic conductivity of electrolyte 0.1297¢, * —2.51¢c,,** +3.329¢c,, SmM*[34] ~
Electric conductivity of electrode Ke 3Scmt[41]

Electric resistivity of Li,O, Rio, 50 Q m? [17]

Diffusivity of O; in electrolyte Do, 3.98x1071° m? s71[40]
Diffusivity of Li* in electrolyte Dui 5.34x107%e *®% m2s71 [42]
Molecular weight of lithium ML 6.94 g mol ™!

Molecular weight of Li>O> Li,0, 45.88 g mol?

Transference number of Li* to* -0.1287¢,;° +0.4106¢,;* —0.4717¢,, +0.4492 [34] ©
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1+dinf, /dinc 0.28687c,” ~0.74678¢,, +0.44103  [34] *
0.1287¢ > —0.4106c, ” +0.4717c,, +0.5508

LiPFs thermodynamic factor

* The unit for cyj is (mol dm3).
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Chapter 4 Analysis of Electrolyte Level Change in a Li—Air Battery

A two-dimensional physical model that employs the deformed mesh method to track the
electrolyte level in a Li-air coin cell battery is presented and used to investigate the effects of
electrolyte level drop during cell discharge. The electrolyte level drop is caused by solid phase
volume decrease and electrolyte solvent evaporation. Simulation results show that by neglecting
the drop in electrolyte level, a Li-air battery model would under-estimate cell discharge capacity
by as much as 22.5%. This counter-intuitive result is explained by an in-depth analysis of
simulation results. A more realistic prediction of Li>O deposit distribution is obtained, with the
peak value of Li>O> volume fraction in the middle of the cathode instead of on the top surface, as
predicted by previous studies. The interaction between the battery and its surroundings is
considered by incorporating the air chamber into the computation domain. The diffusion of solvent
vapor and oxygen in this chamber is included. For batteries using volatile solvents such as DMF,
increasing the air chamber radius from 5 cm to 15 cm would result in a 72% increase of discharge

capacity at the cost of losing a large amount of electrolyte.
4.1 Introduction

Because of their high theoretical energy density, lithium air (Li—air) batteries, including
lithium oxygen (Li—O>) batteries, are considered to be promising candidates as the next generation
secondary power supplies for portable devices and electric vehicles. A number of continuum-scale
models have been developed to study the detailed charge and mass transport processes inside a Li—
air battery. The first reported simulation model for Li—air batteries was by Sandhu et al. in 2007
[1]. Since then, various research groups have incorporated additional details to build more
comprehensive models. Albertus et al. [2] was the first to consider solid product precipitation.
Wang and Cho [3] developed a model to consider the coverage of reaction surface for different
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electrode pore shapes. The model by Sahapatsombut et al. [4,5] was the first reported to include
the charging process and side reactions. Li and Faghri [6] developed a 2-D model and found that
the micro pores closer to the separator/cathode interface were not fully utilized. They proposed a
gradient cathode structure to increase specific capacity. Several models [7-9] considered the size
distribution function of the pores or carbon particles in the cathode.

All previous studies neglected two important physical phenomena in a Li—air cell. The first is
the electrolyte level drop during discharge caused by a decrease in solid phase volume. During
discharge, the metallic lithium of the anode is converted to lithium ions, enters the electrolyte and
moves to the cathode. In the micro—pores of the cathode, oxygen reduction reaction (ORR) occurs
and consumes the lithium ions and electrons. Experimental studies [10] prove that insoluble and
partially insulating Li2O- is the major product of this reaction in non-aqueous electrolyte; therefore

the overall reaction can be expressed as:
2Li+0, > Li,0, (1)

According to the above equation, for each mole of lithium consumed 0.5 moles of Li»O> are
generated, which translates to 13.0 cm? of solid consumed and 9.93 cm?® of solid generated. This
means a 23.6% decrease of solid phase volume for each unit volume of lithium anode consumed
during discharge. This vacated space must be replaced by the liquid electrolyte and therefore
electrolyte level drops during discharge.

Figure 4-1 shows the structure of a typical Li—air coin cell used in previous experimental
studies [11,12]. The cell is normally placed on a solid surface with breathing holes facing upward,
exposed to an air chamber. To compensate for the volume change, a spring is placed under the
anode current collector in the cell. This ensures a tight contact between anode, separator, cathode,

and current collectors in the cell. Solid volume decreases during discharge and electrolyte level
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drops. This effect is noted as an unsolved issue by Yuan et al. [13]. Yoo et al. [14] attempted to
address this problem through a 1D model. However, the proposed model assumed a fixed anode
and the battery is placed vertically.

The solid phase volume change is not the only factor to cause electrolyte level change. The
evaporation of solvent is another phenomenon that is often neglected in modeling works. Most
experimental studies on non-aqueous Li-air batteries used volatile solvents such as 1,2—
dimethoxyethane (DME) and acetonitril (ACN), as indicated by Balaish et al. [15], to achieve a
high oxygen solubility and diffusivity. Evaporated solvent escapes the battery through the
breathing openings and is lost in ambient air. To our best knowledge, no previous modeling studies
of the effect of solvent evaporation on cell performance have been reported.

Another often neglected physical phenomenon in Li—air battery models is the interaction of
the cell with its surroundings. Lithium air batteries normally interact with their surroundings by
consuming or releasing oxygen during the discharge and charge cycles, respectively. However, the
computation domain of most existing Li-air battery models is generally bound by the interface of
the cathode and ambient air, and assumes a constant dissolved oxygen concentration as the
boundary condition. The diffusion of oxygen from the environment into the cell and solvent
diffusion into the environment have not been considered in prior studies.

In this section, the previously neglected physical phenomena are included in our proposed two
dimensional transient Li—air coin cell model. These effects on cell performance are examined and
discussed based on simulated results. The Arbitrary Lagrangian—Eulerian (ALE) method is
employed to describe the deformed computation domain and to track the moving electrolyte level.

The air chamber that provides oxygen to the cell is included in the computation domain. The
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simulation results, both with and without consideration of these effects, are compared and

discussed.
4.2 Physical Model

The battery to be modeled has a typical coin cell structure, as shown in Figure 4-1, and has
been widely used in previous experimental studies. Structural parameters of the cell are listed in
Table 4-1. It is assumed that the gas diffusion layer (GDL), cathode, separator and anode lithium
metal have the same radius. To reduce the model to two dimensions, a single breathing hole is
located at the center of the cathode casing. An axisymmetric assumption is adopted and the total
computation domain is shown by the grey area in Figure 4-2, which contains five sub—domains:
the air chamber, GDL, cathode, separator, and anode. The governing equations developed below
are used on one or several sub-domains depending on the physical phenomena.

The following assumptions are included to make the computation feasible:

1. Li2Oz is considered completely insoluble in electrolyte and precipitates on the cathode

pore surface immediately upon generation.

2. The reaction shown in eq. (1) is considered. Side reactions are neglected.

3. The charging process is not considered due to the lack of an established understanding of
the mechanisms of these reactions.

4. Bulk velocity of the electrolyte is negligible and convection is not considered in mass
transport, since the length scale in the cell is in the order of 10 m and the time scale of
discharge is in the order of 1~10 hours.

5. Thermal effect is assumed to be negligible, including the temperature drop caused by
solvent evaporation and consequent change of saturation vapor pressure. This is justifiable

due to the small size of the cell and a long time scale of discharge (102 - 10° minutes).
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4.2.1 Mass and charge transfer

The governing equations to describe the mass and charge transport inside the cell follow the
common framework used in most previous Li—air continuum-scale models based on concentrated
solution and porous electrode theory [16].

Conservation of all species in the electrolyte can be expressed as:

o(ec))

—VN 4t @)

where ( is molarity of species i, ¢ is local porosity, /V; is the molar flux of species i, and r; is the

species generation rate. According to concentrated solution theory [16], the molar flux of Li" ions

in electrolyte can be expressed as:

it°
N, =-Dfvc, + 2|: : (3)

where Deeff is the effective diffusion coefficient of the salt, ts is the transference number of lithium

ion with respect to the solvent velocity, and F' is the Faraday constant. The current density in

electrolyte, i, can be expressed as:

. e 2RTK*" oInf
i,=—k, Vg, — t—1)| 1+ —= |Vinc,,
o=k Vo —=—— (U] )( aunqu ’ “)

where k:ff is the effective ionic conductivity of the electrolyte, f , 1s the salt activity coefficient,

= j is the thermodynamic factor [17].

CLi

To simplify the equations, the diffusion conductivity, kp, is defined [18]:

2RTK®" olnf
k. — t°-1 [1+ - j )
° F (t'-1) alnc,,

Combining egs. (2) — (5) yields the following equation for lithium ion transport:
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oc,, off B it
8E+V'(—De VCLi)_rLi_v.(?j (6)

Dissolved oxygen is transported in the electrolyte by diffusion and therefore its molar flux

can be expressed as [19]:
N,, =—D§ Ve, )

Combining eqs. (2) and (7) leads to the following equation for dissolved oxygen transport:

ac
£ a(tjz +V (=D& vey, ) =1, (8)

The generation rates of the lithium ion, I};, in eq. (6), and oxygen, I, , in eq. (8), can be related to

the local transfer current density between electrolyte and electrode, jr, as:

r_=AEDjR

, -k, ©)
and
A i
N, =——— 10
0, 2F (10)

where Agp is the specific reaction surface. The product Aepjr is the cathode volumetric current
density which is the direct indicator of local electrochemical reaction rate.
To maintain charge balance, the divergence of electrolyte current density should be equal to

the volumetric current density:

Ve, =Agp g (11)

Combining eqs. (4) and (11) results in the following equation for electrolyte potential:

v-(—keﬂv(;sz):v-(%wu} A i (12)

Li
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The governing equations for C;, Co, , and (/52 (egs. (6), (8), and (12)) are computed over a set

of deforming meshes covering the subdomains of the cathode and separator shown in Figure 4-2.
The moving boundary of the deforming mesh reflects the drop in electrolyte level during discharge.

The current balance between the electrolyte and cathode solid phase indicates that:

Vi +V-i,=0 (13)
where i1 is the current density in the cathode solid phase, which can be expressed simply by Ohm’s
law:
e =k Vi (14)
where kfﬁ is the electronic conductivity of the cathode solid phase. Therefore, cathode electric
potential can be obtained from eqs. (11), (13), and (14) as:
V- (kY ) = Ao e (15)
which is computed on a set of fixed meshes covering the GDL and cathode subdomains, shown in
Figure 4-2.

Oxygen and solvent vapor transport in the GDL and air chamber are controlled by diffusion

according to Fick’s law:

oc

€ a;wv-(—Dg;fv%a):o (16)
s %2 v (-Dfve, ) =0 17)
at sa sa

. . . . eff
where C,, and C, are the concentrations of oxygen and solvent vapor in air, respectively; D,, and

Dse: are the effective diffusion coefficients of oxygen and solvent vapor in air, respectively.
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Equations (16) and (17) are solved on the subdomains of the GDL and air chamber shown in Figure

4-2.

. . . . . ff
The effective parameters used in the above equations, including DSf , k™, D, Dgg ,and

Dseaff , can be calculated through the Bruggeman correlation [20]:

O =g’ (18)

where @ canbe D, K., Do, Dg,,and Dy, . Similarly, k™ can be expressed as:
kK =k (1-5-¢,) (19)

where |<C is the electron conductivity in the carbon phase of the cathode and &, is the volume

fraction of electrode binder. The Bruggeman coefficient, f, is assumed to be a constant 1.5 [21].
Due to the deposition of the insoluble reaction product Li,O,, porosity in the cathode is a

function of both location and time during the discharge process. It can be related to the volume

fraction of precipitated product &, and original porosity &,, through:

E=&;—&, (20)
The mass conservation of discharge product, Li,Oz, is used to obtain &;:

og, M Li,0, ;

X e F @

where M Li,0, 18 the molecular weight of Li>O2, and Py, is the density of Li,O,. The transfer

current density jR , 1s to be determined by reaction kinetics. Equation (21) is computed on a set of
fixed meshes covering the subdomain of the cathode shown in Figure 4-2.
The driving force for the cathode reaction is the local activation overpotential 77,, which can

be defined as:
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M=t~ — Ao, —E° (22)
where Ady; o is the voltage drop over the Li>O; filmand E_° is the cathode theoretical potential.
The voltage drop across the Li>O; film is calculated by Ohm’s law [4]:

A¢Li202 = jRRLizozgs (23)

where R.o is the electrical resistivity across the Li>O film.

2

The Tafel equation [22] is used to express the cathode reaction Kinetics:

2
. C . Co aF
=Ky | — L lexp| —— 24

where kR is the rate constant for the cathode reaction, and @, is the transfer coefficient, equal to

0.5. Reference concentrations Clrjf and Cge: are set to be 1 M and the saturated oxygen

concentration, Co, o , respectively.

Anode reaction kinetics is described by the Butler—Volmer equation [22]:

j, =iy | expl L=%)F —exp[—“aFnj (25)
@0 RT ° RT ™

where j, is the transfer current density at the anode/separator interface (denoted as @ in Figure

4-2), and o is the exchange current density for the anode. The anode activation overpotential, 77, ,

is defined as:
My = ¢1a _¢2 - an (26)
where @, is the anode electrode potential and an is the anode theoretical potential, 0 V. The

anode electrode potential is governed by Ohm’s law:
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V-(-k,Vé,)=0 (27)
where K. is the conductivity of lithium metal. This governing equation is computed on the moving

mesh set covering the subdomain of the anode shown in Figure 4-2. The moving mesh reflects the
shrinking of the anode lithium foil during discharge.
The effect of reaction area loss due to Li,O» deposition is described by the following empirical

relation [5]:

Ao = Acng [1—[—]] (28)
&

where Ao is the original specific area and the value for z is set to 0.5. In summary, there are

eight unknowns in the model described above: electrolyte concentration C.° dissolved oxygen

concentration Co, * electrolyte potential ¢2 , cathode electrode potential, ¢1c , oxygen gas

concentration C,’ solvent vapor concentration Cy’ anode electrode potential ¢1 . and deposit layer

volume fraction o . They are described by seven partial differential equations (6), (8), (12), (15),
&
S

(16), (17), (27), and one ordinary differential equation (21).

4.2.2 Moving boundaries
As discussed in section 1, the velocity of the moving electrolyte level (@ in Figure 4-2)

consists of two parts:

V1 = _(Vlv +V1e) (29)
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where V,, is the velocity due to the liquid replacing the vanishing solid phase, and V,, is caused by
solvent evaporation. The negative sign is due to the surface moving in the negative direction of z.

V,, is related to discharge current density I

| (M, M
Vi = Sy (30)
aF | pu 2PLizo2

where &; is the average porosity of the cathode at the electrolyte level, and M and p are the
molecular weight and density, respectively. The subscripts Li and Li-O> denote lithium and

deposited lithium peroxide, respectively. V,, is related to the molar flux of solvent vapor Ns, on the
electrolyte surface:
[ N, dA

V:Le — Aes M sV (3 1)
A ap

where Aes denotes the area of the electrolyte surface and the subscript sv denotes solvent. The

molar flux of evaporated solvent Nsy is calculated by:

Nsv = _st > (32)
0z |y,

where Dsy is the diffusion coefficient of solvent vapor in air and csy is the concentration of solvent
vapor in air.

The bottom of the anode lithium foil (2 in Figure 4-2), moves upward during discharge and

its velocity is:
M, .

V, = i | (33)
Fpu

This velocity is expected to be constant since the discharge is under constant current.
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4.2.3 Boundary conditions

At the anode/separator interface (3 in Figure 4-2), the electrolyte current density is equal to
the discharge current density and the molar flux of dissolved oxygen is zero. At the
separator/cathode interface (@ in Figure 4-2), the cathode electrode current is zero. At the
cathode/GDL interface (D in Figure 4-2), the electrolyte current and Li* molar flux are both equal

to zero, and the concentration of the dissolved oxygen is determined based on Henry’s law:

CO = ﬂCOZ,sat (34)

where Cj is the total molar concentration of ideal gas at 1 bar and 25 °C and C, ¢ is the solubility
of oxygen in the electrolyte. Concentration of solvent vapor at this boundary is determined by the

ideal gas law and its vapor saturation pressure P, :

psa
C,=—2C 35
po 0 ( )

where [), is 1 bar. The effect of lithium salt on solvent vapor pressure is neglected. The molar flux

of oxygen and solvent vapor are zero at the air chamber wall (8 in Figure 4-2). The current density
is equal to the discharge current density divided by the open ratio at the cathode casing ((6) in
Figure 4-2). The thickness of the cathode casing is neglected in the model. It should be noted that
egs. (34) and (35) are derived based on the assumption that pressure in the air chamber is constant.
This is considered to be a reasonable assumption because the influx of evaporated DMF in the air
chamber would cause an increase in pressure of less than 0.52% (516 Pa vapor pressure vs. 1 bar
initial air chamber pressure) even if oxygen consumption is not considered, which conversely
decreases pressure. The governing equations, boundary conditions and initial conditions are

summarized in Table 4-2.
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At the start of discharge, the air chamber and GDL are filled with air at 1 bar and with 0 pa

solvent vapor. The electrolyte and dissolved oxygen concentrations are all uniform, at the values
of 1 M and the saturated value Co, o , respectively. The cathode, separator, anode and spring are

all immersed in electrolyte.

4.2.4 Computational methodology

The above governing equations are discretized and solved using the finite element method in
COMSOL Multiphysics 4.4. Two sets of meshes are used. The first mesh set has 3643 elements,
and it covers all the subdomains shown in Figure 4-2. The air chamber domain is discretized using
a free triangular mesh while the other domains are discretized using a mapped rectangular mesh.
In this mesh set, boundaries (1) and (2) can translate along the z direction, therefore the GDL,
cathode, and anode sub—domains deform during the time—dependent calculation. The velocities of
the moving boundaries are defined in egs. (29) — (31) and (33). The ALE method [23] is used to

enable geometry deformation. The second mesh set (4000 elements) is fixed and includes the
cathode and GDL. Governing equations for & and ¢ are solved on this mesh set. Cathode
specific surface area Agp and transfer current density jr are mapped from the deformed mesh onto
this fixed mesh. The resulting values of & and ¢, are then mapped back to the deformed mesh

through linear projection on a spatial frame. A time—dependent solver is employed to solve all the
governing equations. A constant discharge current density | is imposed and the cell voltage is
obtained through the difference between the cathode electrode potential at boundary (6) and the
anode electrode potential at boundary (2) for each time step. The maximum time step ranges
between 10 and 100 seconds depending on the discharge current density; higher discharge current
densities require a smaller time step. All results are proven to be mesh independent and time step

independent.
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Two different electrolytes are used in the calculations, including dimethyl formamide (DMF)
and tetraethylene glycol dimethyl ether (TEGDME). These are chosen as solvents because of their
opposing high and low vapor pressures, respectively. TEGDME is a widely used low vapor
pressure organic solvent (~1 Pa) in experimental studies, while DMF has a fairly high vapor
pressure (516 Pa at standard condition). The associated properties of both solvents are listed in
Table 4-3. The diffusion coefficients of the solvent vapor in air are calculated using the FSG/LaBas
method [24]. Oxygen diffusivities in the electrolyte are estimated through the Stokes—Einstein
relation based on solvent viscosity [25]. Other parameters used in the calculation are provided in
Table 4-4.

Figure 4-3 shows a typical example of the domain and mesh deformation after discharge. The
discharge current density is 0.5 A m, the solvent is DMF, and the radius of the cathode opening
is 0.5 mm. No obvious mesh skewness is observed. The displacement of the electrolyte level and
anode bottom surface are denoted as di and do, and are computed as the integration of V1 and V>
over time, respectively. Therefore, they are influenced by discharge current density, evaporation

rate of solvent, and the cathode porosity averaged over the electrolyte surface.

4.3 Results and discussion

4.3.1 Model validation

The predicted results are compared with the experimental results of Read [26], in which
PC:DME was used as electrolyte solvent. The evaporation of solvent is not considered in this
comparison because of the lack of vapor pressure data for a PC:DME mixture. The open ratio of
the cathode casing was assumed to be 100% and the air chamber was assumed to be filled with
pure oxygen initially. The cathode rate constant, kg, is adjusted to match experimental results.

Figure 4-4 shows the dependence of cell voltage on cathode material specific capacity at different
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discharge current densities for both simulation and experimental results [26]. In general, the

predicted results agree well with available experimental results in literature.

4.3.2 Tracking the electrolyte level

Figure 4-5 indicates the position (z value) of the electrolyte level and anode/spring interface
for two different electrolytes. Figure 4-5(a) shows the case with the DMF based electrolyte while
Figure 4-5(b) shows the case with TEGDME based electrolyte. Discharge current densities for
both cases are 0.5 A m and the cathode opening radius is 0.5 mm. The upper solid line represents
the drop in electrolyte level while the lower solid line depicts the rise of the bottom of the anode
lithium foil. The anode bottom surface rises linearly over time due to a constant discharge current,
and therefore V> remains constant according to eq. (33). The dashed line separates the displacement
of electrolyte surface into two parts for both solvents: The upper region is caused by solvent
evaporation while the lower area is attributed to solid phase volume decrease. Solvent evaporation
occurs quickly and fills the air chamber in several hundred minutes. Solvent evaporation then
gradually slows (see Figure 4-6) when the partial pressure of solvent vapor in the chamber
approaches its saturated value. The electrolyte level displacement caused by the solvent
evaporation correspondingly stops. The distance between the dashed line and the lower solid line
represents the electrolyte level drop caused by the solid phase volume decrease. The electrolyte

level drops faster towards the end of discharge because of a higher V1. The only non-constant

parameter that influences Viv is the average porosity &;, as noted in eq. (30), which changes due

to the increased Li>O> deposition. There are two features of significance when comparing Figure
4-5(a) and (b). The first is that DMF evaporation causes a much larger electrolyte level drop due
to its higher vapor pressure. This is also evident in Figure 4-6 as V1. is several times larger for the

DMF based cell than for the TEGDME based cell. Secondly, the discharge time of the DMF based
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cell is much greater than that of TEGDME, due to a much higher oxygen diffusivity in DMF (see
Table 4-3).

Figure 4-7 shows the variation of DMF solvent vapor concentration with time at the cell
opening ((® in Figure 4-2) and at the air chamber wall ((8 in Figure 4-2). The vapor concentration
at the cell opening is 90% of the saturated level (0.215 mol m™) after just several minutes into
discharge. This is reasonable because the gas diffusion layer is very thin. At the same time, vapor
concentration at the air chamber wall is still very low, which results in a large concentration
gradient in the air chamber, and drives solvent vaporization. The solvent vapor in the air chamber
also reaches saturation at 300 minutes. Accordingly, the flux of solvent vapor on the electrolyte

surface and Ve are very low at this time, as evidenced by Figure 4-6(a).

4.3.3 Effect of electrolyte level change

It seems intuitive that a model accounting for electrolyte level change would predict a lower
discharge capacity because of the loss of electrolyte. However, the predicted result indicates the
opposite trend. Figure 4-8 compares the discharge curves of models with and without consideration
of electrolyte level drop during discharge. The present model predicts a 22.5% higher discharge
capacity for a DMF based cell at 5 A m? and a 14.9% higher discharge capacity for a TEGDME
based cell at 0.5 A m™. Therefore, neglect of electrolyte level drop during discharge would result
in an underestimation of cell discharge capacity. To better explain this conclusion, the effects of
electrolyte level drop need to be examined.

There are three primary effects of electrolyte level drop on Li-air battery operation. The first
is less cathode soaked in electrolyte and consequently less reaction surface. A higher overpotential
must then be maintained for the required current output, which yields a smaller discharge time and

capacity. The distribution of volumetric current density Aepjr along the z direction (r=0) is shown
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in Figure 4-9, which is a direct indicator of reaction rate. It can be seen that the electrochemical
reaction takes place only in a small section of the cathode adjacent to the electrolyte surface (where
the sharp drop of the line is located). This is more pronounced at the second half of the discharge
period, which reveals that only a small percentage of the cathode reaction surface is used.
Therefore, the loss of reaction surface only has a small influence on discharge capacity.

The second effect caused by electrolyte level drop is a decrease in electrolyte thickness, and
consequent lower ion migration resistance and higher discharge capacity. The overpotential caused

by the finite electrolyte conductivity can be approximated as:

I (hcath/2 + hsep)
K

e

mn, =

where heatn IS the thickness of the electrolyte in the cathode (which decreases) and hsep is the
thickness of the separator. The electrolyte level drops 0.17 mm for a DMF based cell and 0.013

mm for a TEGDME based cell at the end of discharge, when the discharge current density is 0.5

A m2. This corresponds to a 0.03 mV and 0.05 mV decrease of 7}, , for DMF and TEGDME based

cells, respectively. These value are negligible compared to other overpotentials, such as that for
reaction activation. The decreased ion migration resistance caused by electrolyte level drop is also
relatively insignificant.

Compared to the above two phenomena, the third effect caused by electrolyte level drop is
significant based on the model prediction. Figure 4-10(a) illustrates the LiO2 deposition on the
cathode solid phase surface with a constant electrolyte level during discharge. The electrolyte level
remains unchanged during discharge. The reaction rate and Li>O. generation rate are at their
highest because the oxygen concentration at this surface is also at its highest at any location in the

cathode. This leads to the thickest deposition layer of Li>O> at the cathode/GDL interface. Most
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existing modeling studies showed a similar Li.O> distribution profile [5,8,27]. However, if
electrolyte level drop is considered, this distribution profile is no longer valid. Figure 4-10(b)
shows the electrolyte level at various times during discharge. As the electrolyte level drops, the
position with maximum reaction rate and Li>O> deposition drops accordingly. This leads to a final
Li.O2 volume fraction (es) distribution curve that peaks where the electrolyte surface is located at
the end of the discharge. At each time interval, the maximum reaction rate area is lowered slightly.

This alleviates electrode blocking and predicts a better electrode utilization than for a constant
electrolyte level. Figure 4-11 shows the predicted final & distribution with and without
consideration of electrolyte level change. The results match with the qualitative analysis of Figure
4-10. An integration of & over the entire cathode volume shows that without considering

electrolyte drop, 22.0% of the cathode pore volume is used at the end of discharge while inclusion
of the electrolyte level drop increases this value to 24.3%. This agrees with the prediction of

increased cathode specific capacity.

4.3.4 Effect of air chamber size

Solvent evaporation causes a large part of electrolyte level drop for a DMF based cell, as
evidenced by Figure 4-5(a). The size of the air chamber directly affects the amount of solvent
evaporation. The larger the chamber, the more solvent vapor can be accommodated before
saturation, which affects cell discharge capacity. The chamber size was chosen to make sure that
less than 5% of the oxygen original stored in the chamber was used during discharge. This was to
ensure that during discharge the pressure in the chamber keeps at a constant pressure. Figure 4-12
shows the discharge curves of a cell using DMF based electrolyte undergoing a 0.5 A m
discharge. It reveals that cathode specific capacity increases 72% from 530 mAh g to 910 mAh

gt when the air chamber radius is increased from 5 cm to 15 cm. However, with a 15 cm radius,
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33.8% of the cathode is exposed to air instead of immersed in electrolyte at the end of discharge,
about half of which is caused by solvent evaporation. In comparison, for a cell with a 5 cm air
chamber radius, only 8.2% of the cathode is exposed to air at the end of discharge. The same
calculation was done for a TEGDME based cell, with the result showing that air chamber size has
negligible effect on cell performance because of a very low vapor pressure. The current model
only considers the first discharge of the battery. The charging process needs to be included in
future models to study the effect of chamber size on cycling performance of the battery. It should
also be noted that if it is assumed that the air chamber is already saturated with solvent vapor at
the start of the discharge, the effect of chamber size on electrolyte level change would be
negligible.

4.4 Conclusions

In a non-aqueous Li-air battery, the electrolyte level drops during discharge. This is caused by
two phenomena, the decrease of the solid phase volume and electrolyte solvent evaporation. A 2-
D Li-air coin cell physical model is developed with mesh deformation to track the electrolyte level
during discharge. The position of electrolyte surface and its velocity are calculated. The diffusion
of solvent vapor in the cell GDL and air chamber are also considered. The following conclusions
are made:

1. The electrolyte surface velocity caused by solvent evaporation is at its highest at the
beginning of discharge and then decreases to zero when the air chamber is saturated with solvent
vapor. The surface velocity imposed by solid volume decrease gradually rises because of increased

Li,O> deposition and decreased porosity.
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2. A Li-air battery model would predict a higher cathode specific discharge capacity by
including the effect of electrolyte level drop. The increase can be up to 22.5% for a cell using DMF
based electrolyte and 14.9% for a cell using TEGDME based electrolyte.

3. The proposed model describes a different Li.O> distribution profile than those shown in
previous studies. When electrolyte level drops during discharge, the position of the greatest Li>O>
deposition gradually moves with the surface. The final distribution of the Li>O> volume fraction
shows a peak in the middle of the cathode.

4. The air chamber has significant influence on discharge capacity for cells that use DMF
based electrolyte. The discharge capacity increased by 72% when the radius of the chamber
increased from 5 cm to 15 cm. This is accompanied by a large amount of solvent loss. At the end

of discharge, 33.8% of the cathode volume is exposed in air instead of immersed in electrolyte.
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Nomenclature

A specific area (m™)

c concentration (mol m™3)

D diffusivity (m?s™)

d displacement (m)

EC thermodynamic equilibrium voltage (V)
F Faraday constant (96,485 C mol™)

fs Salt activity coefficient

I discharge current density (A m2)

i current density (A m2)

i transfer current density between electrode and electrolyte (A m™)
Ke ionic conductivity (S m™)

Ke electron conductivity in carbon phase of electrode (S m™1)

ko diffusion conductivity (A m™)

kr reaction rate constant (A m~?)

M molecular weight (kg mol™)

N molar flux (mol m2s?)

Or cathode casing open ratio

p pressure (Pa)

R universal gas constant (8.314 J mol™* K1), electrical resistivity (Q m?), radius (m)
r generation rate (mol m=3s™)

T temperature (K)

t time (s)
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1+

transference number
velocity (m s™)
transfer coefficient
Bruggeman coefficient
porosity

overpotential (V)
density (kg m™3)

electric potential (V)

Superscripts and Subscripts

1

2

eff

oa

sa

electrode solid phase
electrolyte phase
anode

cathode

effective value
oxygen in air

solvent vapor in air

201



References

[1]

[2]

[3]

[4]

[5]

[6]

[7]

[8]

S.S. Sandhu, J.P. Fellner, G.W. Brutchen, Diffusion-Limited Model for a Lithium/air
Battery with an Organic Electrolyte, J. Power Sources. 164 (2007) 365-371.
doi:10.1016/j.jpowsour.2006.09.099.

P. Albertus, G. Girishkumar, B. McCloskey, R.S. Sanchez-Carrera, B. Kozinsky, J.
Christensen, et al., Identifying Capacity Limitations in the Li/Oxygen Battery Using
Experiments and Modeling, J. Electrochem. Soc. 158 (2011) A343-A351.
do0i:10.1149/1.3527055.

Y. Wang, S.C. Cho, Analysis of Air Cathode Perfomance for Lithium-Air Batteries, J.
Electrochem. Soc. 160 (2013) A1847-A1855. doi:10.1149/2.092310jes.

U. Sahapatsombut, H. Cheng, K. Scott, Modelling of Electrolyte Degradation and Cycling
Behaviour in a Lithium-Air Battery, J. Power Sources. 243 (2013) 409-418.
doi:10.1016/j.jpowsour.2013.06.043.

U. Sahapatsombut, H. Cheng, K. Scott, Modelling the Micro—macro Homogeneous Cycling
Behaviour of a Lithium-air Battery, J. Power Sources. 227 (2013) 243-253.
doi:10.1016/j.jpowsour.2012.11.053.

X. Li, A. Faghri, Optimization of the Cathode Structure of Lithium-Air Batteries Based on
a Two-Dimensional, Transient, Non-Isothermal Model, J. Electrochem. Soc. 159 (2012)
Al1747-A1754. doi:10.1149/2.043210jes.

A.A. Franco, K.-H. Xue, Carbon-Based Electrodes for Lithium Air Batteries: Scientific and
Technological Challenges from a Modeling Perspective, ECS J. Solid State Sci. Technol. 2
(2013) M3084-M3100. doi:10.1149/2.012310jss.

K.-H. Xue, T.-K. Nguyen, a. a. Franco, Impact of the Cathode Microstructure on the
Discharge Performance of Lithium Air Batteries: A Multiscale Model, J. Electrochem. Soc.
161 (2014) E3028-E3035. doi:10.1149/2.002408jes.

202



[9]

[10]

[11]

[12]

[13]

[14]

[15]

[16]

[17]

[18]

X.J. Chen, V. V. Bevara, P. Andrei, M. Hendrickson, E.J. Plichta, J.P. Zheng, Combined
Effects of Oxygen Diffusion and Electronic Resistance in Li-Air Batteries with Carbon
Nanofiber  Cathodes, J.  Electrochem. Soc. 161 (2014) A1877-A1883.
doi:10.1149/2.0721412jes.

C.O. Laoire, S. Mukerjee, K.M. Abraham, E.J. Plichta, M.A. Hendrickson, Influence of
Nonaqueous Solvents on the Electrochemistry of Oxygen in the Rechargeable Lithium—Air

Battery, J. Phys. Chem. C. 114 (2010) 9178-9186. doi:10.1021/jp102019y.

X. Zhang, L. Hua, E. Yang, Z. An, J. Chen, X. Chen, et al., A Simple Method of Making a
Li-Air Battery with Longevity, Int. J. Electrochem. Sci. 7 (2012) 10562-105609.

G. a Elia, J. Hassoun, W.-J. Kwak, Y.-K. Sun, B. Scrosati, F. Mueller, et al., An Advanced
Lithium-Air Battery Exploiting an lonic Liquid-Based Electrolyte., Nano Lett. 14 (2014)
6572—7. doi:10.1021/n15031985.

J. Yuan, J.-S. Yu, B. Sundén, Review on Mechanisms and Continuum Models of Multi-
Phase Transport Phenomena in Porous Structures of Non-Aqueous Li-Air Batteries, J.
Power Sources. 278 (2015) 352—369. doi:10.1016/j.jpowsour.2014.12.078.

K. Yoo, S. Banerjee, P. Dutta, Modeling of Volume Change Phenomena in a Li—air Battery,
J. Power Sources. 258 (2014) 340-350. doi:10.1016/j.jpowsour.2014.02.044.

M. Balaish, A. Kraytsberg, Y. Ein-Eli, A Critical Review on Lithium-Air Battery
Electrolytes., Phys. Chem. Chem. Phys. 16 (2014) 2801-22. d0i:10.1039/c3cp54165g.

J. Newman, K.E. Thomas-Alyea, Electrochemical Systems, 3rd ed., John Wiley & Sons,
Hoboken, NJ, 2004.

A. Nyman, M. Behm, G. Lindbergh, Electrochemical Characterisation and Modelling of the
Mass Transport Phenomena in LiPFe—EC—EMC Electrolyte, Electrochim. Acta. 53 (2008)
6356—-6365. doi:10.1016/j.electacta.2008.04.023.

P. Andrei, J.P. Zheng, M. Hendrickson, E.J. Plichta, Modeling of Li-Air Batteries with Dual
Electrolyte, J. Electrochem. Soc. 159 (2012) A770-A780. doi:10.1149/2.010206jes.

203



[19]

[20]

[21]

[22]

[23]

[24]

[25]

[26]

[27]

[28]

A. Faghri, Y. Zhang, Transport Phenomena in Multiphase Systems, Academic Press, 2006.
d0i:10.1016/0167-2738(81)90101-6.

W. Lai, F. Ciucci, Mathematical Modeling of Porous Battery electrodes—Revisit of
Newman’s Model, Electrochim. Acta. 56 (2011) 4369-43717.
doi:10.1016/j.electacta.2011.01.012.

H. Bahrami, A. Faghri, Review and Advances of Direct Methanol Fuel Cells: Part II:
Modeling and Numerical Simulation, J. Power Sources. 230 (2013) 303-320.
doi:10.1016/j.jpowsour.2012.12.009.

A.J. Bard, L.R. Faulkner, Electrochemical Methods: Fundamentals and Applications, 2nd
ed., John Wiley & Sons, 2001.

J. Donea, A. Huerta, J. Ponthot, A. Rodr, Arbitrary Lagrangian — Eulerian Methods, in:
Encycl. Comput. Mech., 1999: pp. 1-25. doi:10.1002/0470091355.ecm0009.

W.A. Tucker, L.H. Nelken, No Title, in: W.J. Lyman, W.F. Reehl, D.H. Rosenblatt (Eds.),
Handb. Chem. Prop. Estim. Methods, American Chemical Society, Washington DC, 1982.

J. Read, K. Mutolo, M. Ervin, W. Behl, J. Wolfenstine, A. Driedger, et al., Oxygen
Transport Properties of Organic Electrolytes and Performance of Lithium/Oxygen Battery,
J. Electrochem. Soc. 150 (2003) A1351-A1356. d0i:10.1149/1.1606454.

J. Read, Characterization of the Lithium/Oxygen Organic Electrolyte Battery, J.
Electrochem. Soc. 149 (2002) A1190-A1195. doi:10.1149/1.1498256.

C.Y. Jung, T.S. Zhao, L. An, Modeling of Lithium—oxygen Batteries with the Discharge
Product Treated as a Discontinuous Deposit Layer, J. Power Sources. 273 (2015) 440-447.
doi:10.1016/j.jpowsour.2014.09.103.

T.E. Daubert, R.P. Danner, Physical and Thermodynamic Properties of Pure Chemicals:
Data Compilation, Taylor & Francis, Washington, DC, 1989.

204



[29]

[30]

[31]

[32]

[33]

[34]

[35]

D.T. Sawyer, G. Chlerlcato, C.T. Angells, E.J. Nannl, T. Tsuchlya, Effects of Media and
Electrode Materials on the Electrochemical Reduction of Dioxygen, 2 (1982) 1720-1724.

J.P. Southall, H.V.S.A. Hubbard, S.F. Johnston, V. Rogers, G.R. Davies, J.E. Mclntyre, et
al., lonic Conductivity and Viscosity Correlations in Liquid Electrolytes for Incorporation
into PVDF Gel Electrolytes, Solid State lonics. 85 (1996) 51-60.

B.T. Ahn, H. Jeon, B.Y. Hur, K. Kim, JW. Park, Effect of Various Lithium Salts in
TEGDME Based Electrolyte for Li/Pyrite Battery, Solid State Phenom. 124-126 (2007)
971-974. doi:10.4028/www.scientific.net/SSP.124-126.971.

K.M. Abraham, Z. Jiang, A Polymer Electrolyte-Based Rechargeable Lithium/Oxygen
Battery, J. Electrochem. Soc. 143 (1996) 1. doi:10.1149/1.1836378.

Y.R. Dougassa, J. Jacquemin, L. El Ouatani, C. Tessier, M. Anouti, Viscosity and Carbon
Dioxide Solubility for LiPFe, LITFSI, and LiFAP in Alkyl Carbonates: Lithium Salt Nature
and Concentration Effect, J. Phys. Chem. B. 118 (2014) 3973-3980.
doi:10.1021/jp500063c.

S.G. Stewart, J. Newman, The Use of UV/vis Absorption to Measure Diffusion Coefficients
in LiPFs Electrolytic Solutions, J. Electrochem. Soc. 155 (2008) F13-F16.
d0i:10.1149/1.2801378.

Y.-C. Lu, D.G. Kwabi, K.P.C. Yao, J.R. Harding, J. Zhou, L. Zuin, et al., The Discharge
Rate Capability of Rechargeable Li-O> Batteries, Energy Environ. Sci. 4 (2011) 2999-3007.
doi:10.1039/c1ee01500a.

205



Table 4-1 Structural parameters of the Li—air coin cell

Radius [mm] Original thickness [mm] Original porosity
Electrodes Opening GDL  Cathode Separator Anode GDL  Cathode Separator
2.5 0.1 0.1 0.8 0.025 0.2 0.75 0.73 0.5
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Table 4-2 Effective domains of each dependent variable and corresponding boundary and

initial conditions

Variable Effectlye Boundary Condition (BC) and Initial Condition (IC)
Domain
oCy oc, 1-t
©" —*+=0;@:-Dff —H="—=1;
C.i» €q. (6) Sep®, Cath* oz ez F
IC: C;=1M
ac
@®: Co, = = 0,.sat; 3 % -0;
COZ » €q. (8) Sepa Cath CO 82
IC: COZZCOZ,sat
@. %:0 @ _kEﬁ%_ | +k_D%
@y, eq. (12) Sep, Cath 0z ’ oz Cy oz
IC: ¢2 =0
@): Ofe _ ®): %:O‘@: —k" %: !
d..eq. (15) Cath, GDL" oz B oz 1-0,
IC: ¢1c = Eg
c (16)  GDL,AC’ ©: Nea =No,; @: Ny =0
,» €q. s
o IC: ¢, =0.21¢,
Y
®: Ce = . Co; I Noa =0
Cy,»eq. (17) GDL, AC Po
IC: C,=0
0
* @: ¢1a:0;®: _kLi ¢1a—|
¢y.eq.27)  Ano oz
IC: ¢,=0
&, eq. (21) Sep, Cath IC: &,=0

* Sep: Separator; Cath: Cathode; GDL: Gas Diffusion Layer; AC: Air Chamber; Ano: Anode.
** (1) — (8): Boundaries shown in Figure 4-2.
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Table 4-3 Solvent/Electrolyte properties of the Li-air coin cell

DMF TEGDME
Diffusion coefficient in air [x10°m?s~  Dso 9.49 5.13
1
]
Vapor pressure [Pa] Ps 516 [28] 1.33
Molecular weight [g mol] M;s 73.09 78.13
Density [kg m~] s 948 1100.4
O solubility [mol m~3] Co, sat 4.8 [29] 4.84[25]
O diffusivity [x10° m? s} Do, 1.93 0.217[10]
lonic conductivity [S/m] Ke 1.0[30] 0.06 [31]
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Table 4-4 Parameters used in the simulation model of a Li-air coin cell

Parameter Symbol Value
Cathode specific area [m? m™3] Aep o 3.75x106 [4]
Cathode rate constant [A m™] kr 2.5x107°
Transfer coefficient o a, 0.5
Cathode theoretical potential [V] E; 3.1[32]
Ar_1£)de exchange current density [A 1 [5]
m™]
Density of lithium [g cm™] Pui 0.534
Density of carbon [g cm™3] P 2.0
Density of lithium peroxide [gcm™]  Auio, 2.14
Density of PTFE [g cm ™3] Perre 2.2
Electric resistivity of Li2O2 [Q m?] Ruio, 50 [4]
?Il;fuswlty of Oz in electrolyte [m? D, 3.98x1010 [33]
Salt diffusivity in electrolyte [m?s™] Dui 1.5x10 [34]
Molecular weight of lithium [g mol™] My 6.94
Molecular weight of Li>O2 [gmol™] Mo, 45.88
Transference number 5 0.43 [35]
0.28687c ;> —0.74678c,, +0.44103
Thermodynamic factor 1+dinf, /dinc  0.1287c,;* —0.4106¢,,* +0.4717c,, +0.5508
[17]
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Chapter 5 Analysis of a Permselective Membrane-Free Alkaline Direct

Ethanol Fuel Cell

A physical model is developed to study the coupled mass and charge transport in a
permselective membrane-free alkaline direct ethanol fuel cell. This type of fuel cell is not only
free of expensive ion exchange membranes and platinum based catalysts, but also features a facile
oxygen reduction reaction due to the presence of alkaline electrolyte. The proposed model is first
validated by comparing its predictions to the experimental results from literature and then used to
predict the overall performance of the cell and reveal the details of ion transport, distribution of
electrolyte potential and current density. It is found that: (i) KOH concentration lower than 1 M
notably impairs cell performance due to low electrolyte conductivity; (ii) the concentration
gradient and electrical field are equally important in driving ion transport in the electrolyte; (iii)
the current density distributions in the anode and cathode catalyst layers keep non-uniform due to
different reasons. In the anode, it is caused by the ethanol concentration gradient, while in the
cathode it is because of the electrolyte potential gradient; and (iv) at low cell voltage, current
density distribution in the catalyst layer shows stronger non-linearity in the anode than in the

cathode.
5.1 Introduction

With the advancement of material and electrochemical engineering, alkaline fuel cells regained
research interests over the last several years. Among them, those using liquid fuels such as ethanol
are regarded as good candidates to replace the once-promising direct methanol fuel cell (DMFC)
as a portable power supply. In these fuel cells, because the charge transfer ion is OH" instead of
H*, anion exchange membranes (AEM) are used instead of proton exchange membrane as in

DMFC. They could conquer some fundamental problems of the DMFC by offering more facile
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electrochemical kinetics in alkaline environment and a cheaper price due to the use of non-noble
catalysts. Furthermore, fuel crossover is alleviated, leading to a higher efficiency and power
density.

The state-of-the-art AEMs are still expensive and have relatively low ionic conductivities,
however. They also face the problem of rapid performance degradation [1]. After a close inspection
of the working mechanism of these fuel cells, it is found that AEM is not an indispensable part for
them to operate. The liquid fuel is usually an aqueous solution of alcohol and alkali hydroxide,
which can serve as electrolyte itself. At the same time, the cathode catalysts are usually highly
tolerant to alcohol. Thus, the AEM can simply be replaced by a very low cost dielectric separator.
This separator does not prevent the transport of reactants as an AEM does. Its only function is to
prevent short circuits between the anode and cathode. In 2009, Zhang et al. [2] applied for a US
patent which proposed a fuel cell called a permselective membrane-free direct fuel cell
(PMFDFC). It lowers the cost of the fuel cell and avoids the problem of low conductivity of AEMs.
The membrane-free alkaline fuel cell is the focus of this study.

Among the many choices of liquid fuels for compact fuel cells, including ethanol [3, 4],
methanol [5], and borohydride [6], ethanol owns many merits over other candidates, such as low
toxicity, lower cost, low carbon footage and market-readiness. A PMFDFC that uses an aqueous
solution of ethanol and KOH as fuel will be referred to as a permselective membrane-free alkaline
direct ethanol fuel cell (PMF-ADEFC) in this study.

The reported studies on membrane-free fuel cells are still very scarce, both in experimental
and modeling approach. Some relevant modeling studies are briefly reviewed as follows.

Verma and Basu [7] provided an analytical model on the traditional dissolved fuel alkaline fuel

cell, which has the same working principle as PMF-ADEFC. The model can predict the overall
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performance of an alkaline fuel cell using ethanol, methanol or sodium borohydride as fuel [8, 9].
Since it is an analytical model, however, it cannot predict the mass transport characteristics such
as the distribution of fuel, electrolyte concentrations and potentials.

Laminar Flow Fuel Cell (LFFC) is another kind of membrane-free fuel cell. It relies on the
smooth interface between two laminar flow layers to separate the anode and cathode reactants and
transfer ions. It uses neither ion exchange membrane nor a porous separator. The simulation model
developed by Sprague and Dutta [10] on LFFC is a two-dimensional model based on Nernst-
Planck and Poisson equations. It successfully illustrates the flow and mass transport in a LFFC
and the effects of electric double layer on the surface of electrode. However, since it treats the
electrode as a one-dimensional flat surface, the effect of electrode parameters such as porosity,
liquid saturation in cathode layers cannot be evaluated through this model.

Jo and Yi [11, 12] developed a simulation model on classical alkaline fuel cells. It is the most
comprehensive simulation study in literature on alkaline fuel cells. The simulation results agree
with experimental data on NASA’s Orbiter fuel cell and the model is used to predict the effect of
electrolyte concentration and operating pressure on cell performance.

Bahrami and Faghri [13-15] developed a numerical model on an anion exchange membrane
direct ethanol fuel cell which was the first physical model provided for this kind of fuel cell.

A one-dimensional numerical model on a PMF-ADEFC is developed in this study, with the
following uniqueness and merits: (i) it is the first numerical model on PMF-ADEFCs predicting
the cell performance in terms of polarization curves, the effect of fuel concentrations and electrode
parameters; (ii) it provides the details on ion distribution, fuel and oxidant distribution in porous

electrode and the roles of concentration gradient and electric field on ion transport.
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5.2 Physical Model

Figure 5-1 shows the operating principles of a PMF-ADEFC. The fuel reservoir contains an
aqueous solution of ethanol and potassium hydroxide (KOH). Ethanol diffuses through the anode
diffusion layer (ADL), a porous layer built of carbon powder (XC72) and PTFE. The anode
catalyst layer (ACL) consists of carbon supported palladium particles and anion exchange

ionomers, where ethanol is oxidized into acetic acid and releases electrons [16]:
CH,CH,OH+4 OH - CH,COOH+3H,0+4 ¢ (1)

At the cathode side, oxygen diffuses from ambient through cathode diffusion layer (CDL) with
a similar structural material to the ADL. In the cathode catalyst layer (CCL), Oxygen combines
with water to generate hydroxyl ions in the presence of carbon supported catalyst particles, usually

iron, copper or manganese oxide:
0,+2H,0+4e -4 0H" (2)

OH-" ions then move through the porous separator (SEP), reach ACL and take part in the ethanol
oxidation reaction (EOR) of eq. (1). The separator is a dielectric porous layer where reactants and
ions are free to move through. The five-layer structure shown in Figure 5-1 is similar to that of the
alkaline fuel cells using an AEM with the difference being that the separator does not serve as a
barrier for fuel and electrolyte solution between the anode and cathode, therefore, the reactants and
ions are distributed across all of the layers.

In this study, a physical model is developed to predict the operating principals of the PMF-
ADEFC described above. The following assumptions are made:

e Consistent to the application of direct alcohol fuel cells for compact portable power
supplies, a passive mode of cell operation is considered. The bulk velocity, and consequently the
convective terms in mass transport equations, are thus assumed to be negligible;

225



e Due to the relatively low power density and heat generation, the cell operates in an
isothermal condition;

e The concentration of water is much higher than that of ethanol and KOH. Thus, it is constant
throughout all layers;

e The Kkinetics of oxygen reduction reaction (ORR) and ethanol oxidation reaction are
approximated by Tafel expressions;

e The anode is fully saturated with ethanol and KOH aqueous solution. The liquid saturation
in the cathode is set to 0.2;

e Diffusion is considered by Fick’s law, and the multi-component effects are neglected;

e Ethanol consumption in the CCL is negligible due to the low activity of cathode catalyst for
the ethanol oxidation;

e The reaction between acetic acid and potassium hydroxide is neglected.

e The effect of potassium hydroxide concentration on the electrochemical kinetics is
neglected due to the lack of an appropriate kinetics model.
5.2.1 Governing equations

The computation domain shown in Figure 5-1 includes five porous layers. While ethanol and
ions (K" and OH") exist in all layers, oxygen mainly remains in the cathode side in gas phase.
Ethanol and oxygen are not charged species, so the electrical field has no effect on their transports,

which are described by [17]:

Ethanol: V-(Dg"VC, )+S, =0 ©)
Oxygen: V-(Dg'VC,)+S, =0 (4)
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where subscript E and O stand for ethanol and oxygen, respectively, and S is the source term due
to the consumption of ethanol and oxygen by electrochemical reactions in the catalyst layers,

respectively:

o _|Ru/4F AcL -
E 0 others
o | Ru/4F cCL ©
° o others

where Rox and Rreq are the oxidation and reduction reaction rates in the catalyst layers, respectively,

and will be defined later by the electrochemical kinetics.

The effective diffusion coefficients in porous media, D" , are calculated from bulk diffusivity

using the Bruggeman correction [7]:

D' =D (&-s) (7)
D" =D, [e-(1-5) [ (8)

where 7 is a constant coefficient, De and Do are respectively the bulk diffusion coefficients of
oxygen and ethanol, ¢ is the porosity, and s is the liquid saturation.
The transports of ions are governed by the Nernst-Plank equation, considering the effect of

both concentration gradient and electrical field:

OH" : V+(D§,\VCoy )+ 2oy V+(404CoiV P, )+ So =0 (9)
K*: V-(D{'VC, )+2, V-(1g'C VD, )=0 (10)

where subscripts OH and K represent OH™ and K™, respectively, e denotes the electrolyte phase

and x°" is the effective electrical mobility of the ions in the liquid phase. Electrical mobility is the
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ratio of the drift velocity of a charged particle to the magnitude of the electric field it is in. The

effective electric mobility of an ion in porous media can be estimated by:
pt =y (es) (11)

Son in eq. (9) is the source term due to the consumption of OH" in the catalyst layers:

-R,, / F ACL
Son =1R / F CCL (12)
0 others

To maintain electro-neutrality, the following relation must be fulfilled:
Con =Cx =Cyon (13)
Since potassium ions do not take part in the electrochemical reactions, there should be no net

flux of K* across interface (I) as numbered in Figure 5-1. Therefore:
Interface (1): D’ VCy + 244 C VD, =0 (14)

Combining egs. (10), (13) and (14), the governing equation for K* transport reduces to a first order

differential equation:
2 4 Coou VO, + DI VC, (., =0 (15)

Equation (15) is substituted into eq. (9) to eliminate V@s:

_Deff eff
V- ( Dgf:ichOH ) + ZOHv : [#ﬁm vCKOH ] + SOH =0 (16)
K/MK

Having set the governing equation for electrolyte concentration Ckon by eq. (16), eq. (15) is
used to solve for the electrolyte potential, @e.

The carbon phase potential in the catalyst layers and diffusion layers are governed by Ohm’s

law [18]:
V(0. VP )-R, +R, =0 (17)
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where subscript C represents the carbon phase.

5.2.2 Boundary conditions
The boundary conditions at interfaces (I) through (V1) for all the variables are summarized in
Table 5-1 and explained as follows:

Electrolyte potential (®¢) and Hydroxide potassium concentration (Ckon):

At steady state, the OH" ions generated in the CCL are transported to and then consumed in the

ACL. Therefore, there is no net flux of OH" through interface (1):

Interface (1): ZOH/ugfLCKOHVQe + DgfI:VCKOH =0 (18)
Combining this restriction with eq. (15), the following boundary conditions is concluded at
interface (I):

Interface (1): V&, =0, VC,,, =0 (19)
The boundary conditions of eq. (19) can also be physically proved by considering two possible
scenarios, illustrated in Figure 5-2: (i) If the slopes of @. and Con distribution have the same signs
at interface (1), as in Figure 5-2(a), the concentration gradient drives both K* and OH" to the right,
while the electrical field drags K™ to the right and OH" to the left. Thus, eq. (18) is satisfied, but
eq. (15) is not; (ii) If @e and Con have opposite slopes, as in Figure 5-2(b), this configuration

fulfills eq. (15) but not eq. (18). Therefore, the only possible boundary conditions at this interface
are V@, =0 and VC,, =0.

The two boundary conditions in eq. (19) are not independent, however. If one is fulfilled, so
will be the other through eq. (15). Therefore, another boundary condition must be set at this

boundary:

Interface (1): C,y =constant
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This reflects the assumption of a constant KOH concentration in the reservoir.

Ethanol:

The boundary condition of ethanol at interface (1) is similar to that of KOH. A constant ethanol
concentration is assumed because of a stable supply from the large fuel reservoir. At cathode side,
because of the volatility of ethanol, its evaporation into the ambient must be considered. The mass
transfer coefficient at this interface is taken from the natural convection correlations on a horizontal

surface facing up [19]:
Interface (VI): Sh=0.54(Gr- 80)0'25 (20)
where the Grashof number is:

_ 9P|AP| L:Zh
- 2

7

Gr

where Len is the characteristic length, chosen to be 2 cm, and w is viscosity.

Oxygen:

Since the solubility of oxygen in the liquid phase is much lower than that in the gas phase, a
zero oxygen mass flux is considered at interface (1V). At interface (V1), a natural convection mass
transfer similar to ethanol is considered and the same correlation as eq. (20) is used.

Carbon phase potential:

The carbon phase potential is set to zero at interface (1) and to Ve at interface (V1). Thus, the

cell voltage is fixed:

VceII = ®C,c (L) _¢C,a (0) (21)
where subscript a and ¢ stand for anode and cathode, respectively.
At interface (111) and (IV), since there is no net current flux, the corresponding boundary

conditions are specified:
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Vb, =0 (22)

5.2.3 Electrochemical kinetics
Electrochemical reaction rates in egs (5), (6) and (12) are determined by the electrochemical

kinetics model. The overpotentials driving electrochemical reactions are defined as [18]:

Anode: 7, =P, P, -U, (23)

Cathode: 77, =P . — D, U, (24)
where U refers to the thermodynamic equilibrium voltage and sets to be -0.766 V and 0.401 V for
Ue and Uo, respectively.

The electrochemical kinetics adopted in this study follows the model proposed by Bahrami and
Faghri [13]. The EOR rate is approximated by the Tafel model:

CcCt 7a an =
R — Jref E.a ex a'la 25
0X 0,E (Céﬁ;} p( RUT ( )

where the superscripts CL and ref denote the catalyst layer and the reference value, respectively.

3 is the anode exchange current density, o is the transfer coefficient, » is the overpotential as

defined in eq. (23), F is Faraday’s constant, Ry is the universal gas constant, T is the temperature

and ya is the order of oxidation reaction rate, determined by the ethanol concentration in the ACL:

0 CCL > Cref
Vo= {1 o <o (26)
Ea — YEa
At the cathode, the ORR rate is also modeled by following the Tafel kinetics:
CCL Ve a.n F
Reg =Jdon| === | exp| —2— 27
red O,O(Cée’]::} p( RUT j ( )

where
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- {o ce >ce

- f (28)
L Cg.<Co;
5.2.4 Physical properties
Ethanol and oxygen diffusion coefficients are determined as [18, 20]:
D =(-5.7939x; +11.696x; —6.1678x. +1.3679)x10" (29)
T 1.823
D, =1.775x x107° (30)
273.15

where Xe is the molar fraction of ethanol. It is calculated from ethanol and KOH concentrations
based on ideal solution approximation.

The diffusion coefficients of ions in a binary KOH electrolyte solution are expressed as [12,

21]:
D

D = KOH

T (31)
D

D. = KOH

o 21-toy) (32)

where Dkon is the diffusion coefficient of KOH in water, and ton and tk are the transference
numbers of OH and K*, respectively.
The KOH diffusion coefficient at 313K is obtained from the experimental data reported in [22]

and fitted to a polynomial function:

Doy = 2.805x107° —1.808x107C,,,%° +6.333x107°C,,,

33
~4.820x107°C,* +1.066x107'C,, 59

The transference numbers ton and tk are assumed to be independent of the electrolyte

concentration. Therefore, they are calculated based on an infinite dilute KOH solution:
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OH OH A(())H+/IOK ()
2/0
= (3)

where /° is the limiting ionic equivalent conductance of an ion [23].

The electrical mobility of ion i is expressed as [24]:

A
b= W (36)

where Zi is the equivalent ionic conductivity of ion i, and is related to the equivalent conductance
of the KOH solution Akon by:
& =tAyon (37)

Axon Is calculated through:

K
AKOH =8 (38)

KOH
where Koy is the specific ionic conductivity of aqgueous KOH solution, and obtained as [25]:

Koy =—0.2041C, ., —0.28x10°°C, ;> +0.5332x10°C,, - T
(39)
+2o.7zc_*<rﬂ+ 0.1043x10°C,,;* —0.3x10™°C, > - T?

The Finite Volume Method (FVM) is employed to solve the coupled governing equations [26].
An iteration based on the bisection method is implemented to solve for @¢(0) in eq. (15) and

achieve the overall charge balance in the computation domain, i.e.:

law = | Roe= [ Res (40)

ACL CCL
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5.3 Results and discussion

Using the model described above, numerical simulations are conducted with different fuel cell
parameters to study their effects on mass transport processes and cell performance.

First, the proposed model is calibrated against the experimental results of [2]. The calibrated
parameters are listed in Table 5-2 with asterisk. All predictions in this study are based on the values
provided in Table 5-2 unless otherwise specified. The cell temperature is 313 K. Concentrations
of ethanol and KOH in the reservoir are 1M and 2.4 M, respectively. The cathode is exposed to
ambient air. Figure 5-3 shows the comparison between the present numerical prediction and the
experiment values of [2].

In the following sections, if not otherwise specified, the concentration of ethanol and KOH are

both kept at 1 M. Cell temperature is 313K and cathode is exposed to ambient air.

5.3.1 Effect of ethanol and potassium hydroxide concentration on the cell performance
Figure 5-4 shows the polarization curves for various reservoir ethanol concentrations from 0.5
M to 2 M. Ckonyres is kept at 1 M. It is seen that ethanol concentration has a great impact on the
maximum power density. With 0.5 M ethanol in reservoir, the highest power density is 14.5
mW/cm?, while 2 M ethanol in reservoir enhances the highest power density to 40.5 mW/cm?.
The concentration of KOH influences the cell performance by changing the electrolyte
conductivity in the separator and catalyst layers. Figure 5-5 shows the polarization curves for
various reservoir KOH concentrations ranging from 0.1 M to 2 M. Ethanol concentration in the
reservoir is kept at 1 M. When KOH concentration is 0.1 M, maximum power density is 21.9
mW/cm?, whereas with 2 M KOH the maximum power density is 25.9 mW/cm?. Figure 5-4 and
Figure 5-5 also show that the effect of KOH and ethanol concentrations is more significant in the

vicinity of maximum power density.
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In order to further investigate the effect of the electrolyte concentration on the cell
performance, Figure 5-6 decomposes overpotential into three parts: (i) anode overpotential that
drives the EOR, (ii) ohmic overpotential over electrolyte, and (iii) cathode overpotential that drives
the ORR. It is seen that in order to reach higher current density, overpotential caused by ohmic
resistance increases and higher anode and cathode overpotentials are needed. With higher KOH
concentration, hence lower ionic resistance, the ohmic overpotential is largely alleviated. It is also
seen that the overpotential over anode and cathode are at the same level at low current densities,
while at higher current densities anode overpotential dominates because ethanol transport is more

limited, which will be discussed below.

5.3.2 Mass transport

Concentration of reactants and reaction rates are interconnected, as evident by egs. (25) and
(27). While higher reaction rates lead to a faster consumption of reactants, lack of reactants
decelerate the reaction rates. The distribution of ethanol concentration is a result of this relation.
Figure 5-7 shows the distribution of ethanol concentration under different cell potentials. In the
ADL, ethanol distribution is nearly linear and Ce decreases toward the ACL where it is consumed.
With the decrease in cell voltage, current density increases, resulting in faster EOR and lower
ethanol concentration in the ACL. When the cell voltage is 0.1 V, the ethanol in the ACL is nearly
depleted, causing the fuel cell to operate in the mass transport limit condition.

Figure 5-8 shows the distribution of oxygen concentration in the CCL and the CDL. Since the
diffusion coefficient of oxygen in the gas phase is much higher than in liquid phase, the separator
is nearly impermeable to oxygen. Infinitesimal oxygen is available in the separator with a zero
oxygen concentration gradient at interface IV. In the CCL and CDL, the oxygen distribution is

almost linear. However, the decrease in oxygen concentration in the cathode from the ambient is
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less than 1 M in all cases. The oxygen concentration never drops to zero in the CCL, even under
very low cell voltage. This means that the mass limit condition is caused by the anode mass
transport rather than the cathode.

Figure 5-9(a) shows the normalized reaction rate distributions in the ACL. The reaction rate in
the ACL decreases along the x-direction. This is because the reaction rate directly scales with the
ethanol concentration. Furthermore, it is evident that the non-linearity of Rox increases with higher
current density. This is consistent with the trend of ethanol distribution in the ACL shown in Figure
5-7. Similar phenomenon was also proved by the result of [27]. Figure 5-9(b) shows the ORR rate
in the CCL. Unlike the reaction rate distribution in ACL, the reaction rate is higher where the
reactant concentration is lower (smaller x). To explain this, another factor that influences the
reaction rate other than reactant concentration should be considered, the overpotential that drives
the electrochemical reaction. As defined by eq. (24), cathode overpotential is determined by carbon
phase potential, electrolyte potential and equilibrium potential of oxygen reduction in alkaline
environment. Because the conductivity of carbon is very high, the potential drop in carbon phase
is usually very small, in the order of 102 mV, therefore the difference in overpotential at different
parts of the catalyst layer is mainly governed by electrolyte potential. Therefore, the distribution
of electrolyte potential needs to be analyzed.

Figure 5-10 shows the electrolyte potential distribution. Because the level of electrolyte
potential varies in a wide range under different cell voltages, to compare them, all of the values
are subtracted by the electrolyte potential at the center point of the separator, @ (x = L/2). It shows
that the potential drop in the separator layer is nearly linear, while in the CCL, a significant non-
linear drop along x is observed. This is mainly because ions can only be transported in the liquid

phase electrolyte while liquid saturation in the CCL is only 0.2. This leads to a larger ion
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concentration change, and in turn influences the electrolyte potential. The large electrolyte
potential gradient in the CCL results in a higher overpotential in the CCL further away from
interface VI (smaller x) , providing more driving force for the ORR and explaining the higher
reaction rate, as shown in Figure 5-9.

The movements of ions in the electrolyte are governed by electrical field and the electrolyte
concentration, as evident by egs. (15) and (16). Figure 5-11 shows the KOH concentration
distribution under difference cell voltages. At the left boundary, KOH concentration is kept
constant by the reservoir supply. OH" ions are generated in the CCL, causing a lift in the local
electrolyte concentration. They are then driven by the concentration gradient and electrical field
to the ACL where they are consumed. With a lower cell voltage, hence a higher current density,
more OH ions are generated as shown by the higher local KOH concentration in the CCL. This
also means that in the CCL and CDL, the K concentration is the highest. At the same time, these
layers are closer to air supply, which makes these places more vulnerable to carbonate
precipitation.

As discussed above, the movements of ions are driven by both diffusion and migration. Figure
5-12(a) shows the molar flux of K* ion by migration and diffusion. Diffusion and migration have
the same magnitude but opposite signs in the ACL, separator and CCL, which leads to a zero net
flux of K* ion. Figure 5-12(b) shows the molar flux of OH" ion. In comparison to K* ions, the
molar fluxes of OH" ion caused by diffusion and migration have the same signs. This means that
concentration gradient and electrical field drives the OH ion in the same direction, from cathode
to anode. At the same time, the magnitude of both flux are almost the same. Thus, neither can be
neglected in simulation models. This can be explained by inspecting eq. (16), where the first and

second terms on the left side represent the local gradient of the diffusion and migration flux,
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respectively. In an infinite solution, the mobility of the ions is related to their diffusivities by the

Einstein relation [28]:

_ DF (41)

ksTN,

Thus, the coefficient in the second term of eq. (16) would equal the coefficient in the first term.
Another ion transfer characteristic observed from Figure 5-12 is that the flux distribution in the
ACL shows more non-linearity than in the CCL at low cell voltages. This is because the ion flux
is directly influenced by the reaction rate, which deviates from linear distribution a lot more in the

ACL than in the CCL at low cell voltages, as shown in Figure 5-9.

5.3.3 Fuel utilization rate

Not all the ethanol transported from the fuel reservoir is used to generate electricity. Some
evaporated through interface (V1) into the ambient and is thus wasted, while the rest reacts in the
ACL. As evident in Figure 5-7 at interface (V1), there exists a concentration gradient for ethanol,
creating a net flux of ethanol exiting the system into ambient. This ethanol flux decreases with a
lower cell voltage because of a lower ethanol concentration at interface (\V1). A fuel utilization rate
u is defined as:

u= Icell (42)
4FN! +1

E vap cell

Figure 5-13 shows the dependence of the fuel utilization rate on the cell voltage and fuel
concentration in the reservoir. As seen for a high cell voltage (a low current density), most of
ethanol remains unreacted. Thus, a high concentration of ethanol at interface (V1) results in an
increase in the evaporation rate and a waste of ethanol. Fuel Utilization rate approaches 1 when
the cell voltage approaches zero. In this condition, however, the power density and thermodynamic

efficiency of the fuel cell is very low. Therefore, in practice an optimal working voltage should be
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a balance between cell voltage, power density, efficiency and fuel utilization rate. Figure 5-13 also

shows that higher ethanol concentration in reservoir leads to lower fuel utilization rate.

5.3.4 Effect of separator thickness on cell performance

The variation of the cell current versus the separator thicknesses for a constant cell voltage is
shown in Figure 5-14. It shows that for a constant cell voltage the fuel cell with a thinner separator
has higher current density and the dependence is almost linear. This is because thickening of the
separator linearly increases ohmic resistance of the fuel cell. Another phenomenon observed is that
the variation of current density with different separator thickness is larger when Ve is 0.3 V.
When the cell voltage is either very high, such as 0.5 V, or very low, such as 0.1 V, the current
density is not sensitive to separator thickness. This is because at higher voltage, current density is
mainly controlled by electrochemical kinetics, whereas at low voltage, the cell is mass transport
controlled. In both situations, electrolyte conductance plays a minor role in current output. It
should be noted that in an actual cell, the optimal separator thickness is also influenced by other
factors, such as mechanical strength, catalyst migration, etc. It is not always true that a thinner

separator leads to a higher current density.
5.4 Conslusions

A physical model is developed to investigate the operation of a PMF-ADEFC. Details on mass
and charge transport are obtained for a better understanding of the operational principle and
achieving the optimal fuel cell design. The following conclusions are made upon analyzing the
simulation results:

(i) Concentration of ethanol influences power density greatly. With 0.5 M ethanol in the

reservoir, the highest power density is 14.5 mW/cm? while 2 M ethanol in the reservoir enhances
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the highest power density to 40.5 mW/cm?. KOH concentration has little effect on cell
performance when it is above 1M.

(i) Anode and cathode kinetic overpotential contribute almost equally to the overall
overpotential; overpotential caused by the ionic resistance of electrolyte is only significant when
KOH concentration is as low as 0.1M.

(iii) Diffusion and migration are equally important in driving ion transport in the electrolyte.

(iv) The current density distribution in the anode and cathode catalyst layers keeps non-uniform
due to two different reasons. In the anode it is caused by the ethanol concentration gradient,
whereas in the cathode it is because of the electrolyte potential gradient. Current density
distribution in the anode catalyst layer shows stronger non-linearity at low cell voltages;

(v) Variation of current density with different separator thickness’ is larger when Veen = 0.3 V

because electrolyte conductance plays a major role in current output around this potential range.
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Nomenclature

C
D
E

Gr

Jo
ks
Len
N

Na

Sc

Sh

Molar concentration, mol m
Diffusivity, m? st

Faraday constant, 96485.3415 Coulomb mol*
Grashof number

Current density, A m

Exchange current density, A m
Boltzmann’s constant, J K!
Characteristic length, m

Molar flux, mol m2s

Avogadro constant, mol

Power density, mW cm

Reaction rate, A m™

Universal gas constant, 8.31446 J mol™* K1
Liquid saturation

Source term

Schmidt number

Sherwood number

transference number

Temperature, K

Fuel utilization rate

Thermodynamic equilibrium voltage, V

Voltage, V
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X Coordinate, m, or molar fraction
z Charge number of ions

Greek

0a Oxidation transfer coefficient
ac Reduction transfer coefficient
y Order of reaction

€ Porosity

n Overpotential, V

K Specific conductivity, S m

P Limiting ionic equivalent conductance, m? Q* eq*
yl Equivalent ionic conductivity, m®> Q! eq?

A Equivalend conductance, m* Q' eq*

u Mobility, m? St V-1, Viscosity, kg m? s

p Density, kg m™

o Conductivity, S m?

T Constant coefficient in Bruggeman correction
0 Potential, V

Superscripts

CL  Catalyst layer

eff Effective value
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ref

Reference value

Subscripts

a Anode

am  Ambient condition

C Cathode

C Carbon phase

CCL Cathode catalyst layer
CDL Cathode gas diffusion layer
e Electrolyte

E Ethanol

g Gas phase

i Species i

K K" ion

KOH Potassium hydroxide
I Liquid phase

max Maximum value

min  Minimum value

@) Oxygen

OH OHion

0X Oxidation

red  Reduction

res  reservoir

w Water
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vap  Vaporization
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Table 5-1

Boundary conditions

Variables

Boundary

Boundary condition

Ethanol, Ce

Oxygen, Co

Electrolyte concentration, Ckon

Electrolyte potential, @

Cathode carbon phase potential , @c ¢

Anode carbon phase potential, @ca

Reservoir-ADL (1)

Ce = constant

CDL - Ambient (VI) Eqg. (20)
CDL - Ambient (VI) Eqg. (20)
Separator — CCL (IV)  VCo=0
Reservoir-ADL (1) Ckon = constant
CDL - Ambient (VI) VCkon=0
Reservoir-ADL (1) V&e=0
CDL - Ambient (V1) V=0
Separator-CCL (1V) Ve =0
CDL-Ambient (VI) V& =Veell
Reservoir-ADL () ®ca=0
ACL-Separator (111) Ve =0
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Table 5-2 Simulation parameters

Thickness

Porosity

Liquid saturation

Electrochemical kinetics

LabL 0.26 mm

LacL 0.04 mm

Lsep 0.40 mm

Leol 0.04 mm

Lcel 0.26 mm

€a 0.7

ESEP 0.6

& 0.7

Sa 1.0

Sc 0.2

0a 0.5

Joz” 2.0x10° A/m?®
ceh 1000 mol/m?
ac 0.5

Joo” 1.7x10° A/mé
ol 41.6 mol/m®

*: calibrated parameters
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Chapter 6 Comparison of Alkaline Direct Ethanol Fuel Cells with and

without Anion Exchange Membrane

The performance of three alkaline direct ethanol fuel cells (ADEFCSs) is investigated. All three
use identical anode and cathode electrodes, but one uses an anion exchange membrane (AEM) and
the other two use non-permselective porous separators. Ethanol was chosen as the fuel because of
its low toxicity, low carbon footage and market readiness. A direct comparison between ADEFCs
with and without AEM is reported. The performance of each cell is studied under different
operation conditions of temperature, reactants flow rate, ethanol and KOH concentrations. The
results show that with low cost porous separator, the ADEFC can reach similar power output as
those using expensive AEMs. With 1 M ethanol and 1 M KOH aqueous solution, the maximum
power densities of 26.04 mW/cm? and 24.0 mW/cm? are achieved for the ADEFC employing AEM
and porous separator, respectively. This proves the feasibility of replacing AEM with non-
permselective separators. The results suggest that improving the cathode structure in order to
provide a better oxygen supply is the key factor to enhance the performance of an anion exchange

membrane free ADEFC.
6.1 Introduction

As one of the earliest fuel cell technologies that entered real applications, alkaline fuel cells
(AFCs) have been used to power spacecraft since the Apollo-series missions and on space shuttles.
However, they had very limited impact outside of space and naval applications. When air instead
of oxygen is used as oxidant, the carbon oxide causes metal carbonate precipitation and severely
hinders AFC’s wider applications. In the last several years, interests in AFCs were re-established
because of the progress in better anion exchange membranes (AEMSs). By replacing liquid

electrolyte with solid AEMSs, the problem of carbonate precipitation is alleviated while the
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advantages of traditional AFCs remain. These advantages include good oxygen reduction reaction
(ORR) Kinetics in the alkaline environment, and a wide range of low cost non-noble catalysts
available in contrast to the Pt-based catalysts usually used in fuel cells operating in acidic media.

AEM is a category of polymer membranes that only allow anions, such as OH", to permeate
through while blocking other substances including cations and electrons [1]. On the molecular
level, AEMs consist of quaternized functional groups that adhere to a large polymer substrate, so
the anions can move through the membrane by hopping over the functional groups [2]. Among the
AFCs that using AEMs as electrolyte, some use liquid alcohol as fuel, typically ethanol, aiming at
replacing the direct methanol fuel cell (DMFC) as a portable power source. Usually the fuel is an
aqueous solution of ethanol and potassium hydroxide (KOH), therefore it is named alkaline direct
ethanol fuel cell (ADEFC). KOH is added into the fuel to enhance reaction kinetics and the ionic
conductivity of AEMs. A201-Tokuyama membrane, Pd-based catalysts for the anode and Fe-Co
based catalysts for the cathode are the most commonly used materials in reported studies.

The state-of-the-art membranes still face many performance issues [3], such as low ion
conductivity, poor mechanical strength, and fast performance degradation. In addition, the price
of ion exchange membranes is also a financial obstacle of fuel cell systems. For example, the price
for A201 Tokuyama membrane is over $1000/m? while the research grade separator films for
batteries cost only $20/m2. Although large scale production may significantly decrease the
projected price, the cost of the membrane will still account for a considerate portion of the total
cost of fuel cell stacks. Reports by Yang [4,5] on the cost analysis of proton exchange membrane
fuel cells (PEMFCs) using hydrogen or methanol as fuels show that the price of membranes usually

contributes to 8% of the manufacturing cost of a fuel cell stack.
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The above issues justify the efforts to replace the AEMs with non-permselective porous
separators. This is possible for the aforementioned alkaline direct liquid fuel cells (ADLFC)
because: (i) The fuel is usually an alkaline aqueous solution, which is able to serve as electrolyte.
(if) The cathode catalysts for ORR in an alkaline environment are usually highly tolerant of the
fuels such as ethanol. The sole function of the separator is to prevent an electronic short circuit
between the anode and cathode electrodes. The permeation of ethanol and KOH through the
separator is also much higher than that through AEMs [6,7]. There is a wide range of materials
that can be selected for this function.

A 2011 US patent filed by Zhang et al. [8] proposed a fuel cell called a permselective
membrane-free direct fuel cell. A porous PEEK (poly-etheretherketone) mesh was used as the
separator. The disclosed experimental results showed that the fuel cell using ethanol as fuel could
output 44 mW/cm? power by using ambient air as the oxidant. The patent filed by Yang et al. in
2006 [9], titled Dissolved Fuel Alkaline Fuel Cell, had a very similar structure to that in Zhang’s
patent [8], but it used potassium borohydride as fuel. Yang et al. [10] proposed an alkaline direct
methanol fuel cell that uses a polymer fiber membrane as the separator, LaNiO3z/CNT as the
cathode catalyst and commercial PtRu/C as the anode catalyst. The maximum power density
reached 103 mW/cm? at 65°C under an active operation mode. The polymer fiber membrane is
electrolyte permeable. It is much cheaper than ion exchange membranes and it is widely used in
NiMH batteries as the separator. A 140 hour continuous discharging test determined that cell
performance degradation was caused by anode catalyst poisoning. The same group also tested
similar cells with sodium borohydride as fuel which obtained a peak power density of 663 mW/cm?

[10,11,12]. Table 6-1 summarized several recent studies on alkaline direct liquid fuel cells using
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AEM or a porous separator. It shows that without AEMs, the fuel cell performance is still
comparable to those using AEMs.

One concern for eliminating AEM in ADEFCs is the precipitation of carbonate, same as in
traditional alkaline fuel cells. However, as reported in [8], researchers showed a successful 3746
hours operation of such a fuel cell with air as the oxidant. At the same time, a study by Naughton
et al. showed that performance of AFC with flow electrolyte could be resilient to a broad range of
carbonate concentrations [13].

It should be mentioned that there is another kind of low temperature fuel cell that also
eliminates the using of ion exchange membranes. Laminar flow fuel cells (LFFC) takes advantage
of the fact that two streams of solution in micro channel keep laminar flow and do not mix. The
interface between the two streams thus serves as the ion transfer medium and therefore does not
need an ion exchange membrane [14].

Although there has been works reported on ADEFCs both with and without AEMs, as reviewed
above, no direct comparison between them has been reported. In this study, three identical sets of
anode and cathode electrodes were fabricated. One set of the electrodes was used to assemble an
ADEFC using an AEM as electrolyte. Another two sets of the electrodes were used to assemble
an ADEFC using porous separators. Ethanol was chosen as the fuel because it has the advantages
of low toxicity, low carbon footprint and market readiness. The performance of the fuel cells under
different operation conditions were compared, including temperature, reactants flow rate, ethanol
and KOH concentrations. The results prove the feasibility of replacing AEM with porous

separators and provide viable direction to further improve the cell performance.
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6.2 Experimental

6.2.1 Fuel Cell Assembly

Membrane/Separator Electrode Assemblies: Three sets of ADEFCs are as follows: For Cell
#1, Tokuyama A201 was used as the AEM. It was soaked in 1M KOH solution for 24 hours before
assembling. Anode electrode, membrane, and cathode electrode are simply pressed together
(without hotpress) in the fuel cell test hardware provided by FuelCell Technology Inc. Cell #2 uses
a Hydroknit® non-woven fabric from Kimberly Clark Inc. with a thickness of 0.01". The structure
of this AEM-free ADEFC assembly is shown in Figure 6-1. Cell #3 uses a cotton fabric provided
by MCMASTER-CARR, the thickness was 0.026".

In this study, geometric surface areas of all fuel cells tested are 5 cm?. Figure 6-2 shows the
membrane electrode assembly of Cell #1 (left) and the separator electrode assembly of Cell #2
(right).

Anode electrodes preparation: Nickel foam obtained from MTI (EQ-bcnf-16m, purity >
99.99%) was used as the anode support. The anode electrodes were prepared by dipping the Nickel
foam into catalyst ink then air-drying repeatedly. The catalyst ink is made of a commercial anode
catalyst (5% Pd on carbon black, A102023-5 from Johnson Matthey Catalysts), 5 wt% of PTFE
(on dry weight basis) and water that is stirred in ultrasonic bath for 30 minutes. The electrodes
were air dried until their weights were stable and reached a predetermined catalyst loading. Then
they were hot pressed under 300 psi and 60°C for 15 minutes. The anode catalyst loading was 15
mg/cm?.

Cathode electrodes preparation: The cathode electrodes were prepared by brushing the

cathode ink on carbon cloth (GDL-CT from FuelCellsEtc). The cathode catalyst ink was prepared
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by mixing Hypermec® 4014 from ACTA S.p.A. with 10 wt% PTFE (on dry weight basis) and

water. The cathode catalyst loading was at 3.5 mg/cm?.

6.2.2 Testing procedure

An integrated fuel cell test stand, Scribner 850C, was used to apply the load and record the
current, power, internal resistance, and operating temperature of the cell. Internal resistance was
measured by a current interrupt method. An aqueous solution containing ethanol and KOH was
supplied by a peristaltic pump. At the cathode, 99.9% oxygen was fed with humidification and
temperature control. The fuel cell fixture is heated by two electrical heating rods installed in anode
and cathode fixture plates and temperature is controlled by the 850C test station. A mixed metal
oxide (MMO) reference electrode (Hg|HgO|KOH, 0.098V vs. SHE), provided by Koslow
Scientific Company, was placed at the inlet of anode fuel supply. The anode voltage was measured
by subtracting the reference potential from the anode current collector potential. The cathode
voltage was then calculated by adding the anode potential to the iR-corrected cell voltage.

All the experiments were performed with a room temperature of 24 ~ 27°C and an ambient
relative humidity of 40 ~ 60%. Cell temperature was varied from 30 to 60 °C. Fuel solutions were
prepared from ACS reagent grade ethanol (Sigma-Aldrich) and potassium hydroxide (Alfa Aesar)
with deionized water. The ethanol concentration was varied from 1 M to 12 M. KOH concentration
was varied from 1 M to 6 M. Each fuel cell was activated by continuously feeding 1 M ethanol
and 1 M KOH solution to the anode with a flow rate of 0.5 ml/min, and O, to the cathode at 50
sccm for 10 hours. During activation, the cell voltage was set at 0.35 V. Polarization curves were
obtained every 1 hour until they are repeatable.

If not otherwise specified in the experiments, ethanol concentration is 1 M, KOH concentration

is 1 M, cell temperature is 60 °C, anode flow rate is 0.5 ml/min and cathode flow rate is 50 sccm.
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6.3 Results and discussion

6.3.1 General performance and comparison

Figure 6-3 shows the polarization and power density curves of the three fuel cells introduced
above (Cell#1-3) under the same conditions. An aqueous solution of 1 M ethanol mixed with 1 M
KOH is pumped into the anode at a rate of 0.5 ml/min. Oxygen humidified at 30°C is fed into the
fuel cell at a rate of 50 sccm to the cathode. The cell temperature is kept constant at 60°C. The
maximum power density of Cell #1 which uses AEM as the electrolyte membrane reaches 26.05
mW/cm? at 0.28 V of cell voltage. This is at the same performance level with the cell under the
same condition reported in [15] which used a similar structure and materials. For Cell #2, the
maximum power density is also obtained at 0.28V, with a value of 24.0 mW/cm?. For Cell #3, the
maximum power density is obtained at 0.24V, with a value of 13.1 mW/cm?. This result shows
that by replacing AEM with a porous separator, the ADEFC performance can be maintained at the
same level, but with a lower cost. It also shows that the selection of a porous separator greatly
influences the cell performance. More effort should be taken to seek a better material for the
separator, which has a high porosity and small thickness, but still provide enough structural support
and electrical insulation. Another phenomenon observed from this figure is that at a very low cell
voltage, Cell #2 provides even better current density than Cell #1, which is attributed to the better
conductivity of aqueous KOH solution than the AEM.

It can be seen from Figure 6-3 that the open circuit voltages (OCV) of the three cells are
0.835V, 0.827V and 0.817V for Cell #1, 2 and 3 ,respectively. Although ethanol can crossover
from the anode through the electrolyte membrane/separator and reach cathode catalyst layer (CCL)
directly, the reaction of ethanol with oxygen is slow in the CCL and does not cause notable

parasitic overpotential as in the direct methanol fuel cells (DMFC) or direct ethanol fuel cells

270



(DEFC). This is due to the use of non-Pt catalysts at the cathode which is not catalytic to ethanol
oxidation and thus leads to a high OCV.

Figure 6-4 shows the iR-corrected electrode potentials for Cell #1 and #2. It can be seen that
the anode electrode potentials are similar at most current density ranges for the two different cells.
The cathode potential of Cell #2 dropped a little lower than Cell #1 because the cathode is more
water flooded without AEM which causes less sufficient oxygen supply. Since a lower voltage
causes a lower power density of the cell, efforts should be focused more on cathode improvement

for the fuel cell with a porous separator to enhance the cell performance.

6.3.2 Effect of temperature

Temperature is one of the most important parameters influencing the performance of an
ADEFC. Higher temperature enhances the electrochemical reaction Kinetics, electrolyte
conductivity and the mass transport, hence causing better power density. This is true foran ADEFC
using both AEM and a porous separator. Since there are already reports on the effects of
temperature on ADEFC with AEM, only the influence of temperature on Cell #2 is shown in Figure
6-5. By increasing cell temperature from 30°C to 60°C, maximum power density increases from
11.5 mW/cm? at 0.24V to 25.5 mW/cm? at 0.27 V. For AEM-ADEFCs, the cell temperature is
usually under 60°C because of the thermal stability issues of most AEMs [16]. By replacing the
AEM with a porous separator, this is no longer an issue. A pressurized system is preferred to avoid
vaporization of fuel to reach a higher operation temperature and a high power density.
6.3.3 Effect of reactants flow rate

Since the separators have a porous structure, it has a very limited function to prevent liquid or
gas permeation. Therefore, in comparison to denser anion exchange membrane, the reactants flow

rate will have a more significant influence on the cell performance. Since the current experimental
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system is not pressurized, a delicate pressure balance between anode and cathode flow channel
must be maintained to maintain a fully saturated separator and a proper liquid/oxygen interface in
the CCL. Because the outlets of both anode and cathode flow channels are at ambient pressure, the
pressure balance between the two sides can be achieved by adjusting the two streams’ flow rates.

The effect of cathode oxygen flow rate, under a fixed anode flow rate of 0.5 ml/min, on the
performance of all three cells is shown in Figure 6-6. The oxygen flow rate ranges between 10 to
400 ml/min. For Cell #1 and #3, the influence of oxygen flow rate is insignificant, as shown in
Figure 6-6(a) and (c). For Cell #2, the maximum power density increases until oxygen flow rate
reaches 100 ml/min. With higher oxygen flow rates, the higher pressure in the cathode gas channel
pushes oxygen through the catalyst layers and the porous separator into anode flow channel. Large
amount of gas bubbles can be observed in the anode stream with an oxygen flow rate of 400 ml/min
and anode flow rate of 0.05 ml/min. This oxygen crossover decreases power density and causes a
very unstable power output, which can be seen from the polarization curve at high current density.
Cell #3 also use a porous separator, but because the cotton fabric is much thicker than the non-
woven fabric used in Cell #2, it can prevent oxygen crossover at a higher pressure difference
between anode and cathode flow channel caused by higher flow rate.

Different anode flow rates are also tested with a fixed cathode flow rate of 50 ml/min. The
results are shown in Figure 6-7. As seen in Figure 6-7(a), anode flow rate has a more significant
influence on Cell #1 than the cathode flow rate does. By increasing anode flow rate from 0.5
ml/min to 15 ml/min, maximum power density increases from 25.1 mW/cm? at 0.31 V to 29.7
mW/cm? at 0.24 V. This is mainly because the anode electrode used in the cell is relatively thicker
than the cathode. The thickness of the anode electrode is about 0.5 mm while for cathode it is 0.2

mm. Thus a higher flow rate is needed for a better reactant transport. At higher anode flow rates,
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the fuel utilization rate is also lower, thus a recirculation system is needed in this condition to
utilize unused fuel. For Cell #2, the same trend shows for a flow rate under 5 ml/min. When the
flow rate increases further, cell performance deteriorates rapidly. During the experiment, a
considerable amount of fuel solution can be observed in the cathode channel exit. The severe
flooding of CCL blocks oxygen supply and restricts ORR rate at the cathode. For Cell #3, the
anode flow rate does not show obvious negative effects until it reaches 20 ml/min. This is attributed
to the thick separator providing more flow resistance between anode and cathode. This trend is a
balance between the above two factors, higher flow rate provides better mass transport, but it

aggravates cathode flooding.

6.3.4 Effect of reactant concentration

One severe issue for the DMFC is the methanol crossover from the anode to the cathode which
causes a parasitic overpotential and fuel waste. A lot of research works have been done to deal
with this problem [17,18]. However, in an ADEFC, this is no longer an issue. First of all, the non-
Pt cathode electrode is not catalytic to the ethanol oxidation. Secondly, the charge transfer ions
(OH") moves from the cathode to the anode, which brings ethanol molecules back to the anode by
electromostic force [19]. Figure 6-8(a) shows the effect of ethanol concentration on the
performance of Cell #1. By increasing the ethanol concentration from 1 to 3 M, the maximum
power density increases from 24.0 to 31.8 mW/cm?. Maximum power density increases slightly
from 31.9 to 32.5 mW/cm? with an increasing ethanol concentration from 3 to 10 M. The cell
voltage that achieves the maximum power density slightly increases from 0.32 to 0.36 V. When
ethanol concentration further increases to 14 M, the cell performance deteriorates rapidly. One
explanation is the lack of water in the fuel which is essential for the ORR in cathode. However, it

should be noted that this deterioration is irreversible, even if the fuel is changed back to a lower
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concentration such as 1 M ethanol, cell performance cannot recover to its original level with 1 M
ethanol fuel. This means more complex mechanisms such as catalyst poisoning causing the cell
performance to drop by using high concentration ethanol solutions, though some works shows that
CO poisoning on Hypermec® catalysts is not a serious problem [20]. The ethanol concentration
has similar effects on the performance of Cell #2, which is shown in Figure 6-8(b). From1 M to 3
M, maximum power density increases from 24.0 to 27.9 mW/cm?. From 3 to 8 M, power density
increases from 27.9 to 29.9 mW/cm?, but current density starts to decrease at low cell voltage. At
10 M concentration of ethanol, cell performance shows irreversible deterioration.

For ADEFCs using AEM as the electrolyte, potassium hydroxide is not mandatory for the cell
to work. However, with the existence of KOH in the anode fuel stream, cell performance is greatly
enhanced. This is because KOH both boosts the AEM conductivity and the ethanol oxidation
kinetics. For ADEFCs without AEMs, KOH is necessary as a supporting electrolyte. Figure 6-9(a)
shows the influence of KOH concentration on Cell #1. It can be seen that by increasing the KOH
concentration from 1 M to 6 M, maximum power density increases from 25.5 to 29.3 mW/cm?,
With 6 M KOH, it is obvious that current density at cell voltage below 0.4 V is restricted. This can
be explained by the existence of KOH occupying part of the catalyst surface, restricting both anode
and cathode reaction rates. For cell #3, the effect of the KOH concentration is more significant.
By increasing the KOH concentration from 1 M to 6 M, maximum power density increases from
11.4 to 24.2 mW/cm?. This is because a higher KOH concentration directly increases its
conductivity and lowers Ohmic loss in the cell.

For PEMFCs that use Nafion® as the electrolyte membrane, maintaining a hydrated membrane
is crucial for the cell operation because conductivity of the Nafion® membrane greatly depends on

its water content. This is why in most PEMFCs, the cathode’s oxygen supply is fully humidified.
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In ADEFCs, this is not the case. Figure 6-10 shows the influence of cathode oxygen humidity on
cell performance in Cell #1. It shows that with higher oxygen humidity, cell performance is
actually impaired. Although water is essential for ORR in an alkaline environment, the water
permeated through AEM from the anode to the cathode is already enough. The results for AEM-

free ADEFCs are similar.
6.4 Conclusions

Three alkaline direct ethanol fuel cells are built with identical anode and cathode electrodes.
Cell #1 uses an anion exchange membrane as the electrolyte while Cell #2 and #3 use a porous
fabric as the separator. Their performances are compared under different temperatures, flow rates,
fuel concentrations and KOH concentrations. The following conclusions are drawn from
experimental results:

1. Replacing the AEM with a porous separator, the ADEFC performance can be maintained at
the same level. Cell #2, which uses a non-woven fabric as separator, produces 24.0 mW/cm? power
density. Under the same conditions (1 M KOH, 1 M ethanol, 60 °C), Cell #1, which uses an AEM,
reaches a maximum power density of 26.05 mW/cm?.

2. The porous separator has a great impact on the cell performance. Cell #2 and #3 use different
materials as the separator. The maximum power densities produced under the same conditions (1
M KOH, 1 M ethanol, 60 °C) are 24.0 and 13.1 mW/cm? by Cell #2 and #3 respectively.

3. Reactant flow rate has a greater influence on AEM-free ADEFCs, because maintaining a
pressure balance in the CCL to avoid flooding is crucial. A lower anode flow rate causes ethanol
transport limitation and reduces the limiting current density, however, increasing the anode flow
rate too much may aggravate cathode flooding and impairs the oxygen supply. A thicker separator

performs better under higher anode flow rates but they also lead to a higher Ohmic loss.
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4. Ethanol concentration has an obvious influence on cell performance under 3 M. Between 3
to 10 M, the maximum power density is slightly enhanced but the limiting current density is
decreased.

5. Combining the above results, it is clear that for AEM-free ADEFCs to maintain a high
performance it is very important to avoid cathode flooding and ensure a good oxygen supply. This
can be done by building a super hydrophobic cathode, which is the aim for the experiments in our

next study.
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Table 6-1 Reported performance of ADLFCs with and without AEM
Operat catalyst Peak power
Ref. ion Fuel Oxidant  Separator/AEM density
Mode Anode Cathode (MW/em?)
0,
Zhang, Semi- Pd/C, on I%c;/dci:r,\g 1802 wt KO\';\I& Ambient  Separator: 44@0.3V
R.M. [8] Active  Ni Foam N/A Ethanol air PEEK mesh
LaNiOs/
vang, X. e ﬁ?;%mz Zg CNT, gn% é\/l MT(BOHI—? O, Separator: 663 @0.6V,
. . 5
[10] Ni Foam :\?ﬁmg 20ml/min 5scem Polymer fiber 65°C
LaNiOs/
vang, X, p i}tR/‘éﬁz’ 02 CNT, in';" 4m,\e/|thégcl’_'| 0,, Separator: 103 @0.3V,
[21] 9 loading . 5sccm Polymer fiber 65°C
Ni Foam N/A 20ml/min
PtRu 2M AEM:
Prakash, — pctive P! b'a‘;k' black, 8 KOH+1m O 1270 Tokuyama A- 17?@0'38\/’
G.K.S. [22] 8mg/cm 2 sccm 90°C
mg/cm methanol 006
. PdNi/C, 2 AEM:
Li, Y.S. . 5 Hyperme 5MKOH+3M 0O, 100 _ 130@0.3V,
[23] Active m_g/cm on k14 EtOH seem Tokuyama A 80°C
Ni foam 201
AEM: Chitosan
Choudhury, . 810@0.48V,
NA. [24] Active Pd/C Pt/C NaBH, o} hydrogel 70°C
membrane
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Figure 6-1 Structure of an AEM-free ADEFC
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Figure 6-2  ADEFCs that use anion exchange membrane as electrolyte (left, Cell #1) and non-

woven fabric as separator (right, Cell #2)

282



09 T T T T T T T 30
) 28
0.8 —a— with AEM 2%
- with PS1 /I/'\ ]
0.7 4 A - with PS2 o - 24
g (. \ 12—
0.6 \ . 420 &€
= . L
b \ 4 118 =
<3 054 ) ’ ° i E
= A Jua 2
S 0.4 7]
=z J12 §
o) ©
O 03+ ./ A ° 10 2
/ 18 %
0.2 FA . 46 &
J A ® 14
01m A ° 1-
<
0.0 1 T T T T T T T 0
0 20 40 60 80 100 120 140

Current density (mA/cm?)

Figure 6-3 Comparison between three fuel cells that using identical anode and cathode

electrodes but different separators or anion exchange membrane

283



0.1 T T T T T T

0.0 -

b D—\ﬂ\.\ T
T 0- — g
= 02f R = —— i
5 ’ o }l
3 o,
a -03 | ] - o
% )
o 04 -
5 e -
(4] -
2 o5l . O i
k- e
L s} e 4
8 o —m— Cell #1 Cathode
g 07 @ —e— Cell #1 Anode E
€ s 54 -5~ Cell #2 Cathode
e F --0-- Cell #2 Anode 1

-0.9 1 1 1 1 1 1

0 20 40 60 80 100 120 140

Current density (mA/cm?)

Figure 6-4 iR-corrected anode and cathode potential and overpotential

284



T T T 25
v
v

; v 420

A y <
— v S
b A {15 =
S £
£ . a =
o v [}
z {10 &
o) o
o e A 3

h 2

A v 3

A A 15 &

o_: a v

° ‘. v
1 1 1 O
80 100 120 140

Current density (mA/cm?)

Figure 6-5 Influence of temperature on the cell performance (Cell #2)

285



Cell voltage (V)

Cell voltage (V)

0.9 . . . . . 28
26
0.8 "
0.7
0.6
0.5
0.4
0.3
—a— 50 ml/min 48
02 /l —--®---100 ml/min e
2 A 200 ml/min 1.
0llg ~—¥-- 400 ml/min ‘vA )
00 1 1 1 1 1 O
0 20 40 60 80 100 120
Current density (mA/cm?)
(@) Cell #1
0.9 . 30
0.8
425
07 |
0.6 420
0.5
415
0.4
0.3 / . 410
* —=— 50 ml/min a
0.2 @75 ml/min
A 100 ml/min 15
01 --v-- 125 ml/min
‘A
00 1 1 1 1 1 1 1 1

0
0 20 40 60 80 100 120 140 160 180

Current density (mA/cm?)

(b) Cell #2

286

Power density (mW/cm?)

Power density (mW/cm?)



0.9 14
0.8
— 12
0.7
. 410
X ) c
06 [, —a— 10 ml/min S
S s ~-e-- 50 ml/min 1s 2
S oy 4 100 ml/min £
D o4l ) --¥-- 200 ml/min . g
s -4~ 400 ml/min 1% 5
> 5 kel
0.3 —
da g
0.2 | QC_J
42
0.1 S
v
0.0 L L 1 1 0
0 20 40 60 80 100

Current density (mA/cm?)

(c) Cell #3

Figure 6-6 Influence of cathode flow rate on (a) Cell #1, (b) Cell #2, and (c) Cell #3

287



Cell voltage (V)

Cell voltage (V)

0.9 r r 32
0.8 28
0.7 . 1oa
0.6 RS
v o - 20
0.5 >
16
0.4
412
0.3 g
—a— 0.5 mL/min & Js
0.2 -~ 2.5 mL/min
A 5.0 mL/min = 1,
01 --v-- 10.0 mL/min i Ve
--4-15.0 mL/min
00 1 1 1 1 1 1 1 1 0
0 25 50 75 100 125 150 175 200 225
Current density (mA/cm?)
(@) Cell #1
0.9 r r r r 30
0s —a—0.25 ml/min
’ ---®---0.50 ml/min 125
07 ke 4 150 mi/min o .
, v 5.00 ml/ming -~ .
067 e ' - 120
' 415
° - 10
e
e
45
.x
‘®
L 0
20 120 150

Current density (mA/cm?)

(b) Cell #2

288

Power density (mW/cm?)

Power density (mW/cm?)



15

Cell voltage (V)
Power density (mW/cm?)

—--@-- 1.5 ml/min

0.1 1 A 50ml/min

--v-- 20.0 ml/min

00 1 1 1 1 1
0

0
20 40 60 80 100 120

Current density (mA/cm?)

(c) Cell #3

Figure 6-7 Influence of anode flow rate on (a) Cell #1, (b) Cell #2, and (c) Cell #3

289



36

432
428
—
-245
> B
z 120 E
8 2
3 1 2
= g
] 112 o
g
_8 a
44
00 1 1 1 1 1 1 1 1 0

0 20 40 60 80 100 120 140 160 180

Current density (mA/cm?)

(@) Cell #1

Cell voltage (V)
Power density (mW/cm?)

0
0 20 40 60 80 100 120 140 160 180

Current density (mA/cm?)

(b) Cell #2

Figure 6-8 Influence of the ethanol concentration on (a) Cell #1, (b) Cell #2

290



1.0 ; 30
425
038
o
120 §
- S
S o6 s
® £
g S
E 3
[=]
2 04 S
3 o
(&) 410 5
2
]
02 o
4s
0.0 L 0
0 20 40 60 80 100 120 140
Current density (mA/cm?)
(@) Cell #1
1.0 T T T T T 30
425
08l .
= -
Ty —
S 06 L0 1” g
) N E
PR 1
g ® o 5 %
o i
> i c
Z o4 o v 4 k5
3 410 =
O 3]
o, :
02 LAY, o
‘. a5
e va
0.0 L 0
0 100 120
Current density (mA/cm?)
(b) Cell #2

Figure 6-9 Influence of KOH concentration on (a) Cell #1, (b) Cell #2

291



0.9 T T T T T T 28
0.8 mg e __m
i ° 424
07 | ky \'
Ao 420 o~
s
= s s
‘?j 05 ap/ o w 116 %
g g | 2
% 0.4 A Yom 1l @
> c
E’ 03 | .),f ‘ * %
£ = RH 21% 18 2
02r £ e RH 37% a
! A RH 62% J4
0.1 ‘ v~ RH 100%
OO 1 1 1 1 1 1 O
0 20 40 60 80 100 120 140
Current density (mA/cm?)
Figure 6-10 Influence of oxygen humidity (cell #1)

292



Chapter 7 Optimizing the Anode Structure of a Passive Tubular-Shaped

Direct Methanol Fuel Cell to Operate with High Concentration Methanol

In order to take full advantage of the high energy density available in the methanol fuel, one
must use high concentration methanol in Direct Methanol Fuel Cells (DMFCs). However, this
causes severe methanol crossover and leads to low power density and fuel efficiency. In this work,
tubular shape is adopted to generate higher volumetric power density; Porous PTFE membranes
at anode are used to control methanol transport with high concentration fuel. A novel passive,
tubular-shaped DMFC is improved to achieve stable operation with methanol concentrations up to
20M. It is observed that a balance between fuel transport resistance, power density, energy density
and fuel efficiency exists. Increased resistance enhances fuel efficiency hence energy density but
limits fuel supply and causes low power density. With the improved anode structure and higher
concentration fuel (1M to 15M), the energy output of the tubular DMFC increases 591%, from
0.094 Wh to 0.65 Wh with 2ml fuel. The power density keeps the same level as 16 mW/cm?. For
different fuel concentrations, there exists an optimum structure to generate the highest power
density, which is a result of minimizing the methanol crossover while also providing sufficient
fuel. The discharge characteristic at constant voltage and its effect on fuel efficiency are also

discussed.
7.1 Introduction

As one of the most promising portable power supply solutions, direct methanol fuel cells
(DMFCs) have attracted tremendous research and industrial interest in the last decade. One of the
most extraordinary merits of the DMFCs is their potential of providing high energy density. In the
premise of complete electro-oxidization, a liter of methanol can produce 4820 Wh of electricity,

which is much higher than its competitors, such as Li-ion batteries (250~620 WhL™!) and hydrogen
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PEM fuel cells (1556 Wh Lt at 700 bar). However, in current applications, the performance of
DMFC’s is impaired by a low power density, which is caused by slow electrochemical kinetics
and methanol/water crossover through the electrolyte membrane.

Traditional polymer electrolyte membrane fuel cells (PEMFC) have a planar shape because of
the straightforward structure design. Several research efforts, however, have shown that a tubular-
shaped PEMFC would provide a larger active area without increasing the overall volume occupied
by the fuel cell [1-3]. For DMFC, this is especially important because one of the problems of
regular DMFC is relatively low power density.

A tubular DMFC has several other significant advantages compared to a planar-shaped one:
(1) It can operate in all orientations without lack of methanol contacting the Anode Catalyst Layer
(ACL); (2) Because of a decreased volume, the fabrication cost is reduced; (3) It has the same
shape as existing AA, AAA, D, and C batteries, which would allow easier conversion between
batteries and fuel cells in the future; (4) With the elimination of flow fields at the cathode, uniform
pressure can be applied across the membrane electrode assembly (MEA) [3].

The tubular direct alcohol fuel cells can be divided into two categories. The first is a tubular-
cast membrane type, and the second is a wrapped MEA type. For the first type, the membrane is
cast into a tubular shape and the catalyst is then sprayed to the inner and outer sides of the
membrane [4-6]. However, this type of tubular DMFCs usually have very poor performance
(10~15 mW/cm?) because of low conductivity and high contact resistance. The second type uses
a regular MEA wrapped onto a tubular shaped frame, which serves as the fuel reservoir and the
anode current collector [1,2,7]. An outer frame presses the MEA and other layers together. In 2007,
Cao put forward a conceptual design of fuel cell stack composed of tubular single cells [8]. Some

theoretical evaluation indicated that the stack design may potentially increase the reactive surface
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area by more than 10 times. Thus, with the same power density per unit active area, tubular DMFCs
have higher volumetric power density, hence a higher total power output with same volume.

Another issue of DMFC is methanol crossover. In most existing works on tubular DMFCs,
dilute methanol were used to alleviate this problem. However, it decreased the energy density
which should be one of the most attractive characteristics of DMFC. Recently, the concept of a
passive vapor feed DMFC has attracted more attention because of its potential to directly utilize
high concentration methanol and its elimination of the issues related to CO2 bubble removal. A
simple vaporizer was used to passively convert liquid methanol solutions stored in a fuel tank to
vapor in order to drive the fuel cell [9-11]. Ren et al. used a silicone membrane as a vaporizer in a
passive DMFC. Water crossover was controlled by an optimized passive water management
system through back diffusion and back convection [12,13]. Guo and Faghri utilized the advantage
of a porous wick structure to separate the methanol reservoir from the MEA without the need for
a complex micro-fluidics subsystem. Pure methanol in a fuel tank was wicked to an evaporation
pad to produce methanol vapor. Successful thermal fluids management enabled prototype cells to
operate for 6 months without obvious degradation [14-17]. Xu et al. studied the effect of the anode
structure on the methanol vapor generation rate of a passive vapor-feed DMFC which had a
membrane vaporizer and a hydrophobic vapor transport layer (VTL). The parameters studied
included VTL thickness, vaporizer open ratio and water management layer thickness. The
optimized structure enabled the fuel cell to operate with a fuel efficiency of 62% with neat
methanol and output a peak power density of 34 mW/cm? [18].

In this work, we investigate the effect of adapting different anode structures to a passive
tubular-shaped DMFC for high concentration methanol solutions, which has not been reported in

literature. Knowledge and techniques obtained through optimizing the performance of planar
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DMFCs are adopted. These include adding micro-porous PTFE membranes to increase the
transport resistance to methanol, using a Nafion 117 membrane between the methanol reservoir
and gas diffusion layer to serve as a pervaporation layer, and changing the open ratio of the fuel
reservoir exposed to the anode electrode. After optimization of the structure, the passive tubular-
shaped DMFC operated stably for over 5 hours with 2 mL of 20 M methanol solution. It is
worthwhile to note that this is the first experimental work describing the modification of a tubular-

shaped, passive DMFC to achieve stable, repeatable, high concentration methanol operation.

7.2 Experimental

7.2.1 Structure of the passive tubular-shaped DMFC

The structure of the passive, tubular-shaped DMFC frame, Catalyst Coated Membrane (CCM),
and Membrane Electrode Structure (MEA) are the same as our previous work, as described in ref.
[1]. This work focuses on the structural enhancement to the anode side of the fuel cell to improve
fuel cell performance and fuel efficiency with high concentration methanol up to 20 M. Similar
materials and structures were applied to the anode to increase the mass transport resistance as
explained previously in [18].

Six different structures were considered at the anode in our experimental work as shown in
Figure 7-1. The MEAs used in the tests are provided by BCS Fuel Cells, Inc. Nafion® 115 was
chosen as electrolyte membrane with consideration of the balance between ion conductivity,
mechanical strength, and methanol crossover. The active area is 4x5.3 cm?. Catalyst loadings are
5 mg/cm? Pt and 5 mg/cm? PtRu for the cathode and anode, respectively. Porous PTFE membranes
(Saint-Gobain Zitex® G-110) were placed on the outside of the anode diffusion layer to increase
the mass transfer resistance from the methanol channel to the reaction sites in the catalyst layer.

Nafion® 117 was used as a pervaporation membrane in structures S4, S5 and S6. To control the
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pervaporation rate, a layer of regular, nonporous PTFE membrane was placed between the fuel
reservoir and the pervaporation membrane. A specific number of holes were perforated on this
PTFE membrane to achieve different open ratios (3%, 10%, and 50%) and reduce the total mass
transport from the methanol channels to the gas diffusion layer. Structure S3 was considered to
have a 100% open ratio. It should be pointed out that one problem with a tubular fuel cell is the
flexibility of the cell frame. For planar ones, adding more layers to the cell is not difficult while
for a tubular one, adding more layers to the cell increases the thickness so that the frame needs to

be re-designed and fabricated.

7.2.2 Testing

The tests were performed using a Scribner Associates 850e test station. This apparatus is
equipped with an electronic load that can record the current, voltage, internal resistance, and
temperature of the fuel cell. It is capable of applying a variable voltage or current to the fuel cell
and recording the resulting polarization curve. All tests were performed in a controlled laboratory
setting with ambient temperatures that ranged between 24 — 28 °C and relative humidities that
ranged between 5% - 50%.

Prior to installation on the tubular fuel cell, each MEA was activated by H2/O2 and 1 M
methanol solutions/humidified air in an active mode. Polarization curves were obtained and
compared to make sure all the MEASs used in the tests had similar performance. The differences in
peak power density between each MEA were smaller than 5%.The tests that were conducted on
each unique fuel cell structure included determining the polarization curve and fuel cell efficiency.
The polarization curve was generated by scanning the voltage from open circuit conditions (OCV)
down to 0.05 V in steps of 0.05 V and recording the average current density produced by the fuel

cell for each voltage. The results were plotted as voltage versus current density (VI curve) and
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power density vs. current density to compare the range of voltages, current density, and maximum
power density that each cell structure produced. The fuel cell efficiency is a measurement of how
much fuel is used by the fuel cell compared to the quantity of fuel provided to the fuel cell, which
is useful for concluding how much fuel is lost due to crossover, evaporation, or leakage. It was
determined based on the constant voltage discharge as follows:

Mo - [, i)t /6F

MyteoH sup

, 1)

where t is the time of the discharging process, Mmeon the molecular weight of methanol, T the total
discharging time, i(t) the transient discharging current density, F Faraday’s constant, and MmeoH,sup
the mass of methanol provided to the fuel reservoir.

For each structure, methanol solutions with different concentrations, ranging from 1~20 M,
were tested. For each case, several polarization curves were obtained until the performance of the
cell was stable. Fuel efficiency tests were then carried out. 2 ml of methanol solution was injected
into the reservoir. After stable open circuit voltage was achieved, a constant voltage (0.35 V)

discharge was performed until there was no current output to determine fuel efficiency.

7.3 Results and discussion

7.3.1 Effect of structure on performance

Figure 7-2 presents the polarization curves for a range of methanol concentrations and structure
S4 which has a 50% open ratio pervaporation membrane. For all methanol concentrations less than
15 M, the peak power density increases with each higher methanol concentration. For low
concentrations, such as 3 M and 5 M, the factor limiting the power density is mainly mass transfer,
since the VI curves dropped sharply under high current density. The peak power density reaches

16.5 mW/cm? with 15 M solution. For the case with 18 M solution, the peak power density and
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current density drops drastically in contrast to the results presented with the 15 M solution. During
this test, mass transfer no longer limits the fuel supply for electrochemical reactions; the main
reason for the drop in performance is the methanol crossover which causes parasitic voltage loss
on the cathode side and, at the same time, accelerates the depletion of methanol on the anode side.
The effect of methanol concentration on the crossover rate can also be seen by the different open
circuit voltages, as shown in Figure 7-2(b). The OCV for the 3 M solution is 0.545 V, while the
OCYV for the 18 M solution drops to 0.449 V.

Figure 7-3 presents the influence of the anode side structures on the fuel cell polarization
curves during operation with a 15 M methanol solution. With the increase of open ratio from 3%
to 50%, the mass transport resistance from the fuel reservoir to the catalyst layer is reduced, which
permits better fuel supply to the catalyst layer and leads to higher power and current density. When
the open ratio is higher than 50 %, however, the methanol concentration at the catalyst layer is too
high and, as a result, methanol crossover impairs the performance. This is reflected in Figure 7-3
with anode structure S3, in which the power and current both decrease due to significant methanol
Crossover.

During the experiments, we tested each of the six structures with different fuel concentrations
ranging from 1 M ~ 20 M. To simultaneously compare the results, Figure 7-4 shows the peak
power density achieved considering each methanol concentration and structure. Generally, for
each anode structure, increasing the concentration of methanol solution increases the power
density until a peak value, and then it reduces due to increased methanol crossover. This is the
point at which a given structure cannot operate with any higher methanol concentration since the
methanol permeates through each of the layers and crosses over the membrane, reducing the

performance of the fuel cell. For structure S1, the maximum power density is 18.99 mW/cm?,
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which occurs at a concentration of 5 M. The performance then deteriorates sharply with fuel of
higher concentration. For structure S4, the maximum power density occurs at 15 M, which is 16.5
mW/cm?. One can concluded, thus, that by optimizing the mass transfer at anode side, the methanol
crossover can be well controlled and the ability of the fuel cell to handle high concentration
methanol is enhanced without impairing the performance significantly. With structure S6 (3%
open ratio), the tubular fuel cell is operated in a stable condition for over 5 hours with 2 ml of 20
M methanol solution. The power output, however, is less than 5 mW/cm? which is caused by a
limited fuel supply.

The maximum current density follows a similar trend as the peak power density and is plotted
in Figure 7-5. The decreased current density during higher concentration operation is caused by
water crossover from the anode to cathode. The mechanism of water crossover is quite similar to
that of methanol. It is also caused by electro-osmotic drag during proton transport, diffusion by
water concentration gradients, and convection by hydraulic pressure gradients. To achieve higher
current density, more protons need to be transported through the Nafion® membrane which causes
more water crossover. This impairs the cell performance in two ways. First, more water crossover
from anode to cathode causes flooding on the cathode side, which limits the oxygen supply.
Secondly, water crossover depletes the water supply on the anode side and, consequently,
decreases the methanol oxidization rate. These problems can be alleviated by introducing a water
management layer on the cathode side to optimize water distribution across the entire cell.

Figure 7-6 provides a comparison of the peak power densities for different anode structures
with the same methanol concentration. For low concentrations, such as 3 M, the power density
decreases monotonically from structure S1 to S6 because of decreasing methanol supply. For

higher concentrations, such as 18 M, the peak power density is achieved with the 50% open ratio
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pervaporation membrane (structure S4). When the open ratio is higher than 50%, the methanol
crossover dominates and impairs fuel cell performance. Therefore, for each specific methanol
concentration, there exists an optimum structure to achieve the highest power density. For higher
concentrations of methanol, a higher mass transport resistance is needed at the anode in
conjunction with a layer added at the cathode to provide back flux of water from the cathode to
the anode.

The temperature of the fuel cell rises as a direct result of methanol crossover. Due to the
existence of Pt at the cathode, methanol that crosses over reacts with oxygen exothermically giving
off heat and causing the cell temperature to rise. During our test, the cell temperature is recorded
by a thermocouple placed in the cathode air channel and in contact with the cathode diffusion
layer. The original temperature of the cell is the same as the ambient air present at the start of each
test. The highest temperature is usually measured after 30 minutes of the fuel efficiency testing
since the concentration of fuel in the anode catalyst layer is highest at this point and most of the
methanol is likely to cross over to the cathode. Following this point, the concentration of fuel in
the anode gradually drops along with the current density, both resulting in reduced methanol
crossover, so that the cell temperature reduces back to the ambient value. Figure 7-7 provides a
comparison of the highest temperature rises for each cell structure. For the 10 M fuel, structure S3
shows a maximum temperature rise of 24 °C while for structure S6 it is only 6 °C. This trend is
more evident with higher methanol concentrations, which indicates that by applying a higher mass
transfer resistance the methanol crossover can be well controlled for high concentration tubular-

shaped DMFCs.
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7.3.2 Effect of structure on fuel efficiency

One of the main advantages of DMFCs over hydrogen PEM fuel cells is the high energy density
of DMFCs, which is due to the fact that methanol exists as a liquid at normal pressure/temperature
conditions. In real applications, this advantage is compromised due to many limiting factors with
the DMFC. The theoretical energy density of a DMFC cannot be achieved because of the necessity
of using dilute methanol, fuel loss due to methanol crossover, fuel leakage from the gas outlet, etc.
To study the influence of the anode structure on fuel utilization, fuel efficiency tests are performed
with different structures and fuel concentrations. The results are summarized in Figure 7-8.

For structures S2 and S3, in which the anode does not have a high mass transport resistance,
higher methanol concentrations always cause a lower fuel efficiency, which has been reported in
elsewhere as well [18] and can be explained by higher methanol crossover. However, when the
pervaporation open ratio is reduced, the fuel efficiency for dilute methanol is not always higher
than that at high concentration as shown by the curves for structures S5 and S6 in Figure 7-8. This
IS surprising since it proved contrary to what is expected. An explanation might be that the dilute
solution leads to a longer operating time because of a lower discharging current, so that fuel
escapes by evaporation over the long period and reduces the fuel efficiency. However, this is not
always true. As shown in Figure 7-9, with lower concentrations, such as 3M, the current is very
low, as expected and the discharge process is still the shortest. Combining this result with Figure
7-4, we can find that when the cell operates at a very small power density, hence low current, the
fuel efficiency is always low. This may be caused by incomplete oxidation of methanol due to the
very sluggish methanol oxidation reaction. In other words, the methanol is not completely
converted to carbon dioxide in the anode catalyst layer and does not release the expected 6 protons

and electrons for each molecule of methanol. Under this assumption, the fuel efficiency is very
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low even when the crossover is not severe. Plotting the data of Figure 7-8 in another way to
emphasize the effect of structure on fuel efficiency leads to Figure 7-10. It can be seen that for
structures with higher mass transport resistance, such as for structures S5 and S6, the fuel
efficiency is not as sensitive to fuel concentration. For structures S1 and S2, however, increasing
the fuel concentration decreases the fuel efficiency sharply.

For this study, one of the most important goals is to emphasize the high energy density of
DMEFC'’s by utilizing higher centration methanol solutions. So we compare the work done by the
same volume (2 ml) of methanol solution under the same discharge voltage for different structures
and concentrations. The result is plotted in Figure 7-11. Comparing this result with Figure 7-10,
we can conclude that although a lower open ratio leads to higher mass transport resistance and
subsequently lower power density even with high concentrations of fuel, the higher fuel
concentration provided a large quantity of total work produced by the fuel cell. Dilute solutions,
such as 3 M, exhibit very low electricity generation while structure S6 (3% open ratio) generates
up to 0.86 Wh of electricity at 0.35 V by utilizing a 18 M methanol solution, which is much higher
than the results provided by low concentration fuels. Compared with original structure (MEA
without extra layers) using 1M methanol solution [1], Structure S4 using 15M methanol solution
increases the energy output of the tubular DMFC by 591%, from 0.094Wh to 0.65Wh with 2ml
fuel. The power density remains the same level as 16 mW/cm?.

7.3.3 Future improvement to operate with neat methanol

The focus of this work is to improve the anode structure of the DMFC. The goal is to enhance
methanol transport resistance enough to prevent methanol crossover while also allowing sufficient
power generation by the fuel cell. However, methanol crossover is only part of the problem

associated with DMFCs. As discussed in section 7.3.1, water management is equally important,
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especially for high concentration operation where less water is available at the anode for methanol
oxidization. By providing water management layers on the cathode side to force some water back
to the anode side, the methanol crossover problem can be further prohibited and the DMFC can

operate stably with high concentrations of methanol.
7.4  Conclusions

In this chapter, the anode structure of a DMFC is improved to allow the tubular-shaped DMFC
to operate with high concentration methanol up to 20 M. By adopting the passive vapor feed
concept to the anode, including a methanol-impermeable PTFE membrane with different open
ratios and porous PTFE membranes, the methanol transport resistance from the fuel reservoir to
the anode catalyst layer can be controlled. By comparing the polarization curves and fuel efficiency
of six different structures with different methanol concentrations ranging from 1 M to 20 M, the
following conclusions are made:

(1) There exists an optimum fuel concentration to achieve the highest power density for a
certain cell structure. Cells with higher methanol transport resistance operate best at a higher fuel
concentration. For structure S4, the maximum power density of 16.5 mW/cm? is obtained with a
15 M methanol solution.

(2) For a specific methanol concentration, there exists a best structure to achieve the best power
density. For higher concentrations, higher mass transport resistance is needed. For a 3 M methanol,
structure S1 achieves the highest power density while for the 15 M solution, Structure S4 achieves
a higher power density.

(3) Although higher mass transport resistance may impair power density, the fuel efficiency is
higher. The higher concentration compensates on the total electricity generation for a specific

amount of fuel supply. With a 18 M methanol solution, structure S6 generates the most electricity
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at 0.86 Wh, while for a 15 M methanol, structure S5 generates the most electricity, which is 0.75
Wh.

(4) The aim of the section is to improve energy output without impairing power density.
Compared with original structure (MEA without extra layers) using 1M methanol solution,
Structure S4 using 15M methanol solution increases the energy output of the tubular DMFC by
591%, from 0.094Wh to 0.65Wh with 2ml fuel. The power density remains the same level as 16

mW/cm?.
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Figure 7-1 Different anode structures tested
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