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Abstract: Lithium-ion battery heat generation characteristics during aging are crucial for the creation
of thermal management solutions. The heat generation characteristics of 21700 (NCA) cylindrical
lithium-ion batteries during aging were investigated using the mathematical model that was created in
this study to couple electrochemical mechanisms, heat transfer, and aging loss. These findings indicate
that, at the same operating current, the heat generation power of the cell increased significantly with
battery aging. This increase was primarily due to the energy loss caused by the growth of the solid—
electrolyte interface (SEI) and a reduction in the negative porosity and other physical characteristics
of the SEI, such as its ionic conductivity and molar volume, which also had an impact on the heat
generation power. By investigating the variations in battery heat generation in different aging modes,
the electrochemical mechanisms underlying the effects of aging on battery heat generation can be
comprehended in depth.

Keywords: lithium-ion battery; electrochemical-aging—thermal model; heat generation characteristics;
SEI aging modes

1. Introduction

Due to the rising energy density of lithium-ion batteries, their performance, lifetime,
and thermal stability are substantially influenced by temperature, and thermal management
has become a pressing concern [1-4]. The temperature of a lithium-ion battery is dictated by
its internal heat generation power and external heat transfer power; therefore, knowing the
heat generation characteristics of lithium-ion batteries is essential for effective and precise
thermal management [5,6]. The internal heat generation characteristics of the cell can be
studied thoroughly and efficiently using a numerical model based on the cell’s mechanism
and a vast amount of experimental data.

According to published research, the heat generation characteristics of lithium-ion
batteries are complex and influenced by many factors [7,8]. Bernardi et al. [9] carried out an
analysis of the thermodynamic energy balance inside the battery and pointed out that the
heat generated during the use of the battery mainly comes from Joule heat, reaction heat,
mixing heat, and phase change heat. On this basis, Bahiraei et al. [10] and Chiew et al. [11]
coupled the battery heat generation model with a pseudo-two-dimensional electrochemical
model for thermal management system scheme design. Lithium-ion batteries were subject
to significant aging during operation, and the aging of the battery had an important
impact on the parameters that relate to the internal chemistry of the lithium-ion battery.
Yi et al. [12,13] developed a two-dimensional distribution model of potential, current
density, and heat generation for pouch cells to enable the computation of the battery’s
age-related heat generation. As a major side reaction leading to cell aging, the SEI growth
reaction has an important influence on the heat generation of the cell during aging by
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its products [14-16]. Darcovich et al. [17] combined the finite volume model and single
particle model to establish the two-dimensional model of a prismatic cell and coupled it
with a simplified SEI growth model to study changes in the heat of polarization, ohmic
heat, and electrochemical reaction heat of the cell during aging. Tang et al. [18] established
an electrochemical-thermal coupling model for pouch cells, considering the electrolyte
reduction decomposition reaction and the growth of the SEI and analyzed the changes
in reversible heat, polarization heat, ohmic heat, and the total heat generation during
the charging and discharging of batteries in different aging states; they found that the
heat generation power increased during the charging and discharging of aged batteries,
but that the total heat generation decreased. Researchers have undertaken experimental
investigations on variations in heat generation during battery aging, but none of them
has focused on the impacts of the battery aging process on heat generation, nor have they
studied the effects of aging on the characteristics of heat generation.

In this paper, an electrochemical-aging-thermal coupling model of a lithium-ion
battery was proposed. Model parameters that are sensitive to temperature change were
estimated by comparing modeling findings with experimental data. After detailed model
validation at varied operating temperatures and charge-discharge rates, the changes in the
heat-generating components over the aging process and the influences of SEI physical char-
acteristics on the heat-generation process were simulated and reviewed. The mechanism of
the effect of different aging processes on heat generation was investigated.

2. Experiments

A commercial 21700 NCA battery (21 mm x 70 mm cylinder battery, capacity 4.9 Ah,
5i-C anode material, Li (NiggCoy 15Alp05) O, cathode material) was experimentally char-
acterized. A NEWARE (CT4008-5V12A; Shenzhen, China) test system, 8-channel A-to-D
converter, and a computer data logger were used to monitor the charge-discharge current
and battery voltage. A real-time graph was created and stored on a computer. The battery
was placed in a temperature control box for operating at different temperatures.

The complete set of temperature measurement equipment consisted of a T-type ther-
mocouple, an NI 9214 (NI, Austin, TX, USA) thermocouple board, an NI cRIO 9037 (NI,
Austin, TX, USA) data acquisition controller, etc. The T-type thermocouple probe was
stuck on the central site of the batteries, and the batteries were continuously charged and
discharged with a certain constant current. Lastly, the surface temperature change during
the operation was monitored. During the full process, the battery surface temperature was
measured and recorded in situ by a multi-channel temperature logger.

Pulse tests at different ambient temperatures (23 °C, 40 °C) and different currents
(0.5 C,1C, 2C) were performed to characterize the dynamic performance of the lithium-ion
battery. It should be noted that the temperature-dependent parameters, such as lithium-ion
diffusivity in solid and solution phases, and the reaction rate could be extracted from these
experimental data.

3. Model Development
3.1. Model Assumptions and Calculation Domain

This study developed an electrochemical-aging—thermal model for cylindrical 21700 NCA
lithium-ion batteries based on the pseudo-two-dimensional model of Doyle et al. [19-21]. The
principal model assumptions are displayed as follows:

(1) The intricate winding structure within the cell was disregarded and the cell was
treated as a uniform cylinder.

(2) Current collector effects on lithium-ion transport and heat transfer were disregarded.

(3) The change in the entropic coefficient throughout the battery aging process was not
taken into account.

(4) Adverse effects during the operation were disregarded.

Figure 1 shows a sketch of the winding structure of the cylindrical cell [22] and the
schematic calculation domain of the one-dimensional (1D) battery model. In Figure 1, Lcy,
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Figure 1. Intrinsic cell structure [22] and model calculation domain.

3.2. Electrochemical Model
3.2.1. Lithium-Ion Concentration Distribution

Assuming that the positive and negative active material particles are spherical and that
the lithium ions only have a concentration gradient in the radial direction of the spherical
particles, the distribution of lithium ions in the solid phase radial direction according to
Fick’s second law is given by the equation:

dcs  Dg;i 0 [ 50cs
o = 2o\ o M
where c; is the lithium-ion concentration in the solid phase, D, ; is the solid phase diffusivity,
and r is the radius distance variable of the particle.

The following equation describes the concentration change in lithium ions in the
electrolyte (solution phase) due to the combined effects of diffusion and electromigration:

s
2 teite = o (Dsi-f %Cx) e @
where ¢, ; is the solution phase volume fraction, ¢, is the lithium-ion concentration in the
solution phase, x is the distance variable through a cell component, ¢* is the transference
number of Li-ion species dissolved in a solution, jit is the total current density, and F is
Faraday’s constant.

The relationship between the effective diffusivity Dee,fif and the diffusivity D, ; of the
solution phase is

D = D el 3)

3.2.2. Electric Potential Distribution

Based on Ohm’s law and the distribution of potential in solid and solution phases
along the thickness direction of the electrode, the equation of solid phase potential &
distribution can be derived.

] ) .
52 (50 ) = @

The relationship between the effective conductivity Ufff and the conductivity o; of the
solid phase is

if
of" = 0its i (5)
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The potential distribution equation for the solution phase is derived using the law of
conservation of charge and Ohm’s law:

i effi _ _i effi o

ox (K Bx(Pe) T ox (KD ox Ince | = jeot ©)
2RTxeff
roff = P 8)

where @, is the solution phase potential, °f is the effective ionic conductivity of the
electrolyte, K]ejff is the effective ionic diffusion conductivity, R is the gas constant, and T is

the cell temperature.

3.2.3. Electrode Reaction Kinetics

The Butler—Volmer kinetic equation can be used to describe the current density jin¢ of
the lithium embedding and de-embedding reaction:

. . lxp,intF "‘n,intP
Jint = ds,i10,i § EXP RT Nactint | — €Xp| — RT Nact,int (9)
_ jtot
Nactint = Ps — Pe — a ‘Rfilm - Ueq,i(ei) (10)
s,i
it an
io; = Fkoco? (c;‘}ax - Ci}?rf) ! (CZ,‘:-“) (11)

where ag; is the specific surface area, ij; is the exchange current density, ap, and ap are
the transfer coefficients for the positive and negative current, #,ctint is the activation
overpotential of the reaction, Ry, is the film resistance on the surface of the active material
particles, Ueq,; is the open-circuit voltage, and ky is the reaction rate constant.

The positive and negative open-circuit voltages are related to their local charge states
0;, defined as the ratio of the lithium-ion concentration on the surface of the active material

cg‘}rf to its maximum lithium ion concentration 7.

qurf
> (12)

=
cmax
s,i

3.3. Aging Model
3.3.1. Loss of Lithium-Ion Inventory (LLI)

During the operation, solvent molecules in the electrolyte, such as ethylene carbonate
(EC), conducted a redox reaction on the surface of the negative electrode’s active material
to generate an SEI. Based on previous studies [23-26], this study assumed that the result of
the SEI growth reaction in a battery was LipCOj3. In addition to the reaction kinetics, the
diffusion of solvent molecules within the existing SEI limited the current density of the SEI
growth reaction. Safari et al. [27] established a model for the SEI growth reaction, including
diffusion constraints based on the Tafer formulation of the aforementioned process.

. &n,sETF
jse1 = —Fko seicyc exp { ns ﬂact,SEI] (13)

RT

Réiim ]
NactSEL = @5 — Pe — Ueq,sE1 — ﬁé%mt (14)
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The diffusion process of the electrolyte determines the link between the ¢ and

EC concentration:
et __jm (15)
Ofilm F

where ¢§,- is the EC concentration diffused to the surface of the negative active particle, c%
is the EC concentration in the electrolyte, dgpy, is the thickness of the film on the surface of
the active particle, and Dgc is the diffusion coefficient of EC in the film.

Combining Equations (13) and (15) produces

0
CECF
fil 1
Dl m

EC “n SETF
kO,SEI exp |:* nRT Wact,SEI]

JsEI = — (16)

The total reaction current density on the surface of the active material particles
is equal to the sum of the current densities of the SEI growth reaction and the de-
embedded lithium reaction.

Jrot = Jint + JSEI (17)

According to the principle of mass conservation, the SEI's growth rate is

JCSEl _ JSEI
o~ 2F (18

The SEI film growth response causes the thickening of the active material’s surface
film. According to the conservation of mass, and assuming that the negative active material
particles are spherical and the surface film is uniformly covered, the rate of change in the
active material surface film thickness g, is as follows:

9film _ 9cser  Mser _ jserMsgr (19)
ot ot as,nPSEI 2Fas,npSEI
ORfiim _ 1 jserMser 20)
ot Ksg1  2Fasnpsgr

where Mgy is the molar mass and pgpj is the density of the SEL
SEI growth leads to a decrease in the porosity of the negative electrode, as described
by the following equation:
J€sn 9Sfilm

ot :_as,nT (21)

3.3.2. Loss of Active Material (LAM)

By analyzing the differential voltage of the battery aging process, a high linearity
was found for the active material loss indicator Gpya_pam and the cumulative battery
power throughput ¢ after taking the logarithm, respectively. Therefore, after a linear fit,
it can be converted into a power function to represent the relationship between the active
material loss index and the cumulative battery power throughput, and the rate of change
in the solid phase volume fraction as the active material loss rate can be expressed using
the following equation:

Aegj = pA-yP (22)

where 1 is the cumulative battery power throughput, and both A and B are constants.

3.4. Thermal Model

The reversible reaction heat, heat of polarization, ohmic heat, heat of SEI growth, and
contact resistance heat are among the heat-generating factors that were taken into account
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by the model [28]. When the aforementioned five heating elements were combined, the
battery’s overall heat generation power was

qtot(x’ t) = qrea + LIact + I;Iohm + Qfﬂm + qc (23)

The cylindrical coordinate system can be employed in the single-cell model since the
object of this investigation is a cylinder. The internal heat transfer equation for the cell
can be obtained by simplifying it to a cylinder with a homogeneous interior material and
equally distributed heat production:

o 190 oT 10 oT d aT .
Pbattcp,battg =23 (/\batt,rrar> + 2 5¢ (Abatt,(paq)> + e (/\batt,zaz) + Ipatt (24)
: foLbatt JrorAcdx
patt = 5 (25)
TR} st lbatt

where ppyt is the density of the cell, Cp bat is the heat capacity of the cell, Apattr, Apatt, @/
and Ay, are the radial, circumferential, and axial thermal conductivities of the cell,
respectively, g, ., is the average power of heat generation per unit volume of the cell, Ly
is the total electrode thickness (including the collector), Ry is the outer diameter of the
cell, I,y is the height of the cell, and A, is the area of the positive (both sides) that has an
opposing negative.

The power of the external surface’s heat transmission can be defined as follows when
the external medium is air, coolant, and other fluids, with the core and fluid convective

heat transfer:
oT

_/\batt,rg = hCOV[T(Rbatt/ t) - Tamb} (26)

r=Rpatt

where hcoy is the heat transfer coefficient and T,y is the ambient temperature.

3.5. Solution Method

The coupling relationships between the above electrochemical, aging, and thermal
models are shown in Figure 2. The model calculations were performed using the finite
element commercial software COMSOL MULTIPHYSICS 6.0.

Active material loss model

2 |

G Jint> ach/T> cha Hact.int>
53 K’ (pSS goea CC’ t+’
0000 [Roock “
%OOOOQO i 08 08 % I’Rﬁhrp RC
{00 | | | Qi |2
S| -OGFO0| & QIO
I O ; CANNG) G @) 5 . .
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en
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Figure 2. Coupling relationship between submodels.
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4. Model Parameterization and Validation
4.1. Parameterization
4.1.1. Basic Design Parameters
For simulation research, the physical parameters of the simulation object are crucial.
The parameters of the model were determined using experimental measurements, com-

putations, and estimates. The electrochemical-aging-thermal design parameters for the
4.9 Ah NCA battery are provided in Tables 1-3.

Table 1. Parameters used in the electrochemical model.

Parameters Negative Electrode Separator Positive Electrode
L;/m 5x 1076 - 5x 1070
05,;/Sm1 6.3 x 107 [6] - 3.8 x 107 [6]
L;/m 88 x 107° 8 x 107 62 x 107°
R;/m 9 x 1076 - 5x 1070
&, 0.71 - 0.703
€e 0.21 0.45 0.19
Ce0/mol-m—3 1200 [29] 1200 [29] 1200 [29]
¢ /mol-m~3 34,507 [29] - 49,000 [29]
Xaint, Xc,int 0.5 [6] - 0.5 [6]
1.5 1.5 1.7
Dy ;/m?s~1 9 x 10714 [30] - 1.5 x 10~ [30]
05,;/Sm1 100 [29] - 3.8 [29]
0 ref/ A-m? 0.75 - 2
E.p,i/J-mol ™} 48,000 - 22,000
Eqai/J-mol ! 36,000 - 30,000
ty 0.363 [6]
Tret/K 298.15
Reiim 0/ Q'm? 0.001 [28]
Ac/m? 0.12
F/C.mol~! 96,487
R/J.(mol-K)~1 8.314
Table 2. Parameters used in the aging model.
Parameters Value
) /mol-m™3 4500 [31]
ueq, ser/V 0.4 [28]
O, SEI 0.5 [28]
E, psei/} mol ! 30,000
E ksei/J mol 1 35,000
Ofilm /S m ™! 5 x 1070 [31]
Msgp/kg-mol ! 0.07388
pser/kg-m™3 2110 [25]
Table 3. Parameters used in the thermal model.
Parameters Value
Cppatt/I kg~ K™ 880
Abattr/W-m 1K1 0.7
Abatt, /W-m 1K1 10.5
Abattz/W-m~ 1K1 10.5
Pbatt/kgm ™ 2846
heoy /W-m—2.K~1 18
lpatt/ M 0.0700
Rpat/m 0.0105
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4.1.2. Kinetic Parameters

In this paper, the electrochemical-aging-thermal model was utilized to investigate the
features of lithium-ion battery heat generation. As the diffusion coefficients of lithium in
the positive and negative active materials and the reaction rates of the positive and negative
electrodes were strongly impacted by temperature, Arrhenius’ formula was typically used
to characterize their relationship with temperature.

E .
X;(T) = X{efexp["}f"(;f ;)} (27)
re:

Using the relationship described in [32,33], the diffusion coefficient D and conductiv-
ity « of lithium ions in the electrolyte could be calculated.

D, = 1470 - exp(0.00133¢, ) .exp[ 690} Cex [ —0.563¢,

— T ] 10719 m? /s (28)
x = 10"*co(—10.5 4 0.074T — 6.96 x 107572 + 6.68 x 10 ¢,
-5 -8, T2 7.2 ~10,2m2  (29)
—1.78 x 107%¢, T + 2.8 x 10 8¢eT? +4.94 x 10~7c2 — 8.86 x 107 19¢2T)

4.1.3. Thermodynamic Parameters

The potential difference of the electrode material is not only determined by the
amount of lithium incorporated in different cell materials but also by the temperature.
The model uses the following equation to calculate the open-circuit voltage of the
electrode at various temperatures.

oUgg ;
ueq,i = uéflf,i + a;qu (T - Tref) (30)

Figure 3 depicts the open-circuit voltages (OCV) and entropic coefficient of Si-C
negative and NCA positive at different states of charge (SOC).

4.5 0.5
L
401 \ 0.4 —&—NCA
3.51 T 03 —=— SiC
I 3
> 3.0 ——NCA i
S 259 — —siC c 0.24
8 2.0 = 0.1
1.5+ =
= 0.0
1.04
0.5\ -0.14
0.0 — === V24—
0.0 0.2 0.4 0.6 0.8 1.0 0.0 0.2 0.4 0.6 0.8 1.0
SOC SOC
(a) (b)

Figure 3. Thermodynamic parameters at different SOC: (a) open-circuit voltages and (b) the
entropic coefficient.

4.1.4. Active Material Loss Model Calibration

According to Equation (22), and in conjunction with the experimental data, a func-
tional link could be established between the loss index of positive and negative active
materials and the accumulated battery power throughput under different cycle settings, as
demonstrated by Equations (31)—(34). The loss of positive and negative active materials at
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4.2. Model Validation

To validate the accuracy of the electrochemical-aging—thermal coupling model pro-
duced previously, the calculated results of the model were compared to the experimen-
tal test results. Figure 4 compares the experimental and simulated voltage and surface
temperature rise curves of the battery during constant current discharge under various
operating conditions. Figure 5 compares the cell’s heat production power under adiabatic
conditions (initial temperature of 31 °C) with a continuous current discharge at a 0.5 C
multiplier. The foregoing comparison with the experimental results demonstrates that the
electrochemical-thermal coupling model proposed in this study could accurately simulate
the electrochemical and heat production characteristics of the new cell under varying
operating conditions.

—05C M © 05C
—ICM IC
2C M 2C

Discharge@0 °C|

8000
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0 2000 4000 6000
t/s
(a)Voltage of discharge process at 0 °C
—0.5C M © 0.5C
—I1C. M 1c
1 2C_M 2C

| Discharge@0.°C

4000 6000

t/s

0 2000

8000

44 —05C M © 05C
—1CM 1c
4.0 190 2 M 2¢

3.6
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=}
3.2
2.8+
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0 2000

8000
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426 x 1078 . 168
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44

i

4.0%°
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—05C M © 05C
—I1CM 1c
2C

364  ‘ Discharge@40 °C
5 \
3.24 B
A\
\
2.8 \
|
o
2.4 T T T
0 2000 4000 6000 8000
t/s
(e)Voltage of discharge process at 40 °C
70 —0.5C M © 0.5C
] —I1C.M 1C
65 2C M 2C
60 : 5
Discharge@40 °C|
%\) 554
=
504 /
45 M

0

2000

4000 6000

t/s

8000

(31)

(32)

(33)

(34)

(b)Temperature rise of discharge process at 0°c  (d)Temperature rise of discharge process at 23 °Cc  (f)Temperature rise of discharge process at 40 °C

Figure 4. Validation of new battery discharge voltage and surface temperature rises under
different conditions.
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0.7
0.6 0.5C Discharge@Adiabatic
051 | Model

o Experiment

0 2000 4000 6000 8000
t/s

Figure 5. Validation of new battery discharge heat generation power under adiabatic conditions.

Figure 6 depicts the calculated findings of battery capacity decline under various
operating conditions and the testing results. At the end of the age, when the battery
was cycled at 23 °C C1D1 and 23 °C C1D2 working conditions, there was a dramatic
decline in capacity. Lithium precipitation from the negative electrode and an increase

in the rate of electrode active material loss could both be the real causes of the abrupt
decline in capacity [31].

5.0 5.0
= C0.5D1 — C0.5D1_M
A CID1 —CIDI M
¢ CID2 —CID2 M
= Cycle@40 °C
<454 <454
< 4.5 < 4.5
2 =)
3 g
g g
O 4.0+ 5 O 4.0+
Cycle@?23 *C C0.5DI — C0.5DI M
CI1D1 C1D1 M
3,5 T T T T T T T 3.5 C1D2 T ClD\ZiM T T
0 200 400 600 800 0 200 400 600 800
Cycle index Cycle index
(a) (b)

Figure 6. Validation of battery capacity under different conditions of cycle aging at (a) 23 °C
and (b) 40 °C.

Since the heat exchange boundary conditions are consistent, the temperature rise
during battery charging and discharging has a clear relationship with the battery’s heat
generation power, and the change in temperature could also be utilized to indicate the
change in heat generation power. The experimental and computed results of the temper-
ature rise on the battery’s surface after aging were compared to validate the accuracy
of the model developed in this chapter regarding the heat-generating characteristics of
the battery after aging. Figure 7 depicts the temperature rise curves of the aged battery
at different ambient temperatures during discharge under different cycling conditions.
By comparing Figure 7a,b, it was found that the aged battery was more influenced by
the ambient temperature at a low multiplier discharge, and the internal resistance of
the battery decreased under a high-temperature environment (40 °C), resulting in lower
temperature rises on the surface of the battery. Meanwhile, the simulation results of the
discharge temperature rise of the aged battery at different temperatures were consistent

with the trend in the experimental data, indicating that the model could be used for
subsequent research.
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60 m C0.5C1 — C0.5C1_M] 80 C0.5D1 C0.5D1_M
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(a) (b)
Figure 7. Validation of surface temperature rise of aging cells during discharge at (a) 23 °C and (b) 40 °C.

5. Results and Discussion

The performance and lifetime of lithium-ion batteries are particularly sensitive to
temperature [34,35], and the majority of studies solely consider the accuracy of the model’s
computation of capacity loss, ignoring the changes in the heat-generating characteristics
during battery aging. However, the different values of some key parameters are the cause
for simulation calculation results that outline the changes in the heat generation charac-
teristics of the battery aging process that deviate significantly from the actual situation;
therefore, it is necessary to use simulations to study the influence of several key factors on
the changes in heat generation in the battery aging process.

5.1. Changes in Heat Generation Power of Different Components during the Aging Process

Figure 8 depicts the heat generation power variation in different components with the
number of cycles for the discharging process when the battery is cycled under 23 °C C1D1
and 40 °C C1D1 operating conditions. It can be observed that, as the battery ages, SEI heat
generation increases the most, followed by negative solution phase ohmic heat, negative
polarization heat, and positive polarization heat.
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Figure 8. Variation in heat generation power for different components during cyclic aging at (a) 23 °C
and (b) 40 °C.

As illustrated in Figure 9, the explanation for the rise in heat power in the SEI film
is that the thickening of the SEI makes the path of lithium-ion diffusion from it longer,
i.e., the resistance of the SEI increases. The reason for the increase in the ohmic thermal
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power of the negative solution phase is that, on the one hand, the thickening of the SEI
consumes the electrolyte, and on the other, its generation occupies the solution phase space
of the negative electrode, resulting in a decrease in negative porosity [31]. In addition to
the increase in SEI heat generation and negative solution phase ohmic heat power, the
positive irreversible polarization heat at the end of aging increases slightly, which is related
to the change in the window of electrode de-embedded lithium as a result of lithium-ion
inventory loss and active material loss.
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(a) (b)
Figure 9. Variation in SEI resistance and negative porosity during cyclic aging at (a) 23 °C and (b) 40 °C.

5.2. Effect of SEI Physical Parameters on Heat Generation during Aging

The investigation of changes in the heat generation power of different components
during the aging process revealed that the heat generation of the SEI growth reaction was
the primary cause for the rise in heat generation power during the aging process of the cell.
On the one hand, the ionic conductivity of the SEI directly determined SEI resistance, while
on the other hand, its molar volume determined the growth of its own volume, which was
caused by the consumption of a unit amount of substance by the lithium ions, and the
volume growth of the SEI resulted in a decrease in the electrode’s porosity, which impacted
the negative electrode’s kinetic performance [23].

5.2.1. Ion Conductivity

Figure 10 depicts the battery capacity reduction, which was calculated for various SEI

conductivity values [26,36—41]. It can be observed that the rate of capacity decline lowered
as the ion conductivity of the SEI rose.
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Figure 10. Simulation results of capacity decline when using different SEI ionic conductivities at
(a) 23 °C and (b) 40 °C.
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Figure 11 shows the SEI resistance and average negative porosity of aged cells for
various SEI conductivity values. The results in the figure were derived from the discharge
process’ latest cycle. As the lithium-ion conductivity of SEI diminished, the resistance in
the aged SEI membrane increased, particularly when it decreased from 1 x 107> S/m to
1 x 107 S/m, and the SEI resistance tended to accelerate growth. In addition, when the
ionic conductivity of the SEI was reduced with age, negative porosity decreased.
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Figure 11. Simulation results of the SEI resistance and negative porosity of the cell after aging when
using different SEI ionic conductivities.

As demonstrated in Figure 12, the substantial increase in SEI resistance led to a drastic
increase in SEI heat generation power following cell aging. Additionally, when the ionic
conductivity of the SEI membrane increased from 1 x 107> S/mto 1 x 10~*S/m, there was
no substantial increase in the SEI resistance and SEI heat generation at the conclusion of the
cycle, showing that 1 x 10> S/m was already a higher value for the SEI ionic conductivity.
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Figure 12. Simulation results of the heat generation rate during the discharge process of the cell after

aging when using different SEI ionic conductivities. (a) SEI growth heat and (b) negative electrolyte
ohmic heat.

Figure 13 demonstrates that as the ionic conductivity of the SEI decreases, the rate of
increase in the heat generation power of the SEI during aging accelerates, resulting in a
large increase in the maximum surface temperature rise during the discharge.
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Figure 13. Simulation results of maximum surface temperature rise during the discharging process
of the cell after aging when using different SEI ionic conductivities.

The preceding calculation results highlight the important value of SEI ion conduc-
tivity when conducting the coupled electrochemical-thermal-aging modeling of Li-ion
batteries. Additionally, when the conductivity was between 1 x 107¢to 1 x 10> S/m, the
susceptibility to SEI resistance and cell heat production increased.

5.2.2. Molar Volume

Figure 14 depicts the battery capacity reduction calculated for different SEI molar
volume values [25,28,36,37,39-41]. When the SEI molar volume increased, so did the rate
at which the cell’s capacity declined. Owing to the rise in the SEI molar volume, the SEI
coating on the surface of the negatively active particles became thicker. The diffusion of
solvent molecules in the electrolyte became challenging in the SEI, resulting in a decrease

in the pace at which the SEI experienced a growth reaction; hence, the rate of cell capacity
decline was lowered [42].
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Figure 14. Simulation results of capacity loss when using different SEI molar volumes at (a) 23 °C
and (b) 40 °C.

As illustrated in Figure 15, the rise in the molar volume of the SEl led to an increase
in the SEI resistance and a decrease in the cell’s negative porosity as a result of aging. An
increase in the SEI resistance enhanced the SEI heat generation power at the same current.
Figure 16 demonstrates that as the negative porosity decreased, the ionic conductivity and
lithium-ion diffusion coefficient decreased while the resistance and ohmic heat of the nega-
tive electrolyte increased. As depicted in Figure 17, large increases in the heat generation of
the SEI and negative electrolyte ohmic heat led to an increase in the temperature rise of the
battery during operation after age. In contrast to the SEI's ionic conductivity, the SEI molar
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volume values in the range of 1 x 107 to 1 x 10~* m®/mol had a substantial effect on the
cell capacity’s decline and heat generation after aging.
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Figure 15. Simulation results of SEI film resistance and anode porosity of cells after aging when using

different SEI film molar volumes.
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Figure 16. Simulation results of SEI and negative electrolyte ohmic heat generation rates during the
discharge process of cells after aging when using different SEI film molar volumes. (a) SEI growth

heat and (b) negative electrolyte ohmic heat.
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Figure 17. The maximum surface temperature rises during the discharging process of the cell after

aging when using different SEI film molar volumes.
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5.3. Effect of Aging Mode on the Change in Heat Generation during Battery Aging

The SEI heat generation, negative electrolyte ohmic heat, negative polarization heat,
and positive polarization heat are the primary heat-generating factors that are altered with
cell aging [9]; thus, the discussion focuses mostly on these four heat-generating terms.
Figure 18 compares the average heat generation power of the primary heat generation
terms at the beginning-of-life (BOL) and end-of-life (EOL) throughout the discharge process.
The aging mode of an aging battery consists of only the LLI and concurrent LLI and LAM.
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Figure 18. Comparison of the main heat generation items during the discharging process when the
cell ages to EOL under different aging modes at (a) 23 °C and (b) 40 °C.

Figure 19 demonstrates that when just the LLI occurs in a battery, the negative electrolyte
ohmic heat and SEI heat are greater after aging because all the lost lithium ions are involved
in the SEI growth reaction, the SEI is thicker, and the porosity declines more after aging.
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Figure 19. Variations in SEI film resistance and anode porosity under different aging modes at
(a) 23 °C and (b) 40 °C.

In addition, only in the case of LLI was there a significant decrease in the heat of
the polarization of positive and negative electrodes after aging in the battery. As shown
in Figure 20, this is because the space available for lithium embedding in positive and
negative electrodes remains unchanged, but the amount of lithium ions migrating by
diffusion between positive and negative electrodes decreases, causing the maximum degree
of lithium embedding in positive and negative electrodes to decrease.
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Figure 20. Variations in electrode SOC during the aging process when only LLI occurred in the cell at
(a) 23 °C and (b) 40 °C.

In conclusion, if the real aging pattern of the battery contains LAM but is not ac-
counted for in the modeling, it results in a big computation of SEI heat generation, negative
electrolyte ohmic heat, and a minor calculation of polarization heat after the battery has
aged. This is due to the greater sensitivity of SEI heat generation and negative electrolyte
ohmic heat to the aging pattern, ignoring LAM results in a considerable increase in heat
generation power and surface temperature after the cell has aged, as depicted in Figure 21.
It can also be seen from Figure 21 that the contour of the temperature, represented by the
increasing curve, during the discharge of the battery in different aging modes was distinct.
When LLI and LAM occurred, the temperature rise rate at the conclusion of discharge
was larger than when only LLI occurred. When the LAM is not taken into account, the
maximum amount of lithium embedded in the positive and negative electrodes during the
battery cycle drops, as does the polarization heat.
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Figure 21. The comparison of the surface temperature rises during the discharging process when the
cell ages to EOL under different aging modes at (a) 23 °C and (b) 40 °C.

6. Conclusions

In this study, based on the aging mechanism of LLI and LAM, a mathematical model of
the electrochemical-aging—thermal interaction was constructed. The heat generation power
and surface temperature rise of the battery were determined by comparing the simulation
findings with the experimental data of combined working conditions with varying current
charging and discharging rates (0.5 C, 1 C, and 2 C) and temperatures (23 °C and 40 °C).
In terms of electrochemical characteristics, thermal properties, and aging properties, the
simulation findings were validated and shown to be in good agreement with the actual
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data. Based on this model, the heat generation characteristics of NCA batteries during
aging were examined and the results revealed that:

(1) As the battery ages, its overall heat generation power at the same operating current
grows dramatically. This is mostly due to the heat generation power increase in the
SEI and the ohmic heat of the negative electrolyte.

(2) The SEI ionic conductivity falls below 1 x 107> S/m, the SEI resistance and heat
generation power grow exponentially, and the negative electrolyte ohmic heat di-
minishes quickly. The increase in the SEI molar volume causes both the SEI heat
generation power and the negative electrolyte ohmic heat to rise. Therefore, in the
battery manufacturing process, reasonable formation technology should be adopted
to improve the ion conductivity of the SEI and accelerate the lithium-ion mass transfer
on the electrode surface and, at the same time, improve the compactness of the SEI to
inhibit the decrease in electrode porosity caused by volume growth.

(3) Compared with the occurrence of both LLI and LAM, when only LLI occurred in
the cell, the SEI film was thicker, and the negative porosity lower when the same
capacity declined, so the SEI heat generation and the negative electrolyte ohmic heat
could be greater. Simultaneously, the maximum amount of lithium embedded in the
positive and negative electrodes continued to diminish throughout the course of the
cycle, as did the polarized thermal power at the conclusion of battery charging and
discharging. Consequently, when just LLI occurred, the maximum temperature rise
during the operation at the same capacity decline was greater than when both LLI
and LAM occurred, and the temperature rise rate at the end of discharge was lower
due to the narrower window of positive and negative lithium de-embedding.
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