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Abstract

Lithium-ion batteries are increasingly important, both in portable electronic devices
and as grid stabilization for intermittent renewable sources. The varied applications
involve varying requirements for safety, lifetime, and energy/power density. The broad
requirement space leads to a large design space, requiring either extensive and costly
experimentation or effective models.

To be predictive enough to facilitate design, models must be based on underlying
physics. However, battery models commonly make assumptions known to be false,
such as describing phase separating materials with Fickian diffusion. In this thesis, we
build on existing battery models by modifying key parts to better capture fundamental
phenomena including transport and reactions in phase separating materials.

First, we introduce a model of lithium transport and surface reactions within
particles of graphite, which has phase separation and is the most common anode ma-
terial in lithium-ion batteries. We demonstrate key features of the model, including
a sensitivity to its electrochemical reaction kinetics as well as its ability to capture
both single particle and porous electrode experimental data. Second, we connect a
model of electrochemical kinetics that is well-established in the chemistry community
to nonequilibrium thermodynamics and apply it to materials with phase separating
electrodes. We demonstrate that, although it shares some characteristics with a com-
monly used phenomenological model, it makes distinct predictions which agree with
certain experimental results. Finally, we unify these single-particle models within a
volume-averaged model to describe battery behavior at the scale of full porous elec-

trodes. The developed model and simulation software have already been applied by
other researchers to help explain behavior of batteries with phase separating materi-

als.

Thesis Supervisor: Martin Z. Bazant
Title: E. G. Roos Professor of Chemical Engineering

Professor of Mathematics
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Chapter 1

Introduction

Batteries are critical components of modern society, largely because of their role in

portable electronic devices [237]. They are also receiving increased attention for their

role in facilitating transitions to renewable energy sources by mitigating challenges

with intermittent sources 1261]. The diverse range of applications in which we use

batteries requires a similarly diverse spectrum of design space, even when constrained

to the few commercially viable chemistries. In order to design batteries (cells) effi-

ciently, models can complement more costly experimentation to predict behavior.

Models are most useful as design aids when they go beyond matching experiments

and can predict cell behavior. Predictive models must be based on underlying phys-

ical phenomena with only moderate model training on experimental data. Thus, it

is critical as we develop battery models to ensure they they are grounded in physical

models capturing the most important behaviors in the cells.

Batteries operate based on the fundamental principle of free energy minimization.

At open circuit conditions, no current can flow, and the system is in equilibrium, at a

minimum in free energy. When a finite resistance separates the electrodes, electrical

current can flow through the outer circuit, leading to a corresponding flow of ionic

current from one electrode to the other via an electrolyte solution. This process

occurs because two electrochemical half-cell reactions occur, one at the interface of

each electrode, and the net reaction is spontaneous. Thus, as a battery is discharged,

the free energy change associated with the net internal reaction can be extracted from

17



the cell via the outer circuit [263, 17]. For secondary (rechargeable) cells, the reverse

process occurs during charging.

However, in order for this (dis)charge process to occur, several kinetic processes

must occur within the cell. We will take the prototypical case of a lithium-ion bat-

tery with insertion electrodes as an example, although the concepts are general. In a

charged state, most of the lithium within the cell is within the anode active material.

As it is discharged, the lithium undergoes transport within the anode active material

particles to the surface, where the electrochemical oxidation half-cell reaction occurs.

The loss of an electron to the current collector allows the lithium to enter the elec-

trolyte at the anode surface as an ion. This ion then must be transported across

the electrolyte to reach the surface of the cathode active material particles. At the

cathode, the lithium ion recombines with an electron to enter the cathode insertion

material. Then, in order to allow more lithium to enter, it must undergo transport

away from the surface of the particle. These reverse of these processes (charging) is

depicted schematically in Figure 1-1.

Current -- +
U,I

+-- Electrons

Anode Separator/Electrolyte Cathode

. e a.--0 0 40

C U Limld Weclcd P*MAdM

Figure 1-1: Schematic of a lithium-ion battery being charged. Figure from ref. [2691

Complicating the basic physical picture of transport and reaction processes driven

by thermodynamic free energy minimization, the physical structure of batteries re-

18



quires some care when designing battery models. Batteries are typically constructed

with a layered structure consisting of two electrodes separated by region of electrolyte

called the separator. The electrochemical reactions occur at the interface between the

electrolyte and active materials in the electrodes, so batteries are built using porous

electrodes in which small pores of electrolyte percolate within the (usually solid) ma-

trix of the electrode. This porous structure provides large amounts of surface area

for the electrochemical reactions. The electrode itself is composed of active materi-

als which actually undergo the electrochemical reactions fundamental to the battery

operation, binder material to keep all the solids together, and usually a conductive

additive to facilitate electron transport within the electrode. This leads to a physical

structure with several disparate and relevant length scales to consider when developing

models. Models at the atomistic scale can capture fundamental energetic character-

istics of the active material [159, 256, 1641. Meso-scale models range from describing

transport within the small active material particles to transport on the length scale

of the much longer electrodes or even full cells or battery packs [1071.

Further complicating the modeling process, the behavior of both the electrochem-

ical reactions and transport within the cells are often highly non-trivial. Rather than

following a typical diffusive behavior in which gradients within particles are reduced

over time, many battery materials tend to phase separate, meaning that a half-full

active material particle may be divided into equal regions which are nearly-full and

nearly-empty with steep, stable concentration gradients at the phase interfaces be-

tween them. Such behavior is most naturally captured using a phase field modeling

framework [441, which can consistently capture the coupling between the transport in

phase separating systems to other relevant physical phenomena including electromag-

netic state [1051 and stresses [53]. With electrochemical systems, this phase behavior

must also be consistently coupled to the electrochemical reactions [19], which may

be described using phenomenological [1771 or quantum-mechanically derived [163]

reaction models.

It is impractical to access the full range of relevant length and time scales within

a single simulation, so model development is restricted to physically reasonable sub-
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divisions of the system. In this thesis, we focus on a range of length scales and

phenomena, all of which are relevant to meso-scale modeling. For each focus area, we

develop a modeling approach which unifies the treatment of all kinetic processes (elec-

trochemical reaction kinetics and transport phenomena) within the general framework

of nonequilibrium thermodynamics [111, 12, 105, 191, leading to a progressive and uni-

fied multi-scale model capturing the coupling between the behavior of single active

material particles and the macroscopically relevant measured outputs of current and

voltage.

The overall structure of the thesis follows. In Chapter 2, we study transport

within the length scale of a single particle, connected to electrochemical reaction at

the surface of the particle. We focus on the case of multiphase insertion materials

with structures involving overlapping insertions sites (e.g. via a layered structure)

with particular attention to graphite, the most common anode material, which ex-

hibits staging behaviors coupled to phase separation [791. In Chapter 3, we connect

the quantum-mechanically derived Marcus-Hush-Chidsey (MHC) model of electron

transfer kinetics [48] to the variational thermodynamic framework we employ for

transport phenomena. We apply this model to an experimental study of LiFePO 4 elec-

trodes [91 to support the interpretation of the results as indicative of departures from

the more commonly used phenomenological reaction model. In Chapter 4, we connect

the single particle scales with traditional models of porous battery electrodes using

a volume-averaged approach to couple the behavior of the particles with the larger

length scales of the electrodes. We implement both the multi-layer single particle

transport model and MHC reaction kinetics within this framework and demonstrate

the importance of properly capturing the phase behavior and interfacial kinetics when

developing battery models for cell design or interpretation of experimental results.
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Chapter 2

Intercalation Kinetics in Multiphase

Layered Materials

The contents of this chapter have been submitted for publication [2251 as an in-depth

description and exploration of the model we used to explain experimental results of

lithium intercalation within a single crystal of graphite 1113] as well as an exten-

sion and simplification of that model used to capture behavior of a porous graphite

electrode [2421.

2.1 Abstract

Many intercalation compounds possess layered structures or inter-penetrating lattices

that enable phase separation into three or more stable phases, or "stages," driven by

competing intra-layer and inter-layer forces. While these structures are often well

characterized in equilibrium, their effects on intercalation kinetics and transport far

from equilibrium are typically neglected or approximated by empirical solid solution

models. Here, we formulate a general phase-field model with thermodynamically con-

sistent reaction kinetics and cooperative transport to capture the dynamics of interca-

lation in layered materials. As an important case for Li-ion batteries, we model single

particles of lithium intercalated graphite as having a periodic two-layer structure with

three stable phases, corresponding to zero, one, or two layers full of lithium. The elec-
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trochemical intercalation reaction is described by a generalized Butler-Volmer equa-

tion with thermodynamic factors to account for the flexible structure of the graphene

planes. The model naturally captures the "voltage staircase" discharge curves as a

result of staging dynamics with internal "checkerboard" domains, which cannot be

described by solid-solution models based on Fickian diffusion. On the other hand,

the two-layer model is computationally expensive and excludes low-density stable

phases with longer-range periodicity, so we also present a reduced model for graphite,

which captures the high-density stages while fitting the low-density voltage profile

as an effective solid solution. The two models illustrate the general tradeoff between

the explicit modeling of periodic layers or lattices and the needs for computational

efficiency and accurate fitting of experimental data.

2.2 Introduction

Staging, the phenomenon of pattern formation by intercalants or defects across a

layered structure, occurs in a wide range of materials including high temperature

superconductors [259, 172], clays and layered double hydroxides [125, 127, 194], MX-

enes [174, 257], metal borocarbides [128], layered metal oxides [249, 46], and the

prototypical case of graphite [79]. The properties of these materials can depend

strongly on the microscopic staging structure. In high temperature superconductors,

the layered segregation of oxygen can lead to regions of insulating behavior [172j.

Staging phase-separation phenomena can also arise in three-dimensional materials

with interpenetrating lattices of intercalation sites, as with hydrogen trapping in

metals [711. Another example could be lithium intercalation in anatase (TiO 2) 1651,

which has been suggested to have multiple types of intercalation sites [140, 217, 2151

and demonstrates staircase voltage curves [2741, similar to graphite [1841.

In graphite, the staging process is common for many intercalants, including lithium

which forms LiC6 , the most common anode material in Li-ion batteries. The staging

of the lithium-graphite system is directly related to the observed voltage in batteries.

The dynamics of staging during (de)lithatiation of graphite is important in consid-
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eration of Li-ion battery rate capability, because graphite is (de)intercalated with Li

during (dis)charging. Li-ion batteries are ubiquitous as energy storage devices for

portable electronics, with growing use in the (hybrid) electric vehicle market. In al-

most all commercial cells, graphite is used as the negative electrode (anode) [211]. Li-

ion batteries work by shuttling Li ions back and forth between the two electrodes [237],

a process which involves transport within the solid and electrolyte phases as well as

electrochemical reaction to transfer the lithium between these phases. The rates of

these processes (and those of competing processes) fundamentally govern the power

capabilities of the batteries.

Complicating our understanding of these processes is the fact that graphite tends

to phase separate into Li-rich and Li-poor regions [561, which affects both the reaction

and the transport processes [19]. As Li is transferred into graphite, it intercalates

between graphene planes, tending to form structures with filled layers separated by a

number of empty layers. These structures are referred to by a stage number, which

refers to the number of planes of graphene between filled layers. For example, stage 1

graphite is nearly full (Figure 2-1 (c)), whereas high stage number graphite has many

empty layers between each full layer (e.g. Figure 2-1 (b) for stage 2). In the dilute

(a) (b) (c)

(d) --------

Figure 2-1: Graphite staging structures. Black lines represent graphene planes, and
yellow circles represent intercalated lithium. Dilute stage 1' is represented in (a),
half-full stage 2 in (b) and full stage 1 in (c). (d) represents the domain structure
that can arise because of intra-layer phase separation of stage > 1 graphite (stage 2
shown).

limit, there is no internal structure, which is referred to as stage 1' [79] (Figure 2-1

(a)). Upon formation of the low-stage number structures (stages 1', 2, and 1), graphite

undergoes distinct color transformations, which allows direct visual probing of the
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local state of charge of graphite electrodes [158, 1151. In addition, theoretical [64,

206, 132, 1361 and experimental [52, 75] studies suggest intercalants within graphite

tend to phase separate within layered planes such that internal domains are formed

(Figure 2-1 (d)).

Phase separation is common in many battery electrode materials such as lithium

iron phosphate [190], spinel manganese oxides [4], and lithium titanate [183], and it

can dramatically affect the internal dynamics of both single particles [153, 236, 8, 53,

55, 277, 2581 and porous electrodes [80, 50, 152, 89, 90, 186, 1881. As such, in order to

develop predictive models of the behavior of such materials with complex phase behav-

ior, it is critical that these models naturally capture the phase separating dynamics.

Some models of phase separating electrode materials approximate them as solid so-

lutions described by Fickian diffusion [98, 252, 23, 205, 228, 11]. Others approximate

the phase separation behavior using artificially imposed equilibrium interfaces, which

move via Stefan conservation conditions and use the equilibrium voltage curve to de-

termine the functional form of the chemical potential in the solid 199, 229, 11, 121].

Others have attempted to describe the volume-averaged phase behavior using nu-

cleation models [102]. However, such approaches cannot capture the formation of

interfaces by spinodal decomposition or other processes of non-equilibrium thermo-

dynamics.

Phase-field models, pioneered by Van der Waals [203] and Cahn and Hilliard [39,

37], have been widely applied to phase separating systems to describe the dynamics

of their approach to equilibrium states. This approach is based on linear irreversible

thermodynamics [111], has been extended to electrical systems [105], and has been

self-consistently connected to electrochemical reactions to describe phase transfor-

mations in chemical and electrochemical systems [19]. Here, focusing on staging of

lithiated graphite, we implement a Cahn-Hilliard style model in a multi-layer free

energy framework to capture the phase behavior of graphite systems, similar to the

work of Hawrylak and Subbaswamy [117]. We also directly relate the phase separa-

tion behavior to electrochemical kinetics via a thermodynamically consistent reaction

boundary condition [191, which has recently been validated by in operando scanning X-
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ray transmission microscopy of individual lithium iron phosphate nanoparticles [153].

A previous work [1131 demonstrates good agreement of the two-layer graphite model

with an experiment visually observing the phase separation dynamics during a sin-

gle particle discharge. In a companion paper [2421, we apply a one-variable reduced

model, also presented below, in porous electrode simulations to capture electrochem-

ical and optical measurements on a porous graphite battery electrode. The porous

electrode experiments and modeling suggest that the modifications of the basic frame-

work presented here are important to describe the non-equilibrium thermodynamics

of Li-ion batteries, as we will discuss in Section 2.6. In this paper, however, we focus

on the development and predictions of the general model, which could be applied to

other intercalation materials exhibiting staging associated with layered crystal struc-

tures or inter-penetrating lattices.

2.3 General Theory

Layered intercalation materials tend to exhibit stable phases with periodicity in the

transverse direction, which could be described by multiple concentration variables.

We assume the layers of the material are stacked and perfectly overlapping, i.e. they

look like those in Figure 2-1 with all layers present throughout the particle and to

the edges. Then, we describe the concentration of intercalated species within each

layer in only 2 dimensions, effectively depth averaging along the thickness within each

individual layer. This allows us to represent the 3-dimensional layered structure as

discrete, overlapping, 2-dimensional planes. Thus, we will present a 2-dimensional

model with multiple concentration variables corresponding to species in different lay-

ers. As noted above, the same model could also apply to materials with multiple

interpenetrating sub-lattices, represented by separate concentration variables.
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2.3.1 Multi-Layer Free Energy Model

Mathematically, we begin by defining the total free energy of the system, G, as an

integral of the local free energy density, g, over the system volume, V,

G = g dV. (2.1)

The choice for g determines the physical description of the system. We will focus

on systems with two-dimensional symmetry in which multiple concentration vari-

ables correspond to species occupying different vertically stacked layers. However,

the treatment is analogous to descriptions of three-dimensional materials in which

intercalated species can occupy different types of sites, such as hydrogen trapping in

metals [71] or lithium intercalation in anatase [274, 140, 217, 215, 65].

For a general system with n layers or site types, each occupying some part of the

total system volume, Vi,

G= ( gi dV. (2.2)

For an n-layer structure, in which each 2-dimensional layer has area Ai and occupies

a fraction, fi, of the height of the unit, H, the total free energy is

G=H E f (L gidA). (2.3)

Next, we assume individual layer free energy densities are defined by some function,

ge,j which depends only on the configuration of layer i, as well as a series expansion

of mixing enthalpies of particle clusters interacting between layers. Thus

gi = 9g,i + reci E cj hij + S Ck hijk + 5 z(hijk +- (2.4)
ji \ k~i~j \ij,k

The reference concentration, Cref, can be chosen to be some suitable scale, the local

scaled concentrations are denoted by c& = Ci/Cref, and the h parameters define the
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enthalpic interaction energies of multi-body particle clusters.

2.3.2 Intra-layer Free Energy

We first choose a model for the intra-layer free energy, ge, which will not depend on the

layer, assuming that each region between adjacent planes is structurally similar. As

the simplest model that allows phase separation within layers, we consider a regular

solution, a lattice gas model [70, 144], which describes the entropic configurations of

particles and vacancies on a lattice along with an enthalpic energy of mixing between

particles and vacancies. We add a gradient penalty term to capture the effect of

interfacial energy between the intra-layer domains [39],

gt(-) = cref{kBT[-ln(-) + (1 - -) In(1 - 2,)] + Qaj(1 - _ + ae + 1 (2.5)

where kB is Boltzmann's constant, T is the absolute temperature, Qa is the regular

solution parameter for interaction of particles and vacancies within a layer, Ap9 is the

reference chemical potential, and r is the gradient energy penalty, assumed here to

be isotropic within each plane. Of note, we use the gradient, V, and divergence, V.,

operators here to indicate their evaluation only within the plane of a single layer, and

the non-dimensional concentrations are scaled such that they are filling fractions of

individual layers. When Qa > 2kBT, this model defines a free energy curve with two

minima near the extreme filling fractions, leading to a tendency for internal phase

separation to regions with high and low concentrations. The function is plotted in

Figure 2-2 using thermodynamic parameters from Section 2.4, at T = 298 K, choosing

P = 0.3 kBT, and neglecting contributions from the gradient penalty term.

2.3.3 Periodic Bilayer Model Applied to Graphite

The simplest example of the multilayer framework describes a periodic solid with re-

peated pairs of identical layers for intercalation, which is a natural approximation for

lithiated graphite that captures the major staging transitions. A bilayer model allows

description of stage 1, 2, and 1' structures, neglecting higher stage number structures
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Figure 2-2: Regular solution free energy density as a function of the local filling frac-
tion, F. The dashed line represents a common tangent construction intersecting the
two energy wells at the red dots. Homogeneous systems with concentration between
the two red dots can lower their free energy by phase separating into regions with
high and low concentrations given by the red dots and average free energy density
lying on the dashed line.

in favor of model simplicity and reduced computational cost. Each modeled layer

represents a plane of Li sites between graphene planes in (de)intercalated graphite,

and the two modeled layers repeat in the direction normal to the modeled planes.

Thus, we have a discretely "stacked" two-dimensional continuum description of the

intercalant within the graphite. We do not assign any clear physical separation be-

tween layers in the vertical direction other than through energetic interactions, which

act as local approximations of the misfit strain energy in graphite [209], without ac-

counting for nonlocal coherency strain [53]. From the choice of n = 2 structurally

similar layers, each of which occupies half the total volume of the system, the reference

concentration, cref = 0. 5 cma, where cmax is the concentration of Li in LiC6 .

For the inter-layer interactions, we propose a model incorporating 2- and 4-body

interactions,

9 = 9eFi, V 1) + ge(j2 , W 2 ) + Cref[Qbcic2 + Qcc1(1 - c1)c2(1 - c2)], (2.6)

where subscripts 1 and 2 represent the repeated layers 1 and 2 respectively. For

graphite, the Qb parameter is related to a repulsive interaction between cross-plane
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lithium [208], and it allows for prediction of the "staircase" voltage plateau measured

in near-equilibrium (dis)charge curves for graphite electrodes [184, 90 by increasing

the free energy of the full stage 1 state compared to that of the stage 1' and stage 2

states (see Figure 2-3). The Q, term can be interpreted as a particle-vacancy cross-

plane mixing enthalpy, which Ferguson and Bazant found to be necessary to push

particles toward stage 2 in the filling process rather than along the j, = a2 direction,

although we will reexamine this in Sections 2.5.2 and 2.5.2. The primary change

of this free energy model beyond that of Ferguson and Bazant [90] is the gradient

penalty in Eq. 2.5, which allows us to predict intra-layer phase separation. The

thermodynamic treatment is similar to that in previous work describing staging in

graphite [117, 207, 133]. For a review of other theoretical work on graphite staging,

the reader is directed to the informative ref. [134].

Here, it is helpful to examine the basic thermodynamic structure of the model,

which is presented in Figures 2-2 and 2-3. Using the thermodynamic parameters

from Section 2.4 (and choosing pe = 0), the free energy density of the system, g, is

plotted in Figure 2-3 (a) and (b) as a function of the filling fractions in each layer,

1 and a2, assuming minimal energetic contribution from concentration gradients.

Because the predicted free energy density is not a convex function, the system will

tend to phase separate. For a simpler, single-variable free energy model such as the

regular solution model applied to individual layers (Figure 2-2), the equilibrium phase

separating behavior can be described by creating a common tangent line between the

energy wells. When the concentration of a homogeneous system lies between the

two intersection points, the system can lower its free energy to the common tangent

by separating into two phases, each of which has equilibrium concentration set by

the intersection points. The overall ratio of phase amounts is set by the lever rule.

For the two-variable free energy model developed here, we instead construct common

tangent planes, pictured in green in Figure 2-3 (a). Similar to the simpler case, the

intersections of these planes with the homogeneous free energy surface, depicted as

red dots, correspond to the stable equilibrium concentrations of the phases that will

develop from overall system concentrations lying within the triangles formed by the
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Figure 2-3: Concentration dependence of the local homogeneous free energy density,
g in (a) and (b), and the effective chemical potential, pe in (c) assuming minimal
contribution from intra-layer concentration gradients. The plot in (b) is shaded to
correspond to the surface in (a) to more clearly show the colored paths which represent
selected filling/emptying paths which are explained in the text.

three red dots of a given plane. This predicts that the equilibrium concentrations of

stage 2 phases depend on whether the system is all in stage 2, in equilibrium with

state 1' (lower plane), or in equilibrium with stage 1 (upper plane).

In Figure 2-3 (a) and (b), three paths are plotted, which correspond to selected fill-

ing/emptying paths as the graphite is (de)intercalated. The orange curve represents

a fully homogeneous (and energetically unfavorable) filling path in which a, = a 2.

The red curve represents the minimum energy path for filling with individual layers
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remaining fully homogeneous (no intra-layer phase separation). The blue curve rep-

resents an equilibrium path allowing intra-layer phase separation. Following these

paths motivates the definition of a quantity which we will refer to as an effective

chemical potential,

peff =. (2.7)
O(C1 + C2)'

This quantity represents the change in free energy along the given filling path, g*, to

insert a particle in either of the layers; it is dependent on the state of the system. Peff

is related to predicted equilibrium voltage curves [90], as we will see in Section 2.5.1.

Examples of its values over the three selected filling paths are presented in Figure 2-

3 (c).

Returning to the formulation of the model, we now focus on the kinetic processes.

The interstitial lithium flux, Fi, occurs within each modeled plane of sites and is

driven by gradients in the diffusional chemical potential [111], pi, defined as the

variational derivative of the free energy with respect to the concentration within the

layer [40],

1 6G = 1 __V 0 (2.8)
Cref bai Cref k._C'i uvc

Using Eqs. 2.5 and 2.6,

pi = kBT In ~) +Qa(1 - 2) - 2 b c( - 2Ci)C (1 - C) ,
1 - Ci ]Cref

(2.9)

where j 1 i.
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2.3.4 Concentrated Solid Diffusion

From the assumptions of linear irreversible thermodynamics [111], the flux can be

expressed as

D-
Fj = -__ciVpi. (2.10)

kBT

where Di is the tracer diffusivity, related to the mobility by the Einstein relation,

Di = MjkBT. Whereas Hawrylak and Subbaswamy chose a constant flux prefactor

investigating a similar model [117], we propose a flux relationship describing diffusion

on a lattice [19]. First, we begin with tracer diffusivity given by

Di = Do , (2.11)

where Do is the tracer diffusivity in the dilute limit, 7i is the activity coefficient of

the diffusing species, and yd is that of the diffusing transition state. Following the

assumptions outlined in Appendix 2.9.1, we find

Do (Fj = -kT( 1 -i)ciVpi. (2.12)

Here, we have assumed that the transition state only differs thermodynamically from

lithium in a stable lattice state in the entropic contribution. However, the enthalpic

terms could differ, and extra, local stresses could also affect the energetics of the

diffusing transition state via an activation volume[7, 19].

Using these flux relations, we can solve for the time and space evolution of con-

centration profiles within the layers using species conservation,

Dci
= -V -Fj + Ri (2.13)at

where Ri is a volumetric source/sink term, which could describe, e.g., inter-layer

reaction in which Li can move from layer 1 to layer 2 in the bulk via defects (Li hopping

through pristine graphene is unlikely because of large energetic barriers [166, 271]).
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We will set R, = 0 here except as noted in Section 2.5.2.

2.3.5 Thermodynamically Consistent Reaction Boundary Con-

ditions

The system is closed by specifying boundary conditions on the spatially 4th order

partial differential equation for each layer, according to the Cahn-Hilliard reaction

model for heterogeneous reactions [19, 2771. The concentration at the surface of the

particle is governed by the natural boundary condition [38, 19], n - (KVa)s =

where 'n is an outward facing unit normal vector, the S subscript indicates evaluation

at the surface, and -ys is the surface energy. Although surface "wetting" has been

shown to be important in nanoparticle dynamics [55], we set n - (KV5)s = 0 here.

The remaining boundary condition is a flux specification at the surface, which is

determined by the dynamic process being examined. For example, in order to study

spinodal decomposition, no flux boundary conditions can be imposed [40]. Here,

because we are interested in examining battery operation, we specify the total current,

I, into the particle as the sum of integrated current densities, Ji, into the perimeter

of the particle S,

2

1 = H fJ, dS (2.14)

where H is the height of the particle and fi = f2 = 0.5 are the fractions of the

surface area occupied by each layer. The current density into each layer is related to

the flux from the electrochemical reaction associated with intercalation into each of

the repeating layers,

Li+ + e- - Li. (2.15)

We describe the reaction using a thermodynamically consistent modification [19 to

the Butler-Volmer equation [15], which depends on the diffusional electrochemical

potentials of the oxidized (Li+ + e-) and reduced (Li) states as well as the activity
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coefficient of the reaction transition state,

J- fikoal-ai'-0 (Fq) a exp(aei/kBT) - exp((1 - a)eqi /kBT), (2.16)
e -n-(is e't,j lx(a

where i subscripts indicate variables corresponding to layer i, ko is the reaction rate

constant defined per unit reaction area of the particle, e is the elementary charge, ao

is the activity of the oxidized state (assumed to be unity here), ai is the activity of the

reduced state in layer i (kBT In ai = pj - pe), a is the reaction symmetry factor, -yi

is the activity coefficient of the transition state for reaction into/out of layer i, and ri

is the activation overpotential, or reaction driving force, for layer i (e7i = Pi - /-o).

po is the diffusional electrochemical potential of the oxidized state,

po = pE + e(eieyte - Osld) = -eq (2.17)

where p9 is the reference chemical potential in the oxidized state, #eIyte is the electric

potential in the electrolyte, and #sId is the electric potential in the graphite. Thus, we

see that the total integrated current will be directly related to the applied interfacial

potential, AO = Osld - elyte, which will allow simulations with either specified current

or specified voltage. We note that use of the Butler-Volmer equation ignores recent

evidence of departures from its predictions, especially at large driving forces [48, 9,

1391. Here, it is convenient to group the standard potentials, eEE - to be the

standard half-cell potential relative to the Li/Li+ metal standard half-cell potential.

The reaction transition state activity coefficient is used to describe physics of

the reaction process. For example, for Li intercalation into the rigid ion channels

of the positive electrode material FePO 4 (iron phosphate), Bai et al. assumed the

reaction transition state requires (excludes) a single empty lattice site, such that

7: = 1/(1 - c) [8]. To describe reaction at the surface single crystal of graphite,

ref. [1131 used

1
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which is based on the assumption that a reaction event in layer i requires both a vacant

site and a nearby filled site for the reaction to occur. This requires that an empty site

be present near the surface for intercalation. In addition, when there is no nearby filled

site, the graphene layers can collapse, making the reaction unlikely. Thus Eq. 2.18

predicts that the reaction resistance for the layer, which scales with 7:,i, diverges at

empty and full filling fractions, as presented in Figure 2-4. This implicitly assumes
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Figure 2-4: Reaction transition state contribution to (de)intercalation rate. The
exchange current density for a layer scales with 7-, so the resistance scales with yt,.

that the reaction transition state behaves like an ideal solution except for entropic

exclusion effects, unlike the diffusion transition state (Eq. 2.31), which we assume

also depends on all the enthalpic terms of the diffusional chemical potential because

it occurs in the bulk of the system rather than at the interface between one phase

and another. We use this reaction model here except where noted to demonstrate

some of its predictions. However, because of an inability to carefully experimentally

control for other kinetic limitations in ref. 1113], more detailed consideration of this

reaction model would be worthwhile. For example, Thomas-Alyea et al. [242J find

when describing secondary graphite particles with a variant of this model (developed

in Section 2.6) that a reaction model dominated by film resistance enabled much

better agreement with the experimental results. Thus, we vary this model where

noted below.
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2.4 Model Implementation

The energetic parameters in the free energy are taken as those fit to thermodynamic

data in previous work [90]: Q, = 3.4 kBTref, Qb = 1.4 kBTref, and Qc = 20 kBTref

with Tref = 298 K, and the system is simulated at room temperature, T = Tref.

Here, we have adjusted their fit value of E9 from 0.1366 V to 0.12 V in order to

account for the fact that our particles can phase separate within the layers, which

changes the observed voltage plateau. The difference corresponds to the dimensional

length of the black dashed line in Figure 2-3 (c) as explained previously [147, 801

and demonstrated for a different material model in the same paper [90]. With the

intra-layer phase separating particles, the value of E6 corresponds to the voltage of

the low-filling-fraction plateau, which we find to be 0.12 V from near-open-circuit

experimental data [184]. We choose cma = 28.2 M to match the experimental and

theoretically calculated density of lithiated graphite [264, 1301.

The values of Do and n are taken from ref. [1131 in which we used this model and

found excellent agreement with optical measurements of the concentration profiles of

a single graphite crystal in time and space. From this, Do = 1.25 x 10-12 m2 /s and

, = 4 x 10- 7 J/m, although the fit was relatively insensitive to the choice of r., and the

value of Do agrees well with ab initio calculations [192]. The reaction symmetry factor,

a, is set to 0.5, which implies a symmetric electrochemical reaction [15]. Because the

single particle electrode experiment did not allow unique determination of the reaction

rate constant, ko, we do not take the value used in ref. [113] and instead vary this

parameter here as stated.

Inspired by our previous work [113], we simulate a cylindrical particle in which

intercalation occurs around the circumference of the particle into the circular layers.

For simplicity, we assume axial symmetry about an axis normal to the simulated

plane in the center of the particle, allowing us to reduce the model to solving in time,

t, and the radial coordinate, r. We use a mass-conserving variant of finite volume

discretization in space following ref. [2771, ensuring that the grid spacing is less than

the scale for the interfacial width, Ab ~ (rl/(crefQa))1/2 = 5.8 x 10-8 m. Time integra-
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tion is carried out using DAE Tools 11801, which wraps the SUNDIALS integration

suite [1221 with the ADOL-C automatic differentiation library [110] to facilitate the

non-linear solver involved in the implicit time stepping. Single particle simulations

took between a few minutes and a few hours on one CPU. In the following two

sections, we validate the simulation by implementing the same model in COMSOL

Multiphysics and comparing outputs, then using the COMSOL Multiphysics imple-

mentation in 2D to examine the validity of the assumption of axial symmetry in

context of the experiment simulations from ref. [113].

2.4.1 Simulation Validation

Beginning from the simulations in ref. [113], we first validate the 1D finite volume

simulation by implementing the same model in COMSOL Multiphysics, which uses the

finite element method, to verify that both methods give similar results. In each case,

we use the parameters given in ref. [113]: R = 23.9 pm, Cref = 9.3 M, ko = 0.03 A/m2,

V1 set = -0.38 V with respect to Li/Li+. The low value of cref could be thought of as

adjusting the value of K, as the two compensate for each other (changing Cref, ko, and

K by the same factor leads to the same simulation outputs). Because the results in

ref. [113] were not sensitive to the value of r,, we simply use their reported value of

K directly here with the value for cref in Section 2.4 for the remainder of this work.

Using a grid spacing of 1.5 x 10-8 m, both simulations reproduce the previous results

and agree with each other in Figure 2-5. We note that the model is symmetric in a,

and a2. Therefore, in both the COMSOL and finite volume simulations, c1 and C2

profiles can be flipped, and the occurrence of this flipping is random and depends on

numerical noise. Full movies are provided in the supplement.

2.4.2 Axial Symmetry Assumption

We examine the assumption of axial symmetry by relaxing it and implementing the

resulting 2D model in COMSOL Multiphysics, again using parameters from ref. [113].

We choose the simulation domain to be the largest possible 2D slice of a circular disk
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Figure 2-5: Simulations from ref. [113] performed using COMSOL Multiphysics (finite
element discretization) and finite volume discretization. Snapshots in (a) and (b) are
obtained from COMSOL Multiphysics and those in (c) and (d) are obtained from
finite volume discretization. Snapshots in (a) and (c) are taken at t = 2070 s and
those in (b) and (d) are taken at t = 4140 s. c is defined in Eq. 2.19.

such that the simulation finishes within a few hours on one CPU. This periodic sim-

ulation domain is replicated as many times as necessary to give the full circular disk.

With this constraint, we use a sector with a central angle of 2- x 360' ~ 1.410 and

a grid spacing of 1.43 x 10-7 m. Taking a slice imposes an extra non-physical length

scale on the simulation, related to the arc length of the simulated slice, and small

enough slices may prevent formation of phase interfaces with normal components in

the 9-direction and artificially encourage axial symmetry. Our simulated arc length

of 5.9 x 10-7 m is several times the interface width for this simulation, so we expect

this not to prevent breaking of axial symmetry at least near the particle surface. We

see in Figure 2-6 that the axial symmetry assumption is broken at early times before

complete phase separation occurs, but as the concentration front propagates inward

from the particle surface, the particle regains axial symmetry and profiles become

nearly identical to that predicted by the 1D model. In Appendix 2.9.2, we consider
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a more detailed comparison of the 2D concentration profiles with a simulation of the

same system in 1D. Movies are also provided in the supplement. Overall, at early

times, the ID and 2D cases show moderate differences, but at later times, the sim-

ulations become quite similar, so these simulations support the validity of the axial

symmetry assumption.
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Figure 2-6: 2D versions of simulations from ref. [113] performed using COMSOL
Multiphysics (finite element discretization). The horizontal and vertical axes in the
contour plots (a) and (b) are nondimensionlized by the particle radius R = 23.9 Pm.
The plots represent F1 at (a) t = 670 s and (b) t = 1550 s showing axial symmetry
initially broken and recovered at later times.

2.5 Results

Because the general intercalation framework is consistently connected to electrochem-

ical reactions, we are able to investigate typical experimental procedures such as

constant current and constant voltage (dis)charge. We present here a few example

predictions made by the model to highlight some of its key features, with focus on

those which deviate strongly from models based on Fickian diffusion. Given initial

conditions and a specified current (voltage) profile, the model predicts the concentra-

tion profiles 1 (r, t) and a2(r, t) as well as the output voltage (current) profile. Here,

we also define the local average filling fraction,

2 (2.19)

which we will relate to the stage number.
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In the following sections, we explore a number of model predictions. In Sec-

tion 2.5.1, we focus on (near-)equilibrium properties of the model and relate them to

the free energy model by examining the open circuit voltage of a single particle, the

equilibrium structures and concentrations, and the phase diagram predicted by the

thermodynamic model. In Section 2.5.2, we examine various predictions the model

makes about transient processes. First, in 2.5.2, we examine a constant voltage in-

tercalation process, which highlights the overall phase behavior the model predicts,

including propagating phase boundaries and diffusive profiles in the stable phases

between phase boundaries, as well as the formation of checkerboard patterns during

the filling process. In Section 2.5.2, we study the process of spinodal decomposition

of the particle from an initially homogeneous state to stable phases. This again high-

lights the checkerboard patterns that emerge because of the free energy structure of

this model which could not be captured by some other models which are commonly

applied to phase separating systems. In Section 2.5.2, we examine how the single

particle behaves under a constant current discharge with particular attention given

to the impact of the reaction rate model on the predicted system voltage. We look at

discharge voltage curves both with the reaction model presented in Eq. 2.16 and an

alternate version to highlight the importance of this component of the model in the

predictions it makes. We show that the model in Eq. 2.16 (used in ref. [113]) does

not give predictions qualitatively matching experimental graphite discharge curves,

whereas a simple alternative choice works better. We also give some discussion about

the significance of this observation in context of applying the model to battery elec-

trodes as in ref. [242]. In Section 2.5.2, we repeat the constant current discharge

but allow for bulk inter-layer exchange of lithium and note the differences. This ex-

change is not relevant for pristine graphite, but demonstrates qualitative differences

in predictions for systems in which exchange between lattices is possible, including

graphite with defects [271]. We conclude the results with Section 2.5.3, in which we

make some comparisons of this model with a model based on Fickian diffusion (solid

solution) with a voltage curve fit to the predicted open circuit voltage (OCV) of the

layered phase separating model. We choose to compare the model predictions of the
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solid solution and phase separating models when exposed to a current pulse within

a two-phase plateau, where the models give particularly different predictions of both

concentration profiles and predicted voltage.

2.5.1 Equilibrium Behavior

Open Circuit Voltage

First, we simulate a single particle with radius R = 10 pm under a constant current

discharge at a rate of C/10,000, (where n C corresponds to the rate to (dis)charge

the particle in 1/n hours). With a rate constant of ko = 0.1 A/m 2 , the characteristic

reaction time is given by

eCref R
TR ~ = 38 h, (2.20)

ko

and the characteristic time for species transport is

TD ' - = 80 s. (2.21)
Do

We note that another time scale could be formed for transport over the length of

a phase boundary, Ab, but that is a significantly shorter time scale. Thus, because

the imposed discharge process time scale (10,000 h) is significantly longer than any

inherent time scale in the system, we expect the system to be near equilibrium during

the entire process. Because the system remains near equilibrium, the system voltage

should be determined by a Nernstian relationship,

eff

Veq = Ee - A (2.22)
e

where peff is defined in Eq. 2.7 and corresponds to the blue paths in Figure 2-3 in

which intra-layer phase separation is allowed. This is what we see in Figure 2-7, which

also presents experimental data of a very slow graphite electrode discharge [1841. As

the simulation proceeds, lithium initially fills either layer 1 or layer 2. Each layer
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phase separates internally into high/low concentration regions, until the system is at

an overall filling fraction of 0.5 and in a stage 2 structure everywhere. This process

corresponds to moving along the lower common tangent plane in Figure 2-3 (a).

Then, lithium proceeds to fill regions into a full, stage 1 structure, which corresponds

to moving along the upper common tangent plane in Figure 2-3 (a). Thus, in this

simulation, the system follows along common tangent planes, similar to the blue paths

in Figure 2-3, which predicts the "staircase" behavior of the voltage curve. Of note,

the initial "overshoot" until a filling fraction near 0.1 is caused by the system entering

a metastable region before falling to the stable-equilibrium plateau. A movie of the

simulated concentration profiles is included in the supplement.

The disagreement between model and data in Figure 2-7 at low filling fraction is

related to the model assumption of only having two repeating, structurally similar

layers, whereas real graphite can form high stage number structures with different

energies [56]. Thus, because each layer is treated identically for physical reasons,

the first half and second half of the equilibrium discharge voltage curve should look

translationally similar, and we are unable to capture the details of the low-filling

voltage curve with a 2-layer model. As we have only implemented the model with

two layers here, we can only conjecture that adding more layers to the model may

enable us to capture the higher stage structures and also the shape of the low-filling

open circuit voltage curve.

Equilibrium Structures

As described in Section 2.3, we can calculate equilibrium phase concentrations by

making the homogeneous free energy density function convex using common tangent

planes. Calculation of the planes was carried out numerically and provides values

for the expected results of equilibrium structure calculations. In order to compare

to results using the full model, we perform simulations to examine the simple cases

of stage 1' - stage 2 equilibrium (Figure 2-8 (a)) and stage 1 - stage 2 equilibrium

(Figure 2-8 (b)). These equilibrium structures are calculated by initializing the system

with uniform high/low concentration in one layer and a step function for concentration
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Figure 2-7: Graphite simulated open circuit voltage of a single particle (vs. Li/Li+).
This voltage curve represents an electrochemical phase diagram and characterizes

equilibrium system behavior. The initial overshoot of the plateau at low filling fraction

is caused by the system entering the metastable region before phase separating to the

equilibrium structure. Experimental data are from [184].

in the other and simulating with no current until stage 2 - stage 1 (1') equilibrium

is achieved. The transients of the process involve (1) forming the correct interface

shape (with width Ab), (2) reaching the equilibrium concentrations in the phases,

and (3) shifting the interface left/right according to the lever rule to preserve the

total average concentration. Simulated final concentrations in each phase agree with

those calculated directly from the common tangent construction, and show qualitative

agreement with experimental images of lithiated graphite phase equilibrium [2271.

Phase Diagram

One major advantage of models constructed from simpler thermodynamic models like

the regular solution is that they make predictions about temperature dependence,

unlike solid solution models in which the chemical potential as a function of filling

fraction at a particular temperature is directly fit to an open circuit voltage at that

temperature. Using the free energy presented here, we can construct phase diagrams

following a similar procedure used to add the common tangent planes in Figure 2-3.

We first find common tangent planes (if any) of the free energy surface at a fixed
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Figure 2-8: Steady state graphite concentration profiles at zero current. In (a) the
concentrations at the edges closely match those of the calculated equilibrium concen-
trations from the common tangent plane construction for the'lower half of the free
energy function in Figure 2-3 (a). In (b) they match those calculated from the upper
common tangent plane.

temperature. These indicate the presence of inter-layer phase separation, as demon-

strated in Figure 2-3. Then, in regions outside of the planes, common tangent lines

are constructed along slices of the free energy at constant average filling fraction (e.g.

see the stage 2 region in Figure 2-3). The bounds of the stage 2 regions correspond

to either (a) entering regions of intra-layer phase separation (entering a region with a

common tangent plane), or (b) the largest/smallest filling fractions with a non-convex

free energy slice possessing a common tangent. Implementing this approach directly

as we have done here is relatively nalve, and involves solution of nonlinear systems

of equations to find the common tangent planes. When the binodal points are near

each other (near critical points), the system can converge to trivial solutions rather

than separated points. An alternate approach to improve the results near the critical

point and speed up the computation could involve first constructing a convex hull

using well-known and fast algorithms [14], then examining where the homogeneous

free energy density and its convex hull depart to find the phase boundaries.

Doing this process over a range of temperatures, we obtain the diagrams in Fig-

ure 2-9, in which we present the result both for the thermodynamic model parametrized

as in Section 2.4 and also for the same model neglecting the particle-vacancy mixing

enthalpy (captured by the Q, term), which leads to similar predictions as made by
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Figure 2-9: Phase diagram of graphite system with (a) thermodynamic parameters
from Section 2.4 and (b) the same but with Q, = 0. The regions above the wide
dashed lines in (a) represent stage 2-stage 2 equilibrium. The short dashed lines in
(a) are approximations where numerical convergence is difficult.

Safran [206]. Ferguson and Bazant [90], who originally introduced the term, did not

carefully fit this parameter, as its value had little influence on their results. Here

we can see that although the phase diagrams are similar at room temperature, this

term strongly influences the predicted equilibrium behavior as temperature increases.

Curiously, for the case in Figure 2-9 (a) near T = 500 K, the common tangent planes

intersect the free energy only at points off the F1 = F2 line, leaving regions of stage 2

both at intermediate filling fractions and also at low and high filling fractions between

the intra-layer phase separation and the fully homogeneous region.

Comparing these diagrams to that of the near-room temperature LiC6 system [56,

93, 134], we see again that the model cannot capture the details of the low aver-

age filling (high stage number) phases. Also, neither model captures the details of

the top line of the phase diagram including the high-temperature stable stage 2 re-

gion [94, 265, 134], although the case with Q, = 0 more closely approximates the

temperature values at which order disappears (top line of the diagram). Although

neither model accurately captures the phase diagram, the result highlights the value of

free energy based models as starting points to make predictive temperature-dependent

models to capture electrochemical behavior in non-isothermal systems [202]. Natural

modifications like inclusion of stresses or more careful representation of higher order

cluster terms in the free energy would enable a better representation of the phase di-

agram, and including more layers with longer-range interactions leads to a rich set of
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phase diagram predictions [169, 168]. For consistency with Ferguson and Bazant [90],

we will use the model as presented in Section 2.4, as the focus of this work is at room

temperature where the differences between the two variants in Figure 2-9 are not

significant. Importantly, this diagram is a reduction from the complete Z1, a2 space

for visual simplicity. For example, within the "stage 2" region, the system is actually

phase separated with a, $ '2, and the model predicts the values of these equilibrium

concentrations, but they are not shown here.

2.5.2 Predicted Dynamics

Constant Voltage Intercalation

Here we apply a constant voltage to a particle with radius R = 20 pm and set

ko = 0.1 A/m2. In this simulation, we choose -0.38 V with respect to lithium metal,

leading to a strong driving force for intercalation. This corresponds to the applied

voltage simulated in ref. [113]. Note that we are ignoring the competing reaction

for lithium plating which is also thermodynamically favored under these conditions.

To connect the concentration profiles to the microstructure and the associated visual

particle colors [115], we find it informative to depict the simulated concentration

profiles on a cross-sectional slice of the simulated cylindrical particle. For example,

we plot a snapshot of this simulation in Figure 2-10, demonstrating the basic features

of the model under these operating conditions.

The concentration profiles on the bottom correspond to the layers of green/yellow

between the black graphene planes in the particle slice above. In addition, the particle

surface (top) is colored as it would be seen experimentally, according to the internal

stage number [115]. This snapshot also demonstrates some key characteristics of the

model. First, we see the anticipated behavior of phase separation within layers caused

by the intra-layer regular solution model of Eq. 2.5. Second, in the intermediate region

(4 pm < r < 13 pm), the system forms a stage 2 structure with lithium organized in

alternating full/empty layers, caused by the repulsive energetic parameters in Eq. 2.6.

Interestingly, in this stage 2 region, the simulation naturally predicts the internal
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Figure 2-10: Simulated constant voltage discharge (filling) of a graphite particle and
example conversion between simulated concentration profiles (bottom) and associ-
ated microstructure (top). Between black graphene planes in the microstructure,
the yellow/green indicates high/low lithium content. The colors on the top of the
microstructure are assigned based on whether the graphite is in stage 1 (yellow,
Tc > 0.85), 2 (red, 0.3 < Z < 0.85), or 1' (green, Z < 0.3). Results are qualitatively
insensitive to the arbitrarily chosen color cutoff values.

"checkerboard" domains of stage 2 structures [136, 75]. The overall concentration

profile going from full near the particle edge to empty near the center is a result of

transport limitations as the lithium is inserted from the edge of the particle. The

gradual sloping of the concentration profiles within each stage region (including the

half-full stage 2) demonstrates the diffusive profiles within the solid solution regimes

of the particle between the phase interfaces. A movie of the simulated process is

included in the supplement.

Spinodal Decomposition

Spinodal decomposition is the process of transitioning from a high energy, linearly

unstable, homogeneous system to a phase separated system. It is characterized by a
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gradual process of domain coarsening in which initially small phase regions grow and

coalesce in order to minimize energetically expensive interfaces between phases [12].

By setting the rate constant to zero (ko = 0, which imposes zero current into each

layer) and beginning with a randomly perturbed filling fraction of 0.5 in each layer,

we can examine the spinodal decomposition process for this coupled, two-layer model.

At early times, both layers undergo internal spinodal decomposition, much as pre-

dicted by typical Cahn-Hilliard models 1121. However, because the layers are coupled

via the overall free energy relation in, Eq. 2.6 such that it is energetically unfavor-

able for both layers to be lithium-rich at the same position and time, the layers

coordinate to form a checkerboard pattern as shown in Figure 2-11. Then, domain

coarsening occurs during which the internal domains expand in size as the most cen-

tral domain shrinks and disappears to minimize the circumferential interface between

the domains. Throughout the process, interfaces move in concert to maintain near-

equilibrium concentrations within each domain while preserving the average filling

fraction within each layer. The final structure in Figure 2-11 (f) with a single inter-

face in each layer is stable because the layers are unable to exchange lithium, forcing

the average concentration within each layer to remain constant. Of note, the depicted

rings of stage 1 (green) and stage 1' (yellow) in Figure 2-11 (b) - (f) are related to

the large penalty for intermediate concentrations in both layers from the Q, term in

Eq. 2.6. Because of the strong penalty, the domains "shift" relative to each other on

the adjacent planes such that they either overlap slightly or are separated in space to

avoid both having an interface (and intermediate filling fractions) at the same location

(Figure 2-11 (b) - (f)). When Q, is set to zero in an otherwise identical simulation,

the rings do not appear.

Constant Current Intercalation

When (dis)charging a particle at a fixed current, we can observe multiple regimes. At

low enough currents (defined by comparing system time scales), the observed voltage

is set by the effective chemical potential of the solid, as discussed in Section 2.5.1.

However, at larger currents, other losses in the system such as internal gradients

48



0.0 0.5 1.0 1.5 2.0 2.5 0.0 0.5 1.0 1.5 2.0 2.5 0.0 0.5 1.0 1.5 2.0 2.5

(a) r [pm] (b) [pm] (c) 4[M]

0.0 0.5 1.0 1.5 2.0 2.5 0.0 0.5 1.0 1.5 2.0 2.5 0.0 0.5 1.0 1.5 2.0 2.5

(d) r4pm] (e) rpm] (f) r[pm]

Figure 2-11: Graphite spinodal decomposition at (a) t = 0.01 s, (b) t = 1 s, (c)
t = 15 s, (d) t = 100 s (e) t = 215 s, and (f) t = 1000 s (movie in supplement).
Yellow/green regions between black graphene planes indicate high/low Li content,
and the coloring on the top refers to the local stage as described in Figure 2-10.

and reaction losses contribute to the measured voltage. In particular, we find that

when the imposed time scale from the specified current density approaches that of the

reaction time scale, we enter a regime in which the behavior of the observed voltage

is dominated by the reaction losses. As an example, we present the results of a 1 C

discharge for a particle with radius R = 10 /am and ko = 10 A/m2 . The value of ko was

semi-arbitrarily chosen such that the reaction time scale was of similar magnitude to

the imposed time scale of 1 hr. The reaction time scale for this system is rR ~ 10' s.

In Figure 2-12, we consider two cases to compare the effect of the chosen model for

the reaction transition state. In Figure 2-12 (a), we set the value, -y1,i = 1, whereas in

Figure 2-12 (b), we retain the model originally proposed in Eq. 2.18. In the first, we

obtain a voltage curve similar to that in Figure 2-7 but shifted downward from reaction

resistance and showing features of transients from transport losses between the surface

and bulk of the particle. The mild increase in voltage over the second plateau is a

result of a growing annulus of stage 1 graphite, causing the surface concentration to

gradually approach a stable equilibrium value from a metastable value (see movies of

concentration profiles in supplement). However, in Figure 2-12 (b), we see the system

has a voltage curve that is nearly uncorrelated with the effective chemical potential

along the equilibrium path. As mentioned above, deviations from equilibrium voltage
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curves can come from both transport and reaction losses. Reaction losses arise from

slow reaction kinetics leading to large overpotentials, qj, which indicate the departure

of the interfacial voltage from the equilibrium value [19]. Thus, we examine the

reaction rate prefactor, called the exchange current density, which corresponds to a

reaction conductance. We find the voltage is directly related to an effective reaction

resistance, defined by taking two reaction resistances in parallel for the two layers.

Noting that each reaction resistance scales as 7yt,/a (from Eq. 2.16), we define the

quantity

Rrxn = a, + a (2.23)
Yt,i 'Y$,2

which differs functionally from the actual reaction resistance only because the reac-

tion driving force, ni, can be different for each layer. We compare this quantity with

the system voltage in Figure 2-12 (b) and observe that the two quantities are corre-

lated: large reaction resistance, Rr.x, corresponds to lower system voltage, indicating

that this quantity (not changes in peff at the surface) is the primary contribution to

departures of the observed voltage from the equilibrium value at the overall filling

fraction. Surprisingly, the voltage has a sharp increase near half-filling rather than a

decrease as in the equilibrium profile in Figure 2-7, something that could not be pre-

dicted by a simple diffusion-based model with imposed phase boundaries. Here, the

voltage increases near half filling because the current transitions from being split by

the two layers, both of which are enlarging internal domains, to being carried largely

by layer 2. The associated steeper internal concentration gradient near the surface

of layer 2 leads to values of c2 closer to 0.5 and smaller overall reaction resistance,

despite the fact that the current is carried by only half the surface area (see concen-

tration profiles in Figure 2-13). Throughout, the concentration at the surface is the

result of coupled transport and reaction processes, and in particular the steep voltage

drop off near complete filling is related to transport losses causing the surface filling

fraction to approach unity which also leads to diverging reaction resistance. The large

spikes in the voltage are related to surface concentration transitions from low to high
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values, leading to temporary low resistance at the intermediate filling fractions. It

is worth mentioning that some of these features would be smoothed and not visible

macroscopically in an ensemble of coupled particles as in a porous electrode.
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Figure 2-12: Constant current voltage profiles with (a) %, = 1 and (b) 7, =

1/(Z (1- ')) as in Eq. 2.18 plotted with both voltage (solid) and reaction resistance
(dashed).

Thus, we see that the choice of the reaction model can have significant impact on

the predicted macroscopic properties. These observations underscore the importance

of careful consideration of the reaction model when attempting to relate model pre-

dictions with experimental data, as this model makes strong connections between the

microstructure and the single-particle discharge voltage profile. The single-particle

discharge curve predicted in Figure 2-12 (b) bears little resemblance to experimen-

tal discharge curves of graphite electrodes [205], which suggests that, at least for

the secondary graphite particles used in electrodes [264], Eq. 2.18 may not correctly

describe the particle-electrolyte interface, and a reaction model more like that used

in Figure 2-12 (a) or Eq. 2.28 may be more appropriate, as we find in ref. [2421.

We also note that in a porous electrode with many particles, some of the details

of single-particle voltage curves can be masked by particle-particle interactions and

system-scale transport losses [80, 90].

Because the term in the free energy involving Q, was originally chosen for a very

different model and only more strongly penalizes states of intermediate filling in both

layers (which is already unfavorable even with Q, = 0), we chose this as a represen-

tative simulation to study the model without that term. In this case, the simulated

concentration profiles look qualitatively similar (see video in supplement), but the
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Figure 2-13: Example concentration profiles resulting from a constant current dis-
charge (filling of the particle) and corresponding to the simulation in Figure 2-12 (b).
Concentration profiles are plotted at t = 1630 s (a) and t = 2130 s (b), at filling
fractions near 0.45 and 0.6 respectively. See the supplement for the movies. In (a)
both layers are receiving current. The internal layer 2 domain is shifting left as the
superficial layer 1 domain expands toward the center of the particle. In (b), only
layer 2 is sustaining the current, as the internal domain is growing toward the sur-
face, causing a larger internal gradient to the surface, a more intermediate surface
concentration, and lower reaction resistance.

simulation neglecting the Q, term ran considerably faster, so it may be reasonable to

neglect this term in full spatially resolved models of graphite based on this two-layer

framework.

Inter-layer (Homogeneous) Reaction

As discussed above, various physical phenomena could enable exchange between the

two concentration fields. In the case of the graphite model, a spatially regular presence

of defects could allow internal exchange between layers of intercalated lithium [271]

to be modeled as a homogeneous reaction term. In order to properly formulate the

reaction term in the context of non-equilibrium thermodynamics, simple mass action

kinetics cannot apply, and the diffusional chemical potential must be the driving force

for the reaction. Following Bazant [19] (Eq. 7), we note that the rate of inter-layer

exchange from the first to second layer can be written as

kaL
R2= = - (a, - a2 ) (2.24)
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where - L is the activity coefficient for the inter-layer reaction transition state, and

we have made use of the fact that pa is identical for each layer to absorb reference

chemical potential factors into the inter-layer rate constant, koL. For asymmetric

lattices, the above should be modified to include the reference chemical potentials for

each layer, biasing the reaction relative to equal activity in both lattices. Again, we

are left a choice in the activity coefficient of the transition state. Here, we consider

a reaction in which a species hops from a site on lattice 1 to a corresponding site on

lattice 2. A natural choice for the transition state, then, is to assume that it excludes

a single site in both layers, such that it is given simply by

IL = ~ (2.25)
(1 - j1)(1 - a2)

Other choices could include terms weighting enthalpic contributions from initial and

final states (similar to the model proposed in Eq. 2.31); however, the above seems to

be a simple reasonable model of the reaction, such that

R2= kIL(1 - i ~)(1 - 2)(a 1 - a 2 )- (2.26)

Thus, we have a slightly modified version of the conservation equation in each layer,

such that instead of having zero homogeneous reaction term in Eq. 2.13, we have

expressions for the source term, R,. In Figure 2-14, we compare the concentration

profiles predicted during constant current intercalation with kIL/cref = 1 X 10-4 S1

for the same set of conditions as presented in Figure 2-13 in which kiL was set to zero.

This corresponds to a Damk6hler number of

Da = k ~LR2  10-2, (2.27)
Cref Do

indicating relatively slow inter-layer reactions compared to the bulk transport. Nev-

ertheless, even with this small exchange rate, we see qualitative differences in the

model predictions.

With the inter-layer reaction, because the layers can exchange species, the system
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is able to fill a single layer completely before the other layer fills, thus minimizing

the number of interfaces to follow a lower energy path during the filling. Physically.,

this occurs because as the lithium enters at the surface of either layer, it raises the

diffusional chemical potential (and activity) in that layer. However, as soon as layer

2 phase separates, it is able to support increasing amounts of lithium without a

significant change in its diffusional chemical potential by moving the phase boundary.

In layer 1, as the concentration increases, it can go beyond the binodal point into

the metastable region and reach a higher diffusional chemical potential than that in

layer 2 (see Figure 2-3 (c)), thus causing species from layer 1 to transfer to the lower

activity layer 2, which simply advances the position of the interface. Once layer 2 is

completely full, layer 1 fills independently, moving a phase boundary from the edge

of the particle toward the center, much like the profiles predicted in similar systems

with only one concentration variable [2771.
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Figure 2-14: Repeat of the simulation in Figure 2-13 with homogeneous inter-layer
reactions. Snapshots in (a) and (b) are taken at t = 1630 s and t = 2130 s as in the
previous simulations. Movies are provided in the supplement.

2.5.3 Comparison to Solid Solution Particles

Although graphite phase separates upon intercalation with lithium, it is commonly

modeled in battery electrodes using various simplifications to avoid the challenges

of properly capturing phase separation dynamics. For example, it is common to

approximate the transport of lithium in the material as a solid solution [273, 252, 228,

205, 23, 11], which has the advantage of being computationally very straightforward.
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By employing a concentration-dependent diffusivity, these models can even predict

steep concentration gradients similar to phase boundaries [11], but these gradients

relax to uniform concentrations under zero current, even within spinodal regions. It is

also possible to describe the intercalation as multiple processes involving solid-solution

diffusion and phase boundary motion which enables use of electroanalytical techniques

with simple expressions to determine values of transport coefficients [15, 6, 147],

particularly in the solid solution regimes [100], but doing so can lead to results in

which the chemical diffusivity remains positive even in spinodal regions [148, 146]

where uphill diffusion should occur. This can be interpreted as an "effective" transport

parameter.

Another approach involves explicitly solving for motion of a phase boundary via

a Stefan condition assuming phase equilibrium at the interface and solid-solution

diffusion elsewhere [99, 11, 121]. However, when solving numerically, the creation,

elimination, and tracking of arbitrary numbers of phase boundaries becomes cum-

bersome. Moving boundary models also neglect physical contributions of interfacial

energy and stresses (not modeled here but naturally a part of this framework [191),

both of which influence the location of phase interfaces [531. They also would not cap-

ture the uphill diffusion process involved in spinodal decomposition (Section 2.5.2),

metastable concentrations reached when minimal gradients are present (e.g. the over-

shoot in Figure 2-7), or the effects of surface (de)wetting properties [277]. Using

a free energy approach like that developed here, open circuit voltages are emergent

properties of the free energy, and phase interfaces develop naturally and do not need

to be created artificially and tracked numerically. Nevertheless, for near-equilibrium

systems without significant surface (de)wetting, the moving boundary and free energy

approaches can lead to similar results.

Levi et al. compared the solid solution and moving boundary approaches in ref. [149]

and found that for many cases, the two lead to similar fit transport parameters. This

similarity in predicted electrochemical outputs could help explain the success of solid

solution models of graphite when applied to porous battery electrodes and their abil-

ity to fit macroscopic electrochemical data [252, 205, 23, 11, 242]. In each case,
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transport parameters fit using the above models could be interpreted as describing

"effective" transport within the active material particles, perhaps a combination of

transport within primary particles and along grain boundaries of highly polycrys-

talline graphite secondary particle agglomerates 12641.

Although a comprehensive comparison of solid solution and phase separating mod-

els is beyond the scope of this work, we develop and present a simple example which

highlights the differences in the predictions of a simple solid solution model of graphite

and the phase separating model developed here - a current pulse-relaxation process

in which the average concentration remains within the miscibility gap. We will not

present the details of solid solution models, as that has been extensively studied else-

where 1177, 77, 981. Because the structures of the models are different, some care

must be taken to obtain comparisons with few enough differences to reasonably inter-

pret the outputs. First, we consider the reaction model. In both models, the driving

force is the thermodynamic driving force, y, which depends on the diffusional chem-

ical potential at the surface of the solid. In the solid solution models, this depends

only on the concentration at the surface, whereas the free-energy based models per-

mit dependence on additional factors such as gradients of concentration. To match

exchange current densities in the simplest way, we replace Eq. 2.16 with a form using

a constant exchange current density with arbitrarily set ko = 10 A/m2

2 = fjko[exp(-aeri/kBT) - exp((1 - a)eq1/kBT)] (2.28)
e

with fi = 0.5 for each layer in the phase separating model and unity in the solid

solution model. This could be interpreted as a particular functional form assumed

for -yi. The solid solution diffusional chemical potential is defined entirely by the

open circuit voltage, and we use a function which matches the blue dashed Vps curve

in Figure 2-16 (b) to match the stable-equilibrium open circuit voltage of the phase

separating model.

For the transport processes, we want to compare situations with similar diffusive

behavior, at least outside of the miscibility gap. For the solid solution model, we use
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a constant and uniform solid solution chemical diffusivity, D"em such that the solid

solution flux is given simply by F" = -Dem Vc. As presented in Appendix 2.9.3,

rather than matching the flux prefactors, Do and D'em, we approximately match the

concentration dependence (but not the magnitude) of the diffusive behavior in the

solid solution regimes of the particles (far from the interfaces in the phase separating

particle). To do this we retain the flux expression in Eq. 2.12 with Do = 1.25 x

10-12 m2/s and use D"em = 3 x 10-14 m2/s. The value of D"em is insignificant to

the interpretation of the results, as described below. We simulate both particles as

cylinders of radius 10 pm with a uniform mesh of 400 volumes.
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Figure 2-15: Comparison of simulated single particle concentration profiles in response
to a 300 s current pulse at 2 C followed by a zero-current relaxation. Concentration
profiles for the solid solution and phase separating models are presented in (a) and
(b) respectively at times t = 0 s, t = 100 s, t = 200 s, t = 300 s, and t = 600 s.

The arrows and increasing line darkness indicate increasing time. The voltage profiles
in (c) differ because of transport losses which only affect the voltage for the phase
separating model.

In Figure 2-15, we compare simulations of the solid solution and phase separating

particles exposed to a 2 C current pulse for 300 s beginning after a low-current filling
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to reach an overall filling fraction of 0.6. We immediately see differences between

the initial states, the lightest orange lines in Figure 2-15 (a) and (b). The solid so-

lution model begins this pulse from a uniform 0.6 filling fraction, whereas the phase

separating model begins with a stable phase interface and a high surface concentra-

tion. The concentration profiles for the solid solution and phase separating particles

(Figure 2-15 (a) and (b) respectively) are qualitatively different. The solid solution

model leads to gradually sloping concentration profiles, which relax toward a uniform

concentration again after the current pulse ends. The phase separating model fills by

propagating a phase interface in toward the center of the particle and retains a stable

interface after relaxation.

The simulated voltage profiles in Figure 2-15 (c) show that the phase separating

particle has transport losses during the current pulse because the surface diffusional

chemical potential can rise. In contrast, the solid solution particle voltage is fixed

only by the reaction losses because the equilibrium voltage is only a function of con-

centration and is within the voltage plateau over the range of filling fractions studied.

As a result, the predicted voltage profile for the solid solution model with this current

pulse is relatively insensitive to the solid solution diffusivity (as long as the surface

concentration remains within the miscibility gap). That is, for this current pulse,

any value of D"em larger than the simulated value would lead to more uniform con-

centration profiles and give an identical voltage profile. Of note, when using the

phase separating flux prefactor defined by Eq. 2.37, as we use in ref. [242], in an

otherwise similar simulation the voltage profiles are more similar because that form

leads to larger flux prefactors in the stable phases (and smaller gradients), but the

phase separating voltage profile still retains some decreasing slope. In multi-particle

porous electrode simulations with particle-particle interactions [51, 2301, both mod-

els could predict similar transport losses because of non-uniform particle filling and

other losses [177, 1041, but in the case of single particles, the models make qualita-

tively distinct predictions, both of the concentration profiles in the particles and their

associated voltage profiles.

Here, we should reemphasize that solid solution models of graphite have had
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good success capturing macroscopic porous electrode behavior. The present model is

designed to accurately capture the single crystal dynamics, which may not strongly

affect the macroscopic current and voltage measurements of full porous electrodes

with complex secondary electrode particles. Nevertheless, consistently coupling a

phase separating single-crystal model to a hierarchy of kinetic processes including

grain boundary diffusion should more consistently predict overall electrode lithium

distribution. This would lead to more accurate surface concentration predictions,

which are important to describe accurately when developing models to predict lithium

plating risk [1151 as well as a more consistent coupling to stresses [72, 2091, which we

have neglected here but are often studied using solid solution models [49, 47, 108, 2661.

2.6 Reduced Model for Graphite Battery Electrodes

By enforcing two-layer periodicity, our free-energy model is able to capture the ther-

modynamics of lithium intercalation at high filling fractions, but it cannot describe

the plethora of stable or metastable phases in graphite at low filling fractions (not

only for lithium), which exhibit longer-range periodicity across three or more layers.

The complex phase behavior is reflected in the irregular rise of the "voltage staircase"

at low filling fractions, which cannot be easily described by the two-variable model

(Figure 2-7). Moreover, even with these physical limitations, the model is much more

computationally expensive than phase-field intercalation models with a single con-

centration variable, such as that studied by Zeng and Bazant [277}. More realistic

models with three or more concentration variables to capture low-density phase be-

havior or including other effects such as elastic coherency strain [531 would be even

more costly. Similar concerns would apply to the modeling of other multilayer multi-

phase materials mentioned in the Introduction. There is a trade-off between explicitly

describing the microscopic phase behavior with multiple concentration variables (for

periodically repeating layers or interpenetrating lattices) and accurately fitting the

chemical potential or voltage with a computationally efficient model.

To illustrate the construction of such a reduced model, we develop a single-variable
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free-energy model for lithium intercalation in graphite, which fits the open circuit

voltage at low filling fractions as an effective solid solution, while still capturing the

two primary voltage plateaus at high filling fractions, albeit without allowing for

symmetry breaking (e.g. checkerboard patterns) or any prediction of temperature de-

pendence of the staging behavior. Because of the large energetic barrier to fill along

the fully homogeneous yellow paths in Figure 2-3, particles typically follow along

the lower energy blue path. To simplify the model, we began with a function which

follows the red free energy path to capture the energetics of the unstable phases as

a function of only an average concentration. We further made the assumption that

below a filling fraction of 1/3, the high stage numbers can be effectively treated as a

solid solution, which allowed us to modify the homogeneous free energy function (or

equivalently, the homogeneous diffusional chemical potential) to match the voltage in

this low-filling-fraction region. Doing so ignores any higher order staging and stage

transitions, but leads to a simple model which is better suited to scale up within

multi-particle simulations, e.g. for porous, phase separating battery simulation as we

explore in a companion work [2421. We also adjusted the high-filling behavior to have

a more gradual drop off, as observed in various experiments [252, 239, 581. Finally,

we adjusted the decreasing regions of diffusional chemical potential (increasing equi-

librium voltage) to reduce the metastability region which causes open circuit voltage

hysteresis [147, 80]. The diffusional chemical potential function we used which satis-

fies the criteria above is presented in Appendix 2.9.4 and in Figure 2-16 noting that

Vop,H = Ee - pop/e. The free energy permits construction of two common tangents

between filling fractions near 0.3 and 0.5 and another between filling fractions near

0.5 and 1 which leads to the two clear voltage plateaus. We emphasize that, although

this approach predicts phase separation based on an average filling fraction, it cannot

capture checkerboard microstructures or make predictions about temperature depen-

dence of the phase diagram (Section 2.5.1), which are possible with the two-variable

model above. Simulations using this free energy lead to predicted concentration pro-

files with stable average filling fractions near 0.5 and 1 in the high-filling states as in

the two-parameter model, but the low-filling state has an average filling fraction near
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Figure 2-16: Plot of the reduced, one-parameter model of graphite which captures

the experimental open circuit voltage data (from ref. [184]) over the full range of
filling fractions. The free energy in (a) is scaled to crefkBT and presents both the
homogeneous free energy per particle (gop,H) and that of a phase separating system
constructed with common tangents (gopps). The resultant voltage of the two functions
are presented in (b) along with the voltage resulting from the equilibrium blue paths
in Figure 2-3 (Vps).

0.3, which is clearly demonstrated in a constant current discharge like those presented

in Figure 2-17 (compare to Figures 2-13 and 2-14). The predicted average concentra-

tion profiles look similar to those with inter-layer reaction but miss the formation of

internal rings of stage 1 (c ~ 1) predicted by the original 2-parameter model.
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Figure 2-17: Repeat of the simulation in Figure 2-13 with the simplified single-
parameter model representing only the average local filling fraction rather than that

in each of two repeating layers. (a) and (b) are taken at t = 1630 s and t = 2130 s as

in the previous simulations.

We apply this model within a porous electrode simulation in ref. [242] and demon-

strate good agreement with both macroscopic voltage transients and visual indicators

of lithium distribution within a graphite electrode responding to current pulses. We
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also find that using Eq. 2.12 and the reaction model described in Eqs. 2.16 and 2.18

does not provide reasonable fits to the experimental data, but we are able to fit data

using the flux expression defined in Eqs. 2.10, 2.11, and 2.37. The reaction model

we use to fit the data is a Butler-Volmer expression dominated by film resistance.

The general framework developed here is inspired by simple thermodynamic argu-

ments developed for single crystals, whereas practical graphite electrode particles are

secondary agglomerates composed of many smaller crystals joined by grain bound-

aries [264]. This suggests that these modifications to the general model are capturing

effective properties of the secondary particles and provide a better starting point to

describe graphite electrodes.

2.7 Summary and Conclusions

We have developed and studied a model for the kinetics of intercalation for layered,

phase-separating compounds that tend to form staged structures. Using the particu-

lar example of lithium in graphite, the most common lithium-ion battery anode, we

specialized the model to describe the most visually distinct low-stage number struc-

tures of lithiated graphite as well as the staircase character of its equilibrium voltage.

Having applied the model to a single particle in ref. [1131, we explored the general-

ization of the model as well as some of the unique predictions it makes which differ

from other models commonly employed to describe lithiated graphite. We found the

specifics of the choice for reaction model to be critically important in affecting practi-

cal macroscopic simulation outputs such as predicted voltage under constant current

intercalation (discharge). In particular, the reaction model used for the single-crystal

simulations and experiment studied in ref. [113] does not lead to qualitative agree-

ment with typical graphite electrode discharge curves, which supports the idea that

for secondary graphite electrode particles as we study in ref. [242], the reaction model

described in Section 2.6 is more appropriate. Simulations directly comparing the

model to more commonly employed solid solution models highlight some of the key

differences between the models, including concentration profiles of particles under cur-
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rent pulses and the associated voltage profiles. In addition, we developed a simplified

model designed to accurately match observed graphite open circuit voltage profiles

while retaining the overall phase separating characteristics of the 2-layer model at a

substantially reduced computational cost. This facilitated the work in ref. [2421, in

which we show that the model can reproduce electrochemical data as well as visual

indications of concentration carried out in situ during current pulses. Natural ex-

tensions of the work include more carefully capturing the temperature dependence of

the phase diagram by refining the free energy model. We have also neglected here

the effects of elastic contributions to the energetics and dynamics of the materials,

and incorporating them is a natural next step to make the model more physically

descriptive of graphite [57, 196, 197, 32, 213, 1981 in a way that consistently couples

the stresses to the phase separating concentration profiles.

While much of the focus here was on lithiated graphite, the general form of the

model could be useful for other materials exhibiting staging or similar behavior,

such as some layered double hydroxides [194], or metal borocarbides [128]. MX-

enes [257, 1751 have also shown behavior analogous to staging, indicating the general

framework developed here may help capture their interactions with intercalants. Be-

cause many intercalants in graphite exhibit similar behavior [791, the model could

likely be adapted to describe other graphitic electrodes such as those intercalated

with aluminum [1561 or sodium [131]. It may also be extensible to other sodium-

based layered systems with non-trivial phase behavior [268]. Beyond the layered

framework developed here, the model's general structure of spatially overlapping lat-

tices may be useful for similar phenomena such as that of different occupational sites

available for Li in the electrode material anatase TiO 2 [274, 140, 217, 215, 651 or

different interstitial sites available for hydrogen in metals [711.

The choice to develop this model with a thermodynamically consistent connection

to electrochemical reaction kinetics makes it particularly suited to describe systems

with internal phase separation as well as staging and the associated implications

on battery and supercapacitor performance, but the generality of the model enables

adaptation to describe intercalation kinetics of other related behaviors. Because the
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model is based on physical understanding of system microstructure, it is well suited

to parameterization by ab initio calculations and can be used to infer microscopic

physical mechanisms for transport and intercalation from experimental data. This

allows it to provide meso-scale understanding of system behavior while retaining a

clear connection to both microscopic modeling and macroscopic experiments with the

generality to be specialized and applied to a wide range of systems.
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2.9 Appendix

2.9.1 Transport coefficient for diffusion on a lattice

The activity coefficients are related to excess chemical potentials, p4x = pi - kBT ln j,

so using Eq. 2.9,

ex

j = exp ~ '(2.29)7i exp kBT /
1 1__

= exp Qa(1 - 2i) - -V + Qbc + Qc(1- 2i)cj (1 - j)I. i- c kTT CrefI.

(2.30)

Then, we postulate a diffusion transition state activity coefficient in which the diffus-

ing species excludes two sites and maintains the bulk enthalpic contributions to its
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diffusional chemical potential [19],

di = 1~ exP Q [a(1 - 2Zj) - + Qbj + Qc(1 - 2aj)Fj(1 - j) ,
) kBT Cref

(2.31)

which, combined with Eq. 2.11 leads to Eq. 2.12.

2.9.2 Simulation details for examining axial symmetry assump-

tion

In the interest of keeping the 2D simulation time to a few hours, we perform the

simulation up to t = 1553 s instead of t = 6210 s as in ref. [113]. We impose no-flux

boundary conditions on the straight edges of the sector and lithium intercalates along

the arc of the sector. In Figure 2-18, we plot F1 at t = 669 s where axial symmetry

is broken, and at t = 1553 s where axial symmetry is not broken. We provide plots

of a, against r at 0 = 0 and 0 = 0.352 to examine how axial symmetry is broken

or not broken. In addition, we compare these i1 plots with those obtained from a 1D

simulation in COMSOL Multiphysics using the same grid spacing of 1.43 x 10-7 m

to examine how well the 1D model approximates the 2D model. This grid spacing is

larger than the approximate value of the interface width in these simulations (7.1 x

10-8 m), which is a compromise on accuracy to speed up the simulations and enable a

larger central angle for the 2D sector. We retain the same grid spacing in both cases

in Figure 2-18 to focus on the comparison rather than accurate model predictions.

Full movies are provided in the supplement.

In Figure 2-18, comparing plots (a), (c) and (e) for t = 669 s, we observe that

axial symmetry in the a, profile is broken; for instance, at the arc of the sector, 1

increases with increasing 0. On the other hand, comparing plots (b), (d) and (f) for

t = 1553 s, 21 does not vary as a function of 0 and axial symmetry is not broken. More

generally, even though we initialize j, and 2 to be 10-2 uniformly, we observe that

axial symmetry is broken immediately, turns "less broken" as t increases, first becomes

unbroken at t = 776 s (not shown in Figure 2-18, but can be seen in the full videos
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Figure 2-18: 2D and 1D simulations from ref. [1131 performed using COMSOL Mul-
tiphysics (finite element discretization). (a) and (b) are a repeat of Figure 2-6 for
easy comparison. Snapshots in (a), (c), (e) and (g) are taken at t = 669 s and those
in (b), (d), (f) and (h) are taken at t = 1553 s. Snapshots from the 2D simulation
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in the supplement), and then remains unbroken till t = 1553 s. Although we did not

perform 2D simulations up to t = 6210 s as was done in ref. [1131, we expect that

axial symmetry remains unbroken from t = 1553 s to t = 6210 s. Comparing plots

(c) and (e) with (g), the broken axial symmetry at t = 669 s causes some deviations

between the F1 profiles for 0 = 00, 0 = 0.352' and the true ID simulation. However,

comparing plots (d) and (f) with (h), these F1 profiles agree reasonably well with each

other when axial symmetry is not broken at t = 1553 s; this also holds true when axial

symmetry first becomes unbroken at t = 776 s. Crucially, the four internal domains

for c~ in the 2D simulation are also reproduced by the 1D simulation. Therefore, the

1D simulation approximates the 2D simulation reasonably well except at early times

where there are minor deviations that do not significantly affect the accuracy of the

1D simulation at later times.

2.9.3 Matching diffusive behavior in solid solution and phase

separating simulations

To approximately match the transport behavior of the two models, it is helpful to

rearrange the flux expression in Eqs. 2.10 and 2.11 in terms of a chemical diffusiv-

ity, which is valid in regions where the gradient term is negligible (far from phase

interfaces),

F ~ Do ci yi Vp i = -Dchem,iVCi (2.32)
kBT -y

where

Dchemi k Do (p (2.33)

DT 27kB
Do - 2 - 2cT 2Q - - ci). (2.34)

kB T ci (1 - ci)

Here, we are constrained on our choice for the ratio d/ > 0 by the second law of

thermodynamics [111], so we cannot choose it such that we have perfectly constant
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Dchem,i. We note that the choice originally proposed in Appendix 2.9.1 and simplified

in Eq. 2.12 gives us [1131

Do
Dchem,i =kB (kBT - 2Qa i(1 - i) - 2Qci (1 - i)aj(1 - j))7 (2-35)

~ Do far from phase interfaces. (2.36)

Another natural choice may be to assume constant prefactor in front of the Vpi, or

d= 1 (2.37)
7thi

leading to

D Do kBT
Dchem,i ~ D & [ - 2Qa - 2Qcj(1 - j) (2-38)

kBT [Zi- c)

which has been used in a similar model 11171 and has diverging chemical diffusivity

near full and empty states. We also find this model specified by Eq. 2.37 to match

porous electrode data in our companion paper in which the particle models are de-

scribing effective properties of secondary (polycrystalline) graphite particles [2421.

However, to retain the most similar behavior of chemical diffusivity between the

solid solution and phase separating models, we focus here on the model proposed in

Eq. 2.12.

2.9.4 Diffusional chemical potential for single-variable model

reduction

In the reduced thermodynamic model for lithium intercalation in graphite, the func-

tion describing the diffusional chemical potential as a function of a single total filling

fraction variable is given by

Po - 0.18 + pA(C) + IB(C) + 7c(C) + /D(C) + /E(C) V 2a (2.39)
kBiref Cref kBTref
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- 40 exp 0.0 1 5 )

+ (tanh
~- 0.22)
\\ 0.04 J

+ 0.75 tanh ( 0.2 )

- 1 SD(~, 0.35, 0.05)

0.05
B (C) =O';.85

c(C) = 10SU(~, 1, 0.045)

6D(.) 6-12(0.4 - cO.98 SD(, 0.49, 0.045)Su(~, 0.35, 0.05)

E (C) = (1. 36 (0.74 - -) + 1. 26) Su (, 0. 5, 0.02)

and step up and step down functions respectively defined by

SU(x, Xc, 6) =

SD (X, X,, 6) =

0.5 (tanh( xC

0.5 (- tanh(x XC

(2.45)

(2.46))
The homogeneous free energy can be computed from an integral of the homogeneous

contribution to the diffusional chemical potential.
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Chapter 3

Marcus-Hush-Chidsey electron

transfer kinetics in concentrated

solutions

The contents of this chapter will be submitted for publication [2261.

3.1 Abstract

In this work, we connect microscopic models of electron transfer kinetics to variation-

ally defined thermodynamic models. Focusing on the Marcus-Hush-Chidsey (MHC)

theory of electron transfer kinetics at electrodes, we derive the rate expressions in

context of non-equilibrium thermodynamics and apply them as an example to the

phase separating battery material LiFePO 4 (LFP). We demonstrate using this exam-

ple that MHC kinetics can explain recent chronoamperometry experimental results on

LFP under large driving forces whereas the commonly employed Butler-Volmer model

over-predicts the current. When modified with a film resistance, the Butler-Volmer

model can capture the slow time scales of the experiment but qualitatively disagrees

with the current transients, whereas the MHC model faithfully reproduces them. This

work establishes the use of MHC kinetics in a variationally defined thermodynamic

framework and demonstrates the importance of its application.

71



3.2 Introduction

Electron transfer reactions are often successfully described using the phenomenolog-

ical Butler-Volmer (BV) equation [151. However, microscopic Marcus-Hush (MH)

models of electron transfer [161, 162, 163, 123, 1241 have gained attention for a num-

ber of reasons. First, MH models are based on microscopic physics and thus have

a clear connection to quantities which are theoretically accessible to continuum and

atomistic calculations. Second, whereas the BV model predicts unbounded growth of

the electron transfer rate with increased driving force, MH models capture a dimin-

ishing growth of rate with increased driving force. In many practical situations, the

departure of the two models occurs at a large enough driving force that other system

characteristics such as mass transfer limitations mask the difference between the two

models.

Using a bound surface species to eliminate mass transfer limitations, Chidsey orig-

inally demonstrated this rate over-prediction by the BV model experimentally [48]

using a form of the MH model we will refer to as Marcus-Hush-Chidsey (MHC) ki-

netics [151, 48]. Substantial effort has since supported these findings [91, 92, 9] and

further compared the application of the two models with particular focus on experi-

mental methods to determine circumstances in which the two models can be meaning-

fully distinguished [88, 3, 45, 119, 139, 9, 154]. However, so far, the theory has been

applied to systems which can be reasonably approximated with dilute solution mod-

els for the concentration dependence of the chemical species involved in the electron

transfer reactions. This renders the theory difficult to apply to systems with highly

non-trivial thermodynamic behavior such as intercalation electrodes which undergo

phase separation processes upon intercalation, including many industrially relevant

lithium-ion battery electrode materials [260, 56, 201, 43].

In this work, we connect MHC kinetics to the non-equilibrium framework of elec-

trochemical reactions developed by Bazant [191 to provide an approach to using MHC

kinetics in practical battery systems. We then apply the theory to the high-rate ma-

terial LiFePO 4 (LFP). LFP is typically modeled using Butler-Volmer kinetics [228, 8],
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although recent experiments have led to some disagreement in the literature about

whether the BV model fails in practical battery operating regimes. Bai and Bazant

used chronoamperomery with a population dynamics model to demonstrate depar-

ture from BV kinetics and good agreement with MHC kinetics [9], but Heubner et al.

used current controlled impedance to suggest that departures from BV kinetics can be

attributed to other resistances in the system [1201. Here, by re-examining the time-

dependent current data collected by Bai and Bazant, we demonstrate that although

series resistances can lead to similar curvatures in the overall Tafel by changing the

effective time scale of the reaction rate with driving force, the MHC model is better

able to capture the current transients. Thus, this work supports the interpretation

of Bai and Bazant that LFP obeys MHC kinetics and helps connect to a framework

by which the theory can be applied consistently with thermodynamically complex

systems.

3.3 Theory

We consider a general electrochemical reaction of the form

s + ne - Sj,RRJ' (3.1)

where 0 and R represent oxidized and reduced species respectively with stoichiometric

coefficients, s and valence number z. The species are generally described in a system

by a free energy functional,

G = gdV+j sdS, (3.2)

with integrals over the system volume, V and surface area S. The free energy density,

g, may depend on concentration, gradients or higher spatial derivatives of concentra-

tion, stress state, etc., and 7ys is a surface free energy [105, 191. The individual species

can then be described locally in terms of their variationally defined chemical poten-

tial, pti, which we write relative to a reference state, 8, as a function of the potential

73



of mean force, #, and species activity, ai

JG
Ai - - kBT I nc&, (3-3)

6ciZ

where kB is the Boltzmann constant, T is the absolute temperature, e is the ele-

mentary charge, and Fi = ci/ci. The final expression defines the excess chemical

potential, px. The electrons can be described using the Fermi distribution (an ideal

solution of electrons interacting from different energy levels),

p= Ef = kBT In( 1 _ne + E - eqe = kBT n n e ie (3.4)

where Ef is the Fermi energy, ne is the fractional occupation of electrons at energy

level E, #e is the electrostatic potential in the electrode, and e = E - eoe. The reaction

rate is governed by the thermodynamic driving force,

e? = Aprxn = A2 -/1 = PR - (po + npe) (3.5)

where p, = po + nPe = E> si,op, + ne and A2 = PR = ES Sj,RPj,R. The rate of

reduction, , and oxidation, i0 , of an electron transfer reaction at an electrode can

be expressed in terms of an integral over the energy levels of electronic states [138, 87],

ired = nek0 o p(E)ne( )Wred(I, Pe) dE (3.6)

iox = nek3R p(E)(I - ne())Wox(E, Ae) dE (3..7)

with a rate prefactor ko, FO = Ih (cio/c )"'o and FR = Hi (cj,R/c')i'R', and

density of states p(E). The transition probabilities of the reactions can be expressed

as [19],

Wred kred exp (- (p - p)/kBT) (3-8)

Wox = kox exp(-(,ex - u*)/kBT) (3.9)
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where p' is the excess chemical potential at the electron transfer transition state,

AT = P" + ni, and p*,= p x = PR- kBTInaR. By writing the rates in this form, we

depart slightly from the framework developed by Bazant [19] by treating the electrons

differently from the chemical species: the reduction barrier is defined relative to the

total excess chemical potential of the chemical species and the enthalpic contributions

to the electron energy. This approach allows straightforward recovery of the standard

Marcus-Hush-Chidsey reaction expressions

We model the configuration at which electron transfer occurs following Marcus as

a parabolic expansion of the initial and final states, p* and p*, leading to [232, 163]

P ex= + A(I + )2(3.10)

= A* + (1 - . (3.11)

with reorganization energy A corresponding to the energy required to perturb along

the generalized reaction coordinate from the initial to the final state without allowing

electron transfer (See Figure 3-1). We have assumed symmetric (equal) force con-

A
ex

Reaction Coordinate

Figure 3-1: Reaction schematic demonstrating the parabolic expansion around local
minima for reaction at a single electronic energy level.

stants for the initial and final state, although asymmetric variants of the theory have
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also been developed and applied [114, 139, 233, 2341. Using Eq. 3.5, we can write

P* * -- p M - n(e - eoe) (3.12)

= er/ + nx (3.13)

wherex= pe - E and 77f = q + kJT In is the departure of the electrode potential

from the formal potential. Thus

Wred = kre exp ( +ejl+nx)) (3.14)
4AkBT

Wox = kox exp (A .erf-nx)2 (3.15)
4AkBT

The prefactors, kre and k0 x, are related to the matrix of overlap integrals for the wave

functions of the electrode and acceptor, TMA, and the donor and electrode, TDM,

kreij= B MA exp -T3.16)AkBTh 2 kk T
___ (- WRO

kox AkBTh 2 DM eXp - (3.17)

where h is Planck's constant,

The exponential terms with WR/O represent the probability of the system reaching

the state described by the parabolic minima of the Marcus theory, and they are

directly related to the total reaction exchange current density, io, which is the rate of

forward and reverse reaction at equilibrium. In concentrated solutions, the probability

of arriving at the Marcus transition state minima can depend on concentration beyond

the linear prefactors in Eqs. 3.6 and 3.7, and the remaining contributions are related

to the chemical component of the excess chemical potential of the states involved in
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the minima, i.e.

WR/I1/ - Zieq (3.18)

1 R/ 1exp O , (3.19)
ex kBT ) YR/O

where 'yi = ai/i. Although other factors including dependence on the electronic

energy levels may also appear, we neglect those here and describe the reactions in

terms of the activity coefficients of the minima. In particular, we consider the simplest

case with reaction symmetry in approaching the Marcus parabolas, such that wo =

WR = w. Thus,

x (A+eif-nx)
2

Ired =nek0  21 exp 4AkBT dx (3.20)
S AkBTh2 cO + exp kBT

((A-e27 -n)\
exp 4AkBT

i&X= 2 T _R p(X) + / dx. (3.21)
AkBThT -o 1+expkT

where ko is a rate prefactor with lumped constants. If the density of states can be

approximated as independent of the electron energy level relative to the Fermi level

and n = 1 as expected for elementary reactions [191, we can use various techniques

to quickly and easily approximate the improper integral [185, 167, 25, 278]. Finally,

although the derivation presented here recovers the well known MHC expression, we

note that other choices consistent with the theory of Bazant [19] could be made for

the assumed minimum, Ap, about which we perform the parabolic expansion. Other

assumptions lead to expressions which also uphold the De Donder relation of chemical

kinetics [212, 19] but are more cumbersome and do not have the same theoretical and

experimental foundation as the MHC formalism.
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3.4 Results

To connect to the experiments by Bai and Bazant [9], we simulate their experimental

system using porous electrode theory, pioneered by John Newman [179], originally

implemented by Doyle et al. [771, and recently modified to describe phase separating

materials coupled with concentrated electrolytes [89, 223]. Because the theory has

been developed extensively elsewhere, we discuss only the application here, carried

out using the MPET software [222]. We model the electrolyte with Stefan-Maxwell

concentrated solution theory using parameters for similar electrolytes [248, 231. The

cell has a Li foil anode and an LFP cathode with length approximately 4 Pm and

porosity and loading percent 0.45 and 0.8 respectively. We assume a unit porosity

separator with length 3 pm. We model the electrode particles as 1 Pm primary particle

with a phase separating 1 dimensional "Allen-Cahn Reaction" model developed in

previous work [8, 152]. We limit our study to the discharge (filling) of the LFP

electrode.

We compare the models by simulating the experimental voltage steps using both

MHC and BV kinetics (with matching exchange current densities). To convert the

simulated current transients (e.g. Figure 3-2 (a)) to a Tafel plot (Figure 3-2 (b)),

we follow the approach used by Bai and Bazant for their experimental data, using

a population dynamics model to relate the current decay time scale to the reaction

rate [9].

In order to describe the kinetics at the LFP electrode, the exchange current density

of the reaction model must accurately capture the theoretically predicted [8] and

experimentally observed [153] exchange current density, i0 . Following Bai et al. [8],

we choose

toc /aLi+aLi 1 - CUm (3.22)

where Li+ and Li represent Li ions in the electrolyte and Li in the solid, and CLi,max is

the maximum concentration of the lithium within LFP. This form describes an asym-

metrical exchange current density directly related to stability of phase interfaces [20].
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Because the exchange current density of the MHC model scales approximately with

the square root of concentrations [223], this implies a simple form for 7,

7 = /h+7 i - C .max (3.23)

The curvature in the Tafel plot of the MHC model is governed by the reorganization

energy, A. We use the value of the Born energy calculated by Bai and Bazant without

adjustment, A = 8.3kBTrm with Trm = 298 K, and adjust only the constant reaction

rate prefactor, ko = 2.3 x 10-3 A/m2 , which suggests slow reactions, in agreement

with other experiments [281]. We add a cell series resistance of 0.02 Q M 2 , which helps

capture the experimental rate of current decay, although the results are qualitatively

insensitive to this additional parameter. To approximate the improper integral in the

rate expression in the simulations, we use the simple expression developed by Zeng

et al. [278].

Because BV reaction kinetics are often simulated with a film resistance [78, 240]

which can lead to similar curvature of a Tafel plot at moderate reaction driving

forces [223], we also compare simulations using Butler-Volmer kinetics, with and

without a film resistance. Although we use a film resistance here, the results are

qualitatively similar if we impose a series resistance to the cell instead. For the BV and

BV-film models we use rate prefactors ko = 2.3 x 10-3 A/m2 and ko = 2.8 x 10-3 A/m2

respectively, and to get sufficient curvature in the resultant Tafel plot, we require a

very large Rflm = 7 Q m2 , although this could be effectively accounting for other

resistances (similar to a cell series resistance of 0.05 Q M 2 ).

All the models behave similarly at small voltage steps, but the difference be-

comes significant at larger driving forces, as shown in Figure 3-2 (a) (354 mV). The

Butler-Volmer model has extremely fast current decay and electrode filling because

of the large rate predicted by the unadjusted model. Thus, the resistance from the

electrolyte transport alone cannot fully explain the relatively slow observed particle

filling for the large current steps. When modified with a film resistance (or similarly

with series resistance), the overall time scale of the particle filling is similar to that
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Figure 3-2: Comparison of reaction models in chronoamperometry experiments and
simulations. Experimental data are from ref. 191. Transient simulated (solid lines)

and experimental (points) current responses as in (a) are fit to a population dynamics

model (dashed lines) and converted to the points on the Tafel plot in (b) following

refs. [10, 9j. The lines in (b) correspond to theory curves for the associated reaction

models, e.g. the red line Comes from Eqs. 3.20 and 3.21 at fixed concentrations. The

representative current response in (a) is at 7 cell = -354 mV driving force.

of the experiment. However, because the total cell resistance becomes dominated by

the large, constant resistance, the current is closer to constant for the duration of the

electrode filling, in clear disagreement with the experimental trend. When modeled

using MHC kinetics with the concentrated solution prefactor given in Eq. 3.23, the

simulated current profile is more similar to that observed experimentally over the

range of experimental voltage steps.

Curiously, despite the very different transient responses at large driving forces,

when analyzed using the population dynamics model, the MHC model and BV model
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modified with film resistance can give very similar Tafel plots, shown by the points in

Figure 3-2 (b). This highlights the difficulty in deconvolving long time scales related

to resistance from those related to fundamental reaction kinetics. However, the better

agreement of the MHC model to the experimental current transients supports that

series resistance alone cannot easily explain the Tafel data of Bai and Bazant.

3.5 Discussion

The results presented here support and facilitate the use of Marcus-Hush electron

transfer kinetics coupled with transport models based on non-equilibrium thermody-

namics in electrochemical systems [111, 105, 19]. Although we found it difficult to

explain the results of Bai and Bazant [91 using Butler-Volmer kinetics with a film

(series) resistance, a more thorough analysis could include other variants based on

simple BV kinetics. For example, some authors have used a mass transport coeffi-

cient [15] to describe a boundary layer of transport to the surface of active particles

in porous electrodes [246, 255, 2411, which also introduces a limiting current, qual-

itatively similar to the behavior of MHC kinetics. Furthermore, we have neglected

Frumkin corrections [97], which adjust the concentrations in the rate expressions from

those in the bulk solution based on the presence of double layers [135, 21, 231, 27, 155].

Such theories could also help explain the curving Tafel extracted from the data of

Bai and Bazant [9], although the minimal polarization of the relatively concentrated

electrolyte predicted in the simulations suggests that the contribution from the very

thin double layers may be negligible.

Temperature dependence also remains as a way to help distinguish the various

reaction mechanisms [9]. When describing models with other resistances, those resis-

tances directly connect to the curvature of Tafel plots and generally have temperature

dependence from some activated process or temperature-dependent transport coeffi-

cients. In MHC kinetics, the reorganization energy is independent of temperature,

enabling careful studies to help isolate causes of departure from Butler-Volmer kinet-

ics.
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3.6 Conclusions

In this work we have connected MHC kinetics to theories of non-equilibrium chemical

kinetics to facilitate use and application of MHC kinetics to systems with complicated

thermodynamics including phase separation behavior. Extensions of this theory for

asymmetric MHC kinetics [114, 139, 233, 234, 2761 would be straightforward. By

using a rate prefactor to match the theoretically predicted and experimentally ob-

served exchange current density, we have applied the theory to the electrode material

LiFePO 4 and demonstrated that, whereas BV kinetics with resistance cannot explain

an experimental data set for coin cells, MHC kinetics can. This encourages future

interpretation of electrochemical engineering applications in terms of MHC kinetics.

Doing so not only helps advance fundamental understanding of interfacial kinetic pro-

cesses which can substantially limit devices, but also directly connects to microscopic

theories, enabling predictive models to be used in interface engineering for device

design.
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Chapter 4

Multiphase Porous Electrode Theory

The contents of this chapter will be submitted for publication [224].

4.1 Abstract

Porous electrode theory, pioneered by John Newman and collaborators, provides a

useful macroscopic description of battery cycling behavior, rooted in microscopic

physical models rather than empirical circuit approximations. The theory relies on

a separation of length scales to describe transport in the electrode coupled to inter-

calation within small active material particles. Typically, the active materials are

described as solid solution particles with transport and surface reactions driven by

concentration fields, and the thermodynamics are incorporated through fitting of the

open circuit potential. This approach has fundamental limitations, however, and does

not apply to phase-separating materials, for which the voltage is an emergent property

of inhomogeneous concentration profiles, even in equilibrium. Here, we present a gen-

eral theoretical framework for "multiphase porous electrode theory" implemented in

an open-source software package called "MPET", based on electrochemical nonequilib-

rium thermodynamics. Cahn-Hilliard-type phase field models are used to describe the

solid active materials with suitably generalized models of interfacial reaction kinetics.

Classical concentrated solution theory is implemented for the electrolyte phase, and

Newman's porous electrode theory is recovered in the limit of solid-solution active
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materials with Butler-Volmer kinetics. More general, quantum-mechanical models

of Faradaic reactions are also included, such as Marcus-Hush-Chidsey kinetics for

electron transfer at metal electrodes, extended for concentrated solutions. The full

equations and numerical algorithms are described, and a variety of example calcula-

tions are presented to illustrate the novel features of the software compared to existing

battery models.

4.2 Introduction

Lithium-based batteries have growing importance in global society [211] as a result

of increased prevalence of portable electronic devices [237], and their enabling role in

the transition toward renewable energy sources [2611. For example, lithium batteries

can help mitigate intermittency of renewable energy sources such as solar power, and

lithium battery powered electric vehicles are facilitating movement away from liquid

fossil fuels for transportation. Each of these growing areas demands high performance

batteries, with requirements specific to the particular needs of the application driving

specialized battery design for sub-markets. Thus, it is critical that battery models

be based on the underlying physics, enabling them to greatly facilitate cell design to

take best advantage of the existing battery technologies.

Lithium-ion batteries are generally constructed using two porous electrodes and a

porous separator between them. The porous electrodes consist of various interpene-

trating phases including electrolyte, active material, binder, and conductive additive.

A schematic is shown in Figure 4-1. In a charged state, most of the lithium in the cell

is contained in the active material within the negative electrode. During discharge,

the lithium undergoes transport to the surface of the active material, electrochemical

reaction to move from the active material to the electrolyte, transport through the

electrolyte to the positive electrode, and reaction and transport to move into the ac-

tive material of the positive electrode [263, 177]. Physical models must capture each

of these behaviors accurately.

Complicating the situation further, the microstructure of the interpenetrating
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Figure 4-1: Schematic of a simulation of a battery with porous electrodes. The

electrode is divided into finite volumes, and in each volume, a number of particles of
active material interact with common electrolyte.

porous media within the electrodes can have a strong effect on the cell behavior [221]

as a result of inhomogeneities over a length scale smaller than the electrode but many

times the size of a primary active particle [104, 129, 182, 84, 116]. The active materials

themselves also often have highly non-trivial behavior including poor connectivity

with each other and the conductive matrix [230, 101, 187, 76] as well as complex

material properties leading to deformations and accompanying stresses 17, 49, 235,

47, 32, 73, 266, 213, 197, 53, 247, 42] and phase separation [260, 201, 190, 43, 4, 183,

56, 218] during the intercalation process. Coupling these behaviors in multi-particle

electrode environments leads to further complexities [49, 80, 59, 152, 280, 89, 60, 10,

150, 90, 189, 186].

Because capturing all the relevant physical processes from the atomistic length

scale to the cell pack level within a single simulation is computationally intractable,

various approaches have been developed to simulate aspects of battery behavior 1109,

170]. In particular, porous electrode theory, pioneered by John Newman and co-

workers over the past fifty years, has proven highly successful in describing the prac-

tical scale of individual cells [178, 179, 77, 98, 78, 63, 5, 229, 49, 66, 252, 279, 67, 68,

11, 23, 102, 141, 142]. This approach is based on volume averaging over a region of

85

Vow-,



the porous electrode large enough to treat it as overlapping, homogeneous, contin-

uous phases to describe the behavior of the electrons in the conductive matrix and

the ions in the electrolyte. The behavior of the active material is treated by defining

representative particles and placing them within the simulation domain as volumetric

source/sink terms for ions and electrons according to the actual volume fraction of

active material in the electrode. In this way, details on the length scale of transport

within small active material particles can be consistently coupled to volume averaged

transport over much larger length scales. Ref. [238] provides an excellent overview of

the fundamentals of the theory.

As a result of volume averaging, heterogeneities over intermediate length scales

are lost, causing inaccuracies in predictions. Efforts to capture these heterogeneities

in simulations have had success in characterizing the consequences of the volume av-

eraging procedure and providing more accurate alternatives, including refinements to

microstructural parameters such as tortuosity in the volume averaged approach [104,

103, 24, 84, 143]. Nevertheless, simulations including complete microstructure infor-

mation are much more computationally expensive than volume averaged approaches,

so the simpler approach retains value in situations requiring faster model calculation

or development.

Porous electrode theory has been developed and tested for decades for a variety

of battery materials, but strictly speaking, it can only describe solid-solution active

materials, whose thermodynamics are uniquely defined by fitting the open circuit

voltage versus state of charge, or average composition. Active materials with more

complex thermodynamics, resulting in multiple stable phases of different equilibrium

concentrations, cannot be described, except by certain empirical modifications. Phase

separating materials, such as lithium iron phosphate and graphite, can be accommo-

dated by introducing artificial phase boundaries, such as shrinking cores [229] or

shrinking annuli [121], respectively, but this approach masks the true thermodynamic

behavior.

Instead, the open circuit voltage of a battery is an emergent property of multi-

phase materials, which reflects phase separation in single particles [8, 53, 55, 61, 65]
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and porous electrodes [141, 142, 89, 60, 901. It can only be predicted by modeling the

free energy functional, rather than the voltage directly, and consistently defining elec-

trochemical activities, overpotentials, and reaction rates using variational nonequilib-

rium thermodynamics [19, 201. This is the approach of "multiphase porous electrode

theory" presented below. In principle, such models are required to predict multiphase

battery performance over a wide range of temperatures and currents [89, 90, 225, 20],

as well as degradation related to mechanical stresses [53, 551 and side reactions that

depend on the local surface concentration profile [242].

Regardless of the thermodynamic model, volume averaged simulations using porous

electrode theory are carried out in a number of ways. Newman's dualf oil code uses

a finite difference method via the BAND subroutine, and it is freely available [1761

and commonly used. It has been developed and tested for decades, but it requires

analytical derivative information about model equations to form the Jacobian, which

makes modifications to the code less straightforward. The free energy approach we

take here naturally describes both phase separating and solid solution materials using

the same mathematical framework in a more user-friendly implementation. Popular

commercial software packages such as COMSOL [11 have also been used to implement

versions of porous electrode theory [230, 23, 68, 41], usually using the finite element

method. This has the advantage of being quick to set up, but it can involve costly

software licenses. More importantly, the closed source means that detailed inspection

of the software is impossible for the purpose of verifying, modifying, and improving

the numerical methods for the particular problems investigated. A number of au-

thors have also written custom versions of porous electrode software [89, 59, 244J,

for example using a manually implemented finite volume method and some general

differential algebraic equation (DAE) solver for time advancement. This approach

provides significant flexibility, but it is not common to share the code to facilitate use

and inspection by a broader community, although Torchio et al. recently published

their MATLAB implementation using the finite volume method with a variable time

stepper [2441. We take a similar approach in this work. More comprehensive reviews

of commonly used simulation approaches can be found in refs. [31, 199].
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Here, we present the equations and algorithms for a finite-volume based simulation

software package, which implements multiphase porous electrode theory ("MPET").

The code is freely available [2221, and it is developed in a modular way to facilitate

modification and re-use. It is based only on open-source software and is written in

Python, a modern, high-level language commonly used in the scientific computing

community. Computationally expensive aspects of the code are all done using stan-

dard and freely available, open source numerical libraries. This takes advantage of

Python's ease of use for the model definitions while retaining the fast and vetted

computation of libraries written in lower level languages like C and Fortran.

The paper is organized as follows. In Section 4.3, we begin by presenting the full

mathematical framework of MPET, based on the original formulation of Ferguson and

Bazant [891, with several modifications. First, we incorporate the standard description

of transport in concentrated electrolytes based on Stefan-Maxwell coupled fluxes and

chemical diffusivities [177, 248]. Second, we capture the continued development by

our group of phase field models for the active solid materials [19, 219, 35, 8, 53, 55, 90,

225, 651, which have increasingly been validated by direct experimental observations

of phase separation dynamics [90, 152, 153, 20, 113, 242, 65]. Third, we provide

alternatives to the empirical Butler-Volmer model of Faradaic reaction kinetics [15,

177, 81, 1201, based on the quantum mechanical theory of electron transfer pioneered

by Marcus [161, 163, 162, 481 and extended here for concentrated solutions [226],

motivated by recent battery experiments [9]. Fourth, the porous electrode model is

modified to allow for different network connections between active particles, as well

as half-cells with Li-foil counter electrodes and full two-electrode cells. In Section 4.4,

the equations are made dimensionless, and numerical methods to solve them are

presented in Section 4.5, along with the overall software structure. In Section 4.6, a

variety of example simulations are presented to highlight the novel features of MPET

compared to previous models, and the paper concludes with an outlook for future

developments in Section 4.7.
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4.3 Model

As discussed above, the basic structure of the model involves volume averaging over

a region larger than the particles of active material. Because the details of dynamics

within the active material particles can strongly affect model predictions, they are

simulated at their small length scale and treated as a source term for equations defined

over the larger, electrode length scales. Thus, the model can be broken down into

a number of scales. For the overall cell, we specify either the cell current density

or voltage input profiles along with any series resistance. The unspecified current or

voltage is an output of the simulation. At the electrode scale, we solve electrolyte

transport equations, potential losses in the electron-conducting matrix, and potential

drop between particles. At the particle scale, we simulate how they react with the

electrolyte and the internal concentration dynamics. We will assume uniform (though

not necessarily constant) temperature in the model derivation. The software currently

only supports uniform and constant room temperature simulations, but we retain

temperature factors here for generality. We will use the convention in referring to

electrodes that the electrode which is negative/positive at open circuit and charged

conditions is referred to as the anode/cathode.

4.3.1 Electrode Scale Equations

Electrolyte Model

The general form of the electrolyte model equations arises from statements of con-

servation of species and conservation of charge within the electrolyte phase of a

quasi-neutral porous medium [179, 66}. We consider electrolytes of salts defined by

E viM", with species Mi having valence zi, and vi the number of ions Mi in solution

from dissolving one molecule of the neutral salt. For example, for CuCl 2 , v+ = 1,

M+ = Cu, z+ = 2, v_ = 2, M_ = Cl, and z_ = -1. With electrolyte species flux,
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Ffj defined per area of porous medium, conservation of species requires

O(ece i)' = -V -Fe,j + Rvi (4.1)
at

where cjj is the concentration of species i in the electrolyte, E is the electrolyte volume

fraction (porosity), and RVj describes a volume-averaged reaction rate which is the

result of interfacial electrochemical reactions with the active materials in which ions

are added to or removed from the electrolyte.

In general, electrolyte transport models for porous media, the macroscopic charge

density may be nonzero and varies in response to current imbalances. Diffuse elec-

trolyte charge screens internal charged surfaces of porous membrane materials [83,

82, 210, 272] or conducting porous electrodes [27, 171] and provides additional path-

ways for ion transport by electromigration ("surface conduction") and electro-osmotic

flows. In addition to Faradaic reactions, porous electrodes can also undergo capac-

itive charging by purely electrostatic forces, as in electric double layer capacitors

and capacitive deionization systems [27], or hybrid pseudo-capacitors [26]. In batter-

ies, however, such effects are usually neglected [178, 241, 177], since the focus is on

electrochemical, rather than electrostatic, energy storage, using highly concentrated

electrolytes.

In these electrolyte models, we will assume they satisfy quasi-neutrality, i.e. there

is no net charge in the electrolyte over the simulated length scales [741. Charge

conservation and quasi-neutrality together require

&(epe) ~ 0 = -V - it + zieRv,, (4.2)
at

where e is the elementary charge, the charge density pe = E ziece,j, and ie is the

current density in the electrolyte, related to a sum of ionic fluxes,

ie= zieFe,j. (4.3)

We will relate fluxes to both concentrations and electrostatic potentials in the elec-
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trolyte, so with constitutive flux relationships, Eqs. 4.1 and 4.2 fully specify the sys-

tem for both the set of concentrations and the electrostatic potential field. However,

it is convenient to use quasi-neutrality to eliminate one of the species conservation

equations using (with arbitrary n)

ZCf,n= - zic,, (4.4)

iAn

which allows us to neglect Eq. 4.1 for one species and post-calculate the missing

concentration profile. For example, for the case of a binary electrolyte of cations, +,

and anions, -, we define the neutral salt concentration, c V = = and instead

simulate one of

=(-c-V -Fe,i + Rv,j). (4.5)
at vi

and

0 = -V - it + (z+eRv,+ + zeRv,_). (4.6)

In the case of Li-ion batteries for which we will assume a binary electrolyte in which

only the Li+ ions react, Rv,- = 0, so it is particularly convenient to simulate the

anion species conservation equation.

The boundary conditions for a porous electrode simulation relate the fluxes of

the simulated species and current at the anode and cathode current collectors and

depend on the simulation. At the current collectors of porous electrodes, -n - Ff, = 0

and ' -it = 0. However, if a foil (e.g. Li metal electrode) is used for one electrode, the

boundary condition at that side is replaced by 'n-ij = ice1, where Ice1 is the macroscopic

current density of the cell, Eq. 4.60. The species flux boundary conditions depend on

which species is being eliminated in the set of species conservation equations, but for

the case of anion conservation in a Li-ion battery, 'n -Fe,_ = 0 at all current collectors

(neglecting side reactions).

The transport in the electrolyte can be simulated using either simple dilute Nernst-
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Planck equations or a concentrated solution model based on Stefan-Maxwell coupled

fluxes. In both cases, we will neglect convection and assume binary electrolytes. Both

formulations relate a species flux, Fe,i to gradients in electrochemical potentials, pe,j.

The electrochemical potential of a given ion generally has both chemical and electro-

static contributions, and these can be separated a number of ways. For example, it

can be separated using an "inner" or Galvani potential [253, 177],

pt,i = kBT In(a,j) + p + ziee = kBT In('e,i) p'0 (4.7)

where kB is the Boltzmann constant, T is the absolute temperature, af,, is the activity

of species ip9 is its reference chemical potential, and #j is the (Galvani) electrostatic

potential. The final expression serves as the definition of the excess chemical potential,

pij and F, is the concentration, ct, scaled to some suitable reference. The excess

chemical potential contains all of the entropic and enthalpic contributions to the free

energy of a concentrated solution beyond that of a dilute solution of a neutral species,

such as short-ranged forces, long-ranged electrostatics, and excluded volume effects

for finite sized ions [18, 1571.

An alternative approach common in battery modeling [77, 241, 2521 for separating

these contributions is to define the electrostatic potential in the electrolyte as that

measured with a suitable reference electrode at a position of interest in the electrolyte

with respect to another reference at a fixed position in the solution. This has the

advantage, unlike Eq. 4.7, of being defined entirely by measurable quantities, unlike

the activities of individual ions in solution. For example, in a lithium ion battery, this

is typically done with a Li/Li+ reference electrode. We will refer to this potential as

o, and we note that it is actually measuring (a combination of) full electrochemical

potentials of ions in solution. For the Li/Li+ example,

,or = pI',Li+ + constant = kBTln(aeL1 +) + e(a + + constant. (4.8)

Quasi-electrostatic potentials, 0', can also be used in electrolyte models [177], and
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they are defined by the excess chemical potential of a particular ion in solution, ri,

z e P = Ze ee + kBT ln(7y,) + 41es (4.9)

where '3,i = g is the activity coefficient of species i.
Ct, i

We also note here that the electric potential field is determined in electrolytes

either (1) by an assumption of quasi-neutrality, i.e. E zice,i = 0 everywhere, or (2)

by solving the Poisson equation, V - (EVoj) = -p, with permittivity e, which could

depend on concentration or electric field [18], or capture non-local ion-ion correlations

as a differential operator [22]. Throughout this work, we assume quasi-neutrality but

make a few comments about the alternative here. Use of the Poisson equation enables

physical boundary conditions on the electric potential such as specified surface charge

densities at interfaces, and the resulting electric potential is the potential of mean

force acting on a test charge in the solution. It captures double-layers of diffuse charge

with thickness characterized by the Debye length at interfaces, outside of which the

net charge approaches zero. The assumption of quasi-neutrality leads to a different

potential field which cannot capture the effects of electric double layers at interfaces.

Of note, the form of the chemical potential which can most easily accommodate

models with both the quasi-neutral and the Poisson equations is the Galvani potential.

Of course, this can lead to further confusion because the potential field obtained by

assuming quasi-neutrality need not satisfy the Poisson equation with zero charge

density and generally will not; rather, quasi-neutrality in this case is the result of the

"outer" solution to a singular perturbation in which the Debye length approaches zero.

Thus, we could further distinguish between Galvani potentials obtained via each of

those methods, but refrain from complicating the notation here, as the quasi-neutral

Galvani potential closely resembles the Poisson-satisfying Galvani potential in the

large majority of systems with dimensions much larger than the Debye length.

(Semi-)Dilute Electrolyte In the simpler model, we neglect couplings between

species fluxes, such that the flux of a given ionic species is a function only of gradients
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in its own electrochemical potential,

F =,i = -Mic,iVpe,i (4.10)

where Me,i is the species' mobility. Using the Galvani potential form in Eq. 4.7,

De V
Fe,i = -- '- - ceiv (ln(a,i)) + ziciVe, (4.11)

where we have used the Einstein relation between the diffusivity in free solution,

De,i and mobility, Dj,i = Me,ikBT, non-dimensionalized the potential by the thermal

voltage at some reference temperature, B'e1 , and defined a non-dimensional
kBTref'I

T = T/Trf. With Dechem,i = De,i (1 + aI 2 i and uniform temperature,

(Dechem,iVC1,i + T* (4.12)
TI

In a porous medium we use effective transport properties, which are adjusted by the

tortuosity of the electrolyte phase, r. In addition we define the flux per area of porous

medium rather than per area of electrolyte requiring a prefactor of the porosity of

the electrolyte phase, E.

(DD (4.13)
F = - ,chem,i,i + ziCEiVf.

The tortuosity is often described as a function of the porosity, the volume fraction of

the electrolyte phase, E, commonly by employing the Bruggeman relation r = 0a [34].

The value of a is often set to -0.5 but can be adjusted [2161 to account for experi-

mentally [243, 214, 262, 85, 841 or theoretically [254, 245, 106] observed departures

from the original derivation. Eq. 4.13 with Eqs. 4.3, 4.5 and 4.6 define the (semi-

)dilute electrolyte model. Although the electrolyte transport model developed in the

following section is more reasonable for battery models, we present and retain the

(semi-)dilute model here for a number of reasons. Retaining it facilitates compar-

isons between the models, and the dilute model is easier to extend for electrolytes
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with more components, even if doing so loses the information related to the extra

transport parameters associated with Stefan-Maxwell transport theories. In addi-

tion, as mentioned above, it is straightforward to connect the Galvani potential used

here to extensions using the Poisson equation to investigate behaviors at interfaces.

Stefan-Maxwell Concentrated Electrolyte The formulation above assumes that

gradients in the electrochemical potential of species i lead to fluxes only of species i.

However, the framework can be generalized by assuming that fluxes of a given species

are related to gradients in electrochemical potentials of each species in the system,

Fj,j = UijVue'j. (4.14)

where Uji are the direct (i j) and indirect (i j) transport coefficients [12]. This

formulation has been used to describe relatively concentrated electrolytes and is the

most commonly used model in battery simulation [177, 241]. Noting that not all

electrochemical potentials are independent (from the Gibbs-Duhem relationship), the

above can be reorganized to the more commonly written form in terms of species

velocities, vi Fe,i/ce,i, [177]

c>,3pr,= Kij (vj - vi) = kBT t J (Vj - vi) (4.15)
CT 9ij3 i z

with CT = E cj,j and Kij = Kj. For a binary electrolyte in a porous medium with

cations, anions, and solvent (denoted as species 0), assuming uniform temperature

and that the solvent concentration varies only negligibly with salt concentration, and

again neglecting convection,

Fe,+ = -- DeVcj + t (4.16)
T z~e

FE = -- DeVcf + - (4.17)
T z_e
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where, defining 7Is = with v = v+ + v-,

De = (I +&Bln), (4.18)
CzO a In cFj

- 9o+9o-(z+ - z-)

Z+-020+ - z 0 '

to = 1 - to = Z+ 90+ .(.0
+ z+90+ - Z 0(4.20)

The current density is given by

-l vkBT s+_+ + socn 1 + n~ V ln ce (4.21)
TT7 e nv+ z+l'+ nce,o &lnce

with

1 kBTref 1 ceot0o
- =2 + - (4.22)O-t crz+z-e2 +_ ct,+ 90 -

The values of si are specified by the choice for the reference electrode with reaction

sMz- + s+M+z + soMo T ne-. (4.23)

For lithium-ion batteries, the typical choice for the reference electrode defining 0' is

Li/Li+, so s+ = -1, and s_ = so = 0. Thus, Eqs. 4.17 and 4.21 with Eqs. 4.5 and 4.6

define the electrolyte model when using the Stefan-Maxwell concentrated solution

theory with a binary electrolyte.

Solid phase electronic model

The solid phase of a porous electrode is composed of several length scales and percolat-

ing phases. The active material stores the reduced species (e.g. lithium), conductive

additive improves electronic wiring, and binder is added to keep all the components

connected. Lithium transport occurs within individual particles, and electrons must

reach the surface of those particles via traveling over the length of the electrode.

These equations approximately capture the variation in electric potential in the ma-
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trix of conductive material, which may be assumed to be identical to that of (well

connected) active material. Otherwise, additional relations can be added to describe

losses between the conductive matrix and the active materials. Over the length scale

of the electrode, we describe conservation of charge as in the electrolyte,

0 = -V - is - zieRvi (4.24)

or

0 = -V - is - (z+eR,+ + z-eRv,_) (4.25)

for a binary electrolyte in which cations and/or anions may undergo electrochemical

reactions, and where is is the current density in the solid phase. The sign difference

compared to Eq. 4.6 comes from the observation that charge entering the liquid phase

must be leaving the solid phase. The current density in the solid phase is given by

assuming a bulk Ohm's law,

is - (1-s (4.26)
T

where o-, is the conductivity of the electronically conductive matrix, /. is its elec-

trostatic potential, and we have assumed that the volume fraction of the conductive

phase is given by the space not occupied by the electrolyte. The boundary condi-

tions for this come from observing no electronic current can flow into the separator,

i - is = 0, and the potential at the current collector is specified by the operating

voltage on the system in the macroscopic equations, #c or 0,, (c stands for cathode

while a stands for anode). The Bruggeman relation can again be used to estimate

the tortuosity in terms of the volume fraction of the conductive matrix.

To avoid the computational and practical difficulties of simulating full microstruc-

tures, we describe the behavior of particle interactions with a small number of rep-

resentative particles, both along the length of the electrode and also in parallel with

each other in terms of electrolyte access to capture the effects of particle size distribu-
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tions. The particles at the same electrode position (interacting in common with the

local electrolyte) could be in parallel or in series electronically where parallel wiring

would describe them each having direct access via a single resistance to a conductive

network and series wiring might describe a comb structure in which some particles

(perhaps the edge of a secondary particle) are connected to the conductive backbone,

but electrons must pass through poorly conducting particles to get to particles with-

out good contact to the conductive backbone, similar in concept to the hierarchical

model of Dargaville and Farrell [591. We demonstrate use of the parallel case with a

distribution of contact resistances in ref. [2421. In the second case of series wiring we

implement a simplified version of that developed by Stephenson et al. [2301 by impos-

ing a finite conductance between particles in series, indexed by k, within a simulation

volume, j,

Gjk(Oj,k - Oi,k+1) = Ij,k (4.27)

where Gj,k is the conductance and Ij,k is the current between particle k and k + 1.

From charge conservation,

Is'k - 'j,k+1 =Sk+1 Jj,k+1 dA, (4.28)

where jj,k+1 is the intercalation rate into particle k + 1.

4.3.2 Single Particle Equations

A single particle interacts with the electrolyte via an electrochemical reaction, leading

to intercalation of neutral species into the solid phase. However the electrochemistry

is modeled (see Section 4.3.2), the reaction serves as a source/removal of species

into/from the particle. We will describe several different solid models here. Generally,

we begin by postulating a free energy functional describing the important physics of
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the particle,

G = gdV+j s dA (4.29)

where G is the total system free energy, V1 is the particle volume, g is the free energy

density, As is the particle surface area, and -ys is the surface energy. Typically, we

will separate the free energy density into homogeneous, g and non-homogeneous, gnh,

contributions,

g = g + 9nh +-- (4-30)

where the remaining terms could describe the stress state of the system [53, 191 or

other energetic contributions [105. Following van der Waals [2031 and Cahn and

Hilliard [391, we use a simple gradient penalty term to describe the non-homogeneous

free energy,

1 1
nh 2 2 Vcj - iVcj (4.31)

s,ref

where K is a gradient penalty tensor (assumed to be isotropic here such that , = K1

and 1 is the second-order identity tensor) related to interfacial energy between phases,

ci is the concentration of species i within a single particle, and Cs,ref is a suitable

concentration scale for the insertion species in the active material. The diffusional

chemical potential can then be obtained form a variational derivative of the free

energy,

pi - -G - -- - V -_. (4.32)
6ci aci avci

Electrochemical Reactions

The electrochemical reaction can be described by a number of different models, such

as the empirical Butler-Volmer equation [15] or quantum-mechanical models based

on Marcus kinetics [163, 48, 278], which must be consistently generalized for con-
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centrated solutions in nonequilibrium thermodynamics [19, 2261. We describe here

electrochemical reactions of the form

Si_ = 'O~ ' + n& * SJ,RRzj R= S2, (4.33)

and we will describe the reactions as a function of the activation overpotential,

neq = AR - (po + ne) = APrxn = AGrxn, (4.34)

where AR = Ej sjRAj is the electrochemical potential of the reduced state, PO =

E si,opi is the electrochemical potential of the oxidized state, and Pe is the elec-

trochemical potential of the electrons, which we relate here to the electric potential

measured in the conductive matrix, 1e = -eOs. APrxn and AGrn indicate the total

free energy change of the reaction. In the case of Li+ insertion and the Stefan-Maxwell

concentrated electrolyte model using Li/Li+ as a reference electrode, Ao = eO. We

adopt the convention here that a positive electrochemical reaction current corresponds

to the net rate of reduction. The net reduction current, i, can be related to the in-

tercalation flux, ji, for a given species by the reaction stoichiometry. For example,

for lithium intercalation, ji = i/e. Extension to multiple reactions simply involves

describing each ji as a sum over the relevant reactions.

It is worth noting that the reaction models currently implemented and discussed

below follow the trend in battery modeling to neglect the impact of diffuse charge

within double layers on the reaction kinetics. Accounting for this involves using a

model of the double layer to adjust the surface concentrations from those outside the

double layer to those at the distance of closest approach to the electrode surface (the

Stern layer), which actually drive the reaction, as well as accounting for the local

electric field driving electron transfer. These changes constitute the Frumkin correc-

tion [97, 211 to the reaction rate model, and have been recently reviewed [28, 270].

Frumkin-corrected Butler-Volmer reaction models have been applied to various elec-

trochemical techniques including steady constant current [126, 135, 21, 28], volt-
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age steps [2311, current steps [2511, and linear sweep voltammetry [270], as well as

nano [1181 and porous [27, 261 electrodes, with clear indication of departure from

models neglecting double layers, especially at low salt concentrations with thick dou-

ble layers ("Gouy-Chapman limit" [21, 28]). To be used consistently with the models

developed here, Frumkin reaction kinetics would need to be extended to concentrated

electrolyte solutions, including models of individual ionic activities within the dou-

ble layers, although Frumkin effects are reduced for very thin double layers at high

salt concentration ("Helmholtz limit" [21, 281). On the other hand, Frumkin effects

that dominate in dilute solutions could be important for practical battery operation

at high rates, where severe electrolyte depletion can occur and limit the achievable

power density.

Butler-Volmer kinetics Butler-Volmer reaction kinetics are described by expo-

nential dependence on the activation overpotential, and the net reduction current

can be written as

..aegjef 1 a) eq,,f
Z = o (exp - T -exp ((1 (4.35)

where a is a symmetry coefficient and to is the exchange current density, the rate

of reaction in the forward and reverse directions when the reaction is in equilibrium.

Depending on the system considered, the exchange current density could be modeled

as constant [541 or a function of species concentrations or activities. Introduced in

ref. [78], the effective overpotential, qeff, accounts for any film resistance, Rfilm, by

7 eff = 77 + Rfilm. (4.36)

Bazant and co-workers proposed a form for io based on reacting species' activities and

a transition state activity coefficient, y [8, 53, 891, derived by assuming thermally

activated transitions in an excess chemical potential energy surface with an electric

101



field across the reaction coordinate contributing to the transition state [191,

kone(aoa')' (aa)ZO = (4.37)

where ko is a rate constant, ao = JJ af' , ae is the activity of the electrons (taken to

be unity here), and aR = Hg a3R". The transition state activity coefficient is a postu-

late about the structure and characteristics of the transition state. For example, for

lithium intercalation into LiFePO4 , Bai et al. originally proposed '}t = (1 - C/Cmax)

where cmax is the maximum concentration of lithium within the solid, to indicate the

transition state excludes one site. Of note, although the above expression is defined

in terms of the activities of individual ions within the electrolyte, these quantities are

difficult to directly measure. Because we have not implemented models to estimate

ion activities, the software currently assumes aLi+ = Fe for both electrolyte models.

It is also common to use an exchange current density form based solely on species

concentrations [177, 2411,

io = ko0 -"Z(1 - jaj)", (4.38)

where Fj = cj/ce,ref, Ci = Ci/Cs,ref, and i = cs,ref/ci,max, and the ref subscripts indicate

some suitable concentration scale. For the case of lithium insertion, we will choose

Cs,ref = Cimax, SO 50 = 1.

Marcus-Hush-Chidsey kinetics Marcus-Hush electron transfer kinetics describe

an electron transfer event in terms of a reaction coordinate corresponding to the col-

lective rearrangement of species involved in the transition state [161, 162, 123, 163,

124, 1381. The electron transfer event can occur when it is energetically equivalent to

occupy the donor or acceptor species, and the fluctuations which lead to this are re-

lated to dielectric rearrangement of molecules and charges around the donor-acceptor

pair. The Franck-Condon condition is satisfied because the electron transfer event

is much faster than the rearrangements of the nearby molecules contributing to the

energy of the reacting species. Following the overview of Fedorov and Kornyshev [87],
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the reductive and oxidative currents at an electrode can be calculated as an integral

over the energy levels of the electrons in the electron conducting phase (the electrode),

Zred = ekoco p(z)ne(z)Wred dz (4-39)

ZOX = ekOcR p(z)(1 - ne(z))Wox dz (4.40)

where k0 is some rate prefactor, co = ] c 0 and cR = c , z represents the

energy level of electrons in the electrode, p(z) is the density of states, and ne(z)

is the Fermi function. Wred/ox are the transition probabilities of the elementary re-

duction/oxidation electron transfer processes. Marcus theory considers the collec-

tive motion and reorganization of molecules near the electron transfer event, caus-

ing higher or lower energy contributions to the initial or final states of the reaction

event via the electrostatic interactions between nearby polarization and the electron

donor/acceptor. By treating this collective motion as approximately parabolic around

their lowest energy configurations, the following can be derived for the transition

probabilities,

( o ___ +_____
Wred kw exp -k eXp -A + k\4 kBTJ(4.41)

(kBT) AkkBT

WOX = kw exp - ) exp ( -4k ), (4.42)
(kBT AkBT

where k, is a prefactor with explicit dependence on various factors, including the

overlap integrals for the wave functions of the various reaction elements [138]. We

assume reaction symmetries by the equality of the reductive and oxidative prefactors

and treat it as a lumped constant here. WR/o are energies describing the probabilities

of the species arriving and orienting at the reaction site. A is the reorganization energy,

related to the force constants or the curvature of the reaction parabolas, which we

take to be the same for forward and reverse reactions, i.e. symmetric Marcus theory.

It is defined as the energy required to perturb the system to the stable configuration

of the product without allowing electron transfer. The driving force is the reaction
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change in excess free energy, AG'xr,

ey = AG". = er + kBT In( (4.43)
(CR

where we have assumed single-electron transfer, as supported by Marcus theory for

elementary reaction events [191. The tildes indicate non-dimensional concentrations

co = rJi 'cijO and FR = li ',', with each scaled to its reference concentration (cref

for ions in the electrolyte and cs,ref for intercalated species in the active material).

Thus, 71 is also the departure of the electrode potential from the formal potential.

Interestingly, for non-electrode reactions in solution, this predicts a maximum in

reaction rate at driving forces given by tA, and experimental validation of this so-

called "inverted" region of decreasing reaction rate at increasing driving force (i.e.

negative differential reaction resistance [201) paved the way for the Nobel Prize of

Marcus [1631.

Assuming WR/O are independent of the electron energy level (not necessarily

true [138, 871), neglecting variation in the density of states, modifying the driving

force to account for the energy levels of electrons along the Fermi distribution, and

lumping constants into km, we can arrive at the Marcus-Hush-Chidsey (MHC) elec-

tron transfer reaction model [481,

WO/R f0 (z - A T e?7f) 2 dz
Zred/ox =mCO/R exp~ kBT ) -O 4AkBT 1 + exp(z/kBT)

(4.44)

where z is related to the energy level of the electronic states in the metal, and

integration is over the Fermi distribution. Reduction/oxidation correspond to the

top/bottom signs.

Curiously, Marcus-style kinetics were not used to describe electron transfer reac-

tions in batteries until very recently [91, possibly in part because of the complexity of

the expressions involving improper integrals, making their computational evaluation

cumbersome. But recently, various approaches have been developed to facilitate the
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evaluation of the MHC expression, including an asymmetric variant with different

values of A for the initial and final states, referred to as "asymmetric Marcus Hush"

(AMH) kinetics [185, 25, 167, 278, 276]. We will focus exclusively on the symmetric

variant here. As a result, MHC kinetics are now as easy to simulate as Butler-Volmer

kinetics, so we include them in this simulation software to facilitate comparison in

porous electrode modeling and data fitting. For reviews of (asymmetric) MHC kinet-

ics and applications to experimental data, see refs. [119, 139].

We make one final assumption following ref. [2261 before arriving at the form we

will use. The WR/O functions are related to the probabilities of the system arriving

at the state described by the parabolic minima in the theory. As in the derivation

of the Butler-Volmer expression by Bazant [19], we postulate that this could capture

effects of concentrated solutions beyond simple probabilistic occupation related to

the concentration prefactors above. In other words, they are related to the excess

chemical potential of the state corresponding to the parabolic minima. Assuming a

symmetric approach to the reacting state from the forward and reverse directions,

WexR (4.45)

or

(WR/O\1
exp -- OCT. (4.46)

(_kBT 7M,g

Thus, we arrive at our expressions for MHC kinetics,

W =M(Fokred -CRkox) (4.47)

with

f~ ((z - A -F erf)2) dz
kred/ox = exp - AkT 1 2 e z (4.48)

_ 4AkBT )1 + exp(z/kBT
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and

kM= (4.49)
YM,$

Although the derivation of the Butler-Volmer equation [19] and the approach fol-

lowed above both lead to some prefactor related to the excess chemical potential

of the transition state, we suggest that the two terms are not capturing the same

physical phenomena and thus may differ in their functional forms. In this approach

to the microscopic Marcus theory, there is some separation between the energetic

contributions accounted for in the microscopic reorganization and the "approach"

contributions lumped into /M,$. The Butler-Volmer derivation does not make this

distinction, suggesting that the associated contributions in the two theories need not

necessarily be equal. Finally, following Zeng et al. [278], we replace Eq. 4.48 with

kred/ox + ~ erfc ( (4.50)

where tildes indicate scaling by the thermal energy or voltage, kBT or kBT/e, erfc(z) =

1 - erf(z) is the complementary error function, and reduction/oxidation corresponds

to the top/bottom sign.

Species Conservation

Conservation of the intercalant within the solid particles should be specialized to

describe the particular physics of the material being studied. Several options are de-

scribed below. We will simulate the individual particles by describing neutral species

transport within them and their mass exchange with the electrolyte via the electro-

chemical reactions. This assumes that electron mobility within the active materials

is much larger than that of the inserted species [241].

Homogeneous When transport within the solid particles is fast, it can be computa-

tionally beneficial to approximate the particles with an average concentration, E, [90].
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Then, given a reacting surface area, AP, and volume, V, the dynamics of intercalant

i can be described simply by the average intercalation rate from the electrochemical

reaction, J,,

- = Ar-. 
(4.51)

at VP y ''

Allen-Cahn Reaction For Allen-Cahn reaction particles, the reaction occurs as a

volumetric source term. This arises when particles are assumed to be either homo-

geneous or depth averaged in the direction normal to the reacting surface, as Bazant

and co-workers have employed in models of LiFePO 4 [8, 53, 1521. Then, neglecting

transport, the local rate of change of the concentration at particle location r is

-- i = -- 3-* ,i(r). (4.52)
at V

Cahn-Hilliard Reaction In this model, transport of the intercalant within the

particles is described by species conservation,

ac= -V -Fi. (4.53)
at

The flux can be modeled using linear irreversible thermodynamics [111], which pos-

tulates that fluxes arise from gradients in the diffusional chemical potential,

Fj = -- cjVpi, (4.54)
T

where we have again used the Einstein relation. The diffusional chemical potential

is scaled to the thermal energy at some reference temperature, kBTref, and can be

calculated from Eq. 4.32. Following Bazant [19], Di can be rewritten in terms of tracer

diffusivity in the dilute limit, DO,j, the activity coefficient of species i, -yj = ai/ci, and

the activity coefficient of the diffusion transition state, "4 ,

Di = Do,j---. (4.55)
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Assuming simple diffusion on a lattice in which the diffusion transition state has

similar enthalpic contributions as the diffusing species in lattice sites but in which

the transition state excludes two adjacent sites, c/4 = (1 ci/ci,max), giving

DOi 1 - , (4.56)Fi T c(I-ci,ma ~7(-6

although other effects could be accounted for in - d including stresses in the transition

state [7]. At the particle surface, the flux is given by the electrochemical reaction,

n - Fi = -j,,where 'n is a unit normal vector pointing from the active material

to the electrolyte. The natural boundary condition [38, 191 imposes a constraint on

the concentration at the surface as a function of the surface energy, 7s, n - =

- = .

Solid Solution If the free energy can be described as a function of only the concen-

tration (disregarding the effect of gradients and other contributions), then Eq. 4.54

can be rewritten as

Fi = - ci-Vc= -D (4.57)
T 1ci T'

where Dchem,i = Dicig'9. Here, it is sufficient to prescribe the flux at the surface, as

in the Cahn-Hilliard reaction model, n - Fi -- j,,.

4.3.3 Coupling Equations

The general approach we take to simulate the two coupled phases is to simulate,

within the same physical and simulated space as the electrolyte, a representative

sample of particles, which are duplicated to the appropriate filling fraction of solids

within the electrode. Instead of simulating discrete particles, an alternative approach

could involve directly simulating the distribution of particles at a given state using

a population balance model [137, 160, 200]. This may improve accuracy at fixed

computational cost, especially for simple particle models like the homogeneous ap-
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proximation. However, for the more complicated particle models which explore only

a tiny fraction of their state space, the current approach may be more efficient.

For example, to simulate an electrode with a very narrow particle size distribu-

tion, we simulate one particle at each electrode position. For wide distributions, we

use multiple particles sampled randomly from a given input distribution, and at each

location, multiple simulated particles interact with the same electrolyte. The rep-

resentative simulated particles at each electrode position are scaled to occupy the

specified volume fraction of active material per electrode volume. We allow the sim-

ulated particle size distribution to vary as a function of position, as this allows us to

sample a broader distribution within the full electrode, but loses accuracy in situa-

tions with significant transport losses in the bulk electrolyte or electron-conducting

phases. When setting up simulations, the primary consideration is to have a good rep-

resentation of the full particle size distribution within the macroscopic length scales

of interest, which may be the full electrode at low currents or small regions at high

currents with strong electrolyte depletion or electronic losses.

The two phases are coupled via the electrochemical reactions. The volumetric

reaction rate of species i, RVj, is related to the electrochemical reactions and the flux

of that species out of the solid particles. This can either be done by integrating the

reaction rate over particle surfaces or by applying the divergence theorem to relate

that to their average rate of filling. For particle p, at a given position in the electrode,

OTc - J i dA. (4.58)
at VP A

Thus, the volumetric source term can be cast as a sum over all the particles at a given

position,

Rv = -(1 - E)PL E (4.59)
VU at

P

where PL is the loading percent of active material in the solid phase, V, = E, V,

and p indicates properties of particle p, and the summation is over particles at the
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location where Rvj is evaluated.

4.3.4 Macroscopic Equations

The overall current density per electrode area, iceI, is defined as the integral of the

net charge consumed by the reactions in the electrodes per unit cross-sectional area,

icell = z.eRV'j d. L = zieRV dL (4.60)
J a JL

where La and L, are the lengths of the anode and cathode. We also find it useful

to define a current in terms of a C-rate, which is determined by the electrode with

the smaller capacity. The capacity of the cell per area, QA, is given for the case of

an electrode with a single intercalating species with maximum concentration Cmax,k

in electrode k by the capacity per area of the limiting electrode,

QA = min {eL(1 - ek)PL,kCmx,k}- (4-61)
kE {a,c}

With that, we can define a C-rate current,

Icell,C = ce hr (4-62)
QA

where Thr is a conversion factor to ensure units of hrV.

The overall utilization (state of charge) of electrode k for species i, Uk,i, is defined

in terms of the average filling fraction of all the particles in the electrode,

Uk,i = L iL ?iP,, dL. (4.63)

where k indicates either the anode or cathode and the summation is evaluated as a

function of position, given the selection of particles in the simulated electrode at that

position. From above, j = Cs,ref/Ci,max, and T,,j = p,i/cs,ref, so the product is the

average filling fraction of particle p.

The overall cell voltage, A 5 cel = 0c - 0#a is defined as the difference in the electric
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potential at the cathode and anode current collectors. There is an arbitrary datum for

the potential, and we set 0, = 0 in the simulations. We account for series resistance

by defining an applied voltage, A0appi, by

Aocei = AqUappi - iceliRser, (4.64)

where Rser is the area specific resistance of the cell.

4.4 Non-dimensional Equations

All times in the simulation are scaled to a reference time scale tref. We choose some

representative diffusive time scale within the cell, tref = L',ref/Dt,ref where Lf,ref is a

characteristic length within the cell (we will use the cathode length) and D.ref is a

suitably chosen scale for the electrolyte diffusion coefficient.

4.4.1 Electrode Scale Equations

Electrolyte Model

Defining a reference electrolyte concentration,

is the Avogadro constant),

Ce,ref (e.g. C,ref/NA = 1 M, where NA

&(ec~?ei) _1 / ~ ~~
-- V -VFe, + Rvi)at Vi

0 -Vit + ziRvi

Ie = ziFe,
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with V = LrefV and tildes indicating non-dimensionalization by the following scales

Fe,ref = Ce,refLeref
tref

RVref Cref
tref

itref = eF,ref.

(4.68)

(4.69)

(4.70)

The (semi-)dilute fluxes are non-dimensionalized by

Ft,i =- (f)Ichem,iVCji
Dj'i

+ ziei
T

with diffusive scale as that chosen to define tref above.

solution theory can be non-dimensionalized with

-+ - - toi
FeD, DVat + +

= +~ v~e ~ ~ t07i

to
+

Soce'\

n Zj,oJ (1

The binary concentrated

(4.72)

(4.73)

(4.74)
Olngf )

+Olne cI

with conductivity scale

e 2Ce,refDe,ref (4.75)
kBTref

Solid phase electronic model

The solid phase current density and conductivity are scaled to iref and ref respectively

such that

0 = - ti - (z+Iv,+ + z_ NV,) (4.76)
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and

~ (1 - ) ~~
is =- S s.(4.77)

T

4.4.2 Single Particle Equations

In the solid particles, we will use the same time scale as in the electrode scale equations

but different length and concentration scales,

Fs,ref = Ls.refCs,ref (4.78)
tref

where Ls,ref and cs,ref are relevant scales to the particle. We will use Ls,ref = L,, where

LP is a characteristic length scale of the active material particle and which may vary

by particle. For the case of lithium insertion electrodes with a single intercalating

species with maximum concentration given by Cmax, we choose the solid reference

concentration to be the maximum filling for lithium insertion cells, cs,ref = cmax.

Electrochemical Reactions

The various forms of the overpotential are all scaled to the thermal voltage, kBTref

and the rate prefactors and current density are both scaled to

ts,ref = eF,ref. (4.79)

The film resistance is scaled to Rfilm,ref = kBTref so
ets,ref

7 eff = 7+iFfilm (4.80)

and the Butler-Volmer expression is

i =o(exp( -'efIT) - exp((1 - a)ifer/T)) (4.81)
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while the MHC expression is

i= M(Cokred - cRkOX). (4.82)

Species Conservation

We scale the rate of intercalation of each species in particle p, Jp,,, to the active

material reference flux, N,ref, such that, for homogeneous particles,

&C-i (4.83)

where -i = Ei/cs,ref, and

pL = . (4.84)
V

For Allen-Cahn reaction particles,

- = SPLJP,i(() (4.85)
at

where i is non-dimensionalized by LP. For Cahn-Hilliard reaction particles,

C-= -i - Fi. (4.86)
at

The non-dimensional flux is given by

~D- ~
Fs*i =- EIVpi (4.87)

T

where the diffusivity is scaled to

.Li 2
Ds,ref sre

tref
(4.88)
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For the case of diffusion on a lattice with a simple excluded site model for the tran-

sition state, Eq. 4.56 becomes

(4.89)
T

The natural boundary condition is scaled using

Kref = kBTref Lsref Csref

Kref
"KSref =Ls,ref

~V 1 _s
ni - i = - --

at the particle surface, and the flux boundary condition is simply

n -Fj = -j,,.

For solid solution particles,

Fs,chem i
T

with the same flux boundary condition as the Cahn-Hilliard reaction particles.

4.4.3 Coupling Equations

Here, we retain the same scales as above, such that

t = Sp, L jp, dA
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and

Rv, = -0(1 - E)P -- a'T (4.96)

with = Cs,ref/Cf,ref.

4.4.4 Macroscopic Equations

Keeping the same scales as in the electrode model,

Zc= zJ zivi dL =- ziRvi dL (4.97)

and

Uk,i = k * S pcp,j dL. (4.98)

where k indicates either the anode or cathode, Lk = Lk/L,ref, and f, = V/IV. The

series resistance can be scaled by the electrode model scales, Rser,ref = kB ref , and
eiref

the potentials can all be scaled by the thermal voltage at the reference temperature,

kBTref/e, so

Aocell = Alappi - iceliRser. (4.99)

4.5 Model implementation

To solve the system of PDE's in the model, we take the general approach of dis-

cretizing each in space using some variant of the finite volume method to obtain a

system of differential algebraic equations (DAE's), and then stepping in time using a

variable-order adaptive time stepper. We discretize in space using finite volume meth-

ods both for their robustness to steep gradients and also their mass conservation to

within numerical accuracy [86, 173]. We use the IDAS time stepper of the SUNDIALS
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integration suite [122] to solve the resulting DAE's with a backward differentiation

formula approach. The model and simulation are defined within the DAE Tools soft-

ware package [180], which provides a modeling language environment within Python

similar to that of more specialized modeling languages like gProms [16] or Model-

ica [96]. This allows use of the full depth of the general purpose Python environment

while adding helpful concepts from modeling languages such as logical separation of

model definition from simulation setup and equation oriented model definition.

For example, to define a model, the user writes the spatially discretized equations

in a familiar form within a model class and defines simulation particulars such as

parameter values and initial conditions elsewhere. The DAE Tools software handles

the formation of all underlying system matrices and interactions with other numerical

libraries involved in the actual time advancement. As an extra convenience, it wraps

IDAS with the ADOL-C automatic differentiation library [110] to form the analytical-

accuracy Jacobian matrix, greatly facilitating the solution of non-linear systems of

equations involved in the implicit time stepping. This eases additions and modifica-

tions to the model, which can be made without user input of analytical derivatives or

reliance on numerical approximation of the Jacobian. This approach enables MPET

developers to work entirely within a Python environment while using the fast and

vetted lower level numerical libraries for computationally expensive or analytically

tedious aspects of the simulation.

4.5.1 Software Organization and Structure

To make MPET flexible enough to simulate arbitrary active material models in the

context of either porous electrodes or single particles to study their dynamics directly,

we chose to develop the software to logically and structurally isolate the material

models from the overall cell model using an object oriented framework, see Figure 4-2.

Objects containing local information about active material models exchange only the

required information with the cell model, reducing assumptions built into each section

of the software and leading to a more modular, extensible structure. Parameters are

specified within input files using a standard config-file syntax for ease of scripting
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multiple simulations. These input files are split according to information used by the

overall system (e.g. specified current profile and system dimensions) and those defining

properties of the simulated active materials (e.g. material thermodynamics, transport,

and reaction properties). This enables a user to reference standard material property

files while editing only a system input file related to cell design. These inputs are

then non-dimensionalized for the simulation, as described in Section 4.4, and passed

to the system model.

Process Input:
-Non-dimensionalize

inputs.cfg

Define Simulation:
-Create model instances
-Set initial conditions/guesses

Elec'rode-Scale Model:
- Electrolyte transport
-Current/Voltage profile
-Interactions with active materials
- etc.

AM Model, "a": AM Model, "c":
- ACR/CHR/etc. - ACR/CHR/etc.
- Thermo -Thermo
- Reaction rate - Reaction rate
- etc. -ec

Figure 4-2: Structure of software. Simulation definition and input handling is sepa-
rated from model equation definitions, and models are separated into electrode scale
models and active material (AM) models which exchange required information.

Depending on the simulation to be carried out (e.g. perfect electrolyte bath, half-

cell, full-cell, with or without particle size variability), the system model creates as

many instances of the appropriate active material model as necessary for the repre-

sentative active material particles and establishes communication between them to

only exchange key information. The active material particles get access only to local
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concentrations and potentials in the bulk phases near the particular active material

particle, and the bulk surrounding phases only need access to the total integrated

reaction rate of each particle. This isolation makes it relatively straightforward to ex-

tend MPET's capabilities by adding new material models or modifying existing ones

to add relevant physics such as stresses and strains [105, 49, 250, 53, 19, 213, 2471

or hierarchical structures [59]. For example, to add and simulate a new model, a

user must define the non-dimensional equations as a model class, specify the initial

conditions via the simulation class, and update the handling of parameters to read

and non-dimensionalize any new inputs. Material models can easily use distinct dis-

cretization and/or geometries such as the homogeneous or CHR particles. We have

also already included the two-repeating-layers model developed and applied to single

graphite particles [113, 2251. Other variations such as 2D particles of arbitrary geom-

etry discretized using the finite volume [621 or finite element method would also be

straightforward, especially with the DAE Tools interface to the deal.ii finite element

library [180, 131. The structure also makes it a straightforward addition to implement

multiple particle types to be simulated within each electrode region. Finally, it makes

it easier to modify specific parts of any given model with confidence that side-effects

will be minimized through the isolation of the logical parts.

In order to facilitate good reproducibility of scientific computations, MPET de-

faults to storing each simulation output within time-stamped directories, along with

both input files and a snapshot of the source code which ran that simulation. Users

can disable this feature to use their own system or take advantage of it by keep-

ing a log matching the time-stamped directories with notes about each simulation.

Simulation outputs are stored by default in a binary format which is readable using

common scientific computing software including Python (with SciPy), R, and MAT-

LAB. MPET includes a script to perform some basic plotting using this output and

also a script to convert the output to comma-separated value (CSV) text files, which

can be nearly universally interpreted.
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4.5.2 General Options

As discussed above, the software's structure makes it flexible enough for a range of

possible simulation options, and the key options are described here. Either the current

or voltage can be imposed as piecewise-constant functions with arbitrary numbers of

steps (simulated with fast but continuous steps, similar to the method proposed in

ref. [291). With minor changes to the code, completely arbitrary functions are pos-

sible. Currents are imposed relative to a 1 C (dis)charge based on the simulated

battery's limiting electrode, and optional cut-off voltages terminate the simulation

if the system voltage reaches their values. Because it is sometimes convenient to

continue an old simulation, this can be done by specifying the location of a stored

output. Discretization is specified in terms of the number of finite volumes in each

region of the electrode. If the anode is set to have zero volumes, the simulation uses

a flat lithium metal counter-electrode with specified Butler-Volmer reaction rate ki-

netics. If only a single cathode volume is simulated, it places any simulated particles

within a perfect electrolyte bath without any transport limitations for either single-

or multi-particle studies neglecting electrolyte and bulk electrode losses. Within each

discretized porous electrode volume, the chosen number of particles are simulated,

drawing from a specified log-normal size distribution. Conductivity losses in the bulk

electron-conducting phase or between individual particles within each volume of sim-

ulated electrodes are optionally neglected or simulated as described in Section 4.3.1.

Electrode lengths, electrolyte volume fractions, loading percents (volume fraction of

active material within the electron-conducting phase), and Bruggeman exponents de-

scribe the geometry characteristics of effective transport within the porous electrolyte.

The electrolyte can be specified either as a dilute model or using a full Stefan-Maxwell

concentrated solution theory model as described in Section 4.3.1. Arbitrary functions

can be specified for the electrolyte transport properties by defining them as Python

functions.

Active material particles are specified by the basic model for their transport pro-

cesses (e.g. Fickian diffusion, homogeneous, Cahn-Hilliard reaction), the thermody-
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namic function describing them (also specified as arbitrary Python functions), and

the remaining properties associated with the particular model. The specified trans-

port model determines the type of material model (defining the discretization method

and equations solved) used in the simulations. When applicable, the transport flux

prefactor can be specified as an arbitrary function. Electrochemical reactions are

defined as Butler-Volmer, Marcus-Hush-Chidsey, or (experimental) Marcus kinetics

as formulated by Bazant [19}, and a reaction film resistance can be added to any of

these. The Butler-Volmer exchange current density is taken as one of a few built-in

options, as outlined in Section 4.3.2, but can be specified as arbitrary functions within

the particle model source code. To facilitate stability of some models, we provide the

options to replace the most extreme regions of the log terms of ideal-solution parts of

thermodynamic models with linear extrapolations. Finally, to ensure that materials

phase separate when they naturally would based on minor fluctuations, we include

the option to add Langevin noise to the rate of change of concentration within each

solid finite volume [53].

4.5.3 Numerical Methods

For each of the methods detailed below, we will describe the discretization in non-

dimensional form using the scales presented in Section 4.4. We will also drop sub-

scripts indicating species and location (electrolyte or active material particle) for

clarity with discretization subscripts.

Electrolyte

The electrolyte equations are discretized using a typical 1D finite volume scheme

with cell centers [1731. They are non-dimensionalized using the same scales as in the

electrode scale equations, Section 4.4.1. For example, for species conservation in cell j
with width Ai and neglecting subscripts for electrolyte/species identifiers for clarity,

O'j F /j-1/2 - Fj+1/2 (4.100)
6t Ax
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where the j subscript represents an average quantity within the discretized volume,

and the Fj/11 2 represent components of the flux normal to the faces on the right/left of

cell j in the positive x direction, where x is along the length of the cell going between

the current collectors. The flux is approximated using a finite difference two-point

formula based on the adjacent cell centers. Where required (e.g. for electromigra-

tion terms), face values of field variables such as concentration are approximated

using harmonic means, which greatly enhances stability in regions of strong elec-

trolyte depletion. The harmonic mean also better represents variation in transport

prefactors [2041.

Active Material

The active material can be defined as spherical, cylindrical, or a rectangular grid

approximation of platelet-like particles common in LiFePO 4 [220]. Those on a rect-

angular grid are discretized like the electrolyte, and the ratio of reacting area to

volume is calculated as a function of the length and thickness, hP, of the particle

assuming reactions only occur on the top and bottom surfaces [152]. For spheres and

cylinders, the ratio of particle volume to reacting area is specified fully by the particle

radius. For cylinders, we use the particle thickness, hP, for clarity in this section. The

spherical and cylindrical particles are discretized using a variant of finite volumes

directly taken from Zeng et al. [275, 277]. They are non-dimensionalized using the

same scales as in the single particle scale equations, Section 4.4.2. For the cylindrical

particles, we follow the same method as that in Zeng and Bazant, but modify it for

the cylindrical geometry by changing the calculation of the volumes and areas of each

sub-shell. That is, for both geometries, the systems of equations can be represented

as

M 6-= b, (4.101)
at
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where c is a vector of concentrations

to the surface of the particle with N
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(4.102)

and V is a diagonal matrix defined by the volumes of the shells scaled to LP. Indexing

the volumes with j = 1. .. N, and with a uniformly spaced radial vector, T, with N

points going from the particle center to its surface, then for a sphere V has components

defined by

47r ~\24J
sphere T2 AT +

47r - 12 ,

2 ... N - 1,

j=N

and for a cylinder,

p4,

cylinder rh ~

2r7hPFyA~- ,

= 1

j=2 .. N - 1.

j=N

The right hand side, b, is defined in relation to the radial components of the fluxes

evaluated at the interfaces between the shells, Pj 1/2, and the areas of the interfaces

between the shells, 1j 1/2 . The fluxes and areas are scaled to F,,ref and L respectively.
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For each geometry,

b = Aj-1/2Fj-1/2 - Aj+1/2Fj+1/2. (4.105)

The shell areas differ for the two geometries, given scaled to LP,

1inder A sphere = 0 (4.106)_1-1/2 -1-1/2 = 0

47r (j + )2, 1 ... N - 1
phere =2 (4.107)
3+112-

27(rhp7 + E), j= 1.. .N - 1
A "finer _2 .418j+1/2

2Irh~j, = N

The flux is calculated using the two-point centered finite difference approximation

using the concentrations in the adjacent cells. Unlike in Zeng et al. [275, 277], we

use harmonic means for face value approximations of field variables as in the elec-

trolyte. This discretization scheme for the cylinders and spheres has the advantage

of increased accuracy of simulated surface concentrations [275] while retaining mass

conservation to within numerical precision. It is slightly less robust than a more

typical cell-centered finite volume scheme under certain situations, as the coupling

between the adjacent volumes via the mass matrix can cause minor oscillations during

the formation of very steep concentration gradients, but this typically only presents

problems when beginning with very high currents from nearly full or empty parti-

cles. These oscillations could be eliminated by using a flux limiter, commonly used

in higher order discretization schemes and especially for hyperbolic problems [1451.

This approach also has the advantage, much like typical finite volume schemes, of

naturally facilitating the application of flux boundary conditions, as applied to the

active material at the particle center (from symmetry) and surface (from reaction).

When applied to CHR particles, to evaluate the diffusional chemical potential at

grid points we must calculate the Laplacian of the concentration, and we follow Zeng
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and Bazant [2771. For interior points, j = 2 . .. N - 1,

12-sphere 2 a 2 Ej+1 - -j-i F-1 - 2C7 + j+1 (4.109)
ri T - ;F -a2 - A2F2F ~j r3 2A~

j2acyfinder - + +1 - - j-i -2C-|C+ 1

T F2 rj 2AT +

For the center of the particle at j = 1, isotropy gives

V2-sphere = 2 2F 2
Dr g AT2 (.11

2-cylinder - 2 j 2& 2
Dr 2 - , (4.112)

At the surface, we use a ghost point at j = N + 1 and impose the concentration

gradient within the Laplacian of the concentration,

1 .y~NCN+1 - CN-1 (4.113)
R aas 2A~

giving N+1 + C-1, such that

2~-sphere 2 1 a s 2&N-1 - 2 N + (4.114)
TN R OCs Aj;

t2 -cyfinder 1 1 D +S 2TN1 -
2CN . (4.115)

rN R DCs

4.5.4 DAE Consistent Initial Conditions

Because the discretized equations are coupled DAE's, we must begin the system from

consistent initial conditions [33, 199]. Although various approaches for initializing this

type of model have been developed [267, 30, 1651, we found it to be relatively robust

to begin from a known equilibrium state and quickly ramp the applied current or

voltage to the desired values. Although this contributes to the stiffness of the system,

the higher order, adaptive backward difference formula (BDF) time stepper we use

mitigates the cost of this, obviating the need to use more sophisticated methods.

125



To run simulations with specified current, we begin at a zero-current state, where

we can easily calculate the equilibrium potentials in each of the phases (because we

also begin with uniform concentration profiles). Similarly, for simulations with speci-

fied applied voltages, we begin from the calculated equilibrium applied voltage before

ramping to the desired voltage. In addition, to make the initialization more robust,

we offset the diffusional chemical potentials in the solid phases throughout the simu-

lation by their initial values, such that the initial equilibrium potentials everywhere

throughout the simulation are zero. We found this to substantially facilitate initial-

ization compared to leaving diffusional chemical potential at their physical values,

which can leave differences in potentials across the system on the order of a hundred

thermal volts (e.g. a 3 V material against a lithium metal or graphite anode is at

~ 100 thermal volts compared to kBT/e at room temperature). Because these po-

tentials appear within exponentials of rate expressions, offsetting them to begin the

simulation at zero substantially facilitates the numerical determination of consistent

initial conditions and has no impact on the simulation output upon post-applying the

reverse-offset. Finally, when performing a simulation continuation, we take the final

state of the previous output as initial guesses for the new initial state.

4.6 Examples

As a detailed examination of all the applications and model variations of the software

is beyond the scope of the present work, we instead focus here on a few examples

highlighting some of the key distinguishing capabilities of MPET.

4.6.1 Solid solutions and phase separation in porous electrodes

We begin with a comparison of solid solution and phase separating models within

porous electrode simulations, which highlights the ability of the software to compare

two different approaches to modeling the same material, variations of both of which

are commonly used [11, 1491. A complete comparison of the different models is

beyond the scope of this work, so we present only a simplified example here as a
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demonstration of the model behavior. To keep the system as simple as possible, we

choose to investigate a fictitious material in which lithium intercalates and has a

diffusional chemical potential described by a regular solution,

pRS = kBTln + Q1 - 2-) - 2 (4.116)
Cmax

where a= C/Cmax is a filling fraction, cmax is the maximum concentration of lithium in

the active material, and with ye arbitrarily set to -2 eV defined relative to Li/Li+.

The regular solution parameter, Q, is set to 3 kBTrf, where Trf = 298 K is the absolute

temperature at which the simulation is carried out. We examine an electrode with

particles with radius, R = 1 Mm, and we choose the interfacial gradient penalty, K =

1.16 x 107 J/m such that the phase interface width is several times the finite volume

grid size, 20 nm. The maximum filling fraction in the active material, cmax = 25 M

is chosen arbitrarily.

To describe the thermodynamics of the solid solution material, we impose a diffu-

sional chemical potential associated with the stable equilibrium diffusional chemical

potential defined by Eq. 4.116, a piece-wise continuous function defined as equal to

PRS outside the miscibility gap and pe within it, the red dashed curve in Figure 4-3.

Note, this could differ from a particular equilibrium filling/emptying path because

a particle described by Eq. 4.116 can enter metastable regions, leading to equilib-

rium hysteresis [147, 80, 90] which a solid solution model cannot capture without

direction-dependent thermodynamic models.

In order to minimize conflating factors from the reaction kinetics, we model both

phase separating and solid solution particles using the symmetric (a = 0.5) Butler-

Volmer model with a constant exchange current density, io = 1 A/m2, leading to

minimal reaction losses in either system. We will consider the case that intercalation

occurs at the surface and phase separation occurs within the bulk, indicating it can

be described by the Cahn-Hilliard reaction model [19, 277]. The transport of solid

solution material can be described using Fickian diffusion. For the solid solution,

we use constant Dchem = 1 x 10-16 m2/s, and for the phase separating case, we
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Figure 4-3: Diffusional chemical potential of a particle described by
as a function of average filling fraction, -c.

a regular solution

use Eq. 4.56, which approximately matches the concentration-independence of the

chemical diffusivity in the solid solution regimes [225]. We adjust Do until we get a

similar dependence of available battery capacity as a function of current (Fig. 4-5 (b)),

where capacity is defined as the electrode filling fraction when the voltage reaches a

1.5 V cutoff. We find Do = 8 x 1016 m2/s reflecting the larger value of transport

prefactor required to obtain similar fluxes in phase separating systems because of

the smaller gradients which can arise in their end member phases compared to solid

solution particles (Fig. 4-4).
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Figure 4-4: Concentration of particles nearest the separator in a 3 C discharge for

both solid solution and phase separating models. In (a) we show a snapshot of the

full concentration profile of the particle nearest the separator at 294 s, and in (b) we

show the surface concentration of that particle as a function of time.
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Figure 4-5: Discharge characteristics of solid solution and phase separating electrodes
using constant exchange current density. Representative polarization curve at 3 C in
(a) and dependence of capacity on current in (b).

We use a cell geometry with thin electrodes to minimize electrolyte limitations

and assume no electron limitations in the porous electrode or reaction resistance on

the lithium foil counter electrode. The porous separator and cathode are 15 Am and

20 Am with porosities of 0.8 and 0.2 respectively. The loading fraction in the cathode

is taken to be 0.7 with the Bruggeman exponent a = -0.5. We model the electrolyte

using concentrated solution theory as described in Section 4.3.1 using parameters as

determined by Valooen and Reimers [248] but replacing the conductivity with that

measured by Bernardi and Go [23].

Despite very different models for the transport in the solid phase, it is interesting

to note that some macroscopic characteristics of the modeled cell are quite similar.

For example a representative cell voltage polarization curve and the dependence of cell

capacity as a function of current show similar behavior (Figure 4-5), indicating that

macroscopic cell data alone would not differentiate between these models. We find

in a companion paper that this observation holds for similar models even in the case

of non-negligible reaction resistances which are dominated by film resistance [242].

Of note, in the companion paper, we used Eq. 4.54 with constant prefactor, i.e.

7i = constant, which we found here unable to produce a dependence of

capacity on current similar to the solid solution with constant chemical diffusivity.

Despite the similarity in Figure 4-5, we note that the models give very different pre-

dictions of the behavior at the particle level, shown in Figure 4-4 in which we show
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both a snapshot of a representative concentration profile for each of the simulations

and also a representative profile of the evolution of surface concentration in one of the

particles. Because the surface concentration also affects other model behavior, includ-

ing the reaction rate, we show in Figure 4-6 that when both particles are simulated

using the concentration-dependent exchange current density in Eq. 4.38, they diverge

much more significantly in their predictions. A consistent coupling to stresses and

strains would further differentiate the models, as the concentration profile throughout

the particle directly couples to the stress profile [105, 32, 53, 72].
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.. 0 0.1 0.2 0.3 0.4 0.5 0.6
Electrode Filling Fraction

Figure 4-6: Discharge polarization curves at 3 C using concentration-dependent ex-
change current density, Eq 4.38.

4.6.2 Concentrated and dilute solutions with phase separating

materials

Here, to focus on the electrolyte, we consider the same (phase separating) electrode

materials in dilute and concentrated electrolyte solutions. Dargaville and Farrell first

considered CHR and ACR phase field particles in porous electrodes using Stefan-

Maxwell electrolytes [60], and we briefly compare the dilute approach previously used

by Bazant and co-workers [89, 90, 1521 with the concentrated model here. We use the

same phase separating material as that studied Section 4.6.1 with constant exchange

current density but simulate it in a battery with a longer electrode of 200 /Lm. The

concentrated electrolyte model is identical to that used in Section 4.6.1, and the

dilute model is analogous to that model but replacing the fit function of the electrolyte
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conductivity with the linear dependence predicted by dilute solutions [177], neglecting

concentration dependence of the electrolyte transport coefficients, and using De,+ =

2.42x 10-10 m2/s and D,_ = 3.95x 1010 m2/s, which corresponds to the concentrated

solution model with a typical value of De = 3 x 10-10 m2/s and to+ = 0.38.

2.1 -X 2.0
2.0''- Stefan-Maxwell

Dilute
1.9

c1.8 -1.0

1.7 -
- Stefan-Maxwell

Dilute L.

0 0.1 0.2 0.3 0.4 0.5 0.6 0.7 0.8 V 0.% 50 100 150 200 250

(a) Electrode Filling Fraction Position in Battery [Am]

Figure 4-7: Comparison of phase separating porous electrodes using dilute and con-
centrated solution theory to model the electrolyte. Polarization curves (a) and final
electrolyte concentration profiles (b) are presented for a 1 C discharge. In (b) the
gray vertical dashed lines indicate the edge of the separator.

In this situation, the electrolyte transport is limiting, so we expect substantial

differences between the two models, which we see in Figure 4-7. Because the elec-

trolyte transport is much more limiting than the solid phase transport, the results

are qualitatively similar to those of Valooen and Reimers despite their use of a solid

solution active material model instead of the phase separating model here [2481. As

in Figure 4-7 (a), they found the concentrated model leads to a more gradual decrease

in voltage over the cell discharge but a larger overall capacity. This highlights the

importance of using the more consistent concentrated solution theory approach in

situations with substantial electrolyte polarization.

4.6.3 Full Cell LiFePO 4/C

To demonstrate the versatility of the software, we present here the result of a battery

simulation with two porous electrodes using two very different solid material models

for each one. In the cathode, we use an Allen-Cahn reaction model of LiFePO 4 (LFP)

which was developed by Bazant and co-workers [36, 8, 53, 90] and used to explain in
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situ measurements of mosaic phase transformations in porous electrodes 11521. In the

anode, we simulate graphite using a 2-layer Cahn-Hilliard reaction model [90, 225] as

used to capture the experimental intercalation of a single crystal of graphite [113].

Although we have found a variation of this model to better describe the behavior of

porous graphite electrodes [242], we use it here to highlight the ease of implementing

and using very different active material models within the same simulation using

MPET.

We use the same concentrated electrolyte model as in the previous two sections.

The lengths of the anode, separator, and cathode are 100 ptm, 20 pim, and 150 pm.

The porosities are 0.15, 0.4, and 0.2, and the loading percents of the anode and

cathode are 0.9 and 0.7. Because the solid phase models are described in detail in

the previous work, we only briefly introduce them here. The cathode particles are

ACR particles described by a regular solution with an effective stress term, designed

to approximately capture the tilting of the single-particle voltage plateau resulting

from stresses [53, 55, 90],

kLFP B Tn + Q(1 - 2- + B - KLFP 2B 1 - Cmax,LFP cmax,LFP

(4.117)

where Q = 4.51kBT, the stress coefficient B = 0.19 GPa, Cmax,LFP = 23 M, Z is the

average filling fraction in the particle, KLFP = 5 x 10-0 J/m, and fFP = -3.4 eV

with respect to Li/Li+. The anode particles are described by two-layer CHR transport

with a two-parameter regular solution model including inter-layer repulsion terms to

capture the staged structure found in intercalated graphite [79]. The flux within each

layer is given by Eq. 4.56, and the diffusional chemical potential of each is given by

pG,i = kBT nIn ~ Qa(1 - 2Z;) - G 2 __bj + Qc(1 - 2 i)aj(1 - j) +/1
1 i Cmax,G

(4.118)

where j y i and i E {1, 2} and ai represents the filling fraction of layer i. The
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parameters for graphite come from refs. [90, 113] and are Q,= 3.4kBT, Fb = 1.4kBT,

QC = 20kBT, Cmax,G = 28.2 M, 1 G = 4 x i0 J/m, and p = -0.12 eV with respect

to Li/Li+. In both materials, the reactions are governed by the symmetric (a = 0.5)

Butler-Volmer, Eq. 4.35, using Eq. 4.37 for the exchange current density. For LFP,

we set ko = 0.16 A/m 2 and use -y = 1/(1 - c) as proposed by Bai et al. [8]. For

graphite, we set ko = 10 A/m2 and use -yi = 1/(Z(1 - Z)) as we initially used in

Guo et al. [113] and reexamined recently to suggest alternate models for practical

battery simulation [225].
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Figure 4-8: Simulated Graphite-LiFePO 4 cell discharge polarization curves. The
bumps in the C/10 curve arise from discrete particle filling events in the cathode,
and the bumps in the C/2 and 1 C curves arise from the graphite reaction activity
coefficient model [225]. The electrode filling fraction refers to the limiting electrode,
the cathode.

We present overall cell polarization curves for a selection of currents in Figure 4-

8. The thick electrodes and low porosity make the cell experience strong electrolyte

polarization at the moderate simulated currents, causing most of the losses in the

cell. The cell capacity is limited by the cathode, evidenced by the graphite-caused

shift in the C/10 voltage profile occurring at a cathode filling fraction larger than

0.5. In addition, we see erratic profiles at all simulated rates. At the lowest rates,

this is primarily related to the mosaic transformation of the LFP particles along the

length of the electrolyte, with one representative particle typically receiving almost

all the current in the electrode, as seen experimentally [50, 152] and explained theo-
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Figure 4-9: Utilization (average filling fraction) of particles on both ends of each
electrode at C/2. The anode is depicted on top (a) and the cathode on bottom (b).

retically [80, 90]. This behavior can be seen in Figure 4-9 (b) in which the cathode

particles show sharp filling processes related only to their position in the electrode,

because they do not have size variation as used in Ferguson and Bazant [90]. In con-

trast, the anode particles behave more like the CHR particles studied in the sections

above, with more gradual filling processes governed more weakly by their position in

the electrode. At higher rates, the cathode still demonstrates a mosaic transforma-

tion, but the voltage curves smooth out because other losses dominate. The voltage

spikes result from the form of the reaction resistance causing short sections of low

resistance. This rate expression helped capture single particle experiments [113] but

is unable to capture experiments on a full porous electrode, where we also used a

simplified version of the graphite model [242].

4.6.4 Electrochemical reactions

Battery models are typically constructed assuming Butler-Volmer reaction kinet-

ics [31, 2411, although recent evidence suggests Marcus kinetics may better describe
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some electrochemical reactions [48, 9]. One possible reason for the use of the Butler-

Volmer form is that the models do not deviate until moderate to large reaction driving

forces, depending on the reaction [119]. A second is that the expression for calcu-

lating Marcus style kinetics at an electrode involves an improper integral [481, which

is cumbersome to evaluate, especially within porous electrode simulations in which

reaction rates are evaluated many times over the course of a simulation. Neverthe-

less, this Marcus-Hush-Chidsey (MHC) reaction model has been approximated with

a mathematically simple and accurate expression [2781, enabling its practical use in

porous electrode battery models, which we demonstrate here. The primary effect of

MHC kinetics is a downward curvature instead of the linear Tafel slope associated

with Butler-Volmer reaction kinetics.

In order to accurately capture electrochemical data, the Butler-Volmer expression

is commonly modified with a film resistance as in Eq. 4.36 to capture a series re-

sistance associated with any film at the surface. Curiously, this modified expression

could be interpreted as a way to introduce curvature to the Tafel plot in a way that

can look similar to MHC kinetics over a range of driving forces. For example, in

Figure 4-10, we compare Butler-Volmer with and without film resistance (BV and

BV-film respectively) with the MHC expression, all using the same exchange cur-

rent density and at fixed concentrations. In the figure, we use constant reaction rate

prefactors, io = im = 1 A/m2 and Rfilm = 0.001 Q m 2 , a value similar to that used

to match electrochemical data using porous electrode modeling [240, 229, 2]. The

MHC kinetics use the same exchange current density and a reorganization energy,

A = 18kBT, between that approximated for LiFePO 4 [9] and values used in other in-

terfacial reactions [48, 119]. The limiting behaviors for the film resistance and MHC

models differ substantially, as the film model approaches a linear resistor at high

driving forces, whereas the MHC current saturates at a constant value. However,

over a relatively broad range of driving forces, the two predict similar currents when

neglecting concentration effects, which suggests that some variant of the MHC model

may be able to capture some electrochemical data using a microscopically derived

model. We should note that the concentration dependence of the MHC model differs
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from that of the Butler-Volmer model with film resistance, so comparisons are not

completely straightforward. Nevertheless, use of the MHC expression has the advan-

tage that it also makes clear connections to surface properties [138] which could be

engineered, suggesting possible improvement paths for materials with slow kinetics.
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Figure 4-10: Comparison of reaction models.

To illustrate the application of MHC kinetics in a porous electrode, we simulate a

current-pulse discharge process of the idealized phase separating material studied in

Section 4.6.1 using both the Butler-Volmer and MHC models as well as the Butler-

Volmer model with a film resistance. As mentioned above, the concentration depen-

dence of the MHC model is non-trivial, as the departure from the formal potential, gf,

is offset from the activation overpotential. In addition, the prefactor, iM = km/'YM,t,

may also have concentration dependence related to concentrated solution effects cap-

tured in yM,$. In order to study the two with the least impact from the different

concentration dependence, we choose to modify iM here to match the exchange cur-

rent densities of the Butler-Volmer and MHC models. This could be interpreted as

choosing a particular model for 'yM,t, but we refrain from assigning physical meaning

to the choice used here and make the selection to enable the simplest comparison

between the two models.

First, we plot the exchange current density of the MHC model using constant iM in

Figure 4-11 (a) and note that it has a dependence on the reduced species (intercalated

lithium) that is approximately a square root. This applies to both aR and ao. Thus,
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in order to approximately specify an arbitrary exchange current density for the MHC

model, we can simply divide a chosen function by V/mRco and scale the magnitude

accordingly. To connect to our previous work, we choose to compare the (symmetric)

Butler-Volmer form based on species activities, Eq. 4.35 with Eq. 4.37. Thus, for the

MHC model, we choose

kmn(aoa')1 -"a'ZM =e (4.119)
-Yt VrZ"Co

with n = 1 and a = 0.5, which very nearly matches the concentration and activity de-

pendence of the exchange current densities of the two models, leaving the primary dif-

ference in the dependence on the activation overpotential, j. We use yt = 1/(1 - aR)

following previous work on LFP [8, 53] and supported by recent experiments [153].

This gives an exchange current density with broken symmetry around half filling, as

depicted in Figure 4-11 (b). We choose a reaction reorganization energy for the MHC

model A = 18kBT as in Figure 4-10.
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Figure 4-11: Exchange current densities as a function of concentration of the reduced
species (e.g. intercalated lithium). In (a) the MHC exchange current density using
constant prefactor, im, is normalized to its value at maximum solid filling, and the
red dashed line is a fitted square root function. In (b) the Butler-Volmer exchange
current density is scaled to the reaction rate prefactor, ko, and assumes negligible
contribution from concentration gradients.

In order to minimize the effect of solid phase transport losses, we modify the phase

separating particles from Section 4.6.1 to have Do = 1 x 10-14 m2 /s. We simulate a

half-cell using the concentrated Stefan-Maxwell electrolyte model and with a lithium
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foil counter-electrode with fast kinetics. Although fast lithium foil kinetics may be

a poor assumption because of the small relative surface area, under constant current

conditions, it would only add a current-dependent, constant additional voltage drop

to both simulated systems. The simulated cell has a separator of length 20 pm

with porosity 0.8 and a thin cathode of length 25 pm with porosity 0.2 to minimize

electrolyte transport losses and focus on the effect of the reaction kinetics. The

cathode loading percent, as above, is set to 0.7, and we simulate uniform particles

of radius 1 pm with ko = 1 A/m2 and km chosen such that the magnitudes of the

exchange current densities match. We adjust the value of the film resistance from

that used in Figure 4-10 to Rfilm = 0.02 Q m2 to achieve a closer match between the

MHC and Butler-Volmer model with the film while using the concentration-dependent

exchange current densities neglected in Figure 4-10. This value is higher than is

commonly used and closer to that used in the introduction of the film resistance to

battery modeling by Doyle et al. [78].

We expose the cell to the current profile and corresponding state of charge profile in

Figure 4-12 (b), and the output voltage profiles are shown in Figure 4-12 (a). Although

the cell experiences moderate electrolyte polarization at the highest currents, those

losses are similar for both models and do not explain the differences in the overall

output voltage. The initial current pulse at 2 C brings all the electrode particles to a

state of charge within the miscibility gap, so the equilibrium voltage is given by the

value of -p 6 /e = 2 V which we see the cell relax to after the pulse. We also can

see the overlap of the BV and MHC profiles in the initial region of this pulse, where

the surface concentrations are changing most substantially, confirming the match of

both the magnitude and concentration dependence of the two reaction models in this

lower-overpotential range when the two reaction models should overlap. However,

once the particles begin to phase separate at approximately 7.5 min, the surface

concentrations rise sharply, and the exchange current density decreases (Figure 4-

11 (b)). This causes increased reaction resistance in both models and an associated

increase in required driving force, but the MHC model requires a larger increase in

driving force, causing the initial departure of the models near 7.5 min. When the
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higher current pulses begin, we see further departure of the two reaction models with

the MHC model showing substantially higher reaction losses in Figure 4-12 (a) than

the Butler-Volmer model. The Butler-Volmer model with the film resistance leads to

behavior between the two, predicting more resistance than the other models at low

rates and intermediate resistance at higher rates, indicating that the model results

depart enough to clearly distinguish in these conditions. Still, the effect of the film

resistance and MHC kinetics are qualitatively similar, suggesting that some of the

system behavior which has been attributed to reaction film resistance may instead be

caused by fundamental departures from Butler-Volmer reaction kinetics.
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Figure 4-12: Comparison of reaction models within a porous electrode model. In (a)
the system voltage response is plotted, while in (b) the specified input current and
associated state of charge profiles are shown.

In the limit of er, < A, the Butler-Volmer and MHC models predict identical

results. The value of A we used here is between a value calculated for LFP [9] and

values commonly found in calculations or fits to data for other systems [48, 119].
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Using this intermediate value and an MHC prefactor adjusted to give a more similar

concentration dependence to Butler-Volmer expressions, we can see that the two

models give noticeably different predictions on the simulated macroscopic system

output. This further highlights the importance of continuing the study of the two

models in practical battery models, and the MPET software can help facilitate this.

4.7 Summary and Conclusions

Volume averaged porous electrode simulations provide insightful and industrially rel-

evant ways to characterize battery behavior. Despite shortcomings associated with

information loss from the volume averaging process, the simplicity of the approach

and associated speed of model development, implementation, and simulation run

time motivate its continued use. In this work, we have presented an open-source soft-

ware package called MPET (Multiphase Porous Electrode Theory), which builds on

foundations laid by John Newman and many others by describing the active materi-

als with variational nonequilibrium thermodynamics 119, 20] applied to porous elec-

trodes [89, 90J. Despite the prevalence of this modeling approach, few open source

options are available for simulating the model, particularly ones that are easy to

modify with new thermodynamic models based on the powerful phase field formal-

ism [44], adapted for electrochemical systems [19]. With MPET, we aimed to address

this gap by providing a software platform implementing nonequilibrium thermody-

namics of porous electrodes with an open source code, written with a modular design

to encourage use, modifications, and improvements.

Through a variety of examples, we have demonstrated some of key features of

the MPET software. First, we compared solid solution and phase field approaches to

modeling active materials and demonstrated that the models can give similar macro-

scopic outputs under some situations, but deviate at the particle scale. This leads to

different predictions when the surface concentrations strongly affect reaction behav-

ior. Second, we reexamined the comparison of Stefan-Maxwell concentrated solution

theory and dilute solution models of electrolyte transport in the context of electrodes
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made of simple phase separating particles. Under strong electrolyte limitation, the

difference in the model predictions is similar to that found in electrodes with solid so-

lution particles. Third, to highlight the ability of the software to describe unique and

distinct solid models, we implemented a full cell simulation using models of graphite

and iron phosphate presented in previous works. Finally, we considered the effect of

changing the reaction model from the typically used Butler-Volmer to Marcus-Hush-

Chidsey (MHC) reaction kinetics, based on microscopic theories of electron transfer.

We demonstrated that, for some reasonably typical parameter values, the MHC re-

action kinetics can look similar to Butler-Volmer reactions with a film resistance and

can lead to substantial differences from the Butler-Volmer model in predicted battery

behavior at high rates.

Natural extensions of this work involve implementing some of the features that

other software options have and which researchers have found helpful in explaining

data or better describing real systems. For example, thermal effects can substantially

affect cell behavior [191, 112, 240, 142, 195, 181, 143, 244 and exploration of their

coupling with Marcus kinetics would be interesting. More complete thermal descrip-

tions rely on temperature profiles over more than an individual cell layer [95, 193], so

isothermal but non-constant temperature dependence would be a starting point. Ad-

dition of material models properly coupling the stresses to the concentration profile

would also be an opportunity to study the effects of electro-mechanical models with

phase separation [53, 72] in porous electrodes. Other capabilities, such as simulating

electrochemical impedance outputs or others of the many additions that have been

made to the original model implemented by Doyle et al. [77] could also be added.

For capacitive energy storage and desalination, the electrolyte model could also be

extended to allow for diffuse charge in the electrode/electrolyte interface [27, 26] or

the double layers of charged porous separators [83, 82, 210, 272], which also activates

additional mechanisms for ion transport by surface conduction and electro-osmotic

flow [83, 69, 171], which are neglected in traditional battery models.

In summary, MPET provides some new capabilities for battery simulation focused

on recent developments in the modeling of active materials based on nonequilibrium
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thermodynamics. It can also serve as a starting point for other researchers beginning

to study in the area to make their own modifications and investigations. By high-

lighting its capabilities, we have shown the value of a flexible simulation package to

expand on the existing porous electrode theory and begun to examine the impact of

those developments.
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Chapter 5

Conclusions

In this thesis, we have applied nonequilibrium thermodynamics to modeling of battery

electrodes, and many of the concepts are generalizable to other electrochemical sys-

tems. Using this unified framework, we use the principle of free energy minimization

to consistently describe nonequilibrium processes, allowing us to relate them directly

to the same fundamental driving forces. By assuming a linear response to the thermo-

dynamic driving force, we relate flux of a species to gradients in its diffusional chem-

ical potential, and by assuming thermally activated transitions for reaction events,

they are also driven by diffusional chemical potentials. The same diffusional chem-

ical potentials are directly related to the equilibrium state of the system, including

its equilibrium phase diagram. Traditional battery models describing solid solution

materials can be recovered from this framework by making simple assumptions.

First, we applied this framework to transport and surface reactions of lithium

within graphite, the most common anode material in lithium-ion batteries. We be-

gan with a general framework to describe the free energy of multiphase compounds

with overlapping lattices. We then specialized this model using known attributes of

graphite including its tendency to phase separate within individual planes of lithium

between graphene sheets and its natural formation of staged structures. We compared

this model to a representative model related to those commonly used to describe par-

ticles of graphite electrodes and demonstrated that properly accounting for the phase

behavior within the material leads to very different prediction of internal concentra-
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tion profiles as well as voltage responses when a fixed current is imposed on a particle

within the miscibility gap. We also found the model to be very sensitive to the cho-

sen reaction rate prefactor, a section of the model involving some freedom of choice.

Whereas a form based on simple physical arguments about the reaction helped match

optically obtained transport data for transport within single crystals of graphite, the

same form leads to unusual voltage polarization curves. Finally, by examining the

overall character of the free energy model, we made simplifications which both led

to substantially faster simulation and also facilitated empirical modifications of the

model to capture previously incorrect predictions of graphite behavior at low lithium

filling fractions. Application of this model to graphite porous electrodes under current

pulse experiments led to good agreement with data and made different predictions

about probable lithium plating risk at high charge rates compared to traditional solid

solution model.

Second, we studied a model for electrochemical reaction kinetics based on a quan-

tum mechanically derived microscopic model of electron transfer. We first derived

the model in context of the general theory of nonequilibrium thermodynamics for

chemical kinetics and noted that the derivation we took involved some degree of

semi-arbitrary choice. Nevertheless, with the approach we took, we recovered the

well known Marcus-Hush-Chidsey (MHC) kinetics model, with extensions to connect

it directly to the variational nonequilibrium thermodynamic framework we have used

to describe transport. We also utilized a probabilistic prefactor within the derivation

to allow us to use a theoretically and experimentally supported form for a reaction

exchange current density. We applied this model to porous electrode simulations of

LiFePO 4 coin cells and found good agreement with the experimental results. By com-

paring with output from similar simulations using the more commonly used Butler-

Volmer kinetics, we demonstrated that MHC kinetics are a better explanation for the

observed results than Butler-Volmer kinetics.

Finally, we broadly described the modeling framework we have developed in this

work and developed a software package to implement it. Using this software, we

demonstrated the impact choice of electrolyte models can have on porous electrodes
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with phase separating systems, leading to conclusions similar to models of electrodes

with solid solution materials. We also highlighted the impact phase separation can

have on predictions of macroscopic properties like overall cell current or voltage,

including special cases in which the single-particle difference may be insignificant for

practical applications. By simulating the porous electrode model with MHC kinetics,

we showed that it can lead to results with qualitative similarity to models using Butler-

Volmer kinetics with a film resistance, which is commonly employed as an empirical

factor in battery simulations. The results suggest that some of the resistance which

has been attributed to interface films may in fact be a result of fundamental reaction

kinetics, a distinction which should be possible to examine with careful temperature-

dependent studies.

In summary, we have used a single framework to develop and implement demon-

strated improvements in certain parts of battery models. Natural extensions of this

work involve continuing to implement more physically meaningful models within the

framework, with particular focus on studying the impact of mechanical contributions

to individual particle and cell behavior. Because the theory more accurately repre-

sents certain key system characteristics, it would also be informative to more deeply

examine the distinct predictions the model makes about side and competing reac-

tions such as lithium plating during fast charging of lithium-ion batteries. Broadly,

the modeling and simulation framework should be helpful for examining the effect of

any mesoscopic physical phenomena and their relationship with full cell behavior.
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