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Abstract: Lithium-ion batteries have good performance and environmentally friendly characteristics,
so they have great potential. However, lithium-ion batteries will age to varying degrees during use,
and the process is irreversible. There are many aging mechanisms of lithium batteries. In order to
better verify the internal changes of lithium batteries when they are aging, post-mortem analysis
has been greatly developed. In this article, we summarized the electrical properties analysis and
post-mortem analysis of lithium batteries developed in recent years and compared the advantages
of varieties of both destructive and non-destructive methods, for example, open-circuit-voltage
curve-based analysis, scanning electron microscopy, transmission electron microscopy, atomic force
microscopy, X-ray photoelectron spectroscopy and X-ray diffraction. On this basis, new ideas could be
proposed for predicting and diagnosing the aging degree of lithium batteries, at the same time, further
implementation of these technologies will support battery life control strategies and battery design.

Keywords: lithium-ion batteries; state-of-health; diagnosis methods

1. Introduction

With the rapid development of green energy solutions, such as electric vehicles (EVs)
and renewable power generation, lithium-ion batteries (LIBs) attract a lot of interest these
days. Lithium chemistry offers high electrode potential (—3.04 vs. standard hydrogen elec-
trode), low molecular weight and small ionic and atomic radii, ensuring fast diffusion and
possibility of intercalation or integration into crystalline lattice of various materials. This
helped Li-based batteries to outperform other secondary batteries both in terms of highest
power and energy density as well as substantial lifetime [1]. However, uncertainties related
to cost, degradation and weak performance in extreme weather conditions slow down large-
scale adoption of Li-batteries. In particular, to meet the requirements in electrical vehicle
(EV) applications, Li-ion batteries need to exhibit large capacity, stable thermal properties
and a long lifetime [2-7]. Thus, detailed understanding of Li-ion batteries degradation
behavior and mechanisms becomes a focal point of current battery research.

The aging process of a battery can be monitored by performing charging and dis-
charging cycles while measuring the electrochemical characteristics, e.g., impedance and
capacity [8-13].

For years, the internal physical and chemical reactions of Li-ion batteries were inves-
tigated [14]. As accurate and advanced electrochemical analysis devices were invented,
people gained a better understanding of the aging processes of different materials and
structures the batteries were composed of. To quantify the battery health, the most common
indicator or concept, used in the literature, is State-of-Health (SOH). The SOH indicates
the specific performance and health status of a battery, at a certain point, compared to the
pristine state of the same battery [15]. Although there is no clear definition of the SOH,
different parameters of a battery can be used to describe the SOH, such as capacity and
impedance, corresponding to the battery’s energy and power, respectively [16]. Then, the

Batteries 2022, 8, 72. https:/ /doi.org/10.3390 /batteries8070072

https:/ /www.mdpi.com/journal /batteries


https://doi.org/10.3390/batteries8070072
https://doi.org/10.3390/batteries8070072
https://creativecommons.org/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://www.mdpi.com/journal/batteries
https://www.mdpi.com
https://orcid.org/0000-0003-3815-1245
https://orcid.org/0000-0002-6835-1566
https://orcid.org/0000-0002-5777-2541
https://orcid.org/0000-0002-2938-8921
https://doi.org/10.3390/batteries8070072
https://www.mdpi.com/journal/batteries
https://www.mdpi.com/article/10.3390/batteries8070072?type=check_update&version=1

Batteries 2022, 8, 72

2 0f23

diagnosis and estimation of Battery SOH can be promoted to determine battery character-
istic parameters. The monitoring gives a measure of SOH which decreases as the battery
ages. The decrease in SOH cannot commonly be attributed to a particular physical or
chemical mechanism occurring inside the battery, but rather a complicated interplay of
various mechanisms [7,17-20].

With the development of the interdisciplinary approach to battery ageing, in addi-
tion to the traditional electrical properties curve-based method, post-mortem analysis
has attracted a wide interest for battery SOH estimation and/or diagnostics. With these
methods, the battery lifetime and SOH can be deduced from the morphology and composi-
tion changes observed in a disassembled cell. This approach can provide understanding
of the ageing processes based on the observed chemical and physical changes and link
them to changes in electrical characteristics. While several recent reviews have addressed
the electrical diagnostics methods, a detailed review of post-mortem analysis methods is
missing [21,22].

The present paper summarizes the state-of-the-art methods for evaluating the SOH of
lithium-ion batteries and compares common diagnostic methods, on both the electrical and
material level, and their interplay as shown in Figure 1. In Table 1, it is shown the compar-
ison of different diagnosis methods. The structure of this review is as follows: Section 2
describes the non-destructive methods, in particular, the curve-based methods, commonly
used for electrical property analysis of lithium-ion batteries, and in situ/operando charac-
terization. The working principles of the diagnostic techniques suitable for disassembled
cells are described in Section 3. Finally, Section 4 presents an outline of the areas that need
to be further investigated and the main conclusions of this study.

Non-destructive analysis

- /
/\

Destructive analysis

Figure 1. The structure of the review. Combination of destructive and non-destructive techniques is
essential for understanding degradation mechanisms and lifetime predication. (a) Typical electro-
chemical impedance spectroscopy and (b) Equivalent circuit model of Lithium-ion battery.
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Table 1. Comparison of aging diagnostic methods.

Methods

Representative Techniques

Advantages

Disadvantages

Non-destructive analysis

Open-circuit-voltage curves

Testers are easy to be operated
and the data are simple to
obtain

Difficult to understand the
specific electrochemical
reactions inside the cells

Electrochemical impedance

spectroscopy

The equivalent circuit model
can be provided and
non-destructive diagnosis

Time-consuming procedures
and the estimation of SOH is
influenced by the model

In situ operando

Characterizing the
electro-chemo-mechanical
behavior during cycling

High instrument costs and
high requirements for both

Destructive analysis

characterization without destructing the experimental environment
and users
battery
Visualized morphology

Electron microscopy

observation of the aging
changes inside the cells

Irreversible destruction to
cells and only used in vacuum

X-ray spectroscopy

Detailed composition results
and specific area can be
investigated and quantified

High requirements for the
experimental environment
and specialized skills for user

Structure features can be
measured and can be used for

High requirements for the

X-ray diffraction samples and the specialized

SOH diagnostics both in situ skills for user

and ex situ

2. Electrical Properties Analysis

The state of health (SOH) of Li-ion batteries is usually assessed using two main aspects:
the loss of capacity and the increase in impedance. In addition, different kinds of lithium-
ion cells can be divided into full cells and half cells. Coin cells are a kind of represented
half cells, which can be investigated by a coin cell tester, which are carried out in a climate
chamber. Coin cells can also build from full cells to investigate the electrical performance
of independent electrodes. The electrodes from full cells could be thoroughly rinsed three
times with diethyl carbonate (DEC) to remove the deposition of the electrolyte and Li salt
and then be pouched into a specific area to use as the positive electrode as the coin cell.

2.1. Open-Circuit-Voltage (OCV) Curve-Based Analysis

As the voltage of Li-ion batteries is mainly influenced by internal electrochemical
reactions and also changes in a variety of aging conditions, many people are trying to
employ health indicator (HI) to describe SOH. Thus, much research on SOH estimation
is focused on appropriate HIs. In general, two models of the terminal voltage can be
established by OCV and polarization voltage, reflecting thermodynamic and kinetic aspects.
For OCV, this means measuring the terminal voltage while the battery is in the condition
of an open circuit until it reaches the thermodynamic equilibrium state. In addition, the
polarization refers to the deviation of the terminal voltage from the OCV. The OCV curve-
based methods included two main parts, geometric features and electrical characteristics.
It is essential to employ OCV to build a Li-ion batteries voltage model [21,23-26]. The
geometric features-based method is a common way of the diagnostic methods, which can
be used to detect aging mechanisms by focusing on OCV variation to realize the estimation
of SOH. There are two main aging mechanism identification methods, incremental capacity
analysis (ICA) and differential voltage analysis (DVA), and the comparison of these two
methods is listed in Table 2 [21,27-29].
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Table 2. Comparison OCV curve-based analysis methods.

Methods Principle Advantages Disadvantages
Time-consuming modeling
Incremental capacity analysis IC curve changes with IC (dQ/dV) measuring can be and impractical for
(ICA) capacity decay directly obtained implementations with
incomplete data
DV (dV/dQ) measuring

Considering the aging
mechanism, the estimation
error can be controlled by
charging data

requires the capacity of
batteries, which is varied
while battery aging and hard
to be measured directly

By counting the inverse of the
IC value, the DV value can be
easily obtained

Differential voltage analysis
(DVA)

According to many studies, ICA has been employed to diagnose the battery aging
mechanisms [10,30-35]. The incremental capacity (IC) curve is calculated by derivation
of the voltage curve, which can reflect the electrochemical process in the charging proce-
dure [36—40]. The analysis of the mechanism of battery aging is carried out by the position
and shape of the peaks. For example, Yang et al. used IC curves to present the aging
mechanisms, which is shown in Figure 2 [41]. Figure 2 shows the change of the IC curve
during aging process, resulting from the 0.05 C-rates charging step. Three peaks decrease
in the process of aging, which reflects the loss of the active materials (LAM) and loss of
lithium inventory (LLI) on the electrode.

30 I 1 ] T T
—— 0 _LOOP
24| ——130 Loop ~ Peak I :
_ ——300_LOOP
1 ——— 450 LOOP
° 18} - ]
= 650 LOOP
=
% 12t !
o
b=
6F l
Peak II
ot .
3.0 3.3 3.6 3.9 4.2

Voltage (V)

Figure 2. Incremental capacity curve of cycling at 0.05 C charging current [41]. Reprint with permis-
sion [41]; Copyright 2017, Elsevier.

The DVA method is also commonly applied in the aging mechanism identifica-
tion [6,42,43]. Ira et al. found that lithium-capacity-consuming side reactions were mainly
occurring at anodes [23].

For coin cells, OCV test are similar to the full cell [37]. Alexander et al. extracted coin
cells from commercial Li-ion cells [43]. As the influence of the reassembly of the coin cells
was not investigated clearly, they developed a method to compare the different parameters
such as washing the electrode or changing the ratio of the electrolyte, which influenced the
performance [44—48]. They used a BaSyTec Cell System to realize the formation and the
cycling of coin cells. The cycling method of the cells are constant-current-constant-voltage
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(CCCV) in discharge and constant-current (CC) in discharge process. The open circuit
potentials of the coin cells are showed in Figure 3a at begin of life (BOL).
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Figure 3. (a) Open circuit potentials before coin cells begin aging; (b) IC of the full cell voltage;
(c) defined features of interest (FOIs) of the incremental capacity (IC) curves [43,49]. Reprint with
permission [43]; Copyright 2019, Elsevier. Reprint with permission [49]; Copyright 2020, MDPL

Another study by the same group attempted to relate the characteristic features of
interest (FOI) to the evolution of the IC curve and the mechanism of aging [49]. The result
of this research also proved that the principle of aging is the same between full cell and coin
cell, which attributed to the original cells and the corresponding coin cells exhibited LLI at
room temperature while an increasing trend of active materials loss at high temperatures.
In Figure 3b,c, the three FOIs are studied for the IC analysis in coin cells. The general
trend of the FOIs by the separated aging mechanisms was also discussed by Berecibar
et al. [50]. They studied all the curves separately and considered independent parameters
and combinations of different parameters. According to their results, LLI and LAM in
negative and positive electrodes are exhibited, respectively. The values and the positions of
these peaks related to the state-of-health of the Li-ion coin cells as shown in Table 3.

Table 3. FOI general trends of different aging mechanisms [50].

FOI Attribute LLI LAMNEg LAMpg
Peak height
0 4Q/dU 0 steady 4
0 Position U T steady 1)
Peak height
1 4Q/dU J steady 4
1 Position U steady steady steady
Peak height
2 4Q/dU + T steady
2 Position U T N T
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2.2. Electrochemical Impedance Spectrum (EIS) Analysis

Electrochemical Impendence Spectrum (EIS) is a useful method to measure the degra-
dation level and the state-of-health without opening the batteries. The EIS is applied to the
open circuit as well as the stable DC polarization electrochemical system.

The EIS result is usually described by Nyquist plot, which involves the imaginary part
(y axis) and the real part (x axis) of the impedance of the cells. The internal impedance
of a cell is usually defined as a turning point at the low frequency area of EIS in a battery
management system [13,51,52]. Fitting the Nyquist plot to the LIB equivalent circuit
model allows for the modelling of battery dynamics [53-56]. Ry stands for the voltage
drops because of the conductivity dropping during aging, such as current collector, binder,
electrode and electrolyte electronic particles. R¢ stands for Ry, which refers to passivating
film resistance. The process of charge transfer and conduction through the passivation layer
should be considered as two sub-circuits consisting of pure resistors and pure capacitor
elements in parallel. Considering the complexity of the electrode-solution interface, EIS
was deconvoluted to the equivalent circuit shown in Figure 4, where the pure capacitance
element was replaced by the constant phase element.

(a) A
Z'I

Rggr and Cpgsr)

Rohm/-\

High frequencies Low frequencies Z

Figure 4. (a) Typical electrochemical impedance spectroscopy principal diagram and (b) Equivalent
circuit model of Lithium-ion battery.

Daniel et al. investigated the amplitude alternating current impedance which was
measured at the voltage of 3.72 V in Figure 5. They found that both cathode and anode
exhibit capacitive tail frequencies which are higher than 10 kHz, middle frequencies (from
1 kHz to 1 Hz) show a semi-circular arc and a diffusion tail at low frequencies lower than
1 Hz [36]. According to their study, the tail at high frequencies area is the result from the
interaction between the impedance analyzer and the electrochemical cell. The depression
of the semicircle in the mid frequency range may be due to simultaneous electrochemical
reactions on active particles inside the cells.

For coin cell, EIS has proven to be a strong technique for analyzing phenomena in
Li-ion battery. EIS spectroscopy in principle allows the separation and quantification of
several achievements to the whole cell impedance, such as charge transfer, diffusion, and
electrolyte resistance at the solid/electrolyte interface. To separate the influence from
anode and cathode, respectively, the reference electrode (RE) is introduced into the cell
system, and the impedance is measured between the working electrode (WE) and RE, as
well as between the counter electrode (CE) and RE. Locating the RE is not easy because
the EIS spectrum is distorted for a particular three-electrode battery configuration and
useful analysis of the data is difficult [57,58]. Two models were developed to simulate EIS
spectra by Delacourt et al., the 2D mathematical model and the equivalent circuit model
of button cell based on the finite-element method (FEM) [57,59]. Most of the simulations
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were performed using the FEM model, which is easier to be realized. The purpose of the
equivalent circuit is to simply elucidate the origin of the impedance distortion effect, while
preserving the basic characteristics of the 2D model.

! e amg | —%—F0s —0—Neg —a—Full —¢Sum - 24

4 o - '

_rﬁ.'):‘l KHZ ,,a’\'-'f_ 0.1 Hz — A
By 100 He e . | EI:}

L

—
L=2]

= Imaginary, {-cm?

= 4
=

T
_—y
M3

o

.

I T T T d T T - | T T T T D
0 4 B 2 16 20 24 28 3

Real, £2-cm?

Figure 5. Impedance data measured at 3.72 V, which is the full voltage. The illustration inserted
is an extended view of the respective electrode data [42]. Reprint with permission [42]; Copyright
2004, Elsevier.

It is worth mentioning that one special parameter of the EIS spectrum of the coin
cells from full cells is the reference electrode position. For different locations of RE, the
impedance spectra simulated using the FEM model are shown in Figure 6. In Figure 6b,
the impedance of WE and CE is tested relative to RE;4,. In addition, they are also tested
when relative to RE, which is shown in Figure 6c. The positioning of RE;4e, follows
Newman’s research [60], that is RE should be located between WE and CE and kept
far away from the hole in the CE (diaphragm thickness). The impedance spectrum of
Figure 6b is very consistent with the theoretical expectation that WE/ideal and CE/ideal
spectra are composed of semicircles which exhibited similar resistance and frequency of
~10,000 Hz and ~100 Hz. The position of the two semicircles is at the same high frequency,
corresponding to half of the impedance signal value between WE and CE, indicating that
the ideal location for RE is located between WE and CE electrodes. The situation is quite
different when the spectra and RE are measured (Figure 6¢). The CE/RE spectrum consists
of two twisted semicircles with characteristic frequencies of about 10,000 and 100 Hz. The
semicircle which is located in the high frequency may correspond to the “distortion” of the
WE signal. The WE/RE spectrum also includes capacitive contributions at high frequencies
(about 10,000 Hz) and “inductive” contributions at low frequencies.

In summary, for full cells, EIS spectrum can provide the equivalent circuit model of
the whole circuit. It is more specific when investigating half-cells, the measurements can
be achieved for cathode and anode separately, as a result of this, it is easier to distinguish
which part of the cells has more influence on the SOH of Li-ion cells.
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Figure 6. (a) Setup #1 with a hole in the CE of a three-electrode coin cell setup. Spectra are measured
vs. (b) REjgeq1 and (c) RE. [57]. Reprint with permission [57]; Copyright 2014, IOP Science.

2.3. Electrochemical Parameter-Based Methods

The electrochemical methods to investigate lithium-ion batteries are mainly divided
into the following parameters: the intercalation rate of lithium electrode, the diffusion
coefficient in the solid or liquid phase, and the change of resistance in the formation process
of solid electrolyte interphase layers (SEI) and so on. [21,22,30,31,61].

Rujian et al. observed that the side reactions and deposits appeared not only on the SEI
surface but also between the anode and separator [31]. On the basis of their investigations,
they proposed a model to represent Li-ion cells degradation by using the aspects as the
following: the volume fraction of the active anode accessible; the resistance of the SEI layers
and the deposition layer; the diffusion coefficient of the electrolyte. These characteristic
parameters are influenced by real experiments. They concluded that the degradation was
mainly caused by the deposition of anode side reaction via different methods including
SEM, XRD and XPS.

2.4. In Situ Operando Characterization

The degradation of battery performance is caused by both external factors (such
as temperature, stress, and charging-discharging method) and internal factors (such as
loss of lithium-ion, loss of active materials, and decomposition of electrolyte). Most of
the current SOH estimation methods treat batteries as a black box for empirical fitting,
overlooking the actual electrochemical meaning of the parameters. Therefore, an accurate
aging evaluation algorithm, i.e., in situ operando characterization, must be based on
comprehensive understanding of the internal aging mechanisms of Lithium-ion batteries.



Batteries 2022, 8, 72

90f23

0 PR
3 35 4 45

“oltage (V)

C

G f
- L

2

=25
5 2.0
1.5
1.0
0.5

Volt

1.85

Laisuo et al. have employed in operando energy dispersive X-ray diffraction (ED-XRD)
measurements to monitor the evolution of LiCoO; crystal structure during cycling [62].
The measurement process is illustrated in Figure 7a,b. The first charge-discharge cycle of
the pristine and Poly (3,4-ethylenedioxythiophene) (PEDOT)-coated LiCoO; electrode, and
the lower intensity is represented by blue, and the higher intensity is red. It is shown that
the structural evolutions are different between the two electrodes during cycling, which in
turn confirms that ED-XRD is a powerful technique to investigate the mechanical behavior
and the structure change of battery electrodes during cycling, and it can better explain
the capacity fading caused by changes in the internal structure during cycling without
destructive methods.

Time (h)

!
|
|

0 z " A
2 23 24 4.7 48 49 3 35 4 45 1385 2 23 24 47 48 49
d-space (Angstrom) Voltage (V) d-space (Angstrom)

P2 P3 P4

NS

100 200 300 400 500 600 700 800
Capacity (mAh/g)

Figure 7. The voltage profiles and the corresponding contour plots showing XRD peak evolution for
(a) pristine and (b) PEDOT-coated LiCoO; electrode during one cycle at C/2 with a cutoff voltage
at 4.5 V. (c) Discharge curve during the over-lithiation test. Five points (P1-P5) were selected to
show the respective TXM images [62,63]. Reprint with permission [62]; Copyright 2021, American
Chemical Society. Reprint with permission [63]; Copyright 2021, Elsevier.
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Operando transmission X-ray microscopy (TXM) has also been employed to visualize
the morphological evolution of the electrodes. Laisuo et al. monitored LiCoO; electrodes
during the over-lithiation test [63]. The discharge curve of LiCoO, electrodes at a C/2
rate is shown in Figure 7c. The images corresponding to five representative points on the
curve are displayed as P1-P5. It is shown that during the over-lithiation, LiCoO, particles
and agglomerates are broken and eventually pulverized. Overall, larger particles showed
stronger resistance to cracking, remained intact during most of the charging process and
only started to crack at the end of the over-lithiation process. On the other hand, small
particles fractured early. This example shows how in situ techniques help to improve
understanding of the electro-chemo-mechanical behavior of electrodes during cycling and
provides an easy way to estimate the SOH of lithium-ion batteries without destroying
the batteries.

3. Disassembly-Based Analysis

Post-mortem analysis is a method to realize research of aging mechanisms by observa-
tion and analyzation of internal materials in the aged batteries which was disassembled in
a particular environment (mostly in a glove box filled with inert gas). The first step of the
battery disassemble method is to make sure the environment is safe and not contaminated.
Several aspects should be paid attention to: (1) in order to avoid internal short circuits as
well as other factors which influenced safety during the opening process, non-destructive
testing techniques such as X-ray computed tomography should be used before opening
the battery, and X-rays should also be used to determine the optimal cutting position;
(2) disassembly should be carried out in a sealed well-operating environment which is
filled full of inert gas and appropriate humidity to make sure safe and non-polluting
disassembly. In general, it is common to use an argon-filled glove box; (3) avoid contact
between the internal components of the battery to avoid cross-contamination during battery
disassembly. Dimethyl carbonate, Diethyl carbonate or ethyl dimethyl carbonate are used
to wash the samples from the disassembled cells before analysis. On the basis of physical
and chemical analysis, the autopsy can be divided into morphological analysis, component
analysis and structural analysis.

3.1. Morphology Characterization

To measure the morphology of the electrode surface, optical microscopy, scanning
electron microscopy (SEM), transmission electron microscopy (TEM) as well as atomic
force microscopy (AFM) are widely employed to collect data under a variety of resolutions.
The comparison of the methods is shown in Table 4. At the micron-scale level, optical
microscopy is commonly used to focus on the surface which does not that high resolution
to detect things such as small breaks in the coating on electrode or electrode deformation.
Both SEM and TEM have high resolution and can be used measure the aging conditions of
active material particles on electrodes. Notably, SEM requires vacuum conditions during
the whole use. The working principle of SEM is to generate high-resolution images on
the surface of samples, the figures taken by SEM can be used to indicate the growth of
SEI layer, the shape and cracks of the particles and the depositions of the lithium metal
on the anodes. Comparing to SEM, TEM exhibits higher resolutions which is reflected
in morphology, crystallinity, stress and other detailed features of samples. For example,
the observation of CEI layer formation as aging percentage changing. Nevertheless, the
applications of TEM are limited due to the strict demands such as a dust-free environment,
the size of the samples, operation techniques and so on.

As shown in Figure 8, the morphology of the anode from the battery are obtained
by SEM method. Simolka et al. studied the influence of temperature on the industrial
produced LFP/C cell aging, which were cycled under the “worldwide harmonized light
vehicles test procedure” (WLTP) ageing profile, named AP;. Moreover, the cycling current
was doubled using another test profile (AP;) because they wanted to speed up the aging
process [64]. Compared with the fresh anode surface, the surface of the anode had some



Batteries 2022, 8, 72

11 0f 23

distinct changes, but at the same temperature shows a similar appearance. The surface of
the new anode at the BOL shows sheets of graphite with little covering (illustrations in
Figure 8a,b). The boundaries of the graphite sheets can be seen clearly. It is worth noting
that the anode surface undergoes a DMC cleaning. Therefore, any unstable surface layer
will be removed. The anode surface of the battery aged at 55 °C has complete coverage
of the surface layer (illustrated in Figure 8c—e). One of the main reasons for the decline in
capacity is LLI. Furthermore, no surface morphological differences were observed between
50% and 100% DOD cycles in Figure 8c,d. Aging at —20 °C does not produce a thick surface
layer because it appeared at the anode aged at 55 °C. Moreover, the graphite sheet coating
exhibits characteristics similar to those of a fresh anode (Figure 8f). Similarly, Meinert et al.
also employed laser microscopy to measure the surface morphology of the anode of the
commercial LFP/Graphite battery between varieties of SOC state [65].

Table 4. Comparison of different morphology characterization methods.

Methods Advantages Disadvantages

The apparatus is simple and

SEM . .
convenient for operation

Only used in vacuum

Strict cleanliness requirements
TEM Higher resolution for the operation and
expensive costs

Results can be easily

Detailed results and specific influenced by environment
AFM . . L
area can be investigated and the situation of
instrument

aged 55°C aged -20°C

..— . 50%DOD

SEI )

& Graphite
Copper x 9 ¢ »
® LiF —. ... 100% DOD | — _ 100% DOD
fresh 55°C

a2 252

Figure 8. SEM images of the anodes which opened from aged cells via different aging profiles:
(a) fresh cell; (c) 50% depth of discharge (DOD); (d) 100% DOD using AP; at 55 °C; (f) 50% DOD;
(g) 100% DOD using AP, at —20 °C; (b,e,h) show the fresh anode and the anode from cells aged at
55 °C and —20 °C, respectively [64].



Batteries 2022, 8, 72

12 0f 23

Although the average anodic potential is within the safe range relative to lithium
plating, this may explain measurements of batteries aged between 45% and 55% SOC at 1C.
Figure 9c highlights the area covered by a thick covering layer of one cell. In the related
laser microscope image in Figure 10, the structural details of the graphite particles cannot
be identified, but rather a thick coating can be seen. In summary, laser microscope are
easily employed to investigating the morphology of cells surface, on the other hand, it
cannot exhibit the detailed structure and high-resolution figures which require SEM and
TEM to assist.

®) (©)

top
(100mm)

bottom
(Omm)

Figure 9. Optical microscope images of the aged cells: (a) photo of the anode; (b) laser microscope
images; (c) SEM images [65]. Reprint with permission [65]; Copyright 2017, Elsevier.

TEM is commonly used for measuring the morphological changes of the active ma-
terials on cathode, as well as the plane and lattice. In order to obtain the alteration on
the surface and also inside the particle, high resolution transmission electron microscopy
(HRTEM) is employed. For example, TEM was carried out on BOL and the cathode ma-
terials were cycled at high rates by Michael et al. [66]. The individual original particles
of active substance were studied. The electron diffraction pattern of the LiMn,O4 (LMO)
primary particles from the BOL materials in the direction of [110]c (c: cubic symmetry) is
illustrated in Figure 11a. As can be seen from the high-resolution TEM (HRTEM) image
(Figure 11g), the LMO does not show any defective areas. Figure 11b is also an electron
diffraction pattern, which represented the original particle of BOL material. Since BOL cells
have been through at least 100 cycles, the morphological changes that appear can also be
attributed to these cycles. TEM technology is a powerful method to measure both structure
and morphology at the same time, especially for distinguishing different cathode active
materials, which can provide great contribution.

Since AFM has become a functional tool to examine the topography as well as the
roughness and the elastic performance by Young’s modulus, the anode surfaces were
investigated surfaces by using AFM attracted researchers’ interests. In Figure 12, images of
the height as well as peak force error (PFE) of the anode surface is shown [64]. The fresh
anode shows a smooth and flat graphite anode surface in both height and PFE images
(Figure 12a,b). It is simply found that in the illustration of the PFE image, the side length
is 5.1 pm. In the conductivity study, a bias voltage of 3.0 V was applied between tip and
sample. While conductive regions were observed on a fresh anode, no conductivity was
detected on aged samples. Therefore, smooth and flat surface together with measurable
electrical conductivity of graphite sheets indicate that the SEI on fresh anode after cleaning
is very thin or non-existent. In Figure 13, several agglomerates were observed on the
cathode, and the formation could be attributed to continuous lithiation and delithiation.
The lack of conductivity of the agglomerates implies disconnection to the electrode and loss
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of active materials. In addition, this suggested that at the beginning of the characterization
cycle, the SEI film has not formed yet. In addition to the height and PEF images obtained
from AFM, it can also be used to investigate in situ research, such as observation of SEI
layer formation while cycling. Furthermore, the roughness of surface after aging is easily
measured by AFM as well.

Color Laser

Fresh 100% SOC Fresh 0% SOC

Aged 0% SOC

Figure 10. Laser microscope images of (a) a fresh cell at 0% SOC; (b) a fresh cell at 100% SOC; (c) an
aged cell at 1C and 10% DOD, which can be observed covering a thick layer [65]. Reprint with
permission [65]; Copyright 2017, Elsevier.



Batteries 2022, 8, 72 14 of 23

Figure 11. Diffraction pattern from changing materials of BOL cathodes: (a) LMO; (b) LiNig 5
Cop2Mny 30, (NCM); (c) LiNig gCop 15Alp 0502 (NCA). Diffraction patterns from cathode which were
aging using high rates at 40 °C (HR40): (d) LMO; (e) NCM; (f) NCA. HRTEM images: (g) LMO;
(h) NCM; (i) NCA and under HR40 condition: (j) LMO; (k) NCM; (1) NCA [66]. Reprint with
permission [66]; Copyright 2016, Elsevier.
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Figure 12. The height images are on the top and PEF images on the bottom: (a,b) fresh anode; (c,d) cell
aged at 55 °C using AP, 50% DOD; (e f) cell aged at —20 °C using AP,, 50% DOD; (g,h) cell aged at
—20 °C using APy, 100% DOD. The blue circles emphasize the flat graphite, and the red arrows are
using to present Li plating [64].
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Figure 13. Topography (a—i) and the average current magnitude (b—j) of the cathodes [64].

3.2. Composition Characterization

Compositional analysis involves defining the composition of elements, the dispersion
of element concentrations and the chemical valence on the elements on surface and inside.
The methods to investigate the composition of lithium-ion batteries are usually the uti-
lization of energy dispersive X-ray spectroscopy (EDX), X-ray photoelectron spectroscopy
(XPS) and inductively coupled plasma-optical emission spectrometer (ICP-OES), shortened
to ICP.

Since elements from the cathode will dissolve in electrolyte and also transfer to anode
surface, EDX measurements is usually used to measure anode. As mentioned in Section 3.1,
Simolka et al. found that in the same aging profile, the anode surface under 50% DOD
shows higher Phosphorous content than that under 100% DOD, which is shown in Fig-
ure 14 [56]. The well-known explanation is that higher SOC cycles lead to more significant
SEI generation [67-69] than lower SOC cycles. At a 50% DOD cycle, the battery has a higher
SOC range (compared to 100% DOD), a longer duration, and more electrolyte decomposi-
tions. In addition, the number of cycling cycles is quite different between changing DOD.
The more latent cycles under 50% DOD, the thicker SEI and the more Li consumed during
aging. The P and O on the surface of the aging anode at —20 °C increase to a similar extent
even if the SEI is not obvious in observations of SEM and AFM. This is because the coated
Li has reaction with the electrolyte to form a breakdown product on an anode aged at
—20 °C, even if the graphite surface flake is not completely covered at 55 °C.
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Figure 14. EDX analysis on anode surfaces [64].

In order to study the interface changes between anode and electrolyte, SEI film, the
surface of the anode is commonly measured by XPS. Michael Lang et al. investigated the F
1s, C 1s and Li 1s photoelectron spectra and subtracted the background, then normalized
all spectra. The corresponding chemicals of the XPS peaks are shown in Table 5 [70].

Table 5. The assignment of the XPS peaks [70].

Orbital of Elements Binding Energy (eV) Chemicals
Lil 55.1 Li,CO3, LiF [69]
118 57.5 LiPFq [69]
284.1 Graphite [71]
285.0 C-H[71]
c1 286.6 C-O[71]
S 288.7 O-C=0[71]
290.8 CF, [71]
292.8 CF5 [71]
684.8 LiF [72]
F1s 686.8 LixPFyO,, LiPFs [72]
689.1 PVdF [73]

Li;CO3 and LiF are the main chemicals generated from the decomposition of LiPF,
which is the electrolyte salt. Although Li;CO3 was formed as a component of SEI layer
during the first few cycles of battery formation, LiF was formed as a result of the breakdown
of conductive salts during battery circulation or storage [74]. Furthermore, metastable
portions of the SEI layer (such as lithium alkyl carbonates (RO-CO,Li)) will decompose
into LipCOj3 at high temperatures [75]. In addition, they found that the components were
decomposition products of the electrolyte, the changes in SEI layers can be attributed to
aging and the degradation level appeared to be much higher in the slow rate cycled cell.

XPS study are becoming more common in the field of post-mortem analysis of lithium-
ion batteries. Michael et al. employed argon sputter depth profiling and XPS together to
determine the relative SEI thickness [66]. They found there were more obvious changes
when increasing the temperature rather than cycling rates which is shown in Figure 15. It
is consistent with the effect of high cycle rates on SEI formation, as Wang and others have
pointed out [76]. It is found that the cycle with a higher rate has a weaker influence on
the growth of SEI, while the cycle at higher temperature has a stronger influence on the
thickness of SEL
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Figure 15. The spectra of F 1s from: (a) BoL; (b) HR40; (c) comparison in all anodes. The spectra of C
1s with argon sputter under variety times: (d) BoL; (e) HR40 anodes; (f) figure of SEI mass content
related to argon etch time; (g) SEI thicknesses compared to BoL; (h) Manganese elements distribution
depth in the LR25 and LR40 samples [66]. Reprint with permission [66]; Copyright 2016, Elsevier.

In the work of Mariyam et al., they used ICP-OES to measure the composition of cells at
BOL, aged using low rates at 25 °C (LR25), and high rates at 40 °C (HR40), respectively [77].
They used ICP-OES to quantify the capacity loss of the cathode to measure lithium element
concentration by ICP-OES. In Figure 16, the relationship between the weight percentage
of lithium in these cathodes and the voltage is represented. It is clear from the diagram
that the amount of active lithium in the fatigue cathode decreases comparing to the lithium
in the cathode of BOL condition. In the constant voltage step, large amounts of lithium
insertion still occur on the fatigued cathode/extracted from the cathode.

Based on the composition analysis, a clear path to study inside the Li-ion batteries has
been investigated excluding morphology characterization. It is now easier to understand
the internal reactions when Li-ion batteries age, discover the reasons why capacity fades at
the micro level related to degradation mechanisms and gain a comprehensive understand-
ing of inside the battery aging mechanisms with both composition and structure analysis.

3.3. Structure Characterization

The purpose of structure characterization is mainly to determine the crystal structure,
for instance, the distribution of atoms, the size and orientation of crystals which are
composed to materials.

X-ray diffraction (XRD) is commonly used to determine the structure of the materials
by positions and peaks via chemical characteristics [78]. In the spectra for Li-ion batteries,
the strength and number of XRD peaks represent the degradation level of the electrode,
while reflecting the formation of SEI films as well as lattice parameters of the active
materials. Multiple methods are often together needed to fully study on the performance
of aging, which can help to obtain a better understanding of aging mechanisms.
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Figure 16. Lithium concentration measure by ICP-OES [77].

Kenza et al. have investigated the thermodynamic behavior of anode and lithium
cobalt oxide (LCO) cathode-based lithium-ion battery and the evolution of the crystal
structure of the electrode material after high voltage charging between the cutoff voltages
(COV) of 4.2V and 4.9 V [79]. They found that the entropy and enthalpy distributions are
significantly different for the COV applied. Those phenomena are well correlated with
the crystal structure degradation of the anode and cathode, as confirmed by XRD. As
shown in Figure 17a, a complete XRD of the LCO cathode material under different COV
was measured. In Figure 17b,c, the diffraction angle regions with peaks 003 and 104 are
magnified, respectively. Moreover, the two corresponding narrow peaks which located at
18.9° and 45.25° of the “Fresh cell” in Figure 17b,c related to the 003 and 104 peaks of the
fully lithium LCO, respectively. With the increase in COV, the peaks 003 and 104 moved
toward a smaller angle and became wider at the 20 angle. This shift in peak position is due
to the residual lithium vacancy in Li;.xCoO;. In fact, when the lithium content in Li;.,CoO,
is extracted from LCO (0 < x < 0.5), the C parameters of hexagonal phase increase [80-82].
Another notable feature is that for COV > 4.7V, the 003 peak is split into two peaks. This
may be related to the increasing disordered phases involving the mixing of Li and Co
cations [82,83]. Figure 17d shows the evolution of the peak strength ratio Ijp4/Ipp3 with
COV [84]. The latter ratio increases with COV, which indicates that the mixing rate of Li
and Co cations increases with the increase in cathodic overcharge aging. Additionally, in
Mariyam’s research, they employed in situ XRD to quantify the capacity loss in blended
cathode [77]. In summary, XRD measurements can be used as a new research tool to
estimate the degradation level of electrode materials to diagnose battery health.
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Figure 17. XRD patterns of LiCoO, before and after overcharge: (a) full pattern, (b) in the (003);
(c) (104) peak area; (d) COV dependence of peak strength ration of Ijp4/003 [79]. Reprint with
permission [79]; Copyright 2013, Elsevier.

4. Challenges and Future Perspectives

This article summarizes the recent diagnostic methods for lithium-ion battery aging.
Two main methods are generally used for estimating the SOH of Li-ion batteries, namely, ex-
post analysis based on disassembly and curve-based analysis. In order to develop advanced
diagnostic methods, a balance should be made between accuracy and feasibility, especially
in practical productions and applications. This work provides the combination of these two
methods and produces the principle diagnostic method between full cells and coin cells
(half cells). Comparing to full cells, coin cells are easier and safer to manipulate, the results
can also be substantiated because of multiple investigations occurring at the same time. In
addition, electrochemical analysis associated with post-mortem characterization make the
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comprehensive understanding of the aging mechanisms and estimation of degradation of
Li-ion batteries in both macroscopic scale and microscopic scale.

Because of the growing cross-disciplinary contribution, multiple diagnosis methods
are widely popular among research in Li-ion batteries field, and this trend is a promising
direction for modifying the manufacture of Li-ion batteries and estimating the lifetime of
batteries using in practical applications. However, some challenges remain, for instance,
inconsistent testing parameters via different equipment, unrealistic data collection, as well
as difficulties establishing well corresponded models of estimation for lifetime of Li-ion
batteries between large amounts of data. In summary, further research and much more
effort still required in future investigations of Li-ion batteries.
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