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Abstract

Lithium ion batteries (LiBs) are a pivotal energy storage technology that are widely
adopted for their high energy density and safety. From a macroscopic level, LiBs
operate at a micrometer lengthscale, but consist of many active material nanoparti-
cles which participate in reversible electrochemical reactions that store and release
energy. These particles control the crucial processes for energy storage in macroscopic
devices, generating a process spanning multiple length and time scales in LiBs. How-
ever, despite the ubiquitous application of LiBs in many industries, degradation limits
their lifespan, hindering their broader applicability in usages demanding high energy
density and extended lifespans, such as electric vehicles (EVs). Dominant degrada-
tion occurs at the nanoparticle level involving various mechanisms, such as formation
of resistive films on the particle surface or surface phase transformations in common
LiB materials. The effects of degradation are observed at the macroscopic level from
electrochemical responses such as voltage or current measurements. Bridging the
gap between microscopic and macroscopic scales to extract particle level degradation
mechanisms from electrode scale responses is essential for understanding LiB degra-
dation. These methods can be used to quantify degradation in battery materials for
second life use, designing degradation resistant materials, and more.

Here, I propose a comprehensive multiscale framework that initially models LiB
degradation at a single particle scale, using nickel rich materials as an example, then
projects single particle degradation into population scale for both solid solution and
phase separating materials. Furthermore, I analyze and design improved pulse diag-
nostics using hybrid pulse power characterization (HPPC) methods to extract physical
microscopic degradation mechanisms from electrode-level responses. Overall, I set up
a consistent framework modeling degradation from single particle to population level
and vice versa in LiBs.

Thesis Supervisor: Martin Z. Bazant
Title: E. G. Roos Professor of Chemical Engineering
Professor of Mathematics
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Stability of the system at various Biot numbers using a Butler-Volmer

reaction rate, where the white shaded area surrounds the unstable

region. lhe temperature of the solution is also plotted on the same

plot using a heatmap. The solid white area is the area with no steady

state energy balance solution.| . . . . . . . ... ...

Stability of the system using a CIE'T reaction rate at various Biot

numbers, where the white shaded area surrounds the unstable region.

'The temperature of the solution is also plotted on the same plot using

a heatmap. . . . . . . . ..

Heat generation terms of each of the porous electrode scale model terms

relative to each other. (), is from the effect of (pes — ) R, Qr ds is from

the differential entropy eftect, (), o 1s from the Ohmic heat generation

in the electrolyte, Q44,0 1s from the Ohmic heat generation in the solid,

and Qe 1s from the Fourler’s law heat flux in the system.| . . . . .
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Chapter 1

Introduction

Rechargeable battery demand is projected to grow exponentially in the next decade.
Lithium ion batteries, ubiquitous in our society for renewable energy storage pur-
poses [19], operate through various processes such as electrochemical reactions, solid
diffusion, and electrolyte diffusion. However, these same processes also impose inher-
ent performance limitations on batteries [19]. These limitations hinder applications
of lithium ion batteries as energy storage devices in many industries. Understanding
the constraints on kinetic and transport timescales is often key to conceptualizing
and designing better lithium ion batteries. A lithium ion battery typically consists
of two electrodes made of active material that store and release lithium-ion electron
pairs through intercalation reactions on the particle surface, releasing electrochemical
energy [20]. Lithium-ion rich electrolyte facilitates transport between the electrodes
during charging and discharging. This multiscale structure enables efficient reversible
energy storage but also introduces complex interactions between different timescales

within the electrode.

1.1 Battery Degradation

A significant factor preventing more widespread application of lithium ion batteries
is degradation, which leads to reduced performance over time. Various degradation

mechanisms affect the active material. For instance, the graphite anode often develops
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a solid electrolyte interphase layer which increases resistance and reduces usable ca-
pacity [21]. The anode can also undergo lithium plating and form dendrites [22], which
can induce short circuits and remove usable lithium capacity from a cell. Significant
experimental [23], 24] and theoretical [21], 25] 26] efforts have been directed towards
investigating the degradation of graphite electrodes, resulting in substantial progress
in recent years. Electrochemical measurements have revealed strong asymmetry in
solid electrolyte interphase (SEI) growth between charge and discharge cycles [24].
Imaging techniques, including cryo-transmission electron microscopy, have been used
to observe the formation of a two-layer SEI in situ, visually documenting SEI growth.
On the modeling frontier, computational studies using atomistic techniques have ex-
tracted transport properties of lithium ions and electrons through an idealized SEI
layer [20]. Additionally, continuum scale models have incorporated the effects of SEI
on the electrode scale, highlighting the role of lithium ion diffusivity through the SEI
in the long timescale dynamics of interphase growth [21I]. Similar mesoscale models
have found asymmetry between charge and discharge cycles of SEI growth, hypothe-
sizing that the SEI acts as a mixed ion-electron conductor with conductivity varying

as a function of lithium concentration [25].

Cathodes can undergo various types of degradation, particularly in nickel-rich ma-
terials, which can experience phase transformations and densification at the surface.
These changes modify reaction kinetics and decrease surface diffusivity [27, 28]. Such
phase transitions often accompany oxygen gas release in nickel rich materials [29].
Other common degradation mechanisms in nickel-rich materials include transition
metal dissolution, where metals leach into the electrolyte [30]. Mechanical issues such
as particle cracking and intercalation stress in polycrystalline particles also pose signif-
icant challenges [31]. Recent advances in experimental and computational techniques
have enhanced our understanding of these degradation mechanisms. Atomistic simu-
lations have provided thermodynamic insights into surface phase transformations [32]
and the effects of nickel content [33]. Continuum electrochemical models [34], such
as shrinking core-type models, have revealed the impacts of electrochemical cycling

on single particles. To validate these, finite element and finite volume models have
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Figure 1: a) Using a figure from Ref. [1], the impact of degradation on the macro-
scopic level response of lithium ion batteries is seen through capacity loss with respect
to cycle number, which varies based on manufacturing conditions. b) From Ref. [2],
single particle level degradation mechanisms such as formation of resistive films, me-
chanical cracking, and surface phase transformations are shown to be the cause of
device level capacity loss.

highlighted the role of high voltage cycling in mechanical fracture [35]. Experimen-
tal techniques like X-ray absorption spectroscopy, X-ray diffraction, and scanning
transmission electron microscopy [28, B0, 27] have been instrumental in visualizing
these degradation processes. These imaging methods have documented increased sur-
face phase transformations, cation disordered intermediate phases, and varying phase

compositions at the surface under high voltage cycling.

Degradation mechanisms manifest at the microscopic level but are observed macro-
scopically through electrochemical signals, as shown in Fig. [Th. It often appears as
a loss in macroscopic capacity, typically illustrated through capacity loss relative to
cycle number [1]. After degradation, voltage shifts as a function of capacity are in-
dicative of battery deterioration. The criteria for degradation, such as the common

benchmark of 80% of usable capacity [37], are arbitrarily chosen and do not neces-
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sarily correlate with power output or other critical performance metrics for energy

storage devices.

Increased degradation significantly affects the operation of a lithium ion battery.
In battery management systems, optimized operation [38| can be applied to improve
performance for second life applications [39], but without knowledge of degrada-
tion mechanisms, neither precise optimized operation nor choice of accurate recy-
cling strategies are possible. While impedance measurements [40), 41] have been used
to extract some degradation mechanisms, such as resistance growth or area specific
impedance [42], the lack of a physics-based framework hinders a comprehensive un-
derstanding of degradation. Recent work [2] has separated degradation mechanisms
successfully into phenomenological degradation behavior, such as loss of lithium in-
ventory and loss of active material. These lumped parameters are difficult to connect
directly with specific physical degradation mechanisms. Even when physical mecha-
nisms are identified, designing experiments to extract such details can be challenging.
Therefore, a complete overhaul of the degradation framework is necessary to extract
information on microscopic mechanisms. This will enable more accurate comprehen-
sion and management of degradation processes, ultimately leading to better battery

performance and longevity.

In this work, I aimed to analyze degradation from a microscopic to a macroscopic
scale, and then overhaul the traditional methods of modeling degradation to apply
physically driven degradation mechanisms instead of phenomenological ones. First,
I investigated a major microscopic degradation mechanism in nickel rich materials—
surface phase transformations, studied through cation disorder, an intermediate phase
between layered and densified phases [12]. After this, I applied statistical mechanical
methods to bridge multiple single particle degradation mechanisms to electrode scale.
This involved formulating a fitness framework for extracting the degraded reaction
rate for each particle, enabling the understanding of how individual particle degrada-
tion contributes to overall electrode performance [I3]. Since many battery materials
are phase separating, scaling analyses for phase separating battery particle popula-

tions were analyzed using eigendecompositions to extract timescales [14]. Following,
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[ investigated hybrid pulse power characterization (HPPC) techniques, which are a
diagnostic technique applying intermittent rests and pulses [15]. Voltage pulse HPPC
methods were designed, applying the fitness framework to extract physical degrada-
tion mechanisms. This step involved creating diagnostic protocols that could identify
specific degradation mechanisms through controlled voltage pulses. Then, optimal
design of these voltage pulse HPPC methods was performed with model-based design-
of-experiment methods for accurate and fast estimation of degradation parameters,
which is not expanded on in this thesis but can be found in Ref. [16]. A bidirec-
tional strategy was applied in this thesis where microscopic degradation mechanisms
were incorporated into a macroscopic model, and conversely, microscopic mechanisms
were extracted from macroscopic electrode responses, making our approach practical
for real-world applications. By integrating these steps, I created a comprehensive
framework to accurately diagnose battery degradation from a fundamental physical

perspective, leading to improved battery management and extended lifespan.

1.2 Multiscale Modeling of Batteries

Before delving into an in-depth analysis of the following work, it is crucial to establish
physical understanding of the timescales associated with various processes in lithium
ion batteries. During charging, intercalation reactions occur at the surface of active
material particles at the anode and deintercalation at the cathode, whereas during
discharge, the reverse processes occur. Solid diffusion from the surface to the bulk
mediates the storage of lithium ions in the material. At the particle level, timescales
of solid diffusion and reaction compete, such that mass conservation can be modeled
by

EI—V'J, (1>

with a reactive boundary condition —n-j = R, where j is the diffusion driven flux and
R is the surface reaction rate. The competing timescales at the single particle level [3]
are the solid diffusion timescale 7p, = L2/D,, the process timescale 77, = I, and

the reaction timescale 7p, = L,Cnaes/i0. Here, L, is the particle length, D, is the
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Figure 2: a) Example showing single particle reaction-diffusion behavior for a nickel
rich material, which has solid solution thermodynamics, or for lithium iron phosphate,
with phase separating thermodynamics. b) Competition between the process, reac-
tion, and diffusion timescales trigger the appearance of different bulk phenomena in
phase separating materials such as intercalation wave behavior or shrinking core be-
havior [3], with figures showing behavior of the different regimes taken from Ref. [3].

solid particle diffusivity, I is the applied C-rate, ¢4, is the maximum concentration

per particle, and i is the exchange current density of the material.

As analyzed in Ref. [3], competition between the reaction timescale, process
timescale and diffusion timescale influences whether core-shell behavior or interca-
lation wave behavior in phase separating particles appears, as shown in Fig. 2] When
T1p > Tp,p, the quasi-equilibrium (reaction limited) regime is attained, characterized
by intercalation processes occurring at a much slower rate compared to diffusion pro-
cesses. This is ideal for the application of the reaction-limited model in the current
work. Most common battery electrode materials lie in the reaction limited regime [3].
Exceptions occur at high pulses, when the dimensionless current is large (i/ig > 103),
or when particle size is large (as in graphite platelets), such that L, > 10° nm.
Here, 7 is the dimensionalized applied current. Thus, we can frequently assume that

the system is reaction limited [3], allowing us to neglect solid state diffusion in the
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particles.

At the electrode scale, similar timescale arguments apply. In the macroscopic
design of an electrode, limitations stemming from electrolyte diffusion/conduction or
solid conduction can significantly modify cell-level behavior [43]. However, due to the
substantial amount of carbon additives in battery manufacturing, solid electronic con-
duction rarely is limiting. Consequently, limitations arising from electrolyte transport
are often of primary interest in pulse processes. These limitations can be effectively
understood through scaling analyses. From porous electrode style transport equa-
tions in Ref. [44], we observe that electrolyte scale transport is captured along the

electrode with lithium ion mass conservation in the electrolyte

d(ec 1
) LV B+ ). 2)

where ¢ is the porosity, ¢; is the lithium concentration in electrolyte, v, is the number
of ions per molecule of neutral salt, F; | is the flux of lithium ions, and Ry, is the
volumetric reaction rate of the lithium ions. Charging occurs during the electrode

process timescale as
vieq
Tl = 77 ~p 7. 3
(1 — E)PL][)S ( )
where P, is the volumetric electrode loading, I is the C-rate of the electrode, and p;
is the lithium site density of the active material. For electrolyte diffusion limitation,

we observe
e L?
D’

(4)

T™DJ =

which is the timescale on which electrolyte diffusion occurs, where a is the Brugge-
man scaling coefficient, L; is the electrode length, and D; is the effective electrolyte
diffusivity. For electrolyte conduction, we observe that

e Liciz vy
T, l =
i tgalk:BT

(5)

is the electrolyte transport timescale, where z, is the valence number of lithium ions,

0, is the electrolyte conductivity, and ¢9 is the transference number.
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Figure 3: Figure displaying models appearing at different scales for a lithium ion
battery, from single particle to population to electrode. Electrode scale figure is
taken from Ref. [4].

When we compare the particle and electrode level timescales, the limiting timescales
become apparent. Generally, in particle level mechanisms, solid diffusion timescales
occur on the range of 7p, ~ 0.01 —100s [45, 46|, 3], while reaction timescales occur on
Trp ~ 1 —10s. At the electrode level, process timescales depend on applied C-rate
and are in the range of 77, ~ 1000s for a 1C charge process, and can be shorter
for higher C-rates or longer for lower C-rates. Using electrolyte transport parame-
ters from Ref. [47], we observe that 7p; ~ 10s and 7,; ~ 10s. In comparison, on
the electrode scale, the process timescale for a 1 C charge is 77; ~ 0.01s for lithium

iron phosphate, and is faster for higher C-rates. Particle-level reaction and diffusion
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interact with electrode-scale transport limitations, resulting in a complex interplay
of length and timescales that poses significant challenges for electrode modeling. A
single-particle level model alone is insufficient to accurately capture the system-level
behavior of a porous electrode, but allows us to gain insight into how to bridge scales

to electrode level.

A hierarchical set of models can be used to capture these electrodes, shown in
Fig.[3] Single particle models can capture the timescales of reaction and diffusion in a
nanoparticle, using standard reaction-diffusion models. Because of the computational
efficiency of single particle models, the incorporation of complicated physical models
is usually performed with single particles [48]. However, single particle behavior
does not capture that of a collection of particles under a current constraint for solid
solution [49] or phase separating materials [50]. To capture population level behavior,
population dynamics models, which capture many-particle interactions through the
current constraint, can be applied. Initially, simple models capturing transformation
and relaxation timescales were formulated, which eventually evolved to more rigorous
models incorporating accurate reaction rates from chemical master equations |51, [11]
52]. These models can capture effects on particle activation fraction and distribution
broadening [511, [13]. Despite being less efficient than single particle models, population

models are more accurate.

However, electrolyte and electronic transport effects on the electrode scale are still
not properly captured in population dynamics models, which can often be limiting
factors at high currents [48]. Porous electrode theory couples the particle level and
electrode level continuum modeling with a standard single particle model, neglecting
many particle effects. Conservation equations on electrolyte and electronic conduc-
tion are postulated in the full cell. These standard porous electrode models [53] [54]
have been developed to model the behavior of lithium ion batteries by Newman
and coworkers. Standard porous electrode models are more computationally expen-
sive than single particle or population dynamics models. However, porous electrode
models do not incorporate the thermodynamics of phase separation or many-particle

effects, which play a role from single particle behavior to active particle fraction.
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To remedy this, multiphase porous electrode theory [55], 44] was formulated to in-
clude many particle as well as thermodynamic effects to properly capture behavior
of phase separating electrodes. Through these models, the active particle fraction
can be accurately captured, which can be computationally expensive because of the
fine discretization needed at particle level to model phase boundaries, as well as at

electrode level to capture transport limitations.

1.3 Particle Level Degradation

Starting our investigation at the particle level allows us to integrate reactions and
solid diffusion processes while considering degradation at this scale. Nickel rich ma-
terials are an increasingly common class of cathode materials [56] valued for their
high energy and power densities. Compared to lithium iron phosphate cathodes,
nickel rich materials can offer up to 50% higher energy density. Typically synthesized
in layered form, these materials generally have varying ratios of nickel, manganese,
and cobalt (LiNi,Mn,Co,0,), which respectively contribute to capacity, stability,
and better kinetics of the materials [57]. The nickel content in recent years in these
materials has increased to reduce cobalt usage. This shift is motivated by the high
cost and negative environmental impact associated with cobalt [58], as well as the
strong correlation between cobalt mining and human rights violations, such as child
labor and unsafe worksites. Nickel-rich materials, with their high energy density and
reduced environmental toxicity, offer a promising alternative, but come with their
own set of challenges. The high energy density and reduced environmental toxicity
of these materials come at the expense of increased degradation and electrochemical
instability in higher nickel content materials [33]. Cycling-induced particle crack-
ing commonly occurs in nickel-rich particles, especially after repeated charging and
discharging cycles [59]. Especially at high voltages (> 4.5V), surface phase trans-
formations and oxygen release [27] can rapidly degrade the active material surface,
leading to densification and transformation into various phases such as spinel, rock

salt, and disordered rock salt [32]. Though specific surface phases vary based on cy-
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cling conditions, a disordered layer always appears in between the surface and bulk
phases.

Much work has been performed to investigate these mechanisms. Experimental
cycling of nickel-rich cells has provided insights into cathode degradation at the sur-
face |28, [60], revealing varying thicknesses of different surface phases. Investigations
from atomic scale simulations with density functional theory of nickel rich degrada-
tion mechanisms [32, [61] have been performed to extract formation energies of various
phases under different electrochemical conditions. However, there exists a discrep-
ancy in the timescales between the predictions offered by the current atomistic models
(nanoseconds) and the operating timescales of the battery (hours) [43]. To accurately
capture degradation in a battery, modeling techniques must be computationally effi-
cient enough to operate on timescales of at least hours. Additionally, these techniques
do not capture the multiscale structure of lithium ion batteries. Thus, there is a
pressing need for degradation modeling to accurately simulate degradation processes
within the timescales relevant to battery degradation.

Hence, in Chapter 2 our aim is to develop a mesoscale model for the degradation
of nickel-rich materials at the single particle level, focusing on cation disorder as a
proxy for surface phase transformations. We leverage the periodic layered structures
of these crystalline materials to formulate a thermodynamic model of defect formation,
which is then incorporated into a single particle reaction-diffusion model. Our model
successfully captures the degradation behavior of a single particle under the whole

voltage operating window for these systems.

1.4 Particle Level to Electrode Level

Degradation mechanisms primarily occur at the single particle level, ultimately man-
ifesting in observable effects at the electrode scale. Electrochemical methods, such as
voltage measurements or capacity loss curves, are commonly used to quantify degra-
dation in electrodes [I]. However, deconvoluting the different electrochemical signals

is challenging due to the lack of physics-based models that connect microscopic degra-
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dation processes to macroscopic behavior. Moreover, the criteria used to determine
degradation, such as reaching 80% of the original capacity, lack physical relevance to
the battery’s performance requirements, particularly in terms of power output [62].
Therefore, there is a need to develop more physically meaningful degradation criteria
related to power fade to better assess the degradation of lithium-ion cells in practical

applications.

1.4.1 Solid Solution Materials

To develop a more physically meaningful macroscopic degradation criterion, we exam-
ine solid solution materials, which have a monotonically increasing/decreasing chem-
ical potential with increased lithium concentration. As discussed in Sec. [1.2] the
interplay between different timescales indicates that a single particle model for degra-
dation is insufficient for scaling degradation to the electrode level. Consequently, we
need statistical mechanical methods to map degradation from the particle level to
the electrode scale. In biological systems, concerted behavior between individuals in
a population is well documented [63], 64], particularly in the context of evolution.
Analogously, in electrochemical systems, concerted population behavior has been ob-
served through electrochemical oscillations in voltage measurements [65]. Population
scale behavior is often simplified using a population balance (Fokker-Planck) model,
where heterogeneity in driving force is accounted for via an effective diffusivity [66].
In genotype evolution, different “states of health” of genes can lead to modified ef-
fectiveness of reproductivity, which is frequently modeled using a fitness landscape.
Analogously, in battery systems, the rate capability of each battery particle can be
compared to the “fitness” of each gene. Here, the fitness indicates the effectiveness of
a single particle in storing and releasing energy through an electrochemical reaction
relative to the rest of the population. By applying similar methods to capture the rate
capability of each particle, we can develop a framework for mapping single-particle
degradation to the system level. This approach is investigated in detail in Chapter [3]
where we explore these methods for deriving a macroscopic degradation criterion that

better reflects the physical degradation mechanisms at play in lithium ion batteries.
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1.4.2 Phase Separating Materials

Many common battery materials, such as lithium iron phosphate [67] and graphite [68],
are all thermodynamically phase separating rather than solid solution materials. Here,
phase separation implies that the chemical potentials of these materials change non-
monotonically as lithium is inserted or extracted to reach different concentrations [69].
Consequently, varying fractions of (meta)stable phases in phase separating materials
appear instead of the full spectrum of possible concentrations. At the single-particle
scale, this behavior manifests as intercalation waves rather than bulk/surface quasi-
equilibrium behavior [3]. At the population scale [8] [65], macroscopic voltage oscilla-
tions are observed. While portions of this behavior were explained through simulated
models using multiphase porous electrode theory [§], these explanations have been
predominantly phenomenological. The energy barrier of the chemical potential has
been found to significantly influence the activation behavior of the particles. Due to
the nonlinear kinetics and explicit concentration dependence of reaction rates, asym-
metry in activation behavior between charge and discharge has also been observed,
with a transition between low and high active particle fractions noted only during the
discharge process. However, the mathematical theory behind these behaviors is still

not yet developed.

From a theoretical perspective, simplified population models [11, [70] have also
been studied to obtain equilibrium or near equilibrium behavior of populations, but
do not capture dynamical transformation behavior in the spinodal gap. In a porous
electrode, where the process timescale is controlled by the applied current or voltage,
dynamical studies are more important than near-equilibrium studies. The applied
voltages or currents often modify the free energy landscape, which is not accounted for
in near-equilibrium studies. Here, we perform a nonequilibrium study capturing the
timescales by mapping the reaction rates and thermodynamic potentials to an effective
nonequilibrium free energy landscape. Using the eigenvalues of the Liouville operator,
we extract timescales of the population transformation behavior using properties of

the effective free energy landscape. When comparing these timescales with the total
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Figure 4: Example hybrid power pulse protocol, showing intermittent rests and pulses.
Voltage pulses are applied and the (degraded) current responses are recorded for
future diagnostics purposes.

process timescale, the physical mechanism behind the transitions between the low
and high active particle fraction regimes becomes clear. This approach allows for
direct prediction of active particle fraction and potential from a population with a
defined C-rate. For future applications, these techniques can be particularly useful
for predicting active particle fraction in pulses, specifically for diagnostics pulses. We

investigate these points in Chapter [4

1.5 Electrode Level to Particle Level

1.5.1 Pulse Diagnostics

To determine optimized operations for a battery pack or make second life decisions
post recycling in a practical way, it is crucial to first estimate extent of microscopic
degradation in lithium ion batteries. Much effort has been dedicated to estimat-

ing degradation in lithium ion cells. High-precision coulometry tests can accurately
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estimate some degradation modes, but require equipment with high measurement
precision [71], [72]. Techniques such as electrochemical impedance spectroscopy (EIS)
measure the linear response of a cell to small perturbations, but only accurately cap-
ture near equilibrium behavior [73]. These low rate perturbations do not push the
battery to its operational limits. Other pulse-type diagnostics, such as hybrid pulse
power characterization (HPPC) [62, [74], use nonequilibrium measurements to extract
information. These measurements alternate rest and pulse measurements, as shown
in Fig. [ to capture nonequilibrium cell behavior at high rates, which are the regimes
lithium ion batteries commonly operate in.

Pulse measurements are also commonly used to extract information about diffusiv-
ities, employing techniques such as galvanotstatic/potentiostatic intermittent titra-
tion techniques (GITT/PITT) |75, [76]. Despite widespread use of pulse techniques in
electrochemistry, their impact on cells is still poorly understood. Though attempts
to analyze pulse protocols through porous electrode simulations [77, [78] have been
made, selection and design of different pulse experiments is still fairly arbitrary. Un-
justified choices in state of charge and pulse magnitude design of HPPC protocols
were made in the initial design of protocols [62], which have not been modified in
the last twenty years. In addition, the physical analysis of pulse dynamics, which
operate in the reaction-limited regime due to the high pulse magnitudes [3], is still
insufficient.

We desire to establish a physical interpretation of pulses that can extract degra-
dation mechanisms. In view of bridging particle level and electrode level degradation
from physically derived particle level degradation mechanisms, we attempt to incor-
porate these methods into the interpretation of pulses. We use the rate capability,
or “fitness” derived in the previous chapter, as a new power fade metric to determine

degradation of cells. These methods will be expounded in Chapter [5

1.5.2 Optimal Design of Diagnostics

The analysis of pulse diagnostics in the previous chapter significantly enhances the

application of diagnostics to battery systems. Current trends in battery manage-
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ment systems include using rule or optimization based methods to manage energy
systems, jointly optimizing cycle life and performance [79]. This optimization re-
quires intimate knowledge of the current degradation state of the cells. However, in
many battery management systems or recycling protocols, there is insufficient time
to perform traditional slow pulse diagnostics on cells [38]. Fast and accurate pulse
diagnostics on lithium ion battery cells are required for efficient diagnostics towards
second life or battery management applications. These topics are further investigated
in Ref. [I6], an extension of the current work using optimal design-of-experiment for

pulse diagnostics design.

1.6 Conclusion

Here, our analysis of degradation and its applications in lithium ion batteries begins
at the single particle level, where nickel-rich degradation mechanisms are modeled.
The single particle level degradation models are projected to population level through
a Fokker-Planck model to understand population scale degradation for solid solution
materials. Additionally, timescale analyses of population scale behavior for phase
separating materials, which are common in lithium ion batteries, are performed to
understand their nonequilibrium behavior. Following this, we extract specific degra-
dation mechanisms from diagnostics through a physical analysis of pulses, connecting
macroscopic pulses to specific particle level degradation mechanisms. Optimal design
is applied to these protocols for non-phase separating materials, ensuring efficient and

accurate diagnostics.

38



Chapter 2

Single Particle Layered-Oxide
Cathode Degradation

Theory of layered-ozide cathode degradation in Li-ion batteries by

ozidation-induced cation disorder [12]

2.1 Introduction

2.1.1 Motivation

As Li-ion batteries continue to revolutionize energy storage and power global elec-
trification, it is increasingly important to understand the microscopic degradation
mechanisms that limit their efficiency, rate capability, and lifetime at the particle
scale. Degradation is exacerbated by efforts to increase energy density, while lower-
ing material costs. This tradeoff is well illustrated by nickel-rich cathode materials,
based on nickel-manganese-cobalt (NMC) layered oxides [33] 80]: as scarce and ex-
pensive cobalt is replaced by more plentiful and affordable nickel, the nickel-rich oxide

cathode degrades more easily at the high voltages required for high energy density

The present chapter is based on my published work in the Journal of the Electrochemical Soci-
ety [12].
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batteries. The microscopic mechanisms are still poorly understood, so it is critical to
develop a predictive theory of degradation at the particle level, in order to understand

and optimize this tradeoff.

Nickel-rich materials degrade with cycling by a variety of possible mechanisms
[8T], 182], [83], [84], such as phase transformations, cation disorder, surface reconstruction
[28, 27], particle cracking [31], 85, 59], and transition-metal dissolution [86, [87]. No-
tably, the various possible degradation mechanisms depend on the specific transition-
metal chemical properties of different nickel-rich materials. Some nickel-rich degra-
dation mechanisms, such as transition metal dissolution, can affect degradation at
the anode through increasing the conductivity of the solid-electrolyte interphase on
the graphite anode. This happens by the incorporation of transition metal ions dis-
solved in the solution from cathode degradation [30), 88]. An additional complexity
is that nickel-rich layered oxides are currently being developed into many different
compositions with added transition metals such as cobalt, manganese, and aluminum,
which all have varying chemical properties. The degradation mechanisms of nickel-
rich materials all are coupled, with cation disorder driving much of the bulk phase
transitions and the surface phase transformations [89]. Here we seek to elucidate the
physical mechanisms behind degradation of nickel-rich cathode materials to increase
battery lifetime and reduce safety risks during operation from degradation-induced

short circuits.

Although Li-ion battery capacity fade has been the focus of extensive research,
most studies have focused on degradation mechanisms in the standard graphite an-
ode, such as solid electrolyte interphase growth [21], 24 25, 90] and lithium plating
[01, ©92]. However, recent experiments have shown that the amount of cathode and
anode degradation in batteries is on par with each other, especially in nickel-rich
materials [93]. Cycling experiments with microscopy techniques have been performed
to visualize cathode degradation at the atomic scale |28, [94] 27, 60], providing nec-
essary experimental support for modeling at the particle level. However, there have
been few attempts to model cathode degradation beyond atomistic simulations or ma-

chine learning with limited physical insight [95]. Atomic scale studies using density
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functional theory and other methods have been used to study cathode degradation
[96, B2 [61] to calculate the formation energies of these phases and the relationship
between diffusivity coefficients and defects, but because of the scale at which degra-
dation happens in a battery, this is impossible to translate directly into a porous
electrode scale battery model. The timescales of interest in atomic scale modeling are
on the scale of nanoseconds at most, but the scale at which a battery operates is from
hours to months, especially when degradation starts becoming of interest. There is a
crucial need to develop cathode degradation models that can be applied at the porous

electrode scale in battery simulations.

Phase transformations at the surface and bulk, one of the main degradation mech-
anisms in nickel rich materials, have been observed since the initial characterization
of nickel rich materials [97, [32], 08, 99]. Phase transformations and surface reconstruc-
tion, shown in Fig. , increase after cycling [60], and the phases formed are highly
dependent on the material used [32, [61]. Based on the varying cycling protocols used
during (de)intercalation, the amount of phase transformations and the thicknesses of
the surface reconstruction layers change [60], [L00]. Spinel, rock salt, and disordered
rock salt phases, along with other phases such as v phases have all been measured
experimentally [32] 60, 28], but no agreements have been reached over the phases
formed, except that the phases are denser than the original layered phases. These
dense surface phases affect operation of a battery, modifying the kinetics and trans-
port of these materials, causing batteries to become unusable after a certain point in

their cycle life [T0T], 102 103].

These phase transformations in the bulk and surface of cathode materials are a
well-known degradation mechanism in nickel rich materials that have been studied
with many experimental imaging techniques |28, [104], 105]. Computationally, density
functional theory and Monte Carlo simulations have been used to study the effect of
cation disorder on these phases [32, [106, [61, [107]. Limitations based on computa-
tional power create difficulties in modeling the entire disorder process using quantum
mechanical first-principles methods. Understanding and reducing the degradation of

batteries is an important barrier to the continued electrification of our current energy
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storage systems [81], 97]. Thus, studying the amount of disorder, which drives the
transitions to denser surface phases, is critical to studying the long-time operation of
batteries and the continued expansion of decarbonized energy storage methods [108].

Here, we propose a physics-based mesoscale model that can be used to predict the
long-term effects of cation disorder and phase transformations of nickel rich materials
on degradation. The free energy is based on electrostatics in periodic layered crystal
structures and does not require any empirical fitting of data. It is derived directly from
measured material properties, such as electronegativities of the transition metals. In
addition, this model can be applied to any form of layered nickel-rich battery material
to study the effects of disordered regions. The thermodynamic model is then coupled
to a simple model of the irreversible surface oxidation reaction (with a fitted rate
constant and onset potential) and cation diffusion into the bulk, in order to predict

the dynamics of degradation in layered oxides.

2.1.2 Background

It is important to note that the phase transformations associated with surface degra-
dation are driven by defects, which can be created in the synthesis of these materials
[109, 110] and also increase during battery operation [I1I]. We take advantage of
this to aid our modeling of degradation in nickel-rich cathodes, as well as go through
some of the history in physics of using lattice models and dipoles to model structures.
Defects trigger phase transformations to denser phases, such as rock salt, spinel,
or disordered rock salt structures usually found at the surface of NMC materials
[27, 60}, [61), 94 [112].

The main defect for nickel rich crystal structures is the antisite defect [96], which
can be observed as a kind of Schottky defect in an ionic solid lattice [I13], 114 [TT5].
The description of the “anion” defect in our case is not an ionic defect but a negatively
charged electron, while the cation defect is a lithium ion in the analogue to Schot-
tky disorder. The equilibrium concentration of Frenkel/Schottky defects is usually
¢~ G/ksT

denoted by equilibrium constants using the law of mass action, K., = in

terms of the free energy of formation G [115]. However, it is challenging to estimate
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formation energies without atomic scale calculations. We instead turn to a method
driven by topological defects in physics of studying this kind of disorder.

The theory behind our model was inspired by Kosterlitz and Thouless’s ground-
breaking work on 2D-topological defects [116] 117]. The defects in this model are
described by “twisting” of ordered structures to form “vortices”. The idea behind our
lattice model, shown in Fig. [Th, is that for NMC defects the antisite defect is the most
energetically favorable [96], which makes them the driving force for phase transitions
in nickel rich materials. They can also be thought of as “flipping” structures that are
normally topologically perfect, but through entropy and electrostatic changes from
the configurational “flip” can have modified energies. Since the lattice changes in
these materials are quite small between the fully lithiated and empty states [118], we
do not account for lattice size changes in this material.

In Kosterlitz-Thouless (KT) transitions, the separation of the interaction energies
into entropy, core interactions, and mean field interactions with the bulk is another
key to the correct calculations of topological defect theory. This is analogous to
ionic Born solvation modeling, but instead of ion-water systems, our current system
is a solid state system where electrostatics dominate [I19]. The energy required to
create a cavity in the solution is analogous to the “core” interaction energy, while the
integrated electrostatic interactions with the bulk is analogous to the “bulk” of the

electrostatic energies.

The energetic barrier of transitions from a perfect NMC lattice to the disordered
phase using statistical models of layered lattices was captured based on the fact that
electrostatic interactions dominate in these ionic crystals [120] and the radii of nickel
and lithium ions are similar in size. The phases formed in the densified states are still
uncertain from experimental measurements, but we know the phase transformations
are driven by cation disorder, so the amount of defects formed can be used as an
indicator for the amount of surface reconstruction or phase transformations [121].
Highly disordered nickel in the lithium layer [61] indicates the occurrence of spinel or

rock salt phase transitions.

In the traditional Butler-Volmer (BV) phenomenological model of intercalation
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Figure 1: a) Schematic of surface reconstruction and phase transformations in a
cathode particle, happening from the edge of the particle to the bulk. b) Microscopic
schematic of cation disorder defined by the lithium and electrons at the transition
metal sites, where a nickel migrates from a transition metal layer to an empty site
in a lithium layer. The dipoles are defined as from the transition metal sites to the
lithium sites. ¢) Schematic representation of disorder in our model from layer to layer.
The yellow center are the “core” interactions while everything outside counts as the
“bulk” interactions.

i}
1
|

o-Q
5+ e Lich.anyCOZOZ l

0—0

kinetics in battery materials, classical ion transfer is assumed to be the dominant re-
action mechanism and the electronic degrees of freedom are not considered [53], [122].
In contrast, electron transfer is generally described using Marcus theory [123] 124]
for localized (metallic) electron transfer, or Marcus-Hush-Chidsey theory for delocal-
ized electron transfer [125] [126], in case of Faradaic reactions at liquid/solid electrode
interfaces. Bai and Bazant first hypothesized that electron transfer to reduce the
electrode host could be rate-limiting in Li-ion batteries, compared to the fast step of
lithium ion insertion, and showed the MHC theory could predict curved Tafel plots
for lithium iron phosphate electrodes [127]. Fraggedakis et al. then derived a general
theory of coupled-ion electron transfer (CIET) applied to lithium intercalation reac-
tion kinetics [128] with strong experimental support from nanoscale x-ray imaging of
lithium concentration evolution [50] and from pulsed electrochemical measurements
for a wide range of Li-ion battery materials [129]. In stark contrast to BV mod-
els, the CIET theory connects reaction rates to microscopic material properties and
predicts curved Tafel plots with concentration-dependent limiting currents at high

overpotentials.
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The basic idea behind CIET is that lithium ion transfer into the lattice is ac-
companied by the formation of a neutral polaron quasi-particle by electron transfer
to a weakly coupled reduced state of the solid host, typically involving a reduced
transition metal cation. We theorize that ion-electron pairs are also key features of
defects in intercalation materials, which may be modeled as dipoles in the dominant
electrostatic free energy of the electrode. These dipoles can also be seen as “bound”
defects [114], which can be important in intermetallics. The dipolar behavior of elec-
trostatics [I30)] interacting with the change of charges at the core are shown in this
study to qualitatively reproduce the large difference in amount of defects driven at

different cutoff voltages [131], 57, 132].

Lattice models, commonly used in physics, can be used to study layered materials,
where the energy calculations are further simplified by the layered effect. Such models
of nickel-rich cathodes have been used to study the effect of cation disorder on voltage
profiles [I33], 134]. Nearest-neighbor lattice models have also been used to model the
temperature dependent order-disorder transition of different lithium layered oxide
materials [135] 97, [136]. However, in these models often only the nearest-neighbor or
next nearest-model terms were used to study these effects, neglecting the electrostatic
environment and ignoring convergence of the electrostatic interactions. These models
were also not expanded to formulate chemical potential models for dynamic free

energy models.

Here, we present a general microscopic theory of cation disorder in ionic crystals,
specifically applied to nickel-rich oxide degradation. Using dipole-charge interactions
assuming a mean field made up of alternating dipole layers from the ion-electron
pairs placed at the Li-TM sites as shown in Fig. [Ib, we verify the convergence
of these electrostatic calculations (shown in Appendix B) and present a rigorous
electrostatic mean field model. These dipole interactions have been theorized to play
a role in the formation of these disordered materials [137, 138, [139]. Then, accounting
for configurational entropy, a free energy model for the material is derived, which
can be used to derive chemical potentials for dynamic simulations. This model is

derived mainly for disorder and not for intercalation, but a verification of the chemical
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potential reveals that the voltage range is on the same order as a battery intercalation
material, as shown in Fig[d, further validating our results.

We formulate this model as a first order approximation to be used as a theoretical
model for any layered oxide cathode material disorder that one wishes to study. The
model can also be extended to materials such as lithium iron phosphate [46] where
analogous iron-antisite defects have found to be important in determining the particle-
size-dependent effective diffusivity. The ideas based in electrostatics and statistical
thermodynamics come together to formulate a model for studying degradation of

lithium oxide materials.

2.2 Theory

2.2.1 Bulk
Chemical Potential

The model is formulated as follows. Based on the alternating locations of the nickel
and lithium layers, dipoles of alternating directions are formed between the nickel
and lithium layers in the mean field approximation, where “even” and “odd” layers
have dipoles in alternating directions, as shown in Fig. [Ic. However, in addition to
the fact that the bulk dipole layers alternate directions when a nickel atom migrates
to a lithium layer, the core part of the interaction is also modified when a defective
configuration is formed. We account for this similarly to Kosterlitz and Thouless
[116], where these energy calculations are separated into a “core” term and a “bulk”
term, where the bulk term is accounted for from the alternating layers and the core
term is from the charge interactions near the defective site.

To calculate the difference between energies of the defective and normal con-
figurations AG = G7 — Gy = H — TS, we find the difference between the two
states—a defective configuration where a nickel atom has moved to a lithium site
(G5, and a non-defective configuration where the nickel atom is in its original nickel

site G, based on the crystal structure of LiNiO, from the Cambridge Structural
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Database [140], 14T]. The mean field dipoles can be defined at different concen-
trations of lithium ¢, defect concentrations of nickel v, and ratios of nickel man-
ganese cobalt x : y : z. The variable names used in this paper are redefined in
Appendix for clarity. The dipoles in the structure are shown in Fig. us-
ing electronegativity, defined from the positively charged lithium sites (from the
lithium ion placed in the sites) to the negatively charged nickel-manganese-cobalt
sites (from the electron localized on the transition metal), with the dipole written as
o = erg ((x — 2v)ENy; + yENyy, + 2ENg, — ENp,;), where rg is the vector distance
between transition metal site and lithium site, and EN is the electronegativity of
the atom or the “attractiveness” of an atom to electrons [142]. We see that there
are alternating rows of dipoles pointing in opposite directions from the formulation
of dipoles in this model. Only the dipoles added by intercalation are considered in
this crystal structure and not the ions pre-existing in the non-intercalated structure,
since when an energy difference is calculated between the original and defective state,
the intercalation host crystal interactions cancel out. To avoid the fact that many
electronegativity scales are based on formation energies, the Allred-Rochow scale was
chosen. This scale is more simplistic than other electronegativity scales and generally
uses the ideas of electrostatics based on effective nuclear charge, consistent with our

theory [143].

In the lithium layers and transition metal layers, there are automatic constraints
on the concentrations of lithium and defective nickel in the lithium layers, or nickel
and vacancies in the transition metal layers. The definition of the material ratio gives
us that x +y + 2z = 1, and from the site constraint of lithium atoms, we know that
¢+ v < 1. By the mass constraint of nickel atoms, v < x must always be true. These

constraints are automatically satisfied by how the entropy equation was defined.

We consider the perfect configuration (G; before a defect is formed in the core as
well as a defective configuration GG5. Assuming that the neutral lattice contains a
lithium-electron pair for notation purposes, the reaction that occurs can be written
in Kroger-Vink notation as Vi, + Ni¥;, — Ni;, + Vy;. For comparison, the lithium

intercalation reaction written in Kroger-Vink notation is e + Vi, + Li' + Ni§;, —
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Lif; + Nif;. Since the oxygen lattice around lithium and nickel ions are identical and
the radii of lithium and nickel are very similar, by symmetry the oxygen atoms can
be neglected in the modeling of the crystal structure and only the lithium and nickel
layers are considered. The crystal structure used was taken from the the Materials

Project structure mp-632864 for LiNiO, [144] [145, 146, [T47, 148)].

In this structure, dipoles are formed from the intercalated lithium ion, which is
positively charged, interacting with the localized electron on the transition metal ion.
Thus, we have alternating layers of dipoles that form the bulk of the electrostatic free
energies of the crystal structure. When an antisite defect is formed, one of the dipoles

> which is also called the defect core for future

is broken and forms a broken “core,
reference. When studying the energetic interactions of antisite defect formation, we
can separate the interactions into the broken “core” term as well as the electrostatic
bulk interaction terms, shown in Fig. where the circled yellow site is the broken

core and the outside is the mean field term.

We first start by studying the bulk interaction term, also known as the mean field
(MF) term. It simplifies the problem to consider splitting the dipole layers between
the ones pointing “up” and the ones pointing “down” by the symmetry between these
layers. In the following notation, “even” indicates the layer that a core electron would
belong to if it was moved half a layer up and the alternating layers pointed downward
in the diagram, while “odd” indicates a layer that the core electron would belong
to if it was moved half a layer down and the alternating layers pointed upward in
the diagram. The definition of the dipole is thus always positive in “odd” layers and
negative in “even” layers in the original configuration, while it is always negative in
“odd” layers and positive in “even” layers in the defective configuration as shown in
Fig. [149]. The electrostatic interactions in the layers are thus opposite to each

other. By the definition of charge-dipole interactions, the even and odd interactions
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will be

1 cqe —g T
H even - < —j
MF, 24me Z Z rf’j

i€even jEiL

1 cqe Ty
Hyirodd = 5 dne Z Z %7

i€odd jE€i v

(1)

where the factor of % accounts for the fact that the charges are split over a dipole in
the layer above and the layer below, and the —cqe prefactor accounts for the amount
of dipoles at each site in a mean field description, since only the intercalated lithium
sites ¢ can have lithium-electron dipoles [150, 130} 151], T52]. Here, e is a unit charge
and ¢ is the magnitude of the charge. We sum over the layers in the crystal structure
indexed by ¢, which are separated into even and odd layers, and then sum over the
sites in the ith layer indexed by j. Since the dipole vector, p,, is defined as pointing
from the transition metal layer to the lithium layer, assuming the centered atom is
the red lithium site, the even layers are shown in the image are the orange dipole
layers, while the odd layers are the blue dipole layers. Here, the distance 7;; is the
distance between the center of the dipole p, and the defect center, and the scalar r;;

is the magnitude of that vector.

Because ions in this problem are assumed to only move as a result of defects
or intercalation and the induced dipoles from electronic movement are ignored, the
dielectric constant applied is the static dielectric constant of this material. These
approximations cause our simple theoretical model to neglect induced many-body
interactions that are not captured by a mean-field model, but it is a good first ap-

proximation. The full mean-field theory is then written as

Hl,MF = (HM‘/even + HMVodd)
HQ,MF = - (HM‘/even + HMVodd) )
split over the even and odd layers.

The broken “core” of the structure is studied next. It is known that the defective

nickel is more likely to be in the reduced (+3) oxidation state. Since at the core, there
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Figure 2: Detailed schematic of charge-dipole model, where in p,;, @ is the layer index,
which can be either “even” or “odd”, and 7 is the atom number in the layer. “0” is the
central site where the antisite defect occurs.

is only one negatively charged transition metal interacting with the mean field, this
greatly simplifies our energy calculation to be interactions with the two lithium ions
within the vicinity of the layer, shown in Fig. [Te. We use charge-charge interactions
to model the core interactions. In the core, only half of the ions on the edges are
considered (the other half is used to generate the dipoles in the mean field terms).
Thus, at each end of the core, we have a nickel-lithium interaction from the nickel to
the edge. The electrostatic core interactions in the two configurations are found to

be

Hy e = —L20) (C(qe)2 L _clae)’ )

2 dmerg  4me(3ro)

Hopore = (-0 ( clge)’ | _clge)’ )

2 dme(2rg)  4me(2ry)

This gives us

Hyp = Hypir — Hypr
(4)
Hcore = H2,core - Hl,core

as the final enthalpic interaction energy difference between the defective and bulk

configurations.

By using the definition of dipole charge-interactions [I30], the final mean field
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energy difference between the two configurations is found to be

qu “ . I' . I_ll . r .

s O 3LT R b o G

dme \ — |1y L e 1y
i€even jEi i€odd j€i

is the vector between the center of dipole 7j and the defect center and g is the dipole

between lithium sites to transition metal sites defined in the previous solution, where

rij = |r;;|.The defect core interaction difference is found to be

(ge)*(1 —w)e
Hcore = ) 6
12merg (6)

The final electrostatic energy is found to be
H = HMF + Hcore; (7)

shown in Figs. [Bb and [Bk. The electrostatic energies in these materials were found
to be lower at a state with more defects, indicating that a highly defective state is
energetically favorable. This is expected as the formation of such a state reduces the
magnitude of electrostatic interactions between layers.

In this electrostatics problem, the dielectric constant e is estimated using the
Clausius-Mosotti relation for a spherical inclusion in a homogeneous effective medium.
Since the dielectric response of the material is based on the interactions induced by
other atoms and the energies converge quickly in these structures (shown in Appendix
B), in the core and near field interactions, a simple dielectric constant can be used in
this model. The movement of the ionic lattice is considered in this problem, so the
low frequency (static) dielectric constant needs to be applied. The dielectric constant
can be found to change with the amount of intercalation or defects locally. When
the crystal structure is nearly perfect, the dielectric constant for layered lithium oxide
materials has been found to linearly decrease with the increase of defect concentration,
specifically for lithium niobium oxide [153], 154, 155].

We seek an approximation rule to calculate the average dielectric constant of

materials at different concentrations and to reproduce the behavior seen for lithium
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Figure 3: a), b), and ¢) are the entropy, enthalpy, and Gibbs free energy calculations
for NMC532, while d), e), and f) are the entropy, enthalpy and Gibbs free energy
calculations for NMC111. Because of the total site constraint in the lithium layer in
the crystal structure, when the concentration in the lithium layer is above a certain
level, there are not enough sites for nickel to have a high concentration of defects
in the system, so there are white triangular regions of no solution for the entropy
calculations. This also causes there to be regions of no solutions for the free energy
calculations.

metal oxide materials. The dielectric constant of metal oxides is estimated following
the additive rule in “well-behaved” metal oxides, based on Clausius-Mosotti dielectric
theory [156] I57], which has been found to work extremely well for many kinds of
oxide materials [I58, 159]. The additive rule has been found to be a good predictor of
the dielectric constant of oxide materials even before measurement, with the dielectric

constant € obtained from

e—1 4
= 571'204@-7%, (8)

where «; is the polarizability of the atom ¢ and n; is the number density of atom 7. For
our material, we consider atom types Li, Ni, Mn, Co, and O. The dielectric constant
decreases with respect to lithium concentration and defect concentration, as shown
in Appendix C. This dielectric constant calculation is only valid for bulk dielectric
constants since we do not consider image charge effects from the bulk/electrolyte

interface.

The second part of the energy from the configurational entropy of the model can

be split into two parts. First, in the lithium layers, the sites are either filled with
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lithium, defective nickel, or empty, which can be written as

N
i = (NO)(NOI(N(L—c— o))’ (9)

where N is the total number of lithium sites considered. In addition, the nickel layers

are either filled with nickel or empty, with the following number of combinations

(Nz)!
N (NO) (N (2 — v))! (10)
The total configurational entropy change is described as
S :kB hl (QLZ * QN@)
~kpN (zInz —clnec— (1 —c—v)In(1 —c—) (11)

—2vlnv — (x —v)In(z —v)),

which is plotted in Figs. Bh and Bd for NMC532 and NMC111 separately. The
configurational free energy prefers moderate values for v and ¢ because of the higher
number of possible states at at these concentrations. More importantly, the entropy of
the configuration limits the accessible states at higher lithium concentrations, because
it is physically impossibly for high concentrations of defects to be reached at high

lithium concentration from lack of available sites, creating the inaccessible triangular

regions in Fig. [Bh and d.

The final free energy can be described as G = H — T'S from Egs. [7] and [11],
plotted in Figs. Bd and [Bf. More information on these calculations can be seen
in Appendix 2.8 This free energy is dominated by the electrostatics, but there
is a strict cutoff from the possible available sites in the entropic component. The
diffusional chemical potentials, which describe the dynamic behavior of the model,
can be defined from the free energy. The diffusional chemical potentials are defined
as fle = % for intercalation and pu, = % for defects, shown in Fig. , and the
analytical solutions for the chemical potentials can be found in Appendix A. From

Figs. [b and [, at lower concentration, there is a larger driving force towards a
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Figure 4: a) Intercalation chemical potential for a NMC532 material. b) Defect
chemical potential for a NMC532 material. c) Intercalation chemical potential when
defect amount is close to zero and the contributions from enthalpy and entropy. We
also plot an open circuit voltage from experimental measurements [5] for comparison.
d) Defect chemical potential when the defect concentration is close to 0 and the
contributions from entropy and enthalpy. (Potentials are shifted in c¢) and d) by an
arbitrary reference potential for ease of readability.)

more defective state, qualitatively matching experimental measurements where the
high voltage/low concentration regions cause more cation disorder. Since the chemical
potential is defined with an arbitrary reference value, for ease of comparison between
the intercalation and the defect chemical potential we choose to shift the reference
potentials to overlap. The chemical potential contribution from entropy is derived
analytically in the appendix, while the contribution from enthalpic terms is calculated
numerically in Appendix A, and the contributions are plotted in Figs. [k and [d. For
both intercalation and defect formation, the enthalpic chemical potential dominates

the trend in these materials.
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Figure 5: Nickel ratio effect on the a) intercalation and b) defect formation chemical
potentials of the material. The solid lines are for the calculated values, while the
dotted lines are from experimentally measured values from Ref. [0].

The advantage of these simplistic models is that they can be applied to nickel rich
materials of any composition and provide a rough estimate of the energy of any of
these new compositions of materials in Fig. [f] In the previous discussion, Figs. B¢
and [3f provide an example of different ratios of nickel in the crystal structures for
NMC532 and NMC111. Experimentally, higher nickel ratio materials were revealed
to have larger voltage ranges [6] and degrade more quickly than lower nickel ratio
materials [84], which is also shown in our theoretical predictions for chemical poten-
tial of these materials in Fig. Our model follows the general trend of increasing
nickel content causing a larger slope in the chemical potential for intercalation. The
different electronegativity of the transition metal materials, which modifies the dipole
magnitude, causes this change in slope. In addition, the nickel concentration plays an
important role in the entropy cutoff by controlling the maximum amount of nickel in
the material that can form defects. Though the enthalpic interactions dominate, the
entropic interactions also become important in restricting the strict limits of amount
of defects. At lower concentrations, the driving force towards defect formation is
higher for larger nickel content materials, which has been observed experimentally
as well [6]. We note that though the model for “intercalation” description was not
as complex, we still capture the effect of the transition-metal concentration on the
intercalation chemical potential of the material. The slope changes near delithiated
and fully lithiated for lithium intercalation are expected to come from different ion-
ization potentials of the lattice since the lithium-rich or poor regions exist in a highly

charged state [160)].
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Dynamic Model

Using the free energy models formulated above, chemical potentials, which are the
driving forces for dynamic models, can be derived for the material. We model the
most simplistic version of a battery model-a single particle model. The dynamic
model at the surface is described using a single particle reaction-diffusion model with
a driving force from the diffusional chemical potential gradient. Both the lithium
concentration ¢ in the lithium layer and the defect concentration v in the lithium layer
are modeled through nonequilibrium thermodynamic driving forces, the gradients of
chemical potential [161], [162]. The boundary conditions applied for both models are
applied through the intercalation reaction for lithium concentration and the oxygen

degradation reaction at the surface, described in the following section.

A simple single particle model [48] was used in this system to model the cycling
behavior, based on more complicated porous electrode models [122]. For intercalation,
the simple form of mass conservation with a diffusive driving force can be described
as

oc D.c

-, 'F07 Fc:_
ot v kgT

V/’LC7 (12>

where D, o (1 — v) because of the effect of “blocked” sites on the diffusivity of the
material [46, 163]. In addition, because of the change of the maximum number of
required sites, during cycling, the chemical potential parameter actually varies with
te(c/(1 —v)) to rescale to the proper number of total sites. The dynamic equation
for conservation of defects is described as

ov D,v

a, 'Fva Fv:_
ot v kgT

v:u’U? (13>

if we assume a constant diffusivity coefficient for both models for the flux F./, in
the bulk. For simplicity, we assume that the diffusion coefficients are constant. The
boundary equations applied for the particle are

—n-F, =i (14)
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for surface reaction of intercalation i;,,. [164] [69] For the defect concentration, a sim-
ple degradation mechanism explained in 2.2.2 is prescribed, which gives the boundary
condition of

R (15)

2.2.2 Surface
Intercalation

Since blocked sites from defects play a central role in our theory, it is imperative to
use an accurate reaction model that captures configurational entropy and polaron for-
mation energies. For this purpose, the recent theory of coupled ion-electron transfer
(CIET) for ion intercalation [128] is adopted as the boundary condition, where the
concept of ion-electron polaron pairs complements the idea of dipole pairs to describe
the electrostatic interactions among disordered cations. In CIET theory, the blocked
sites play a much more dominant role than in classical Butler-Volmer models, be-
cause theory predicts a reaction-limited current i;,,, which has a strong asymmetry
dependence on all of the species concentrations: iy, = ¢, (1 — ¢ — v)i} for negative
overpotentials and iy, = ¢(1 — ¢ — v)i} for positive overpotentials [129].

These limits arise from the general form of the intercalation rate given by

Gintg = 10 /_00 (1 —c—0) (cineprea(e) — (1 —ne)poe(€)) pde, (16)

where the conditional probability that an electron of energy ¢ relative to the Fermi

level participates in reduction or oxidation is given by

1 ()\iﬁij€)2)
red/ow(E) = ——exp | ————— . 17
pra®) = e (<A (17)

Here, ¢ is the dimensionless lithium ion concentration (filling fraction) in the host
crystal; v is the dimensionless defect concentration, or the nickel filling fraction in the
lithium layers; c; is the lithium ion concentration at the reacting surface, related to

the nearby electrolyte concentration by an adsorption isotherm, assuming fast surface

57



adsorption compared to CIET intercalation; n.(e) is the Fermi-Dirac distribution,
and 7y is the formal overpotential defined as eny = en + kpT'In <= [129]. As the
overpotential is en = ur — (o + npe) [69] where n is the number of electrons, we see
that the overpotential en = . — kg7 Incy +eAg, is related to the difference between
the intercalation chemical potential p. and the potential difference A¢ = (¢ — @)
between the solid ¢, and the electrolyte ¢. The parameters in the model are A,
the Marcus reorganization energy for electron transfer; ¢, the prefactor for current
related to electronic coupling and the ion-transfer energy; p(¢), the energetic density
of states (band structure).

Our reaction rate differs from the typical CIET model for lithium intercalation
since the empty sites must also be reduced by the number of blocked sites in the
material from defects, contributing to the factor by v. Under the assumption that
the electron donor is metallic, we can assume a uniform density of state [165] 126]
which allows us to use the simple and accurate approximation of the MHC formula
by Zeng et al. [166] to derive a closed formula for the CIET reaction rate for lithium

insertion:

C+ C )\_\/1+\/X+77J20
erfc

1+ exp (%) 1+ exp (%) 2/ AkpT ’
(18)

it = 10 (1 —c— )

which reduces to the form given by Zhang et al. [129] in the limit of a defect-free
host crystal, v = 0.

Defects

In the bulk, phase transformations and cation disorder are triggered by the oxidation
of reactive oxygen ions at the solid surface, typically an edge plane of the layered
oxide crystal.  [167, 168]. At high voltages, degradation at the surface is much
more pronounced, especially those triggered by oxygen vacancy formation and oxygen

changes at the surface [30, 169 [170]; experimentally, oxygen vacancy formation at
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high voltages has also been observed [I71]. Since the dielectric “bulk” of the medium
consists of oxygen ions, and the lithium and nickel ions only interact at close range
for quick convergence of the free energies, we assume that the bulk dielectric constant
is affected by the local oxygen, defect, and lithium concentrations, where the oxygen
vacancies are assumed to not propagate into the bulk, as shown in Fig. @a [61]. Tt is
generally considered that oxygen evolution only happens at the surface of nickel rich
electrodes because of the large migration barrier of the oxygen in the bulk [172] 173].
Recent experiments, however, have suggested that oxygen vacancies can propagate
into the bulk [29] [167]. After the first couple cycles, bulk induced oxygen vacancy
degradation can start influencing the degradation of overlithiated oxides [167, 29].
For simplicity, we can assume that oxygen vacancies propagate slowly into the bulk
and account for them at the surface only. As such, we will have an oxygen boundary

condition only occurring at the surface.

The loss of available oxygen at the interface can be explained by several possible
mechanisms, sketched in Fig. [6p. In the simplest possible mechanism, oxygen ions
are oxidized at the surface according to the half reaction, O?~ — 0.505 + 2e~, and
there is a loss of oxygen ions at the surface in the lattice [167] that can be released
as gases [0], which has been experimentally observed. Another possible mechanism
involves oxidation and dehydrogenation of the organic electrolyte solvent, which has
been observed experimentally |7, [I74]. We propose that this reaction could release
electrons to the crystal that trigger cation disorder while creating a reactive hydroyxl
group on the surface, again involving the reactive oxygen ion at the edge plane.
The reaction can be modeled as EMC/EC — DeH EMC/EC*T + Ht + 2e~, where
the proton and dehydrogenated electrolyte product can bond with the oxygen at the
surface. The products have been experimentally observed through FT-IR experiments

for EMC and EC.

Experimentally, we know that the amount of oxygen degradation significantly af-
fects the amount of cation disorder [I75, [I76]. For the oxygen release mechanism, we
postulate that when oxygen is oxidized in a material, the loss of two oxygens in a

bulk requires the solid to accept electrons to conserve charge neutrality, which occurs
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through oxidation of transition metals. One electron is required for the electrochemi-
cal reaction, and one is required for the oxidation of the nickel ion to +3 state. The full
reaction can be written in Kroger-Vink notation as 2Niy; + O — 2Ni{; + V5 +0.504.
Thus, the amount of oxygen degradation increases the concentration of the reduced
nickel (+3) in the material, which heightens the possibility of cation disorder. For the
dehydrogenation mechanism, we propose that dehyrogenation releases two electrons,
one which is required at the electrode and the other which oxidizes the nickel ion.
Thus, the amount of reduced nickel in the material also decreases, causing a similar

effect as the gas release mechanism to the cation disorder in the system.

For the simplest model, we assume the dependence of the reactant, the reduced
nickel, in the defect formation reaction is linear. We know that ¢, is proportional
to the amount of oxygen loss, which is ¢,,. Thus we apply i, = togy to the defect
formation conservation equation boundary equation to obtain —m - F. = 1, = 74,,.
This simple boundary condition which includes the electrochemical surface reaction
components of our degradation can be applied to the model, while keeping the focus
on the bulk defects triggering phase transformations. The formation voltage for this
reaction is roughly E? = 4.4V, which also depends on the ratios of transition metals
as well as the electrolyte used [120, I75]. Therefore, the overpotential driving this
reaction is en = E + eAd.

Based on the observation that oxygen formation reaction is irreversible, a simple

Tafel reaction model was used for the oxidation current

ioxy = k(),oxycomy exp (kBLT>7 (19>

with a reaction parameter of exchange current density koozy, shown in Fig. [6b,
assuming that the increase of oxidation products (e.g. oxygen gas) is usually released
to the environment [164]. ¢,,, is the concentration of oxygen ions at the solid surface,
which can be modeled by the conservation equation in Appdx. [2.8. The magnitude
of reaction drops off as n < 0, and increases as n > 0, and the amount of reaction

decreases linearly as the amount of oxygen vacancies increase.
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Figure 6: a) Schematic of oxygen reaction and change of dielectric constant at the
surface of the particle, where the yellow circles are oxygen ions. Nickel is driven into
the bulk crystal, and the oxygen reaction at the electrolyte interface forms oxygen
vacant sites, free electrons, and releases oxygen gas or other oxidation products to the
electrolyte. The mechanisms of oxygen release and dehydrogenation of EMC/EC are
both proposed in this model [0}, [7]. b) Evans diagram of the oxygen reaction model
used and behavior relative to voltage applied. The coupled-ion electron transfer
intercalation reactions are plotted as well at bulk (v = 0) and defective (v = 0.1)
phases with different lithium concentrations. It can be seen that defective phases
reduce the magnitude of the intercalation reaction through blockage of available sites.

2.3 Simulations

2.3.1 Cycling

Using a model of NMC532 for the defective system and a open circuit voltage profile of
NMC532 from Colclasure et al. [5], we perform reaction-diffusion simulations with a
single particle model as described in Section [2.2.1] to study the surface degradation of
nickel-rich electrodes and are able to qualitatively reproduce the high voltage growth
of the cation disordered phase at the surface using a single particle model to simulate
cycling in an electrochemical cell. A single particle model is able to capture the
electrochemical behavior without the complexity of electrolyte diffusion limitation
or cell size limitations. In these simulations, we do not aim for a perfect fit of the
model, but attempt to show that qualitatively correct behavior can be achieved using
these ideas. Using a cutoff voltage of 4.4 V vs. Li/Li* for oxygen formation, we can
reproduce the behavior observed at surfaces for nickel rich electrodes [36], 27| based

on the fact that the overpotential at high voltages will be positive in some regions,
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Figure 7: a) Voltage plots for the first five cycles between low and high voltage
simulations for NMC532. Higher voltage cycling tends to exceed the potential for
oxygen formation. b) Defect growth in the first 100 cycles at the surface of the
particle. ¢) Defect growth at the end of the first 100 cycles throughout the length of
the particle, where R = 0 is the center of the particle and R = 100nm is the edge

of the particle. d) Capacity loss during cycling with voltage limits of either 4.3V or
4.5V.

increasing the oxygen formation reaction amount as in Fig. [fh. The experimental
results that were used for comparison were selected based on criteria described in
Appendix [2.10]

For this set of simulations, the exchange current density for intercalation and
reorganization energy are taken to be roughly i* = 8 A/m? for NMC532 and A =
3.78kpT for NMC111 since data for NMC532 was not freely available [129]. In our
simulations, roughly 20nm of the cation disorder growth in the high voltage model
was achieved using an oxygen reaction parameter of kg, = 5 X 107°A/m?. The
diffusion coefficient for intercalation was assumed to be D, = 1 x 107'2(1 — v)m?/s
[I77, 178 by the scale of diffusion measured experimentally, while for defects it was
assumed to be D, =5 x 107%*m?/s. A single spherical particle of radius R = 100 nm
was used to model a NMC battery nanoparticle with a discretization of 200 finite
difference volumes, where details are seen in Appendix This particle defect
concentration initialized at a homogeneously distributed distribution of the optimal
defect concentration of 2% in the particle [I79)], so the initial concentration v(t =
0) = 0.02. The initial concentration of lithium in NMC532 ¢(t = 0) was set to 0.4.

Single particles of NMC532 such that = 0.5 are cycled at 1 C for 100 cycles,

with a set of low voltage simulations with higher voltage cutoffs up to 4.3V and a set
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of high voltage simulations up to 4.5V, modeling the experimental behavior in Yan
et al. [60]. The lower voltage cutoff was permanently set to 3.75 V. More information
on the numerical simulations can be seen in Appendix [2.8l The amount of cation
disorder growth post cycling and the overpotentials in the simulations are shown in
Figs. and [7c. In these ranges, based on the asymmetry of the Butler-Volmer
reaction, there is more oxygen formation at the surface of the particle, causing cation
disorder to initiate at the surface and diffuse inward. At high voltages, the amount
of cation disorder nears the amount measured in experiments to be roughly 20 nm,
close to the experimental measurement of 25 nm of disorder [60]. The surface phase
appears when the amount of defects is high and grows inward towards the center
of the particle as the amount increases. Meanwhile, there is almost no growth for
the low voltage phase, similarly to the experimental measurement of 2nm of cation
disorder [60]. From our simulated results, we see that there is a larger amount of
capacity fade happening after 100 cycles at higher voltages than at lower, with most
of it happening at the surface of the particle at higher voltages. We see our model is

able to reproduce the experimental data observed qualitatively.

2.3.2 Voltage Hold

In addition to cycling results from a constant current perspective, the cutoff voltage
with respect to the system is also an important parameter. Voltage hold tests are
also often performed to understand the degradation of batteries [I80, [I70] at higher
voltage. Three constant current cycles at C/20 were performed and constant voltage
holds of 10h were performed for the NMC532 single particle model described above
in Fig. The effect of the oxygen reaction potential, which is applied at 4.4V in
our system, was found to be quite significant. Large amounts of capacity growth are
found at voltage holds past the oxygen reaction potential, while minimal amounts
are found at lower voltages. The amount of time spent at higher potentials is crit-
ical to controlling the amount of degradation in the particle, which is also observed
experimentally [6].

From the simulated data for constant current cycling and voltage holds at high
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Figure 8: Three C/20 cycles are performed before a 10h voltage hold is applied to
particles at voltage of 4.2V, 4.3V, and 4.4V for NMC532. a) The surface defect
amount v is plotted as a function of the fraction of the total simulation time. The
voltage hold occurs around 60h in the simulation. b) The variation of the capacity
loss within a battery, where the distance is from the center of the particle to the edge,
is plotted. c¢) The total capacity loss in the battery is plotted as a function of the
fraction of total simulation time.

potentials shown, we see that high voltage cycling in nickel rich electrodes causes ir-
reversible effects on the degradation of the particle. The degradation behavior shows
that the operation time at lower voltages contributes negligibly to degradation of
the electrode. Thus, for cases where preventing degradation is extremely important,
avoiding the higher voltage range is crucial. If higher voltage operation is necessary,
higher voltage operation should be applied later in the operation of the battery, to
push back the onset of irreversible degradation. Experimental data from voltage hold
simulations can be used to “invert” kinetic parameters for the degradation models
described in these papers to infer more accurate exchange current densities for degra-
dation reactions as shown in Appendix Data provided at different cutoff voltages
provides very impactful information on the voltage cutoffs for when degradation oc-

curs [29)].

The application of different coatings or additives may help reduce the amount
of oxygen reaction in the particle, helping control the amount of degradation [I81].

Commercialized batteries, especially for nickel rich materials, have different types
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of additives and coatings, such as aluminium oxides [I82], carbon coatings [183],
and others [I84]. These can change the surface kinetics and dielectric properties
of materials. Coating materials reduce the amount of degradation by reacting with
the surface layers to form a more stable interface, changing the kinetic properties
of degradation. Using such related models to understand how coatings change the
kinetic properties of degradation, or the redox potential at the interface, may prove

extremely useful in future material design.

2.4 Appendix: Diffusional Chemical Potentials

Simple formulae for the entropic contributions to the diffusional chemical potentials

for intercalation and defects, respectively, are given by

oS c

-T— = Tlhn —— 2
dc FpTIn l—c—w (20)
oS v v

based on our ideal solid solution models for lithium ion intercalation between the
nickel oxide layers and for vacancy-mediated defects within the layer. Expressions for
the enthalpic contributions from dipole-dipole interactions, core energy, and dielectric
decrement are more complicated and must be calculated numerically. Combining
the enthalpic and entropic contributions, we obtain the total diffusional chemical

potentials for lithium intercalation and vacancy-mediated defects, respectively:
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where 15 = [py].

2.5 Appendix: Convergence of Calculations

The convergence of electrostatic dipole-charge calculations is shown in Fig. [9] It is
well known that charge-charge interactions in an electrostatic system will not converge
above three dimensions [117]. However, based on the order of magnitude reduction

from dipole-charge interactions, these interactions converge quite quickly.

2.6 Appendix: Dielectric Constant Calculations

The dielectric constant plotted with the Maxwell-Garnett equation for Li.Ni;Mn,Co,O,

is shown as below as the additive rule. The additive rule is

-1 4
c = gwgami, (26)

€+ 2

where «; is the polarizability of the atom i and n; is the number density of atom i
[156, 157]. There is an decrease the dielectric constant with the amount of decrease

in lithium concentration in the material.
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Figure 9: Convergence of electrostatic calculations with respect to the cutoff distance
from the center of the defect.

2.7 Appendix: Analytical Solution

Assuming solid diffusion is not limiting, using a simplified single particle model, we
can predict the scaling of the amount of degradation in the first few cycles with a

voltage hold. Here, we first start with the reaction rate integrated over time

Qloss :/ jdegAdt
0

1
= / Tko,deg €xXp (1 + p(€) — fgeg)dc
’ (27)

1
o 7'/0 exp (2arcsinh (GTP}C—%) + p(€) — fdeg)dc

1
o< TN/O exp (2arcsinh ((),TR;—%) + p(€) — fdeg)de.

Since the exponential term is quite small when the voltage is not above the cutoff
voltage, the capacity loss scales with the amount of time spent in a higher voltage

regime, which indicates a linear scaling with the number of cycles. For a voltage hold,
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Figure 10: Dielectric Constant Measured with the Additive Rule.

this equation simplifies to

Qloss - / kO,deg exXp (V - :udeg)dt
0 (28)

= kO,degT exXp (V - ,U/deg)~

This relation is linear with respect to time spent in the voltage hold, as shown in
Fig. B, and depends exponentially on the value of the voltage hold. If we assume
the degradation voltage is at fi4e4, then the exchange current density for voltage loss

is generally

Qloss
7exp (V = fgeg)

(29)

k(),deg =

2.8 Appendix: Numerical Implementation

The two separate numerical calculations were both implemented in MATLAB and
can be found at https://github.com/lightningclaw001/public_paper_scripts/
tree/main/cation_disorder_defect. The thermodynamic model was calculated
using the unit cell of Materials Project structure mp-632864 for LiNiO, [144] [145,
(146, 147, [148]. The unit cell was reproduced and based on the convergence calcula-
tions in Appendix , a cutoff of 20 A. Atoms within the convergence criteria were
summed with Eq. [7]to find the enthalpy, which combined with Eq. [T}, gives the total

free energy G = H — T'S. The analytical solutions to the chemical potentials were
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calculated as Appendix , or as fl. = %—f Or [y = %—f.

A spherical single particle finite difference model [48] (reaction diffusion model)
was implemented for Egs. for concentration, and Egs. for vacancies.
The sphere was discretized into n sections, with Az as the size of each section, where
the boundary conditions Eqs. and were applied at the edges, and r; is the
radius at the center of each discretization. The fluxes F;_g 5 were defined at the edges

of the discretizations (at r;_g5). The bulk equations for concentration were then

@ _ _l (7’1'2+0.5Fc,z‘+0‘5 - 7”2‘2—0.5Fc,i—0.5) (30)
dt r? Ax ’
where the fluxes are defined as
.. _ (DCC<1 - U)/JJC)|Z'+1 - (DCC(l - U):u’c)ll <31)
c,i+0.5 — A{L’ .
At the boundary, the flux Fi, 05 = —i;n is related to the intercalation current.
For the vacancies in the system, we have similar discretizations such that
dv; _ 1 (rivos Foivos — g5 Fui-0s) (32)
dt 2 Az ’
where the fluxes are defined as
£ . _ (D”U'u“)‘iﬂ B (vap““)’i (33)
0,i+0.5 — Ar .

At the boundary, the flux F, ;105 = —i, = 2404y is related to the oxygen degradation

current, where the conservation equation is written as

OComy

el 211, AL Ty (34)

An additional algebraic constraint for the current constraint was added so that

n

dCi
i, Rcons raint 35
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. . . T p——
where v,, is the volume fraction of each section, v; = “+225=22The ode solver odel5s

n

was used to solve this problem with relative and absolute tolerances of 1 x 1075.

2.9 Appendix: Symbols

Here, we have appended a table of the symbols used in this paper for ease of under-

standing:
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Symbol Meaning Units
c lithium concentration in the solid material dimensionless
Ct LiT concentration in the electrolyte M
v defect concentration dimensionless
x nickel concentration in NMC material dimensionless
Y manganese concentration in NMC material dimensionless
z cobalt concentration in NMC material dimensionless
Ko dipole pointing from transition metal layer to the lithium layer Cm
T distance vector between the defect center and site ij m
Tij magnitude of distance vector between the defect center and site ¢ m
€ dielectric constant, see Appendix C F/m
ro distance vector between a transition metal-lithium dipole m
magnitude of distance vector between
ro m
a transition metal-lithium dipole
H enthalpy eV
S entropy eV/K
Gibbs free energy, G = H — TS eV
Lhe chemical potential for intercalation kT
Lo chemical potential for defect formation kT
D, diffusion coeflicient for lithium concentration m? /s
F. flux for lithium diffusion m/s
D, diffusion coefficient for defect formation m? /s
F, flux for defect formation m/s
Lint intercalation current A/ m? s
Toxy oxygen degradation current A/m? s
i exchange current density A/m? s
A reorganization energy kpT
n overpotential kgT/e
nf formal overpotential, 7y =1+ In < kgT/e
10} potential difference between electrolyte and solid kT
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2.10 Appendix: Experimental Data Selection

To obtain experimental data about disorder, recent microscopy experiments are very
useful in discovering the amount of disorder in the system. Many experimentalists use
gas formation or other mechanisms [6] to deduce the amount of phase transitions, but
for our model specifically studying cation disorder, it is imperative to have a spatially
defined set of experiments with clear experimental cutoffs for a specific material.
In addition, many common experimental measurements for phase transitions also
measure the oxidation state of different atoms, but this does not give the necessary
information because it discusses more the specific phases that we see [28]. Since our
paper is focused on cation disorder, which is the trigger for phase transformations,
knowing the amount of densified phases such as rock salt or spinel phases does not
provide the exact data we want. We have chosen experimental data with a good
set of electrochemical range (voltage cutoffs) as well as spatial range, along with a
material that we are interested in, which needs to be nickel rich and layered [60].
Similar material is also well-characterized for modeling purposes in terms of open
circuit voltage and electrochemical parameters [5], which was also previously verified
and tested by the authors, and compared with other experiments and simulations [49].
Coupled ion electron transfer kinetics parameters for nickel rich materials were also
obtained with this set of materials [129]. Thus, we chose this set of experiments to
model and compare because of a) rigor of experiments and well-planned and defined
experiments b) availability of modeling infrastructure and kinetic and thermodynamic

parameters.
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Chapter 3

Degradation from Single Particle to

Electrode Level (Solid Solution)

Population effects driving active material degradation in intercalation

electrodes [13]

3.1 Introduction

Though an accurate model of single particle level degradation for nickel rich cathodes
was formulated for surface reconstruction, the many different types of degradation
indicate that more forms of degradation need to be accounted for in modeling. For
example, cathode degradation is generally caused by particle level physical mecha-
nisms such as electrochemical resistance growth from films at the electrode/electrolyte
interface [24], 25], phase transformations and loss of kinetic abilities at the surface or
bulk [27], [185], as well as electrolyte loss [186] [187|. The apparent capacity loss from
the convolution of these mechanisms cannot be physically explained by a single degra-
dation mechanism, since it is caused by many degradation mechanisms, and results in

slightly different behavior in electrode-level phenomena. To understand this problem

The present chapter is based on my published work in the journal of Physical Review E [13].
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through modeling, the multiscale nature of the porous electrode problem indicates
that the models need to be coarse grained over many degradation mechanisms to

extract macroscopic degradation behavior.

Electrode-level degradation phenomena is seen in capacity loss curves and in
voltage-capacity curves [I]. This is seen through impedance experiments, where
impedance growth has been found to be mainly from the cathode side [40, [188,
189, 101], while anode degradation is generally motivated by solid electrolyte inter-
phase formation and lithium plating [91) 24]. Understanding the increase of cathode
impedance is a critical step of deconvoluting electrode-level degradation. Previous
work [40], [4T] has identified resistance growth as a large component of this failure, but
has not clarified the separation of all the different mechanisms. To deconvolute these
particle level mechanisms, it is imperative to understand the different relationships
between the particle level driving forces and electrode-level behavior of the degrada-
tion mechanisms, especially in relation to particle population dynamics. This reveals

a more complete understanding of electrode degradation.

In many physical theories, single particle models are used, but can be inaccurate
due to not accounting for interactions between particles. This concerted behavior be-
tween individuals in population dynamics has been observed in many systems, from
biological systems such as fireflies [I90] [63] to electrochemical oscillations in batteries
[65]. In a battery, the effects of population dynamics can appear in solid solution
materials [49] as well as in phase separating materials as each particle activates and
phase transitions [55], [10, 8, 191]. Past biological modeling used population dynam-
ics [192, 193], 194] studied with the Fokker-Planck equation [195] to understand the
growth and eventual death of biological populations [196], [197|. The idea of a fitness
landscape [197|, where the fitness represents the reproductive rate of a genotype, or
“effectiveness”, was incorporated into these models to explain why populations evolve
towards certain traits. We can similarly apply this idea to model particle population

dynamics in lithium-ion batteries.

For a battery, the fitness can be envisioned for each particle as the effectiveness

of carrying the current load, as shown in Fig. (1| for a population distribution affected
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Figure 1: Schematic of particle size distribution effect on current distribution in a
constant current charge or discharge simulation for a battery. a) The absolute value
of the capacity change fraction of each particle is plotted with respect to the cycle
number as the system is degraded. This accounts for effects of degraded charge
transfer kinetics and particle size contributions by reducing the nondegraded current
to the degraded current. b) A snapshot at a single time point for a sample of degraded
or nondegraded particles of small or large particle sizes is shown, where the capacity
change distribution splits the current between the different particles based on their
size effects and degradation.

by degradation effects and particle size effects. Fig. shows the fitness as a rate
of change of the capacity fraction of each particle, which is the capability of carrying
current. However, fitness landscapes can also evolve depending on the environment
they are in [196], [64], which in turn affects the evolution of population dynamics,
called coevolution [I98]. In a system of battery particles, the fitness landscape of the
particles changes [199] as the battery is cycled, similarly to how the fitness of different
genotypes changes with evolution [200]. Thus, it is important to quantify the fitness

landscape of battery particle systems as they evolve.

In this work, through methods of population dynamics coupled with electrochem-
ical kinetics in a simple battery model, we gain an understanding of active material
degradation at the particle scale and how it affects electrode-level degradation phe-
nomena. We simulate an interacting population of particles in a single electrode
volume in a porous electrode. Initially, particle size effects influence the current dis-
tribution in the population, while as the battery is cycled, degradation also influences

the current distribution. Fitness and degradation are observed to have an autocat-
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alytic relationship from the simulations. We use specific degradation mechanisms
to understand the effect on the electrode-level behavior of each of these materials.
Inversely, experimental information on the capacity loss profile and voltage-capacity

curves may provide insight on the particle level degradation mechanisms present.

3.2 Theory

In porous electrode theories, single particle models are often used to described the
active material interactions of the system [122], which can be inaccurate from not
accounting for interparticle interactions. To remedy this, we formulate a theory in
porous intercalation electrodes featuring the cumulative effect of population dynam-
ics including degradation. We consider particles with a size distribution, each of
which is treated homogeneously during (de)intercalation. The population f(t,c;r) is
the probability distribution of particles with radius r and concentration ¢ at time t.
The evolution of population f(t,c;r) can be tracked by the modified Fokker-Planck
equation. During evolution, the fitness function W is introduced to modify the inter-
calation rate of degradation. The analytic expressions of fitness functions for three

degradation modes are derived.

3.2.1 Conservation Equation

A porous electrode is normally modeled using volume discretizations at the electrode
scale, with single particle models in each volume to simulate the particle level interca-
lation and diffusion mechanisms of lithium ions [122] [53]. To account for interparticle
interactions, many active material particles need to be modeled in the same volume,
which are under the same voltage. The dynamics of a population can be driven by
controlled parameters imposed on the system [201], 202], such as the applied current
or voltage. Neglecting transport limitations at the electrode scale, these models can
be simplified to a single volume.

We can use the Fokker-Planck equation, which is commonly used to simulate

population dynamics of evolving probability distributions f(t,c;r) of multiple fields
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(such as concentration and particle size) under time evolution, to model this as

af 0 o ( 0
=5, IR+ 5 (Da_c (fW)) : (1)

In this equation, the first term is from the mean of the reaction happening amongst
the particles in the system, while the second term is from the variance of the reaction
amongst the particles. The variables are defined as R, the volumetric reaction rate
derived from the mean of the transition rates, and D, the thermal diffusivity related to
the fluctuations of the transition rates [203], with the full definitions in Appendix [3.4}
The full derivation of the modified Fokker-Planck equation accounting for the fitness
value can be seen in Appendix and reveals that the appearance of the fitness
function W is from the change in the effective reaction rate from degraded charge
transfer kinetics and particle size effects [51], [194] 193] [70]. For better understanding
of interparticle effects, we write this in the form where the volumetric reaction is
replaced by the nondegraded intercalation rate per area multiplied by the fitness of

the battery W as

of a0 .. N
U2 2 (pZm), ®

where D = kkgT /N, is the thermal diffusivity parameter, k = i/ for a linear form of
the reaction rate, and N; is the maximum number of molecules in the system. Here
1 is the nondegraded intercalation current per area, i is the real intercalation current
per area, R is the real volumetric reaction rate per volume, and W = R/i is the

fitness function, which is defined and expounded in the following section.

3.2.2 Intercalation Kinetics

The intercalation kinetics control the mean of the time evolution of the system as
defined in Eq. and thus an accurate description of kinetics becomes imperative
[511, 204], 205]. For electrochemical systems, well-known physical models exist for ther-
modynamically consistent reactions such as the Butler-Volmer reaction [206], 122, 53].

Increasingly complex models as coupled ion electron transfer (CIET) theory [128] [129]
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have been further derived and verified experimentally from x-ray imaging of lithium
iron phosphate materials to account for electron availability from the density of states
of the intercalation material. These intercalation models can be used to quantify the

heterogeneity and degradation growth in a population of battery particles.

The general form of the intercalation reaction takes the form of

i(n) = ko(c)h(n); h(n) =re —rs, (3)

where kq(c) is a transition state term describing the overall rate of reaction (incorpo-
rating exchange current density) and h(n) is from the thermodynamic driving force

composed of a forward r_, and backward reaction r. driven by the overpotential

en = (eds + p(c)) — (e¢4 + kpT'Inay), (4)

where ¢ is the concentration of the intercalated lithium, y(c) is the chemical potential
of the intercalated lithium, ¢/, is the lithium ion electrical potential in electrolyte

or solid, and a. is the activity of the lithium ions in electrolyte.

When there is no degradation accounted for in the system, the intercalation reac-

tion can be similarly defined as

i(n) = ko(c)h(n), ()

where the overbar indicates a system without degradation. The Butler-Volmer reac-

tion rate is modeled with transition state theory as

i(n) = ko(c) (exp (—an) —exp ((1 — a)n)), (6)

with the thermodynamically consistent prefactor ko(c) = kic®(1 — ¢)'~%al™*, where

k§ is the reaction current prefactor, « is the charge transfer coefficient, and a is the
activity coefficient for the electrolyte. The reaction rate from coupled ion electron

transfer, which accounts for electron availability, is modeled using an approximation
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as [128, [166]
i(n) = ko(c) (ayhelper(—ns, A) — chelper(ny, \)), (7)

with prefactor ky(c) = k(1 — ¢), where the helper function is defined as [166]

oY A= /1+VA+n?

helper(ns, \) = ——erfc : 8
per(iy; A) 1+ exp (—ny) 2V ®)

Here, the formal overpotential is defined as eny = en — kgT'In ﬁ, which is the over-
potential with the ionic concentration dependencies removed, and A is the Marcus
reorganization energy for electron transfer in the solid material. In this electro-
chemical reaction, the overall reaction is driven by the difference between the reduc-
tion and oxidation reactions, i = iyeq — G0z, Where ieq = ko(c)ayhelper(—ns, \) and
oz = ko(c)chelper(ny, A). There is a limiting current reached with this model from the
density of states of the material used with respect to overpotential, i, = kj(1 — ¢),
unlike the Butler-Volmer model, which grows exponentially with overpotential [129].
Kinetic behavior at high overpotentials is strongly affected by the correct choice of

reaction kinetics.

An important term we will encounter is the idea of an inverse differential resis-
tance, or differential conductance, g—é, which is first mentioned in Refs. [164][69] to ex-
plain the idea of autocatalytic reactions. Since degradation affects the overpotential,
the differential conductance reveals the acceleration of the reaction with overpoten-
tial. Experimentally, this differential conductance also appears in the charge transfer
resistance term in electrochemical impedance spectroscopy measurements [206]. A
negative differential conductance means that the reaction is self-driving or autocat-
alytic, as opposed to a reaction that is self-limiting or autoinhibitory. This differential
conductance incorporates an effect from the driving force term h(n) as well as from
the transition state term ko(c). For a solid solution material, the effect of the driv-
ing force term is generally autocatalytic, with the exception of Marcus-type electron

transfer reactions, which may have inverted regions causing local values of autoin-

hibitory reactions [207, [126]. However, the effect of the transition state term is not

79



necessarily autocatalytic and can amplify nonheterogeneity in population dynamics,

as explored in Ref. [51].

3.2.3 Fitness Function

As seen from the population evolution equation (Eq. , the fitness of particle popu-
lation dynamics, especially in relation to resistance evolution as the battery is cycled,
is important to quantify [21], 208 25 24]. The coupling of degradation evolution, ki-
netics, and particle size distributions in a porous electrode model is difficult to model
because capturing multiscale effects [209] and calculating implicit solutions numer-
ically at each step in the Fokker-Planck solution is computationally expensive. We
aim to formulate in a simple manner the solution of the Fokker-Planck equation with
the formulation of the fitness function W.

The fitness model captures a ratio between the real and ideal currents, which
linearizes the kinetics of the system. The advantage of using a fitness function formu-
lation is that from the definition of the fitness variable, we keep the original formu-
lations of our reaction rates without having to self consistently solve implicit kinetic
equations in the population balance. This becomes especially difficult for models with
a film resistance contribution, as implicit solutions are necessary for these models. In
addition, with the use of a fitness function model, there is a separation between the
different contributions of particle size as well as modes of degradation on fitness, so

there is a clear dominant mechanism from degradation.

The nondegraded intercalation current without degradation i is the reference that
the current at a certain overpotential reaches with no degradation. In physical parti-
cles, there are often degradation effects, especially as the particles are cycled, so the
real current magnitude [i| is generally smaller than the nondegraded current magni-
tude [7|. The general definition of the fitness, or “performance”, is the ratio of the

volumetric reaction rate accounting for particle size and degradation effects, or



where R is the volumetric reaction rate and i is the nondegraded intercalation current
per area without any resistance. This is an important ratio that relates our known
electrochemical reaction data i, the nondegraded current, with the real volumetric
current R. In physical terms, W can also be thought of as an effectiveness parameter
that indicates the ability to accept current, representing the performance of a battery,
since a higher effectiveness indicates a better performing particle. However, a better
performing particle is also more sensitive to degradation effects, so infinitely small
particles are not the most beneficial in electrode design.

Intercalation currents in battery particles are usually modeled as surface reactions
[54, [44]. However, the total capacity in the system depends on the particle volume.
Solid diffusion is often not limiting in intercalation materials, where reaction limita-
tions tend to be more important in nanoscale systems [3]. Under this assumption,
there is a simple scaling of the particle size (radius r) relating the reaction rate per
volume R to the reaction rate per area i as VR = Ai, where V is the particle vol-
ume and A is the particle area. Using this, for spherical particles, the fitness can be
simplified to

W =—= (10)

ri
which relates the particle filling rate to the current density as shown earlier. This
introduces a separation between particle size effects 1/r and degraded charge transfer
effects i/i. The initial distribution of the “fitness” is determined by the size of the

particle distribution as W = 1/r since there is no degradation.

3.2.4 Degradation Models

From the degraded charge transfer effect of fitness i/i, we see that the degradation
buildup on each particle also plays a role in the fitness. Mechanically and electro-
chemically, there are many different modes of degradation in a lithium-ion battery
[81]. For simplicity, we only consider the most important electrochemical degradation
modes in lithium ion batteries. There are three possible modes of electrochemical ac-

tive degradation in a battery material that we will consider. The first is formation
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of a film resistance on the battery, based on some film-forming reaction, such as
solid-electrolyte interphase formation [21], 210]. The result of this is an increased
surface resistance that mainly plays a role in affecting the kinetics by reducing the
overpotential.

The second mode of degradation is through the reduction of active material, from
phase transformations into rock salt or spinel phases (such as in nickel rich materi-
als), which cause changes in surface kinetics and active material capacity [211], 212].
This would result in the loss of active material, which plays a role through rescaling
the available lithium concentration in the system. It mainly reduces the number of
available sites in the transition state, which affects the reaction kinetics.

The last mode of degradation is a general contribution from degradation in the
battery, either in the cathode or anode, as a loss of electrolyte in the system from
degradation reactions. This can be modeled with a loss in electrolyte concentration
[21], 186].

Since we use nickel-rich materials as an example, degradation reactions are mod-
eled at higher voltages [83],[57] using a simple Tafel reaction to define the degradation

current as

ideg = kO,deg exXp (Mgeg — Hres + ZRf) (11)

where p1g,, is the cutoff potential for degradation.

Resistive Film

A resistive film may form as a type of solid electrolyte interphase on the cathode [213],
94] or anode [214] and grow continuously. Experimental measurements of resistive
interface growth have found that though the initial amount of growth is quite rapid,
even past the initial stages, there is often continuous growth of resistive film on active
material [23]. For any intercalation reaction, when a resistive film grows, it affects the
current ¢ through the reduction of the overpotential to n + iRy with film resistance
R;.

From the definition of the fitness of the reaction rate in Eq. [10] it is necessary to
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obtain i/7 when there is a resistive film. The simplest electrochemical reaction is a
symmetric Butler-Volmer model, which can be solved with fewer simplifications than
the generic Butler-Volmer model because of the symmetry of the model. If we do a
Taylor expansion on this system and assume that the charge transfer coefficient is
symmetric, we can obtain an analytic expression for the driving force term in Eq. [46]

We obtain the fitness value any given time as

1 :
W = = [1 + i coth (an) Ry] + O(R3). (12)
A more general case can be found by linearizing the full kinetic model with respect
to the overpotential. Using this, we can avoid the need to find an implicit solution of
this problem. A natural dependence on the differential conductance occurs from how

resistance affects overpotential. The ratio of the degraded to nondegraded current is

found to be

ERIIESH

=——— +O(R}) (13)
1—-Rg:

from the linearizations in Appendix [3.8]l, where the second order solution can be seen

in Appendix [3.6] Thus, the fitness value is found to be
1 AN 9
W=-1-Rs— + O(R%), (14)

which is the general formula for any reaction rate. The specific analytical formulas

for each reaction rate (Butler-Volmer and CIET) can be found in Appendix A.

For the resistive film model, with the electrochemical cycling of a battery, the

resistance on a particle Ry (€ - m?) changes as

dRy(t,c,T)

dt = Bideg7 (15>

with the value of the degradation current per area iq., from Eq. @ The resistivity
per amount of reaction is § = nMM/(Fop), which is the resistivity per amount of

resistance reaction in units of Q-m?/C. This is a property of the material which makes
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up the resistive film. It is related to the conductivity of the material o, the density of
the material p, the number of lithium atoms per chemical formula in the film material
n, Faraday’s constant F', as well as the molecular mass of the film material MM. For
materials such as lithium carbonate which form inorganic films in batteries, we expect
the resistivity parameter 3 to be on the range of 107 — 107° Q- m*/C [215]. Since
we are only concerned with the dependence of the resistance with the particle size, we
can take the mean value of Eq. [I5|over the concentration distribution using Appendix

3.0l

Surface Blockage

The model of fitness in surface blockage is similarly defined to the approximate solu-
tion of the resistance formation model. The surface blockage model is a homogeneous
version of a model for phase transitions from cation disorder-induced degradation,
especially common in nickel rich materials, which involves a change in surface con-
centration as well as bulk availability [12], 28] 60]. The rescaled capacity is defined as
¢. Since there is a loss of active material in this model, in the chemical potential model
of the active material, the real concentration needs to be rescaled by the amount of
capacity loss as p.(c/¢) instead of u.(c). The value of degraded to nondegraded cur-
rent is shifted as a result, as the reaction is affected by the rescaled chemical potential
as well as the reduction in the number of available sites, which influences the reaction
rate through transition state theory. We can calculate these two effects separately.
We first calculate the effects from the reaction rate without prefactor, which comes
from the effect of overpotential on this mechanism. The ratio of the degraded to

nondegraded reaction rate without the prefactor is found to be

~ 1+

1¢(1 —¢) Buc Oh (16)
h

¢ 0Oc On

= =

from a Taylor expansion of h in Appendix [3.82, where we again see a form similar
to the differential conductance. This change in maximum capacity plays a role by

limiting the current in these coupled-ion electron transfer reactions. If we mainly
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consider surface effects, we can neglect this term.

Following, we can calculate the effects of the prefactor ratios, which consist of the
surface effects. For an nondegraded Butler-Volmer current, the ratios of the prefactors

is (%)1_(1 from the thermodynamically consistent Butler-Volmer equation [69]. For

the coupled-ion electron transfer reaction, the ratios of the prefactors is %‘é when the

transition state is assumed to occupy one site. Thus, the total fitness for the surface

blockage model results in

cC—¢C

Wzl( )n+(9((6—1)2), (17)

r\l—-—c

where n = 1 — « for the Butler-Volmer equation, and n = 1 for the coupled-ion

electron transfer reaction rate.

For a model of surface blockage, the amount of degradation is classified by

dé(t, c,r) g€ (18)
dt Psmaz

an equation that scales with the size of the battery particle and the total site density
of the material. Here, C' is the Coulomb number and ps 4, is the maximum site
density of the material in mol/m3. This equation can again be integrated over all

concentration values for an average value per particle size as in Appendix [3.5

Electrolyte Loss

In a full battery cell, the amount of degradation should be affected by degradation
on the other electrode (anode) as well. The formation of degradation on the anode
will often lead to a loss of usable lithium capacity from the lithium consumed in the
side reaction to form products [216]. These products consist of the solid electrolyte
interphase, cathode electrolyte interphase, and others. Since we are modeling a per-
fect electrolyte bath, which does not use an opposing electrode, we cannot “consume”
lithium ions on the other electrode and reduce the total usable lithium concentration.

Thus, electrolyte loss needs to be prescribed in the system, which we choose to be
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linear for simplicity [2I]. We call this degradation mechanism electrolyte loss since it

reduces the available electrolyte.

In the Butler-Volmer equation, the electrolyte concentration affects the transition

state prefactor as kg(c) oc ¢\~ In addition, there is a subtle effect on shifting the

overpotential from the entropic component. From linearizing the reaction rate without

prefactor h in Appendix[3.88 and applying the definition of the thermodynamic factor

Olnay
8lnc+

from Ref. [122], which relates the activity in a Stefan-Maxwell concentrated
electrolyte with the lithium ion concentration, we can obtain the fitness value. We

see that the fitness value in a Butler-Volmer equation is simply found to be

-«
_ay 190Inay oh . e
r 1+ }_Lalnc+ kBT—an(]_ C+) + O((C+ 1) ) (].9)

with our linear approximation for concentrated solutions. A dilute solution approxi-

mation can also be used, where the thermodynamic factor is unity.

For coupled ion electron transfer, the effect of electrolyte is more complicated
[129]. In the reduction reaction, since the electrolyte is a reactant, there is a direct
concentration dependence on the reduction reaction, but not on the oxidation reac-
tion. In addition, in the formal overpotential, the electrolyte does not influence the
amount of available sites in the overpotential except through the activity in a con-
centrated solution. Thus, it does not change the overpotential of the reaction for a

dilute model [128]. As derived in Appendix [3.83, we see that

W= o dehed g o((e, 1)) (20)

rl Olnc, 1

is the fitness value for the electrolyte loss model if a CIET reaction rate is used. For
a CIET reaction rate, the reduction current ratio in the total reaction contributes
strongly to scaling the value of the fitness function. This causes the fitness in inter-

calating systems to be lower than in deintercalating systems for this model.

Assuming that the initial electrolyte concentration is unity, the degradation rate
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for a half-cell model with a electrolyte loss can be prescribed using the simple relation
cy =1 —kt, (21)

where k£ > 0 is a parameter that reduces the availability of electrolyte with time in
units of M/hr if the initial concentration is 1 M and ¢ is the amount of time spent

cycling the battery in hours.

Combined Model

These three degradation models can be combined into an overall fitness value to
account for multiple degradation effects to the first order approximation. Similarly,
if other fitness values for different degradation mechanisms are also derived, they can
be combined into such an overall fitness value. The value of the combined fitness

function for the Butler-Volmer equation is

10Inay kgT Oh

hdlnc, e 8_77<1_C+)}' (22)

11—« = 1-«
W~ &t (i — Z) [1 + ai coth(am)Ry] ll +

For the coupled-ion electron transfer system, the overall fitness function can be written

as

1 /é—c 1 red Olna,
W%—( ) A{l— — (1 —cy) . (23)
_ 01 ,
r\l—c/)1— Ryg 1 Jlnc,
From each of these equations, we can see the explicit contributions of particle
size and the three different degradation modes we are modeling (resistive film, sur-
face blockage, and electrolyte loss). The separate effects of each degradation mode

contribute to the overall fitness, aiding understanding of which modes are the most

detrimental and should be mitigated to preserve the current capability of the battery.
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3.3 Simulations

3.3.1 Numerical Setup

Here, we attempt to model the degradation of a nickel manganese cobalt oxide blend
electrode with a ratio of 5:3:2 (NMC532) under constant current cycling and capture
the evolution of capacity changes and degradation with time evolution. Using the
Fokker-Planck model in Eq. [2| we model a single electrode volume. We simulate each
degradation mode separately to analyze their individual effects. Simulations were
performed with MATLAB using autodifferentiation from CasADi [217] to increase
speed of solving the DAE system. The Fokker-Planck numerical simulations were
performed until end of life for each degradation and reaction model. Simulation

parameters and details were reported in Appendix [3.9]

3.3.2 Analysis

We first focus on the particle level details of degradation, and then analyze how
dynamics at the microscale affects electrode-level degradation. From the particle level
details of kinetics and degradation, we observe the heterogeneity between particles
in intercalation. To understand their contributions to degradation, the fitness values
in the simulation are observed. The heterogeneity of degradation at the particle
level scale and the autocatalytic relationship between fitness and degradation are
discussed. Following this, microscale degradation is then used to explain electrode-
level phenomena, with the voltage curves and the capacity loss data as an example.
Heterogeneity at the particle level is then found to heavily influence electrode-level

degradation effects, especially from the smaller particles.
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Particle Level Heterogeneities

In a single cycle, the average concentration at each particle radius is plotted in Fig.
B.:3.2h,b and the variance of the concentrations is plotted below in Fig. [3.3.2,d.
We observe that even the differences between these reaction rates can cause hetero-
geneity in the intercalation of particles. This is influenced by the “limiting current”
for coupled-ion electron transfer type reactions from the electron availability, while
the Butler-Volmer reaction grows exponentially with overpotential and is unbounded.
This limiting current is bounded by the transition state value v* = (1 — ¢)~!, which
shows up in both reaction rates, but because of the exponential form of the Butler-
Volmer equation, it affects the coupled-ion electron transfer reactions more strongly.
This causes an asymmetry between charge and discharge in the CIET reaction rate,
stemming from the prefactor. The asymmetry in discharge is discussed further in

Refs. |51}, [49].

The heterogeneity at the particle level scale representing the effectiveness of each
particle is described by the fitness. This describes each particle’s inherent current-
carrying capability. The initial value of performance is defined by the inverse particle

size as shown in Fig. 2h. After cycling, the fitness function W is plotted in Fig. 2]

where the analytical values can be found in Appendices [3.2.4] [3.2.4, and [3.2.4, The

fitness becomes infinitely small from the unbounded behavior of Butler Volmer reac-
tions for some values in Fig. [2b, where the reaction is infinitely large for intermediate
concentrations. This causes asymptotic behavior in the Butler-Volmer solution for

the resistive film and electrolyte loss models.

We observe that as the battery is cycled, the value of the fitness function is reduced
from degradation accumulation. Overall, the reduction of the fitness values drives
further increases in heterogeneity in degradation, which triggers more heterogeneous
reduction in the fitness values. Thus, we observe an autocatalytic effect between

fitness and degradation.

This autocatalytic relationship between fitness and degradation is further seen in

Fig. [3] The relative degradation parameter with respect to the maximum parameter
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Figure 2: a) The initial fitness value W = 1/r is plotted in the first cycle with
respect to each concentration and particle size at a single time point during the initial
cycle. b,c,d,e,f,g) For each Butler-Volmer /coupled ion electron transfer reaction rate,
the fitness values W from a set of simulations each with a single degradation mode
towards the end of cycling are plotted with respect to concentration and particle size
at a single time point during one of the last few cycles.

at each time is plotted for the Butler-Volmer or coupled ion electron transfer reactions
with the degradation mechanisms from film resistance or surface blockage. Resistance
growth asymmetry happens in the first couple cycles in Fig. and b, where more
resistance forms on the larger particles and reaches steady values after the first few
cycles to attempt to homogenize the system. Initially, no autocatalytic behavior is
observed as the initial resistance formation seen is part of the “formation cycling”
in battery electrodes [218] 219] to stabilize the system and reduce the homogeneity

between the particle sizes.

The second step of nonheterogeneity in resistance formation appears after forma-
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Figure 3: a,b) For a set of simulations with only resistive film growth, relative resis-
tance at each cycle to the maximum resistance at each cycle is plotted with respect
to cycle number and particle size, for the Butler-Volmer and coupled ion electron
transfer reactions. c,d) For a set of simulations with only surface blockage increase,
surface blockage at each cycle relative to the maximum surface blockage at each cycle
is plotted with respect to cycle number and particle size, for the Butler-Volmer and
coupled ion electron transfer reactions. (The degradation mechanism of electrolyte
loss is prescribed so it has no heterogeneity). This plot displays the heterogeneity
growth in degradation as we cycle the battery.

tion cycling in the battery lifetime and reduces the overall capacity of the battery
as shown in Fig. [3] Because of the larger fitness values for small particles, there
is a higher capacity change fraction distributed to them, causing more degradation
from the higher amounts of degradation current. This degradation growth behavior
becomes autocatalytic as more asymmetry in degradation growth is observed with
cycling. This is seen in the later cycles in Fig. [Bhb, where more resistance forms on
the smaller particles towards the end of life. Similarly, for the surface blockage mech-
anism, there is an autocatalytic effect on degradation favoring smaller particles. This
is coupled with the fitness values, which eventually lose all their available capacity
towards end of life and leaves only larger particles operational. Thus, for both the
surface blockage and resistance formation models, heterogeneity grows autocatalyt-
ically as we cycle the batteries, with degradation favoring the smaller particles and

larger particles remaining more stable.

From the combined observations of particle level degradation at different particle

sizes, we theorize that the terminating behavior of battery capacity is not caused
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Figure 4: The voltage discharge and charge curves from simulations with a single
degradation mechanism with respect to the state of charge of the cathode are plotted
at the beginning, middle, and end cycle of each set of simulations with each reaction
model (BV/CIET for a,c,e and b,d,f) and degradation mechanism (resistive film for
a and b, capacity loss for ¢ and d, and electrolyte loss for e and f).

by the average particle size, but rather the smaller particle sizes. As observed in
Fig. [3 at later stages in cycling, degradation starts to accumulate on all particles,
but especially quickly on smaller particles, which require larger amounts of poten-
tial to charge/discharge and thus causes a stronger drop in battery capacity. This
autocatalytic behavior between fitness and degradation drives a strong heterogeneity
in fitness values in Fig. [2] as the battery is cycled. This continually favors smaller

particles as the system reaches end of life in Fig. [3]

Electrode-Level Measurements

The effects of heterogeneous degradation effects can be shown to influence the experi-
mental measurements of electrode-level electrochemical phenomena. The shifting and
hysteresis behavior of the voltage curve provides important pieces of electrode-level

information from cycling the degraded cells. The capacity loss profile can also be
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observed and information on the degradation mechanisms can be extracted from the

shape of these curves.

Expansion of the voltage curves, or hysteresis, occurs from kinetic limitations in
the system, which are often caused by degradation mechanisms that do not degrade
the active material. For the electrolyte loss mechanism in Fig. [ the formal overpo-
tential for the coupled-ion electron transfer reaction does not contain any electrolyte
effects. The main influence of degradation is on the kinetics in the reduction direction
of the reaction. Thus, there is no shift in the open circuit voltage (OCV) curves and
only an “expansion” of the charge/discharge curve around the original open circuit
voltage, which occurs from the limitations on the kinetics. The apparent shift in the
open circuit voltage comes from the need to apply higher electrolyte potentials to
compensate for lower electrolyte concentrations. There is an asymmetry between in-
sertion and deinsertion since the influence of electrolyte concentration appears solely

in the reduction reaction.

Shifts in the voltage measurement, however, generally occur from either shifts in
overpotentials required or active material ranges. The surface blockage mechanism
observes a leftward shift compared to the potential of the original model, occurring
from the reduction of available transition state sites and the shift in the OCV. This
causes the change in active material range in the surface blockage mechanism, which
generates a shift in the overpotential ranges, translating to the accessible voltage
range. Similarly, because of the shifted overpotentials for the Butler-Volmer formula-
tion for the electrolyte loss mechanism, there is a downward shift of the open circuit
voltage curve. This is in contrast to the surface blockage mechanism, since there is
not a change in range of active material voltage, but a shift in the electrolyte poten-
tial applied. This generates a downward movement on the voltage curve instead of
leftward shift of charging range.

The electrode-level behavior of “expansion” and “shifting” of the discharge curves
provides us with macroscopic information on the contributions of the degradation
mechanisms from kinetic effects or changes in the overpotential (which can be caused

by electrolyte concentration loss or active material degradation). Generally, a combi-
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Figure 5: a,b,c) The capacity cutoff for each cycle with respect to the cycle number
for BV/CIET is plotted for sets of simulations with the three separate degradation
mechanisms in the first row, while the real relative electrochemical capacity loss from
the integrated degradation current with respect to the cycle number is plotted in the
second row in d) and e). For the electrolyte loss model, because the electrochemical
capacity loss is from the anode, we instead plot the prescribed degradation of elec-
trolyte concentration with respect to cycle number in f). g) We plot the capacity loss
curve with respect to cycle number for a set of simulations with all three degradation
mechanisms implemented for the two reaction models.

nation of these will contribute to the physical degradation of voltage curves. Through
observing the expansions and shifts of the degraded charge/discharge curve, we can
learn about whether degradation consists of active material degradation or electro-

chemical changes in kinetics at the surface.

In capacity loss curves, a linear drop in capacity is observed in Fig. [5 which later
rolls over into a steeper capacity loss curve when more degradation has accumulated.
Each degradation mechanism contributes differently to the terminal behavior of the
capacity. The resistance formation mechanism and surface blockage mechanism both
cause sharp terminating curves, but the resistive film mechanism is much smoother
than that of the surface blockage mechanism. The electrolyte loss mechanism has a
smooth and nonlinear drop off as the concentration of electrolyte drops, especially at

lower electrolyte concentrations.

The different shapes of these drop offs may be able to give insight into the dom-
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inance of different degradation mechanisms from the experimental observation of
capacity loss plots. In addition, a set of simulations where all three models were
combined was performed, where it can be seen that the dominant degradation mech-
anism tends to override the capacity loss curve (in, this case, the surface blockage

mechanism) in Fig. [Bs.

3.4 Appendix: Derivation of the Modified Fokker-

Planck Equation

The derivation of Fokker-Planck with resistance evolution in these systems is similar
to that of biological evolution with a fitness landscape. In fact, we expect to see the
fitness effects more strongly as we apply current/voltage to a control system instead
of letting the population evolve naturally as in genetics. Starting from the Langevin
equation, we can derive the Fokker-Planck equations needed as follows. The Langevin

equation for the filling of a battery particle, assuming no solid diffusion limitation, is
Vie; = —A; (i;(Ap) + Fy(i)), j=1...N, (24)

where V' is the total volume of the particle, A is the area of the particle, ¢ is the
concentration of the particle, which is the site density of the intercalation material
scaled by the maximum site density, ¢ = p/ps.maz, @ is the reaction rate caused by the
difference between the reservoir potential .5 and the particle potential p, which is
related to the driving force Ay = pipes — p1, and F(i) is the random force for particle
j, which depends on the reaction magnitude ¢ by the fluctuation-dissipation theorem
[220, 161]. In a battery particle, we know the volume of a particle scales with the
particle size as V; o 7“;9-’ and the surface area scales with the particle size as A; 7‘]2-,
where r; is the radius of a spherical particle. We can simplify the Langevin equation
into

_ 1. . :
6 ===+ F(ij), j=1...N. (25)
J
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In a reactive system, for j = 1... N particles, every particle obeys the Langevin
equation under a total constraint. Reactions happening directly between the particles
are assumed to be nonexistent [221] and reactions only happen between the active

material particles and the environment.

This constraint is usually some form of constant current or voltage. For constant
current, we expect that > i MjCeft; = RXNeonstraint f0r applying a current constraint

from all particles, or for constant voltage that ti,es = ficonstraine fOr all particles i.

If we assume that the probability density of particles in the system is at f(c),
we can convert this system of Langevin equations into a Fokker-Planck equation
(acknowledging that the system is not deterministic from the noise term F'(i)) [66,
203]. At each concentration variable, we need to take a small time increment such
that we can sum the transition rates leaving and arriving at the current concentration

as the chemical master equation

ft+ At c;r) = f(t,e;r) + At /1 ple—¢,)f(t,c;r)W(t, ¢, r)dd
0 (26)

— At /1p(c’, o) f(t, ¢;r)W(t, e, r)dd.
0

Here, p(z,y) is the transition matrix from state y to « before dampening the transition
probabilities with the fitness. It needs to be weighed by the changes in the transition
state matrix because there is a modified amount of transitions happening from the

changes in the fitness variable.

The derivation of Fokker-Planck with resistance evolution in these systems is sim-
ilar to that of a fitness landscape in genetics. We can start with the chemical master
equation, which comes from the continuum limit of the previous equation to derive

the full Fokker-Planck equation

- / Cddple—c ) flt Wt r) - / LAp( — e ) f(t W (L e, 1),
(27)

of (t,c;r)
ot

and change the integration variable c or ¢ to the difference between these two variables

=c—C.
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We take a Taylor expansion of the system only around the change of concentration

variable y. The Taylor expansion on the term in the integral returns

p(y,c—y)flc—y)W(c—y) = ply,c)f(c)W(c)

— y@% (p(y, &) F(OW(e) L + 7 (p(y, ) f()W (c)) + ...

(28)

We know that there is no flux when there is no concentration change, so then the
zeroth order term from the expansion is zero. Thus, only including the first and the
second order term of the expansion, we see that the chemical master equation now
is converted to the Fokker-Planck equation, which after moving the integrals into the
derivative terms is revealed as

Aen) 2 Lrew @ ([ amnt.o))| + o | rowio [ aniso.o)]

(29)

to obtain the Fokker-Planck equation we are familiar with. For simplicity in notation,
we define the first order term as the reaction rate such that i = fol dc'dp(d, c) to rep-
resent the driving velocity from the mean in concentration change from the transition
probabilities. The second order term as D = fol dc'?p(c, c) represents the fluctua-
tions, or the variance from the concentration change for the transition probabilities.

From the definition of the intercalation reaction rate and the definition of a diffusion

coefficient explicitly defined above, we see that

af 0 0 0
E:_G_C (fR)+% (Da_c (fW)) : (30)

where D = kkgT/N; and k = i/n for a linear form of the reaction rate mapping
to previously electrochemical Fokker-Planck methods. This is the full Fokker-Planck

equation with the resistance evolution terms [51} [164], [194] [70].
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3.5 Appendix: General Properties of the Fokker-
Planck Model

Some general properties need to be defined in these systems. Since we assume there

cannot easily be particle size changes in the system, we see that

/0 f(t.e;r)de = g(r), (31)

which is constant with time as the size distribution g(r) of the particles. The average
over all the volumes for any property x can be defined as
B fooo fol xr3f(t, c;r)dedr B fooo fol ardf(t, c;r)dedr

() fooo fol r3f(t, c;r)dedr B fo"o r3g(r)dr 5 (32)

since the volume of each particle is of a different size, which scales with r3.

3.6 Appendix: Second Order Solution to Resistive
Film Model

The second order Taylor expansion to the resistive film model is as below:

Ri+O(R3) = i+iR a—EJFR21 o 2+i@ +O(R?)
f f) =Tt f877 ) an on? f7-

(33)

+1 0%
L0
o ! 20R

i = E+ﬁ
~ T ORy

Ry=0

The ratio between the degraded and nondegraded currents in the second order is

given by

-1
i di 1 (., (0i\> &%
== (1—1%,[@—77—}‘@5 (z 1 (0_n) +a_7;2)> + O(R}). (34)
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The fitness value of the landscape is given by

1 1
Wi(t,c,r,Ry) = - : (35)

Tl R di R21 1 ( 0@ 2 9%
—Rgy — R (0 &) T ap

The second order model is not used in the simulations, but is given as an example to

show how higher order terms would be derived.

3.7 Appendix: Analytical Differential Conductance

The transition state prefactor for the thermodynamically consistent Butler-Volmer
equation is

ko(c) = kge™(as(1 =)™, (36)

where « is the charge transfer coefficient, a is the electrolyte activity coefficient, and
k§ is the current rate prefactor. The analytical differential conductances are reported
in the following sections where all values are reported in non-dimensionalized form. In
these functions, the exchange current density is actually the fitted prefactor [3] that
includes the lumped reaction rate prefactors. For coupled ion-electron transfer, the
formal overpotential is eny = en + kpT'In “* to satisfy the De Donder relation [129].

In future equations, it is assumed that the overpotential 7 is nondimensionalized with

e

the dimensional group .

In this series of equations, the helper function is found

A1+ VA
VAT L+ VA+j (37)

helper(n;, \) = ———erfc
per(1y, A) 1 +exp (—ny) 2v/A

to be

and the derivative of the helper function with respect to the formal overpotential is

found to be
A/ ﬁ+17>\)2
(exp(—nf)—i-l)nf exp <—(f+4>\>
A—y/m3+VA+1
_ f f
dhelper( A) Ve ) ert ( 2V ) i VAL
ne,A) =
dny (exp (—my) + 1)°

(38)
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In fact, though dhj;?er (ng, A) is not strictly equal to ‘ﬂl‘;—%’er(nf, A), to the first order
approximation of a Taylor expansion, if the perturbation to the electrolyte concen-
tration and solid concentration at any given time is small, this solution is correct.

The derivation is shown in the following equation

dhelper dhelper
dn dny — kgTdlnay + kgTdlnc
dhelper dlnay dlnc 9
= 1+ kT — kgT + O(Aa 39
dny 5T dny BT dny (Bag) (39)
__ dhelper
dny

We thus use this approximation for most of our solutions, since perturbations to the

electrolyte and solid lithium concentrations are not that large.

The second derivative of the helper function can also be found analytically to be

2he] 1 )\—\/772—1-\/}—1-1
@helper —— | —avme et ’

a)‘ = -
dn? (17: ) 2(e7m +1)° 2V

A=+ VAa+1
+ 2y/me 21 (" + 1)V erf !

2V

n2+VA+1-2 2
few e T ()

A(m+vVA+1)
(T ()

2(e +1)%e” o 2nf(eT 1) e ax
3/2
nj+VA+1 (3 +vA+1)

A/ MEFVAFL=A 2
4(67” + 1) nfe_( ! 7By ) —2ny

7+ VA +1

+

(40)
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3.8 Appendix: Partial Derivatives

3.8.1 Film Resistance

For the film resistance model, the partial derivative with respect to the film resistance
can be found as B
which naturally evokes the value of the differential conductance. The Taylor expan-

sion of the system with respect to Ry is

_ Oi _ o1
i =14 — Ri+O(R%) =i+ iR;— + O(R?), 42
OR; |, f (R%) ! on (R%) (42)

where all derivatives are evaluated at no degradation (we will neglect the evaluation

terms for some future derivatives). By combining terms and dividing by 4, we see

that
oL Lomy (43)
? 1-— ng—; 17
which gives
Wl (1 — Rf@) 1 + O(R?) (44)
r an f

For a symmetric Butler-Volmer model, it becomes more convenient to separate
the prefactor effect and the driving force effect as i = ko(c)h(c,n). Thus, we can

expand the system as

(45)

W\l o
[en) [e=)
> >
> S

1
i
When linearizing a symmetric Butler-Volmer model, a Taylor expansion of the driving

force term shows that

h(n,i, Ry) = h(n) [( Z (ailif)k> + ( Z (ailif)k> cothom] . (46)

k=2n,neN k=2n+1,neN
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We see that to the first order,

W = 1+ ai coth (o) By] + O(R}) (47)

3.8.2 Appendix: Surface Blockage

For the surface blockage model, we separate the reaction rate effects into the prefactor
effects from ky(c) and the reaction effects from A(n). Similarly to the approximation
for resistance formation (but using h instead of i), a Taylor expansion can be per-

formed on h(n) with respect to ¢ — 1 so that

h:i_z+@ (e—1)+0O(@) ~ h+

oL P

(¢—1)2 dc On

(48)

Again, we see a form of differential conductance appear in this solution, since the
differential conductance without the transition state prefactor can be obtained with

the following relation -
oh _ohon _ < op.0h
oc  Onoé & dc On

If we divide both sides of Eq. by h, we see that the ratio of the degraded to

(49)

nondegraded reaction rate without the prefactor is found to be

c(1 - ¢) O, Oh

h 1
=~1+= —. 50
h * h ¢ Oc On (50)
In addition, the effects from kq(c) are shown as
ko(c) ¢—c
_ = o1
k’o(C) 1—c¢ ( )
for CIET and )
fie_ ()" 52
ko(C) 1—c



for the BV reaction. Combining the two effects, we see that the fitness for the surface

blockage model is

1/c—c\" 1¢(1 —¢)dp. Oh
W~ — 1 53
r(l—c) <+h 2 (’3087})’ (53)
where n = 1 — o for BV and n = 1 for CIET. The effects of the latter term can be

neglected if we focus on surface effects, so the approximation is

W:%(é_c)n+0((1—a)2). (54)

1—-c

3.8.3 Appendix: Electrolyte Loss

For the electrolyte loss model, we operate exactly as we did in the surface blockage
model, separating the reaction into the prefactor and the driving force components
1 = koh for a Butler-Volmer system. We can separate the contributions from the
transition state (performing a Taylor expansion on ¢, — 1) and the non-transition

state effects

Oh Oh Oon kT Olnay Oh

h = h+—-— —1)+0(*) =~ h+ —1)=h —(1—c,).
+ac+ - 1(C+ )+ (C) an . _1aC+ . _1(C+ ) + e 8lnc+ an( C+)

(55)

For the overpotential for BV, -2 ac = —’fo gii‘gi, while for a coupled-ion electron

transfer kinetic system, there is no dependence on formal overpotential on the elec-

Olnay
Olncy”’

onr — 0). We also define the thermodynamic factor as

trolyte concentration ( By

which will be used in concentrated solution models [122]. We see that

%:[1 1(9111a+chT8h(1_CJF)}7 (56)

holnc, e On
and since g—g = a}r_a, easily
al=® 19lna, kgT Oh
W=-—"11 s 1—cy)l. 57
r [ +h@1nc+ e 877( CQ] (57)

For a coupled-ion electron transfer reaction, a Taylor expansion needs to be per-
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formed directly on the electrolyte concentration on ¢ since the effect of the electrolyte

is convoluted throughout the reaction rate. We obtain

i=1+ %(C+—1)+O((1—C+)2) (58)

where the full derivative of the current with respect to electrolyte concentration is

di  0i 9y Oi
dcy — Onpocy  Ocy’

(59)

with the differential conductance seen again. Since there is no dependence of the elec-

trolyte concentration on the formal overpotential approximation (gcii = 0), the elec-

trolyte concentration dependence purely affects the reduction reaction in the coupled-

. . ; i, 91
ion electron transfer formulation 2= = fred 900+
Oct c+ Olnecg?

where i,.q = k{j(1—c)ashelper(—ng, A)

is the reduction contribution to the driving force. For a Stefan-Maxwell formulation,

we see that
di . _,0hay
= lre ) 60
dC+ ! dc+ 8 In Cy ( )
and thus, we see that B
i ired (3 ln CL+
-=|1-—(1- 61
i { 7 C+)81nc+] (61)

which gives

} +0(((1—cp)?). (62)

3.9 Appendix: Simulation Parameters

An open circuit voltage model from Ref. [5] was used for the NMC532 solid active
material. A constant exchange current density of kj = 10A/m? for the intercala-
tion reaction, while the reorganization energy in MHC/Marcus kinetics was found
to be 3.78kgT [129]. The thermal diffusivity parameter in the system D, was set
to be 0.05kgT, and the degradation reaction formation voltage was set to 4.1V
for all degradation mechanisms considered [83]. The generalized Butler-Volmer re-

action rate [69] or coupled ion electron transfer reaction [128] were used to model
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the electrochemical ion insertion reaction. A current control system with a C-rate
of 1C was used in each of the model systems starting at a concentration of 0.45,
charging from 3.7V to 4.1V until the battery dies. Discretizations of 0.002 for
the concentration and 10nm were used for the radius, which was discretized from
10nm to 300nm. A normal distribution with an average of 100 nm and a variance
of 100nm was selected to perform this set of simulations, which is an abnormally
large distribution used so that a wide variance of particle sizes could be sampled.
For electrolyte, a dilute solution model of 1 M is used. The BV reaction rate as
well as the localized and delocalized electron limits of CIET were used to study
this system, which are displayed in Appendix A. The fitness values were used with
the approximation from Eq. [14] The scripts used to run this set of simulations
can be found in the public repository lightningclaw001 /public_paper scripts under
the folder fitness_distribution (https://github.com/lightningclaw001/public_

paper_scripts/tree/main/fitness_distribution) for the different models.

The degradation parameters are listed below. A resistivity of 1 - m*/C was used
in the resistive film simulations for the film material. The exchange current density
of the degradation reaction for the BV reaction for resistive film formation was set to
0.04 A/m?, while for the CIET reaction it was set to 0.2 A/m?. The exchange current
density of the degradation reaction kg 4o, Was set to 0.03A /m? for the surface blockage
mechanism reactions. For the electrolyte loss reaction mechanism, the coefficient for
electrolyte loss k was set to 0.003 M /hr. The capacity loss and electrolyte loss models
were chosen so that 90% of the original capacity is achieved roughly at the end of

lifetime.

For all degradation models, the total intercalation current is then found to be

d{c)y J;© fol % dedr
dt [T r3g(r)dr

(Rxnn) = (63)

integrated over the total volume of the system, where g(r) = fol f(e,r)de is the

constant probability distribution of the particle sizes. The total degradation current
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is then similarly found to be

B fooo fol cr?igegdedr B OOO 172 (ideg) g(r)dr

(Roxtiaeg) = I~ r3g(r)dr N Jo~ r3g(r)dr (64)

since in the system, we only calculate the averaged amount of degradation over all
particles of the same size ¢g(r). Thus, the total applied current in the system is system

is found to be (RxNconstraint) = (RxXNjne) + (RXNgeg).

Because the Butler-Volmer reaction grows exponentially as the overpotential in the
system increases, the large values of the overpotential cause artificial numerical errors
to be introduced because of the magnitude of reaction rates at high overpotentials.
Thus, it becomes necessary to add a damping function multiplied to the reaction
rates at the high overpotential terms to prevent this from happening, causing the

Fokker-Planck equation to become

of 9 . 9 (0
5 = 5 WO+ 5 <D% (fWC)) (65)

Because the material is not thermodynamically phase separating, there is a very low
density of the population at these high overpotential concentrations, so the damping

function does not affect the solution of the system. We choose a damping function

C(n,2) = 3 (tanh (~(s] = ) +1), (66)

where z is the cutoff value for the overpotential, which we set to z = 8 kgT. This
damping function is symmetric with respect to = 0 and dampens the overlarge
values of reaction rate caused by the unphysically high overpotential from Butler-
Volmer.

Because of the difficulty of numerically solving the reaction rate for many implicit
solutions as would be required especially for a model with the resistive film buildup,
we instead turn to our analytical approximations performed in Sec. [3.2.4] and use
the O(3) approximation for the Butler-Volmer equation in Eq. and the O(2)

approximation for the coupled ion electron transfer solution in Eq. (14| for the Fokker-
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Figure 6: The percentage errors of the analytical solutions are plotted below for each
reaction mechanism and degradation mechanism.

Planck Eq. 2l The errors to the numerical approximations are shown in Appendix
[3.10} The other degradation mechanisms of surface blockage and electrolyte loss have
simpler equations to solve and do not need implicit solutions for the intercalation
rates, so their full solutions to Eq. [I] are used in the simulations. In the full model
with all three degradation models, since it is necessary to solve the implicit reaction

rate, we apply the approximations to the fitness function in Eqgs. 22 and 23]

3.10 Appendix: Numerical Error

The O(4) error for the Butler-Volmer resistance reaction or the O(2) error for the
other reaction rates and degradation mechanisms are shown in Fig. [6] for the approx-
imate solutions to the analytical solutions. The exact degradation mechanisms are
simulated for the surface blockage and the electrolyte loss solutions, but the error of

the analytical solutions are provided for reference.
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Chapter 4

Degradation from Single Particle to

Electrode Level (Phase Separating)

Scaling analysis of mosaic phase separation in Li-ion batteries [14]

I

Methods of statistical physics [222] 223], 224], 225] enable the description of emer-
gent macroscopic phenomena for interacting ensembles, as in liquids and glasses [226],
227) or population genetics [228]. Despite their importance, the understanding of
these many-body systems remains incomplete, especially for open systems driven far
from equilibrium [229] [164]. Lithium ion batteries and other engineered devices often
belong to this class of systems, where macroscopic control can be exerted (e.g. current
or voltage), but the non-equilibrium thermodynamics of particle-level heterogeneities
(local compositions and phases) cannot be controlled.

These particle level heterogeneities in lithium ion batteries consist of electrochem-
ically active particles ranging in size from nano to micrometers [230, 231], which
participate in electrochemical reactions. Lithium ion-electron pairs intercalate into
or out of active material particles, which enables reversible storage of electrochemical

energy. Many of these materials phase separate into high and low lithium concen-

The present chapter is based on my submitted work [14].
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tration phases during (de)intercalation, such as graphite [232] 233] 234 [T, 235 [10),
2306, 237, 238|, lithium iron phosphate (LFP) [239 240, &, (0, 241 242], lithium
titanate (LTO) [243], 244], lithium titania anatase [245] and lithium cobalt oxide
(LCO) [246, 247|, introducing intriguing coupled behavior such as voltage oscilla-
tions and history dependence [65] 13 5T, [49]. In these electrodes, total current or
voltage control is applied on a macroscopic scale, reflecting that of a population of
battery particles. Thus, the macroscopic feedback of such devices is dependent on

the response of many microscopic particles.

Experimental observations in LFP [8] and graphite [238] porous electrodes have
shown that the fraction of particles carrying the majority of the electrochemical cur-
rent, deemed the active particle fraction, responds significantly to the magnitude and
direction of the applied current. Such behavior includes a transition from particle-
by-particle intercalation, which indicates a low active particle fraction, to concurrent
intercalation [§], indicating high active particle fraction, where increased current re-
sults in the activation of a greater population of the electrode. The effect of the

current on this transition suggests that nonequilibrium dynamics are responsible.

To investigate these dynamics, linear stability analysis of a single lithium iron
phosphate particle [67, [164] reveals the suppression of phase separation at high dis-
charge rates. Specifically at high rates, where nonequilibrium effects are introduced,
suppression is caused by explicit concentration dependence (autocatalysis) [164] [51]
in the reaction rates. This leads to kinetically-driven phase separation in the single
particle stability factor from competition between solid diffusion and autocatalysis
driven by reactions. Beyond single particle stability, macroscopic phase separation
introduces non-uniform intercalation between particles [8], requiring population scale
investigation in the nonlinear regime. Population balance models [51], 193] have been
applied to investigate the (dis)charge behavior of phase separating particle popula-
tions. Thermodynamically, bimodal and unimodal regimes appear in the concentra-
tion distribution with increasing applied current as observed from simulations [193].
Thus, we aim to investigate the active particle fraction, which characterizes the be-

havior of phase separating populations [238], 8], whose physical interpretation remains
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Figure 1: a) Example image of a lithium ion battery electrode, with many particles in
both the cathode and anode that participate in electrochemical reactions. b) Different
regimes of behavior are observed based on whether values in the spinodal voltage
or larger voltages are applied, where particle-by-particle or concurrent [8| behavior
can be observed. The particle-by-particle behavior is from the appearance of an
nonequilibrium energy barrier in the region with an effective energy barrier, while
the concurrent behavior is deterministic because there is no barrier. ¢) The active
particle fraction, which relates the reaction timescales to the process timescales, can
be low or high depending on the timescale interplay between the macroscopic and
microscopic. The low active particle fraction region corresponds to the region with
a barrier, while the high active particle fraction region corresponds to a barrier-less
transition.

to be fully elucidated.

To investigate these problems, many particle simulations of phase separating elec-
trodes [55, [10] have been performed using multiphase porous electrode theory [44],
validating experimental observations of voltage oscillations [65] and asymmetry in
active particle fraction [8] between charge and discharge. Specifically, activation be-
havior in simulations of these populations has been found to change with thermody-
namic barrier height in the spinodal gap for the chemical potential [8]. While the
phenomenology observing the transition has been established, the underlying math-

ematical theory driving these nonequilibrium transitions remains to be fully under-
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stood. There is no simple theory to aid direct design of increased utilization through

active particle fraction in electrodes.

Here, we aim to formulate a mathematical theory for predictive analysis of in-
creased activation in electrodes. Scaling analyses are utilized to shed light on pop-
ulation timescale competition. In single particles of phase-separating electrode ma-
terials, such as LFP [50, 248] and graphite [91], the competition between the re-
action, applied current (process), and diffusion timescales in a single particle for
a phase separating material lead to various regimes of intercalation patterns, such
as core-shell and intercalation wave behavior [3]. Additionally, coupled ion-electron
transfer (CIET) reactions [249, 128] can directly control surface pattern formation
by electro-autocatalysis [164]. However, since many-particle systems are nonlinear,
single-particle scaling analyses are insufficient for determining the behavior of a multi-
particle system. Scaling analyses derived from population balances predict timescale
competition on a multi-particle scale through the active particle fraction, enabling

direct prediction of a transition between stochastic and deterministic regimes.

The active particle fraction scales with the ratio between the single particle re-
action timescale and the many particle process timescale, found to be asymmetric
between charge/discharge. Our predicted analytical results are validated by compar-
ison with multiphase porous electrode theory simulations [43], electrochemical mea-
surements [9], and operando x-ray diffraction experiments [§|, matching timescale
trends and observed asymmetries between charge and discharge in the active particle
fraction. This highlights the significant role played by nonequilibrium barriers and

stochastic effects in determining population behavior, particularly within the spinodal

gap.
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4.1 Theory

4.1.1 Single Particle Model

Lithium ion batteries utilize active material particles ranging from nano to microm-
eter size at electrodes for energy storage and release with electrochemical reactions.
Electrolyte solutions containing lithium ions facilitate current flow between the spa-
tial distribution of the electrodes, which is incorporated into electrode-scale modeling
[43]. However, even at the same electrolyte volume, population effects can be ob-
served. We focus on a spatial volume where the bath is assumed to be homogeneous,
and each particle is in contact with an electrolyte reservoir, whose potential can be
controlled externally through .5, the reservoir potential in the electrolyte. For a sys-
tem without transport effects, the reservoir potential essentially the applied voltage in
a lithium ion battery. Electrochemical reactions on the surface and solid diffusion in
the bulk drive the (de)intercalation process in the electrode. The intercalated lithium

ion conservation equation in each particle n can be written as
n=—V " Jjn, (1)

describing the nondimensionalized concentration of lithium in the active material ¢
with the flux j, = —Dc/kgT Vpu, driven by the chemical potential 1 gradient and
parameterized by the solid diffusivity D. We apply a reaction boundary condition of
—1n - j, = iy(c, pres) where n is the direction normal to the particle surface pointing
outward and i, (c, ft,s) is the surface reaction rate dependent on intercalated lithium

ion concentration and electrolyte bath potential [69)].

Integrating Eq. |1|over the particle volume V and defining &, = V! [|, ¢,dV as the
average particle concentration, A as the surface, and L ~ V/A as the characteristic

length, we observe that the conservation equation can now be written as

b=V 75 i fires)dA + V1 f (i(Cms fires) — i(Gons res)) dA. 2)
A A
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Here, the differences from surface concentration to bulk introduce error in the bulk-

averaged equation for concentration, found to be

b=V f ((Cas fires) — (Ens fires)) dA, 3)

which is highly history-dependent, changing based on diffusion limitations between
the surface and bulk as well as between different regions on the surface. The appear-
ance of this error is from the difference in surface concentration to average concentra-
tion in the particle, which can be driven by either spatial heterogeneities or diffusion
limitations. For this model, the error, which we will further introduce as noise, is
only induced by error in the model from neglecting diffusion limitations. Spatial het-
erogeneities can also induce noise, which is not explicitly included in the Langevin
equation modeled.

Thus, for a 1D particle, assuming all future ¢, refer to the average concentration,
and applying the volume averaged reaction rate R = V' §, idA, the conservation
equation for a battery particle is analogous to a Langevin equation where the white

noise is driven by spatial heterogeneity of concentration

én = R(Cna ,ures) + €n (4)

This model is driven by the reaction rate R, which is dependent not only on the
concentration ¢,, but also on the reservoir chemical potential pi,.s. The formula of
the reaction rate is expounded in Sec. |4.1.4]

Using our general mass conservation equation in Eq. 2| by comparing the reaction
rate to diffusivity, the maximum deviation of surface to bulk concentration is found
to scale with the timescale ratio between single particle diffusion and reaction, Ac ~
p/7r [3]. If we perform a Taylor expansion on the magnitude of the noise from
Eq. [3} the noise is thus bounded by the single particle reaction-diffusion timescale
competition [3] such that £ < }%:—g . The time dependent solution from an analytical
approximation to the reaction-diffusion equation can be found in Appendix [4.5] where

a colored noise with a timescale of 7z can be used as an approximation.
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Using proper reaction models, the mass conservation in a reaction-limited phase
separating single particle can be mapped to the problem of motion of a Brownian par-
ticle in a potential well [250]. Brownian motion is often modeled using the Langevin
equation [251], 252], where motion is driven by a potential gradient and includes a
white noise process as in Eq. 1.4 in Ref. [250]. The spatial potential gradient is the
main driving force for movement in the particle.

The equilibrium thermodynamics of a single phase separating particle is well char-
acterized [241]. However, the nonequilibrium energy barrier is distinct from the equi-
librium miscibility gap, where both barriers are plotted in Fig. [2h for a linear reaction
rate. Comparing Eqgs. [4and the Langevin equation for Brownian motion, the nonequi-
librium barrier from integrated reaction rates is found to be the potential R ~ —V®,
assuming that the integrated reaction rates are path-independent and the noise is
near memory-less [251]. For simple linear reaction rates, the potential can be found
analytically (shown in Fig. later in the manuscript), while for nonlinear reaction
rates, the direct potential cannot be integrated. However, potential differences and

their derivatives are found through the integrated reaction rate such that

Blep) — ¥(er) = — [ Rle. i) (5)

&)

from the final concentration c¢; to the initial concentration ¢y. This provides an
estimation of the nonequilibrium transformation barrier at any applied voltage for a
single particle, similarly to Ref. [I64]. The shapes of the potential well and the barrier

heights control the timescales of the transformation process.

4.1.2 Many Particle Model

An averaged conservation equation (Eq. for each of the particles can be con-
structed. However, when dealing with a large number of particles, the number of
variables increases quickly and makes calculations intractable, necessitating various
forms of averaging. By eliminating fast variables [253], the number of variables can

be significantly reduced to a set of “slow” macroscopic descriptors, aligning with ther-
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modynamic observations [254]. Integration can be performed by elimination of fast
variables through projection operations [255] 252] 254], 224]. These methods are ap-
plicable only if the autocorrelation time of the Langevin noise is much smaller than
the timescales of large variation [253]. For stochastic differential equations [256], this
implies that the timescale of the noise term must be substantially shorter than that

of the driving force.

In a reacting particle which is reaction limited, this assumption indicates that the
difference in reaction rate from the exact surface concentration to the averaged bulk
concentration is small. This condition ensures that no additional timescales, such
as solid diffusion, convolute the integration of the reaction timescale, which is true
for most battery materials and particle lengthscales except graphite platelets [3]. If
this condition is satisfied, we can map this system to a Fokker-Planck equation to
describe a reaction limited system of particles [I3], shown in the projection operation
in Appendix .6l Assuming white noise, this equation can be described with the

operator Lp, describing the evolution of the population given an initial distribution

of _ . ,_OUR) 9 (,0f
E_EDJC_ Oc +80(D68c>’ (6)

as

where the diffusivity D, is analogous to the thermal diffusivity [51], which is related
to the Langevin noise magnitude through the fluctuation dissipation theorem [252],
2D (t — t') = (£(t)E(t)), if the noise is assumed to be white. (The exact solution
finds that the noise is colored, indicated in Appendix but the magnitudes are

quite small).

Error bounds on the Langevin equation inform the noise magnitude in the Fokker-
Planck equation. From the bounds of the Langevin equation, we see that the mag-
nitude of the noise in the Fokker-Planck equation is bounded by the values in the
Langevin equation as D, < %(%:—2)2. From Ref. [3] and the expected magni-

tude of the stability function, the magnitude of the diffusivity is expected to be
O(107') ~ O(1071%) s7! depending on intercalation material and applied C-rate.
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Figure 2: a) Potential barrier for a linear reaction rate as an example displaying
the energy barriers at different applied voltages. The equilibrium thermodynamic
barrier is plotted in dotted blue for reference. b) Different barrier heights are shown
for the Butler-Volmer and coupled ion-electron transfer reaction rates at different
applied voltages. c¢) The absolute value of the single particle stability criterion of the
maxima and non-global minima are plotted for different potentials for the BV and
CIET models. A clear asymmetry is seen in the evaluation of the slopes between
charge and discharge.

4.1.3 Extraction of Process Timescales

The equilibrium solution to the Fokker-Planck equation can be found from properties
of the operator L governing of the evolution of population dynamics [250} 257]. The
solution can be expanded around its eigenfunctions, where the equilibrium solution
corresponds to the eigenvalue with value zero [258]. Importantly, the timescale in
which the equilibrium limit is reached is determined by the first nonzero eigenvalue
of the operator. The timescale is proportional to the inverse of the first nonzero
eigenvalue, 7 = —1/\;, suggesting that for each applied voltage, a process timescale
representing a C-rate can be extracted.

We observe that the effective nonequilibrium potentials as derived in Eq. [5| for
our particle exist in two possible regimes. The first arises when there are two local
minima and an energy barrier separating them. This region occurs when the applied
voltage is within the miscibility gap and is caused by a metastable concentration
solution for zero reaction. This metastable concentration introduces a local maxima
in the nonequilibrium barrier, differing from the equilibrium barrier, as in Fig. 2. In

this regime, results are stochastic, as noise is required to initiate barrier hopping for
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individual particles. This regime corresponds to particle-by-particle intercalation [§].
In the other limit, at voltages that are outside the miscibility gap, there is no energy
barrier. This regime is deterministic as no barrier crossing is required. Thus, two

different timescales are extracted from these regimes.

In the stochastic regime, methods analogous to those for solving the Brownian
particle problem can be applied to the intercalation process, where the transformation
timescales depend on potential differences. For lithium iron phosphate, based on a

boundary layer expansion [250], the first nonzero eigenvalue is found to be

Mo VAR dc(Cinax ) [dR ) de(conin)] exp (—D1 /m A (C)dc>7 ™

27 ¢

Cmin

where s indicates the stochastic regime. Here, ¢y, and cpac are the non-global
minima or maxima of the potential, both found when the reaction rate is zero
(R(Cmin,max; fres) = 0). This is analogous to Kramer’s problem of barrier cross-

ing [259]. From the eigenvalues, the timescale in the stochastic region appears as

VAR] dC(cm:;TldR/dc(cmin)! o (Dcl /c:jx R(C)dc)' (8)

Ts

The barrier height of the potential as well as the curvature of the maxima and minima
control the passage time from the local to the global minima [260] in transition state

theory.

The barrier height can be obtained from the integrated reaction rate between the
local minima and maxima, plotted in Fig. [2a for the Butler-Volmer and coupled ion
electron transfer reaction rates, where the reaction rates are described in Section [4.1.1]
The different barrier magnitudes in the stochastic regime are shown in Fig. 2p at
varying applied voltages. While the magnitude of the barrier is expected to affect
behavior within the spinodal gap, the stability criterion of the reaction [164] (the slope
of the kinetics) also influences observed macroscopic asymmetries between charge and
discharge. The curvature of the maxima and minima are found from the slope of the

reaction kinetics when the rate is zero. The curvature of the potential happens to
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be the single particle stability criteria [164], used in Ref. [67] to indicate whether a
single particle will phase separate. Suppression of phase separation at discharge is

predicted from a single particle model of lithium iron phosphate.

Similarly, the population scale model predicts significantly shorter timescales for
relaxation during the discharge process as observed in Fig. [3c from larger magnitudes
of the single particle stability criterion at the local maxima. In a broader sense, in
the stochastic region, this suggests that the discharge process is more stable rela-
tive to charge at a population scale due to the longer timescales required to achieve

equilibrium, driven by single particle stability at the local maxima.

In the deterministic regime, when no nonequilibrium energy barrier exists, similar
approximations can be applied to find that the eigenvalues are deterministic [261], [262].

The deterministic timescale is directly found to be

T4~ —0.5D; ( / :f R(c)dc) h : (9)

where d indicates deterministic, outside the voltage range corresponding to the spin-

odal gap. This timescale coincides with the concurrent intercalation mechanism [§].

An equality boundary condition between the deterministic and stochastic timescales
when there is no nonequilibrium potential barrier can be applied. This is denoted by

the critical applied voltage fiyes crie such that

Td(ﬂres,crit) - Ts(,ures,cm't)' (10)

The combination of these two timescales indicate the introduction of a piecewise
process timescale, where the stochastic timescale is observed if the applied voltage

corresponds to the spinodal gap, while the deterministic one is observed if not,

Ts |Mres | S ﬂ'res,crit

Tp =

(11)

Td ’,ures | > ,ures,cr'it

The selection of which timescale should be calculated depends on whether the voltage
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is in the spinodal gap. This transition correlates with the passage between particle-

by-particle to concurrent intercalation.

4.1.4 Reaction Models

The correct choice of reaction models is important to accurate model the inter-
calation process, as it impacts energy barriers, prefactors, and other stability cri-
teria. Reactions are driven by the overpotential from the electrochemical poten-
tial differences between the electrolyte and intercalation solid, indicated as en =
(epps + p(c)) — (e + kT Ina, ) + iRy, where pu(c) is the chemical potential of the
intercalated lithium, ¢, /¢s are electrical potentials of lithium ions in the electrolyte
and solid, and c is the intercalated lithium concentration. The traditional volumetric

Butler-Volmer (BV) reaction rate is modeled with transition state theory as

R = ko(c) (exp (—an) —exp ((1 = a)n)), (12)

with the prefactor ko(c) = kjay, ®a%, where ki is the reaction current prefactor, o
is the charge transfer coefficient, and ag or ap are the activity of the oxidation or

reduction agent. We assume kj = 1s~! for the Butler-Volmer reaction rate [241].

However, the standard Butler-Volmer model does not account for electron avail-
ability in the intercalation solid, which can become limiting at higher overpoten-
tials [128, 249]. We account for this with the coupled-ion electron transfer (CIET)

model, applying an analytic approximation for a simplified expression [166] given by

k§(1 —¢)

R f—
VL% DN

(H(_nfv )‘) - CH(nf’ /\)) ) (13>

where the formal overpotential is 7y and the reorganization energy in the intercalation

solid is A. The formal overpotential en; = en — kg1 In ¢ separates ion concentration
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Figure 3: a) The transformation timescales of the intercalation process inside and
outside the spinodal gap (indicated with the vertial dashed lines) are shown, with
green or blue triangles indicating simulation data for the BV or CIET reaction mod-
els. Aquamarine and blue lines display the range of the theoretical model for the BV
or CIET reaction models, where the bottom line shows the limit when the barrier
influence is zero, while the top line displays the limit for a large impact from the
barrier. Orange crosses show predicted timescales from Ref. [9] of voltage hold exper-
iments for an LFP electrode. Inside the spinodal gap the process is stochastic, while
outside the gap the process is deterministic, leading to the appearance of two regimes.
b) The C-rate response from timescale analyses at different voltages are shown. The
duplicate C-rate solutions at different voltages are indicated with a horizontal black
line at |C-rate| = 0.18. ¢) The predicted active particle fraction at different C-rates is
shown from the required particle fraction active necessary from the minimum voltage
required in a) in aquamarine or dark blue for BV /CIET reactions. Orange crosses
indicate experimental data from Ref. [§], while dark orange triangles indicate porous
electrode simulation data from the same paper.

from the standard overpotential en. The helper function H(ny, A) is defined as
VAT

A—/14+ VA +n?
H(ng, A) = erfc . (14)

1+ exp(—ny) 2v/\

We assume that the exchange current prefactor &} = 10s™! for the coupled ion elec-

tron transfer rate [129].
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4.2 Analysis

We perform the above analytical timescale analyses for lithium iron phosphate, a
common phase separating cathode material [67]. Single particle reaction rates [12§]
coupled with equilibrium thermodynamics can be integrated to extract nonequilib-
rium barriers and timescales. For lithium iron phosphate, a transition between the
regimes with and without a barrier is observed based on applied potential in Fig. [2h.
This indicates the appearance of the transition between the stochastic and determinis-
tic timescales. We validate these timescale analyses with multiphase porous electrode
theory simulations [44, 24T], 242] with voltage control to extract timescales of phase
transformations from a population. (Parameters and the model for the voltage con-
trol simulations were described in Appendix ) Experimental measurements from

Refs. [9] and [§] were used for validation.

4.2.1 Process Timescale

A clear two phase regime is observed between the stochastic and deterministic regions
as in Fig. |3c for both theory and simulations. By extracting process timescales from
the intercalation process in Eq. [T} specific timescales from the two phase transition
can be observed. For current control, the process timescale is directly found to be
the inverse C-rate, 7, ~ C-rate™" [3].

For voltage control, the process timescale can be predicted from the applied volt-
age in Eq. [11], observed in Fig. Bh. In the spinodal gap, the process timescales are
driven by the energy barrier and the curvature of the barrier (which contributes to
the prefactor in Eq. @ The barrier height and the single particle stability criterion
(dR/dc), which affects the prefactor, are shown respectively in Fig. [2b/c. The mag-
nitude of the concentration induced noise influences the contribution of the barrier
height to the timescale. If the white noise magnitude is large (D.), the effects of the
potential barrier are diminished and the single particle stability criteria dominates the
timescale measurement, as shown in the lower limit of the theoretical prediction in the

spinodal gap for Fig. [Ba. The upper limit indicates when the barrier effects are more
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pronounced, shown in the upper limit of the theoretical prediction in the spinodal
gap. Strong asymmetry with fast reactions for discharge is observed in porous elec-
trode simulations when barrier effects are diminished, suggesting that barrier effects

are minimal and single particle stability controls timescales.

Additionally, theoretical predictions show local maxima in the transformation
timescales are observed at the critical voltages that eliminate the energy barrier.
The appearance of local maxima matches experimental observations in Ref. [9] for
lithium iron phosphate (dis)charge timescales under voltage holds, shown with orange
crosses, as well as porous electrode simulation results shown with triangles, both in
Fig. Bh. The appearance of the maxima arises from the decrease in timescale in
both the deterministic region and the spinodal region when voltages further from the

critical voltage are applied.

4.2.2 Reaction Timescale

The single particle reaction timescale under voltage control is directly found to be
TR ~ R™'. However, the selection of the single particle reaction timescale under
current control is subtle, as multiple chemical potential solutions can generate the
same C-rate at varying active particle fractions, as shown in Fig. [3] However, when
specific C-rates are applied, reproducible voltages, which give rise to repeatable active
particle fractions, are selected for each C-rate, despite the multiplicity of solutions.
This repeatability is caused by the principle of energy minimization, where the system
chooses the minimum voltage needed to extract the same current [263]. The minimum
voltage principle also gives rise to a nonequilibrium zero current voltage gap discussed
in Appendix 4.4} From the selection of the minimum applied voltage, a single particle
reaction timescale for voltage control can be found. Thus, the reaction timescale is
directly related to the minimum voltage required for a certain current, found through

the reciprocal of the single particle reaction rate calculated at that voltage.
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4.2.3 Timescale Competition

The single-particle reaction timescale 7z, which indicates the activation of all particles
concurrently, competes with the process timescale 7,. This competition is observed
through changes in the active particle fraction (APF), described by the fraction of
particles carrying the majority of the current [8]. Experimentally, the active particle
fraction is found by setting a specific current cutoff and defining the active particle
fraction as the fraction of particles whose current is above a certain value. How-
ever, in practice it has been found that the trend relating active particle fraction is

uncorrelated with the specific current cutoff value [§].

Thus, since the active particle fraction is roughly uncorrelated with the cutoff
value, the low rate particles do not contribute much to the total current and can
be neglected in the total current calculation. The approximation can be made that
C-rate = APF x R, indicating that the total C-rate is carried by the reaction rate
of the activated particles. The active particle fraction can then determined from the

fraction of single particles needed to extract the macroscopic current,

APF ~ 2 (15)
Tp

as illustrated in Fig. 3. The active particle fraction is essentially a nondimensional-
ized factor proportional to the ratio between the reaction and the process timescales.
Competition between the reaction timescale and the process timescale alters the active
particle fraction, indicating that the timescale ratios relate single particle to popu-
lation properties. When the reaction timescale selected by the minimum voltage is
large relative to the process timescale, more particles are needed to carry the current,
resulting in a higher active particle fraction. Conversely, if the reaction timescale is
smaller, fewer particles are required and the active particle fraction is smaller. From
a physical perspective, the predicted active particle fraction represents a nondimen-
sionalized measure that assesses the utility of the electrode particles at the applied

voltage.

This observation facilitates the transition between the low vs. high particle ac-
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tivation fraction regimes between small and large C-rates, leading to the observed
asymmetry between charge and discharge. Analytical approximations of the active
particle fraction indicate that the active particle fraction appears physically as com-
petition between the single particle reaction and population process timescale. The
asymmetry is validated with constant current porous electrode theory simulations
shown by triangles, as well as operando x-ray diffraction experiments [§] under con-
stant current shown by crosses. When a low C-rate is applied, low voltage values in
the miscibility gap satisfy the current constraint, causing the intercalation process
to be in the stochastic regime. At higher C-rates, larger voltage values outside the
miscibility gap are required to extract more current. When a high C-rate is applied,
asymmetry between charge and discharge appears because of the shorter timescales
predicted in the discharge process, as seen in Fig. [3b. This is caused by differences
in nonequilibrium barrier heights in the (dis)charge process in Fig. , generating

asymmetry in process timescales observed in Fig. 3.

4.3 Simulation and Theory Parameters
A free energy model includes the homogeneous term
gn(c) = Qc(1 —¢) + kT (clne+ (1 —¢)In(1 —¢)) (16)

in the total free energy

G(c,Ve) = /V (gh(c) + %K‘VCP) av, (17)

where € is the regular solution parameter and « is the gradient penalty term based on
the Cahn-Hilliard free energy. The chemical potential is found to be the variational
derivative of the free energy p = %—f. An Allen-Cahn [69] reaction model, found to be

suitably appropriate for modeling reaction limited nanoparticles, was used as

¢=-V-j+R (18)
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to model our equation with the Butler-Volmer reaction rate. The Butler-Volmer

reaction is modeled as in Ref. [69] as

R = koa} “a$/~* (e — e(l_a)") : (19)

Here, the activity of the reduction agent ar = =, while the transition state is related
to the number of blocked sites 7* = (1 — ¢)~!. The electrolyte activity a; is set to 1
when there is no change in electrolyte concentration.

In our simulations, we perform a voltage hold of 3 hours for each set of simulations,
using 100 particles in each simulation for many particle effects. The simulations were
conducted in a single volume with the Allen-Cahn reaction model [69]. The absolute
and relative tolerance were both set to 1 x 107% with an average particle size of
100 nm and a standard deviation of 0.1nm and an initial concentration of 0.02 or
0.98, depending on whether a higher or lower voltage is applied. An electrolyte
concentration of 1000 mol/m? using an electrolyte model from Ref. [77] was used as
the bath. In the electrode materials, a solid diffusivity of 5.3 x 1071%m? /s was applied.
The gradient penalty term k was assigned to be 5.0148 x 107°J /m, while the regular
solution parameter was 0 = 1.8560 x 1072°J /atom.

141

The cutoff for active particle fraction was set to be 5 x 10~ arbitrarily, but we

note that as long as the cutoff is consistent, the exact value is not important.

4.4 Appendix: Zero Current Voltage Gap

The nonequilibrium barrier modifies the magnitude of the zero current voltage barrier,
as observed in Fig. [d] The zero current voltage barrier is generated by the difference
between the minimum voltage needed to extract the low C-rate values. Unlike the
equilibrium barrier derived from thermodynamic properties, this barrier is triggered
by the minimum voltage needed to access a certain timescale. Experimentally mea-
sured zero current voltage barriers, such as 0.8 kgT predicted in Ref. [I1] and 1.4 kgT
in Ref. [10], are much smaller than the 4 kgT equilibrium barrier predicted in Ref. [§],

126



05 %—

,,,,,,,,,,,,,,,,,,,,,,,,,,

Ures (kBT)

05 —+ e S

1050025 000 025 050
C-rate

Figure 4: The zero current voltage gap [10] [IT] for a lithium iron phosphate material
plotted by showing the minimum voltage required to access certain C-rates, with the
scale of experimental measurements (1kgT) for reference.

which does not account for the nonequilibrium reactions in the barriers. In contrast,
our observations indicate that the predicted zero current voltage barrier is approxi-
mately ~ 1kgT for both reaction rates, aligning much more closely with experimental
measurements. This suggests that it is necessary to capture the nonequilibrium bar-

rier to accurately model the spinodal gap.

4.5 Appendix: Solution to Time Correlation Func-

tion

The time dependent value of the noise can be predicted by the analytical solution of
the spherical reaction diffusion equation, found in Ref. [48]. Based on the definition
of the noise and its dependence on the difference between surface and bulk values, we
observe that

dR (!

OEL| <c(i)—c(1)) [2dL, (20)

where L is the nondimensionalized radius based on the particle size L. This analysis
is based on scaling of the conservation equation. Using the Fourier expansion in

Refs. [48],264] as well as a Taylor series at the boundary, expanding the concentrations
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such that ¢(L) = ¢(1) + j—g(i — 1), the noise is approximated as

§(t) = 3— - (L —1)L*dL, (21)

dR " deds(m)? (m(D) = m(D)
_/0 dsdm dL

which indicates that the noise is approximated as

£(t) ~ S%ng < Z — exp ( Z?t) cos (A\xL) esc ()\k)> (i - 1) L2dL,
(22)

where we assume that the state of charge is approximately ¢ = tC-rate. The eigenval-

ues are found with sin A\, — A\; cos A\, = 0. Since the Fourier terms are much smaller in

magnitude than L, we observe that the correlation function is observed to be nearly

exponential with a time constant of 7. Through numerical solutions to the corre-

lation function, it is found that a near exponential approximation can be used such

that the correlation function can be approximated as

(E(E(t+ 7)) mTe (23)

where I' = O(107%9) for lithium iron phosphate. Thus, we assume that the noise
generated from diffusion limitations can be approximated as colored noise with a
time constant of 7. If the colored noise satisfying Eq. [23|is applied, we observe that

a new Langevin equation can be modeled as
¢ = R+ VTE(1). (24)

To linear order, the solution for the single particle equation can be approximated to

be
c=VT / tg(f)e—fé“t—f)d@ (25)
0

where 7, l'is an averaged timescale representing the driven reaction rate such that
-1
TR = ( fol R(c)dc) , which is the exchange current density for a linear reaction rate.

By multiplying Eq. 24 by 2c¢ and averaging, we find that the variance evolution is
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shown as

d {c?)
dt

— —2(Rc®) + 2VT (c(t)£(t))
~ —2(Re?) + 2T (E(DE (D) (26)
= —2(Rc®) + T'tx (1 - 6_271;%) :

Similarly, applying the integral over ¢? to the marginal over the noise in the Fokker-

Planck equation as in Eq. [0] indicates that

8 (c2)

o7 = ~2(Rc’) +2B(1), (27)

where B(t) is the noise in the Fokker-Planck equation. The solution of the noise is

mapped to

B(t) = %FTR (1 - e‘27§1t> . (28)

A modified Fokker-Planck equation to the linear order accounting for the effects of

colored noise can be observed as

of _ F_ I(fR) 9 (1 —2r5 't of

However, the magnitude of this noise is small enough that a white noise approximation

is sufficient, which is applied in the manuscript.

4.6 Appendix: Projection Operation

We assume that the white noise can be expanded in powers of the correlation time [265],
assumed to be a Markov process with a stationary distribution of e(£). Thus, we can

separate a linear operator on the ¢ dependence such that

WEIE) = W(Ele) — 8(¢ — €) / W (E"]¢)de”, (30)
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with a transition probability of W (£[¢') describing the transition between states &’
and &. The projection P(c,&|c, &) = e(§)d(c— ') can be applied to eliminate the fast
variables on each conservation equation (Eq. []), indicating that Pp(c, &) = e(€) (f)
using (a) = [, ¢( € €)d¢ to indicate the average over the noise. We note that PW = 0
is satlsﬁed, since W operates independently of c¢. The joint probability distribution
f(c, &, t) [253] follows

o ==Y g e £ ey 1)

We apply the projection Pf = e(&) (f) [253], where we integrate over the noise to

eliminate fast variables, observing that

of  d

+(AEWTIAE)) . (32)
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Chapter 5

Extracting Particle Degradation

From Electrodes with Pulses

Physics-informed design of hybrid pulse power characterization tests for

rechargeable batteries [15]

5.1 Introduction

Post degradation, degradation metrics are required for determining the remaining
utility of the cell. A key metric in the design of Li-ion battery materials is rate
capability for discharge [266] 267, 268], but there is a complex, material-dependent
trade-off between increased cycling rates and reduced battery lifetime. Capacity fade
and internal degradation resulting from long-term use of Li-ion batteries must be
rapidly and accurately quantified in order to improve their performance, reliability,
and safety [81, 269 270, 271] and inform second-use and end-of-life decisions [39].
Degradation of Li-ion batteries stems from a plethora of physical mechanisms, such
as solid electrolyte interphase (SEI) formation [272, 21, 24, 21, 25] and lithium metal
plating [92], [0T), 273] 236] at the anode and structural changes at the cathode, such

The present chapter is based on my published work in the Journal of the Electrochemical Soci-
ety [15].
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as oxidation-induced cation disorder [12], rock-salt phase-transitions and densifica-
tion |27, [185], anti-site defects [46], and secondary particle cracking [85], 274]. These
degradation mechanisms lead to losses in rate capability by lowering accessible ca-
pacity at the same current or power within the operating voltage range. When this
measure of state of health (SoH) reaches a given threshold, such as 80% of the nominal
capacity under slow discharge, the battery is considered to have reached the end of

its useful life, but the internal state of degradation is unknown and difficult to assess.

During the course of battery operation, assessing the performance and health
of a cell is a challenging task, normally addressed by intermittent diagnostic tests.
Various types of diagnostic tests are performed non-destructively to evaluate the
ability of a battery to store and release energy, typically after a battery has undergone
significant electrochemical cycling [2, 275]. High-precision coulometry tests can infer
different degradation modes from measurements |72} [71l, 276], but require equipment
with extreme measurement precision. Reference performance tests (RPT) measure
the ability of a battery to charge and discharge a specific current [277, 278 279].
Electrochemical impedance spectroscopy (EIS) quantifies the frequency-dependent
response to small AC perturbations [280], 281]. Hybrid pulse power characterization
(HPPC) tests utilize large intermittent current pulses and rest periods to capture the
behavior of a cell under high currents far from equilibrium [74, 282] 62, 283]. All of
these tests can be leveraged for interpretable machine learning of battery degradation,
based on cell-level SoH and performance, such as internal resistance and accessible
capacity [284] 285], 280], 287, 288], but connections to microscopic kinetic parameters
could lead to more robust feature engineering and insights into the internal state of

degradation.

To comprehensively understand the operational limits of a battery in diagnostics,
it is essential to subject it to high-rate perturbations. It is advantageous to initiate
experiments from an equilibrium state, as it facilitates better calibration and supplies
a more controlled starting point for assessing behavior, which most diagnostic tests do
not provide. For example, RPT tests impose a current constraint for a full (dis)charge,

so the battery is continuously residing in a nonequilibrium state. Conversely, EIS is
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generally performed near equilibrium in batteries, since applying a DC bias (as is often
done in fuel cells) results in drifting spectra associated with dynamical heterogeneities
and varying state of charge. Among the various diagnostic tests available, HPPC tests
stand out, as they offer an abundance of kinetic information far from equilibrium yet

are calibrated against equilibrium conditions.

State-of-the-art experimental design of diagnostics using pulses lacks a systematic
basis to distinguish and quantify different degradation mechanisms. Information is
typically extracted by fitting lumped parameters that are only qualitatively connected
with degradation mechanisms, such as the loss of active material, loss of lithium
inventory, or increasing area-specific impedance [289] [42]. While such results from
diagnostic tests provide valuable insights, they are difficult to connect unambiguously
with root causes of degradation [290), 1, 37, 291]. These observed “symptoms” do not
offer a direct mapping to specific mechanisms that can be rigorously captured in

physical models, such as film resistance and electrolyte concentration loss [12], [13].

The introduction of pulse measurements in electrochemistry is not a recent devel-
opment, as they are frequently used to extract information on diffusive dynamics [20]
with Galvanostatic and Potentiostatic Intermittent Titration Techniques (GITT, PITT) [292]
75, [76]. Pulse measurements are sometimes interpreted by porous electrode theory
(PET) simulations [77, [78, 293, 128, 129, 294]. Despite their widespread utiliza-
tion [295] 296], however, there is still inadequate understanding of how pulses affect
cells. For HPPC tests in particular, the theoretical understanding of pulse dynam-
ics in the short-time reaction-limited regime is incomplete, and no clear rationale
for selecting specific states of charge and currents for the applied pulses is available.
While some progress has been made with porous-electrode type modeling to simu-
late HPPC, as shown in Fig. [1b with pulses from measurements similar to industry-
standard HPPC [74], 297, 62], 298| 299], these protocols have not yet been optimized

to extract maximum information.

Current methods approaching experimental design with PET simulations present
significant computational challenges due to the extensive search space and the signifi-

cant computational time required [300]. Although efficient numerical solver backends
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Figure 1: a) A comparison of the physical description of pulsing and resting in a
battery cell, where lithium ions in the electrolyte are purple and battery particles
are blue. b) Voltage response to a current pulse and c) current response to a voltage
pulse and the effects of degradation on a pulse measurement in an industry-standard
HPPC measurement are shown, with the pulse and rest sections displayed.

such as SUNDIALS [301] can help overcome these challenges [4], such problems are
still rate limiting. As battery management systems move towards health monitoring
and applying optimized protocols during operation, simple optimization problems to
extract degradation from diagnostics become more attractive [38]. Previous work [74]
analyzing HPPC modeling with porous electrode theories applied sensitivity stud-
ies for cell-specific models without providing general analysis of information content
extracted from pulses. Furthermore, PET-type simulations often suffer from poor
identifiability of parameters inferred from experimental data [300], 302] 303, which

complicates attempts to predict improved experimental design. These problems have
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hindered progress in the search for optimal protocols [304] [305], especially for battery
management systems. Thus, simpler models of pulse diagnostics for a generalized

design framework are necessary.

In view of these challenges, we choose to tackle this problem by establishing a phys-
ical interpretation of certain simulated cell behavior subject to pulsed conditions, and
attempt to find a comprehensive method to understand pulse experiments. Because
degradation mechanisms are convoluted between the two electrodes, distinguishing
physical degradation mechanisms for a full cell is not a simple task. To address this
challenge, we develop a theoretical framework to separate mechanisms for a half-cell
material using the fitness framework for voltage pulses, and then expand the frame-
work to a full cell. Our investigations have led to the development of an explicit
representation that separates degradation mechanisms for full cells and can be used
as a direct function for optimization problems. We demonstrate that voltage pulses
using the fitness framework reliably extract dominant degradation mechanisms using
multivariable optimization, and validate these results with porous electrode simula-
tions. Overall, our analysis has also led us to propose voltage pulses, a novel method
of measuring battery degradation, using a “fitness” framework [I3]. The key advan-
tage of the voltage pulse method is the explicit physical separability of degradation
mechanisms from the fitness framework, shown in Eq. which indicates that loss in
fitness can be directly attributed to each degradation mechanism. This contrasts with
implicit formulations in current pulses, simplifying numerical calculations. Asymmet-
ric effects of the cathode/anode on the full cell system based on kinetic parameters
are predicted from our explicit model, which increase numerical efficiency in opti-
mization problems. Voltage pulses also provide other physical advantages, such as
mitigating electrode heterogeneity that results from phase separation [§] and electro-
autocatalysis [49], which increases diagnostics accuracy. Current response is also
closely linked to rate capability, which holds higher importance in high-rate battery
operation relative to conventional degradation metrics, such as practical capacity and

lifetime [306], 307).

This implementation of physics-informed HPPC significantly enhances the qual-
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ity of information gathered compared to industry-standard HPPC experiments. The
method demonstrates an asymmetric sensitivity of information to degradation param-
eters between charge and discharge from differing scales of cell kinetics. It enables
us to discern the physical roots behind degradation symptoms more accurately and
efficiently. The impact of different states of charge and voltages on probing distinct
degradation mechanisms is also explored [42]. Our investigations also shed light on
the limitations of HPPC experiments, specifically the fact that degradation mecha-
nisms at the overpotential dominant electrode (the electrode where the overpotentials
are larger than that at the opposing electrode) are extracted more easily than those

at the non overpotential dominant electrode.

5.2 Theory

5.2.1 Degradation Mechanisms and Models

During a pulse, lithium ion-electron pairs (de)intercalate into the solid active material
or electrolyte, driven by a current or voltage hold. This large perturbation over short
timescales offers signifcant insight into the electrochemical dynamics [3]. Since ion
diffusion timescales in the electrolyte and solid are much longer than the reaction
timescales, the latter are most discernable immediately after the pulse is applied.
Even at shorter timescales, double layer relaxation tends to dominate [308], [309] [310],
so the experimental choice of measurement times must be tailored to avoid this effect.
Timescale analysis is performed in the cell modeling sections.

In this context, we begin with a theoretical examination of the behavior within the
battery during a pulse, providing guidance on how diagnostic experiments should be
structured. We consider three common physical types of degradation related to power
fade: film resistance R, which introduces an additional resistance to the overpoten-
tial applied to the (de)intercalation reaction, typically arising from solid electrolyte
interphase formation [24]; surface blockage ¢ of kinetics, which reduces the number

of available sites at the surface for intercalation, arising from phase transformations
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at the surface [I3], 12]; and electrolyte loss from parasitic reactions, which changes
the availability of the reactant, the concentration of lithium ions in the electrolyte
solution ¢, [31I]. Many common degradation mechanisms can be lumped into these
three categories, such as cathode electrolyte interphase (CEI) [210] or graphite solid
electrolyte interphase (SEI) [21], 24, 25, B12] growth for the film resistance mecha-
nism, structural disordering/phase transitions in nickel-rich materials for the surface
blockage [12], and electrolyte decomposition for the electrolyte loss mechanism [81].
Other types of degradation mechanisms could be integrated as well. By systematically
studying the impact of these degradation mechanisms within pulse experiments, we
elucidate their individual contributions, facilitating design of diagnostic experiments

tailored to distinguish degradation factors.

In order to assess the impact of cell degradation on rate capability, we employ
multiphase porous electrode theory (MPET) simulations [44) 55] based on nonequi-
librium thermodynamics [69] to compare the pulse response of a degraded cell and
the response prior to degradation. Importantly, MPET captures the rate-dependent
populations of active particles sustaining the applied current [10} &, 234], [51], which
control internal resistance and parasitic side reactions [49, 273], O1], 12| 13]. Degrada-
tion manifests itself by gradually altering the current or potential response from cycle

to cycle, and the model attributes these changes to a number of physical mechanisms.

The response to large pulses is initially dominated by reaction kinetics [3]. Both
cathode and anode kinetics contribute to cell performance during this period, and
degradation from both electrodes collectively impacts current capacity. The net
Faradaic reduction current at an electrode is the difference between the reduction

and oxidation currents [20)],

1= ired - iox (]-)

which depend on the overpotential 7, expressed as the change in free energy of the

intercalation reaction per electron charge transferred [69],

en = (e + p(0)) — (b + kpTlnay) + iRy, (2)
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where ¢ is the concentration of the intercalated lithium in the solid, p(c) is the chem-
ical potential of the intercalated lithium, ¢/, represents the lithium-ion electrical
potential in electrolyte or solid, a, is the activity of the lithium ions in electrolyte
depending on its concentration c,, ¢ denotes the intercalation current density, and

Ry is the film resistance from degradation.

As an alternative to the traditional approach of modeling electrochemical reaction
rates with the Butler-Volmer equation [20], we adopt the general quantum-mechanical
framework for intercalation reaction kinetics provided by coupled ion-electron trans-
fer (CIET) theory [249, [128] based on equilibrium thermodynamics [69]. The theory
has two simple limits [249]: 1) For fast electron transfer with slow ion transfer (“ion-
coupled electron transfer”, ICET), the theory predicts Butler-Volmer kinetics with a
new form of the exchange current that captures the microscopic physics more accu-
rately; 2) in the opposite limit of rate-limiting electron transfer (“electron-coupled ion
transfer”, ECIT), the theory combines Marcus kinetics of electron transfer [313], 314]
with corrections for nonequilibrium thermodynamics of ion transfer [69]. The latter
was first proposed as a mechanism for lithium intercalation in lithium iron phos-
phate [127,128], and recently validated by inverse learning from x-ray images |50}, 249].
Given this rigorous validation for one important Li-ion battery material, we assume
ECIT kinetics in our study, but we do not expect major changes to our results with
other limits of CIET theory. The differences between ECIT and ICET are most pro-
nounced at large overpotentials, while both limits of CIET theory predict a similar
concentration-dependent exchange current at small overpotentials, which vanishes lin-
early at high filling fractions [249]. This universal concentration dependence of CIET
kinetics has the strongest effect on degradation and capacity loss, as the reaction rate
vanishes as the theoretical capacity is approached. Changes to the specific reaction
model would only change the sensitivity to the underlying degradation parameters at

large overpotentials relative to the reorganization energy (typically several 100 meV).

It is convenient that an accurate analytical approximation of the ECIT rate is
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available [166, 249] 128], given by

i = B ai( ) — V) 3)

in terms of the exchange current prefactor £, the rescaled capacity after degradation
¢, and the formal overpotential 7y and Marcus reorganization energy A, each scaled

to the thermal energy (kgT'/e), where the function H(ns, A) is defined as

p A= /1+VA+73
H(ng, A) = Vr erfc it : (4)

\) —
1+ exp (—ny) 2v/\

The dimensionless formal overpotential is defined as en; = en — kgT'In ﬁ, where
the ionic concentration dependencies are removed since ionic concentration is con-
sidered separately as a reactant. As with other reaction models, the reduction cur-
rent d,eq = k(¢ — c)arH (—nys, \) /V4ATA dominates during intercalation, while the
oxidation current is i = k(¢ — ¢)cH (7, \) /vV/4w A, which is dominant during de-
intercalation. An important prediction of CIET theory is the linear decay of the
reaction rate in the approach to complete filling of the (degraded) lattice, i ~ (¢ —¢),
which requires a vacancy for the transition state [249] [128]. This leads to a strong
effect of electro-autocatalysis [164], which leads to more homogeneous concentration
profiles with higher resistance during intercalation and more unstable heterogeneous
profiles with lower resistance during de-intercalation, as observed in recent experi-

ments on both phase-separating [50] and solid-solution [49] cathode active materials.

5.2.2 Cell Models
Single Particle Model

A single particle model serves as the simplest representation emphasizing active ma-
terial intercalation of the electrode. This model captures interplay between active
material reaction and diffusion processes [43] using the particle lengthscale to es-

timate reaction area in a full electrode. During a pulse, the interplay between

139



timescales for reaction, diffusion and applied current determine the concentration
profiles that arise within single particles [3|, which can develop either bulk-surface
quasi-equilibrium or diffusion-limited core-shell patterns. For phase separating ma-
terials, the former regime involves intercalation waves sweeping across the surface of
the particle [315], [69], but as we consider here, for non-phase separating materials, the
bulk-surface quasi-equilibrium structure corresponds to nearly uniform solid concen-
tration, which is ideal for degradation estimation. In this case, it is only necessary to
avoid solid diffusion limitation leading to non-uniform core-shell concentration pro-
files. In order to estimate the conditions for quasi-equilibrium, we perform a scaling

analysis of the reaction-diffusion equation for a particle,

Oc
a——V-F—l—R, (5)

such that 7p, = L2/D, and 7;, = I"" are the solid diffusion and process timescales,
respectively. Here, L, is the particle length, D, is the solid particle diffusivity, and
I is the applied C-rate. When 77, > 7p,, the quasi-equilibrium /reaction limited
regime is reached, the ideal region for the application of the reaction-limited model
in the current work. Conveniently, as observed in Fig. 4ab of Ref. [3], most common
battery electrode materials lie in the reaction-limited regime. Exceptions occur at
large pulses, when the dimensionless current is large (i/ig > 10%), or when particle
size is large (as in graphite platelets), such that L, > 10° nm. Here, i is the related
to the exchange current density of the material, and i is the dimensionalized applied
current. Thus, for our pulse measurements, we assume that the system is reaction

limited [3], allowing us to neglect solid state diffusion in the particles.

The system consists of a single active material particle in an idealized electrolyte
bath, corresponding to a half cell electrode only. We define ¢ = ¢5 — ¢, as the
difference between the solid and electrolyte potential, which is the electrical potential
difference applied to the kinetic interface. Within this single-particle model, the
electrolyte potential applied to the single particle is denoted as ¢, while the current is

1, representing the rate of lithium-electron pairs intercalating or deintercalating into
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Figure 2: Goodness-of-fit results for the linear approximation and the exact calcula-
tion of the fitness W for each degradation mechanism in a full cell NMC532-graphite
cell for a 100mV (dis)charge pulse are shown at various states of degradation, from
least to most degraded at a cathode state of charge of 0.8 and anode state of charge
of 0.4. The effects of film resistance on the (a) cathode and (d) anode, the surface
blockage of the (b) cathode and (e) anode, and the electrolyte concentration loss are
plotted for this cell at values close to the initial nondegraded state.

the active material. The relationship between the current and potential is dictated
by the reaction kinetics, modeled by the coupled-ion electron transfer kinetics. To
account for the complexities of a full cell, further extensions to the model are required

as discussed below.

Full Cell Model

In a realistic electrode, the single-particle model falls short at accurately capturing
the cell-level transport limitations. To represent these interactions more realistically,
electrode-scale models are employed, which more accurately capture the interplay be-
tween electrolyte transport and kinetics within the electrode. Since our primary focus
is capturing the kinetics of the cell with a specific emphasis on degradation, we aim
to incorporate the effects of the interacting cathode and anode in a full cell. From the
macroscopic design of an electrode, limitations from electrolyte diffusion/conduction

or solid conduction can aid the proper selection of timescales for pulse selection [43].
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However, because of the large amount of carbon additives added in battery manu-
facturing, solid electronic conduction rarely is limiting. Thus, the limitations from
electrolyte transport are often found to be of the most interest in a pulse process.

These limitations can be understood using a scaling analysis.

From porous electrode style transport equations in Ref. [44], we observe that
electrolyte-scale transport is captured along the electrode with lithium-ion mass con-

servation in the electrolyte,

Jd(ec 1
(ml) = (-=V-Fi s+ Ry.), ®)

where € is the porosity, ¢; is the lithium concentration in electrolyte, v, is the number
of ions per molecule of neutral salt, F; | is the flux of lithium ions, and Ry . is the
volumetric reaction rate of the lithium ions. Charging occurs during the electrode

process timescale as
vieq
TIl = 77—~ 7
(1 - €)PL]p5 ’

(7)
where Pj is the volumetric electrode loading, I is the C-rate of the electrode, and
ps 1s the lithium site density of the active material. If measurements occur after
this timescale, we can properly capture the pulse reaction dynamics. Analogously,
the measurement timescale is the experimental timescale at which measurements are
extracted, 7,,; = tpuse. For electrolyte diffusion limitation, we observe that

e L?
= 8
TDJ Dl Y ( )

which is the timescale on which electrolyte diffusion occurs, where a is the Brugge-
man scaling coefficient, L; is the electrode length, and D, is the effective electrolyte

diffusivity. For electrolyte conduction, we observe that

e"Licz vy
Tol =
t(_)‘_O'lk‘BT

(9)

is the electrolyte transport timescale, where z, is the valence of lithium ions, o; is
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the electrolyte conductivity, and ¢J is the transference number.

When the process timescale, electrolyte diffusion timescale, and electrolyte con-
duction timescales are compared, the timescales at which measurements should be
applied become apparent. Using electrolyte transport parameters from Ref. [47], we
observe that 7p; ~ 10s and 7,; ~ 10s. This indicates that electrolyte transport
limitation occurs after the pulse is taken if measured around 7,,; ~ 1s. We avoid
transport limitation when the measurement timescale 7,,; is selected properly, and
can use these approximations then. Thus, in the context of a full cell, when a voltage
hold is applied, only the voltage difference gappliea = ¢s.c — ¢s,o between the cathode
and the anode is controlled. (In this full cell, we use the subscript a to refer to the
anode, and the subscript ¢ to refer to the cathode.) From the full cell constraint on
the system, the total amount of cathode reaction must equal the anode reaction. The
solid electrical potentials, ¢; . and ¢ ,, can be determined through a porous electrode

theory model using current or voltage constraints.

Overall, our simple full cell electrode model has the governing equations

faia(¢a7 Rf,aa 6a> C+) = _fcic(¢ca Rf,ca éca C—i—)

faz.a(gba; Rf,aa an C—I—) = icella

(10)

from the equality of the total anode and cathode reaction, where the reaction rates
are defined with Eq. ] In this equation, f represents the dimensionless factor
L(1 — 5)PL(€—;’>, which relates the particle-scale current to the electrode-scale cur-
rent densities for each electrode, where L is the length of the electrode, Pp is the
volume loading of the solid material at the electrode, ¢ is the porosity of the elec-
trode material, A, is the particle area, V), is the particle volume, and () indicates the
averaged parameter over the entire electrode. For the current density descriptions,
1, and i, are the average particle level intercalation currents densities at the cathode
and anode, while iy is the total cell-level intercalation current density. From the two
constraints in Eq. [I0] in a current control system, the cell current is fixed and the

two voltage variables ¢, and ¢, are determined through the constraints. In contrast,
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for a voltage control system, the difference between the cathode and anode voltages,

be.— ¢q, is fixed and thus the cell-level current and absolute voltage values are variable.

5.2.3 Cycling Conditions
Current Pulses

When subjecting two cells to an identical current pulse, one in a nondegraded con-
dition and the other in a degraded condition, differences emerge in voltage behavior.
In contrast, the full cell current values are the same for both the nondegraded and
degraded cells because of the current constraint. From the current constraint in a
nondegraded cell, Eq. holds. In a degraded cell, an analogous current constraint
holds as

faia(QSs,a + A¢s,a) = _fcic(¢s,c + AQSS,C) = Z.CGH’ (11)

but the voltage response is different. The voltage difference in the nondegraded cell
is ¢sc — ¢s,q. For the degraded cell, it contains an additional term from the voltage
shift for degradation, resulting in A¢s . — Ads o + (¢s.c — ¢s.a). The two current hold
equations (Egs. , can be solved for the exact solution of the voltage difference.
Though an approximate linear solution of this model can be derived for the half cell,
there is no absolute fitness for the full cell since the reference potentials between
electrodes are arbitrary (the half cell linearizations are shown in Appendix . The

only viable solution is an implicit solution for the current pulses.

Voltage Pulses

Analogously to the current pulses, we target an exact solution for the potential shift
by resolving the current constraints. Voltage pulses have an advantage over cur-
rent pulses in phase-separating materials, since most voltages chosen are outside the
voltage corresponding to the miscibility gap in phase separating materials. In addi-
tion, the non-coupled behavior of voltage control avoids particle-by-particle and other
population effects seen in current pulses [§], since all particles are connected to the

bath. To streamline our analysis, new notation (such as the fitness variable W) is
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introduced.

When a cell is subject to a voltage pulse before degradation occurs, the resulting
current response is denoted as 7; upon degradation, the degraded response is i. We
establish a relationship between the responses with the fitness W = i/i, which is the
ratio between the degraded and nondegraded current. This describes the change in
rate capability of the battery [I3] by linking it to physical degradation parameters.

The exact solution of the current ratios for one electrode is the fitness

W = - Z(¢7 Rfa& C—i—)
i(¢7Rf:0,6:17c+:1)'

(12)

Since the same voltage is applied before and after degradation, it can be seen from
Ref. [13] that a linear approximation can be applied to the degradation parameters
since the degradation amount is small. The fitness is found for a coupled ion-electron

transfer reaction to be

_i—c 1 | 1_Erfd<1_c+)8lna+
i

W=== _
1_01—ng—:]

Sl .

13
Olncy (13)
This equation provides direct physical insight into the factors influencing each degra-
dation mechanism, and indicates that the contribution of each degradation mechanism

is separable.

There are many advantages to applying the fitness framework relative to the anal-
ysis of raw electrochemical measurements, expounded in Ref. [13]. The linearized
fitness framework is shown to be accurate at small amounts of degradation, which is
true for any operational battery. In addition, each degradation mechanism is separa-
ble using this framework, simplifying the attribution of rate capability loss to specific
degradation mechanisms. The explicit relationship between the rate capability and
each degradation mechanism also eases numerical computation, in contrast to im-
plicit solutions. Finally, the rate capability loss of each of the mechanisms is also
physically correlated with kinetic parameters, introducing physical interpretability to

the framework.
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The physical interpretability is introduced by kinetic parameters that modulate
the influence of degradation on fitness reduction. Specifically, the film resistance
mechanism correlates with the differential conductance, denoted as 3_37 [164], which
characterizes the rate of current acceleration in response to an increase in potential.
For a coupled ion-electron transfer reaction, the differential conductance reaches a
maximum from the limiting current (observed in Fig. @b for a nickel manganese cobalt
oxide electrode material). In comparison, using a Butler-Volmer reaction model will
cause the differential conductance to grow exponentially. Both calculations are shown
in Appendix D of Ref. [I3]. Thus, the Butler-Volmer reaction model would indicate
a higher impact of film resistance on the rate capability of a particle. Similarly,
the electrolyte concentration mechanism is primarily related to the reduction current
fraction in the total current, i,.q/7 for the coupled ion electron transfer model. This
arises because electrolyte concentration only participates as a reactant in the reduc-
tion reaction. In contrast, when using the standard Butler-Volmer reaction model,
the differential conductance replaces the reduction current fraction as the kinetic pref-
actor modulating degradation effects on rate capability, shown in Eq. 22 in Ref. [13].
This indicates a larger sensitivity of the fitness loss with the Butler-Volmer model with
respect to the electrolyte concentration. Overall, using a less physical Butler-Volmer
type expression indicates a stronger impact of degradation parameters on fitness loss

than the more physical coupled-ion electron transfer model.

As we extend the half cell model to a full cell, the presence of degradation, char-
acterized by kinetic changes in the electrodes, introduces a shift in the behavior of
the system. When the system is degraded, due to the current constraint requirement
and the altered kinetics, the same absolute potentials ¢ ., cannot be applied to the
cathode and the anode. This discrepancy arises because the equality in current is no
longer maintained. To ensure the current constraint is still satisfied on the full cell,
there is a necessity for a potential shift A¢ to be applied to both the solid potential
at the anode and cathode. Consequently, the voltage in this degraded full cell is cal-
culated as (@5 + AP) — (P50 + AP) = Ps.c — Ps.q, resulting in the same experimental

voltage as previously measured. In short, this shift in potentials at both electrodes is
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essential to maintain the current constraint in the presence of degradation.

We use specific notation to distinguish between fitness values with (W) and with-
out (W) the voltage shift. Analogously to Eq. with the inclusion of the voltage
shift, the modified current constraint f,i,(¢sq + A@) = — feic(psc + A¢p) holds. This
equation is solved implicitly to determine the value of the voltage shift. Once the
voltage shift is determined, the fitness W can then be found by ensuring equality of

the fitness values between the cathode and anode in the full cell as

2.(qbs,c + A¢, Rf,ca éca C—i—) _ Z‘(Cbs,a + A¢7 Rf,aa Eav C-‘r)

= _ ) 14
(gbs,cv Rf,c - O, 60 = 17 Cy = ]—) i<¢s,a7 Rf,a = 07 6(1 = ]-7 Cy = 1) ( )

W= -
1

Linear Approximation for Degradation Though we have found an exact im-
plicit solution for this problem, implicit solutions can be computationally inefficient,
particularly for optimization processes. Obtaining an explicit solution for complex
problems can significantly reduce optimization time and provide valuable physical in-
sights. We take advantage of the explicit linearized fitness framework and perform a
first-order linearized approximation for the voltage shift to simplify the calculations.
After linearization for the voltage shift, we apply the fitness approximation of the half
cell described in Eq. [I3] generating an explicit expression for effects of degradation
on the response. This approach combines computational efficiency with a high degree

of accuracy.

Eq. [14] holds true in the exact solution of a voltage pulse problem. However, the
full cell fitness is not only defined by the effects of degradation as the half cell fitness is,
but also by a voltage shift from ensuring current equality between the two electrodes.
We attempt a simple linear approximation to capture these effects. Initially, using the
linear approximation in each electrode for the rate capability, the fitness without the
voltage shift is found to be the current ratio Wa,c =lgc /Za,c. To include the effects of
the voltage shift, we introduce x, which denotes the fractional change in the current

with potential shift relative to that without

Xa,c = ia,c(qbs,a,c + A¢)/ia,c(¢s,a,c) -1 (15)
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The overall fitness is obtained through the ratio of degraded Eq. with the nonde-

graded version, resulting in
W = W,(xe +1) = Welx. + 1). (16)

This expression captures the overall change in current in the full cell, incorporating
both degradation and voltage shift effects when there is less degradation. The full
cell fitness thus captures the half cell fitnesses with the inclusion of a voltage shift

term.

To the first order, the voltage shift term can be approximated using a Taylor

expansion on x based on the voltage shift:

X

8¢A¢ + O((Ag)?) ~ W—li—lﬁA¢. (17)

X = an

Applying this approximation to Eq. [L6], the voltage shift is approximated as

A¢ = M‘-/C — Wa* ;cell (18)
01 i
faa_na + fca_nc

with Eq. [I0] constraining the full cell current equality. Thus, using Eqs. [I7] and [I§]
the overall fitness is a weighted sum over the cathode and anode fitnesses
W, + W, 8"6

@Bt i

W:

19
fpanc ’ (19)

1+

fﬂ' Mg

which approximates the shifted fitness by considering the voltage change. This ex-
pression is a reweighted sum of the ratio between the electrode scale and kinetic
capabilities of the electrodes, where f represents the rescaling to the electrode area
from the particle area and g—; is the differential conductance, reflecting the kinetic

capability of the electrode material.

The explicit representation of the fitness term in a full cell offers a direct physical

understanding of asymmetric effects from each electrode in a full cell model. The
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conductance ratio < fcg—zc) / ( a3_§7a> represents a ratio of the conductances of the
cathode relative to the anode for the entire electrode. This ratio is influenced by
both material properties and electrode design, particularly the reactive surface area.
From the limiting values of the formulae, the results of the full cell indicate that when
the anode differential conductance is larger than that of the cathode, the fitness of the
cathode dominates the full cell. Conversely, if the cathode differential conductance is
larger than that of the anode, the fitness of the anode dominates. The conductance

ratio thus aids distinguishing between electrodes by the different scales modulating

the half-cell fitness influences on the full cell.

In most balanced full cells, f, ~ f. to minimize total mass of the cell, causing
fa/ fe to be constant and electrode design dependent (neglecting small changes from
degradation). The main variable affecting the conductance ratio is the differential
conductance of the cathode and the anode. These are dependent on the kinetic
properties of the intercalation reaction occurring in the electrode, as well as the
state of charge and applied voltage. An electrode is referred to as “overpotential
dominant” when the overpotential at one electrode is significantly larger than that at
the opposing electrode, which often occurs when the exchange current densities of the
electrodes differ by orders of magnitude. This concept relates to the dominance of
the performance of one electrode to overall cell behavior. Special cases with respect

to half cell electrodes or switching between dominant electrodes are considered in
Appendix [5.10]

The explicit calculations from the linear approximation accelerate the optimiza-
tion process compared to the implicit exact solution. The linearized model almost
exactly matches the implicit solution in the feasible range of degradation for the dom-
inant electrode. For instance, consider a NMC532-graphite cell in which the anode is
potential dominant. The linear and exact approximate values from voltage pulses are
plotted in Fig. [2, where differential conductance is derived in Appendix D in Ref. [13].
A good match is seen at the overpotential dominant electrode (anode), whereas at
the non overpotential dominant electrode (cathode), the fitness values are smaller and

the accuracy is reduced.
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Figure 3: HPPC simulation shown for a single pulse size, with six different values
of state of charge ¢y where the pulses are performed, with slow charges between the
different state of charge values. The pulse experiments are repeated for each pulse
value. The pulses are performed using the protocol in Algorithm [T}

5.3 Simulated Diagnostics

5.3.1 Virtual Experimental Design

Our primary goal of understanding pulses is to employ them in full cell diagnostics
to quantitatively assess the extent of degradation in a cell. Determining the absolute
degradation level in a specific cell is challenging due to significant variability between
cells during manufacturing [316}, B17]. Instead, we aim to establish a relative measure
of degradation for each cell compared to its initial state, enabling more meaningful

evaluation of battery degradation across different cells.

Based on our theory of voltage pulse measurements, Eq. [L3|illustrates that degra-
dation parameters influence half-cell kinetics jointly with kinetic-related parameters
such as the differential conductance or the reduction current fraction. Figs. [dpc
present the kinetically related differential conductance values and reduction current
fractions at different states of charge and overpotentials, while Fig. [ld displays the
effect of the surface blockage on the current at different states of charge. Applying
high overpotentials generates a wide range of differential conductance values, which
influences the calculation of the film resistance. The reduction current fraction is

subject to a singularity when there is no current. This is seen in the denominator of
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the reduction current fraction for the CIET reaction model,

Erfd _ 7'[(—7% )\)
i H(—W»/\) - CH(T]va)

(20)

This indicates that in the linearized approximation, higher voltage pulse values have
more numerical accuracy for estimating electrolyte loss. On the contrary, overpoten-
tial does not influence the fitness calculation for the surface blockage mechanism, and
instead variations in states of charge are needed to observe changes in the current
response. In summary, a wide spectrum of states of charge and large voltage pulse
sizes are necessary to differentiate between the various degradation mechanism val-
ues. These considerations are valuable for designing industrial HPPC tests, where

previously the choice of pulse size is arbitrary [62].

To account for the needs of varied pulse sizes and states of charge, we design
a set of HPPC experiments, shown in Algorithm [1| that perform voltage/current
pulses relative to the open circuit voltage at various states of charge for a single pulse
size. This method is able to capture physical degradation mechanisms, and more
importantly, quantify and separate each physical degradation mechanism, especially

the dominant mechanism.

5.3.2 Virtual Experimental Procedure

The procedure is to perform current or voltage pulses of size i or AV in our HPPC
analysis with alternating pulses and rest states (Algorithm 1). Knowledge of the open
circuit voltage curve OCV(cy) is necessary for this design structure, which may be
difficult to validate once degradation occurs in a full cell. To ensure closeness to the
true open circuit voltage curve, we perform voltage holds in between states of charge
to ensure minimal influence of kinetics [164]. The rest and pulse times can vary with

different battery material and design.
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for cy in all states of charge tested do

/* move the battery to the next state of charge */

do a 0.05 C current hold until the voltage is at OCV(cp);

/* rest the battery */

do a zero current hold for 7ye;

/* equilibrate the battery to reduce the kinetic effects from
moving to the next state of charge */

do a voltage hold at OCV(¢g) until the current magnitude is less than

0.001 C;

/* rest the battery */

do a zero current hold for Tpe;

/* perform a charge pulse */

do a voltage or current hold for 7,y at OCV(cy) + AV or ieq current;

/* rest the battery */

do a zero current hold for Tpe;

/* perform a discharge pulse */

do a voltage or current hold for 7, at OCV(cg) — AV or —ieen current;

end

Algorithm 1: HPPC protocol.

5.4 Simulation Results

For each system, the HPPC protocol denoted in Algorithm [I] is executed using mul-
tiphase porous electrode theory simulations [53, 54, 43| implemented in the open-
source MPET software package [44], which captures the electrode-scale transport
and particle-scale kinetics in a full cell battery electrode. Porous electrode simu-
lations capture the transport and kinetics of an electrode at two scales, with trans-
port at the electrode scale covering electrolyte diffusion /conduction and solid conduc-
tion, and reactions/solid diffusion occurring at particle level. Simple one-dimensional

Cahn-Hilliard [69] (similar to reaction-diffusion) models are used to capture particle
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dynamics, modified to include fluxes from phase separating thermodynamics. Conser-
vation equations for lithium ion mass and charge are applied at the electrode scale,
capturing macroscopic transport between the cathode, separator, and anode. The
current responses from voltage pulses, and voltage responses from current pulses, are
used to optimize for the state of degradation and compared with the reference solu-
tion. The fitted solutions are extracted from pulse responses for the HPPC protocol

at both the degraded and nondegraded states.

The objective function was assessed at the initial time measurement of the pulse
from simulations, chosen for its accuracy in capturing kinetic information. We for-
mulate the objective functions for minimization to ensure that each state of charge

carries equal weight. For voltage pulses, the objective function is

fnin = mmz ( )2 (21)

&L .

while for current pulses, the objective function is
AVi)redlcted ?
min — —1 3 22
f mln Z (AVmeasured ( )

where deg = {Rﬁc/a,éc/a,ar} are the degradation parameters under consideration.
The fmincon function in MATLAB was used to execute the optimization procedure.
The code for the procedure is provided in lightningclaw001/public_ paper scripts
under the folder smart HPPC (https://github.com/lightningclaw001/public_

paper_scripts/tree/main/smart_HPPC).

The optimization tests are conducted on a NMC532-graphite full cell. Kinetic
parameters are obtained from Ref. [129], while electrode-scale parameters are obtained
from Ref. [300]. Specific details regarding the porous electrode scale and kinetic
parameters used are reported in Appendixes and 5.0l A range of degradation
parameters are assessed across various degradation states, spanning nine points from
least to most degraded. Timescales of Tyet = 20 min and 7,y = 0.6s for resting and

pulsing are employed, which was sufficient for relaxation in the simulations. For the
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cathode, the filling fraction values of ¢y are set from 0.3 to 0.8 with a spacing of 0.1,
which encompassed a total of six state of charge values for the cathode. The anode
filling fraction values correspondingly varied from 0.9 to 0.4. The filling fraction values
are derived from the parametrized ranges of the active material. Voltage pulses of
100 mV or current pulses of 0.1 C are applied, corresponding to the typical magnitude

of common HPPC experiments [62] [3].

As seen in Fig. [ the use of high voltage pulses allows for a broader range of infor-
mation to be extracted due to wider variation in differential conductance values. This
leads to more precise results for the film resistance values. Moreover, the utilization
of higher filling fractions assesses a wide variance of surface blockage prefactors, as
seen in Fig. [f[d. This accounts for the increased sensitivity of surface blockage effects
at lower filling fractions for the cathode, corresponding to higher filling fractions for

the anode.

The optimization solutions for the exact method and linear approximation are
shown in Fig. [6|for the voltage and current pulses respectively. With the large number
of possible degradation mechanisms, only the dominant degradation mechanisms can
be captured feasibly because of the insensitivity of degradation at the non-dominant
electrode. This is mainly because of the differing electrode sensitivities, as observed
in Fig.[f] Hence, multiple simulations are performed where the dominant degradation
mechanism is different for each, plotted in Fig. [6l Some optimization error can be

attributed to the averaging of porous electrode-scale effects.

For the current pulse results, only optimization results from the exact solution
can be obtained. In contrast, for the voltage pulse results, both the exact solution
and linearized result are calculated. The linear approximation exhibited a signifi-
cant advantage in terms of computational efficiency. From the optimization speed,
the linear approximation averaged roughly 1s for each degradation state, relative to
roughly 100s per degradation state for the exact solution. For the current pulses,
the computational demands are more substantial. A single current pulse took 200s
to solve, since separate cathode and anode potentials are extracted, increasing the

number of variables in the system. In summary, optimizing from voltage pulses was
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more efficient than current pulses. Specifically, the linearized approximation for volt-
age pulses had a tenfold speed-up relative to the exact solution, which only required

a small trade-off in accuracy.

Due to the large number of degradation parameters, a sensitivity analysis was per-
formed on the full cell to understand the dominance of different degradation mech-
anisms (Fig. . Voltage and current pulses using the implicit solutions are used
for this analysis. Current pulses appeared extremely insensitive relative to voltage
pulses in extracting degradation mechanisms, highlighting a benefit of using voltage
pulses. The higher sensitivity of anode degradation parameters can be attributed to
the lower exchange current density of graphite, which is approximately two orders
of magnitudes lower than that of the nickel-rich material in the model. This causes

overpotential dominance at the graphite anode.

In the sensitivity calculations for voltage pulses, we observe asymmetry between
the charge and discharge directions for almost all degradation mechanisms. For the
overpotential dominant electrode, sensitivity of degradation parameters depends on
the fitness of the overpotential dominant electrode since W ~ Wy from Eq. where
Wy is the fitness of the overpotential dominant electrode. The directionality of inter-
calation at the overpotential dominant electrode during charge or discharge controls
the sensitivity of the cell fitness. In the current cell setup, the overpotential dominant
graphite anode deintercalates during discharge and intercalates during charge. Specif-
ically as seen in Fig. [dbc, the magnitudes of differential conductance and reduction
current fraction during deintercalation are both larger than the intercalation values.
Since these parameters relate the fitness to the degradation parameters, the fitness
is more sensitive during discharge, when the anode is deintercalating, compared to
charge, as seen in Fig. fed for these two degradation mechanisms. In contrast, since
the surface blockage mechanism is not potential dependent, no asymmetry appears
between the charge and discharge directions for the anode as seen in Fig. Be. Overall,
when degradation parameters are at the overpotential dominant electrode or affect
both electrodes, the sensitivity of cell fitness is dominated by the fitness of the over-

potential dominant electrode.
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For the degradation parameters at the non overpotential dominant electrode, sim-
plifications lead to X
W~ <1 Jus g’;nd> W 2
danq
where d indicates overpotential dominant, nd is non overpotential dominant, and W
is the fitness at the non overpotential dominant electrode. From the definition of a
overpotential dominant electrode, this indicates that the conductance ratio between

fnd 671 S 9Nnd

electrodes is large, meaning that the prefactor (1 + ) is necessarily large.

a
Thus, the conductance ratio is more significant on the fualTl7 dcell fitness relative to the
fitness of the non overpotential dominant electrode Woa. The larger differential con-
ductances during intercalation in the cathode, as seen in Fig. Ph, result in higher
sensitivity in the cell fitness when discharging, where the non overpotential dominant
cathode is intercalating, relative to charge. Unlike the overpotential dominant elec-
trode, when degradation parameters are at the non overpotential dominant electrode,
the cell fitness is dominated by the conductance ratios in the cell and not the fitness of

the non overpotential dominant electrode. This elucidates the difficulty in resolving

degradation mechanisms at non dominant electrodes.

Overall, a clear distinction between the information gain between charge and dis-
charge pulses is observed. The information gain is asymmetric and depends on both
the battery state of charge and overpotential dominance of electrodes. In degradation
at both electrodes, the direction where the overpotential dominant electrode deinter-
calates is more sensitive. This is caused by asymmetry in kinetic factors correlating
degradation to fitness for the overpotential dominant electrode, or dominance of the
conductance ratio from the non overpotential dominant electrode. When the anode
is overpotential dominant, discharge pulses contain more information about degrada-

tion, while the opposite is true when the cathode is overpotential dominant.

The results from these optimization procedures highlight the advantages of uti-
lizing voltage pulses in this context. When it comes to learning degradation mech-
anisms, the necessity for optimization is evident, and mathematically simplifying

the optimization problem becomes important. Voltage pulses offer several distinct
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advantages. Firstly, they are able to quickly and explicitly approximate extent of
degradation with the explicit expression, resulting in a significant reduction in fitting
time, often by two orders of magnitude. This efficiency can be highly beneficial in
practical applications. In addition, the sensitivity of current pulses is much weaker
as compared to voltage pulses, as seen in Fig. )] The stronger sensitivity of volt-
age pulses makes them a more effective diagnostic tool for capturing degradation
behavior. Importantly, compared to current pulses, which introduce much nonlin-
ear behavior from the coupled current control equation, fewer population effects are
revealed from voltage control systems. Furthermore, voltage pulses are more physi-
cally tied to rate capability and directly related to degradation mechanisms as seen
in the explicit approximation. The ability to gain deeper insights into the underlying

physical mechanisms makes voltage pulses a superior choice in diagnostics.

5.5 Appendix: Variable Definitions

For ease of readability, variable definitions are placed in the following table. The
subscript a depicts the anode, and the subscript ¢ depicts the cathode. Bars above
variables are used to define the value of the variable without any degradation or
potential shift (e.g, ¢ = R(...,R; = 0,¢ = 1,cy = 1,¢s,...)). Hats are used
to define the variables without any voltage shift (e.g. 1= R(...,R; = 0.01,¢ =
0.99,c, = 0.99,¢s,...)). The real solution is given without any hats or bars (e.g.
i=R(...,Rf=0.01,6=10.99,c; =0.99, 05+ Ap,...)).
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Variable Definition NMC532| Graphite| Units
Name Cath- Anode
ode

c lithium concentration in | — - nondimensional
solid

i current density - — A/m’

Tred reduction current contribu- | — — A/m2
tion to total density

n overpotential (driving force | — - kT
of reaction)

ks exchange current density 10 [129] | 0.2 [129] | A/m”

A reorganization energy of in- | 3.78 [129]| 5 [129] | kgT
tercalation solid

€ porosity 0.4 0.4 nondimensional

P volumetric loading of active | 0.69 0.69 nondimensional
material

L length of electrode 5e-b 8.7e-5 m

A, area of particle p — - m?

v, volume of particle p - — m?

(rp) mean particle p radius le-7 le-7 m

ThermFac thermodynamic factor | — - nondimensional
Ohne 13

Ry film resistance - - Q- m?

¢ rescaled capacity - [12] - nondimensional

Cy electrolyte concentration - - M

w fitness value /i [13] - - nondimensional

f porous electrode rescaling | 626.8 1100.6 nondimensional
ratio, L(1 — &) P ()

X current ratio before and af- | — - nondimensional

ter potential shift (¢ +
Ag)/i(¢s) 158




5.6 Appendix: Full Cell Simulation Parameters

In the full cell, 10 volumes were used to discretize the cathode and the anode, while
5 volumes were used to discretize the separator. Both the relative and absolute toler-
ance were set to 1x 107%. The temperature in the simulations was set to 298 K. It was
assumed that there was enough carbon additives in the cell to cause the solid conduc-
tivity to have minimal effects. The Bruggeman exponents for the tortuosity were set
to 1.5 for the cathode, the anode, and the separator [318]. A Stefan-Maxwell concen-
trated electrolyte model where the thermodynamic factor, diffusivity, and transfer-
ence number were from Ref. [47] and the conductivity was from Ref. [77] was used in
our parametrization. In the particle-scale models, a Cahn-Hilliard reaction-diffusion
model [69] was used to describe the solid particles, with spherical shaped particles
for both the graphite and the NMC532. The explicit activity contribution for the

electrolyte is
ay = 2 exp (~1200/5000 — (24¢}%)/31 + (100164¢%)/96875),  (24)

analytically integrated from Ref. [47].

5.7 Appendix: Reference Electrode Fitness

Following the protocols in Ref. [I3], we see that for a reference electrode, if the foil

reaction is defined with a simple Butler-Volmer reaction as

i = 2ko\/ay sinh(g> , (25)

then the differential conductance is found to be

g n
an koy/ay cosh(§> , (26)

159



and

! (27)

— @ = 1 — —— coth
Dcy  Ocy + on Ocy  2cy Olncy e

Di,  0Oiq  0ig On g 81na+( kT (77))

Because material-scale degradation does not generally happen at the reference elec-

trode, the linearized fitness for a half-cell electrode is described as

s 1 kT n\ \O0lna,
Wa—1—2(1— ’ coth(2)>alnc+(1—c+) (28)

without any dependencies on film resistance or surface blockage from the cathode.

5.8 Appendix: Current Pulse Linear Approximation

For a model single particle, a current pulse will lead to a voltage response. The
voltage response can be expressed in terms of the overpotential fitness variable U,
which is defined as the ratio of the measured overpotential in the degraded state and
overpotential in the non-degraded state for a half cell. For a half cell, where the direct
measurement of the electrode potential is possible, we can write the fitness variable
exactly as

I adiC

¢ —¢(c)

Analogous to the linear approximation of current fitness variable in (L3)), we also

_ n(laRf767 C-‘r)
NG R =0.6=1,c, =1)

I3

(29)

derive a linear approximation of U in the limit of small degradation variables. We per-
turb the non-degraded state by the degradation variables independently, and multiply

each correction to the fitness variable, such that U~U Ry UgUC "

[ — (1 i %) (1 n (377) 7 oh(7)( — 1))

9 (1 n (j—w) 7k — Og(—p A(es — 1)) |

Importantly, this equality constraint in the linear approximation highlights one

drawback of doing current pulses, primarily being the extra computational effort
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needed to get a linear estimate of the degradation parameters from current pulses. In
the following, we provide derivations of the individual components of U.

A useful derivative for the full derivative which is used in later derivations is

Dy 9y  dndi

_ gn 1
DR, 9Y ' 9i0Y’ (31)

where Y can be any degradation variable of Ry, ¢, or cy.

5.8.1 Film Resistance

To determine Ug +» we can write the Taylor expansion of n with respect to Ry. In this

expression, we can directly evaluate Dn/DRy = 0n/0R; since 0i/0R; = 0.

_ on 2
=i+ — . 2
n=1n+ R, |, Ry + O(Ry) (32)

=0

By the definition of the overpotential, it is clear that the fitness variable is defined as
~ iR
Ur, =1+ # +O(RY). (33)

5.8.2 Rescaled Capacity

To determine Ug, we can write the Taylor expansion of 1 with respect to ¢. Since

. N —1 .
D¢ 0ioe dn) Oc

we see that

_ . Dn
n=n-+ —

Sl ey o@) =g+ <@> % G_n+o@).  (35)

‘51 on i

Plugging in the values for the differential conductance gives that

U: =1+ (g—;>_ i koh()(E — 1) + O(&), (36)
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where h(n) is the overpotential-dependent part of the reaction as i = kj(1 — ¢)h(n).

5.8.3 Electrolyte Loss

To simplify calculations, we use the formal overpotential, since this preemptively

removes the electrolyte loss dependence from the model. Since

Dy _ Oy 9 _ ( 0 ) o ( o )_1ks<1 —g(-np N, (37)

Dc, 0t ¢y ony ocy ony
Since 2L = 9L we can directly use this derived relationship in the Taylor expansion
ony on

of the overpotential. To determine U, ., write the Taylor expansion of 7 with respect

to Cy,

D
=1+ 5

De, (cr — 1)+ O(). (38)

cy=1

Upon combining these equations, we can determine the fitness variable as an

implicit formula to the equation

O =1+ (o) (= gl Ve =D+ O (3

Though these analyses can be done directly for a half cell, they do not provide

any inherent information on degradation of the full cell. The full cell fitness is

U = Uc%c - l{agga
. ¢c - ¢a . (40)
c(Me — pre(ce)) — Ualfla — Ma(ca))'

(e = Ma) — (pe(Cce) — Halca)))

~
~

Because the intercalation potentials for the solid depend on the reference potential,
there is no absolute U value that can be calculated for a full cell. Thus, the lin-
earization only works at at the half cell level and cannot be brought to the full cell

level.
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5.9 Appendix: Multiple Degradation Mechanisms

A set of full cell simulations of NMCb532-graphite with all degradation mechanisms
present is shown in Fig. [7] The function does well at separating the dominant mech-
anism (the surface blockage mechanism for the anode, and then the electrolyte con-
centration loss mechanism) and quantitatively performs well in separating each of
the degradation mechanisms, but does not perform as well qualitatively. The linear
model drifts especially at the non kinetically limiting electrode because, as seen in
Fig.[2| the cathode values especially do not capture the implicit contribution and drift

at larger degradation amounts.

5.10 Appendix: Special Cases of Linearized Fitness

To preferably measure one electrode over the other, special care can be taken to
consider the state of charge that the pulse is performed at. Based on the conductance

ratio between the electrodes, we can approximate the state of charge dependence on

fck?(),c(l_cc)
fako,a(l_ca) ’

through mass conservation. The approximate weights between the cathode and the

the ratios as where the cathode and anode state of charges are related

anode fitnesses can be tuned by the state of charges used to measure the materials.

A special case is the half cell with a lithium counter electrode. In this scenario,
fo = 1 since the lithium counter electrode is a foil. We also assume there is no
degradation at the reference electrode W,=1. Asa result, the overall fitness value

can be expressed as
] i
We+ fc Mc/a

1+ fc%c/a

W= (41)

In a half cell with a lithium reference electrode, the reference electrode is primar-
ily affected by electrolyte loss and no other degradation mechanisms, as detailed in
Appendix 5.7 Due to the fact that the foil only has active area on the surface and
not within the electrode, f./f, > 1, the cathode is always potential dominant. This

dominance at the cathode arises from the limited surface area available at the anode,
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making it difficult to separate the degradation mechanisms at the cathode material.
Given this dominance at the cathode, it is not desirable to conduct HPPC pulses on

half cells.
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Figure 4: a) Tafel plot for a coupled-ion electron transfer reaction relative to the
overpotential for a NMCbH32 model at different states of charge, which gives rise to
different differential conductance behavior as well as reduction current fraction in the
next two plots. b) Differential resistance values for a NMC532 model captured at
different overpotentials for various states of charge are plotted. Specifically, pulses
at 5, 20, and 100 mV overpotentials are plotted at the red points. c¢) Reduction
current fraction is plotted with respect to different overpotentials. State of charge
variation plays a minimal role in the reduction current fraction, causing reduction
current fractions at different SOC values to overlap. The reduction current fraction
values for pulse experiments at 5, 20, and 100 mV overpotentials are shown as red
points. d) Kinetic fraction of surface blockage is plotted at different state of charge
values for varying overpotentials.
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Figure 5: Sensitivity analysis of each degradation mechanisms on the fitness W for a
NMC532-graphite cell for a 100mV (dis)charge voltage pulse or for a 1 C (dis)charge
current pulse at a cathode state of charge of 0.8 and anode state of charge of 0.4. The
effects of film resistance for (a) the cathode, (b) the surface blockage for the cathode,
(c) the electrolyte concentration, (d) the film resistance for the anode, and (e) the
surface blockage of the anode are plotted for this cell for values close to the initial
degradation state.
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the film resistance mechanisms for the cathode and anode; (b,e) are the surface block-
age mechanisms for the cathode and anode, and (c) is the electrolyte loss mechanism.
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Chapter 6

Conclusions

Our multiscale model for understanding degradation can capture the effects of degra-
dation from a single particle scale to a population scale, and then eventually to a
porous electrode scale, as shown in Fig. [I Microscopic degradation mechanisms were
investigated at a particle level, using surface phase transformations of nickel rich mate-
rials as an example, and incorporated into population scale effects for solid solution or
phase separating populations. Population balances with nickel rich materials were de-
veloped as an example for solid solution materials, while simple linearized models were
applied and validated to represent the influence of degradation on kinetics. Scaling
analyses using timescale competition for phase separating materials were developed
to observe the competition between population and single particle timescales, using
lithium iron phosphate as an example. The extraction of microscopic degradation
mechanisms from macroscopic electrochemical responses using pulse diagnostics was
also explored. Physical interpretations of pulses were formulated for a full cell elec-
trode and proven to extract microscopic degradation mechanisms from particle level.
These protocols were eventually optimized with model based design-of-experiment to

extract particle level degradation efficiently and optimally from macroscopic signals.
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Figure 1: Figure displaying the scope of this thesis, from modeling particle level
degradation [12] to projecting particle level to population scale degradation [13| [14],
and finally applying electrode level understanding of diagnostics to particle level [15]
16].

6.1 Particle Level Degradation Mechanisms

In this study, we demonstrate the formulation of a degradation model that accounts
for cation disorder coupled with oxygen formation at the surface of nickel-rich layered
materials. Due to the high commercial availability of nickel, these materials are in-
creasingly recognized as the next generation of battery cathode materials. These free
energy models, combined with an oxygen vacancy boundary condition, qualitatively
explain why high voltage cycling causes more phase transformations and disorder [60]
in battery materials. To the authors’ knowledge, this is the first model of free energy
for cation degradation that can be easily derived from first principles which is appli-
cable to continuum-scale battery simulations. It merges the detailed understanding
of crystal structures from first principles with the computational tractability required
for continuum-level battery modeling. This approach eliminates the need for experi-
mental data to characterize the chemical potential functions or free energy models for
degradation, requiring experimental data only to determine the kinetic parameters of

degradation. This significantly enhances the practical applicability of the models.
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These degradation models can be applied to porous electrode models to study the
effects of various macroscopic battery parameters, such as particle size and charging
rate, on cation disorder growth in the active materials [54], 53]. Cycling simulations
at different operating conditions, such as constant current and constant voltage, can
model their effects on inducing cation disorder and thus phase transformations in a
battery, a crucial step to the study of long term maintenance of battery operation.
Insight from single particle cycling simulations of these particles reveal that the degra-
dation caused by higher voltage operation in these materials is irreversible and that
if avoiding degradation is imperative, higher voltage ranges should be applied later
in the operation of a battery. From a materials design perspective, maintaining a
balanced Ni-Co-Mn ratio is thermodynamically preferable. Although Ni-rich materi-
als have more attractive techno-economics, they are predicted to be less stable as the
Ni concentration increases, promoting the blocking of lithium sites by nickel disorder

[84].

6.2 Particle Level to Electrode Level

6.2.1 Solid Solution Materials

Degradation on populations of solid solution materials was mapped from a single par-
ticle level to an electrode level using a population balance equation. By employing
the concept of fitness functions from biological populations, this idea was adapted to
model the degradation of battery particles of varying sizes in a lithium-ion battery.
The coevolution of fitness with reaction and degradation on these battery particles
is simulated as the battery is cycled with the Fokker-Planck equation, using different
intercalation reaction models. For all reaction models, the fitness function values
are found to grow heterogeneously as the battery is cycled, starting with the initial
formation cycles. This heterogeneous growth reflects the varying degradation rates
among individual particles within the battery, which accumulate differently over suc-

cessive charge-discharge cycles. After the formation cycles, degradation accumulates
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while preferring smaller particles. The degradation growth on the smaller particles
from the autocatalytic behavior between fitness and degradation contributes to the
eventual death of the battery [I88]. This overall trend causes the smaller particles
to lose their usable capacity faster and contribute to the failure of the battery before
the larger particles do.

From our simulations, we also learn that particle level degradation mechanisms
drive electrode-level behavior of the system, and the shape of the behavior of electrode-
level current-voltage relations gives insight into which of the degradation mechanisms
is most dominant. “Expansion” of voltage curves can be attributed to changes in
reaction kinetics, while “shifts” of the voltage curves are attributed to active material
degradation or changes in overpotential. Asymmetric effects between intercalation
and deintercalation in the voltage curve can be attributed to electrolyte loss effects
from their stronger contribution to the reduction reaction. In addition, the shape
of the capacity loss curve gives insight into the mode of degradation that is most
dominant. Electrolyte loss has smoother terminal behavior, while resistive film and
surface blockage all have sharper capacity loss drops.

Such a model of fitness evolution for driven electrochemical reactions can be ex-
panded to systems beyond a simple Fokker-Planck model. These simple degradation
mechanisms can be applied to porous electrode models [53, 54], [122] to study the effect
of degradation at macroscopic scale. The development of simple, physically driven
degradation models which can be applied to porous electrode scale simulations pro-
vide support for data-driven modeling of degradation, aiding solutions to the major

challenges in developing and designing better Li-ion batteries [319].

6.2.2 Phase Separating Materials

Beginning with single-particle conservation equations, we derive a population bal-
ance model to describe the behavior of active material particles in a lithium-ion
battery during a (dis)charge process. Different timescales in the problem are revealed
through the process. Through the eigendecomposition of this population scale model,

we identify two regimes of stochastic and deterministic intercalation in the process
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timescale, depending on whether the applied voltage lies within the miscibility gap
or not. Asymmetry driven by the single particle stability criterion on timescales in
the stochastic regime is observed in the process. Predictions on the voltage values
under different applied currents are made through minimizing applied voltage, which
then reveals the single particle reaction timescales. The observation of particle acti-
vation fraction as a nondimensional factor integrating competition between reaction
and process timescales is revealed.

Such timescale analyses provide simple analytic estimations to phenomena such
as active particle fraction and population timescales for intercalation. These simple
predictions allow for unprecedented direct analysis of phase separating particle pop-
ulations, aiding the design and analysis of common phase separating materials such
as lithium iron phosphate or graphite. This work can predict and control optimized
operation of phase separating materials to improve utility through increased particle

activation fraction.

6.3 Electrode Level to Particle Level

6.3.1 Pulse Diagnostics

An analysis of the physics behind pulse diagnostics was performed to extract degra-
dation behavior from macroscopic measurements to particle level, focusing on hybrid
pulse power characterization techniques (HPPC). The goal of this work has been to
enhance the physical understanding of HPPC protocols as a means to diagnose battery
degradation behavior. Such detailed physical information transcends the conventional
lumped degradation modes, which merely offer insights into the “symptoms” of bat-
tery degradation. In this work, models for both current and voltage response during
the pulse were formulated, generating expressions that directly relate physical degra-
dation parameters to the observed response. Furthermore, we have demonstrated the
benefits of using voltage pulses instead of current pulses, including stronger sensitiv-

ity with respect to degradation, explicit linear extraction of degradation mechanisms,
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faster optimization, and mitigated population effects relative to current pulses for
phase separating materials. Discharge pulses are found to contain more information
in cases of anode overpotential dominance, while charge pulses are better for cathode
overpotential dominance. We have shown that it is possible to extract the dominant
degradation mechanisms from each electrode with a physics-based optimized HPPC
protocol. This is key to tying together physics-based modeling [53] 54] with diag-
nostics obtained from battery experiments without the need for lumped degradation
modes commonly used in battery degradation [320)], [37]. With these physical degrada-
tion parameters, we can diagnose the physical-driven reasons for battery failure and,

in turn, design future batteries to mitigate capacity loss.

Our derivations provide some generic useful physical insights. The overpotential-
dominant electrode with slower kinetics dominates full cell electrochemical responses,
which makes it difficult to probe the properties of the opposing electrode. For pulse
schemes, the corresponding fitness variables are directly proportional to the ratio of
instantaneous power. This relationship is crucial for assessing instantaneous power
output, which is challenging without conducting experiments. These straightforward
and explicit linear approximations provide a direct link between physically meaning-
ful degradation parameters and power, offering a simplified pathway for evaluating
the state of health of a battery system. Even without experimental validation, the
increased physical understanding behind sensitivity and information gain in pulses,
as well as pulse design methods in a full cell and the limitations of these techniques,
are useful for optimal design. This deeper understanding of pulse diagnostics can lead
to more accurate and faster degradation assessments, enabling better management

and longer life for lithium-ion batteries.

Overall, a simple model that provides tractable analytical methods of extracting
degradation mechanisms from single particle level was developed in this work, using
approximations in Ref. [I3]. Some drawbacks of our approach include a necessary
physical understanding of the impact of degradation on the kinetics of the electrode
material to be included in the model. In addition, mathematical models of the reaction

kinetics must be selected before the optimization can be performed, although one can
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imagine automating this process with inverse learning from data. Chemo-mechanics,
microstructural effects [236], and phase separating dynamics have also been neglected
in this model. Some degradation mechanisms, such as lithium plating and surface
degradation in nickel-rich materials, can have similar electrochemical signatures, pos-
ing challenges in their differentiation. In addition, though the theoretical analysis of
these experiments has revealed much about the practicality and also limitations of
HPPC diagnostics, experimental validation is a crucial step. Experimental validation
of our framework is imperative for our desire to apply diagnostics to real life battery
systems. Forthcoming works will be focused on improved design-of-experiments for
optimal HPPC and rigorously verifying these methods through experiments, using
test pulses to validate the accuracy of our model for capturing degradation. By ad-
dressing these challenges and validating our models experimentally, we can enhance
the reliability and applicability of our diagnostics framework. This will ultimately
contribute to better battery management, longer battery lifespans, and more effec-
tive second-life applications, significantly advancing the field of lithium-ion battery

technology.

6.3.2 Optimal Design of Pulses

An extension to this study, performed in Ref. [16], proposes a novel framework for
optimizing HPPC protocols to extract degradation information related to the kinetics
of lithium-ion batteries by considering properties specific to the reaction model and
electrode materials. A two-objective optimization was defined by formulating the
parametric uncertainty for reaction-limited degradation [15] and the diagnostic time
using scaling analysis [3]. Model-based design-of-experiment was used to minimize
the parametric uncertainty while the diagnostic time was used as a constraint to
construct the Pareto front. While the degradation state is not known a priori (which
is necessary for designing the optimal HPPC protocol), a generalized optimal HPPC
protocol was designed by applying the mean-field average approach over an expected
feasible region. The robustness of the designed HPPC protocols was evaluated by

performing Markov Chain Monte Carlo simulations for various degradation states.

175



2,300
blwo c) 5
‘Tm ..
£150+ ‘. . 1 1,860
£ 10° |
2120 , ‘ \ B f
.g = = - Single Particle \ ; 1 1.420 Q
g - ° S
$ 90 S 2
553’ I Various Microstructural ) k R 560 %
8 ____ and Particle Level
‘% 60 Design Choices L
540
303 : 102 Lo vl
. " ) 5
C-rate (1/h) 10 10 10
100

Var(AQ,go_10(V))

Figure 2: a) Example of improved surface coatings for transition metal oxide cathode
materials [I7]. b) Example of improved electrode utility from microstructural and
particle level design choices [I§]. ¢) Example of the impact of improved diagnostics
on cycle life prediction [I].

These optimally designed pulses can be used to reduce required diagnostics time in

high-power applications such as electric vehicles [62].

6.4 Outlook

Our multiscale model can be used in many directions for future applications, as
shown in Fig. 2] Firstly, at the single particle level, improved operation can be
designed from reaction-diffusion behavior. Our theory of degradation may help guide
the development of surface modifications to stabilize transition metal oxides, where an
example is shown in Fig. [Zh. From a kinetic perspective, for a given NMC composition,
the surface treatment must limit oxidation reactions that trigger cation disorder by
passivating the reactive oxygen ions at the edge plane and blocking electron transfer
to the electrolyte. Well known ceramic coatings, such as alumina (AlyOj3), zirconia
(ZrO5), magnesium oxide (MgO), and other oxide materials, are able to perform
these functions and can extend the cycle life of of nickel-rich oxides [321], 182 [7].
Some coatings, such as niobium oxides (NbO), not only passivate oxygen and block
electron transfer, but also introduce more stable ions, such as Nb®*, into the crystal
structure near the surface at transition metal or lithium sites [322]. Our theory would

suggest that such inserted ions from the coating may exchange with the more unstable
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nickel ions and reduce the likelihood of cation reduction and disorder at the surface.
Overall, guidance on synthesis of nickel rich materials or coatings be performed with
future extensions of this model, providing overall predictions of optimal synthesis

temperatures related to equilibrium thermodynamics.

Using our population scale models, improved electrode scale utility can also be
designed and achieved from synthesis parameters such as particle size distribution, or
operating conditions such as current or voltage, as indicated in Fig. [2p. Differences in
particle size distributions are influenced by synthesis conditions such as temperature,
precursor particle size, and timescales [323]. Our work can help with selection of the
desired particle size distribution, guiding specific operation conditions of synthesis.
This work also allows for design of electrode utility at different voltages or current,
calculated from the varying amounts of power that can be extracted from the system.
For phase separating materials, the active particle fraction can significantly impact
the utility [8] at a population level. Even for solid solution materials, the appearance
of fictitious phase separation [49] also indicates that higher utility distributed between
particles can be achieved at a population scale. We expect that improved electrode

scale utility can be impactful for both solid solution and phase separating devices.

We envision that in the future, these methods could help detect changes in degra-
dation that are difficult to discern using conventional techniques. Our method al-
lows for the determination of dominant degradation mechanisms for each electrode in
operando, which allows for a pivotal method of detection and prevention of battery
failure. Some factors, such as coupling between transition metal cathode degradation
with resistive film growth on the graphite electrode, may need to be added to these
models for more accurate modeling [324]. Moreover, the determination of the failure
mechanism can also guide the selection of second life application for the degraded
battery [325] [326], [327]. For instance, batteries retired from electric vehicles might
still have sufficient capacity and power output for less demanding applications, such
as stationary energy storage. Understanding the specific degradation mechanisms
can help with repurposing, ensuring that the second life application maximizes the

remaining useful life of the battery. The integration of advanced degradation diag-
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nostics into battery management systems can significantly enhance the reliability,
longevity, and economic value of lithium-ion batteries across their lifetime.
Additionally, the combination of these simpler population models and faster HPPC
diagnostics can allow for improved diagnostics in the future, as indicated in Fig. 2.
These methods could even be incorporated for better model-based diagnostics, or
data-driven diagnostics to determine better features representing degraded states.
Enhanced diagnostics for batteries in use cases such as electric vehicles can improve
range estimation, ensure safety, and extend battery life. Additionally, advanced diag-
nostics can facilitate more efficient recycling and reuse of battery materials, thereby
reducing environmental impact. Overall, this work will pave the way for more physi-
cally grounded methods of understanding and measuring degradation in lithium ion

batteries, from the particle to electrode scale.
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Appendix A

Nonisothermal Open Driven Systems

A.1 Introduction

The coupling of reactions and transport has been found to affect the stability of phase
separation of a system [328|. Specifically, thermodynamic stability of electrochemical
systems has been found to affect the operation of lithium ion batteries and control
macroscopic phase separation of these systems [164, 165]. Reactions often end up con-
trolling the operational stability of these systems, as seen in the suppression of phase
separation in lithium iron phosphate at high charging rates [67, 3], 329]. Spontaneous
phase separation in these systems sometimes lead to undesired behavior, like phase
separation in battery intercalation, which causes immense strain on the intercalation
material and can lead to particle cracking and intergranular strain [330]. In opera-
tion, it can lead to localized degradation such as lithium plating and be potentially
hazardous to battery users [92].

Nonisothermal effects can also play a role in the coupling of transport processes
and reactions in a system. Temperature effects on the phase stability of systems
have been noted in systems such as drug-polymer dispersion, block copolymer melts,
and even biological transcription [331] 1332, [333] [334]. Heat transfer and temperature
effects influence stability of open driven systems, especially since temperature also af-
fects reaction rates of the system, the transport coefficients, as well as the magnitude

of driving forces of the system [161]. Thermal driven fluxes can appear in gaseous sys-
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tems which can directly affect the transport processes in a system [I61]. In this study
we will isothermal thermodynamic stability to consider the thermodynamic stability
of open driven systems, but in a nonisothermal fashion, with emphasis placed on the
role of temperature and heat transfer related material properties on the stability of
the system. We formulate a generalized theory for all open systems, but apply it to

a battery intercalation system for specific applications.

Battery intercalation systems, considered open driven systems, are highly depen-
dent on temperature effects because of reaction heat generation and sensitivity of
material properties to temperature. As fast charging becomes preeminent in electric
vehicles, temperature variation in batteries significantly increases. Thus, it becomes
even more important to understand the effects of temperature on these systems, es-
pecially its effects on phase separation, which plays a large role in degradation in
these systems [335] [336]. In addition, higher and lower temperature operation of bat-
tery systems also become more common, as electric vehicles expand to regions with
colder winters and warmer summers, and as global warming starts to affect our entire
ecosystem. Temperature effects play strong role in degradation and dendrite forma-
tion in a battery [337, 338, 339]. Since the temperature of a battery systems not only
influences properties of the active material electrodes themselves [340], 341] but also
the conductivity and diffusivity of the electrolyte, which often play critical roles in
the lifetime of a battery [342, [47], porous electrode battery models often include cor-
relations of temperature effects on the open circuit voltage and electrolyte properties,
as well as energy balances on the general battery system, such as the porous electrode
model softwares LIONSIMBA and dualfoil to remedy this [45], 343, [344), [345] [346]. It
remains to be seen how temperature effects on phase stability carry over into battery
operation, especially in a multiphase material [44], since these effects have not been

included before.

The reaction rate model introduced also has a large effect on the current of the sys-
tem. Since Butler-Volmer (BV) is a phenomenological reaction rate which is unphys-
ical at high overpotentials because it does not account for electron transfer limitation

[347], the artificial inflation of the current often causes the misunderstanding that
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electrode reactions can contribute greatly to temperature gradients inside lithium-
ion batteries [348]. Thus, many current battery models mistakenly attribute much
heat generation to the electrode reactions, since electron transfer limitation is not
accounted for in BV models. To account for this temperature dependent multiphase
porous electrode model, a study of temperature stability and battery material prop-

erties on battery intercalation is necessary and will be performed in this paper.

Though temperature dependent models of catalysis and battery intercalation ex-
ist, to our knowledge, nonisothermal thermodynamic stability has not been studied
before in a manner suitable for phase separation. A thermodynamically consistent
theory on transport in nonisothermal open driven systems is derived in a rigorous
fashion and applied to our problem of choice for intercalation in lithium-ion batteries.
Though this problem has been worked on considering surface reactions in lithium-
ion batteries [349], the general system of heterogeneous/homogeneous reactions has
not been considered. Temperature dependent models for ion intercalation and for
photocatalysis generally involve an energy balance as well as temperature dependent
properties like electrolyte diffusivity, but no model that takes into account the effect
of temperature on phase separation has ever been studied with thermodynamically
consistent reaction rates, though more general models have been developed before

350, 351].

Our goal is to create a temperature dependent and thermodynamically consistent
multiphase porous electrode model using the more physical quantum ion-electron
transfer reaction rates, which requires understanding of how temperature stability
affects open driven systems to understand phenomena in these temperature depen-
dent models such as intercalation and photocatalysis, where stability of a system
is extremely important for operation. To do this, first we build upon general non-
isothermal nonequilibrium thermodynamics from transport laws including diffusion,
reaction, and coupling interactions between the energy and mass balances and show
these equations below, which can be applied to many other systems. Upon this, we
try to perform a full analysis of the nonisothermal effects in battery intercalation

materials, and analyze the effects of the contributions of each type of heat generation
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on the system, incorporated into a porous electrode model software. We find that
the effects of reaction heat generation are often over-accounted for because of the

physically incorrect Butler-Volmer model at high overpotentials.

A.2 Theory

A.2.1 Balance Laws

We aspire to set up a thermodynamically consistent framework for transport theory
in open system thermodynamics. We consider an open system of a battery particle
with a certain reaction R happening at the particle surface, which depends on the
system it is applied for. To understand the phase stability in our system, which may
have contributions from mechanics and mass and energy transfer, we need to proceed

with the balance laws in our system.

Mass Conservation

For a multicomponent system, we can use the mass averaged definitions of the material
properties. The concentration of each component i can be defined as ¢;, where > ¢; =
1. The mass density in our system can be described as p = ). p;c; and the mass
averaged velocity as v = (>_, p;v;)/p, which are the reference frame for velocity
chosen in this problem. The mass averaged flux is J = (>, piJ;)/p averaged over all
the particle species, where p is the average density, and all terms beyond first order
nonlinear terms are dropped.

The overall mass balance is [352 162, [353].

%/Vzi:pidvz_//lzi:n-,]id/l. (1)

Summing these two equations, the divergence theorem and Reynold’s Transport The-

orem can be applied to find that [352]

/V,é+V-(pv)dV:/V—V-JdV, (2)
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where the sum of the divergence of the fluxes sums to zero when the system is closed
for the bulk system. This term is extremely important in differentiating between open
and closed systems in energy and momentum balances, as we will see later. The mass
conservation equation is equivalent to the concentration conservation equation since

we work with intercalation materials in this problem.

The mass boundary condition over the reactive area applies as the surface trans-

port theorem to be [354]

d

4 dS:/p+V-(pv)dS, (3)

for any surface point with density p.

Momentum Conservation

We start with the general momentum balance of the system, applying the divergence

theorem to the system.

d
el v — ) b. 4
i |, ( EZ pzvz> dVv /At ndAJr/v EZ pibidV, (4)

with the traction t defined on the boundary A [352]. Since the momentum is a linear
function of the density, we expect that the average value of the total momentum
balances should hold, in terms of average momentum ), p;v; = pv and average body

force by = (>, pibi)/p. This equation is valid for any system, open or closed.

Differences between open and closed systems appear when the time dependent
term is separated, since mass is no longer conserved in an open system. The mass

balance can be applied to the momentum conservation equation through Reynold’s
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transport theorem as

d _ [ 9(pv)
o VdeV—/V g + V. (pvev)dV

—

Vp\'/+v(p+V-(pv)—|—,0V-v)dV (5)

:/p\'H—v(—V-J—l—pV-v)dV
v

after applying the mass balance derived for the open system in the first step. Thus,
for our open system, the mass fluxes in this system affect the momentum balance
as well. Compared to that of a closed system, where the spatial movement of fluxes
would have been nonexistent over the entire interval, the spatial divergence of the

fluxes do not disappear in open systems. Thus, our system simplifies to
p(V+vV.v)—=vV-J =V T+ pby (6)

using the localization theorem. For a closed system, the divergence of fluxes would

disappear.

Energy Conservation

We notice that this generation of internal energy in an open system does not just
include generation terms observed in a closed system—it accounts for the effect of
the open system mass flux terms on the entropy of the system. This is not simply
the chemical potential that is generated, but a combination of chemical potential and
entropy. In addition, the amount of stress that is generated also needs to include
the open system generation of stress, which is in the last term of the heat generation
equation. The inclusion of the extra generation terms from an open system provides
a framework to study the energy balance of the system for the time dependent terms.
The energy balance, where the specific energy is defined per mole as e; = u; + %|Vi|2

is defined as

i
—_ pleldV: —/ Il'Je’idA—FW, 7
> b o G
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where W, is the conventional external power [352] defined as

Wo :/Zpiti'vidA+/ pib; - v;dV (8)
s v

applying the divergence theorem and J.; is the heat flux for species 7, and the sym-
metry and definition of the stress tensor [355, B56]. The conventional external power
comes from the effect of the surface traction term and the body forces. Here, we see
that the energy flow is from all of the mass and heat fluxes in the system. Because
there are external fields in our system, the flux is a combination of the Fourier heat
flux as well as internal energy transported by the external fields applied. Thus, the

flux can be defined using linear irreversible thermodynamics [161] as
Je=Q+ > (ux+ Fzg)J; (9)

from the electric field, where F' is the Faraday constant, zj is the ion number, and ¢ is
the electric potential. Again, defining the average energy as pe = ) . p;e; and average

flux as pJ. = >, pidei, we can apply these averages and the divergence theorem as

0
/ 5% (pe) + V - (pev)dV = / -V - JdV + W,. (10)
v v

Applying the same principle as in the momentum balance, by a first order expansion

of the first derivative, we see that

| 5 e+ (pevyav
_/Vp(é)p+e(p+v'(pV))+peV~VdV (11)

:/ p(e)y +e(=V - 3) + peV - vV,
14

We transform the conventional external power by the divergence theorem as
Woz/sz(vi'(V-T+bi)+Vvi:T>dV. (12)
Vi
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We notice that even the conventional external power changes for an open system—the
mass flux terms—affect the amount of kinetic energy in the system. Applying the

conservation equation for momentum, we obtain that
r - ]
Wo= [ 5oV +IvP (/¥ v =V 5+ T: DV, (13)
v

where the stretching D is the conjugate variable to the Cauchy stress T. The power
expended by the Cauchy stress, the internal power, is elastic. Neglecting the second
order terms and keeping only the first order ones, the total energy balance can be

written using the localization theorem as
) . 1 -
P+ (e=IVP)V-v) = (e=V) V- i= =V T+ T:D+op(lvf)  (14)

where the density is held constant in the first term.

Finally, we need to supply the boundary conditions of the system for mass, energy,
and momentum. Using the divergence theorem terms that appear at the interface, we
let the subscript s depict surface in all the following interface balances, which apply

as boundary conditions for our problems. This applies for the energy balance as
pstis =V - T - vs+ psbso-vs+ [p(u —us)(v—vs) =v-T+q| -n. (15)
The momentum balance at the interface is
ps (Vs + ViV -vy) = vV - I+ [p(v —vs)(v—vs) —t] . n =V T, + pbso, (16)

analogously derived from the balance at the bulk. For nondeforming surfaces, the
energy and mass boundary conditions are simply applied as constant flux conditions

—n-j=R.
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Temperature Balance

The temperature balance of the system needs to be defined from a combination of
the energy balance as well as local equilibrium laws. The energy balance for an open
system was derived in a previous section. We can apply the definition of the energy
pe =, pui+ 3> pilvi|* and pu =, piu;, to the energy balance of the system to
obtain

p((@),+uvV-v)—uV.-J=-V-J,+T:D. (17)

We can apply the identities defined above relating the internal energy to chemi-
cal potential and heat and mass transfer and write ), pic,; = pc, and ), pih; =
prirrefChrinvg + parres(1 — ¢)har for the heat capacity and enthalpy per mass. How-
ever, to obtain the relation of the temperature change to the heat generation as
well as mass transfer and momentum transfer in the system, we apply our previous
derivation of internal energy change in the system. The energy change is found to

. r . e [e] Js
be pu = pc,T + phé + (T +pT (‘EI + der; ‘k;ﬁj

>> : D as derived in the appendix

section.

Substituting this relation into the internal energy balance and removing the second

order correcting terms, we obtain

) 0
pc, T+ phe+puV-v =—-V-Q—J-Vu+pT (Tp + Rl B
KT €kj

) : D+I.-E. (18)
k]

We do not have an enthalpy generation term in the first term since the internal
energy is kept constant, which constitutes our energy balance of the system. The
ohmic heat generation term comes from the fact that E = —V¢ is the electric field
and I, = ), Fz,Jy is the current. Because our system is elastic, only the dissipative
(plastic) stresses on the momentum balance affect the temperature balance of the
system and not the elastic Cauchy strain. We see that our system is an open system,
so the chemical potential and entropy changes from the mass balance also affect the
energy balance of the system. For a closed system, the effect of mass change would

disappear on the system.
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Dimension Reduction

Here, we will perform dimensional reduction on our mass conservation, energy conser-
vation, and momentum conservation equations, integrated over the normal direction
to the reactive area, to achieve the Allen-Cahn reaction models derived in previous
work [69, 164]. This section provides a derivation from the full transport models to
the simplified electrochemical models often used in literature.

Here, we first start by combining the bulk and surface mass balances. The in-
finitesimal surface within the boundary S where the reaction happens can be called
W. We call the combined total volume U = V U W, which has the boundary S. We
define L as the length normal to the boundary area term S, which is the direction
we will be dimensionally reducing our system in. The generalized transport theorem

requires that for our bulk with a dividing surface that [354]

d
4 pdV:/pdV+/pV-ndS—/ (pv. - AWV, (19)
dt 1% 174 S w

from summing over transport in all phases, where [pn] = (pi, — powt) - 11 is the change
of p at the boundary when there is flux both entering and leaving the boundary. By
the divergence theorem, we can separate the contributions of convection into the bulk

term as well as the surface term

/Spv -ndS = /VV (pv)dV + /W [pv - n] dWV. (20)

We see that our transport theory with the bulk next to a dividing surface becomes

G Loty = [ 5+9-av+ [ pv=v. - maw (21)

Thus, if we sum with the transport theorem of mass conservation at the surface, the

total mass balance is

%(/Vpdw/wpdw):/S<p+v~<pv>>dv+/w<p+v-<pv>+{p<v—vs>-n1>dw.
(22)
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To obtain the boundary condition, if we apply the divergence theorem to the left

hand side of the equation, we see that

4 (/ pdV) = / —n - JdS, (23)
dt \ Ju=vow S

or that the volumetric integral can be converted into the flux through the two-
dimensional boundary. Generally, in systems where the reaction happens at the
boundary, this term is generated from the reaction. The general transport equation

becomes

/S 0 (T4 [o(v - v.))) dS = / (h+ V- (ov))dU. (24)

U

where U is the total volume containing both the bulk and the boundary. Since the
definition of the reaction rate is the flux into the boundary at a certain time, defined

as

tR=mn-(J+[p(v—-v,)]) (25)

where + is for reactants and - is for products [69] is applied as the boundary condition

in this system. Thus, we see that

/S—RdS=/Uﬁ+V'(PV) dU (26)

is the general solution.

We aim to integrate over the normal direction L to the reaction area to dimen-
sionally reduce the system, and then apply the localization theorem. Thus, we see
that

ptvV-(pv)=—7, (27)

recovers the Allen-Cahn equation commonly used for intercalation materials such as

lithium iron phosphate [69, [164].
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A.2.2 Open System Thermodynamics

The thermodynamics in our particle can be defined now that the balance laws of
the system have been well-defined. We defined some necessary properties for a 3D
particle. Here, K is a tensor that represents energy penalties in different directions
from the phase boundaries, C as the elastic tensor at constant temperature, and M
is the stress-temperature modulus at constant strain [352]. Later we will attempt to
formulate the Helmholtz free energy of a particle from the homogeneous, interfacial
and mechanical free energies, which resembles the one formulated for an isothermal

system, where ¢ = ¢pim/Cmaz I the entire system [315], 69].

We first define the mechanics equations laid out in this problem. Based on the
linear theory of elasticity [352], it can be assumed that the strain tensor is defined
as € = % (Vu + (Vu)T>, where u is the displacement field based on material coor-
dinates u = x — X, where X is the undeformed configuration and x is the deformed
configuration [352]. The elastic strain e® = € — &° is one of the field variables in
the system, where the chemical or stress free strain is €¢ = €% by Vergard’s law
[357]. The deformation gradient F is defined as F = Vx ~ I+ Vu in linear elasticity
theory [352]. Since the volume change of the system dv is based on the deformation
of the system for the fiber d.X;; = Fj;dx;;, we see that the real volume formed by the
deformed tetrahedron is known to be dv = Jdvy [358, 352], where J = det (F).

The free energy of an intercalation material should be defined not by the volume,
but by the amount of lithiation host sites that exist in the material, regardless of
density changes that may occur from mechanical volume changes. It becomes ap-
parent from volume changes in our system that the number of intercalation sites is
the most important criteria which determines the amount of free energy, which can
change with elastic volume expansion. Thus, we define most quantities in the system
per mole of intercalation site instead of per volume. Concentration related units are
per maximum site density of the intercalation material pscomqee. Since we realized
that the total amount of the M site material does not change in the system, but

only switches between the LiM and M states, before and after volume deformation,
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the total amount changes are equivalent [352]. The reference amount of material is
thus found to be ¢4s = JComaz. Thus, the most accurate description of specific
free energy for this system in units of energy per moles of intercalation species is
fh = fn/C0.maz, and after volume deformation fh /J, where fh is the molar form and
fn is the volumetric form of specific free energy. By similar arguments, the gradient
energy term K and the elasticity tensor C both need to be reformulated to be per
molar of maximum intercalation sites to be K = K/.J and C = C/.J.

Thus, the specific free energy of intercalation materials can be defined by the

density of the M species. The free energy for a simple thermoelastic material is
1 - 1 . .
F = / J (fh + §Vc -KVe+ 5861 C:e®+ (T —Ty)M: €e> dVp, (28)
1%

where the last term is from the mechanical strain of the system, with € as is the
strain, €¢ as the lattice expansion from chemical effects with Vergard’s law so that

e¢ = eoc [359, B60, B52] 330, B57]. In this equation, the strain terms can also be

SF

combined into the Piola stress Trr = 25,

where the stress-temperature modulus

and the elasticity tensor can both be seen as chain rule components of the second

Piola stress, C = 2631;"” and M = m{;%"“. By the free energy simplifications above,

the free energy can be written more simply as
1 1
F:/ <fh+§Vc-KVc+§se:C:€e+(T—T0)M:se> dVy, (29)
v

Often, for small deformations, the Jacobian of the deformation gradient can be ne-
glected since its value is close to unity. The formulation of the Helmholtz free energy
initiates our thermodynamically consistent theory of open system thermodynamics,
but does not represent either the rate controlled or chemical potential controlled
systems that we are interested in.

We can fully define our open system through the combination of the interior of the
particle, the boundary of our particle, and the environment (electrolyte) surrounding
the particle. Each of the mass, energy, and momentum balances in these cases will

be carefully defined, with different fluxes depending on whether voltage or current
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control is needed. The boundary conditions of this system must also be carefully
formulated to account for deformation of the surface [354]. We choose the dividing
surface to be the interface between the solid and electrolyte phase in our system.
When there is a dividing surface in our system, the application of the divergence
theorem becomes slightly different from what is normally expected. In the following
equation, V' is the entire control volume, made up of the bulk of the particles Vj, the

interface S, and the bulk of the electrolyte environment V..

/va.ndvz/bv-(pv)dm+/g[Pv.n]dA+/ev.(Pv) v, (30

where [Pv - n] = (P' — P/)n% is difference between the different phases.

Phase field equations have long been used to model phase transition mechanics in
continuum systems, with applications from Cahn and Hilliard in materials science and
Ginzburg and Landau in superconductivity [357, 361, 362]. The appearance of exter-
nal fields, such as electric fields, in these phase field equations has also been coupled
with these phase field equations for critical phenomena [363]. However, these deriva-
tions from free energy models implicitly indicate that entropy is the extensive variable
from the choice of the free energy functional, rather than temperature, which is not
an issue for systems with small variations in temperature. The appropriate thermo-
dynamic potential in a nonisothermal system would be entropy, instead of free energy
[364]. The nonisothermal thermodynamics of an open driven system in nonequilbrium
needs to be formulated based on an entropy functional, based on the fact that naive
treatment of nonisothermal models can violate the second law of entropy generation

[365, [366]. Different systems require different equilibrium potentials.

Based on the isothermal nonequilibrium thermodynamics in Ref. [69] for reactive
systems and general work from Cahn and Hilliard, we formulate the nonisothermal
functionals as below in an open system with a simple single particle model using
mass and energy balances [365], B61l, B57]. Because we have an open system, based
on the different types of control that are applied to the system, different equilibrium

thermodynamic ensembles must be chosen [367|. The system is no longer isothermal,
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which also requires a change in equilibrium potentials from nonisothermal systems.
For isothermal rate control, since the number of particles is the extensive variable,
the Helmholtz free energy F' = U — T'S should be chosen to define the equilibrium of
the system. For isothermal chemical potential control, since the chemical potential is
the extensive variable, the potential should be Legendre transformed into the grand
potential 2 = F' — N to define equilibrium and driving forces in the system. Sim-
ilarly, for a nonisothermal rate controlled system, the Helmholtz free energy should
be Legendre transformed to the entropy potential S to add temperature variations as
the extensive variable. For a nonisothermal chemical potential controlled system, a
Massieu free energy functional can be applied for a system with temperature varia-
tions such that ¥ = % — % The above equilibrium potentials and their corresponding
flux equations and conservation equations for each system will be discussed. We will
use the following system to show that in an Allen-Cahn/Cahn-Hilliard reaction model,
although the extensive variables are different, the same mass conservation equation
is reached using both of these systems. The only difference between these two models
is the diffusive driving force, which requires the chemical potential to be monotonic

to be able to derive a consistent thermodynamic model [368), 369).

Rate Control

Different potentials need to be applied for different types of control on the system.
For a system under rate control, since in a nonisothermal system, temperature is also
an extensive variable, we transform the potential to an entropy potential S, which

indicates that

11 11 1
- S Ve KVe—-—g:e®— — (T —Ty) M: & 1
S /V<Sh 5T VC C—ggOE T( 0) s)dVO (31)

if K is constant with temperature, with s, = % — f—j}i, assuming that the equations
including the order parameter are still valid when the temperature is not a constant,
and o = fs_f = C: €° is the elastic stress field. Thus, S is the equilibrium potential of

a nonisothermal reaction control system.
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The chemical potential of the active material is defined as

SF 0
uzazg—V~KVc—a':60:,u9+kBT1na. (32)
Since & = 1 (Vu + (Vu)T> and o is a symmetric matrix, we know that Vu: o =

e: o. In addition to these arguments, we obtain by their definitions the functional

derivatives
o _ 1
ou T
%:(%+%V.ch+%a:so)=—% (33)
%:_%_g(T_TO):_%’

since within a small error, for linear elasticity, the Cauchy (T) and Piola stresses are
the same and will be used interchangeably in the future analysis. In the stress field,
the first term represents the stress from the change in volume of the system from
elastic stress, while the second term is a stress tensor. The remaining terms come
from the nonlocal effects of concentration on the microstructure, assuming a first
order response theory [370] 37T, [372]. These are the forces found in linear irreversible
thermodynamics if we assume that the elasticity tensor is nonisothermal, with the

last set of equations written in tensor form.

By the volume change and the fact that this system is open, we realize that
the conservation equations for this system are nontrivial and should be written in
a thermodynamically consistent manner to ensure that the correct quantities. First
of all, the amount of the intercalation site material changes only with volume defor-
mation, but the total amount over the entire volume does not change with reaction
or stress/strain. We define the volume of the intercalated system to be V, which is
defined as the JV} from the elastic deformation of the system. We call this density of
intercalation site material per volume by n, and see that the total intercalation site
amount is constant no matter the amount of deformation. With the different con-

centrations of lithium intercalated in the sites in the system, the density, energy, and
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momentum are are affected by these concentration changes. Since the system is an
intercalation system, only two types of material are considered—the empty intercala-
tion site, M, which contains an empty lithium site, and LiM, the intercalated site. We
can simplify a set of two mass balances into one concentration balance using the fact
that ¢ + ey = 1, letting ¢y = ¢ for future notation. As mentioned earlier, ap-
plying the constraint that the two concentrations sum to one, the two concentrations
can simplify to one equation using the barycentric velocity defined by concentration
v =vrimc+ vy (l—c).

Since reaction happens at the boundary, a simple reaction boundary condition is
—n-J = R can describe the system, where by the definition of the reaction Li™ +
M +e —— LiM, we see that R = Rp;,y = —R)s is the molar reaction rate. For

consistent notation, J; ,, will refer to mass flux of component ¢, while j; = ]\JJ—W will

refer to molar flux of component ¢, where jz;n = j. Since ‘;—g =T to convert the flux

definitions to that of an isothermal system [369], for nonisothermal conditions, the

molar flux is

=) M,TV (%) (34)

ke{c,u}
where M; ; the nonisothermal Onsager flux coefficients, which will be derived below
[162]. The molar flux terms are equivalent to the ones defined above in nonequilibrium
thermodynamics per intercalation site, meaning that the mass fluxes can be defined

as

0S
j, = My ;nMW ;' T — .
i) ke%:u} bk PMW TV <5k) (35)

Chemical Potential Control

For a chemical potential controlled system, we need to switch the equilibrium potential
to the grand potential. The arguments of Plapp [369], by the definition of the grand
potential, are usually applied when the chemical potential is monotonous or when the
free energy is convex. Since the definitions of the susceptibilities are used, this method
cannot be fully mapped to a phase separating system because the susceptibilities

diverge at critical points. However, the same principles can be applied to understand
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the dynamics of the system. The grand potential which will be used for a system

under voltage control can be formulated as
1 1
Q:/ (wh—|—§Vc-KVc—|—§a':se—i—(T—To)M:se) dv, (36)
1%

where wy, = fn — pc, the commonly used grand potential such that Q = F — ulV.

The susceptibilities, y. = 3—; can be used to derive the conservation equations in

the system which is the form derived by Plapp. Plapp’s derivation does not account

for variation of temperature in energy and mass conservation. We apply the same

methods as above to obtain a Massieu function [373] [367]

"
UV=S+=-N—->U=
+ =N =

SIS
NI D

, (37)

where the concentration is replaced by —£ as the independent variable. Similarly to
the Legendre transform to entropy performed in the previous section based on Penrose

and Fife [365, 360], this acknowledges the temperature variations of the system. Here,

since 1, = 7 — <%, we obtain the Massieu free entropy as
) / Y 11V KV L1 € 1(T To)M: g® ) dV. (38)
= —-=Vc- ———0:e°— = (T — s .
A\ T oY RYeTope T 0

For the Massieu free entropy, the elasticity tensor and the stress-temperature modulus
are identical to the one from entropy, so we will continue using the notation in the

previous section to define those parts. The functional derivatives are

U1 W

= — =c;

ou T 4§ (—/%) (39)
oV o M _ Trr
e T ?(T Ty) = T

similarly to the approach taken to derive Eq. [33] Here, the flux terms need to be

defined from deviation from Massieu free entropy, which can be defined as

b= ) MTV (%’) (40)

ke{_%vu}
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for mass and energy and momentum separately. Though not explicitly written under
the theory of thermoelasticity, we see that our equations are consistent with thermoe-

lasticity [352].

A.2.3 Linear Stability Analysis

A general linear stability analysis can be applied to the system to understand the effect
of perturbations on the stable states of the system. As an example, we perform a
linear stability analysis on the rate control system. Assuming that u = (¢, T, V)T and
a= (E, T, \_/)T is the steady state solution, we perform concentration and temperature
perturbations with u(x,7) = @i+ 4, where § = (Jc, 0T, 0v)" = €e”*™** where o is the
growth rate, k is the perturbation wave vector, and § is the perturbation amplitude
vector. The growth rate and the perturbation wave vector are the same for both
terms, and only the perturbation amplitudes vary. However, we realize that the time
constant for temperature changes is much smaller than that of concentration (which
will be proved later in the discussion), indicating that we can assume that the energy
balance is nearly at equilibrium. Considering only a first order perturbation in ¢,
we get a set of linear equations where the growth factor ¢ can be found by solving
the secular equation det |J — oe;| = 0 for J is the first order perturbation terms for
(¢, T) from the spatial side of the partial differential equation. For the rate controlled

systems

p+V-(pv)=-V-J+pR

chT+phc'+puV-V:—V-Q—J-Vu—i—TﬁgI:D—i—Ie-E (41)
T

pV+va-v:vV-J+V-T+pb0.

All the Onsager coefficients L;;(c, T') are functions of concentration and temperature,
and the equilibrium solutions of the problem are all indicated with bars. If we convert

the balance equations into a concentration dependent format based by total number
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of intercalation sites by dividing all equations by pcg ma., We see that

¢+V-(ev)=-V-j+R,

T +hé+uV -v=-V-q—j - Vut+T--1:d+i,-E (42)
RT

v+vV.-v=vV.j+ V. T+ b,.

We assume that the heat capacity c,, the reaction rate R, the enthalpy A, and the
internal energy u are defined per unit of intercalation material. In addition, i, =
>« Fzejr/p is the current per density per unit intercalation material, and d = D/p
is the stretching per unit intercalation material. We let <& = % + g—f (%% + r|k[?)
and % = % + g—f%%ﬁ in the following calculations, terms representing temperature

and concentration dependence respectively without the gradient terms for simplicity

in notation.

Performing a linear stability analysis on this system, we obtain that, keeping only
the positive values, and recalling that the perturbation to the internal energy can be
defined as du = ¢, 0T + hoc + <T — T%I) : 0v, the real parts of the linear stability

analysis are defined as

co+V.-v 0 Ve
ho +¢,V -V c,0+hV-¥ <T—T%I>V~\7 ]

0 0 o+ Vv
i i (43)
DIx[% + 4% DIk[g% + 5% 0
0 k|k|? —oT21:| 0
~VDk]?% +b, —vDk[?5 0

where the reaction rate is per volume instead of per mass. We assume that the heat

capacity ¢, and the internal energy u are defined per unit of intercalation material.
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A.3 Applications

A.3.1 Ion Intercalation System

Reactions in systems can generally be separated into two types, heterogeneous re-
actions and homogeneous reactions [69]. For the application of an ion intercalation
system, this is no different. We look at ion intercalation in LFP as an example
to study our model. Accordingly, these transport equations over a certain volume
have been split into two models—the first, the Cahn-Hilliard model, where the reac-
tion only happens at the surface and diffusion within the particle drives the internal
differences, such that a reactive boundary condition is applied. In the second, the
Allen-Cahn model, reactions are assumed to happen homogeneously through the sys-
tem, which can be modeled by averaging over the entire particle volume. Physical
intercalation materials require by the Cahn-Hilliard model because reactions can only
occur at the surface, where both electrolyte and intercalation solid exist, but lithium
iron phosphate as an intercalation material has been successfully modeled using the
Allen-Cahn reaction model [241] because it is reaction limited [3].

For the Allen-Cahn reaction model, based on the large diffusion values in the ion
channels, diffusion in other directions was neglected for LFP. In general, it can be
understood that depth-averaging in a system can be performed in a model where
the phase boundary and diffusion can be neglected in other directions [315]. For
simplicity, mechanical effects will be ignored in these models. Following Ref. [164], we
implement a spherical particle with mass and energy balances to solve for the steady
state solution. Temperature and concentration are assumed to be homogeneous in
the particles, and the particle only exchanges mass with its environment.

We set up a particle in which an intercalation reaction happens on the solid/electrolyte
boundary, with an electrolyte reservoir bath surrounding the particle. The reaction is
described as Li" + e~ + M — LiM, where Li" is the intercalation species, e~ is the
electron, M are the empty intercalation sites, and LiM is the intercalated species. We
observe the conservation equations in the interior of the particle. These are identical

to those in the environment bulk, since both of these systems are open systems next
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to a boundary. Since our system is an open system in terms of mass, we do not
expect conservation laws for closed systems to hold for such a system. For consis-
tency in defining our averages, we use mass averages in our definitions. We have two
species in our system, the fully lithiated LiM and the nonintercalated M component
in the system, where M depends on the cathode material. The mass density in our
system can be described as p = copiv + (1 — ¢)par = par + cpri With prinvg = cprinsres
and py = (1 — ¢)parres, and the mass averaged velocity in this system is described
as v = primVeim + pvVa, which is the reference frame for velocity chosen in this
problem.

To have a full understanding of the full 3D model of coupled fluxes in these
systems, from the previous solution of the fluxes defined for the chemical potential

control system, the Onsager fluxes are then found to be

1) )
j = Lc cV _S + Lc uV —S
’ oc ’ ou

q=L.,.V @ +LyuV E
’ oc ’ ou

D(c,T)c
kB

(44)

for this system, with L¢. = and Ly, = kT? with the diffusivity and con-
ductivity tensors, with a Fourier approximation of heat conductivity, as quantified
by Onsager [374, 375, 376, 377]. The Curie principle then requires Ley = Lyg,
which based on the Soret/Dufour coefficients, gives L, = Dr(c, T)c(1 — ¢)T? where
St = B is the Soret coefficient [378, 161} [162]. Here, the c(1 — c) should be scaled

by the total concentration, which we neglect in the notation. For each field, this

simplifies to [162]

(45)

1
q = Dr(c, T)T?V (—%) FRT?V (T) .

However, for most systems, we can neglect the co-diffusion terms. Next, we discuss
the conservation equations for a heterogeneous reaction case and for a homogeneous

reaction case.

200



Heterogeneous Reaction

For the case of a heterogeneous reaction, at the interface, the boundary conditions
can be described by
—n-j=R (46)

where R indicates the boundary reaction term if there are no momentum changes in
the system. The mass balance can be described by the heterogeneous Cahn-Hilliard

equation, which is

% =-V-.j (47)
For LFP-like phase separating systems with an anisotropic interfacial thickness or slow
currents, fast diffusion in the y axis can be observed, which indicates that a depth-
averaged model can be used to gain physical insight into the system [330] 241, (67, [379].
As mentioned earlier, diffusivity of LFP in the y direction, however, is many orders
of magnitude higher than in the other directions, thus indicating that we can neglect
diffusion in the = and z directions, only considering diffusion in the y direction [380)].

We simplify and leave a flux divergence that only depends on the y component. In

our general depth-averaged equation for any converved quantity b, we see that

0
—/bdy— —/V~jbdy+/Bde. (48)
ot Y Y y

Applying the result of the depth-averaged model, assuming that L, is the depth of
the particle, we apply the divergence theorem where R indicates a surface reaction

for a Cahn-Hilliard model. Diffusion can often be neglected in these models. If

we nondimensionalize the set of equations above using ¢ = <, T = —%; , R =
max
R 7 _ koexp(—Ea/kpTy)t 7 _ _h 7 _ h .
t = , h = ——, and h,.s = 72 where ¢,,,, is the

koexp (—Ea/kpTy)’ Lycmaq kpTy’ kpTy

maximum species concentration, and drop all of the tildes and bars in future notation,

we obtain

Oc

i R(c, Ve, tires, T). (49)

Most electrochemical reactions can be characterized with a heterogeneous reaction
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using a Cahn-Hilliard model. The depth-averaged model in 1D can sometimes be used
to model reaction limited particles, but is not accurate for all systems, as there are
systems where internal phase separation happens in waves and diffusion in the ion
channels drives the phase separation throughout the depth of the particle [330]. For

these systems, a full (not depth-averaged) model is required.

For a Allen-Cahn model with homogeneous reaction, since the Biot numbers are
assumed to be large, for a depth averaged model, we integrate both the simplified mass
and energy conservation equations over the length of the y direction of the particle,
where we assume that both concentration and energy are homogeneous within the
y direction of particle. Because of the large Biot number, diffusive fluxes and Soret
diffusion, which is much smaller than diffusion in a solid system, can be neglected.

The Allen-Cahn equation can be written as

dc
ar R(Cv VC, Hres, T)7 (50)
ot
where the reaction term is assumed to be homogeneous. Ultimately, if we ignore
diffusion as in a nanoparticle, the Cahn-Hilliard reaction and the Allen-Cahn reaction

converge to the same form with the difference of surface reaction or bulk reaction.

For an energy balance, the dependence of the ratio of heat transfer driven by the
mass flux into the system to the diffusive heat flux indicates the importance of the
inclusion of separate terms. The Biot number for heat transfer, Biy, gives a good
indication of which one is the better model. Since heat conduction is extremely fast in
a particle, causing the Bir to be extremely small (107%), it is necessary to include the
conduction term in the system. The heat flux boundary condition for a Cahn-Hilliard
model is described as Eq. [46] where the volume averaged energy balance results in

[352] by the divergence theorem

or _
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where T} is the electrolyte temperature. Nondimensionalizing this equation leads to

or 1
v— = — (— (T —1T;) — BirhR 52
5y = 7 (T~ 1)~ BighR) (52)

CmazhT
koexp (—Ea/kpTp)pco
kpkoexp (—Ea/kpTy)

hr

where ( = scales between the mass and energy balance and Bip =

is the Biot number for heat transfer.

Homogeneous Reaction

For an Allen-Cahn model where reaction can be assumed to happen homogeneously
in the system, similarly to the Cahn-Hilliard model, because of the small Biot heat
transfer numbers, diffusion through the system cannot be ignored. This can be written

as

oT
/cy—dV:/—V-qu—hRV, (53)
v o Ot v

Neglecting the non-Fourier terms which are small, we recover hy = ﬁ, giving
Co—F, = __( - ﬂ) - h’R7 (54>

where hp is the heat transfer coefficient, A is the area, and 7T} is the temperature of
the bath, assuming a homogeneous system. Conversion to temperature per volume
gives

aT hr

where L, is the characteristic lengthscale of a particle and ¢, is the heat capacity of
the active material. Nondimensionalizing this equation leads to a slightly different

form from the Cahn-Hilliard reaction

orT
Cov—mr =

1 .
e (—(T — T)) — BirhR) (56)

— CmazhT . o
where ( = ey Sy e scales between the mass and energy balance and Bip =
kpkoexp (—Ea/kpTy)

T Ly is the Biot number for heat transfer for an Allen-Cahn reaction.
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A.3.2 General Porous Electrode Theory

The general heat generation equation used in most battery models, derived from the
Gibbs Helmholtz relation, is only valid for solid solution materials, or when open
circuit voltage relations are used to model batteries [343], B81],

dH d [(U° aUu

— =T =) =T— -1, (57)

dt dar \'T dr
where U is the open circuit voltage, which appears as a free energy term. As the Gibbs
Helmholtz relation relies on thermodynamic partial derivatives that are correct only
in closed, single component systems, this equation is not always correct. Our entire
system, though it is closed by mass, is not a single component system. Changes in the

amount of intercalated species change the entropy increase of the different species,

which in turn changes the temperature of the system.

Now that we have defined the system, coupled with the open system is the elec-
trolyte (reservoir), which needs to be fully defined with our open system relations.
We assume that the reservoir chemical potential is set by the control value of the
system, the reaction rate. Based on the intercalation reaction, the system is only
affected through the reaction based on the ACR/CHR mass balances through the
reservoir potential. However, the enthalpy effects of the system are not “controlled,”
and the energy of the open system is affected by the temperature and the potential
of both the system and the reservoir, where the temperature of the reservoir is also
changing since it is not controlled like the reservoir potential. Thus, the energy bal-
ance of the reservoir also needs to be defined since the temperature is not controlled.
We realize that we have to define the energy balances of the particle and electrolyte
jointly because of the shared reference chemical potential between the two.

A similar energy and mass balance must be applied to the reservoir systems,
with the same nonisothermal flux terms as indicated above, in a control volume that
contains the electrolyte surrounding a certain number of active material particles. We
can construct a simplified electrolyte model to prove that in a single particle model,

with only moderate changes in chemical potential, that the change of electrolyte
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temperature is minimal with respect to the bulk environment. The addition of a
charge balance, from ion transport in the electrolyte and intercalation reactions, can
be added to the system, where p. = ). z;ec;;, the charge density of the system. Here,
we can apply charge neutrality at the scale we are studying. The current density in
the electrolyte can be defined as the sum of ionic fluxes iy = ), z;eji; from the cations

and anions in a current controlled system to be

8cl7i . .

W - V JL] + Rl,’t

oT 2 2
Cogr = =V At Qui+ 0(Vr)® +04(V6s) (58)
0pe .

gt’l = -V i+ % zieR)

with reactions and heat generation happening throughout the particles

e ol

particles

0= (3 tnmnen () - 2

% particles

neglecting mechanical effects. ); can be defined as the energy generated in the entire
volume (including particles and electrolyte) [352]. Since electrolyte fluxes are similarly
nonisothermal, the Onsager flux relations are the same as used above, excepting the
Seebeck and Peltier effects. From the assumption of a binary electrolyte, the current

density can be calculated from the fluxes of the cations and anions.

Here, to justify our previous assumption that the bulk electrolyte temperature is
constant at the prescribed temperature, we perform scaling. For simplicity, in a single
particle current control system, we assume that the reservoir system is homogeneous
and diffusive effects are small. We apply an integral over the electrolyte volume to
obtain

dg V. Oc 1 .

For the energy balance, we apply the mass balance and then convert the energy bal-
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ance to a volumetric form for particle per electrolyte volume for scaling comparisons,
different from the usual definition of “volumetric.” Applying the mass balance, we get
that
o1, Vp oc hrV, 1 Os
vl 8, — __hres -3, __pT_T - =V _v52

particles particles

(61)
while making the same assumptions about reversible work as earlier, where o; is the
conductivity of the electrolyte, since the current can be found from the current to be
iy = —0;V¢, from the definition of the electric field. This is the energy balance for
the electrolyte in the system.

To justify our assumption that the electrolyte temperature is assumed to be con-
stant with regard to the particle, if we assume that 1) the electrolyte is well mixed and
can be locally modeled with a single volume, 2) heat transfer with the environment
can be modeled with a flux term, 3) resistive heating is small, and 4) assuming that

each of the particles are indistinguishable with a total of M particles, we obtain

o V. hy V, hy 04(Vb,)2
e, R M2 ey Mmooy 4 Y8 (6o
Cot gy 7 + Lsz< 1) Lz( 1 —Ty) + v, (62)

where A,/ is the particle or electrolyte area, L, is the particle or electrolyte length-
scale, V,; is is the volume of the particle or electrolyte, and h,; is the heat transfer
coefficient for the particle or electrolyte. Since the time constant for the energy bal-
ance is much smaller than that of the mass balance, we can assume our system is

psuedo-steady in the energy balance, with

M% (%hresR + T) + Tb

- (63
MZE+1

T, ~
Under the assumption that M A, /A; < 1, then the steady temperature of electrolyte
can be assumed to be roughly the bulk electrolyte temperature. This requires the
active area of the particles to be much smaller than that of the electrolyte in the

system. In a single particle system, A,/A; < 1 is true, indicating that this is a

206



Vo _

valid assumption. (Macroscopically, this type of parameter can be related to M T

(1 —¢€) Py, the fraction of active material of the system.) Our assumptions are correct
for a single particle system, but in a battery, since the fraction of active material in the
entire cathode/anode area is roughly 40% and the electrolyte volume lengths tend to
be much larger than the particle scale, the electrolyte temperature is T; ~ ,f—;h,nequLT,
indicating that this assumption is not physically indicative of a real battery.
As an added check, the sum of the energy balances of these two systems in a single
particle model brings us to the form of
S S (bR Va0l (V6 (Vo) (6
dt dt

particles particles

where we recover the (b — h,.s) R term expected from simple closed system reaction
kinetics terms. We note that the reaction rate is defined as lithium ions generated
per electrolyte volume. Each term in these formulations matches the energy balances

derived in previous models [122], 45].

A.3.3 Reaction Rate

Two different reaction rates—the Butler-Volmer (BV) reaction, and coupled ion elec-

tron transfer [347] are applied to this system.

Butler-Volmer

The thermodynamically reversible BV reaction is commonly used for electrochemical
reactions because of its simplicity [349], but does not take into account electron
availability in the system. It assumes that ion transfer is the limiting step in the
reaction. For Butler-Volmer, which is a thermodynamically consistent transition state
theory, we assume a general thermodynamically consistent Butler-Volmer reaction
rate of the form where ky = ko}oe_EA/ k8Ty is the exchange current at the reference
temperature Ty, u is the chemical potential of species M, and s is the reservoir
chemical potential. The Butler-Volmer equation is a transition state theory equation.

The transition state chemical potential p”, is defined as p§" = kpT'Inyy+ (1—a)tres+
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ap. We assume the transition state chemical potential excludes a single surface site

and gives v; = (1 — ¢)~'. This simplifies to

l—a
R= kO 06—(EA/kBT—EA/kBTb) Vres 7V (e—aen/kBT . 6(1—a)en/kBT) ) (65)
b f)/i
where en = p — pies is the overpotential, which drives the reaction kinetics in the
system. In an electrochemical system, the reaction rate R is related to the current as

I = neR.

Coupled-Ion Electron Transfer

A realistic electrochemical reaction is neither fully limited by the ions, nor by the
electrons, but accounts for the availability of both of these materials. The coupled
ion electron transfer reaction model is a first principles reaction model that takes
into account the effect of electron availability, specifically with the density of state,
of the system [347|. Electron transfer reactions were first modeled by Marcus and
coworkers, then extended to electrochemical reactions [124] 313]. Hush then extended
Marcus theory to account for delocalized electronic states [126], 125]. In recent years,
Fraggedakis et al. [347] formulated the full theory of coupled ion electron transfer
based on careful experiments which were further verified with different intercalation
materials [129]. In coupled ion electron transfer (CIET), the density of states of the

electron donor p(e) is taken into account in the reaction rate, defined as

R= / p(e) (R (e) — Re(2)) de (66)

If there is a localized electron state, we recover Marcus theory, with p(e) = d(e —¢;),
while if we consider a metallic donor, we recover the Marcus-Hush-Chidsey (MHC)
model, with p(e) = 1, where ¢ is the energy level. Zeng et al. [166] formulated a

simple analytical equation to simplify the reaction rate of the system.

For ion intercalation with nondimensionalized values, we use the modified over-
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potential ny = p — pires — T'In 7= The reaction should be described by

(tnp—e)? (A—np—e)?

= koo _ - _ _Qonp=e)”
R = / )2 ¢~ (Ba/kpT—Ea/k5Ty) (n e)(1—clem BT~ — (1 —nfe))ce” BT
v ()L —=c) (1 =mn(e))
(67)
with either the MHC or Marcus DOS functions. Here, n(¢) is the Fermi-Dirac distri-

bution and A is the reorganization energy.

A.3.4 Simplified Linear Stability Analysis

A simplified form of the linear stability analysis performed in Sec. can be
applied to our ion intercalation system. We place our particle in a reservoir of chemical
potential p,..s and temperature 7j, and choose the system to be the particle. By the
analysis in Sec. [A.3.1, we know that the temperature of the electrolyte in a single
particle system can be assumed to be the bulk temperature, which is assumed to be
constant at 7T}, in our model. Since the reaction rate is much larger than diffusion in
this system, the diffusion term in the mass balance is neglected to simplify the system.
In the following linear stability analysis, we include the modification of the use of the
heat transfer coefficient instead of the heat conductivity. Assuming that the system
is homogeneous in concentration and temperature, and the heat transfer coefficient
has no temperature or concentration dependence, our mass and energy balances can

be written as below:

Jc
— =R 68
ot (68)
oT hr
Co— =—— (T —1T,) — hR. 69
=L (-1 (69)
If we nondimensionalize the set of equations above using ¢ = —*—, T = le, R = k—}z,
T = Ci?;, h = v Bth’ }Nzres = ,?;est, and hy = hhTi where ¢4, is the maximum species
concentration and ky = koo exp (—%), we obtain
oc =
— =R 70
or (70)
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Z_]: =( (—(T — 1)ilT - BBiheatR> )

ksko
hT,r

where Biea: =

potential to external heat transfer. For simplicity, we also neglect the tildes

Cmazx hT,T‘

Lo 18 the scale

nondimensionalized equations. In this equation, ( =

(71)

, the Biot heat transfer number, represents heat from the chemical

on the

of heat

transfer to reaction. The heat transfer coefficient in these systems is quite large,

often causing the ¢ value to be orders of magnitude larger than unity:.

The full linear stability analysis for this system is found by solving

old = J9,

where

dc ou 0T

) OR ( Bpn 5 ok
. B g () wen
~irt (i (5 + 5 (%2 + k) + R52) ¢ ((hr + B (T — 1) + Bich (3

(72)

IR Opn
+ ou oT

(73)

The solution of the equation det|oclo — J&| = 0, if we assume that the heat transfer

coefficient hp is not dependent on temperature or concentration, gives the full solution

of

1 (dR . dR-

dR CdR-\\? dR . -OhdR

(74)

where the real parts of the critical solution are the solution to the problem. Assuming

that 0 < 0, and neglecting the second order term, we solve a linear problem,

(4B
€ (1+ Bip&p) — &

(75)

Under the assumption of large &, we will see that the limit for this solution converges

to the same solution that we solve for in the psuedo-steady linear stability analysis

shown below.
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An even simpler version of the full linear stability analysis can be considered from
the separation of timescales. Since the timescale of heat transfer in the system is
significantly faster than that of mass transfer, we further assume that the energy

balance is already at equilibrium
0= —(T — 1)hy — hBirR. (76)

We write several useful derivatives for this phase separating system, % = 8“ b4

k|k|? and % %’fﬁ, where k& = KCpqez. Keeping only the terms that are first order in

e and neglecting all mechanical effects, our system of equations to solve becomes

5 =1J6, (77)
0

where

OR | OR Buh OR | OR dun
e T ou ( + k] ) or T op ot

1= ~Bir (h (% + 48 ("’;; + k) + REE)  — (hr + 3 (T - 1)) - Bigh (3% + 2%

)

(78)

The growth factor o can be found by solving the secular equation det |J — oe;| = 0,
if we again assume that the heat transfer coefficient is not affected by the temperature

or concentration. This leads to

_BiRLAR | dR
o — 17 9cdr  de (79)

1 + BlTh%

Because of the finite size of the particle, the critical value of the perturbation is
k = L , where L is the characteristic length of the nanoparticle. The critical stability

value is found to be

Oc dT' + ou oT
dR
1 + BlThd_T

“BiyR (ahdR 8Rduh/€‘k’ ) 8ﬁ5‘k’2+%
. (80)

g =

From the solution for the critical stability value, we can see that the main competition
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between stability and instability is between the isothermal dependence of reaction rate

dR

on concentration < and the dependence of reaction rate on temperature R

o> scaled

by the Biot number which relates the ratios of mass transport to heat transport.
The competition between these two terms will determine the stability of the system.
At low Biot number, we expect the solution to converge to the isothermal models
derived in Refs. [67], 165], while at higher Biot number, the autocatalytic effect of

temperature starts to affect the stability more.

Stability depends on where positive values of the critical stability value appear.

dR
de

dR

and a7

Since the stability of the system depends on the reaction dependence on
concentration and temperature, which indicates that the reaction rate used to model
the system will affect the stability of the system. In our following analysis, using

different reaction models, the expected magnitudes of % and ‘;—1; play important roles
determining the stability of our system. The stability is highly dependent on the
ratio of the Biot number to heat transfer coefficient if the temperature dependence
of heat transfer coefficient is small, indicating that thermal coatings, or conductivity
with system is very important to the system as well. This leads us to study the
importance of material properties, especially the Biot number, on the stability of the
system.

At large Biot numbers, where the denominator of the critical stability value

changes sign or approaches zero, the stability of the system is significantly affected.

dR

When the Biot number is large, 7

plays a much larger role in affecting the critical
stability of the system, such that this value may approach zero. At high Biot number,

fluctuations in the stability solutions may be induced near these values.

A.4 Results and Discussion

A.4.1 Butler-Volmer Reaction

Our open system model can be applied to an intercalation system for lithium-ion

battery materials. We can perform the analysis on lithium intercalation in a phase
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separating material such as lithium iron phosphate (LFP), where the LFP particle is
the system and the electrolyte solution is the environment. We model the reaction
as Li" + e~ + M — LiM, where M is LiC4 and M,., is Li" for LFP. As mentioned
earlier, the process timescale for reaction in the system is significantly larger (10 if
assuming a C-rate of 1) than the timescale for conductive heat transfer, indicating
that at the timescales we are interested in, the temperature balance can be modeled
with a pseudo-steady approximation. Thus, we see that this justifies our assumption

that temperature can be approximated with the pseudo-steady state approximation.

In the equilibrium chemical potential of an intercalation material, the entropic
term includes nonisothermal effects as shown in Fig. [l A decrease in temperature
causes the spinodes to become more prominent and increases the miscibility gap of
the chemical potential. Thus, for a system fully in equilibrium, we expect increased
phase separation and a smaller nucleation barrier to overcome for lower temperatures.
However, in our intercalation systems, we never encounter systems that are fully in
equilibrium. Instead, our systems are always driven by some potential or reaction,
indicating that the system is rarely in equilibrium. This requires us to study the effects
of temperature on these systems more carefully, coupled with the mass, energy, and

momentum balances in these systems.

We can apply the regular solution model to model the chemical potential of lithium

in LEP our system [241]. For this system, the regular solution model applied gives

) — KV, (81)

w=Q(1-2c) —|—kBTln(1iC
where () is the regular solution parameter, the second term is from the entropic
contribution, and the last term is from the phase boundary energy. Applying the
value of k. = 2% to this system from the particle size [241], we obtain the phase
diagram for stability with the above parameters applied to the system. Since the
temperature effect on the heat conduction coefficient for the system is expected to be

small, we simplify the critical growth rate at equilibrium above as Eq. [80]

Using the parameters 0 = 4.0kgT},, x = 0.684kpT,L? with a particle size of
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L = 100nm, and ky = 10 A/m? [67, 382, [383|, we obtain that Bip = 1 x 107° in
this system [384] [385]. For parameters in this system, we can assume that h =
10 — 100 W/(m”K) since conductive heat transfer between an intercalation material
and an electrolyte is taking place. [386] The activation energy is F4 = 50kJ/mol
and the exchange current density appears as ko(7T = 298 K) = 1.1 A/m?, which gives
us koo = 3.98 x 1027(m2-s) for surface intercalation, giving us a Biot number of
Bir = 1 x 1071 for graphite [387, 1388]. We note that the Biot number for different
materials can be quite different, and thus this is a parameter whose effect should
be studied carefully in intercalation systems. A study on the effect of the change of
the Biot number reflects how material properties can affect the stability of an open
driven system is performed. If we study the phase stability for ion intercalation of
LFP using the model defined above, we separately control the current and the voltage
to affect the stability of the system and consider the effects of constant current or
voltage charging on the nonisothermal stability of the system, which are the two basic

common modes of battery intercalation/deintercalation.

The equilibrium temperature of the system is determined by the energy balance
of the system, where T' = —BiphR+1 is true at steady state. This is generally true in
our system from the large timescale difference between the energy and mass balances.
In Fig. [1} we see that for a phenomological Butler-Volmer reaction rate which grows
exponentially with overpotential, the temperature and the stability of the system are
both highly influenced by the value of the Biot number. From a low Biot number, we
see almost an exact replicate of the stability diagram under nonisothermal conditions.
At a high Biot number, even in the suppressed phase separation regime [67], phase
separation appears in these systems. The region of instability at higher Biot number
significantly increases with respect to the lower Biot number values. This is through
the increased effect of % as the Biot number increases, which destabilizes the system
from the autocatalytic properties of the Arrhenius function. For the localized and
delocalized cases for the reaction kinetics, because the reaction currents are much
smaller from the limiting current [347], there is a minimal effect on temperature on

the stability of these reaction rates. The physical picture of limitation from electron
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Figure 1: Stability of the system at various Biot numbers using a Butler-Volmer
reaction rate, where the white shaded area surrounds the unstable region. The tem-
perature of the solution is also plotted on the same plot using a heatmap. The solid
white area is the area with no steady state energy balance solution.

availability prevents the destabilizing seen in Butler-Volmer kinetics.

Although the solutions are not trustworthy at higher overpotential values because
the kinetics are not limited by electron availability at high overpotentials, we can still
gain valuable insight from lower overpotentials. We expect a breakdown of the model
at higher overpotentials or currents. Bi is highly dependent on material properties
and system properties, and in general the system is more stable at lower Bi ratios if we
use a Butler-Volmer reaction rate. For temperature stability, we should add thermal
coatings or pick more thermally conductive fluids and materials. For example, the
Biot number is very small, so temperature effects are much smaller, but for graphite,

Bi is significantly larger, so more thermally dissipative additives or coatings should
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be added to the materials. Because of our previous analysis where increased Biot
number means a stronger autocatalytic effect from temperature, this destabilizes the
system. However, we know that the Butler-Volmer reaction rate does not capture the
effects of electron transfer, which can be rate-limiting in electrochemical reactions
and thus cause current to be limiting. Thus, we turn to a first principles coupled
ion-electron transfer model (CIET), which takes into account the coupled transfer of

ions and electrons in the model.

A.4.2 Coupled Ion Electron Transfer

We see that the main temperature dependence in the Butler-Volmer reaction equa-
tion, other than the energy scalings of the system, is first in the Arrhenius reaction
rate dependence, and second in the overpotential temperature dependence from the
entropic term. For the CIET equations, the modified overpotential, specifically for
a lattice model as decribed for LFP, has no temperature dependence in the overpo-
tential since the entropic term is removed in the overpotential. There is only the
Arrhenius temperature dependence on the reaction coefficient as well as a 1/ VT scal-
ing from quantum tunneling in the reaction coefficient [347, 129]. To both BV and
CIET, increased temperature increases stability in both systems for voltage control.
For Butler Volmer, an increase in temperature increases the reaction coefficient, but
the overpotential term decreases from the increased temperature. Thus, the driving
force for the reaction decreases, decreasing the overall reaction rate and driving the
reaction to stability. However, for CIET, the quantum tunneling term reduces the
reaction rate at increased temperature, which also drives the reaction to stability.
Thus, we expect that for CIET, the temperature effects on the kinetics are weaker
than the Butler-Volmer system.

Since Butler-Volmer is a phenomenological model, a first principles model will
most likely capture the temperature effects of the stability of the system much bet-
ter. Here we compare Butler-Volmer and couple ion-electron transfer with localized
and delocalized electron densities, which can be simplified to Marcus/Marcus-Hush-

Chidsey kinetics. In Fig. 2| we see that Bi has almost no effect on the stability of
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Figure 2: Stability of the system using a CIET reaction rate at various Biot numbers,
where the white shaded area surrounds the unstable region. The temperature of the
solution is also plotted on the same plot using a heatmap.

the system, as well as the steady state temperature solutions not changing at all with
the change in Bi. Under the assumption of a single particle model, we know that
because CIET has a limiting reaction rate, unlike BV, which grows exponentially at
high overpotentials. Thus, the temperature in a coupled ion electron transfer system
is more stable than a BV system. Especially in Eq. we know that because of the
limiting reaction rate for CIET, from Eq. [76] the effect of the Biot number on the
stability of the system is reduced because the current is small. Because of this, there
is no solution breakdown at higher overpotentials. We see why there is little effect of

the Biot number on the steady state temperature or the stability of the system.
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Figure 3: Heat generation terms of each of the porous electrode scale model terms
relative to each other. @), is from the effect of (pes—p) R, Qp ds is from the differential
entropy effect, Qye 0 is from the Ohmic heat generation in the electrolyte, Qa0 is
from the Ohmic heat generation in the solid, and Qe is from the Fourier’s law heat
flux in the system.

A.5 Porous Electrode Scale Model

The nonisothermal model was implemented into our in-house porous electrode the-
ory [122, [54] software Multiphase Porous Electrode Theory (MPET) [44] for the the
lithium cobalt oxide-graphite cell model in Refs. [389, using the parameters from
Ref. [45]. The effect of heat generation from each term is modeled below to under-
stand what the comprehensive reasoning behind the heat generation in the systems

is caused by.

From the heat generation modeled in Fig. [3| we see that the main cause of heat
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generation is the reversible entropic heat generation term. However, this term is ideal-
ized and most likely is overestimated in this system. The term that generates the most
heat is then most likely to be the Ohmic heat generation term from the electrolyte,
especially at higher C-rates. As the temperature increases in these systems, the effect
on electrolyte conductivities and diffusivities is extremely large [5, B90], and Ohmic
heat generation becomes very important. The Fourier heat diffusion also increases
from the heat generation increase, most likely because of increased temperature at

high C-rates, which causes larger thermal gradients.

A.6 Conclusion

In this study, we derive a novel general nonisothermal modeling of coupled mass and
energy balances in an open driven system. We apply this model to an intercalation
reaction in battery particles with the standard Butler-Volmer reaction rate as well as
the first principles-based coupled ion electron transfer to study the stability coupled
with the steady state temperature solution of the system [347]. We find there is a
breakdown of the model for the traditional Butler-Volmer reaction model because of
the exponential growth of current at high overpotentials, which is nonphysical and can
be remedied with a first-principles based reaction model [165]. In the Butler-Volmer
reaction model, we see that with the increase of the material property Bi, which refers
to the ratio of the reaction rate versus the external heat transfer, the stability of the
system decreases while the steady state temperature increases, because the reaction
rate grows exponentially with the BV model. Meanwhile, using a first principles
reaction model that takes into account electron transfer limitations, reaction has little
effect on the steady state temperature or the stability of the system. Temperature
changes and instabilities in battery systems are a result of transport limitations and
not reaction heat in the system. From our general porous electrode calculations, we
see that the heat generated from reactions is much smaller than that of other sources.
Though there are many factors in temperature increase such as slow diffusion, ohmic

heat from resistance buildup, and reaction heat generation from the system, in our
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battery temperature models, reactions are not the reason that battery systems are
destabilized or temperatures increase. This important conclusion indicates that we
can shift our focus in battery thermal modeling to other sources such as Ohmic heat
generation, contrary to popular belief in battery models that electrode reactions can
be a large heat source [348)].

Our general nonisothermal model of coupled mass and energy balances in open
driven systems can be generalized to other applications as well. We expect that we
can also apply a similar nonisothermal modeling of open driven systems to other
systems, such as photocatalysis, electrodeposition, and other systems, where the non-
linear coupling of concentration and temperature will return interesting effects on the

stability of the system.

A.7 Appendix: Gibbs Fundamental Equation

To get a temperature balance from our energy balance, a local equilibrium assumption
needs to be applied. Assuming local equilibrium in the system, we can start from

Gibb’s fundamental equation
du=Tds+T:de+ Y pude; (82)

for strain de. The definition of the unit volume in the system under deformation needs
to be clarified. We can start from the local form of the combined first and second law
of thermodynamics for a unit volume, where dv is the deformed unit volume and dvg
is the unit volume. We can first derive a couple useful equalities that will be used
later from the first law of thermodynamics. Within a linear approximation in a unit

volume, the dilation of the system is easily found to be [391]

dv = (1 4 vge) (1 + vyy) (1 + v,,) — 1) dvg = tr(Vu)duy. (83)

We separate the stress into deviatoric and dilational portions, —PI + T? = T

where P = —%Tr(T ) which is defined from the negative of the average normal stress

220



[352, 392], and p represents the deviatoric (plastic) stress. As stated earlier, since
€ = % <Vu + (Vu)T> and T¢ = T — TP =~ Trr — T? is a symmetric matrix, we
know that the stress-strain term can be completely represented for such an elastic
system by the Cauchy stress tensor and and strain as Vu: (Trg — T?) = e: T and
dVu: T¢ = de: T¢. The pressure-volume term (in the linear approximation) for an

elastic system can be defined to be

—Pdt = —Ptr(dVu) = (—PI): dVu = T°: de. (84)

Substituting the differential relations from the entropy relation [354], and by the
principles of frame indifference [352], we realize that the entropy is also affected by

the different control variables in the system, so that the full differential of entropy is

derived as
0 0
ds :% T+ = i dey, (85)
Cirk kg ORI Teiean s
0s
dc;. 86
*2 el 0

Since we know that the stress-strain contributions can be separated in to the devia-

toric and and hydrostatic terms, we can separate the full differential of entropy again

into
0s 0s
ds =— dT + Y  — deg; (87)
aTvca- -agij- i
sCiyEkj k#£j sCis€xtk,y#5 ¥
0s ds
+ =2 v+ de;. (88)
O T\ciex; aci v, T,¢j£i,Ek;
and the thermodynamic relations g—; .. = 7 and %‘Tc. = %, and /Li—i-TgCS_ T =
sC1 3G i s L yCiH£g

h;, we can obtain

du=c,dT+ Y hidei + [ T+ T _ g, 05
. RT 8€kj

)) s de, (89)
k#j
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where ¢, is the isochoric heat capacity, « is the coefficient of thermal expansion under
isobaric circumstances, k7 is the isothermal compressibility, and h; is the enthalpy of
the system.

If we separate the contributions of the enthalpy effect on the strain, we see that the
effects on the strain can be separated into the Gell-Mann matrices in each direction.
There are two normal stress states A3 and Ag which are represented by the , while the

remaining 6 matrices are all from the shear stress states. Here we see that for

Js
@8@'

_ Z Bi (90)

k#j  i=1.8,i#3,8 "Lt

where f3; is the coefficient of thermal shear deformation in the ¢ direction and S, is

the isothermal shear compliance [393]. We will define the sum of these terms as

)) :de. (91)
J#3,8

du=c,dT + Y hide; + (T@ +T (-ﬁl DY

J
RT STj
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