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Abstract

Electrochemical and equivalent-circuit modelling are the two most popular ap-
proaches to battery simulation, but the former is computationally expensive and
the latter provides limited physical insight. A theoretical middle ground would

be useful to support battery management, online diagnostics, and cell design.

In this thesis, we present a porous-electrode model of a lead-acid battery, which
includes an extension of concentrated-solution theory that accounts for excluded-
volume effects, local pressure variation, and a detailed microscopic water bal-

alce.

Asymptotic analysis of the one-dimensional model in the limit of small discharge
rate produces three reduced-order models, which relate the electrical behaviour
to microscopic material properties, but simulate discharge at speeds approaching
an equivalent circuit. A lumped-parameter model, which neglects spatial prop-
erty variations, proves accurate for small discharge rates (below 0.1C), while
a spatially resolved higher-order solution retains accuracy at higher discharge
rates (up to 5C). The reduced-order models provide improved insight into the
battery’s behaviour. The models are fit to experimental data, showing good

agreement.

We then consider the three-dimensional model and exploit the limit of small
aspect ratio to decompose the through-cell and transverse dimensions. Further
asymptotic analyses in the limit of high conductivity and /or small discharge rate
give new simplified models that capture transverse non-uniformities at reduced
computational cost. In the simplest case, the current collectors act as series

resistors.

In order to explore the behaviour of a lead-acid battery during recharge, we
return to a one-dimensional model and add an oxygen reaction to the model.
We find that the oxygen recombination must be diffusion limited in the negative
electrode, leading to non-monotonic voltage increase during constant-current
recharge. Reduced-order models in the limit of slow recharge provide good

approximations to the full charging model.
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Chapter 1

Introduction

As renewable energy sources become cheaper and more efficient, they are used in-
creasingly to take over from fossil fuels in producing electricity. Since the sources are
inherently fluctuating, the supply must be smoothed out by energy storage. Lead-acid
batteries are the most widely used electrochemical storage technology, with applica-
tions including car batteries and off-grid energy supply. Due to their low cost, safety,
reliability and recyclability, some have predicted that the market share of lead-acid
batteries will only fall to 75% by 2025 |105|, despite their relatively low energy and
power density compared to other battery chemistries.

Mathematical modelling of batteries provides a mechanism to manage their charg-
ing and discharging regime efficiently and maximise their lifetime. Two important con-
cepts in battery management are [State-of-Charge (SoC)| and [State-of-Health (SoH)|

of a battery. [SoC|is a measure of the current capacity of the battery relative to a

fully charged battery and can oscillate on a short time scale of minutes or hours as
the battery charges and discharges, while [SoH| expresses the performance capabilities
(capacity, maximum power, etc.) of the battery relative to its performance when new,
and usually decreases monotonically over several years. A huge amount of data can
be collected from batteries; for example, the energy company BBOXX records the
current, voltage and temperature data from tens of thousands of batteries in the field
in Sub-Saharan Africa. However, this information alone cannot directly be used to
track the [SoC| and [SoH] Instead, models must be developed that can take the raw
voltage, current and temperature data and output estimates of the [SoC| and [SoH]|
Beyond state estimation, modelling can be useful to address a number of other
challenges in battery management. One well-publicised challenge is optimisation of
charging algorithms to reduce charge time while minimising the long-term degradation
that can occur particularly as a result of overcharge. Another is designing battery

recovery methodologies in order to repair degraded batteries and return them to the
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field; several such techniques exist in industry, but are poorly understood. Finally,
models can be used to optimise battery design, for example by maximising power
capacity (the maximum power deliverable) while keeping energy capacity (the total
charge available) above a certain threshold, or vice versa.

To manage batteries effectively in all of these areas, it is critical to have forward
battery models that are both fast and accurate. There are two approaches to mod-
elling batteries: equivalent-circuit and mechanistic. The popular equivalent-circuit
approach [104] is efficient and well understood, but has limited physical meaning
and performs poorly when extrapolated from its parametrisation. Mechanistic mod-
els, such as those developed by John Newman [86], include detailed descriptions of
the physical, chemical and electrical processes occurring inside a battery, and hence
have enhanced predictive capability. However, these mechanistic models require far
more computational power. Battery management could be improved if there existed
easily-solved models with greater mechanistic detail.

The objective of this thesis is to derive reduced-order models of lead-acid batter-
ies, starting from a three-dimensional mechanistic model based on Newman porous-
electrode theory. To do so, we use asymptotic analysis to systematically derive simpli-
fied models by exploiting the extremes of electrolyte diffusion, electrode conductivity
and cell aspect ratio. Most of the work is performed in the context of a single dis-
charge, but an extension to a model for recharge is also investigated. = Models to
account for degradation are not considered, but the framework created allows for
such effects to be included.

In the remainder of this introductory chapter, we provide background for the
operation of lead-acid batteries and an overview of the literature. We then summarise

the key results and contributions and lay out the structure of this thesis.

1.1 Background and literature review

In this section, we start by providing an overview of lead-acid battery fundamentals
in Section [I.I.1] Then, in Section we consider the existing literature for battery
models, from microscale models to macroscale models, and then models that include
extensions to overcharge and degradation. Finally, in Section we explore meth-
ods that are used to solve battery models, using either efficient numerical methods

or simplified models.
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Figure 1.1: Geometry of a lead-acid battery. (a) A whole lead-acid pile (Photograph
by Ashley Grealish, BBOXX). (b) A single cell. The y-axis is into the page.

1.1.1 Lead-acid battery fundamentals

Typically, a valve regulated lead-acid battery comprises six 2V piles wired in series.
Figure depicts one such pile, which consists of five lead (Pb) electrodes and four
lead dioxide (PbO,) electrodes, sandwiched alternatingly around a porous, electrically
insulating separator to produce eight cells, wired in parallel at the top edge of the
electrode pile. The pile has height H , width W, and cross-sectional area A. = HW.
The negative (Pb) and positive (PbO,) electrodes have half-thicknesses £, and /,
respectively, and the separator has thickness és, giving each internal cell total thickness
L=10,+0+ @p. The layers repeat periodically, and for the purpose of this thesis we
will exploit this by assuming that the whole pile can be modelled via analysis of a
single cell. Some thermal effects have been documented experimentally , and
considered theoretically , , but we assume an isothermal system for simplicity.

The electrodes are porous, permeated by an aqueous sulfuric acid (H,SO,) elec-
trolyte that also permeates the separator. Half-reactions occur at the interface be-
tween electrode and electrolyte within each porous electrode. In the negative (lead)

electrode, A
discharge

Pb + HSO,~ PbSO, + HY + 2e7, (1.1a)

charge

and in the positive (lead dioxide) electrode,

PhO, + HSO,” + 3H* + 26~ o™ bSO, + 2 H,0 - (1.1b)

charge

During a discharge, both the level and the concentration of the electrolyte drop,

with the solution being more dilute at the positive electrode since water is created
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Discharge
H

<
Charge

Figure 1.2: Reactions during charge and discharge in a single lead-acid cell. Solid
reactants/products: lead (Pb), lead dioxide (PbO,), lead sulfate (PbSO,). Liquid re-
actants/products: water (H,0), hydrogen ions (H"), hydrogen sulfate ions (HSO, ).

there. Lead dioxide is used up in the positive electrode, lead is used up in the
negative electrode, and a layer of solid lead sulfate builds up within the pores of
both electrodes. During a charge, the opposite processes occur. In Figure we
show the elementary reactions in the simplified geometry of a planar cell — a cell with
non-porous electrodes that are perfect conductors, so that the electrolyte-electrode
interface acts as a current collector as well as a reaction surface.

Competitive reactions occur in addition to the main half-reactions ({1.1]), in par-
ticular during charging. The main side reactions are hydrolysis (evolution/recombi-

nation of oxygen, O,),

negative electrode
O, +AH" + 40 0 9 1,0, (1.2)

positive electrode

and to a lesser extent hydrogen (H,) evolution and recombination,

__ negative electrode
2HT + 26 e, (1.3)

positive electrode

Additional side reactions occur to a much lesser extent, but can lead to degradation
of the battery over many charge/discharge cycles.

While all lead-acid batteries follow the basic principles that we have described, it

is important to distinguish between flooded batteries and [valve-regulated lead-acid|
(VRLA)| batteries. These two designs each have their own advantages and disadvan-
tages . Flooded lead-acid batteries are cheaper and better established, but require

constant maintenance for optimal functioning. They have a ‘free reservoir’ region in
which natural convection of the electrolyte may occur due to buoyancy induced by
density changes. [VRLA] batteries require no maintenance and cannot be spilled, but
are more expensive and raise their own challenges of overcharging and degradation.

In this thesis, we will focus on [VRLA] batteries.

4
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1.1.2 Battery modelling

We now focus our attention on mechanistic models for lead-acid batteries. Such
models track the evolution in space and time of physical variables within the battery.
To rigorously derive a physical model for lead-acid batteries, one must start with
conservation laws and constitutive relations at the microscale for the electrolyte,
electrode and interface between them, and then average the microscale model in
some way to obtain the behaviour on the macroscale. In practice, most models in the
literature are derived directly at the macroscale, but we are interested in the more
systematic derivation of such models.

We now review the literature for microscale battery models, averaging techniques,
resulting macroscale battery models and finally extensions relating to overcharge and

degradation.

Microscale models. Different models of the electrolyte can be derived depending
on whether the electrolyte is assumed to be ‘dilute’ or ‘concentrated’. Dilute models
(e.g. [100]), developed by Planck, are simpler and are often appropriate for lithium-ion
chemistries. However, for lead-acid batteries, with a 6 Molar electrolyte, concentrated
theory should be used. The theory of transport in a concentrated electrolyte (e.g.
[55]) is applied to electrochemical systems by Newman and Chapman [85].

Liu and Monroe [71] extend Newman’s model to ensure thermodynamic consis-
tency. Bizeray et al. |11] point out a discrepancy between dilute and concentrated
theory (which is also noted by [100]) and show how it can be resolved. Goyal and
Monroe [45] further extend the model to include pressure variations in the system.

The electrodes are usually modelled as obeying Ohm’s law. The reactions (|1.1))
occurring at the interface between electrolyte and electrode are usually captured by
a kinetic law such as Butler-Volmer or Tafel. Richardson et al. [101] have shown that
the Butler-Volmer reaction accounts for most of the physical effects in the double
layer between the electrode and the electrolyte. The interface between electrolyte
and electrode moves as the reaction proceeds due to the deposition of the lead sulfate

discharge product.

Averaging. Once a microscale model has been obtained, it must be applied to the
porous electrode. One option is to determine the exact electrode geometry and solve
the full model in 3D. However, this approach is very time consuming, and requires
explicit knowledge of the microstructure, which will vary from battery to battery in

the field. Instead, Newman and Tiedemann [87] define ‘average’ quantities, which
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are continuous functions of space and time over the whole porous electrodes. The
justification for these arguments can be found in [124], and more recently in |[129]. A
more systematic approach is to use homogenisation techniques such as the method of
multiple scales [96, [97]. For example, this is applied to an electrochemical system by
Richardson, Denuault and Please [100], and Arunachalam et al. |3} 4].

The method of multiple scales provides a unit cell problem at the microscale that
can be solved in order to obtain effective properties at the macroscale. However,
to solve the unit cell problem, one must make assumptions about the representative
microscale geometry [16]. In practice, effective diffusion coeflicients are based on
experimental results, with the most notable being Bruggeman’s (e.g. [72]). Chung et
al. [24] find that this is a good approximation, but Pharoah et al. [93] argue that it is
a poor representation as it does not take the anisotropy of the material into account.
In the context of battery models, Arunachalam et al. [4] show that the Bruggeman
relation is only accurate at relatively low currents. After averaging, interfacial
effects appear in the model through a changing porosity and reactive surface area per

volume.

Macroscale lead-acid battery models. Almost all mechanistic models are de-
rived directly at the macroscale, with homogenisation from the microscale implied.
Many such models are based on the seminal work by John Newman, summarised
in [86].

In lead-acid batteries, there is no intercalation from electrolyte to electrode.
Therefore, most of the modelling effort focusses on the behaviour of the electrolyte,
and the interface between electrolyte and electrodes. Lead-acid battery models are
often reported to be based on a study of lead-acid battery modelling presented by
Tiedemann and Newman [122]. Following on from this, several authors extend New-
man’s work to include behaviour during charge and rest [47] and two-dimensional
effects |1, |7, 48]. However, these works focus on effects that are specific to flooded
batteries, such as buoyancy. To model [VRLA] more specifically, one must take into

account overcharge and degradation.

Overcharge. When lead-acid batteries are charged at too high a voltage (over-
charged), significant side reactions occur in which hydrogen and oxygen are produced

by electrolysis in the positive electrode, and recombine in the negative electrode.
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These reactions can lead to a significantly different voltage curve than would be pre-
dicted by a simple model. The overcharging process is studied experimentally by
several authors.

Li et al. [68] explore the effect of several factors such as electrolyte concentration
and temperature, finding saturation level of the negative electrode to be the most
important factor. Guo et al. [50| study different pathways that the oxygen can travel
along between the two electrodes. Pavlov et al. [91] investigate the oxygen cycle in
the negative plate experimentally and propose a mechanism for it, but do not include
it into a complete model. Mahato et al. [74] and Berndt [§] study the recombination
mechanism, and show that it must be diffusion-limited.

A full model for overcharge is proposed by Bernardi et al. |6], who include hydroly-
sis as a side reaction in the model but only provide a qualitative fit with experimental
data. Several authors extend this model. Newman and Tiedemann [88] improve the
model to obtain better quantitative fit with the experiments. Gu et al. [49] manage
even better fit with data, by incorporating temperature effects as well as overcharge.
Cugnet et al. [26] highlight that the charging response depends on how the battery

was discharged, and also find good agreement with experimental data.

Degradation. The models discussed so far only estimate [SoC] To model [SoH]
degradation effects must be included. The main mechanisms for degradation of VRLA
batteries, given by Bindner et al. [9], are corrosion, irreversible sulfation, shedding
and degradation of active material, water loss and electrolyte stratification. Bindner
et al. study all of these processes experimentally, which might be useful for model
validation. The majority of research is done on corrosion and irreversible sulfation.

Corrosion is the process by which a layer builds up between the lead oxide electrode
and the lead sulfate layer. Corrosion is studied experimentally by Berndt [8] and is
modelled by several authors. Tenno [119] models the process with an additional
side reaction, while Cugnet et al. [27] simulate corrosion by including an additional
resistance in the system. Boovaragavan et al. [14] assess three different models for
corrosion and conclude that a side reaction is intuitively the best model. Bindner et
al. argue that high temperatures are a very important driver of corrosion, but none
of the above models include temperature effects.

Irreversible sulfation occurs when the the battery remains at low [SoC| for a long
time, so the layer of lead sulfate that builds up on the pore surfaces during discharge
crystallizes and cannot be removed by charging. Irreversible sulfation is modelled as a

reduction in the available active surface area by Cugnet et al. [14]. Shi [111] and Jense
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van Rensburg [57] both use empirical, data-driven approaches to model irreversible
sulfation, rather than including it in their models. A model would need to take into
account the time between full charges, to capture the crystallisation process.

A few additional processes have been explored experimentally, but are not usu-
ally included in modelling. For example, Gandhi et al. [41] consider the changes in
electrode conductivity and active surface area that occur during a discharge, as well
as resistance across the insulating lead sulfate layer. Liu et al. [72] show that, for a
different chemistry of lithium-air, these effects are very important and can provide
better fit with experimental data. Alternatively, Bensmann et al. |5] show that proton
incorporation into the positive electrode is chemically possible and has some influence
on the transient behaviour of the system.

In this thesis, we will focus on a single discharge or recharge of a battery, and hence
do not include any degradation effects. However, the framework that we develop could

be extended to models that consider such effects.

1.1.3 Solutions of battery models

Efficient numerical solutions. A major focus of recent lead-acid modelling has
been to apply fast numerical methods to Newman’s model for a single discharge |35,
36]. As explained by [120], one can trade off between accuracy and speed by solving
the model with various degrees of implicitness. For example, one approach that
has been taken to simplify the model is proper orthogonal decomposition, by Ansari
et al. [2] and Esfahanian et al. [34]. Alternatively, Bizeray et al. have shown that
fast and accurate numerical solutions can be obtained using Chebyshev orthogonal
collocation [12|. In this thesis, we use standard numerical methods and focus our
attention on developing reduced-order models analytically. We anticipate that some
of the gains from developing faster numerical methods could be transferred to these

reduced-order models.

Simplified one-dimensional models. Some efforts have been made to analyti-
cally reduce the complexity of the lead-acid models so that they can be solved more

efficiently. Newman and Tiedemann [88| recognise that, for charges or discharges at

low current, a|lumped parameter model (LPM)|can be used in which spatial concen-

tration gradients are ignored. However, the link between the [LPM]and the full model
is not explicitly stated, and so the range of validity of the [LPM]| and extensions to it,
cannot be easily assessed. Gandhi et al. [42] also use a and provide an analytical

expression for the voltage in terms of current.
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For lithium-ion batteries, a larger number of simplified models have been devel-
oped. The [Single Particle Model (SPM)|[32, |33} 80, |106|, |130] is similar to Newman
and Tiedemann’s [LPM] but includes additional physical processes that are specific to
lithium-ion. The [SPM] can be extended to the [Single Particle Model with electrolyte]
[51}, 59, 81} (95} 98, [118] which takes into account concentration gradients in
the electrolyte.

Recently, methods from asymptotic analysis have been used to derive reduced-
order models more systematically. Richardson et al. [100, |102] use the limit of small
thermal voltage relative to characteristic change in overpotential to derive an alterna-
tive Moyles et al. [82], 83| consider the limit of fast transport in the particles, and
derive a ‘Single Particle Model-Electrode Averaged Model’ consisting of two coupled

lordinary differential equations (ODEs)|

Outside asymptotic analysis, some alternative approaches to model order reduc-
tion have been used, such as balanced truncation [84], proper orthogonal decomposi-
tion |18],/19, (73} /113], Padé approximation |38, 76| [125|, and reduced basis method [89)].
The first three of these approaches are reviewed and compared by Fan et al. [37]. An
advantage of asymptotic analysis over balanced truncation, proper orthogonal de-
composition and reduced basis method is that, when using asymptotic analysis, the
physical parameters in the reduced-order models are the same as the physical pa-
rameters in the full model. Hence asymptotic analysis can more readily be used for
parameter estimation, and give more insight into the physical behaviour of the full
model. Padé approximation also preserves physical parameters and hence could be
combined with asymptotic analysis to exploit the advantages of both methods. In
addition to this, asymptotic analysis provides relatively simple estimates for the error

in the approximation.

Three-dimensional models. Many of the models discussed so far consider a one-
dimensional system in which the key direction is the through-cell direction (the z-
direction in Figure and the battery behaves uniformly in transverse directions.
This is justifiable in the limit of infinite current-collector conductivity, since the volt-
age supplied at the tabs is applied uniformly to all points in the current collector.
However, in real-life batteries with finite current-collector conductivity, non-uniform
current distributions in the current collectors can lead to accelerated degradation |63,
103].

For lead-acid batteries, Bernardi et al. [7] develop a two-dimensional model that

captures effects in the vertical direction. However, solving the full three-dimensional
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system is computationally expensive. One common approach to simplify the system is
to model the current collector as a network of nonlinear resistors, with the through-
cell system acting as a nonlinear resistor [43, |60, 67]. However, these models are
usually derived in an ad-hoc manner, which gives limited confidence in their validity

relative to the full three-dimensional porous-electrode model.

1.2 Aims and structure of this thesis

We begin, in Chapter , by deriving a complete macroscale model for charge/dis-
charge of a [VRLA] battery that takes into account all of the relevant physics. To do
this, we first develop, from first principles, a microscale, thermodynamically consis-
tent model for a general battery with a concentrated electrolyte, and an arbitrary
number of additional species in dilute concentration. This model augments the stan-
dard porous electrode model, firstly by extending solute-volume theory to include
additional species in dilute concentration, secondly by including pressure-diffusion
effects, and finally by including Faradaic convection, the convective effects driven by
volume changes that occur as a result of the electrochemical reactions.

We then nondimensionalise this model in order to identify the dominant physical
effects, and those that can be neglected to reduce the model complexity. With this
approach, we gain confidence that neglected physical effects would not significantly
change the results of our model. Further, we use this insight to highlight effects
that may be important in other battery chemistries. Finally, we use the method of
multiple scales to derive a model on the macroscale that is based systematically on
the microscale.

In Chapters [3}5] we use perturbation methods and asymptotic analysis to derive
a hierarchy of reduced-order models that retain the physical insights and accuracy of
the full mechanistic model but are easier to solve. First, in Chapter [3, we consider a
one-dimensional model and simplify it in the limit where the timescale for diffusion
is much shorter than the timescale for a full charge/discharge. This approach yields
similar results to Newman and Tiedemann’s approach [88], or to the [SPM] and [SPMe¢]
for lithium-ion batteries, but in a much more systematic manner. At leading order we
reduce the model to a nonlinear system of (Section , with spatially homo-
geneous behaviour. At first order, we capture spatial inhomogeneities quasi-statically,
and hence require only an additional linear system of (Section . Finally,

we extend the first-order model to a composite solution that captures diffusional

transients, with only a single additional linear [partial differential equation (PDE)|per
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species. In all cases, the complexity of the system is reduced from the original full
mechanistic model.

Second, in Chapter[4] we simplify the full three-dimensional model in the physically-
relevant limit in which the aspect ratio (ratio of thickness to height) of the battery is
small. In this limit, we decompose the through-electrode dimension from the trans-
verse dimensions. Hence we reduce the system of three-dimensional (hyperbolic
and elliptic) to a system of one-dimensional hyperbolic coupled with two two-
dimensional elliptic equations, one for each electrode. In the remainder of Chapter [}
we examine further simplifications that can be made in the limit where the timescale
for diffusion is much shorter than the timescale for a full charge/discharge; here the
details depend on the size of the electrode conductivity, and we explore various limits.

Third, in Chapter [f] we extend the results of Chapter [3]to a toy model for recharge
in which oxygen evolution and recombination occur in addition to the main reactions.
We show that the oxygen recombination reaction in the negative electrode must be
diffusion limited, and explore the modelling consequences of this observation. We then
extend the reduced-order models from Chapter |3 to the recharge case, and compare
them to the full one-dimensional system.

In summary, the key contributions of this thesis are as follows:

e augmentation of the standard porous electrode model to include additional

species, pressure-diffusion and convection;
e nondimensionalisation of the model to identify key dimensionless parameters;

e derivation of a hierarchy of reduced-order models, using asymptotic analysis,

which approximate the one-dimensional model for a slow discharge;

e decomposition of three-dimensional model into through-cell and transverse di-

rections, and further asymptotic analysis for slow discharge;

e development of a one-dimensional model for recharge with diffusion-limited oxy-

gen kinetics, and further simplifications thereof for slow charge.

We give more detail on these contributions, draw conclusions and consider future

perspectives in Chapter [0
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Chapter 2

Model

In this chapter, we begin by extending concentrated-electrolyte theory to develop an
isothermal model that includes excluded-volume effects, local pressure variation, and
a detailed microscopic water balance. We then perform a novel nondimensionalisation
of the model to reveal a set of fundamental dimensionless parameters that control the
battery’s response. We use the method of multiple scales to homogenise the microscale
model and obtain a macroscale porous-electrode model for a single cell in a lead-acid
battery. The resulting model is similar to the standard porous-electrode model, but
includes additional physics due to excluded-volume changes, pressure-diffusion and
Faradaic convection. This chapter is an extension of work that has been published in
[116].

2.1 Three-dimensional microscale model

To develop a battery model at the microscale, we separately consider the electrolyte
(liquid) region (Sections[2.1.1]to[2.1.3)), the electrode (solid) region (Section[2.1.4]), and
the interface between them (Section . Of the two bulk regions, the electrolyte is
significantly more complex; we organise our development of the model in this region
into three further subsections, progressing from the basic laws of thermodynamics
(Section, through physical balances (Section to experimentally-motivated
constitutive laws (Section. We conclude by giving relevant boundary and initial
conditions in Section 2.1.6l

2.1.1 Liquid electrolyte thermodynamics

In water (H,O), sulfuric acid (H,SO,) dissociates mainly to hydrogen cations (H™)
and hydrogen sulfate anions (HSO,™); in keeping with prior models |6, |7, |47} 48|, we

12
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neglect speciation to sulfate (SO,*>). Thus the pore-filling liquid mainly comprises
H,0, HSO, and HT with partial molar volumes V,,, V_ and V,, molar masses M,
M_ and M, , and equivalent charges 0, —1 and +1 respectively. Dimensional (and
unscaled) variables are denoted with a hat: the species molarities are ¢, ¢_, and ¢,.

In addition to these three species, an arbitrary number of additional reacting
species (such as dissolved oxygen or hydrogen) can be present (in dilute concentra-
tion), with concentration ¢, partial molar volume Vj, molar mass M}, and equivalent
charge 0.

The sulfuric acid ion concentrations are related to the electric potential in the
liquid, ®., by Gauss’s law for electric fields [86],

—egV2P, = F (¢ — ), (2.1)

where ¢ is the permittivity of free space and F' is the Faraday constant.
Equation ([2.1)) introduces a characteristic length scale, known as the Debye length,

on which there is diffuse charge (non-electroneutral behaviour):

I 50[@6]
Debye — F[C ] 5

(2.2)

where [®.] and [c,] are typical potential and concentration scales respectively. Typi-
cally, the Debye length is of the order of nanometres, which is much smaller than the
cell length scale (millimetres) or even the pore scale (micrometres). Hence the bulk of
the electrolyte is electroneutral (¢, = ¢_), with boundary layers of diffuse charge at
electrode-electrolyte interfaces (called double layers). We take the electrolyte to be
electroneutral everywhere, and in Section incorporate the effect of the double-
layer via, firstly, interfacial constitutive laws [101], and secondly capacitance in the
charge-transfer at the solid-electrolyte interface.
By electroneutrality, the sulfuric acid ion concentrations relate to the sulfuric acid
concentration, ¢, through
Co=0Cp =C_. (2.3)

In the following model derivation, we define:

o S to be the set of all species present in the liquid (for example, in a five-species

system with oxygen and hydrogen, S*! = {w, —, +,0,h});
o S°er to be the set of additional species (e.g. S = {o,h});

e S to be the set of species that we will solve for in our final model (e.g. S =

{e,0,h}).

13
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If there are no additional reaction species, & consists only of the electrolyte. In
all cases, we use subscript k to denote either individual species (such as w, +, -) or
aggregations (such as ‘e’, for ‘electrolyte’).

In an isothermal state, thermodynamic consistency of the liquid volume requires
that ¢, depends on ¢, k € S if the bulk modulus of the liquid is very large [46],

through -
1= es Vil

Cw
Vi
where V, = V, + V_ is the partial molar volume of the acid. Consequently the total

(2.4)

liquid molarity

1 + (2‘_/“, — ‘78)68 + ZkGSother(VW - ‘716)6]6
Vi

Cr = 2Co + Cy + E Cp =
ke Sother

(2.5)

also depends only on {¢}, k € S. Acid molarity further determines the mass density

p of the liquid, because

~ ~ ~ MW Mk: Mw SN
p:CwMW+ZCkMk:_—+Z |:(_————> chk:| s (26)
kes Vi k€S Vi Vi

in which M, = M, + M_ stands for the acid’s molar mass. In practice, the concentra-
tions of species other than electrolyte are much smaller than ¢, and so the electrolyte
concentration determines the density. Further, experiments show that p varies almost
linearly with é. 22|, so the partial molar volumes of electrolyte ions and water can
be assumed to be constant [86]. We further assume that the partial molar volumes

of all other species in the liquid are constant.

2.1.2 Balances in the electrolyte

The region where there is electrolyte can be divided into three subdomains: within
the pores of the negative electrode, €2, within the pores of the separator, €25, and
within the pores of the positive electrode, €2,. The model structure is identical in
each subdomain. Parameters describing the electrolyte are similar everywhere, while
those describing pore geometry generally differ among subdomains. Quantities that
parametrize reactions differ in the negative- and positive-electrode subdomains, and
vanish in the separator.
The local mass balance of species k € S?!! in the liquid phase implies that

¢y, SN
k=~ V- Ny, 2.7
- k 2.7
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where N, represents the molar flux of k. With electroneutrality condition (2.3) and
equation of state (2.4)), all balances (2.7) combine to show liquid-volume continuity,

V.-vP =0, (2.8)

in which v& = Y kesal Vi N& signifies the volume-averaged liquid velocity.
The liquid-phase current density is i=F (N+ — N_) Under Faraday’s law, ion
balances ([2.7) combine to demonstrate charge continuity in the liquid,

V-ie=0. (2.9)

In practice, we solve for k € S (with é, = ¢, ), and replace for k € {w,—}
with and .

In a general isothermal setting, liquid convection is determined by a momen-
tum balance, such as Cauchy’s equation [46] 71]. This governs the distribution of

momentum density pv, naturally expressed in terms of the mass-averaged velocity
V= <Zk€$an Mka) /p. The kinematic relation

Vi (M M, o V_ (M M-\ i
~ ~0 k k W ~ ~0 W e
e —_— _ — = _— - — 2.10
V—V _k£€S|:ﬁ ( A W)(Nk CrLV >:|+ ,5 <‘,W ‘,> F ( )

specifies how v must relate to V. (Note that, for convenience, we abuse notation in
(2.10)) by using N, to refer to N ).

2.1.3 Flux constitutive laws

Transport in the liquid phase is governed by n — 1 Onsager-Stefan-Maxwell flux laws,
where n is the number of species. The law for the thermodynamic force on water [46]
can be inverted |71} 79} |85] to give

A I R AV AN A4 T

N, =D, (vCe — ET + } + ¢V, (2.11)
where R is the gas constant, 7" is the absolute temperature, t¥ is the cation trans-
ference number relative to the water velocity, D, is the (concentration-dependent)
diffusivity of acid in water and p is the pressure in the liquid. For k € S, the elec-
trolyte pressure-diffusion factor gZAJk depends on species concentrations through
- VwéTMwékaék ( Vw Vk )

i (2.12)
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To put equation in the form given, one must have that V, = (1 — ti)Ve and
Vo =¥V, [85).

The laws for the thermodynamic force on additional species can be inverted to
give equations in Nernst-Planck form that describe the excess fluxes of additional
species molecules |78, [79]. These relations involve new migration coefficients and
cross-diffusivities whose values are not known in practice. However, in the limit
in which cross-species interactions vanish (that is, the Stefan-Maxwell diffusivity of
each species through any other tends to infinity), all migration coefficients and cross-
diffusivities tend to zero 78], and we retrieve Fick’s law with a correction term for

pressure,

~ (e, VP
N.=-D -
k k (Vck T

) + v, ke Sother, (2.13)

Finally, the law for the thermodynamic force on cations can be linearly transformed
to produce a current /voltage relation. In the limit in which ion/oxygen, ion/hydrogen

and oxygen/hydrogen interactions vanish |78|, the relation is

R ~ o 2RTR(1 =t [~ .Vp &M, VD
i avd, 4 AT +)K<V1nce—¢VP>+ﬁ VD (2.14)

FVicr

Here & is the conductivity of sulfuric acid, ®, is the potential measured by a reversible
hydrogen electrode at p [11], and Y. (¢.) is the thermodynamic Darken factor ([31],
reported by |71]), which describes the mixing free energy of the electrolyte.

A momentum balance closes the model |71]; for example, the Cauchy equation

ov A A A
'5(3;*0'%) =-Vp+V.-71, (2.15a)
where the deviatoric stress tensor 7 is given by Newton’s law of viscosity,
. . - A\T
%:A(V-\?) +u(v0+ (w) ) (2.15h)

where A is the bulk viscosity and p is the shear viscosity. The mass-averaged velocity,
v, is used in because is derived by combining the momentum balances
for individual species [46]. There is debate over what the exact form of the advection
term on the left-hand side of should be [46]. However, this is not important
for our present study, since we will show below that terms involving momentum are

negligible in the first approximation.
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2.1.4 Balance and constitutive law in the solid electrode

In the electrodes, conservation of current implies
Vi =0, (2.16)

where i is the solid-phase current density. The solid phase is electronically but
not ionically conductive. Thus the current density there relates to the solid-phase

potential, ®s, through Ohm’s law,
iy = -0V, (2.17)

where ¢ is the electrode conductivity.

2.1.5 Interfacial constitutive laws

To link the electrolyte model with the electrode model, we must derive equations
describing behaviour at the interface between the two. However, there are several
interfaces to consider: a ‘solid-electrolyte’ interface between the electrolyte and the
conductive electrode (lead or lead dioxide), but also an ‘electrolyte-discharge-product’
interface between the electrolyte and the discharge-product layer of lead sulfate, and
similarly a ‘solid-discharge-product’ interface.

For simplicity, we would like to consider a single interface. We assume that the
creation of lead sulfate reduces the porosity, and induces a flow in the electrolyte.
Hence we choose the ‘electrolyte-discharge-product’ layer to be our single interface,
denoted by x = S. Since the reaction must occur at the ‘solid-electrolyte’ interface, we
assume that transport of electrolyte is instantaneous from the ‘electrolyte-discharge-
product’ interface, across the porous discharge-product layer, to the ‘solid-electrolyte’
interface.

Electrons are the only solid-phase charge carrier in the scheme consisting of re-

actions (1.1), (1.2) and (1.3]), making interfacial current densities a proxy for the

half-reaction rates. We denote the interfacial current density due to the main re-

actions (T.1)) by 7%, and additional reactions (such as for example (T.2)) or (L.3), or
reactions that lead to degradation) by 4. The set of all kinetic reactions, including

the main reaction, is denoted by R. Continuity of current requires that

is-n:jdl+237":ie-n on X =S, (2.18)
reR

where n is the unit normal to S, pointing out of the electrode (into the electrolyte),

and % is the double-layer interfacial current density due to charge stored in the
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2.1 Three-dimensional microscale model

double layer. We assume that the double-layer interfacial current density takes the

form

4 = édla% <<I> - cﬁe) , (2.19)

where C¥ is the double-layer capacitance [40, 90, |[115]. We define R to be the set of
all interfacial current densities including the double-layer interfacial current density.

As reactions occur, deposition (removal) of solid PbSO, on pore surfaces
is accompanied by removal (deposition) of solid Pb or PbO,, and so the electrode
surface itself moves. This deposition/removal process is significant enough to halve
the electrode porosities over a full discharge, and so should be included in the model.
We define 952 | to be the normal velocity of the interface due to the creation of lead

sulfate. Accounting for this electrode surface normal velocity and using Faraday’s law

of electrolysis, the molar flux of species k € S*! normal to the surface is |61}, |71} |124]

. 5’ro
~ surf k s
N -n=¢o0e 1 — E 7 on X =S, (2.20)
n’_
reR €

where §j, is the signed stoichiometric coeflicient of species k in the half-reaction 7,
and n!_ is the number of electrons transferred in the reaction. (For a reduction
half-reaction, s; is positive for a product and negative for a reactant. For example,
§§7n = —3, by , and s = 2, by ) Note that terms due to the normal
velocity of the moving boundary, 95%f = did not appear in (2.18), because of the

definition of liquid-phase current density (i. = F(N, — N_)) and electroneutrality

23).

By considering conservation of mass of solid species, electrode surface normal

velocity is given by
gourt Spb Ve + SPbo, VPbo, + SPbso, Vebso, 58

= 2.21
normal FTLS_ ( )

Note that 95  depends only on the interfacial current density due to main half-
reactions , 55, since these are the only reactions that act on solid species. Mul-
tiplying each interfacial flux condition by Vi, summing over all species, using
, and requiring that no electrolyte pass through the interface, we obtain an in-

terfacial condition for v |71]

ArTT Sp
~ 0 __ ssurf Sk;vkj N
Voon=0o ) — E E . onx =S. (2.22)
Fn"_
reR kesall e
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2.1 Three-dimensional microscale model

Equation ([2.22)) can be interpreted as conservation of volume in the liquid. Due to
the viscous terms in (2.15b)), we require an additional boundary condition for v at

the electrode-electrolyte interface, and we take this to be no-slip so that
v-t=0 onx=S, (2.23)

where t is the unit tangent vector to x = S. Note that individual species can still
move tangentially to the boundary.

To complete the model, we specify a form for the interfacial current densities, j”.
No interfacial reactions occur in the separator domain, so ;” = 0 uniformly there. In
the electrode domains, ;" is governed by a chemical-kinetic constitutive law. Generally
such laws involve the voltage difference between the liquid and solid, the equilibrium
potential of the half-reaction, and the chemical activities of the reactants. We assume
the half-reactions in , and are elementary, following Butler-Volmer

kinetics,

o (M@FRN (1)) P
J" = Joa ©XP <T> — Joc €XP <— T , TETR, (2.24)

where jo. and Jo. are the concentration-dependent exchange-current densities (forward
and backwards respectively), a” € (0,1) are Butler-Volmer symmetry factors, and 7"

are the surface overpotentials

i=b,— b, — U (), reR. (2.25)

Here U (¢.) stands for the half-reaction’s jopen-circuit potential (OCP)| relative to

a reversible hydrogen electrode. We summarise typical forms of 56 in Table . It
can be shown that the Butler-Volmer reaction accounts for behaviour in the Debye
layers [101].

2.1.6 Boundary and initial conditions

Boundary conditions. Equations (2.3) to comprise a three-dimensional
model with closure at every interior point in a cell.

Symmetry and no-flux boundary conditions demand that no species in the lig-
uid phase flows through the sides, front, back, and bottom of the cell (the external
boundaries, denoted by 8Qext), SO

Ny n=i,-n=v-n=0 on 0, (2.26)



2.1 Three-dimensional microscale model

for k € & (with é. = ¢4), and the no-slip condition at these boundaries further
requires
V=0 on 0. (2.27)

The kinematic relation shows that v~ - n = 0 at these boundaries too, and
the flux laws , , and further require the surface-normal gradients
dér/On, Op/On and dd,/On to vanish at these boundaries.

Above the electrodes, there is a head region of free electrolyte. For simplicity, we
assume that the electrolyte region is well-mixed, so that species concentrations are

head ( )

spatially uniform, denoted by ¢} , and the flow is dominated by gravity, so that

the surface has uniform height h (f) At the interface between porous cell and free

electrolyte, the concentration of all species is continuous,
ée =i onz=H. (2.28)

By conservation of mass, the head concentration of each species is determined by its

average flux at the interface,

d /-
— héhead
di ( g

didyg  for k e S, (2.29)

| LW
) =g ) e
LW Jo Jo z2=H

It is worth noting that multiplying each condition (2.29) by z; and summing over all

k gives a boundary condition for the current,
i.-n=0 atZ=H, (2.30)

and similarly multiplying each condition ([2.29) by V; and summing over all k deter-
mines the head height h (f)

FH LW/ / g d2dg. (2.31)

In subsequent work we will use (2.30) and (2.31)) rather than the complete set (2.29)).

Finally, we assume that the pressure at the cell/free region interface is purely hydro-

static,
P = pext + pgh  at 2= H, (2.32)

where pey; is an external pressure, which could be measured directly or assumed to be
atmospheric pressure, and ¢ is gravitational acceleration. We could model the head
region more carefully by considering flow and the spatial distribution of electrolyte

within this region, but this is beyond the scope of this thesis.
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2.1 Three-dimensional microscale model

We choose the negative electrode tab to be at the ground state,
D, =0  on I apn. (2.33)
For the positive electrode tab, we can either control the voltage,
b, =V (f) on 8Qtab’p, (2.34a)

or control the current. In the latter case, we can either impose an integral for the

current and uniform potential across the tab,

// i, -ndS =1(f), (2.34b)
8Qtab,p

®, uniform on OQtab,p, (2.34c¢)

where the current drawn from the cell, i, is positive for a discharge, or impose a
uniform current on the tab,

Awabpls - =1(1), (2.34d)

where Ag,p,p, is the cross-sectional area of the tab. We choose the latter since it is
easier to implement numerically, but in practice there is little difference between the
two since the solid potential is usually uniform over short distances (such as the tab

width) anyway. Note that we define the cell interfacial current density to be
I(t) =1(f) /A (2.34e)

Third and fourth alternatives are to control the power or resistance, in which case

we apply both (2.34a)) and (2.34B)), but leave V and I as free variables, and add an
algebraic equation

Vi=P () (for power control), or V=R () (for resistance control), (2.34f)

where the power P or resistance R are known functions of time.
In this thesis, we will mainly consider experiments under ‘galvanic control’ follow-

ing condition (2-34D)), which allows I (f) to be any function of time.

Relationships between subdomains. The liquid phase permeates all three sub-
domains. Therefore scalar variables ¢, p, and (iDe, as well as normal components of
all flux vectors, are all continuous across electrode/separator boundaries.

There is no solid-phase current at either edge of the separator subdomain or
pore-surface charge exchange within it, so is - n vanishes uniformly there. Since the
separator subdomain electronically isolates the positive and negative electrodes, o,

need not be defined across it.
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2.2 Dimensionless model

Initial conditions. The initial concentrations and potential difference are spatially
uniform. To allow a simple interpretation for a typical battery, we relate the initial

electrolyte concentration to the state of charge, ¢, which we define as

1 /tl
0
q=q — ——==— ISdS, 2.35
A Lom Jy (s) (2.35)
where Q™ is the volumetric capacity of the battery, in C/m?. We calculate QM
in Appendix Bl Note that this definition of ¢ means that ¢ = 0 and ¢ = 1 does not
necessarily correspond to the min/max voltage on the manufacturer’s spec sheet.

In a lead-acid battery, the state of charge is closely linked to the concentration

of the electrolyte. Hence we would like ¢ to be unity when the concentration of the

max

vax - and zero when the concentration of the

electrolyte is at its maximum value, ¢

electrolyte is zero, so that the initial condition for the concentration is taken as

Co (%,0) = & = cmaxg0, (2.36)

e e

We take the initial concentration of any additional dissolved species to be zero,
& (%,0) =0, ke Sother, (2.37)

Because of double-layer capacitance effects, we also require initial conditions for the
potential difference, &5 — ®.. We choose spatially homogeneous values such that the
interfacial current density given by is zero at t = 0 for the main reactions
(r=2.9):

D, (%,0) — D, (%,0) = U5 (&2). (2.38)
Finally, we must also provide initial conditions for the species concentrations in the
head, ¢i°ad, and head height, h. For the former, we assume that the initial concentra-
tions are the same as in the bulk. For the latter, we impose some initial head height
fLO, which should be on the order of a few millimetres. The exact value of A° does not
matter for the purposes of this thesis, but we simply note that R must be positive

so that the electrodes are immersed in electrolyte.

2.2 Dimensionless model

We now nondimensionalise the system presented in Section with the aim of de-
termining the dominant effects in the system.

We begin by introducing dimensionless variables

x=%/L, (ie,is,Z) = (ie,is, L) /1, ¢ = b5)c™™ (2.39)

e Y
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2.2 Dimensionless model

for k € S, where i = max (7:’(5)) We also scale subdomain thicknesses /;, i €
i

{n,s,p}, and macroscale dimensions L, W and H, with L (so the dimensionless
battery thickness is equal to one).

We scale time with the discharge time-scale, ¢ F'L /i:

) maij'/
t:t/ce ey (2.40)
2

To nondimensionalise the interfacial current, we consider a representative material

volume in the porous electrode, €2.¢, within which the electrode-electrolyte interface
is represented by 0. Integrating (2.18]) over 0., and applying the divergence
theorem, we find that

/Vie av = / > jrds. (2.41)
Qref aQref rerd!
Applying the current scaling in (2.39)) appropriately to (2.41]) gives

=~ AL, (2.42)

where A is the reactive interfacial surface area per unit volume, which is in general
different in the negative and positive electrodes. Hence the scale for the interfacial

current density is

L

Ul = E
We nondimensionalise the interfacial current densities, j”, the exchange-current den-
sities, j‘ga and 56}:, and the double-layer current density, 79, with the scale (with

appropriate choice of A depending on the domain). After nondimensionalisation, j5,

=: i, (2.43)

and j5. are O(1) functions of c,.

To nondimensionalise the potentials, we note that the dominant exponents in
should be O(1), since the terms multiplying the exponential functions are all
O(1). We make use of to define the dimensionless open-circuit potentials

L UT ée - UE’G ) T € Qna
U (o) = I;T ] (A ) . (2.44a)
w7 (U (¢) = U, x € Q.

Then, to ensure that the exponents in (2.24]) are O(1) and noting that d, = 0 at

2 = 0, we introduce the dimensionless potentials

F “
@ = (@e + Ur?@) , (2.45a)
Lo, r €y
o, =BT ’ (2.45Db)
{R—FT b, — US© + U§’9> . reqQ,



2.2 Dimensionless model

max

We scale De and ¢,, with their values at ¢, = ¢}

. However, we need to be slightly
more careful when nondimensionalising the MacInnes equation, . When deriving
the MacInnes equation, we can show that & (¢é) ~ F2Deée/RT |11, 71]. Hence we
introduce the dimensionless conductivity

o FQDglaXC]énaX
K (Co) = R (Co) /T : (2.46)

Then, substituting the nondimensionalisations (2.39)), (2.45al) and (2.46)) into (2.14)),
we find

C;nax DénaXF
e —— VR TN
Li (c)

(2(1 - tjv-)fée (ée)
X =

cr ({er})
We can simplify (2.47) in two ways. Firstly, we identify the leading fraction on the
right-hand side to be the inverse of the diffusional C-rate,

i, = =

max

o M
w—Vp) — V&, + 7o erCep Vp) . (2.47)

(§]

max

(V1n(e) -

Li L2 Acsi
1 Q " 8At

Ce = = X = ’
cénaxD(IenaxF Dénax 8ACSC£naXFL Q

(2.48)

where @ is the capacity of the battery (in Ah), 8 A F L is the volumetric capacity
of the battery (in Ah), and C = 8A.i/Q is the C-rate of operation, which is defined
as the current through the battery divided by the current under which the battery
would deliver its nominal rated capacity in one hour and is usually specified by the
manufacturer. Alternatively, we can identify C. to be the ratio between the applied
current scale, 4, and the limiting current, 5, = ¢ DMxF'/ L.

Secondly, we use the form (2.5)) of ér to define

_ _ 2(1 _ ti)ge (ée) _ _
L+ (2V4 — Ve)emaxe, + (Vi — Vo )emaxe, + (Viy — Vi) r®en’

Ye ({ex}) = (2.49)

which is O(1). (The factor ‘—(2V;, — V,)c™® is defined by Liu and Monroe [71] as
the excluded-volume number.)

We scale all the fluxes, Ny, with the diffusive flux scale D™*¢™ /[, To scale the
velocity equations , and , we scale p and ji with their values at cJ***
and choose the reaction velocity scale v™ = i/c™@F and Stokes flow pressure scale
Py 12 g0 that

s Dénaxcgnax - o i e A Iumaxvrxn
Nk_Nk/ f/ ) (V 7V)_(V ’V)/CénaXF’ bp=Dp +p/ £2 )
(2.50)
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2.2 Dimensionless model

for k € S, where p™' is a reference pressure (e.g. atmospheric). We scale the deviatoric
stress tensor 7 with v™" /L2,

The pressure-diffusion factors ﬁk are already dimensionless and O(1), so we define

Uk ({e3) = thr ({c™¢5}) - (2.51)
With these choices of scaling, the dimensionless model at the microscale is, in the

electrolyte domain,

0Ck 1
—*___VY-N 2.52
o~ oy Ne (2.52a)
Nk = — (Dka (Vck — ﬂos@DkVp)) + Cet}:ie + CeCkVD, (2.52b)
V-i,=0, (2.52¢)
M max eWe
Cele = K (XGVID (Ce) = VPe + Tos ( G XY ) Vp) ,
pmaxp Ce
(2.52d)
V-ve =0, (2.52¢)
ek Dr.D .
p (V — VD) = Z {M (Veg — ﬂoskap)l + wile, (2.52f)
Ce
keS
ov 9
Rep e +v-Vv | =-Vp+uVsv; (2.52g)
in the electrode domain,
V-ig =0, (2.52h)
is = -0V (2.52i)

and at the electrolyte-electrode interface,

Ny -n = 6,Ce (ﬁsmfckjs -y s;;f> , (2.52j)

reER
ieon=26, Y Jj (2.52k)
reRdl
vln=46,) 85" (2.521)
reR
ii-n=4,» j, (2.52m)
reRdl
J=7"{ex}, D5 — Do), (2.52n)
jdl = Cdl% ((Ds - qDe) . (2520)

In (2.52b), we have defined ¢ = tY, and ¢}) = 0 otherwise.
The dimensionless parameters Ce, Dy, Tos, Wek, Wi, Re, o, pswt B 6, and CU are
summarised in Table and we define s}, = 5} /n/_.
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2.3 Homogenisation and three-dimensional porous-electrode model

Parameter Definition Interpretation Value
n sep p
c i ] z?pl.)li.ed current densi.ty 0.60C
max Dmax [/ [, limiting current density
D, Djrax species diffusivity scale o: 0.65
' Dimax electrolyte diffusivity scale h: 14
max. ,rxni/ d2 : e “ale i
. ) : / v1sc0u.s pressure scale 3.6 x 10-5C
RT chax osmotic pressure scale
¥ My, M,V Diffusive kinematic e 0.43
We k - 1-— - . . . o: 0.13
’ pmax M.V, relationship coefficient be 0.008
M (. M- Migrative kinematic
wi pmax (t+ + E) relationship coefficient 0-71
max Y[’Xﬂl:
Re L Reynolds number 1.0 x 1073C
'umax
o &CHRZ“/FE/ Oh.mic current scal'e 3.8 101/C 55/C
i applied current density
(masx B Change in porosity
geut —= Z spVp associated with local half-reaction 0.085 - —0.064
¢ pe{PbO,, going to completion
Pb,PbSO, }
~ Change in acid volume fraction S:0.033 - 0.040
8" —c Z sp Vi | associated with local half-reaction 0: 0.097 - 0.097
keSalU{Pb,PbSO,,PbO, } going to completion H: 0.011 - 0.011
5, 1A micro length scale 12 % 10-4 . 19x10-5
AL macro length scale
ca éleT.AA[A//_Ff cal.)acitance jcime—scale 91 x 10-5 . 91x10-4
cmex 'L/ discharge time-scale
Qmas @ Dimensio.nless elect.rode 6.37 ) 503
cmax [ theoretical capacity

Table 2.1: Dimensionless parameters, evaluated using parameter values in Table ,
relative to the C-rate, C = 8Ai/Q. C. is the diffusional C-rate.

2.3 Homogenisation and three-dimensional porous-

electrode model

The model that we have developed so far, (2.52)), holds on the microscale. That is,

each point in space is either liquid electrolyte, solid electrode, or on the clearly defined

interface between the two. In theory, we could now solve the system in 3D on the

exact electrode geometry. However, both determining the electrode geometry and

solving a 3D model on such a complex geometry is impractical. Instead, we derive a

macroscale model that holds everywhere in an ‘averaged’ sense: each point in space

has simultaneously liquid electrolyte and solid electrode. All of the variables in the
system ([2.52) will then exist continuously across each of the subdomains (negative
electrode, separator and positive electrode).
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2.3 Homogenisation and three-dimensional porous-electrode model

2.3.1 Homogenisation

There are two separate length scales in the system : the ‘macroscale’, battery
length scale, L, and the ‘microscale’, pore length scale, which we call r,. The pore
length scale is much smaller than the battery length scale; this allows us to use the
method of multiple scales to derive a macroscale model that depends systematically
on the microscale. The ratio between the microscale and macroscale length scales
is of a similar order of magnitude to d, as defined in (2.43)). For simplicity, we let
dp =1p/L.

We now investigate the system in the limit where d, — 0, letting all other pa-
rameters in the model be O(1) for full generality. To do this, we assume that the
structure is locally periodic inside a completely periodic array of boxes, each denoted
by Q. UQ., where Q, represents the liquid domain of the box and € the solid domain
of the box, with 9 the interface between them. In particular, (and hence Qs and
8(2) can depend on the large scale variable x, and time ¢.

Most of the equations in are approximately of the form of a conservation
equation

k%—{ =-V-q in Q. (2.53a)

coupled with a flux equation
q=-DVf in Q, (2.53b)
and an interface condition

q-n=0,(kF"f+Q)j on 0, (2.53¢)

with £ = 1 ((2.52a)), (2.52b) and (2.52j))) or £ = 0 ((2.52¢), (2.52d)) and (2.52k]);

(2.52h)), (2.52) and (2.52m))). In Appendix [C| we outline the homogenisation of the
system ([2.53]), using the method of multiple scales. This is identical to the method

used by Richardson et al. |[100], but with the addition of a moving interface. The

resulting general ‘averaged’ system is

k‘% (ef) =—-V-q+ Qay, (2.54a)
q=—DBVY. (2.54D)

where the porosity, €, and reactive interfacial surface area, a, are defined in ((C.20)),
and the diffusivity tensor, B, is defined in ((C.28]).
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2.3 Homogenisation and three-dimensional porous-electrode model

For equations that represent the solid domain ((2.52h)), (2.52i) and (2.52m))), the

sign of the term pre-multiplying the source term Qua is switched (since the unit normal
points in the opposite direction relative to the domain), and the porosity, 5 and
diffusivity tensor, B, are defined in .

Finally, the Navier-Stokes equation (2.52g]) is not in the general conservation form
of . However, since the Reynolds number, Re, is small, we can use the method
of multiple scales to derive Darcy’s law relating the mass-averaged velocity to the

pressure, [39, [66],

v = —EVp, (2.55)
i

where K is the permeability tensor. Note that, since we use Darcy’s law, we only need

to specify the normal velocity at the boundary, and we no longer need the macroscale
no-slip boundary condition (2.27)).

2.3.2 Three-dimensional porous-electrode model

To write the full homogenised model in closed form, we must specify how the porosi-
ties, diffusivity and permeability tensor, and interfacial surface area relate to the

other variables in the model.

Porosity. We obtain an equation for the electrolyte porosity, ¢, by applying the
Reynolds Transport Theorem ((C.8]) with f = 1:

Oz
ot
The differential equation for porosity requires an initial condition for e. We ensure

that (2.35) and ([2.36) are consistent with (2.56) and (2.65a) (see Appendix |B] for

details) by setting

_ﬁsurfaSjS. (256)

surf max (] _ 0
£(x,0) =" = g™ — ‘6 Qee 1-q ), (2.57)
Where é max _{_6 max + 6 max
ngn SES 15
Quax — L (2.58)

Sp — Sn

Diffusivity and permeability tensors. For the diffusivity tensor, the most com-
mon form in electrochemical modelling, and the one that we will use in this thesis, is

the Bruggeman tortuosity correlation,
Bij = 81'5(5ij, (259)
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2.3 Homogenisation and three-dimensional porous-electrode model

where ¢;; is the Kronecker delta, and similarly By ;; = 85'5515 |7,147,48|. Some alterna-
tives are summarised by van Brakel and Heertjes [128]; a more systematic approach
is to directly solve the cell problem for B, assuming a certain geometry for
the pores (e.g. spherical, square or hexagonal) [16].

We define effective diffusivities and conductivities DT = DB, T = kB in the
electrolyte and o° = B2 in the solid. Here o°f is taken to depend only on the initial
solid volume fraction, €2, since the volume fraction of conductive lead bounded within
electron-exchange surface A, does not vary as porous lead-sulfate is created (i.e. as
g5 changes).

The permeability tensor is usually taken to be a function of both porosity and the
pore size, for example via the Kozeny-Carman equation [48|

P2 3

where d is the dimensionless pore size relative to r,. Costa [25] suggests a similar
formula based on a fractal pore space geometry assumption. Lee et al. [66] describe
numerical solutions of the underlying cell problem, but do not suggest an explicit

formula for IC.

Reactive surface area. Solid PbSO, does not tend to deposit as a compact thin
film, so in general each of the reactive surface areas per volume, a” (r € R), changes
as the battery is charged and discharged. Although we will assume constant reactive
surface areas in this thesis for simplicity, we briefly discuss here how the changing
surface areas could be modelled.

The reactive surface areas depend on the electrode utilisation, U |6}, |7, |47, 48|
88|, which represents how much of the electrode’s maximum theoretical volumetric
capacity has been used, and hence increases as battery [SoC| decreases. The electrode
utilisation depends only on the interfacial current density from the main reactions,

45, via differential equations
ou

oU _ U ss

where

1 max Q
1 {/QH » X€%, (2.62)

P = Tam T Jyam, xeq
p P
and Q™* is the dimensionless maximum theoretical volumetric capacity of the elec-
trodes (given in Table . Note that the maximum theoretical volumetric capacity

of each electrode is higher than the volumetric capacity of the battery as given by
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2.3 Homogenisation and three-dimensional porous-electrode model

total number of moles of electrolyte, so U is always smaller than one. For the initial

conditions, we should ensure that (2.35) and (2.36)) are consistent with (2.61)) (see
Appendix [B| for details) by setting

Q™(1—¢°)

U (x,0) = Oman

(2.63)

The reactive surface areas per volume are different for the different reactions. For the
side reactions and , the reactive surface area is the amount of electrode not
covered by lead sulfate, while for the main reactions , the reactive surface area
is, during discharge, the amount of electrode not covered by lead sulfate and, during
charge, the amount of electrode covered by lead sulfate. The relationship between
area covered by lead sulfate and electrode [SoC| depends on the electrode morphology.
If the lead sulfate deposits as a compact film, then the area covered by lead sulfate is
zero at full charge (U = 0), and one otherwise. At the other end of the scale, if lead
sulfate nucleates in small islands at the electrode surface, then the area covered by
lead sulfate depends linearly on electrode [SoC]

Motivated by these observations, we suggest that the most appropriate form for
the reactive surface area per volume is the one used by Gu et al. [49] and Srinivasan
et al. [115]:

a(U)=01-U", rer/{S} (2.64a)
— 14§ i
o8 (U) = (1 Uu ) for a discharge, (2.64b)
us for a charge,

where U¢ is the proportion of surface area covered by sulfate, and the morphological
parameter ¢ is the same for all reactions. We illustrate this dependence for various
values of ¢ in Figure . The case where ¢ is very small (but non-zero) corresponds
to a compact film, while the case where £ is one corresponds to nucleation. Under-
standing the exact relationship between a” and U would require a detailed model of

nucleation at the microscale.
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2.3 Homogenisation and three-dimensional porous-electrode model
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Figure 2.1: Dependence of reactive surface area for the main reactions (1.1)) on
electrode state-of-charge, for different values of &.

Summary. After homogenisation, the general, dimensionless model is

6 1 T T T
a(éck) = —C—eV Ny — ;ska J, (2.65a)
Ny, = —Dp DS (Ve — mosthe Vp) + Cetlie 4 Cocpv©, (2.65b)
% _ _6surfaSjS7 (2650)
0

R roT dl ~dl = o

Veie=)Y dj +a'C o (@ — @), (2.65d)
reER
M max e o
C.i, = 1 (XEVIH (Ce) = VPe + Tos ( p;gip - ch ) Vp) , (2.65¢)
Vvt =Ygy (2.65f)
reR
V= —%Vp, (2.65g)
Deff
p (V — VD) = wcc (Ve — Toshe V) + wile, (2.65h)
0
Veig=-) dj - a@“Cdla (B — D), (2.651)
reER
i, = _Ueffv(ps’ (2.65))
J" =7 (e}, s — @), (2.65k)
ou U S:S

— = 2.651
a"=a" (U), (2.65m)
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2.4 Classification

for k € §. The dimensionless boundary conditions are, assuming galvanic control,

c%k 8<I>e 8p
Rk = = = Q) 2.
5 o 50 0  on 0, (2.66a)
0D,
o 0 on 0 /OQap , (2.66b)
n
cp=c i.,.n=0, p=pgh onz=H, (2.66¢)
D=0 on 0ubn, (2.66d)
effaq)s
Atab p0 5, — AZ(t)  on 0 p, (2.66e)
for k € §, where
9 ety = 1 /1/WN n|_, ded (2.67a)
and
dn 1 [ " 4
i W/o /0 v -n’Z:H dz dy. (2.67Db)

For other types of operation, (2.66¢|) can be replaced by another option from ([2.34]).

All scalar variables and the normal components of vector variables are continuous

at the electrode-separator interfaces. The dimensionless initial conditions are

a(x,0) =2, £(x,0)=¢" U(x,0)=U", (2.68a)
D, (x,0) — e (x,0) = U (), p=4(0) =), h(0)=h". (2.68b)

Several aspects of the model are new. Firstly, a pressure-diffusion term appears
in (2.65b)), (2.65¢) and because the flux laws are based on thermodynamic
forces. Secondly, changes in volume due to the interfacial reactions induce a flow in
the cell via . Thirdly, the difference between the mass-averaged velocity, v, and
volume-average velocity, v, is captured by the kinematic relation . Finally,
the free surface above the cell is modelled via the boundary condition .

In the remainder of this thesis, we will take the limit in which 7. tends to zero, thus

ignoring any pressure-diffusion effects. However, in different chemistries or operating

regimes, m.s may be large, and these pressure effects may be significant [44].

2.4 Classification

We rewrite the system ([2.65))-(2.68|) in terms of scalar variables ¢, ®., @5, p, € and

U only, in order to classify the equations. For simplicity, we present the system here
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2.4 Classification

in the limit in which 7., w. and w; are zero, but the classification of the equations is
unchanged if those parameters are non-zero.

Note that, since the dimensionless double-layer capacitance C4 is small (Ta-
ble [2.1)), we can consider the limit in which C¥ tends to 0, so that ;9 is identically
zero everywhere. The classification of the system is different depending on whether
we include the capacitance interfacial current, j4, or set it to be identically zero

everywhere.

2.4.1 System without capacitance

Setting j4 to be zero, the system ([2.65))-(2.68]) consists of one parabolic for each

Ck,

a ,Dle?:H ’C r W\ T T
a(eck) =V- { C Ve + ¢ (;Vp)} — ;(sk +t))a"j", (2.69a)
three elliptic for ®,, ¢ and p,
T 1 eff

Za Jj = C—V- [+ (xeVIn (co) — VO], (2.69b)

reR ©

Y a'im =V [0V, (2.69¢)

reR

4 K

> Bayl =~V {—VP} 7 (2.69d)
reR K

and two hyperbolic equations for ¢ and U (which could be interpreted as in

time parametrised in space),

Oe .
E _ _BsurfaSJS’ (2696)
My s
g = B%a”j5", (2.69f)
with
J" =7}, ®s — D), (2.69g)
a" =a" (U). (2.69h)

The boundary conditions and initial conditions are unchanged from ([2.66|) and (2.68]),

except we no longer need an initial condition for the potential difference, &3 — &,

since we ignore capacitance effects.
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2.4 Classification

2.4.2 System with capacitance

If we include capacitance effects, then we can reorganise the system ([2.65)) into a form

that is easier to classify. To do this, we define the potential difference
(b =P, — q)ea (270)

and substitute ®; with ¢ + ®. in each electrode. Then (2.69a)) and ([2.69d])-(2.69h))

remain unchanged, and we simply convert (2.69c|) into a parabolic equation, and
manipulate (2.69b)) to eliminate the capacitance terms so that it remains an elliptic

equation:

adICdlg—f =V [0V (¢ + @.)], (2.71a)
eff
0=V “C— (xeV 10 (co) — VB) — 0TV (6 + Do) | - (2.71b)

We also substitute &5 with ¢ + ®, in the boundary conditions (2.66a)), (2.66b|) and

(2.66¢) to give

% = 0 on aQeXt /aQtab s (272&)
S+ =0  on I, (2.72b)
Atab,po-eff% = ACSI (t> on agltab,p‘ (272C)

The other boundary conditions are unchanged from ([2.66)):

dc, 00, Op
. - 5 = Qex ) 2.
5m = 9n -~ Bn on 0ext (2.73a)
cp=c i, n=0, p=pgh onz=H, (2.73Db)
and the initial conditions (2.68]) become
a(x,0) =2, e(x,0)=¢% U(x,0)=U", (2.74a)
g (x,0) =U% (), = (0)=¢), h(0)=n" (2.74D)

Since we have replaced an elliptic equation (2.69c) with a parabolic one ,
we expect the system with capacitance to be more amenable to solution using the
Method of Lines. We compare the solutions with and without capacitance in a one-
dimensional setting in Chapter [3] As we will show in Chapter [3| for the problem in
one-dimension, can be further reduced to a single for ¢, by using the fact
that V - (i, + i5) = 0 to eliminate V.
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Chapter 3

Simplified models for slow discharge

In this chapter, we consider a simplified one-dimensional model in which we assume
uniformity in the plane normal to z. Such behaviour would be expected in the limit
where the electrode conductivity is very large (we will derive the one-dimensional
model from the three-dimensional model more systematically in Chapter . In Sec-
tion 3.1} we write down the one-dimensional form of the model developed in Chapter [2]
accounting in particular for non-symmetric volume changes. We discuss methods for
numerical solutions of this one-dimensional model, and investigate the effect of ca-
pacitance and Faradaic convection, in Section

Then, in Section we perform an asymptotic analysis in the limit in which
the diffusional C-rate, C. — the C-rate scaled with the diffusion time-scale — is small,
to derive a hierarchy of reduced-order models that approximate the full model, as
shown in Section The small-C, limit is a physically relevant limit in most cases
of VRLA] battery usage, when discharge takes place over the course of several hours.

This chapter is an extension of work that has been published in [117].

3.1 One-dimensional battery model

We start with the full one-dimensional version of the model derived in Chapter [2] (2.65).
From a high-level perspective, we can obtain the one-dimensional model from the
three-dimensional model by assuming that all variables are uniform in the directions
normal to the z-axis, setting y- and z-components of fluxes to zero (hence replac-
ing three-dimensional gradient and divergence operators with the one-dimensional
derivative, 0/0x), and applying boundary conditions at = 0 and = 1 instead of
on X € 0Q,pn and x € I, , respectively.

However, this naive approach leads to an inconsistency in the equation for con-
servation of velocity, , since the volumetric change parameters 5" are different
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3.1 One-dimensional battery model

in the negative and positive electrodes (Table [2.1). This means that there must be
a velocity in the y- and/or z-directions in order for the no-flux conditions for
v to be satisfied at both = 0 and = 1. To understand the flow in one dimension,
we systematically consider the limit in which the aspect ratio of the cell is small, the
conductivity of the current collectors is very large, and the permeability of the sepa-
rator is much larger than the permeability of the electrodes. Details of this approach
are given in Chapter [4 here, we simply state the resulting one-dimensional model.

For the sake of simplicity, we take the reactive surface areas a(i) to be constant,
and so equal to one. We then do not need to keep track of the varying electrode surface
area. Hence we no longer need to solve for the electrode utilisation, ¢/. Extending to
the case of varying surface area is straightforward if algebraically tedious.

For the remainder of this thesis, unless stated otherwise, equations involving sub-
scripts k£ hold for £ € §, and equations involving superscripts r hold for r € R. We
also denote the z-component of any flux f by f (for example, i, = i, - €,).

The resulting one-dimensional model is

g —(eck) + Ey (cev”) + V2 =G or ( " 8x) TEZRS,J : (3.1a)
Oe ,
E — _Bsurf S, (31b)
8ie o - dl a
o = ;J + O (8= Do), (3.1¢)
, Oln(c.) 09
= g = 1
Cele = (Xe . B ) , (3.1d)
ov-
NS -V, (3.1¢)
Oz reR
Ol
— = Z Cdl - q)e) ) (31f>
Oz rerR
, o 0Ps
ls = —0 5%7 (3.1g)
J"=J"({ex}, @ — Pe) (3.1h)

where V represents the transverse contribution to the dilation V - v&, and is given
by

0, x € Qy,
VE={ - X B de, z e, (3.1)
# ®rer
0, x € ).
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3.2 Numerical solutions

Note that we do not write the equation for pressure, since it decouples entirely from
the rest of the system in 1D.
In the limit of infinitely conductive current collectors, the boundary conditions (12.66))

become

8ck

%:ie:vmzészo at x =0, (3.2a)
is=0 atx=40,1-1F, (3.2b)

ack . .
%:26:0, is=1, P,=V atx=1. (3.2¢)

(Recall that either Z (¢) or V' (t) is given, and the other calculated by the model.) All
variables are continuous at the electrode-separator interfaces. The initial conditions

are unchanged from ([2.68)):

o (x,0) =), e(x,0)=¢" @ (x,0)— P (x,0) = U (). (3.3a)

3.2 Numerical solutions

When solving the model numerically, it is useful to consider the different methods
that might be used depending on whether we include or do not include capacitance

in the model.

Solution without capacitance. The more direct approach to solving —
is to take the limit in which C4 tends to 0, so that j4 is identically zero everywhere.
Then the system consists of one-dimensional parabolic, hyperbolic and elliptic
equations. We can solve this using the Method of Lines, and here we first discretise
spatially, using the Finite Volume method, with a grid chosen such that cell edges

are at x = 0 and x = 1 (since the system has Neumann boundary conditions). This

gives a [differential-algebraic equation (DAE)| system for the variables at each point
in discretised space. We solve this [DAE] system using the IDA solver in SUNDIALS
53, 54, [75].

Solution with capacitance. As discussed in Section [2.4] when capacitance is in-
cluded in the system —, we first manipulate it into a form suitable for the
Method of Lines by defining

¢ =0y — D, (3.4)
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3.2 Numerical solutions

In a one-dimensional setting, we note that i = Z — 4, and replace (3.1d) to (3.1g))
with

, . Oln(c.) 0,
Cele:l'iff(x ai )— 3x>7 (3.5a)
0
T —i,= —aeff%(gb + ®,). (3.5b)

This allows us to eliminate 0®,/dx from , and hence find i, as a functional of ¢,

and ¢:

eﬁxealgice) + % +I/O.eff
Ce + K:eff/aeff

Note that in the limit of very large conductivity (o*f — o0) is identical to

(3-1d), since 9®,/0x is zero in that limit.

We then have a closed system of equations for ¢, e, V", and ¢:

le = K

(3.6a)

0 0 0 0 Dk 0 H@ck .
v I — k= pefiZZR ) r W\ T )
ot (€Ck>+ax (Ck»V >+Ck‘/z Ce or ( k ax) ;(Sk_‘_tk)] ) (3 6b)
Oe ,
E _ _Bsurfjs7 (360)
oW
—— =Y B =V (3.6d)
Oz reR
00 1 (0i )
E:@<%_2j>’ (3.6¢)
reR

where i, is given by (3.6a]), V7 is given by (3.1i), and each j" is given by a Butler-
Volmer equation

"= Joaexp (ng-a” (6 = U" (o)) = Jocexp (=ng- (1 —a") (¢ = U" (ce))),  (3.6f)

in each electrode, and is zero in the separator. The boundary and initial conditions

are unchanged from (3.2)) and (3.3)).

As before, we discretise the system (3.6) using Finite Volumes and solve the re-
sulting system using SUNDIALS. We then calculate ®, by integrating (3.1d)),

(" 0In(c) i
B, = /O (xe—ax —ceﬁ> dr— ¢l (3.7)

where the final term comes from the fact that &, = —¢ at x = 0. Finally, the solid
potential @, can be calculated using (3.4]), and the voltage drop across the cell is
computed with

V=0, = (04 P,y - (3.8)
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3.2 Numerical solutions

(a) 0.1C (C. = 0.06) (b) 1C (C. = 0.6) (c) 5C (C. = 3.0)
13.5 1 1208 ] 13.5 1 13.5 1 o
| 1284 '
13.0 1 12.96 9\ 13.0 1 13.0 1
‘. 12.0 A
1251 00 25| 1251 125 1 00 25
= Time [s] Time [s]
$ 12.0 1 12.0 - 12.0 -
o
= 11.5 A 11.5 A 11.5 A
11.0 1 11.0 1 11.0 1
10.5 T T 10.5 T | 10.5 T |
0 5 10 0.0 0.4 0.8 0.00 0.05 0.10
Time [h] Time [h] Time [h]
di f ____ capacitance form ___ capacitance form
irect form (differential) (algebraic)

Figure 3.1: Comparing voltages for a constant-current discharge for the three for-
mulations of the model —, for a range of C-rates. In the insets, we show the
initial discrepancy due to capacitance effects. Capacitance effects are included in the
second case, but not in the first and third cases.

3.2.1 Results
3.2.1.1 Effect of capacitance

We compare the results from solving the model (3.1)-(3.3) in three different ways:

i) Directly solving (3.1)-(3.3), as a [DAE| system, taking the limit C" — 0 to
(i) y 8 y g

remove the double-layer capacitance term
(ii) Rearranging to the form (3.6)), with C4 as in Table

(iii) Rearranging to the form (3.6)), taking the limit C%" — 0 so that ([3.6€) becomes

algebraic in time

In Figure [3.1, we compare the voltage curves from the three solution methods (i)-
(iii), for a range of C-rates. We see that the direct and algebraic forms give identical
answers, but the differential form differs during a very short initial transient due to
capacitance effects. The dimensional capacitance timescale is given by

CURT AL

Teap = Fg )

(3.9)
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3.2 Numerical solutions

| — (i) direct formulation

10? q —= (ii) capacitance formulation (differential)

1 ——-— (iii) capacitance formulation (algebraic)

Time [s]

10t E

-
-
e
-

¥ — — Y —
— . —
- - . .
—— s m  —
- - .

109 E

Number of grid points

Figure 3.2: CPU time taken in seconds, obtained on an Intel(R) Core(TM) i5-8500T
CPU, to solve the three different formulations of the problem in one dimension.

and hence is inversely proportional to the current scale 7. This explains why the
timescale for capacitance effects (Figure [3.1] inset) decreases as we increase the C-
rate.

The advantage of the capacitance reformulation can be seen in Figure [3.2, where
we show the time taken to solve the three formulations of the model, at a C-rate of
1C, as a function of the number of grid points.

In conclusion, capacitance terms are useful to include in the model for faster and
more robust numerical solutions, but make negligible difference to the final result
outside of very short transients following jumps in the current. For the remainder of
this chapter, we use the algebraic capacitance formulation to compare the full model

with reduced-order models.

3.2.1.2 Effect of Faradaic convection

We can investigate the effect of including Faradaic convection (equation (3.1€]), which
is coupled to the rest of the model through (3.1a)) by comparing the solution of the
system (3.1))-(3.3) when convection is included (all 5" non-zero in (3.1¢)) and (3.1i)))

against the solution when convection is not included (all 5" set to zero in (3.1€]) and

(3.11), so that v" = 0).
B.10)

In Figure|3.3, we show that the Faradaic convection has minimal effect on the volt-
age when the system is solved for a constant-current discharge using the parameters

and C-rates considered in this thesis. As expected, the dimensional volume-averaged
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3.2 Numerical solutions

velocity increases proportionally to the C-rate (Figure , since the velocity scale
is proportional to the current scale. However, in all cases, the velocity is small,
even by comparison with the battery length scale. The velocity in the separator is
not uniform in x, due to the difference in volume changes in the negative and positive
electrodes . This is linked with the non-zero transverse velocity in the separator,
represented by VE.

(a) 0.5C (C. =0.3) (b) 1C (C. = 0.6) (c) 5C (C. = 3.0)
13 4 13 1 13 1
=
~ 12- 12 - 12 -
)
8
S 11 111 11 -
0.0 0.8 1.6 0.0 0.4 0.8 0.00 0.05 0.10
Time [h] Time [h] Time [h]
{— With convection -—-— Without convection}

Figure 3.3: Comparing the voltages obtained by solving the system ({3.1)-(3.3]) with
and without convection terms, for a constant-current discharge at a range of C-rates.

(a) 0.5C (C. =0.3) (b) 1C (C. = 0.6) (¢) 5C (C. = 3.0)

= x1078

£

i

£

ol

$

< 4 4 i

2

&

2

E 0 T T T

§ 0.000 0.002 0.000 0.002 0.000 0.002
z [m] z [m] z [m]
{— With convection -=-=Without convection}

Figure 3.4: Volume-averaged velocity, v2 (in m/s), at 75% SoC, during a constant-
current discharge at a range of C-rates.

However, the concentration profiles are slightly different when convection is in-

cluded (Figure . The volume-averaged velocity is positive everywhere, and so
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3.2 Numerical solutions

induces a flow from the negative electrode to the positive electrode, which flattens
out concentration gradients. The effect of convection becomes greater with increasing

C-rate, since C, acts as a Péclet number.

(a) 0.5C (C. = 0.3) (b) 1C (C. = 0.6) (c) 5C (C. = 3.0)

—_

Electrolyte concentration [Molar]
—~

3 .

0.000 0.002 0.000 0.002 0.000 0.002
z [m] z [m] z [m]
{— With convection —-=-=Without convection}

Figure 3.5: Comparing electrolyte concentrations, ¢, (in mol/L), at 75% , ob-
tained by solving the system (3.1))-(3.3]) with and without convection terms, during a
constant-current discharge at a range of C-rates.

(a) 0.5C (C. =0.3) (b) 1C (C. = 0.6) (c) 5C (C. = 3.0)
13 A1 13 A1
=
° 12 A 12 A
<Y0]
3
o N
- 11 A \\ 11 1
N\
T T T T R T T
0.0 0.8 1.6 0.0 0.4 0.8 0.00 0.05 0.10
Time [h] Time [h] Time [h]
{— With convection -—-— Without convection}

Figure 3.6: Comparing the voltages obtained by solving the system ({3.1)-(3.3]) with
and without convection terms, for a constant-current discharge at a range of C-rates,
with volume changes increased by a factor of 5.

To highlight the impact of including Faradaic convection, we solve the model again

with volume-change effects (the dimensionless parameters 8" in (3.1i))) artificially in-

creased by a factor of 5. This demonstrates how the solution might change in cases
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3.3 Asymptotic analysis

where there are significant volume changes in the electrodes during charge and dis-
charge, such as in silicon anodes for lithium-ion batteries |15, 23, 108, (109, (110, {107].
In Figure [3.6] we see that the impact of convection on the voltage becomes signifi-
cant at higher C-rates, with convection raising the voltage (since the concentrations
are more uniform) and hence increasing the effective capacity of the battery at that
C-rate. The volume-averaged velocities (not shown) have the same profile but are

five times larger, and there are significantly greater differences in the concentration

profiles (Figure :

(a) 0.5C (C. = 0.3) (b) 1C (C. = 0.6) (c) 5C (C. = 3.0)

Electrolyte concentration [Molar]
=~

3 .

0.000 0.002 0.000 0.002 0.000 0.002
z [m] z [m] z [m]
{— With convection -—-- Without convection}

Figure 3.7: Comparing electrolyte concentrations, ¢, (in mol/L), at 75% SoC, ob-
tained by solving the system (3.1)-(3.3) with and without convection terms, during a
constant-current discharge at a range of C-rates, with volume changes increased by a
factor of 5.

3.3 Asymptotic analysis

We now use perturbation methods 52| to produce a hierarchy of simplified but in-
creasingly complex models that are valid in the case where C, is small. At leading
order in C, (Section [3.3.2)), we reduce the model to a system of in time that
is similar to Newman and Tiedemann’s (the system is homogeneous in space).
At first order in C, (Section , we account for quasi-static spatial heterogeneity
within the cell. As well as improving the fit to the full model, this correction only
requires solving a linear system of ODEs. Finally, we improve the first-order solution
by accounting for diffusion transients (Section . This requires including just a
single linear per species in the liquid (one for each species concentration).
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3.3 Asymptotic analysis

3.3.1 Asymptotic expansions

In this section, we will derive the quasi-static solution of — in the limit of
small C, and small 1/0°%. Since 1/0°f is much smaller than one for most practical
situations (Table , we only take the leading-order terms in its expansions. In
contrast, as shown in Table [2.1] the diffusional C-rate, C., can sometimes be close to
one (since the C-rate, C, can be large), so we will consider both the leading-order and

first-order terms in C,.

To leading order in 1/0°%, (3.1g) becomes

o0,
or

0 (3.10)

in each electrode, and so ®4 can be approximated as a function of time only. Applying

the boundary conditions (3.2)), we can now replace (3.1g) with

Q
o, =0 A (3.11)
V(t) x €y,
where V/(t) is an unknown function of time, and so we can simplify the system (i3.6))
to
0 0 0 0 Dk 0 Hack .
9 9 o = 2k 9 [ per@Ck ) N rir 3.12
ot 50+ gz (@) +als =7 0:10( ¢ Ba ;S’”’ (3.12a)
e f:S
— = -=p" 3.12b
_ Jln(c.) 0P
= 2= 12
Celie = K (Xe pe Ee > : (3.12¢)
8VD T
or 225] _‘/ZD7 (3.12d)
reR
0o 1 [ 0i. "
reR
7" =J" e}, 0) (3.12f)
where
-, r € Qy,
= (3.12g)
V(t) — P x € Q.

We now consider an asymptotic expansion in the limit C, — 0 and assume that we
can expand all variables in (3.12)) in powers of C,:

fxt) = fO>z,t) + CofD(x, t) + C2fD(x,t) + O(C3). (3.13)
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3.3 Asymptotic analysis

Hence ([3.12)) becomes to leading order

O (et 0)0c”
=— 1| D, 3.14
0 Ox ( k oxr |’ (3-142)
) of -
5 = B F350)] (3.14b)
0ln (cg0)> U
0=y 5 9 a; : (3.14c)
x
0,(0)
ava =S g0 —yoo, (3.14d)
v reR
000 1 (9il” .,
o o\ ar ) (3.14¢)
reER
0 =5 ({¢7).07). (3.141)
with boundary conditions
(0)
aack — i — 20— atz—0,1, (3.14g)
x
iV =T atax=~,1-1, (3.14h)
and initial conditions
céo) (2,0) =, €O®z,0)=¢° ¢9(z,0)=0"° (c‘(f))) : (3.141)

At first order, equating coefficients of C, in (3.12)) gives

o . 92 (1) Ov(0)
i ( (O)C](CO)> — Dkaffy(O) Cy, _ cg)) ( v + V;I:I,(O)) . Z SZjT’(O), (315&)

ot 0x? Ox =
9D .
5 — _BsurfJS,(l)7 (315b)
0 1 1
;0) _ el (0) e ot _ oot (3.15¢)
¢ A0 ox ox |’
avD7(1) T ST
= S g - e, (3.15d)
z reR
oo 1 [ oit! .
o o\ a2 (3.15¢)
reER
9570 9770
(1) (1) J (1)
g = c + ==, (3.15f)
> ()



3.3 Asymptotic analysis

with boundary conditions

ac(l)
5 = iV =y2W =0 atxz=0,1, (3.15g)
i =0 atz=~,1-1, (3.15h)
and initial conditions
e (2,0) = eW(x,0) = ¢V (x,0) = 0. (3.151)

3.3.2 Leading-order quasi-static solution

We now seek the solution to the lowest order problem . Integrating
with boundary conditions , then integrating again, gives c,(f) = c,go) (t). We
then integrate , use boundary conditions , and integrate again, to find
that & = @éo)(t). Hence jg’(o) are functions of time only, and so, by (3.15d), (‘%é?u)l /0x
are functions of time only. Integrating 8@'2(2 /Oz in x over each electrode and applying
the boundary conditions (3.14g)) and (3.14hl) gives

:(0) :(0)
Olen _ T Oiep T (3.16)
Ox l, ox 1

Finally, by (3.14b), 551) are functions of time only (in particular, e = = ). Hence
to leading order, the whole problem is quasi-static. To determine c,(co), we need to
consider the first-order problem for c,(:). Integrating from z = 0 to
xr = 1 and using the boundary conditions g) gives a solvability condition that

determines ck We can combine this with the other equations in , and (3.16)),
to obtain a nonlinear system of for ck , 5d , and ¢(0)

S ol == 3 S (hat A7) @iy @)

dE{H,S,p} de{n,p} reR

dE(O) surrt -
= B, (3.17b)

dqb(o) 1 8ze J
d;fl - Z]d 5 (3.17¢)

reR
where
i =7 ({c,(f)}, cbg))) : (3.17d)
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3.3 Asymptotic analysis

and 8@'((3706)! /Ox is given by (]3.16]), with initial conditions (3.14i). The term @”cg)) in

(3.17a) comes from v through (3.1i)).
By (3.4) and (3.11]), we now know the voltage to leading order since oL = o

(uniformly across the whole cell) and

VO = ¢1(>0) + 30 = p0) — pO (3.18)

P n

3.3.3 First-order quasi-static solution

We now solve the first-order system, (3.15)), to find the O(C,) correction to the voltage.

In outline, we solve (3.15]) as follows:
(i) find each c,(cl) using (3.15al), up to an arbitrary function of time, A (t);

(ii) use the solvability condition on cf), the O(C?) correction to ¢, to write an
for each Ax(t);

(iii) find o given c,(cl), using (3.15¢));

(iv) integrate (3.15€) in x across each electrode to find the spatially-averaged po-

tential differences, (5((11);

(v) use (3.4) and (B.11)) to find V), given o and ngd :
In detail, following (i), we rearrange (3.15a)) to give a second-order in z for each

Ck,
2 (1)
off0) 0 9 ( (0.0 v O, r r.(0)
D g = D (a (o) vt (T v )2 | 619)

where the right-hand side is a known function of time, and is piecewise constant in
space (uniform in each subdomain). We denote the right-hand side of (3.19)) by the

piecewise constant function Py(x,t), so that

Pun(t)/DEO1), 0<z <4y,
Prs(t) /Deﬂ Oy, th<z<1-1t, (3.20)
Pk,p(t)/Deff 0)(t), 1—¢,<z<1.

820,9) B Py(z,t) B
Ox2 Dzﬁ,(O)

We can then integrate (3.20)) analytically, using (3.15g) and continuity of c,(j) and
DZH’(O)(?C,S) [0z at electrode-separator interfaces, to find an explicit expression for

each cg), which we split into two parts
_ ~(1)
= A(t) + ¢, (3.21)
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3.3 Asymptotic analysis

where Aj, is to be determined from the second-order problem. Then 6}({1) are given by

Pin 2De—ﬂé(2;), 0<x <ty
X Zn an en
&t = { Prgs ;Dcff()o) + Pin (Zfrs(m)a o<z <l—b, (3.22)
x—1)2—¢2
Pk7p(2De%+Pks eff(O)+PkH eff(())? 1—€p<1'<1.

k:s

We note that 5,(:) , and hence ¢y, are piecewise quadratic, which justifies the assumption
of Knauff [62]. A similar assumption is made in [51] for lithium-ion.
Next, we follow (ii) to find Ag(t) by expanding (3.1a) to second-order in C,:

0 0 e @ 9 92
O (om0 4 0 O [ e e’
ot < te ) Dy (Dk 8x2 + ox Dy 0x?

0
8x < (1) H:(0) + c(0) D(l)) O)VZD,(I) . C;(CI)VZD’(O) . ZSZJ'T’(I)- (3'23)
reR

Integrating (3.23]) from z = 0 to x = 1 and using the fact that actV /O0x = dc? [0z =0
at © = 0, 1, together with the boundary conditions (3.14g) and (3.15g) for v™(© and
(1) the first four terms on the right-hand side of - vanish. Hence we obtain

an equation relating Ag(t), é&l)(t) and j() given leading-order terms and c(l).

% 4 Y el =- % {gi((l) NONNOF <1>>]

de{n,s,p} de{n,s,p}
-2 [de [(si+57e?) 5 + 57 (8 + Ar) jg’“”]] . (3:24)
de{n,s,p} reR

where 5‘&1) are found by integrating (3.15b)) and we have introduced the averages

~ 1 /Zn ~ 1 /l—fp ~ 1 /1
= — -dx, = — dz, = — ~dax. 3.25
gn 0 Es ln v ép 14y ( )

Note that when only one reaction occurs, 52’(1)

5—2,(1)

is zero in each electrode and so each
. : . 0,(0 0,(1
is zero, whereas if no convection occurs then V, © and V2 are zero. Hence

in the case where there is no convection and only one reaction, Ay is given directly
by

)
Zde{n s,p} gdsd k d
7

(0

Ap(t) =
Zde{n s,p} gdgd

(3.26)
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3.3 Asymptotic analysis

Having found cl(cl) up to the constants Ay, we proceed to (iii) and integrate (3.15¢),
using (3.16)) and continuity of (IDS), to find

3x2—¢2

) = X () o) — g — {7 an(m + fvg_fgo)) r e, (3.27)
Ce

A (1 x)?
v eﬂ(O) + = (0) + ) > , T E Qp-

The constant terms in (3.27) are chosen so that <I>£3 = —(;51(11), which must hold by

and (3.11).

Next, we address (iv) and eliminate i /0z from ({3.15¢)) by integrating the equa-
tion from x = 0 to x = ¢, (for d = n) and from z =1 — ¢, to x = 1 (for d = p),

using (3.15¢)) and (3.15h)) each time. We also integrate (3.15f]) across each electrode
to give an ODE for each ¢3§}>, which we combine with (3.24) and the integrated form

of (3.15h]) to give a sytem of for Ay, é&l) and gz_Sl(;),

d 0) d /) © , 0=
Sl > W)= - Y [4 i (e +e0eh) (3.28a)

- Y gdz<sk+ﬁr (o>> r(l)]

de{ns,p} L rer

A <e,g{;+Ak)jg<°>],

de{ns,p} L TER

dg(l) surf :

_dcé = —poutiS W), (3.28b)

d¢(1)

at Cdlzfd ) (3:28¢)
TER

where

-T,(O)

(1) a a]d

Jg = c o, (3.28d)

=3 (Grt) + e

with initial conditions (3.151)). In (3.28d]), E,(:) depends on A, through (3.21]).
We finally use (v) and, by (3.4)), (3.11)) and (3.27)), the first-order correction to the

voltage is

(1)(,5) _ ggl(jl) +d ’(1)
&
_¢(1) ¢ 4 A C(O) (gg —211)1) T
€

By comparing (3.17)) with (3.28), we see that the first-order system has exactly the

same complexity as the leading-order system, and further is linear in all its variables.

3Kn

l A A (3.28¢)
eff,(0) Rgff,(O) + BK;H,(O) ’
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3.3 Asymptotic analysis

3.3.4 Composite solution

The quasi-static solution developed in Sections [3.3.2| and [3.3.3] is valid when the cur-

rent varies slowly, but fails to capture transient behaviour when the current changes
more rapidly, such as a jump. To capture such transients, we could consider a bound-
ary layer in time by rescaling time with 7 = (¢ — t*)/C,, where t* is the time of the
jump in the current, defining C(7) = c¢x(t) (and likewise for other variables) and
expanding in powers of C.. We give the details of such an approach in Appendix

Such a transient solution would be valid at short times after a jump time t*, but
break down at times long after the jump time. To obtain a solution that is valid both
at short times after a jump in current and at long times, without having to repeatedly
‘reset’ the transient solution, we use a ‘composite’ solution, which we now develop
here. This solution is ‘composite’ in the sense that it combines terms from the inner
(transient) problem with the outer (quasi-static) problem.

We consider the lowest order and first order correction for the concentration by

taking ¢, = c,(f) + C. c,(:). We then consider, for each species, the PDE

(0)% 4 C(O) 8VD’(O) _ Deﬁ’(o) 825k _c 85(0) _c C(O) 06(1)
ot | *F ox C. o0x2 "ot kot
-3 <s; (7O + Cojm V) 4 (ékj’"’(o) +Coc? j“(l)>> . (3.29)
reER

where c,(co), £© and v are given by the solution of the leading-order problem. We

note that for long times, C, E)CS) /Ot is a higher-order term and we retrieve the quasi-
static problem (§3.15a)), while for short times, re-scaling 7 = (t—t*)/C., c,(co) is constant
and terms involving C, are second-order terms, and so we have the transient problem
for CS). Hence is valid uniformly at both short times and long times.

Deriving the composite solution from the first-order solution would suggest that
these first-order terms such as ;™ should have been included through their av-
erage (as in (3.24])). However, this leads to an integro-differential equation for ¢.
Instead, we include first-order terms in distributed form, which provides a more ac-
curate solution (since the first-order terms provide better spatial resolution) at lower
computational cost (since the equation remains local). Equation appears to
be approaching a similar level of complexity to the full model, but in reality it is less
computationally intensive since remains linear in ¢.

The composite solution then consists of solving for ¢, then computing

0 G—cp)
Ck = C—, (330)
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3.3 Asymptotic analysis

and finally finding V™" through (3.28)) with c,(:) given by ($3.30). Each ODE (3.28al)

for Ay (one for each species) has been replaced by a linear PDE for ¢.

3.3.5 Comparison with existing models

Leading-order models. Our leading-order model is similar to the Lumped
Parameter Model (LPM) developed by Newman and Tiedemann [88]|. Although their
model includes secondary reactions to account for hydrolysis, our model could easily
be extended using the framework presented here (as we will show in Chapter . Our
Leading-Order Quasi-Static (LOQS) model is also very similar to the one developed
by Gandhi et al. [42] in the case of a single reaction (in which case can be
solved explicitly in the limit of C% — 0). Finally, our model reinforces the sensitivity
analysis performed by van Rensburg [57], which suggests that parameters relating to
kinetics (which appear at leading order in our models) are more important than those
relating to transport (which appear at first order in our models).

In different chemistries, similar reduced-order models have been derived for dis-
charges at low C-rates. The well-known Single-Particle Model (SPM) for lithium-ion
batteries [32, 33|, [80, 106, 130] is similar in nature to our leading-order model, with
some differences due to the to different underlying chemistries. In lithium-ion bat-
teries, the porosity and average electrolyte concentration are constant, and so our
equations ,b) do not appear in the SPM. However, the SPM includes PDEs
for the concentration of lithium in the particles, which is not necessary here as no
intercalation occurs. The only comparison that we can make between our model and
the SPM is in the kinetic equations. By comparing our (3.17c,d) against (5) in [80],
we find agreement in spirit, though we do not in general invert our Butler-Volmer
equation to give the voltage explicitly.

By virtue of the different chemistry, our leading-order model is simpler than the
SPM as it consists only of ODEs. Hence our model is more directly comparable
with the ‘Single Particle Model-Electrode Averaged Model’ (SPM-EAM) of Moyles et
al. [82, [83], which consists of a system of ODEs and is developed by considering the

limit of fast lithium diffusion in the particles.

First-order models. Fewer reduced-order models in the literature consider first-
order corrections. For lead-acid batteries, Knauff [62] assumes without systematic
justification that the electrolyte concentration profile is quadratic in x; this claim
is supported by our first-order quasi-static solution ([3.22)). In different chemistries,

our composite model can be compared to the Single Particle Model with electrolyte
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3.4 Results and discussion: discharge

(SPMe) for lithium-ion batteries |51} 59, 81},|95, 98, /118]. In the SPMe, corrections to
the SPM only appear in the model through the electrolyte, and so can be compared
directly with our lead-acid model. The most systematic derivation of the SPMe is
performed by Moura et al. [81], who make several assumptions that can be justified by
our asymptotic analysis. Our equation for the composite concentration agrees
exactly with (25-27) in [81] in the case of constant porosity and zero convection, and
the first-order forms of the voltage (our versus (32) in [81]) are qualitatively

similar, with some quantitative differences.

3.4 Results and discussion: discharge

In Section [3.3] we derived three systems that approximate the full dimensionless

system (3.1)-(3.3]) with varying degrees of accuracy:

1. Leading-order quasi-static (LOQS) — (3.17))

2. First-order quasi-static (FOQS) — (3.22), (3.27) and (3.28)
3. Composite — ([3.27)-(3.29))

Note that to obtain either the FOQS solution or the composite solution, we must first
solve the LOQS problem.

In this section, we compare these three reduced-order models with the full one-
dimensional system —. We treat the numerical solution of the full system as
‘ground truth’, and investigate the speed and accuracy of the three other models by
comparing them to this full system.

Note that during a discharge the main reactions dominate, so in the results shown
here we only include the reactions . This simplifies the FOQS model by allow-
ing us to use the explicit equation for Ax(t) (assuming also that there is no
convection), instead of needing to solve the ODE ({3.24).

All of the results in this chapter, as well as the rest of this thesis, were obtained
using our Python battery modelling software ‘PyBaMM’ (see Appendix .

3.4.1 Reduced-order solutions

The most important output from the model is the voltage, since this is the variable
that we can compare to experimental data (treating current as a known input). In
Figure|3.8] we compare the voltage during a complete constant-current discharge at a

range of C-rates. The discharge is deemed to be finished either when the concentration
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3.4 Results and discussion: discharge

(a) 0.1C (C. = 0.06) (b) 0.2C (C. = 0.12) (c) 0.5C (C. = 0.3)
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Figure 3.8: Comparing battery voltages for a constant-current discharge at a range
of C-rates.

reaches zero anywhere in the cell, or when the voltage reaches a cut-off voltage of
10.5V.

We observe that all three reduced-order solutions agree well with the numerical
solution at very low C-rates (Figure [3.8h). As we increase the C-rate (Figureg3.8b-
d), only the first-order solutions (FOQS and composite) agree with the numerical
solution; further, a discrepancy appears between the FOQS solution and the numerical
solution at early times. Finally, for very high C-rates (Figures [3.8¢-f) the composite
solution still agrees very well with the numerical solution, but the FOQS solution
does not, since early transients now dominate.

To explain the behaviour observed in the voltages, we investigate internal vari-
ables, such as the electrolyte concentration at various states of charge (Figure .
At a very low C-rate of 0.1C (Figure [3.9n), the concentration remains almost uni-
form throughout the discharge. Hence the LOQS solution, which does not take into
account any spatial variations, provides a good fit to the numerical solution. At a
higher C-rate of 1C (Figure [3.9b), the concentration in the numerical solution is no
longer spatially homogeneous; this is non-uniformity is captured well by the FOQS
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3.4 Results and discussion: discharge

(a) 0.1C (C. = 0.06) (b) 1C (C. = 0.6) (c) 4C (C. = 2.4)
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Figure 3.9: Comparing electrolyte concentrations, ¢, (in mol/L), at various
for a constant-current discharge at a range of C-rates. Note that, in (c), all solutions
except the LOQS solution terminate before 25%

and composite solutions, but not by the LOQS solution. However, with the FOQS
solution, there is a discrepancy in the concentration profiles in the positive electrode
(Figures ,c, right-hand side of the spatial domain). This is because the solutions
from the asymptotic methods assume a uniform interfacial current density, but in
the numerical solution the interfacial current density is non-uniform. The composite
solution captures the concentration profiles very well, due to the inclusion of (linear)
first-order terms in ([3.29).

Finally, at high C-rates (4C, Figure ), there is a diffusion transient at the start
of the discharge; this is only captured by the composite solution, and not the FOQS
solution. This initial diffusion transient also explains the discrepancy between the
FOQS and numerical solutions at early times in Figure [3.8(d.

The improvement of the composite solution over the LOQS solution can be seen
further by comparing electrolyte potentials at various C-rates (Figure . For the
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3.4 Results and discussion: discharge

(a) 0.1C (C. = 0.06) (b) 1C (C. = 0.6) (c) 4C (C. = 2.4)
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Figure 3.10: Comparing electrolyte potentials, ®, (in Volts), across a single cell at
various for a constant-current discharge at a range of C-rates. Note that, in (c),
all solutions except the LOQS solution terminate before 25% .

LOQS system, the electrolyte potential is a constant determined by the kinetics in
the negative electrode . For the FOQS and composite systems, the electrolyte
potential is given explicitly by (3.27), with the difference between these two models
coming from the different electrolyte concentration. Once again, at low C-rates elec-
trolyte potentials are almost spatially uniform and so all four solutions agree well. As
we increase the C-rate, the FOQS solution matches well with the full solution once
the quasi-static electrolyte potential is reached, while the composite solution matches
well both during early transients and at late times during quasi-static operation, even
when the ‘small parameter’ C, is greater than one.

Finally, in Figure [3.11] we compare dimensionless interfacial current densities for
each of the four models (showing dimensionless results so that the differences between
negative and positive electrodes, and different C-rates, can clearly be seen). While

all interfacial current densities are almost spatially uniform, and hence agree well,
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3.4 Results and discussion: discharge

(a) 0.1C (C. = 0.06) (b) 1C (C. = 0.6) (c) 4C (C. = 2.4)
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Figure 3.11: Comparing dimensionless interfacial current densities, j, at various
for a constant-current discharge at a range of C-rates. Note that, in (c), all
solutions except the LOQS solution terminate before 25% .

at low C-rates, at higher C-rates the interfacial current density for the full solution
becomes very non-uniform in the positive electrode. The LOQS solution does not
capture this non-uniformity well, but the composite solution does. In either case, we
expect second-order terms to approximate the interfacial current density with better

accuracy if required.

3.4.2 Speed and error comparison

In Figure[3.12h, we show the relative errors of the voltage obtained from reduced-order
models relative to the voltage obtained from the full model. Then, in Figure [3.12b,
we compare the time taken to solve the various models. We see that the composite
solution, LOQS and FOQS solutions are roughly 2, 20 and 100 times faster than the
full numerical solution respectively. Coupled with the errors shown in Figure [3.12k,

the speeds shown in Figure suggest that in order to solve the model accurately
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Figure 3.12: Relative RMSE (in Volts) of the reduced-order models compared to
the full model, for a constant-current discharge at a range of C-rates. Time is CPU
time in seconds, obtained on an Intel(R) Core(TM) i5-8500T CPU.

and as quickly as possible, we should use the LOQS model for C-rates below 0.1C, the
FOQS model for C-rates of 0.1-1C, and the composite model for C-rates above 1C.
The time taken for the LOQS and FOQS models are independent of grid size, since
those models consist only of ODEs. The composite and full models scale exponentially
with number of grid points. Efficient numerical methods for large systems was not a

focus of this thesis.

3.4.3 Contributing components to the voltage

As well as obtaining a faster solution to the model, the composite solution allows us
to easily identify the individual overpotentials that contribute to the total drop in
voltage from full charge. Combining (3.18)) and ([3.28¢]), we write the total dimensional

voltage as the sum of the initial voltage,

. RT

VO = US’e — UE,@ + ? ((bg — ¢g) N (331)
and individual voltage drops [30],

. . RT . _ _
V:V0+?(¢p—¢n+vc+vo), (3.32)

where the concentration overpotential, V., which accounts for losses due to concen-
tration gradients, and the Ohmic overpotential in the electrolyte, V,,, which accounts

for losses due to the electric resistance of the electrolyte, are given in (3.39)). Note
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3.4 Results and discussion: discharge

that in (3.32) we have combined the leading-order and average first-order potential

differences into a single average potential difference in each electrode,
¢4 = 0 + Co. (3.33)

Equation (3.32]) would usually include a term to account for Ohmic losses in the solid
electrodes, but in our reduced-order models this term is zero since o°% is large (cf.
equation (3.10)).

For further insight, we split each average potential difference ¢4 into an open-

circuit voltage,

Vua=Uj (co), (3.34)

and a kinetic overpotential (which is the same as the average surface overpotential 7,
in each electrode),

Vi = ¢a — U} (co) . (3.35)

When considering discharges, in which the only reactions occurring are the main
reactions and so j° is the only non-zero interfacial current density, we can find an
explicit expression for Vi 4 as a function of ¢, if we make some further simplifications.
Taking the limit of small CY, so that capacitance effects are negligible, and assuming
that the Butler-Volmer equation is symmetric (o = 0.5), we can invert ([3.17¢)

to give
0 ]-(0)
77c(z) = sinh™* —fl( E (3.36)
290,d
Then, we can solve (3.28¢|) analytically to find

o, Ceom (0)
Vi =1 + ™ tanh (5 ) (3.37)
Jo,

n

In summary, with the assumptions of no capacitance and symmetric Butler-Volmer,

we can write the individual voltage contributions as

S T
V:V0+R?(VU+V1<+VC+VO), (3.38)
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(a) 0.1C (C. = 0.06) (b) 2C (C. =1.2) (c) 5C (C. = 3.0)
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Figure 3.13: Decomposition of voltage drop into dimensional components, as given
by (3.38)) and (3.39)), for a constant-current discharge at a range of C-rates.

where

VU = VU,p - VU,n
= US () = US () + CocD (US)" () — Cecl? (US)' (), (3.39)
‘/k = Vk,p - Vk,n

T A
— —ginh™! @) — sinh™! 0
2j0,p€p 2j07n€n

Cei‘(l) I Cei‘(l) I
- i&p tanh | sinh™! T) - % tanh | sinh™' | — 0 )]s
j(),p 2]O,pgp jO,n 2J(),nglfl
3

(3.39b)
0)
y = Ce ?g) (e — ey, (3.39¢)
ln A l
Vo =-CT <3K§ff’(0) + O + 3,1;3’(0)) . (3.39d)

Combining the leading-order parts of Vi; and Vi gives a similar result to equation (5)
of and equation [12] of [42]. Together with the quasi-static formulas for
cgo) and and for cgl), equations and give an exact formula
for the voltage that is valid for most operating C-rates (below 1C). For higher C-rates,
we must solve and use , instead of and , to find V.

In Figure , we show the relative contribution from each of the terms in .
At low C-rates (Figure ), the drop in voltage is almost entirely due to the change
in the [OCP)| of the two electrodes as the concentration changes, Vi and resistance
due to the kinetic potential Vj; this is why the LOQS solution is accurate enough
in this regime. As we increase the C-rate (Figure [3.13p), the kinetic overpotential
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3.4 Results and discussion: discharge

increases. Finally, at very high C-rates (Figure [3.13f), we see that the sharp initial
drop in voltage is due to both kinetic overpotentials and the ohmic overpotential in
the electrolyte, V,, in roughly equal measures.

The contributing components to the voltage given by could be used to help
guide any optimisation of a battery design. For example, the behaviour observed
in Figure suggests that an effective way to improve the power capacity of the
battery (by reducing the voltage drop) might be to target reduction of the kinetic
overpotential. Alternatively, this allows us to explore the trade-off between energy
capacity and power capacity of the battery, and hence optimise the behaviour of the
battery for specific applications. For example, increasing the total thickness, L, of
an cell would increase the total capacity, and hence increase the energy capacity
of the battery. However, increasing L would also increase the diffusional C-rate
(Table[2.1)), and so increase the contributions to the voltage drop in (3.39)), decreasing
the power capacity of the battery. It becomes evident that we need to consider
first-order effects in order to fully understand the trade-off between energy capacity
and power capacity; the LOQS model would naively suggest that increasing L is
always the optimal strategy. A third option could be to fix the total thickness L
(i.e. fix the energy capacity) and optimise the relative thicknesses of the negative
electrode, separator and positive electrode in order to minimise the voltage drop
given by , and hence maximise the power capacity of the battery. In all three
examples suggested, a quantitative optimisation could be done very efficiently using

the formulas given in this chapter.

3.4.4 Parameter fitting

Another potential application for our reduced-order models is in parameter fitting.
This is an important challenge when comparing models to experimental data, as many
parameters in the model cannot be identified individually a priori. To demonstrate
how our model can be useful for parameter fitting, we fit each model to six constant-
current discharges of a 17 Ah BBOXX Solar Home battery at intervals of 0.5A from
3A to 0.5A. Each constant-current discharge is followed by a two-hour rest period
during which the current is zero.

In order to use as few fitting parameters as possible, we take standard values for
all parameters (given in Table except for the following:

max and gmax

- b, which we assume to be equal;

(i) the maximum electrode porosities, ¢

max.
s Y

(ii) the separator porosity, &
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Figure 3.14: Comparing data (dots) with results from full model (lines) for a range
of currents, with parameters fitted using DFO-GN (Tables |B.1{and 3.2} .

(iii) the exchange current-density for the negative electrode, j* (we do however

assume that jIf = jrf/10);

(iv) a ‘resistance in the wires’, Reircuit, which accounts for ohmic losses outside the
battery within the BBOXX Solar Home (we take away I.icuit Reircuit from the
voltage output by the model before fitting to data);

(v) an initial [SoC] ¢°, for five of the curves (we assume that the first discharge, at
3A, starts from full [SoC)).

This gives a total of nine fitting parameters for six curves.

To fit our model to the data, we minimise the sum-of-squares of the voltage pre-
diction error. We do this in Python with either a derivative-based (leastsquares in
SciPy [58]) or derivative-free (DFO-GN [21]) optimisation algorithm.

Since the highest discharge current is quite low (3A corresponds to a C-rate of
0.18C), both the FOQS model and composite model agree well with the full model.
These three models give a very good fit to the data except near the start of the
discharge, and during the short rest period afterwards, as shown in Figure In
Table [3.1, we compare the final sum-of-squares error, as well as the time taken to
find the minimum when starting from the parameters from literature of Table [B.1]
for each optimisation algorithm/model combination. As expected, the quasi-static
models are faster than the composite model, with the full model being by far the
slowest. However, this is compounded by the fact that the derivative-based algorithm

from SciPy cannot find the best fit for the composite and full models, and so we must
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3.5 Concluding remarks

LOQS FOQS Composite Numerical
Algorithm RMSE | Time | RMSE | Time | RMSE | Time | RMSE | Time
SciPy leastsquares | 0.051 36 0.050 48 0.245 | 122 | 0.253 | 1443
DFO-GN 0.051 74 0.050 | 184 | 0.055 96 0.043 | 1144

Table 3.1: Performance of fitting algorithms for each model. RMSE is the root-
mean-square of voltage prediction errors, in Volts; time is CPU time in seconds,
obtained on an Intel(R) Core(TM) i5-8500T CPU.

epax el [ | Rereuit | @5a s @0sa  Ba D05
SciPy + LOQS 055 0.81]0.19| 0.08 | 1.00 098 095 090 0.89
SciPy + FOQS 055 081]0.19| 008 | 1.00 098 095 090 0.89

SciPy + Composite 0.60 090 |0.07| 0.13 | 1.00 1.00 1.00 0.98 1.00
SciPy 4+ Numerical 0.60 090|008 | 0.15 |1.00 1.00 1.00 1.00 1.00
DFO-GN + LOQS 0.75 053019 | 0.08 | 1.00 098 0.95 0.90 0.89
DFO-GN + FOQS 0.51 088 |0.32| 0.07 | 1.00 098 0.95 0.90 0.89
DFO-GN + Composite | 0.60 0.78 | 0.12 | 0.06 | 1.00 0.98 0.96 0.90 0.89
DFO-GN + Numerical | 0.55 0.74 | 0.24 | 0.07 | 1.00 0.98 0.95 0.90 0.89

Table 3.2: Parameters obtained from all optimisation algorithms/model combi-
nations. All algorithms were given the values in Table as initial data for the
parameters.

resort to derivative-free optimisation methods. Thus optimising the FOQS model is
thirty times faster than optimising the full model.

As shown in Table the optimal parameters found by SciPy with the FOQS
model are almost the same as those found by DFO-GN with the full model. Hence one
could first fit all the parameters using SciPy and the FOQS model to give a good first
guess, and then obtain a more accurate fit by using DFO-GN with the full model.

The discrepancy at early times may be due to effects from charging: we assume
that the discharge starts from equilibrium, but this might not be the case following
a charge. The final relaxation timescale is much longer than the two timescales in
our model — the diffusion timescale (~ 15 minutes) and the capacitance timescale
(~ 2 seconds) — which suggests that there is an extra physical effect that we have
not considered. The exact nature of this additional physical effect remains an open

question.

3.5 Concluding remarks

In this chapter, we investigated the one-dimensional version of the model developed

in Chapter 2l First, we explored the impact of capacitance effects, showing that by
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3.5 Concluding remarks

simply reformulating the model into a ‘capacitance formulation” we can solve it more
efficiently, and by including capacitance terms we obtain an even faster solution since
the elliptic equations are replaced by parabolic ones.

Second, we showed the effect of including the Faradaic convection terms in our
model. For the parameter values and C-rates considered in this thesis, this effect is
small. However, for larger volume changes or higher C-rates, including convection
terms can lead to significant differences in the electrolyte concentration, and hence
the voltage. Hence it is important to consider such terms in systems where large
volume changes occur, such as lithium-ion batteries with silicon anodes, or in fast-
charge /fast-discharge applications.

Third, we developed a suite of reduced-order models that approximate the full
system. These reduced-order models allow us to simulate a discharge of a lead/acid
battery with the low complexity and high speed of equivalent-circuit models, while
retaining the accuracy and physical insights of electrochemical models. Further, these
models give important physical insight into the structure of the problem that is not
obvious from numerical solutions of the full model. In particular, we observe that
at low C-rates, the voltage drop from open-circuit potential is mainly due to kinetic
effects; ohmic and concentration overpotentials are relatively very small. It is also
important to note that our models are tunable: for discharges at low C-rate, we
should choose the [leading-order quasi-static (LOQS)| model, while for high C-rates
we can use the composite model, which still provides a significant speed-up compared
to the full model.

This could also have been observed using the full model directly with a range

of different parameter values. However, given the large number of parameters in
the model, it can be time consuming to explore all of the different combinations
of parameters to study the behaviour of the full model. In contrast, the reduced-
order models allow us to isolate the important physics in the model, and also reduce
the number of parameters that need to be varied. Once we have identified the key
parameters, the full model can be used to confirm our hypothesis about the dominant
physical effects.

To demonstrate the usefulness of our reduced-order models, we have also fitted
each model to a set of constant-current discharge curves. The reduced-order models
give similar parameter values to the full model, at lower computational cost. We have
needed to fit the initial [SoC| qo, individually for each discharge curve as we do not
have a good model for recharge. This motivates the work of Chapter 5
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Chapter 4

Small aspect ratio cells

In this chapter, we return to the full three-dimensional model developed in Chapter [2]
and exploit the fact that the aspect ratio — the ratio of thickness L (~ 1 mm) to height
H (~ 10 cm) — of most lead-acid cells is very small (O(1072)) to simplify the model.
We define the aspect ratio ¢ by

§=L/H=1/H <1, (4.1)

and take the ratio of a cell’s width, W, to its height, H, to be O(1).
In the limit of small aspect ratio, we simplify the three-dimensional system (2.65])

- by decoupling through-cell effects (in the z-direction) from transverse effects

(in the y- and z-directions). In Section , we rescale the y and z dimensions by a

factor of 1/ and expand the solution of - in powers of §. In particular,

we take the distinguished limit in which the scaled dimensionless conductivity,

GTRT L?

FLi H?

is O(1), where o°f is the dimensionless effective electrode conductivity. Then, in

o = o5? =

(4.2)

Section 4.2 we consider further simplifications to this small-aspect-ratio problem and
explore three limits as we vary the size of ¢’ relative to the diffusional C-rate, C,.

In the limit of relatively low electrode conductivity, we perform an expansion in
C. that is similar to that of Chapter [3, but with non-uniformities in the y- and z-
directions. As we increase the electrode conductivity, we consider the distinguished
limit in which C, and 1/¢’ are of similar size, and show that in this limit the electrodes
act as series resistors in the transverse directions. Hence we can approximate the full
system using a single one-dimensional PDE in the through-cell direction and two
decoupled elliptic in the transverse directions. Finally, in the limit of very
large electrode conductivity, we recover the one-dimensional model that was analysed

in Chapter [3
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4.1 Asymptotic analysis — small aspect ratio

(a) Current collector grids. (b) Plated electrodes.

Figure 4.1: Making of an electrode for a lead-acid battery. Photographs by Ashley
Grealish (BBOXX).

Current collector geometry. In some battery chemistries, the current collector
and electrodes are completely distinct and can be modelled as such. However, in
the case of batteries, the current collector is a grid (Figure onto which
the porous electrode material is plated (Figure . The current collector is more
conductive than the electrodes, but has zero porosity.

To model this properly, we should write a three-dimensional model of the cur-
rent collector, taking into account its exact geometry. We could then systematically
homogenise this system in the current collector plane to obtain a single ‘current col-
lector/electrode’ domain with an effective conductivity, porosity and permeability.
For the purpose of this thesis, we do not perform this homogenisation systematically,
but do consider the current collector and electrode as a single entity. Henceforth, we
refer to the homogenised current collector /electrode domain simply as the ‘electrode
domain’.

As shown Table [B.1] the positive electrode is much less conductive than the neg-
ative electrode, and hence is the limiting one. In the results of this chapter, we will
consider cases where the conductivity of the homogenised positive current collector /-
electrode is equal to or 5 times, 10 times or 100 times greater than the conductivity
of lead dioxide (8 x 10* S/m).

4.1 Asymptotic analysis — small aspect ratio

Since the cell is tall and thin, we rescale in the y- and z-directions. With the aspect
ratio § defined by (4.1]), we rescale

(y,2) = (Y, 2)H = (Y, Z) /9, (4.3)
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4.1 Asymptotic analysis — small aspect ratio

so that the side and top of the cell are at Y = W' := W/H and Z = 1 respectively.
Thus, the gradient and divergence operators become
af*
ox

+ 0V, - £ (4.4)

VAz(aA (5VlA) and V- -f=
ox’

respectively, where f = (f*,f1) and f+ = (f¥, f*) and

_ [0A 0A L_of o
We will expand all variables in powers of 9 as
fx,7) = fOx,7) + 6V (x,7) + O, (4.6)

and equate coefficients at different orders of § as we take the limit of small 9.

4.1.1 Current and potential in the solid

The current density in the y- and z-directions is much larger than the current density
in the through-cell directions. Hence we rescale the transverse current by defining
iy = (i%,I} /) in component form, where both i and I} are order one. This is similar

S7S

to the scaling of velocities for lubrication theory. Then ([2.65i)) becomes

Oty ==> 4 CC“ (D= @) (4.7)

Oz reR

In component form, Ohm’s law ([2.65]|) becomes

Od,
g =0T = 4.8
i o (4.8a)
IF = —015*V @, (4.8b)

We now expand all variables in powers of §, assuming the limit in which o°f =
O(1/6%) > 1 (0/ = O(1)), use (4.2 and keep only leading-order terms:

dis® i)
5 VAR e N A o o (29 — ) (4.9a)
&z reR
9o
0=——"— (4.9b)
0= v, o0 (4.9¢)

We see that ) is independent of x by (4.9b), and hence (4.9¢) gives that 1@

is independent of x in each of the three subdomains (negative electrode, separator,
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4.1 Asymptotic analysis — small aspect ratio

positive electrode). Note that L= can be discontinuous across interfaces between
subdomains, and hence is not equal in the three subdomains. Integrating (4.9a)
across each electrode and using the fact that O Z0atx = 0,1 (external boundary

condition (2.66b))) and = = £,,1 — ¢, (no current in the separator), we find

n gt
> orer 3}27(0) - CSI% (5&03 - @é“ﬁ), x € (),

where - indicates subdomain-averaged variables as defined in ([3.25)).

4.1.2 Current and potential in the liquid

As before, we let i, = (iﬁ, I/ 5) in component form so that (2.65d)) becomes

azg 1 _ -7 dl 9
B +V.i-L —Z] +C T (®s — D), (4.11)
reR
and the Maclnnes equation ([2.65¢|) becomes
: 0 [ g Oln(ce) 0P
e =7~ K - 4.12
Ce ig o {/@ (X Oy o )1 : (4.12a)
C Iy =8V [F* (x V1 (In(c)) = Vi ®e)] . (4.12D)

Then, to leading order in 9,

Oln (cg0)> aq)go)

0

C, w0 = | (e [ (0 - 4.13
le O a X or ox ’ ( )
Ce IEJ)_,(O) =0 (413b)

and so (4.11]) gives, to leading order in 9,
87:357(0) 8

C N0 et (a0 g0, 4.14
o J + ot ( s e ) ( )

reR

By integrating (4.14)) and using (4.10|) together with the boundary conditions (2.66a)

at © = 0 and x = 1, we can find how much current crosses into the separator at the
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4.1 Asymptotic analysis — small aspect ratio

electrode interfaces,

ig’(o)’ — :/

Zj Cdl ( gO) . (1)1(30))] dx

rER
=0,V - I50), (4.15a)
-,(0) _ / dl (0) &)
iy L, = j 04 C 0N b, dx
=0,V - I50. (4.15b)

Further, since j7(%) = 0 in the separator for all » and there are no capacitance effects

,(0)

there, is""’ is constant in the separator and hence the leading-order current density

in the separator in the z-direction is independent of x and is given by

i?s(O) (Y7 Z? t) = Z’g,(O) ‘ — z,(0) }

=0,V 159 =64,V - THO0 (4.16)

x=ln r=1-4p

4.1.3 Velocity and pressure

Similarly to the current densities, we expand mass-averaged and volume-average ve-
locities component-wise as v = (vx, V+i/ 5) and v = (VD’I, Vet 5) respectively. We
now take leading order in ¢, but do not drop higher-order terms for now. Then the

volume-conservation equation ([2.65f) becomes

U NN i 4.17
reR
Darcy’s law (|2.65g) becomes
1) ap(O
z,(0) __
v = EOR (4.18a)
K052
L0 — _ (0)
\% = u(o) va (418b)
and finally the kinematic relation (2.65h|) becomes, in the limit of small 7,
. e
p(O) (vx,(O) — VD’w’(O)) = wc—e acx + Wﬂm (0) (419&)
eff,(0) co

The naive approach at this stage would be to take K© and x® to be order one
everywhere, in which case both the transverse mass-averaged velocity, by (4.18bl), and
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4.1 Asymptotic analysis — small aspect ratio

the transverse volume-averaged velocity, by (4.19b)) are zero everywhere. However,
this causes an inconsistency at leading order: integrating (4.17)), with V&) = 0,

from x =0 to x = 1, we find

1
3 /0 i da = [0 (4.20)

reR
The right-hand side of should be zero, by the boundary condition , but
the left-hand side integral is in general non-zero since 8" take different values in each
electrode (Table [2.1)).

Physically, this inconsistency is caused by the fact that the incompressible fluid
changes volume by different amounts in each electrode, and so by conservation of
volume flow must occur in the transverse directions. Hence we allow the transverse
velocities to be non-zero at leading order. To resolve this inconsistency, we note that,
with the Kozeny-Carman form for K, the permeability of the separator can
be several orders of magnitude larger than the permeability of the electrodes, since
both the pore size and porosity are larger in the separator (Table . Hence we
take the distinguished limit in which

K. =K% = O(1), (4.21)
while £, and K, remain order one. Then the transverse velocities are zero in each
electrode,

VIO = vEO =0, xeQ,UQ,, (4.22)
and so (4.17)) gives
i (1.23
or o '

reR
In the separator, the transverse velocities are non-zero. Since K9 =0 (1/6*)>1in
the separator, gives that pé‘” is independent of z, and hence gives that
Vi () g independent of x. Further, gives \%S O - Vi © and so \%S 0 g
independent of x. Integrating from z = 0 to z = 1 with Vi = VE’l’(O) =0

and the boundary conditions v2*() =0 at x = 0,1 gives
1 1
. vE,1,(0) . rT
V.-V =7 E /0 B dx. (4.24)

Using Darcy’s equation (4.18b)), we can write this as a Poisson’s equation for the

Se ©
parator pressure ps °,

0

(0) 1
2. (0) _ M r r,(0)
Vipy’ = O E /0 B dx. (4.25)

S reR
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4.1 Asymptotic analysis — small aspect ratio

In summary, the separator acts as an escape channel for the extra fluid that is pro-
duced in the electrodes. An alternative resolution for the inconsistency could have
been to rescale pressure with 1/§2, in which case transverse velocities would have

been non-zero everywhere in the cell (separator and electrodes).

4.1.4 Other variables

To leading-order in 4, equation ([2.65al) for the concentrations becomes
0 0
= (5(0)61(60)> + 9 (C’(CO)VD@,(O)> v (cgfo)vm,g(o)>

Ox
_ Dy 0 eff,(0) 801(60) a0
= o (Dk 5 E spi”. (4.26)

reR

The equations (2.65¢|) for porosity and (2.65kl) for interfacial current density have no
spatial derivatives and thus are unchanged. In keeping with Chapter |3, we assume
constant surface area and neglect ([2.651)).

4.1.5 Boundary conditions for the transverse problem

We close the problem by deriving boundary conditions for the transverse problem
from , some of which will be affected by the small aspect ratio rescaling.

The no-flux boundary conditions and 7 and reference potential con-
ditions , are unchanged. Expanding in powers of ¢, the boundary conditions
for concentration, electrolyte current density and pressure at the top of the

cell become

;(0)

(0) _ cl]:ead,(O)
) (¢]

Ch n=0, p? =61 onZzZ=1, (4.27)

with czead’(o) and 7 given by (which is unchanged by the small aspect ratio
rescaling since factors of § cancel out). The first equation in is a boundary
condition for the advective term in . The second equation is identically satisfied
by — the transverse electrolyte current is always zero to leading order in .
The third equation implies that, to leading order in §, the pressure at Z = 1 is zero.
Finally, for the current condition ([2.66€]), rescaling the z—derivative gives
99

Atab,pagﬁaa—;’p =AZ(t)=HWI({) on 0Qabp, (4.28)
and so, substituting o/ = 0§ = o/ H?,
00 W

Alab pTh 57 — EI (t) =W'Z(t) on abp, (4.29)
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4.1 Asymptotic analysis — small aspect ratio

where A’

tab,p

rescaled cell depth.

4.1.6 Summary of leading-order model

= Atabp/H = dAtabp is the rescaled tab area and W' = W/H is the

Dropping the superscripts (0), the simplified system, to leading-order in §, consists

of a through-cell problem,

0

a (€Ck)

%
ot
9it
ox

Cely

e
jr
8VD,I

ox

Dk 0 e 8ck r o 0 z
= C. oz (Dkff%) - ;Sk] ~ %2 (™) = Vi« (e V),
— _5surfjs

)
— -7 dl ¥ P.— P

Z.] + C 8t ( S e) 9

reR
_ el Oln(c.) 0P
B Xe™ 0 ox )’
= jT ({Ck}7 o, — (De) )

_ Zﬁrjr ~Vv,- VD,L7
reR
Kop w.Dfoc, w;.
=——_ - < — — i, € Q,UQ,,
i Ox 0Ce Oz ple’ x P

coupled with a transverse problem,

0, x € O, UQ,,

1 1
_g_z/o 5 de.

reR

1 T
V- Is,n - _Ze,s/gm
1l _ -z
VJ— ' Is,n - Ze7s/€p’
1 /
Is,n - _O-HVJ_CI)s,na

1 /
Is,p = —UPVJ_(I)SJ).

K
VD,J_ — {\[SD7L = _Evlpm X E QS?

V-VE =

For the through-cell problem, the boundary conditions are

Jc, 0®, Op
Ox Jr  Ox o
e =los, P=ps onz=4~, 114,
cp=c onZ -1,
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4.1 Asymptotic analysis — small aspect ratio

with cf°d given by (2.67)), and continuity of ¢ and ®, and their fluxes at x = ¢,, 1—¢,,.

For the transverse problem, the boundary conditions are

aa]: =0 onY =0,W andon Z =0, (4.33a)

83);"1 — 0 on 0% /0 (4.33b)

s = on Z =1, (4.33¢)

O, =0 on 0apn, (4.33d)

Ay ;ag);p W) on 00, (4.33¢)

The initial conditions follow from ([2.68]):

Ck (X7 0) - Cgead(o) - 627 € (X7 0) - 507

®, (x,0) — P, (x,0) = US (),  h(0) = h'. (4.34)

In summary, by taking the small aspect ratio limit, we have transformed the system
—, which consisted of coupled three-dimensional , into the system
—, in which the through-cell and transverse directions are decomposed. At
each point in (y, z)-space, the through-cell dynamics are modelled by . This
through-cell system alone is not closed, since the value of the transverse velocity V&,
and the boundary conditions for ¥ and p, are unknown. We close the system with
the transverse equations , which are equations for the x-independent variables
VO p, IE IE @, and @, and couple the through-cell problem to the transverse

s,n? —s,p?

problem via (4.31¢c) and (4.31d)).

Note that, if we are only interested in the voltage, we do not need to solve (4.30g))
for the pressure in the electrodes since can be integrated in z to find V-7,
However, we do need to solve both (4.31al) and (4.31b)) to find the separator pressure,
ps(Y, Z,t), and transverse velocity, V2(Y, Z. t).

The 3D through-cell problem (4.30)) is quite similar to the one-dimensional system

. The differences are in the equations for solid potential 4 and concentrations ¢,
and in the boundary conditions for electrolyte current ¢,. Firstly, there is no through-
cell equation for @4 in 3D, since we have taken the limit in which &, is independent
of x. Secondly, the concentration equation is slightly different to as

VU1 is not uniform in Y and Z. Finally, further non-uniformity in the transverse
directions is introduced by the boundary conditions (4.32b). In Section {4.2.3) we
show how the 3D through-cell problem (4.30)) reduces to the 1D system ({3.1]) in the

limit of very conductive electrodes.
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4.1 Asymptotic analysis — small aspect ratio

4.1.7 Capacitance formulation in the small aspect ratio

The system (4.30))-(4.34)) is a closed system of and could now be solved numer-
ically. However, we note that ®4 appears in both the through-cell sytem (4.30)), via

and , and the transverse system . We would like to simplify the
systems so that variables appear in either the through-cell system or the transverse
system, with the two systems only coupled by boundary conditions for the through-
cell system. To do this, we use observations from Section [3.2.1| and reformulate our
system into the capacitance formulation.

As before, we introduce the potential difference
(b = (I)s - (I)e (435)

in each electrode. We note that ®, only appears in (4.30)) either within a potential
difference pair, or via its z-derivative 0®,/0x. Therefore we can easily eliminate ®,
from (4.30): since @y is independent of z in each electrode, we can write 0¢p/0x =

—0®,/0x and replace (4.30c|)-(4.30¢e)) with

0% O
S=2_ 0O 4.36
O 20" ot’ (4.36a)
reR
: dln(c.) 0o
; T _ eff . e o9 L b
Cote =0 (X or ' 0r) (4.36b)
I =30k, 0). (4.36¢)
The electrolyte potential ®, can then be found through
T 0ln(ce) i
@e == /O (X a,f - Ce K;eﬂ',(O)) d:L‘ + q)s,n’x:() - (b‘m:() ) (437)

where the last two terms are chosen so that (4.35)) is satisfied, and @y, is given as a
function of ¢ and &, by

Osp = (04 Po)lymy = (&4 Pe)lyeq, » (4.38)

since @ is uniform in x in €2,. Finally, we find the voltage across the cell using

V= d,,) (4.39)

xX€0Qab,p - Cstnlxeaﬂtab’n :

4.1.8 Results

We compare the solution of our model in the small-aspect-ratio limit, (4.30])-(4.34)),
to the solution of the full three-dimensional system obtained in COMSOL [56]. In
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4.1 Asymptotic analysis — small aspect ratio

(a) 0.1C (C. = 0.06) (b) 1C (C. =0.6)  (c) 2C (C. = 1.2)

13 1
6, =8.0 x 10 S/m
(0, =10.05/C)
11 4
13 A
&, = 4.0 x 10* S/m
(0, =0.25/C)
11 4
13
5, = 8.0 x 10* S/m
(0, =0.5/C)
11 A
13 1 - .
6p=8.0x10°S/m
(0, =5.0/C)
11 1 - .
0 ) 10 0.0 0.4 0.8 0.0 0.2 0.4
Time [h] Time [h] Time [h]
""" 1D COMSOL =—— 2D COMSOL -+ 1D PyBaMM —— 141D PyBaMM

Figure 4.2: Comparing voltages given by our small-aspect-ratio model (1+1D
PyBaMM) with those given by the full 2D model solved in COMSOL, for a range
of C-rates and positive electrode conductivities. The voltages from 1D models from
both COMSOL and PyBaMM are also shown for reference.

this thesis, we only show two-dimensional results in the z- and z-directions, with the
behaviour assumed to be uniform in the y-direction. This is equivalent to assuming
that the tabs cover the whole electrode (the tab width is the same as the electrode
width). These results are sufficient to demonstrate the effect of non-uniformities in
transverse directions. In addition to this, since we have shown in Chapter [3| that the
effect of convection is small, we do not include it in the results that we show in this
chapter.

In Figure 4.2 we compare the voltages from the full 2D model in COMSOL and
our 1+1D model, which was solved using our Python battery modelling software
‘PyBaMM’ (see Appendix . We also include the voltages from the 1D models for
reference. We observe that at low C-rates (left column) or at high conductivities

(bottom row), the 2D and 1D models all agree well, since non-uniformities in the
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4.2 Further asymptotics

transverse directions are small. As we either decrease the conductivity or increase
the C-rate, differences appears between the 1D solutions and the 2D solutions, due to
non-uniformities in the transverse directions. In all cases, our 1-+1D model captures
the voltage response quite accurately. We will show the internal states of the battery

in detail later in this chapter.

4.2 Further asymptotics

We now explore three limits as we vary the size of ¢ relative to C.,. Firstly, in
Section we consider relatively poorly conducting electrodes (C. — 0, 1/0’ =
O(1)). In this case, we take a perturbation expansion in small C, with 1/¢” being O(1),
which simplifies the model to a system of in the planar directions only. Secondly,
in Section [4.2.2, we consider quite conductive electrodes (C, — 0,1/0" = O(C.)), and
take a perturbation expansion in small 1/0” and C,. Here, the leading-order problem
is identical to the one-dimensional leading-order problem, but the first-order problem
has an extra term due to resistance in the electrodes in the planar directions. Finally,
in Section [4.2.3] we consider very conductive electrodes (1/0" — 0,C. = O(1)). In
this case, we take a perturbation expansion in large ¢’ with C, being O(1), and obtain

the one-dimensional model analysed in Chapter [3]

4.2.1 Poorly conducting electrodes

We begin by considering the case of a small discharge rate in which the electrodes

are relatively poor conductors of electricity, and so C, — 0 and ¢’ = O(1). In this

case, we expand the system (4.30))-(4.34)) in powers of Ce, as by (3.13]). The resulting

analysis is very similar to the one-dimensional case developed in Section [3.3]

4.2.1.1 Asymptotic expansions

The leading-order and first-order expansions of the through-cell problem are almost
identical to (3.14) and (3.15) respectively, so we do not reproduce them hereﬂ. The

boundary conditions for the leading-order through-cell problem are

o0
ak =i =20 =0 onz=0,1, (4.40a)

x
i = ig’éo), PO =p®  onz=140,1-1, (4.40b)
cl(co) = czead’(o) onZ =1, (4.40c)

!The only difference between the expansions in 1D and 3D are that, in 3D, the terms ckVZ‘:' are
replaced by V - (ckVSD’J-).
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4.2 Further asymptotics

and the initial conditions are

CI({O)(J; 0) head (0) et Ck’ 6(0)(1', O) — 50, ¢(0)<x’ 0) — US (Céo)) , h(o) — hO'

(4.40d)
For the first-order through-cell problem, the boundary conditions are
(1)
8§k =i =20 =0 onz=0,1, (4.41a)
x
i) = i,f”s(l), P =pM ona=10,1-1, (4.41b)
AV =M on 7= 1, (4.41c)
and the initial conditions are
(2, 0) = D(z,0) = ¢V (x,0) = &V (0) = hV(0) = 0. (4.41d)

The key difference between the three-dimensional and one-dimensional boundary con-

ditions is that i, is a function of Y and Z (as well as t) at the electrode-separator

(1)

interfaces. In particular, 7¢’ is not zero at those interfaces.

At leading order in C,, the transverse problem (4.31) becomes

1(0)
VOLO _ _’Cs (4.42a)
V-V = ——Z/ BT (4.42D)
s reER
i = 570,V ), (4.42¢)
0 = —ol 0, V3 ), (4.42d)
with boundary conditions
apl”
85 =0 onY =0, andon Z =0, (4.43a)
n
0D
an7 =0 on 8Qext /aQtabyn s (443b)
o)
an’p =0 on et /0abp (4.43c)
p¥ =0 onZ=1, (4.43d)
) =0 on 0abn, (4.43¢)
a0l)  W'Z(1)
’ on 0Qap p- (4.43f)
0z Agabp ’ P
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At first order, equating coefficients of C, in (4.31)) gives

1(0) /(1) /(0) (1)
VvoLO = —ICS—VLp(l) B LSS T v.pl?, (4.44a)
S (0) S (0) 0) 2 S
T )
1 1
v . VSD,J_,(l) — _E_ Z/ /Brjr7(1) d$7 (444b)
S rer V0
it = ol 0,V LY, (4.44¢)
it = —ol 0,V B, (4.44d)
with boundary conditions
opl”
B = 0 onY =0W andon Z =0, (4.45a)
n
03)
— =0 on aQext /aQtab,n ) (44‘5b)
on
RS
: P =0 on %y /O abp 5 (4.45¢)
n
PV =0 onZ=1, (4.45d)
1) =0 on 0, (4.45¢)
RIS
aZ’p =0 on 0Qapp. (4.45f)

4.2.1.2 Leading-order quasi-static solution

We now seek the solution to the lowest order problem consisting of with bound-
ary conditions and with boundary conditions .

The analysis is very similar to that of Section [3.3.2] but with variation in the Y-
and Z-directions. First, integrating with boundary conditions , then
integrating again, gives c,(go) = c,(;)) (Y, Z,t). We then integrate (3.14d), use boundary
conditions (4.40al), and integrate again, to find that o) = (béo)(Y, Z,t). Hence j;’(o)
are independent of x, and so, by , (%gg /Oz are independent of x; the boundary

conditions (4.40al) and (4.40b)) give

iy i (v, zt)  oiy _ ill(Y. Z,1) (4.46)
or ly ’ or ly ' '

Finally, by (3.14b)), 5&0) are independent of x. Hence to leading order, the whole

problem is a system of equations in Y, Z and t only. To determine clio), we need to

consider the first-order problem (3.15af) for c,(j). Integrating (3.15al) from = = 0 to
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4.2 Further asymptotics

x =1 and using the boundary conditions (4.41al) gives a solvability condition that
determines ck We can combine this with the other equatlons in (3.14), and (4.46)),
to obtain a nonlinear system of for the c,(co), sé ) ¢! and gbp ,

S el oo Y S - v (OVEH0), (wara

de{n,s,p} de{n,p} T€R
88510) surf -S,(0)
gt~ Pada (4.47D)
|
ot Cd Zin : (4.47c¢)
reR
oo 1
a;) - od Z]p ; (4.47d)
p reR
where
Jd = Ja <{Ck h ¢d ) ; (4.47¢)

and igs and Vg’ satlsfy - Since @ is uniform in x, equation (|4.35]) couples
q>£?3 to the rest of the system by

o =0

P

© 1 3O = ¢ _ 40  §O (4.48)

,n

Equations (4.42d)), (4.42d) and (| are three equations for e {0 @g?& and @g?ﬁ

given the solution of the through-cell system, and so the whole system is closed.

The transverse boundary conditions are given by (4.43)), and the initial conditions by
(£.40d).

The leading-order voltage is then given by
— o

,1 ‘Xeaﬂtab,n :

VOt = o

P |x€89mbyp

[

(4.49)

Note that this is not exactly equal to (qbl()o) — q5£10)> if the tabs are not at the

xeaﬂmb@
same place in each electrode.

Finally, the through-cell velocity, and pressure in the electrodes, are decoupled

from the other variables at leading order. We solve for these using

a 0,z,(0)
L =0 - v VRO, (4.50a)
reR
KO Gp0 w5, D0 90
D,$,(O) _ c e . i 'IL',(O)
VTS T o T G or pote 0 XETUSe o (4500)
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with boundary conditions

op®)

ox
(0) _

=0 onz=0,1, (4.51a)

P P onaz=10,1-1, (4.51Db)

We will need the solutions for the leading-order velocity in order to find the first-order

concentration.

4.2.1.3 First-order quasi-static and composite solutions

The first-order quasi-static solution is also similar to the one-dimensional case. The
first-order concentrations are given by c,(:) = E,(Cl) + A(Y, Z,t), where 51(:) is given by
and Ay, is given by a similar equation to (3.24). Both A, and &' are now
functions of Y, Z and t, since the leading-order variables are.

The first-order electrolyte potential, found by integrating , is given by an

equation that is very similar to (3.27)). For consistency, we write this in the form

.z,(0) 3x2—¢2
(0) oS g i 7€,
1 Xe ) -1 1) 70 2,(0) by z—ly
o) = ) (et =) + @ — o) — 1 des PRCIOIC Y T €Lk
Ce 2,0) [ ¢ * 2_(1—z)?
le,s 3RE§,(0) + H:ﬁ?(o) + ;épngff,(o) ) , T E Qp'
(4.52)

The main difference between (3.27) and (4.52)) is the term ‘@é}g’ in ([£.52), which is
not in (3.27]) since <I>§13 = 0 in 1D. Averaging in x over the negative electrode
gives (ﬂlr)l = @élg — —511)7 which satisfies . At this stage, both @513 and ggfll) are
unknown functions of Y, Z and t.

To find qgl(ll) (and &1(31)), we eliminate 93" /O0x from by integrating in x
across each electrode and applying the boundary conditions . This introduces
the first-order separator current icy’ (which was zero in 1D). Also integrating
across each electrode givesfor (Efll), ég), which we couple with (3.24)) and ({3.28b))

79



4.2 Further asymptotics

to give a linear system of for Ay, é&l), q@ﬁ}’ and q@él),

0 d ([ =
5 Ay Z Edsgo) = — Z gd@t (5&1)020)—1—6;0)01(5;)} (4.53a)

de{n,s,p} de{n,s,p} -
r T, 1
- @Zw

de{ns,p} L rER

VAR [C]E;O)VSD,J_,(U I E;T;VSEJ,J_,(O)} ’

==, (4.53b)
8§5(1) 1 il‘,(l) B
n es =, (1)
. a7y Z]n , (4.53¢)
n n rer
8@3531) 1 ( i§’§1) = (1))
- — | == — jT’ s (453d)
where
‘T,(O)
=n(1) _ % &0 95"
S
and e =0 and V5 satlsfy -, with initial conditions (4.41dJ).

The system (4 is not yet closed since we must define @é}g in terms of other
variables, as we did in the leading-order case (equation (4.48))). To do this, we first
integrate (4.52) from x =1 — /¢, to x = 1, which gives

W — o) _ 51 4 xe (—(1) —(1) x,(0) b & b (4.54)
ep — *sn _ %n Cep — Cen les e e e
P ) CgO) P 3anf,(o) Hsﬁ (0) 3/$pff’(0)
Then, by ([£33), @l is given by
1) _ (1 % (1
o0 = i)+ 4
(0)
i Xe — —(1 .z 0) gn gs gp
~of 8-+ g - ) - 20 (s o )

(4.55)
which is a generalisation of the one-dimensional voltage to the three-dimensional
case. Substituting into closes the system, and the first-order voltage is
given by

V(l)(t) — oW

| s
$,P | x€0ap p s

1 ‘Xeagtab 0

(4.56)

Finally, we can calculate the through-cell velocity, and pressure in the electrodes, by
an analogous approach to that of Section [.2.1.2]
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(a) 0.1C (C. = 0.06) (b) 1C (C. =0.6)  (c) 2C (C. = 1.2)

131
Gp=8.0x10°S/m |, |
(0, = 0.05/C)

111 .
13 - |
Gp=4.0x10*S/m |, |
(0, =0.25/C)
11 -~
13 - |
Gp =8.0x10*S/m |, |
(0, =0.5/C)
11 1
131 ] ] |
Gp =8.0%10° S/m . | Rsso
(0!, = 5.0/C) e
114 1 O
0 5 10 0.00 025 0.50
Time [h] Time [h]
------ 1D Full —— 1+1D Full -=-= 141D LOQS —:= 141D Composite}

Figure 4.3: Comparison of battery voltages for a constant-current discharge at a
range of C-rates and with a range of positive electrode conductivities.

Composite solution. The composite solution is found by solving the composite

(3.29) and applying (3.30) to find c,(cl), instead of using the quasi-static solutions

(3.22). The rest of the three-dimensional analysis follows unchanged.

4.2.1.4 Results

We now compare the results the ‘full’ small-aspect-ratio model — to the
reduced-order models. In order to keep the results clear, we only show results from
the 1+1D LOQS model and the 141D Composite model. The 1+1D FOQS model
would provide an intermediate solution between these two.

In Figure , we compare the three models (1+1D LOQS, 141D Composite and
141D Full), showing also the 1D Full model (from Chapter [3) for reference. The
1D Full model and 1+1D Full models are the same as the corresponding PyBaMM

models in Figure 4.2
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1+1D LOQS 141D Composite 1+1D Full

010 N i i 530 ?
5.12 %

0.08 + 4.94 <<::
476 g

E 0.06 4.58 5
w 4.40 ;e:
0.04 4.22 g-
4.04 %

0.02 3.86 <
3.68 =

0.001 0.002 0.003 0.001 0.002 0.003 0.001 0.002 0.003
a [m] a [m] @ [m]

Figure 4.4: Comparison of electrolyte concentrations, ¢, in mol/L; at 90% SoC for
a 1C discharge with 6, = 4 x 10> S/m. Dashed lines indicate the position of the
electrode/separator interfaces.

The accuracy of the 1+1D LOQS model decreases as we increase the C-rate, but is
independent of conductivity. At a low value of the C-rate and conductivity (first plot
in Figure ), the 1+1D LOQS model is actually more accurate than the 1D Full
model, since only the 141D LOQS model captures transverse non-uniformities, and
through-cell non-uniformities are small. The 1+1D Composite model is accurate in all
cases except the very high C-rate/very low conductivity regime. Hence the conclusions
from Chapter (3 carry forward to this chapter: if o), is relatively small, then the 1+1D
model should be used for discharge rates up to 0.1C, the 14+1D Composite model for
discharge rates up to 5C, and the 1+1D full model for higher discharge rates.

To better understand the relationship between variations in the through-cell di-
rection (controlled by C.) and variations in the transverse direction (controlled by
O'I/)), in Figure we show electrolyte concentrations at 90% SoC for a 1C discharge
with 6, =4 x 10° S/m. The concentration is lower near the top of the cell than near
the bottom. This is because more current goes through the top of the battery, so
the battery discharges faster there. In the through-cell direction, there is a concen-
tration gradient from the negative electrode to the positive electrode as seen in 1D
(Figure [3.9).

For the 1+1D Composite and 141D Full solutions, the concentration varies in both
the - and z-directions, and the composite solution captures all of the behaviour from

the full solution. For the 1+1D LOQS solution, the concentration varies only in the
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(a) 0.1C (C. = 0.06) (b) 1C (C.=0.6)  (c) 2C (C. =1.2)

6, =8.0x10%S/m 4
(0, =0.05/C) 4]

0

6p = 4.0 x 10* S/m 4
(0, =0.25/C) |

O T T T T T T
R e i
6, =28.0x10* S/m 4 T 7
(0, =05/C) 4] 4 4
0 T T T T T T
6p = 8.0 x 10° S/m 4 i i
(0, =5.0/C) o i 4
0 T T T T T T
0.00 0.05 0.100.00 0.05 0.100.00 0.05 0.10
z [m] z [m] z [m]
------ 1D Full —— 141D Full -=-= 141D LOQS —-= 141D Composite}

Figure 4.5: Comparison of electrolyte concentration profiles (averaged in the
through-cell direction), in mol/L, at 90% SoC for discharges at a range of C-rates
and conductivities.

z-direction, but the LOQS solution seems to capture most of the variation in that
direction compared to the full solution.

We can quantitatively compare electrolyte concentrations from the 141D LOQS
and 1+1D Composite solutions with the 1-+1D Full solution by comparing the z-
averaged concentration profiles, as functions of z, at different conductivies and C-
rates (Figure [1.5). Figure [4.5] shows that concentration gradients in the z-direction
increase with decreasing conductivity and increasing C-rate, as is expected. This is
what causes the decreased voltage in Figure 4.3| at lower conductivities and higher
C-rates. We also see that the 1+1D Composite solution captures all of the non-
uniformity of electrolyte concentration in z, at all values of o, and C. considered.
The 1+1D LOQS solution captures most of the non-uniformity, except at very low
conductivity and high C-rate. The z-averaged electrolyte concentration profiles would
give an identical picture to Figure [3.9]
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4.2.2 Quite conductive electrodes

Next, we consider the case of a small discharge rate, C. — 0, where the electrodes are
quite conductive with 1/0’ = O(C,). We define

o’ =Ceo, (4.57)

and take ¢” to be O(1). We then expand the system (4.30))-(4.34) in powers of Ce, as
by (3.13), and consider the leading-order and first-order problems.

4.2.2.1 Leading-order quasi-static solution

The leading-order through-cell system is identical to the leading-order through-cell

system for poorly conducting electrodes derived in Section [.2.1.2] However, the

transverse problem for CDg?IZ and @g?ﬁ becomes

0 = —0, v, 150, (4.58a)
0=—0,V, 0, (4.58b)
O =4,V 150, (4.58¢)
0=—0pV, 0, (4.58d)
with boundary conditions
00{)
5 — =0 on 0%:x /0 abn (4.59a)
n
0%
3 P =0 on %y /O abp (4.59b)
n
) =0 on 0Qapn, (4.59¢)
90
5 Z’p =0 on 0 p- (4.59d)

Hence @g?ﬁ and @g?ﬁ are independent of Y and Z, and the solid potential is uniform

in each electrode.

The leading-order separator current density z’é’;s(o) cannot be determined from the

leading-order problem. However, the local voltage CDgB — @g?ﬁ is a function of time

only, and since the initial states are uniform, all through-cell systems at each point
in Y and Z must behave the same. Hence ig,’s(o) is uniform in Y and Z. Integrating

(4.58¢) in Y and Z and applying the Divergence Theorem and boundary conditions

ISL,IB(O) n=_0 on aQext /aQtabyp ) (460)
W'Z(t

Ii_f)([)) "= A’ ( ) on aQtab,p> (461)
tab,p
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we find a solvability condition for iffjs(o),

1 pW
/ / 0 dy dZ = WL(t). (4.62)
0 JO

Therefore itl” = Z(t). Most other variables must also remain uniform in Y and
Z and so to leading-order we recover exactly the leading-order problem analysed in
Section [3.3.2] We only need to solve a one-dimensional problem to find the through-
cell behaviour, and there is no additional resistance from the transverse directions at
leading order.

Note that the transverse velocity is not uniform in Y and Z (but this does not

impact the leading-order). We discuss this further in Section [4.2.2.4]

4.2.2.2 First-order quasi-static and composite solutions

In the limit of quite conductive electrodes, the first-order through-cell system is iden-

tical to the first-order through-cell system for poorly conducting electrodes derived

in Section |4.2.1.2| However, the transverse problem for <1>§?3 and CDE(;SB becomes

it = —0, v, 150, (4.63a)
L0 = —o[ V.o, (4.63b)
W =0,V - I50, (4.63c)
150 = 0!V, o), (4.63d)
with boundary conditions

ooLL)
an7 =0 on aQeXt /8Qtab7n s (4643)

DY)
anp =0 on 8Qext /aQtabp s (464b)
1) =0 on 0apn, (4.64c)

0ol) W'z

L Okab.p- 4.64d
07~ A, on O Oebe (4.64d)

Combining (4.63b])) and (4.58a)) gives a Poisson equation in Y and Z for q)é}g,

—ont, V@) = T(t), (4.65a)
oL

311’ =0 on 8Qext /aQtab’n y (465b)

@5112 =0 on 0Qapn, (4.65¢)
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where Z(t) is a known function of time. Hence we can directly find @élg using only

information from the leading-order problem. We could write a similar system for q>§}3,
but the boundary condition at the tab is a Neumann condition and so we could only
find (IJSS up to an additive function of ¢.

The first-order corrections to the concentrations can again be found by solving
the first-order quasi-static reaction-diffusion equation to give c,(j) = 6,(;) + Ap(Y, Z, 1),
with E,(:) given by and A by . Note that the first-order concentrations
are not uniform in Y and Z since A; depends on Y and Z.

With known first-order concentration, the first-order electrolyte potential satisfies

(4.52), with @glg known from solving (4.65]) and o to be determined.

The concentration constant(s) Ag, average porosities éﬁll) and average potential

differences Q_SS) are found by solving (4.53)), together with

—olt,VioL) = I(t), (4.66a)
DY)
a—n’p =0 on 0%x /0abyp (4.66b)
ool W'z
P Ot o, 4.66
07~ Al on O uebe (4.66¢)

where @Sﬁ is coupled to through-cell variables via (4.55)). This only determines q)é,lg

up to a function of ¢, so we also need to impose the integral condition

1 W
/ / it dy dzZ =0, (4.67)
0 JO

which comes from integrating (4.63c|) across the whole electrode and applying the

Divergence Theorem with homogeneous Neumann conditions on ISL, {)(1). Finally, the

voltage is given by (4.56)).

Composite solution. The composite solution is identical to the FOQS solution,
but with the first-order concentrations given by (13.29)) instead of ([3.22)).
4.2.2.3 Simplified expression for the voltage

The system derived in Section [£.2.2.2] can be simplified further by performing the

appropriate rescalings. Since Z is a function of time only, we can rescale

I(t) »
(I)S; = /E >(I>s,d7 de {n,p}, (468)
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so that @S,n satisfies

_vi(i)s,n = 17

0D, ,
an’ =0 on aQext /OQtabm 5

(I)s,n =0 on aQtab,m

and &g, satisfies

_Vi(i)&p = 17
o,
8n,p =0 on 0t /0Qtab,p
0%y, W
aZp =7 2 on Qb n-

tab,p

(4.69a)

(4.69D)
(4.69¢)

(4.70a)

(4.70b)

(4.70¢)

Hence @)S,n and @S,p depend only on the geometry of the cell (including tab placement),

and can be determined ‘offline’ for any particular cell geometry. The rescaled positive

electrode potential, (iDSp, is still only determined up to a function of t, which can be

found using the integral condition (4.67)).

If the aim is only to find the voltage, rather than the profiles of internal variables

in the transverse directions, then we can further simplify the system. To do this, we

observe that the first-order correction to the voltage is given by

v = oV — oW = AD,, — Ad,, + ) — DY),

S,P Xeaﬂtabyp S,n xeaﬂtab,n
where we have defined

Ad, = ) ~ '), de{np},

xeaQtab,d

and the transverse-direction average is given by

1 1 pw!
= -dY dZ.
vl

(4.71)

(4.72)

(4.73)

We can find each A®,,; by defining @S,d as in (4.68)) and Aﬁ)&d analogously, and

solving the system

—Vid, =1,
D, 4
on

A

(I)s,d =0 on 8Qtab,d'

=0 on 8QeXt /aQtab,d )
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4.2 Further asymptotics

This is exactly the same system as for Ci>s7n, and differs only from the true
system for @)S,p in using the Dirichlet condition instead of the Neumann
condition (4.64d)). The value of the Dirichlet condition does not matter, since we
only care about the difference Aci)s,d between average and boundary value. Since Z is
found from the solvability condition for <i>§113, the Neumann condition is automatically
satisfied.

As with (4.69) and (4.70]), the system depends only on electrode geometry

(tab placement), and so we can solve it offline to pre-compute a representative A<i>s7d

in each electrode. We denote the (scaled) difference of these offline solutions by A®,.:

Ad Ad 1
Ad,. = 5P 22 = = (AP, — AD,, , 4.
( O_I/j/gp O_Ill/én ) I ( P ) ) ( 75)

which, for fixed geometry and conductivities, is a constant scalar. We can now write

the voltage (4.76) as
VO = ZAQ + ) — dfY)

s,n’

(4.76)

and we only need to find the average solid potentials ci>§13 and ég%
This is easier than finding the full potentials, since now, integrating (4.52)) from
r=1—(l,tor=1landY =0toY =W and Z=0to Z =1, <i>§13 is given by

;P p P
y wos © l ( l
- q)gln + ¢(1) ¢n1) + XL a(el) - é((eln -1 - - z )
) P Cg()) ( P ) ) 3&?1&’(0) Rgﬁ,(o) 3/'{;&’(0)

(4.77)
and the only remaining unknowns are functions of time only. We integrate (4.53)
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across the whole current collector to find these:

d [« (0) d A0 | 020
E Ak Z fd&?d = — Z gddt( —|—€d Cp.

de{n,s,p} de{ns,p} -

_ Z Iy Z 32;27(1)

de{ns,p} L TER
) [ VDL(1)+ ()VIZIL()”

;)] (4.782)

)
Z=1

dg(l) surf >
=y £, (4.78D)
dgl(ll) 1 =r(1
0 reR
dop
P rer

where

< (1) djg’(o)gu) djd 2
Ja :Z OE ¢ , (4.78e)

res \ deg, d¢d

where in (4.78¢) and (4.78d|) we have applied the integral condition (4.67). This is
exactly the same set of equations as (3.28)), but for Y-Z-averaged variables, and so

in this limit the system has (almost) the same complexity as the one-dimensional
system.

In summary, in this limit, the voltage is given by

. (0)
vO(r) = ¢(1 o) + % (ch—ch) —T (3;2 o T ﬁ?(o) + 3 gff (0)) +IADc.
(4.79)
Comparing with the one-dimensional voltage expression allows us to
isolate the voltage losses due to variations in the transverse directions to the final term

in (4.79), which is a function of electrode geometry and conductivity only. Therefore

the electrodes act as series resistors.

4.2.2.4 Effect of permeability

In the limit considered so far, the convection problem at leading-order is non-uniform
in Y and Z. This introduces further non-uniformity in the first-order concentrations,
via the leading-order through-cell velocity v7*(© in addition to the non-uniformity

from the solid potentials.
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We can instead take the further limit of X' = O(1/C,), setting K" = K'C. to be

O(1). Then the separator pressure p; and transverse velocity V2 satisfy, to leading

order in C,,
’C;/(O)
0=—-—F5 Vipl®, (4.80a)
Lhs
1 1
V. VELO) = _E_Z / B0 dz, (4.80D)
Srer V0
apl”
85 =0 onY =0W and on Z =0, (4.80¢)
n
P =0 onZ=1. (4.80d)

Hence the separator pressure is uniform in Y and Z to leading order in C,, and so
no further non-uniformity is introduced by the boundary condition , and the
through-cell velocity v*(©) is also uniform in Y and Z. The transverse velocity
V5 s then also uniform in Y and Z , since the right-hand side of is. In
this case, the only non-uniformities in transverse directions are caused by the solid
potentials and currents, and so, in the limit studied in Section [4.2.2.3], the final system
has exactly the same complexity as the one-dimensional system, with just the extra

term A®.. causing a voltage drop due to series resistance in transverse directions.

4.2.2.5 Results

In Figure [4.6] we compare voltages from the ‘full’ small-aspect-ratio model against
reduced-order models in the ‘quite conductive’ limit. Note that the voltage from the
‘1+1D Composite’ model immediately drops below the cut-off voltage of 10.5V in the
top row of Figure[d.6b,c, and hence is not shown. There are a few differences between
Figures and The 141D LOQS solution in the quite conductive limit (Fig-
ure is less accurate than the 141D LOQS solution in the poorly conducting limit
(Figure , since the former does not capture any of the vertical non-uniformities
(it is identical to the 1D LOQS solution). Similarly, the 141D Composite solution
performs slightly worse in the quite conductive limit than in the poorly conducting
limit. In particular, this solution fails to capture the early transients. However, the
composite solution in the quite conductive limit is still very accurate at all but the
lowest conductivities and highest C-rates.

Since this composite solution consists only of a one-dimensional time-dependent
system, with the current collector acting as a series resistor which can be modelled
independently by two elliptic it can be solved with almost the same complexity

90



4.2 Further asymptotics

&, =8.0 x 103 S/m
(0, = 0.05/C)
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(0!, = 0.25/C)

(a) 0.1C (C. = 0.06)

(b) 1C (C. = 0.6)
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Figure 4.6: Comparison of battery voltages from the ‘quite conductive’ 1+1D LOQS
and Composite models, for a constant-current discharge at a range of C-rates and with
a range of positive electrode conductivities.
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(a) 6, =4.0x10* S/m (b) 6, =8.0x 10* S/m (c) 6, = 8.0 x 105 S/m
(o, =0.25/C) (o, =0.5/C) (o}, = 5.0/C)
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Figure 4.7: Decomposition of voltage drop into dimensional components, as given
by (4.81]), for a 1C discharge with a range of positive electrode conductivities.

as the one-dimensional composite model of Chapter Hence the quite conductive
composite solution can be very useful for capturing transverse non-uniformities at low
computational cost. We will compare all of the reduced-order solutions quantitatively
in Section 4.3l

In Figure 1.7, we extend the decomposition of the voltage into components, dis-
cussed in Section [3.4.3] to include the additional term accounting for transverse non-
uniformity:

o T
V=V°+R?(VU+VI<+VC+VO+VCC), (4.81)

where
chc = IA@CC) (482)

and A®d,. is found using (4.72), (4.74) and (4.75). Equation (4.81)) shows that, in

this limit, the current collector acts as a series resistor, whose resistance is inversely
proportional to the positive electrode conductivity. This is clearly seen in Figure [4.7]

with a much higher contribution from V. at lower conductivities.

4.2.3 Very conductive electrodes

Finally, we consider the limit of very conductive electrodes with 1/¢’ — 0 and C, =

O(1). To leading order in 1/¢’, Ohm’s law (4.31e]) and (4.31f) gives V,P; = 0 in

each electrode, and so ®q is a function of time only in each electrode:

0 Oy,
b, — re (4.83)
V(t) x € .

By a similar argument to that of Section the separator current density i

must now also be independent of Y and Z, to leading order in 1/¢’. For large enough
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4.3 Comparison of reduced-order models

values of ¢’, this is true at both leading-order and first-order in C.. Hence, by assuming
that 1/0’ is smaller than every order of C, that we consider, we recover (almost) the
one-dimensional system —.

The only difference between the system that is derived systematically from the
three-dimensional model and the system that we wrote down in Chapter [3| is the
Ohm’s law in the through-cell direction for the solid potential, ®s. According to
our reduction from 3D, the solid potential should be uniform in z, instead of being
governed by . In , we have left Ohm’s law in the model to stay in line
with the literature. Note that it would be possible to perform the small-aspect-ratio
asymptotics and still have ®3 obeying Ohm’s law in the through-cell directions if the
cell has a very conductive current collector, which allows fast electron transport in the
transverse directions but not in the through-cell ones. However, this is not the case
for lead-acid, where the current collector is not separate from the electrode but the
whole electrode can be treated as a homogeneous current collector /electrode domain,
as discussed at the start of this chapter.

Note also that, since our aim is to recover the one-dimensional system —,
we must also take the limit 1/K’ — 0 so that the transverse velocity and pressure,
and hence through-cell concentrations, are uniform in the separator, as discussed in
Section [£.2.2.4]

The results in the very conductive limit are identical to the results for the one-

dimensional models of Chapter [3| so we do not reproduce them here.

4.3 Comparison of reduced-order models

To compare the reduced-order models, we calculate the RMSE of the voltage (relative
to the full 1+1D model) at different values of positive electrode conductivity 4, and

C-rate C. In particular, we consider the following models:
1. 1D Full — Section 3]
2. 1D LOQS — Section [3.3.2]
3. 1D Composite — Section [3.3.4
4. 1+1D LOQS — Section [£.2.1.2]

5. 1+1D Composite — Section

6. 1-+1D Composite Averaged — Section
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Figure 4.8: Log(RMSE) in Volts, relative to the 141D Full model, for a full discharge
curve at a range of positive electrode conductivities and C-rates.

We do not consider the 1+1D LOQS Averaged model (Section 4.2.2.1)), since it is
equivalent to the 1D LOQS model.

In Figure , we show the log(RMSE) error for a full discharge voltage curve for
each model, relative to the full 1+1D model, as we vary C and &,,.

The first feature that we can observe is that the error for the 1+1D LOQS and
1+1D Composite models varies with C-rate but is independent of conductivity (except
at very high C-rates). This is to be expected since we have made no simplifications in
o’ to obtain these models. For the 1D models, the lines of constant error are diagonal
(most clearly in the 1D Full plot), which is consistent with the fact that o’ is inversely
proportional to C-rate.

In the top-left corner of each plot, at high conductivities and low C-rates, all of
the models are accurate to a few millivolts or less, and so the 1D LOQS model should
be used as it is the least complex. As we decrease ¢, staying at low C-rate (bottom
left corner of each plot), each 1+1D model outperforms its corresponding 1D model
(note that the error from the full 1+1D model is zero, by definition), since the 141D

models all capture non-uniformities in the vertical direction, and the 1+1D LOQS
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Figure 4.9: Time taken by each model to simulate a full discharge at 1C with
6, = 8 x 10* S/m. Solver time is CPU time in seconds, obtained on an Intel(R)
Core(TM) i5-8500T CPU.

model is the least complex of the accurate models in this region.

Meanwhile, as we increase the C-rate (either at low conductivity or at high con-
ductivity), we gain in accuracy (at the cost of higher complexity) from LOQS to
Composite to Full. At high conductivity and high C-rate (top right corners), the 1D
full model is most accurate since variations in the vertical direction are small. At low
conductivities and quite high C-rates (bottom right corners), the 1+1D Composite
model should be used. At intermediate values of the C-rate, the 1D Composite or
141D Composite Averaged models capture most of the behaviour. Finally, at the
lowest conductivities and highest C-rates considered, one should return to the full
1+1D model to obtain an accurate estimate of the voltage. Even the 141D Com-
posite model is inaccurate in this region, due to discrepancies in the interfacial current
density (as can be seen, for example, in Figure m)

In Figure [£.9] we show the time taken to solve each model as we increase the grid
size. Together, Figures and inform which is the ‘best’ (accurate and with the

lowest complexity) model to use in each region of the C-6,, plane. This is summarised

schematically in Figure [4.10]

4.4 Concluding remarks

In this chapter, we started with the full three-dimensional model developed in Chap-
ter 2| and exploited the small aspect ratio of the cells to derive a simplified ‘2+1D’
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106

10°

Positive electrode conductivity, o, [S/m|

104 |
1072 1071 10° 101
C-rate, C

Figure 4.10: Best model (i.e. model that is accurate and has the lowest complexity of
the accurate models) to use at each conductivity and C-rate. Each model is accurate,
relative to the 141D Full model, in its own region and above and to the left, as shown
in Figure [4.8] Colours indicates the relative time taken to solve the model, as shown
in Figure (lighter green means less time, darker red means more time).

model in which the through-cell and transverse directions are decomposed. We found
good agreement between the simplified small-aspect-ratio model and the solution of
the full model in COMSOL. The battery discharges faster near the top of the elec-
trodes, near the tabs, since more current is going through the top than the bottom.

We then developed a hierarchy of further reduced-order models in the limits of low
C-rate and high conductivity. The reduced-order models show good agreement with
the full small-aspect-ratio model, with leading-order models agreeing well at low C-
rates and composite models at higher C-rates. We compared the RMSE for all of the
reduced-order models quantitatively, and indicated which model was most appropriate
in each region of the C-rate/conductivity plane. The 1+1D Composite Averaged
model was found to be accurate for a large range of C-rates and conductivities, while
remaining computationally simple since the electrodes act as series resistors and all
of the behaviour in transverse directions can be captured by two elliptic [PDEs

Our reduced-order models allow us to greatly reduce the computational cost of
three-dimensional modelling. Usually, three-dimensional models are computationally

expensive to solve. For example, COMSOL requires the same grid spacing in the
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through-cell direction and the transverse direction, and so solving a two-dimensional
system for a single discharge with 17 points in the through-cell direction requires
on the order of 1000 points in the transverse direction, and takes a few minutes on
a standard desktop. In contrast, with our small-aspect-ratio, the through-cell and
transverse directions are decomposed and so we can decrease the grid size in the
through-cell direction without needing to decrease it in the transverse direction. For
example, we can solve the same problem with 17 points in the through-cell direction
and only take 20 points in the transverse direction, and obtain the solution in 2
seconds. Further reduced-order models have even lower computational cost. It would
therefore be much easier to use the reduced-order models to simulate several charge-
discharge cycles and hence simulate the transverse degradation effects that occur
over several hundred such cycles. Since any model involves making simplifying
assumptions (for example, regarding the physics, chemistry or geometry), the small
loss of accuracy from using reduced-order models is an acceptable offset for reduced
computational time; there is no point in trying to make the solution more accurate
than the model.

The models developed in this chapter can be extended to study such degradation
effects. Several studies [10, |17, |20] demonstrate non-uniform degradation of bat-
teries in the transverse directions, highlighting the importance of three-dimensional
modelling. In particular, Birkl et al. [10] show that a lithium-ion pouch cell can be
non-uniformly lithiated, with higher lithiation near the tabs. Our models show that
the battery discharges faster near the tabs, so it is plausible that more degradation
would occur there.

An important extension of this work would be to include thermal effects in order
to analyse the distribution of temperature in the electrodes. Due to the small aspect
ratio of the cells, it can be shown that the temperature is almost uniform in the
through-cell direction. However, there can be significant temperature gradient in the

transverse directions [103], leading to further non-uniformities and degradation.
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Chapter 5

Preliminary model for recharge

The models, both full and reduced-order, that we have developed so far have assumed
a general form with an arbitrary number of (dilute) species in the liquid, and an arbi-
trary number of side reactions following some concentration- and potential-dependent
kinetics. However, we have only solved them for discharge conditions, in which the
main reactions dominate.

In this chapter, we now consider the behaviour of the battery during charge.
This is electrochemically more complex than the discharge reaction, with several
side reactions occurring as the State-of-Charge, and hence open-circuit potential,
increases. For the purpose of this thesis, we will focus on a toy model in which the
only additional species, other than the electrolyte cations and anions and solvent,
is oxygen dissolved in liquid, and the only side reaction is oxygen evolution and
recombination, (L.2).

In practice, this toy model contains several electrochemical inconsistencies and is
not an accurate model for recharge of a lead-acid battery — we discuss this further in
Section [5.5] However, the intent of this chapter is to investigate the behaviour of our
reduced-order models in the case where there is more than one diffusing species in the
model, and more importantly more than one reaction taking place in each electrode.
As we discover below, our toy model including only oxygen side reactions provides an
interesting basis to study additional side reactions, since the reaction in the negative
electrode is limited by diffusion rather than kinetics.

Before solving the reduced-order models developed in Section for charging
of a lead-acid battery, we need to modify the kinetic equations. In Section we
show that the oxygen reaction follows Tafel kinetics in the positive electrode
(evolution of oxygen only), and is diffusion-limited in the negative electrode (recom-
bination of oxygen only). As a consequence of the diffusion-limited oxygen reaction,

we must adapt our reduced-order models in Section [5.3] so that the oxygen reaction is
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5.1 Tafel and diffusion-limited oxygen kinetics during charge

localised at the negative electrode/separator interface (see Figure [5.1). We compare
the modified reduced-order models in Section [5.4]

5.1 Tafel and diffusion-limited oxygen kinetics dur-
ing charge

We have so far assumed a general form of Butler-Volmer kinetics (2.24) for the rela-
tionship between the interfacial current density for the oxygen reaction, j© and the

potential difference ¢,
G0 = jooa exp [neo_ao ((;5 — UO)] — j(())C exp [—neo_ (1 — ao) (gb - UO)} , (5.1)

with the open-circuit potentials U® and reference exchange-current densities j&c
given in dimensional form in Tables and respectively. However, since the
potential ¢ deviates significantly from the open-circuit potentials for oxygen, the
surface overpotential for the oxygen reaction is always either large and positive or

large and negative, and either the forward or backward reaction dominates.

Positive electrode. Following , we centre potentials in the positive elec-
trode around Use and rescale relative to the thermal voltage, RT/F ~ 25 mV.
Hence the dimensionless open-circuit potential for the oxygen reaction is large and
negative (approximately -16), and so the forward reaction in dominates. It is
therefore appropriate to model the oxygen side reaction in the positive electrode with
Tafel kinetics,

jI? = j(%p exp [ng_ ag (gbp — UI?)] . (5.2)
Values of ng_ = 4 and ag = 0.5 give an exponent of approximately 32, and so
the exponential is approximately of order 10'. Since the dimensionless reference
exchange-current density is much smaller than this, of order 1072!, the oxygen reaction
does not happen at most [SoCsl During discharge, the only reaction taking place in
the positive electrode is the main reaction . However, ¢, can increase by several
thermal voltages as the increases (or if the charging current is large), and so the
oxygen reaction starts to dominate at higher during charge.

Negative electrode. Similarly to the positive electrode, following (12.45a)), we cen-
tre potentials in the negative electrode around UE’@ and rescale relative to the thermal
voltage, RT'/F ~ 25 mV. Hence the dimensionless open-circuit potentials for the oxy-

gen reaction is large and positive (approximately 60), and so the backward reaction
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5.1 Tafel and diffusion-limited oxygen kinetics during charge

in ((5.1)) dominates. Hence it seems appropriate to model the oxygen side reaction in

the negative electrode with Tafel kinetics,

iy = —Jjepexp [-nd (1 —af) (én — UL)] . (5.3)
Values of ng, =4 and a9 = 0.5 give an exponent of approximately 120, and so the

exponential is approximately of order 10°2. The dimensionless reference exchange-

-O,ref

current density j,

is only of order 1073, but the exchange-current density j§
depends on the oxygen concentration (Table . Hence the oxygen concentration
in the negative electrode must be extremely small, with all of the oxygen reaction
occurring at the interface between the negative electrode and the separator. The
reaction rate is limited by how quickly oxygen can diffuse from the positive electrode
to this interface.

The diffusion-limited behaviour would be captured by a numerical solution of our
exisiting model, but the problem would be very stiff due to the extremely small oxygen
concentrations in the negative electrode. Hence we adapt our model by enforcing that
¢, be identically zero in the negative electrode, while in the separator and positive

electrode ¢, satisfies (noting also that s is the only non-zero stoichiometry for oxygen

molecules)
0 0 D, 0 o 0Co .
T (eco) + B (coV") = o (DOff 895) — 5959, i<z <1 (5.4a)

Note that, in keeping with previous chapters, we assume a constant reactive surface
area. Our assumption about ¢, in the negative electrode gives us a homogeneous

Dirichlet boundary condition for ¢, at x = /¢,,, while the boundary condition at x = 1

and initial condition are unchanged from ([2.66a)) and (2.68)):

=0 atz=1{,, (5.4ba)
g‘;’ —0 atz=1, (5.4bb)
=0 att=0. (5.4bc)

By Faraday’s law of electrolysis, the interfacial current density for the oxygen reaction

at x = ¢, is now given by the flux of oxygen at that interface:

N, (DODgH e D)
= — CoU
x=ln

0.0 _
SoJ AV _C_e

B (5.4¢)

r=0n

We schematise the diffusion-limited system ({5.4)), and compare with the previous

reaction-limited system, in Figure [5.1]
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(Reaction—limited:] c

[Diffusion— limited: ]
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Figure 5.1: Schematic of concentration profiles, comparing a reaction-limited system
with a diffusion-limited system. In the reaction-limited system, the interfacial cur-
rent density, j, in each electrode depends on the kinetics (e.g. Butler-Volmer), with
reaction-diffusion for the electrolyte concentration across the whole system (negative
electrode, separator, positive electrode) and no-flux conditions at each end. In the
diffusion-limited system, the interfacial current density in the positive electrode still
depends on kinetics, but now the interfacial current density in the negative electrode
is localised at the electrode-separator interface (z = ¢,), and depends only on the
flux of electrolyte arriving at that interface. The electrolyte concentration is zero
in the negative electrode, and is governed by reaction-diffusion in the separator and
positive electrode, with zero concentration at the left boundary and no-flux at the
right boundary.
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5.2 Effect of side reactions

Finally, since the oxygen reaction in the negative electrode occurs entirely at the
interface with the separator, the solid current in the negative electrode is no longer
given by (3.1f)) with ix = 0 at x = £, but instead by

i S 0
— =4+ 0"— (&, — D, 5.3
with boundary condition
is=7° onxz=4¢,. (5.4)

For the boundary condition at x = 0, we still set a reference potential &, = 0, but
conservation of current implies that i; = Z there. Since i4 is zero in the separator,
there is a jump in the solid current of size —j© at & = ¢,. The remainder of the
equations are unchanged from , except j© is now given by

1 [ DoDST pe, 0
o_)w© <c—e$_cov ) - 0z —1y), 0<x< 1 -4, (5.5)

jo({ck}aq)s_q)e>7 1—1€p<$<1,

where ¢ is the Dirac delta function. As a result, there is a jump in the electrolyte
current of size j© at x = ¢,, with i, = Z — j° on the negative electrode side, and
i = Z in the separator as before. Similarly, there is a jump in the electrolyte flux of

size tﬁjo at © = /,.

5.2 Effect of side reactions

We compare our toy model, with oxygen evolution and recombination, with a model
in which no side reactions occur (and hence the oxygen concentration is always zero).

In Figure [5.2] we investigate the effect of oxygen side reactions on the voltage.
As expected, in the case with no side reactions the voltage continues to increase as
the battery is charged. However, when the oxygen reactions are included, the system
reaches a steady state in which the voltage is constant. At low C-rates (Figure ),
this steady state is reached monotonically (Figure |5.2p). As we increase the C-rate,
we observe a peak in the voltage before the steady state is reached (Figures ,c).

The steady state behaviour can be understood by observing the average interfacial
current densities in each electrode associated with each reaction (Figure [5.3). In the
case without oxygen, all of the current goes towards the main reactions in each elec-
trode. However, once we include oxygen, there is a switchover from the main reactions
to the oxygen reactions. This occurs first in the positive electrode, and then in the

negative electrode, with a time delay on the order of the diffusion timescale for oxy-

gen (~20 minutes). At low C-rates (Figures and [5.3h), the switchover is almost
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(a) 0.1C (C. = 0.06)

(b) 1C (C. = 0.6)

(c) 5C (C. = 3.0)
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Figure 5.2: Effect of including oxygen side reactions on the battery voltage, for a
constant current charge at a range of C-rates.

instantaneous since the system is dominated by kinetics and the exponent in (/5.2)
is large. At higher C-rates, the switchover is less sharp (Figure ,c), and average
interfacial current densities display non-monotonic behaviour (Figure [5.3p,c). Since
the interfacial current densities for the main reactions become negative, the battery is
in fact briefly discharging, which explains the peak in voltage. This non-monotonicity

may be attributable to the diffusion delay for oxygen to reach the negative electrode.

5.3 Asymptotic analysis for the diffusion-limited re-
action

We now adapt our three reduced-order models (LOQS, FOQS and Composite) to
capture the diffusion-limited kinetics in the negative electrode. We expand all vari-
ables in powers of C, as in (3.13)), and then equate coefficients at leading order, and

then at first order.
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(a) 0.1C (C. = 0.06) (b) 1C (C. = 0.6) (c) 5C (C. = 3.0)
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Figure 5.3: Effect of including oxygen side reactions on the average (dimensionless)
interfacial current densities, j, for a constant current charge at a range of C-rates.

5.3.1 Leading-order quasi-static solution

To leading order in C,, the system (5.4]) becomes

8 eﬁ,(O) 80(()0) -
a_l‘ (‘Do a—x = 0, (56&)
=0 atax=4, (5.6b)
dcs”
aca; =0 atz=1, (5.6¢)
ocy)
Dgf”f@)% =0 atz=~l, (5.6d)

By , 0 g identically zero: on the discharge timescale, any oxygen evolved
in the positive electrode immediately diffuses to, and recombines at, the negative
electrode.

Recall that the oxygen reaction in the positive electrode is dominated by the for-
ward reaction (Tafel kinetics) and the exchange-current density for the forward oxygen
reaction is independent of oxygen concentration (Table . Hence the forward re-
action can occur even if the oxygen concentration is zero, at a rate that depends only
on the electrolyte concentration, c., and the potential difference, ¢. Since the LOQS
solution developed in Section has uniform ¢” and ¢£0), the leading-order oxygen

(0)

. ., .0, . .
current in the positive electrode, j; "/, must also be uniform in space. For the same
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5.3 Asymptotic analysis for the diffusion-limited reaction

reason, the solid current density, and interfacial current densities from the main and
hydrogen reactions, are also uniform in space in the negative electrode. Integrating
(5-3) and applying the boundary conditions (5.4) and #|,_, = Z, we find

)
o [0 poadl) o 7 57

This is the same result as (3.17¢c|), but with jfl) (0) replaced by jo’(0)|x\£ /. The

(0)

factor of 1/¢, appears with jo7(0)|x\g when integrating because jr? 7 acts on the

whole electrode in (3.17¢|) but jo’(o)‘x\e acts on the boundary in (5.7). For the

positive electrode, (3.17¢)) is unchanged.
To find ;9O we must use the first-order problem in C,. At first order,

o \4n’
equating coefficients of C, in (5.4]) gives, with 0 = 0,
820(1)
_ eff,(0)9 Co”  0.0,0)
0=D,D¢ 5p2  Sod (5.8a)
cW=0 atx=4l, (5.8b)
el
ac —0 atz=1, (5.8¢)
x
actV
50700 = p, D) 5 at © = {,,. (5.8d)
x

Integrating (5.8a)) from = = ¢, to x = 1 and applying the boundary conditions ([5.8b|)-
(5.8d)), we find that

OO }x\fn _ _gpjr?’(o)' (5.9)

Hence at leading order the oxygen current density at the negative electrode /separator
interface is determined entirely by the leading-order oxygen interfacial current density

in the positive electrode.

5.3.2 First-order quasi-static solution

Solving ((5.8a)) with the boundary conditions (5.4ba)) gives a quasi-static profile for

e,

— h<x<1l—V

A — DD 7 B " (5.10)
’ ;OO (L7 bty -ty <z<l
5°Jp 20,05 p,ph©@ ) p=t ‘

Evaluating dc(" /O0x at x = ¢, confirms (5.9). By a similar analysis to (5.7)), we can

recover an equation similar to (3.28¢|) for the negative electrode,
dolV 1

=G (55,@) + O]

x\én) , (5.11)
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while ([3.28¢]) is unchanged for the positive electrode.

To find jOM we use the second-order problem in C.. At second order,

’x\,@n ’

equating coefficients of C, in (5.4)) gives
) et , dct
L (cOM) = p, [ DAL, pe @} (001 519
at (5 Co ) 0< o ax ax ) So.] ) ( a)
=0 atx=4l, (5.12b)
o (2)
805(: =0 atz=1, (5.12¢)
80 act
090 = p, | DM + DO =2 tx =l 5.12d
S0 O( ° fx ox ) L= ( )

Integrating (5.12a)) from x = ¢, to x = 1 and applying the boundary conditions
(5.12b))-(5.12d]), we obtain the first-order correction to the oxygen current at the

negative electrode/separator interface:

o 0(1) 0,(1)
e, = /(')t ) + 5930 da, (5.13)

where we find 9cl" /Ot by applying the chain rule to (5.10)).

5.3.3 Composite model

By analogy with Section [3.3.4], we can also derive a composite solution that captures
both diffusion transients following jumps in the current, and quasi-static behaviour
after long periods of constant current. The electrolyte concentration is governed by
the E - but with j9(© being the leading-order equivalent of the delta function
-. Since the leading-order oxygen concentration is zero, the first-order correction

to the oxygen concentration, cgl), is directly given by

D DO 52, .
“ (5(0)0(1)) c 82:2 50 (jo,

0 +cjoW), (5.14)

with boundary conditions (5.8b)) and (5.8¢c|). Then jo7(0)}x\z is given by ((5.8d).

5.4 Results

We now compare reduced-order models with the full system, once again treating the
full system as ‘ground truth’. The FOQS solution is difficult to implement when
there are multiple side reactions, since we must solve the ODE (13.24]) instead of using
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Figure 5.4: Comparing battery voltages for a constant-current discharge at a range
of C-rates.

the explicit equation , which requires multiple applications of the chain rule.
Therefore, we only show results for the LOQS and composite models. Together,
these two models give good physical insight, and approximate the full model well at
different degrees of accuracy and complexity.

In Figure [5.4] we compare voltages for constant-current recharge at a range of
C-rates. At low C-rates, both the LOQS model and composite model give a good
approximation to the full model. As we increase the C-rate, the composite model
captures the non-monotonic voltage response, but the LOQS does not. In all cases,
the full and composite solutions eventually tend towards the LOQS solution, even at
higher C-rates. The fact that the LOQS does not capture the voltage peak confirms
our assertion that this peak is due to the diffusion delay for oxygen that is evolved at
the positive electrode to reach the negative electrode, since to leading order diffusion
from the positive electrode to the negative electrode is instantaneous.

To understand these effects, we turn to the comparison of electrolyte concentra-
tions (Figure 5.5). As was the case for a discharge, the electrolyte concentration is

uniform at a low C-rate (Figure [5.5h), with all solutions showing good agreement.
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(a) 0.1C (C. = 0.06) (b) 2C (C. = 1.2) (c) 4C (C. = 2.4)
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Figure 5.5: Comparing electrolyte concentrations, ¢, (in mol/L), at various ,
for a constant-current charge at a range of C-rates. Fractional Charge Input (FCI) is
defined as the amount of charge put into the battery relative to the amount of charge
required for a full charge, and in dimensionless units is given by (5.15)).

However, a key difference with the discharge results is that, as we increase C-rate,
the average electrolyte concentration is no longer perfectly predicted by the LOQS
solution. This is because the average interfacial current density in each electrode
(which directly determines the average electrolyte concentration through ) is
no longer known in advance, since the main reaction competes with the oxygen re-
action: first-order corrections to the average interfacial current densities, j~(), are
non-zero, and there are corrections to the average electrolyte concentration at first
order. At later times during charge, the electrolyte concentration in the positive elec-
trode has a similar value for all three models. Since the rate of oxygen evolution
in the positive electrode, and hence oxygen recombination in the negative electrode,
and hence overall voltage, depend mainly on the electrolyte concentration in the pos-

itive electrode, this explains why the final voltages observed are similar for all three
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(a) 0.1C (C. = 0.06) (b) 2C (C. = 1.2) (c) 4C (C. = 2.4)
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Figure 5.6: Comparing oxygen concentrations, ¢, (in mol/L), at various [SoCs| for
a constant-current charge at a range of C-rates.

models.

In Figure [5.6, we compare oxygen concentrations during recharge. Both the full
solution and the composite solution display the oxygen concentration profile shown in
Figure[5.1] with some discrepancies in the composite solution in the positive electrode
at high C-rate. These discrepancies appear because the interfacial current density for
the oxygen reaction in the positive electrode is not approximated accurately by the
composite solution at high C-rates. The oxygen concentration in the LOQS solution

is always exactly zero.

Note that in Figures[5.5]and [5.6] we have followed [6] and used [Fractional Charge|
as the indication of how much the charge has progressed, since the

reaches a steady state, as shown (the steady-state is different at different C-
rates). [FCI|is defined as the amount of charge put into the battery relative to the
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Figure 5.7: Comparing dimensionless average interfacial current densities, j, for
a constant-current charge at a range of C-rates. In all cases, the solution from the
full system is shown in black, and the colours for other solutions match those from
previous plots.

amount of charge required for a full charge, and in dimensionless units is given by

d
3 (FCI) = ~I(1), (5.15a)

FCI(0) = ¢, (5.15b)

with a minus sign in since Z is positive for a discharge.

We also compare averaged interfacial current densities, in Figure 5.7 The com-
posite solution approximates all interfacial current densities very accurately for all
C-rates shown. At high C-rates, there are significant differences between the LOQS
and full solutions. In particular, the cross-over point from main reaction to oxygen
reaction happens simultaneously in both electrodes for the LOQS solution, without
the delay that is observed in the full and composite solutions. This can again be
attributed to the instantaneous diffusion at leading order, and adds weight to the
theory that diffusion-limited effects are important during recharge.

Finally, we again consider the decomposition of the voltage into contributing parts
(Figure . We observe that this decomposition is qualitatively quite different to
the decomposition of the voltage during discharge (Figure , even when taking
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Figure 5.8: Decomposition of voltage change into dimensional components, for a
constant-current charge at a range of C-rates.

account for the non-monotonicity of the voltage. As the voltage progresses towards
steady state, the kinetic overpotential Vi decreases before becoming zero at steady
state. This shows that, at steady state, the main reaction is in equilibrium in each
electrode, with only the oxygen reaction taking place: oxygen is evolved in the positive

electrode and recombines in the negative electrode at an equal rate.

5.5 Concluding remarks

In this chapter, we considered a toy model for recharge of a lead-acid battery by incor-
porating oxygen evolution and recombination as a side reaction to the one-dimensional
model studied in Chapter

Qualitatively, this toy model behaves similarly to existing models in the literature
during constant-current charging [6] [49} (88|, [115], capturing the voltage peak and then
steady state, which is also observed experimentally by Bernardi and Carpenter @
In contrast with existing models in the literature, we explicitly write a full diffusion-
limited equation for the oxygen concentration. It has been shown experimentally that
the oxygen reaction must be diffusion-limited in the negative electrode , and
we have confirmed this via a simple analysis of the exponents in the Butler-Volmer
kinetics. This is only addressed via a lumped parameter model by Newman and
Tiedemann [38], while other authors assume standard kinetics [6], [49) and do
not address the resulting stiffness in the model. As a result of the diffusion-limited
kinetics, our model can capture a sharp voltage peak without needing to include

additional side reactions.
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5.5 Concluding remarks

We then developed a suite of reduced-order models and again showed good agree-
ment with the full system by choosing the appropriate model and different discharge
rates. From the solutions of the reduced-order models, it becomes clear that the volt-
age peak is due to diffusion-limited effects, since the peak is not present at leading
order. This once again demonstrates the insight that the reduced-order models can
provide, beyond simply reproducing voltage curves with lower computational effort.

An inconsistency in our toy model is that we have assumed that the oxygen is
always dissolved in the liquid, but the concentrations that we observe are superior to
the saturation concentration of oxygen (a few millimolar [131]). We could artificially
fix this by increasing the diffusion coefficient of oxygen, but this too would then imply
that oxygen exists in the gaseous phase. In reality, a more physically consistent model
of oxygen should include oxygen in both the liquid and gas phases. This then requires
including an additional volume fraction for the gas phase, and a model for oxygen
transport in the gas phase, which may not be driven by diffusion but rather by
convection of bubbles.

In additions to this, our toy model does not perfectly reproduce the behaviour of
lead-acid batteries during charge, since in reality several additional reactions occur
such as hydrogen evolution /recombination and limited rate of transport of Pb** ions
[88], or sulfate crystal growth and hardening [121], that we have not considered in
this thesis.
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Chapter 6

Conclusions

The work on mathematical modelling of lead-acid batteries in this thesis has led to
several novel contributions. In this chapter, we summarise the contributions of this

thesis and explore future perspectives.

6.1 Summary of thesis and contributions

Three-dimensional model with solute-volume effects. In Chapter 2] we pre-
sented a well-known macroscopic model for lead-acid batteries, but highlighted some
additional physical effects that are not usually taken into account. First, we gen-
eralised the results of Liu and Monroe |71] to include solute-volume changes due to
additional species in the liquid. Second, we considered the non-isobaric case, in or-
der to allow pressure-driven flow, and investigate pressure-diffusion effects, though
we found that these were very small for lead-acid batteries. Finally, we included
Faradaic convection, the flow induced by volume changes due to the reactions at the
electrode/electrolyte interface.

In Chapter 3] we solved a one-dimensional reduction of this model and investigated
the effect of the additional terms relating to Faradaic convection. Faradaic convection
was investigated by Liu and Monroe [71] in a planar electrode system, but to our
knowledge this is the first implementation of these terms in a porous-electrode battery
model. Although the effect of Faradaic convection was found to be quite small for
lead-acid batteries at typical discharge rates, numerical experiments suggested that it
would be greater at higher discharge rates or for other systems in which larger volume

changes occur.

Non-dimensionalisation of the 3D model. In Chapter [2] we then nondimen-

sionalised the full three-dimensional model. The choice of scales is similar to Richard-
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son et al. [L00], but the resulting dimensionless model is new. Using our dimensionless
model, we were able to identify three key dimensionless parameters that control the
response of the battery, either individually or in combination. Firstly, the diffusional
C-rate, C., which is the ratio of the electrolyte diffusion timescale to the discharge
timescale (equation ([2.48])), controls variations in the through-cell direction (perpen-
dicular to the electrode plane). Secondly, the cell aspect ratio, 0 (ratio of cell thickness
to height) is usually small, which allows us to decompose the problem in the through-
cell direction from that in the transverse direction (parallel to the electrode plane).
Thirdly, the dimensionless electrode conductivity, ¢’, which is the ratio of electrode
conductivity to electrolyte conductivity scaled with the cell aspect ratio (equation
(4.2))), controls variations in the transverse directions. For lead-acid batteries, the
positive electrode is much less conductive than the negative electrode, and so the key
conductivity is o7, the dimensionless scaled conductivity of the positive electrode.

Both C. and ¢’ depend on the C-rate, with non-uniformities growing as the C-
rate increases. The remainder of this thesis mainly consisted of deriving approximate
models by systematic use of asymptotic expansions in powers of C, (Chapter |3 and
5) and ¢ and ¢’ (Chapter {4)).

Systematic asymptotics in the slow-discharge limit. The first major contri-
bution of this thesis, in Chapter [3| was to develop a framework for the systematic
derivation of reduced-order models, in the case of slow discharge (small C,). By per-
forming a perturbation expansion in C,, we obtained a series of reduced-order models
of increasing complexity and accuracy. The simplest, [LOQS| model gave an alge-

braic expression for the voltage, and was found to be accurate up to C-rates of 0.1C.

Quasi-static corrections to the [LOQS model were given by the [first-order quasi-statid
(FOQS)| model, which has the same complexity but gives increased accuracy up to

1C. A further more complex, composite, model required solving an additional linear

[PDE], and was found to be accurate up to 5C. In addition to accurate voltage pre-
dictions for less computational complexity, the reduced-order models gave physical
insight into the problem by allowing us to more easily decompose the voltage into
its constituent parts. Further, we have demonstrated that reduced-order models can
allow accurate parameter fitting with reduced computational cost.

The reduced-order models are extensions of well-known models: the [LOQS model
is similar to Newman and Tiedemann’s or the for lithium-ion batteries,
while the composite model is similar to the for lithium-ion batteries. However,
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the systematic derivation of these from the full one-dimensional model is new, and

gives a framework for including additional physical effects.

Asymptotics in the small-aspect-ratio limit. The second major contribution
was to use the fact that the aspect ratio of the batteries is small to allow systematic
simplifications that decompose the transverse direction from the planar directions,
and hence obtain a reduced-order model of a three-dimensional battery, in Chapter [4]
We found good agreement between our decomposed model and the solution of the
full three-dimensional model, obtained using COMSOL [56]. Our model showed that
more current crosses the separator near the top of the battery than near the bottom,
and so the battery discharges more quickly at the top. The uniformity of discharge
rate in the vertical direction is mainly controlled by the conductivity of the positive
electrode: the battery discharges more uniformly if the current collector is more
conductive.

We then explored three further limits as we varied the electrode conductivity.
First, in the limit of poorly conducting electrodes, we showed that the reduced-order
models from Chapter |3| can be adapted to capture the non-uniformities in transverse
directions. Second, in the limit of quite conductive electrodes, we derived a simplified
model that is uniform in both through-cell and transverse directions at leading order
in C,, with variations in both directions appearing at first order in C.. By averaging
the first-order model over the transverse directions, we only need to solve a one-
dimensional ‘averaged’ through-cell problem, and the current collector overpotential
is given by two decoupled elliptic[PDEg These two elliptic can be solved offline
in advance and give a series resistance due to the electrodes. Hence, in this limit, all
of the three-dimensional effects are captured at only the cost of a one-dimensional
model. Finally, in the case where the conductivity of the electrodes was very large, we
showed that the three-dimensional model reduces to the one-dimensional through-cell
model that is usually studied. By comparing of all the different limits as we varied
electrode conductivity and C-rate, we suggested which model was most appropriate
in each parameter regime.

In addition to the reduced-order models, our analysis of the three-dimensional
model provided a mechanism to allow different volume changes in the two electrodes.
In the limit in which the separator is much more permeable than the electrodes, we
showed that, in the separator, flow must occur in the transverse directions, to balance

the flow in the through-cell direction.
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Toy model for charge, and asymptotic analysis. In Chapter [5] we extended
our model to specifically include oxygen evolution and recombination. The result-
ing model displayed the known behaviour that oxygen recombination in the nega-
tive electrode must be diffusion-limited. Hence we adapted the standard equations
for oxygen kinetics and transport to model the diffusion-limited system. To our
knowledge, this is the first one-dimensional model of side reactions that takes into
account diffusion-limited effects and resolves the oxygen concentration profile (a zero-
dimensional ‘lumped-parameter model’ was studied by Newman and Tiedemann [88]).
We showed that the framework developed for discharge in Chapter [3| can easily be
extended to the case of recharge with an additional reaction, and the reduced-order
models agreed well with the full-order model in the appropriate parameter regimes.
Further physical insight was provided by the reduced-order models as they showed
that the non-monotonicity of the voltage increase that was observed during charge

must be due to diffusion-limited effects.

PyBaMM software. Finally, we developed the open-source Python package
‘PyBaMM’ (Python Battery Mathematical Modelling, Appendix in order to im-
plement the numerical results (both full- and reduced-order) in this thesis, as well
as similar results for lithium-ion batteries. This software has been designed as the
Common Modelling Framework for the Faraday Institution and is currently being
expanded to include new battery models by other UK researchers. PyBaMM offers
greater flexibility and robustness than existing open-source battery modelling soft-
wares, and thus provides a strong platform for the investigation of new models and

numerical methods.

6.2 Future work and perspectives

The models developed in this thesis allow us to simulate a single charge or discharge
of a lead-acid battery with the accuracy of mechanistic models but at a computational
cost similar to equivalent-circuit models. There are many exciting applications for
the reduced-order models resulting from our asymptotic methods.

One possible application for the reduced-order models is for estimating parameters
and states (SoC|and in the model using data. In this area, having fast forward
models is crucial, especially for estimating [SoH] since one must simulate several years
of data with frequencies on the order of minutes. Our physics-based reduced-order

models improve on equivalent-circuit models as the physical parameters in our models
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are much more robust to different [SoCs| and [SoHs| than the resistances and capaci-

tances in equivalent-circuit models. In cases where the reduced-order models are not
as accurate as the full model, one could use ideas from multi-fidelity optimisation
[92] to combine the speed of the reduced-order models with the accuracy of the full
model. In addition to this, our battery modelling software PyBaMM could allow us to
algorithmically compute adjoints with respect to any parameter in the model, which
can greatly improve the efficiency of parameter-estimation algorithms.

A second possible area for applying these models is in optimisation of battery
design and operation. By considering an additional reaction of oxygen evolution
and recombination, we have shown that our reduced-order modelling framework can
be applied to models with multiple side reactions, including some that are diffusion-
limited. In this area, a significant amount of additional modelling work is still required
in order to properly account for the many different side reactions that occur during
recharge. This additional physics can the be incorporated into the existing framework
in order to create an accurate and fast model for recharge. This could then be
used to construct optimal charging strategies that minimise both charge time and
degradation. Reniers et al. [99] have shown that using physically-based models instead
of equivalent-circuit ones can drastically improve the effectiveness of such optimal
control strategies.

For battery design, we have decomposed the voltage into constituent parts in order
to explicitly show the effect of the relevant parameters on the voltage. This could
be used to optimise battery design for specific applications, for example trading off
between power and capacity. In addition to this, the results of Chapter 4| could be
used to design better current collectors. In particular, in Section [.2.2] we isolate the
effect of the current collector /electrode design on the voltage by showing that all of
the transverse effects can be captured by two elliptic PDEs (one in each electrode).
Further, we have shown in order to minimise the voltage loss due to transverse effects,
one must minimise the difference between the average potential in the electrodes and
the potential at the tabs. This could be used together with systematic homogenisation
of the electrode/current collector domain to reveal the optimal geometry and tab
placement.

The framework that we create in this thesis can be applied to different battery
chemistries in which electrolyte diffusion occurs on a faster timescale than a typical
discharge, or the cell aspect ratio is small. For the former case, the framework has

already been adapted to the case of lithium-ion batteries by Marquis et al. [77].
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Finally, all of the models considered so far are valid only at the individual cell level:
we have assumed that all cells in a battery pack discharge uniformly. In practice, there
can be non-uniformities between cells in a battery pack. For example, cells at the
edges of the battery pack are cooled more than cells in the middle. Understanding
this effect would require the inclusion of thermal effects into the model. With thermal
effects included, the reduced-order models can be extended to the battery level, and
thus give physical insight into macroscopic effects without needing to solve a complete

porous-electrode model in each cell.
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Appendix A

Python Battery Mathematical
Modelling (PyBaMM) Software

All of the results in this thesis have been obtained using the open-source Python
package ‘PyBaMM’ (Python Battery Mathematical Modelling), of which I was the
main developer. This chapter contains an overview of PyBaMM. Comprehensive

documentation and examples are available onlind]

A.1 Introduction

With the battery modelling research community growing rapidly in the UK in the last
few years, it is crucial to develop tools that facilitate cross-institutional collaboration.
One such tool is battery modelling software that allows new discoveries to be used
with minimal effort by the rest of the community. Such software would also allow
quantitative comparison of different models and numerical methods. Existing open-
source battery modelling software, such as M-PET [112| and LIONSIMBA [123], were
found to lack the flexibility and test-driven structure required for cross-institutional
development.

PyBaMM allows improved collaboration and research impact in battery modelling
by providing a modular framework through which either existing or new tools can
be combined in order to solve continuum models for batteries. From its inception,
PyBaMM has followed software best practices with a full set of unit and integra-
tion tests and comprehensive documentation, providing confidence in the validity of
solutions as well as robustness when extensions are added.

Using the modular framework, PyBaMM can easily be adapted to incorporate

alternative spatial discretisations or time-stepping algorithms. Any such additions

Thttps://github.com /pybamm-team /PyBaMM
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A.2 The PyBaMM pipeline

can then immediately be used on the existing suite of models already implemented.
Thus, different discretisations and solvers can be directly compared, without needing
to account for different hardware, software or model implementations.

Similarly, additional physics can be incorporated into the existing models, without
needing to start from scratch to study each new effect. This facilitates the simulta-
neous study of a range of extensions to the standard battery models, for example by
coupling together several degradation mechanisms.

Alongside the results contained in this thesis, PyBaMM is currently being used
to develop results for reduced-order models for lithium-ion batteries, both in 1D and
3D. We are working with other researchers from the Faraday Institution to extend
this software into a ‘Common Modelling Framework’, which would act as a central
repository for UK battery modelling research. In particular, several additional models
for lithium-ion batteries are starting to be added, such as models that include thermal

or degradation effects.

A.2 The PyBaMM pipeline

We now present a very simple example in order to demonstrate the PyBaMM pipeline.

We implement the simple diffusion model

de 0 dc :

e (D(c)%) n0<x<1, t>0, (A.la)
c—1 at x =0, (A.1b)

dc

5 = -1 at x =1, (A.1c)
c— x4l at t =0, (A.1d)

where D(c) = k(1 + ¢).

First, we create a model using the PyBaMM expression tree. Variables are repre-
sented by Variable objects, to which grad and div operators can be applied, while
parameters are represented by Parameter objects. The model is created by assign-
ing a right-hand side, boundary conditions and initial conditions to a BaseModel
object. The resulting model is represented by an expression tree, which is shown in
Figure [A:2a] As shown in Listing [A.T] implementing a model in this way is very
straightforward and directly relatable to the mathematical form , requiring no
thought about how to subsequently solve it numerically. Hence new physics can be

added and explored with minimal effort.
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A.2 The PyBaMM pipeline

Listing A.1: Defining a model in PyBaMM

# 1. Initialise model
model = pybamm.BaseModel ()

# 2. Define parameters and variables
¢ = pybamm.Variable("c", domain="unit line")
k = pybamm.Parameter("Diffusion parameter")

# 3. State governing equations

D=5k x (1 + ¢)

dcdt = pybamm.div(D * pybamm.grad(c))
model.rhs = {c: dcdt}

# 4. State boundary conditions
model . boundary_conditions = {

c: {"left": (1, "Dirichlet"), "right": (-1, "Neumann")}
}

# 5. State initial conditions
X = pybamm.SpatialVariable("x", domain="unit line")
model .initial_conditions = {c: x + 1}

The second step before solving the model is to set the parameter ‘k’, which trans-
forms the expression tree to the one shown in Figure Although the example
here is very basic, this flexible way of setting parameters is very useful as it allows
us to easily use different sets of parameters (for example, by reading in a csv file of
parameters). Since parameters are defined as their own objects, they can easily be
changed, creating opportunities for parameter estimation.

We then solve the model numerically using the Method of Lines. First, we dis-
cretise the model spatially, using any spatial discretisation method (such as Finite
Volumes). The resulting model is shown in Figure [A.2d The variable ¢ has been
transformed into a state vector y[0:50], while the gradient and divergence operators
have both been transformed into matrix-vector products that act on this vector. The
discretised model can now receive a time t and state y and return the time deriva-
tive at that time and state. Hence the discretised model can now be solved using a
time-stepping algorithm (such as SciPy [58] or SUNDIALS [53| [54} [75]), giving the
solution shown in Figure [A.1 Much more complicated models than the one shown in
detail here are possible, as demonstrated in this thesis.

Another useful feature of PyBaMM is the use of Algorithmic Differentiation to
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Figure A.1: Solution of the model (A.1]).

calculate the Jacobian matrix from the expression tree, which is done by default by
the solver. Supplying accurate Jacobian matrices to solvers is critical to speed up
the solution of the DAE systems investigated in this thesis. Automatic differentiation
could also be used to calculate adjoints relative to parameters in the model, and hence
greatly enhance the efficiency of parameter estimation and optimisation algorithms.
For example, as shown in Section [3.4.4] standard derivative-based parameter fitting
algorithms are prone to failure when applied to numerical solutions of complex models,
since the Jacobian matrices obtained with finite differences are inaccurate due to
inherent noise in the numerical simulation. Providing the Jacobian explicitly would

help to circumvent this problem.
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(b) Parametrised model.

(c) Discretised model.

Figure A.2: Representative model (A.1)), defined in Listing , at various stages
in the PyBaMM pipeline.
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Appendix B

Parameters

The dimensional parameters are given in Table[B.I] and the concentration-dependence
of coefficients in Table [B.2l The formulae for open-circuit potentials are obtained
empirically by Bode [13]. Note that these could be written as

RT

Ur? (ée) = US,@ + ?U§<C)7 <B1a>
. RT
US (¢.) = US© + ?US(c), (B.1b)

to reflect their relation to the Nernst equation (e.g. [126]), with U3 = —0.295 and
US© = 1.628.

Consistent initial conditions For consistent initial conditions, we would like
starting at 2% to be equivalent to having started with a full battery and then
discharged the battery uniformly (i.e. at a very low C-rate) and without side reac-
tions (j° being the only non-zero interfacial current density) until it is at 2%[SoC] We
now choose initial conditions for ¢, € and U so that this holds. During this period of
uniform discharge, assuming that capacitance effects are negligible, we can integrate
and apply the Divergence Theorem and boundary conditions to find
that j° is given by

/by, 0<x</ly,

=10, by <z <1—14, (B.2)
—I/l,, 1—(,<x<Ll

Nondimensionalising time and current in (2.35)), we obtain

t
0= - Qi /0 (s) ds. (B.3)
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where QU = Qmax /cmax I nverting (B.3)) gives the time-integral of current in terms
of the [SoC] ¢:
t
/ Z(s)ds = Q2™ (¢" —q) . (B.4)
0
Now, integrating (2.65a) (for k = e) in z across the whole cell and using the no-flux

conditions (2.26]), the relationship (B.2)), and (B.4)) with ¢° = 1,

/ / / ecedrdydz = (Cuef™ 4 Lel™ + Len™) + (sn — ) Q0™ (1 — q).

CS

(B.5)
Both sides of (B.5)) should be zero when g = 0; hence we choose
gnz_:;nax _{_gsgénax + ¢_gmax
o = e (B.6)

Sp — Sn
which, with the parameter values in Table[B.1] gives a dimensional maximum capacity
of 22.4 Ah for the whole battery (eight cells in parallel with a capacity of 2.82 Ah
each). This compares favourably to the stated battery capacity of 17 Ah.

Now, integrating in x across the whole negative electrode and using
and the SoC-current relationship ,

1 H W by
/ / / endzdyde = £,e™ — gfQmax(] — g). (B.7)
0 0 0

CS

Hence, assuming that €0 is spatially uniform,

0 max __ ﬁlsluer‘renaX(l - q0)

:é‘n é
n

(B.8)

Similarly,

5suermaX 1— qO
Egzgpmax—i— P eg( )
p

A similar analysis gives a consistent initial electrode utilisation. Integrating (2.61)) in

(B.9)

x across the whole negative electrode and using (B.2)) and the SoC-current relationship

(B.4),
£n Qmax( . )
/ / / Uydedydz = ~ g (B.10)

Hence, assuming that L{r? is spatially uniform,

Qe (1 —¢°)

U = B.11
n Q;naxgn ) ( )
and similarly
Qmax(l - q0)
U ==~ 7 B.12
1% ngxgp ( )
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Parameter Value
. Reference
[units] n sep p
{ |m| 0.9x107% 15x107% 1.25x 1073 | Private communication
emax ] 0.53 0.92 0.57 [115]
H |m] 11.4 x 1072 Measured
W |m] 6.5 x 1072 Measured
Vy [m?/mol] 1.35 x 107° [14]
V_ [m?/mol] 3.15 x 107° [14]
Vi [m?/mol] 1.75 x 107° 6]
V, [m?/mol] 3.21 x 107 [132]
Vep [m?/mol] 1.83 x 107° 169
Vppo, [m?/mol] 2.55 x 107° [69]
‘_/PbSO4 [m3/mol] 4.82 x 1079 ’69
M, [kg/mol] 1.8 x 1072 [69]
M, [kg/mol] 0.1 x 1072 [69
M_ [kg/mol] 9.7 x 1072 69
M, |kg/mol] 3.2x 1072 [69]
T K] 208.15 Room temperature
s 0.72 22] [47]
& [S/m] 4.8 x 10 : 8 x 10° 48]
70N [A/m? | 4.96 x 1072 - 4% 1073 [115
GO A/m?] | 2.5 x 10732 - 2.5 x 10723 [115
Jo7 T [A/m?] | 1.56 x 1071 - 0 [115]
A [m?/m3| 2.3 x 10° - 2.3 x 107 | [122| (reported by [48|)
d [m] 10~ 10~ 107 48], [64]
CI |F /m?| 0.2 - 0.2 [115]
¢ [ 1 Full initial SOC
Q) |AhL] 17 Manufacturer-specified
s |- 0.775 ; 0.605 115
a® [ 0.5 ; 0.5 115,
7S | 0 - 0.3 [115]
10 1 : 2 (5
59 |-] 1 - 0.5 [115]
Qma [C/m?| | 3.473 x 10° - 2.745 x 10° 6]
¢ [mol /m?| 5.6 x 103 Private communication
¢! [mol /m?| 1.0 x 103 [115]

Table B.1: Dimensional parameters from the literature. Parameters with several
values indicate different values in negative electrode (n), separator (s) and positive

electrode (p).

126




Func.tlon Formula A\/aluej‘i Reference
[units] Co =

D, [m?/s| (1.75 4 2.6 x 107%¢,) x 107° 3.02 x 107° (1)

D, [m?/s] 2.1 x107° 2.1 x 107° [29

X 0.49 + 4.1 x 107%¢, 2.8 [221194] (*)

i [S/m] | éeexp (6.23 —1.34 x 107%¢, — 1.61 x 1073¢2) x 1074 77 6

fi |[Pa s| 0.89 x 1073 4+ 1.11 x 1077¢, + 3.29 x 10~ 11¢2 2.5 %1073 [22] (%)
. —0.295 — 0.074log m — 0.030 log® m ,
Uz IVl ’ —0.03110g3§n —0.012log* m (}) —0-41 |13
. 1.628 4 0.074log m + 0.033 log® m ,
Us V] ° +0.043 log‘g?’ m + 0.022log" m (1) 1.76 |13
Uo |V] 1.229 1.229 |115)

Table B.2: Dimensional functions of concentration, ¢, (measured in mol/m?) and &
(dimensionless). (f) Empirical formulae are given by [48], citing [122], and agree with
data of [22]. (*) Our fit to data of given reference(s). (§) m (o) = CeVi/[(1—CeVe) My .

Function l6] [[88] [ [49] | [115]
~S ~S,ref S
Joa / Jo < Co >’Y
A ~S re ceet
Joe / B
O O O
~ ~O,ref Co v Do J Co v
j(% ,]O (Céef) (;Z;ef) (Céef>
N ~O.re . ,YO R 50 . 'YO . §0
i (&) (&) (&) (&)

Table B.3: Summary of functions relating to the interfacial reactions and .
All exchange-current densities j have units A /m?. Oxygen pressure, p,, is a function
of oxygen concentration, ¢,. Exponents are left in general form here for qualitative
comparison, and given in Table where available.
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Appendix C

Homogenisation

We follow the method presented by Richardson et al. [100] to systematically derive a

macroscale, averaged, model based on the microscale model

kg—{ +V.-q=0 in Q, (C.1a)
q=-DVf in Q, (C.1b)
q-n=70,(kF"f+Q)j onodQ. (C.1c)

The results of [100] are augmented by considering a moving interface 9Q, with the

interface velocity proportional to 5*f. We begin by introducing a microscale variable,
X = 0pX, (C.2)

where X is the microscale variable and x is the macroscale variable, and look for a
solution which is a function of both x and x, and periodic in x for uniqueness. Then
the gradient operator transforms according to V. — V +V /65, and the ansatz for the

expansions of the variables is

fzﬂ%ixﬂ+%ﬂWixﬂ+ﬁﬂmixﬂ+“w (C.3)
q=q9%,x,t) +6,qV (%, x,t) + 529P (X,x, 1) + .. ., C.4
§=70%x,t)+ 6,70 (%,x,t) + 62D (x,x, 1) +.... (C.5)

We define the interface 9 by the zero level set of the function 0, i.e. 6(x,x,t) = 0.

Further, we define 6 so that n, the outward unit normal to € into €, is given by

n—_ YWV (C.6)
V0 + 0,V
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From [100] we have the identities

of f o
3:1:l~ f(x / 5V - | aron ds, (C.7a)
V- / %,%,1) dV ~ /v qdV — q&ze ds. (C.7b)

The identities (C.7)) are valid to leading order in ¢,. We can also derive the Reynolds

Transport Theorem [65] in dimensionless form,

0 ~ o af . surf -
o / frxoav = [Fav [#jras (€8)
O

Qe 0
where f may be a scalar or a vector and £*"! is the dimensionless surface velocity in
the normal direction. The sign of the second term on the right-hand side is a minus

sign, since here n is the unit inward normal to €.

Performing the multiple-scales expansion for the gradient operator, (C.lal) and

(C.1b)) become

of Js
kE—F (iv-q+v-q> =0, (C.9a)
1 -
q=-D (5—Vf + Vf) : (C.9b)
p
The interface condition for (C.9)) is
q-n=70, (kB +Q)j, at o, (C.10)

and f, q and Q are periodic in Q. After expanding variables in powers of Jdp, as per
(C.3]), the O(1) problem for the material balance equation (C.9al) is

V-q¥=0, q©- nla(z =0, q periodic on Q., (C.11)

and the O(6,) problem is
k‘&i{;f) + <@ qV 4+ V- q(0)> =0, q" periodic in Q., (C.12a)
qV - n|,q =0, (kO + Q) jO. (C.12b)

For the flux law ((C.9b), the O(1) problem is
VO =o, (C.13a)
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and the O(¢,) problem is
q = DO (V4 VO, (C.13b)

where D = D(f).
Rewriting the boundary condition ((C.12b) in terms of the surface function 0(x, x)
gives

qV Vo +q v = —|Vo| (k5O + Q) 5. (C.14)

Integrating (C.12a) over €, and using the Divergence Theorem and the fact that the
outward unit normal to €, is —n, and so to leading order in 4, is VO/|V6| (by (C.6)),

gives

of© Y
k +V- <0>dv+/ M. 22 48 = 0. C.15
/ 5 q ~01 <0 (C.15)

Qe

Substituting the boundary condition in the form (C.14]), (C.15) becomes

(0)
R qav - / q@ . Y g5 - / (kB O + Q) @ ds.  (C.16)
J ot A VO g
Qe
Applying the identity (C.7b|) gives
(0)
/ kagt dV + V- / qdv = / (kO + Q) 9 ds. (C.17)
Qe Qe a0

Finally, we apply the Reynolds Transport Theorem ((C.8)). Then (C.17)) becomes

k% /f<0> dV 4+ V. /q“)) dv = Q/j(o) ds. (C.18)
Qe Qe a0

Since f(© is independent of the microscale, and assuming that j(© is also independent

of the microscale, we can write this as
9 (o) (0) (0)
ka(gf )=-V-{q >V + Qaj"”, (C.19)

where we have defined the liquid average, (-),, porosity, ¢, and reactive surface area

per unit volume, a, as

1
)y = mﬁ/-d\/, e(x,t) =(1),, and a(x,t) :agl ds, (C.20)
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where |V| = fﬁel dV + fﬁsl dV is assumed to be constant. The porosity and reactive
surface area per unit volume can vary over the macroscale x, or with time ¢, as Q.
and 0Q vary.

The next step is to investigate the expansion of the flux q®. Substituting the

first-order problem, ((C.13b)), into (C.11]) gives
0=V (=D VD +vfO]). (C.21)

The leading-order diffusivity, D, is independent of the microscale, by (C.13a)), as it
is a function of f© only. Hence (C.21)) becomes

V2 = . (C.22)
Substituting (C.13b]) into the boundary condition (C.11]) gives
= (1 _ 0
n.VfUaQ_—n-Vf()\aQ. (C.23)

Since q© and f© are periodic on %, f® must also be periodic on €.
We make use of the linearity of (C.23) to write its solution in the form

_9fO
P = B0 %~ (C.21)
where B; are independent and satisfy
V2B; =0 in Q, (C.25a)
VB;-n=e;-n on 0, (C.25b)
B; periodic in x in Q. (C.25¢)
/Bj dV =0, (C.25d)
Qe
for i = 1,2, 3. Substituting f, from (C.24) back into (C.13B]), we have
0B;\ of©
0 _ _pofgs. 227 . C.26
Finally, we integrate (C.26)) over €, to find
(q?), =-DOB. VO, (C.27)
where B is the diffusivity tensor, defined by
0B;
J J 8331 v
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In summary, the microscale system ((C.1]) is homogenised to (C.19) and (C.27)). In

this thesis, we implicitly consider only integrated leading-order terms, and drop the
superscript (0) and brackets ().

When homogenising the equations in the electrodes, we switch the sign of the unit
normal in the derivation, and introduce the solid average, porosity and diffusivity

tensor:

B 1 . B astj
(Vg = m/.dv, es= (1), and By, = <5U o >Q (C.29)
Qs

where B, satisfies the same cell problem as in (C.25a)) but in € instead of ..
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Appendix D

Transient one-dimensional solution

In this appendix, we consider the model introduced in Section for the transient
response following jumps in the applied current.

Denoting the time of the jump by t*, we rescale time with 7 = (¢t — ¢*)/C.. Then

(3.12)) becomes

2 (eck) + Co (2 (cka) + ckVZD) = Dkﬁ <Deﬁ%) —C, Z sig", (D.1a)

or ox Ox k ox =
% _ _Ceﬁsurf ~87 (D]_b)
or
, dln(c,) 0P
_eff e) e
Cole = K (Xe pe pe > , (D.1c)
-
R (D.14)
81. reR
0¢p C. [ Oie .
E — Cdl (ax — Zj ) 3 (Dle)
reR
i"=7"({er}, 9)- (D.1f)

We now expand the variables in powers of C, as done in (3.13)). Then (D.1)) becomes,
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to leading order in C,,

d 9 e
9 (0,0 _ 9 | e Do
7 («0”) ax(D’f ax)’ (D-2a)
(0)
a; —0, (D.2b)
Oln (céo)) o
_ O
0=x, pe e (D.2c)
0,(0)
av =3 0 - vPo, (D.2d)
reR
20 C, 826
O = ({ck ho ) (D.21)
and to first order in C,,
8 8 oM A2 ©)
0OM) _p, L eff,(0) Yk A9 0,(0) D
or (8 ) Dk(‘?x (Dk 83:) K ( oz Ve ) (D-3a)
Z 1) £(0)
— ) s
reR ( )
9z ‘
= O, (D.3b)
A(0) _ ceff0) x oct  o0f (D.3c)
¢ A0 ox or |’ '
0,(1)
5\/8 Z/Br (1) VEL(I), (ng)
v reR
oo C. (ol .
or o4\ oz _Zj @ (D-3¢)
reR
‘ 05 5™
(1) _ (1) (1)
j —%(86120) )+ Sgm o (D.3f)

The boundary conditions follow from and the initial conditions are given by the
states at the jump time ¢*.

Equations decouple: we first solve for e@then for cggo), then
and for (¥, and for . Finally, we can find V© using
and . Similarly, having found the leading-order solution, equations de-
couple and can be solved in the same order as (D.2). Hence we solve (D.2) and (D.3)
more easily than the full system (D.I)).
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However, we note that (D.2), (D.3)) and the boundary conditions (3.2) imply that
folc,(go) dx is constant, but ]cg)] grows with time. Hence the asymptotic expansion

breaks down for long times since, when 7 ~ O(1/C,), |Ce c,(cl)| ~|c§€0)|.
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