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Abstract: LiFePOy (LFP) batteries are well known for their long cycle life. However, there are many
reports of significant capacity degradation in LFP battery packs after only three to five years of oper-
ation. This study assesses the second-life potential of commercial LFP batteries retired from electric
vehicles (EVs) by evaluating their aging characteristics at the cell and module levels. Four LEP cells
and four modules were subjected to aging tests under various conditions. The results indicate that
LFP cells exhibit long life cycles with gradual capacity degradation and a minimal internal resistance
increase. Module-level analysis reveals significant balance issues impacting capacity recovery. In-
cremental capacity analysis (ICA) and post-mortem analysis identify the loss of active materials and
lithium inventory as key aging mechanisms. This study provides the optimal working conditions of
second-life LFP batteries and suggests that, with proper balancing systems, LFP batteries can achieve
extended second-life use in stationary energy storage applications, emphasizing the importance of
effective balance management for sustainable battery utilization.
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1. Introduction

The adoption of electric vehicles (EVs) has surged in recent years. In 2023, over 14 mil-
lion EVs and plug-in hybrid vehicles (PHEVs) were sold worldwide, capturing 16% of the
total vehicle market. Predictions indicate that EV and PHEV sales will reach 60 million
units by 2035 [1]. Consequently, tens of millions of EV battery packs, totaling hundreds of
gigawatt-hours, will be decommissioned annually after serving 8 to 15 years [2—4]. Utiliz-
ing these retired batteries for second-life applications is considered the most cost-effective
and environmentally sustainable option compared to direct material recycling [5,6].

LiFePO, (LFP) batteries are widely used for EV and battery energy storage system
(BESS) applications due to their high-power capabilities [7], low fire risks [8], low cost,
and long cycle life [9]. Compared to Li-NCM batteries, which suffer from aging knee is-
sues [10,11], LFP batteries’ capacity fading is generally mild, following an approximatively
linear pattern at room temperature [12], and the positive electrodes usually do not exhibit
a significant decline under moderate ambient temperatures [13].

Various studies have investigated LFP batteries. In ref. [14], a cycle aging study on
a commercial LEP cell investigated the influence of the temperature, C-rate, depth of dis-
charge (DoD), and state of charge (S0C) on the capacity and impedance degradation. The
findings highlighted the significant impact of the DoD and SoC in terms of capacity reduc-
tion and a resistance increase, while the C-rate had a minimal effect. Some works have
studied the aging mechanisms of LFP batteries [15,16]. Jiang et al. [17] used incremental
capacity analysis (ICA) and IC peak area analysis to identify the aging modes. They found
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a consistent aging pattern across all batteries studied, characterized by a loss of lithium in-
ventory and active materials on the negative electrodes. Some post-mortem analyses have
been conducted to further verify the aging mechanisms of LFP batteries [18]. In ref. [19],
macroscopic and microscopic techniques were used to identify the aging phenomenon oc-
curring in the cell on the positive and negative electrodes. The results showed a stable pos-
itive LFP electrode but significant deposits and cracking on the negative electrode. Zhu
et al. [20] investigated commercial 100 Ah prismatic graphite/LiFePO, batteries cycled un-
der 45 °C and found that electrolyte loss due to the enhanced evolution of the solid elec-
trolyte interface (SEI) film resulted in the loss of the lithium inventory. They observed
that larger LFP particles are prone to fracturing and that Fe deposition accelerates SEI film
formation, which blocks graphite layers and impedes lithium intercalation.

Despite the long life cycles of LFP batteries at the cell level, there have been many
reports of LFP battery packs in EVs or BESSs retiring earlier than expected, usually due
to balance issues [21,22]. Ramirez-Meyers et al. [22] found significant variations and mis-
matches in the SoH within the modules of used HEV packs, rendering them unsuitable for
reuse. Jiang et al. [23] discovered that LFP battery module parameter dispersion increases
with battery aging, and SoC imbalance is the main factor contributing to capacity fading
in the battery pack.

To study retired LFP batteries and evaluate their second-life value, a study is carried
out at both the cell and module levels. The aging characteristics of LFP battery cells under
various working conditions are investigated, and the aging mechanisms are revealed by
different methods. The health conditions of LFP battery modules are analyzed in terms
of their capacity, impedance, balance state, and consistency. Based on the analysis, we
provide a comprehensive evaluation of the second-life use of LFP batteries and clarify the
prospects for the second-life utilization of LFP batteries with a proper balance system.

The remainder of this paper is organized as follows. In Section 2, the battery cell
and module test are introduced. Section 3 analyzes the battery cell aging characteristics,
module health conditions, second-life evaluation, recommended second-life working con-
ditions, etc. In Section 4, the battery post-mortem analysis is demonstrated. Conclusions
are drawn in Section 5.

2. Experimental Description
2.1. Description of Experimental Procedures with LEP Battery Cells

This study utilizes LFP battery cells manufactured by China Aviation Lithium Battery
Co., Ltd. (CALB, Luoyang, China). The main specifications of the CALB LFP batteries are
detailed in Table 1 [24]. Four battery cells were collected for this study, and their initial
conditions are summarized in Table 2. Cells 01 and 02 were new. According to initial tests,
the actual capacity of the new cells was 107 Ah, which was used as the nominal capacity
instead of the labeled 100 Ah. Cells 03 and 04 were retired from electric forklifts after four
years of service.

Table 1. Specifications of the CALB LFP batteries.

Parameter Value
Nominal Capacity 100 Ah@0.3C
Nominal Voltage 32V
Charge (CC-CV) 1C/3.65V
Charging Time Standard: 4 h

ging Quick charging: 1h
Discharge 2CR25V
Recommended SoC Window 10-90%
Charge Temperature 0-45°C
Discharge Temperature 0-55°C
Internal Resistance <0.9 mQ)
Weight 3.4kg
Cell Packaging Type Prismatic
Dimensions 142 mm x 67 mm x 219 mm

Energy Density 100 Wh/kg
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Table 2. Initial conditions and test dates of CALB LFP battery cells.

Cell Number Imtla}[f}ell)p acity SoC Initial Capacity Test Date Cycling Test Start Date
Cell 01 107.2 100.2% September 2020
Cell 02 107.1 100.1% July 2020 March 2022
Cell 03 95.0 88.8% y September 2020
Cell 04 94.6 88.4% September 2020

The battery test system shown in Figure 1 was used to conduct accelerated cycling
tests on the LFP batteries. A Chroma 17010 battery cell tester, with 24 channels, was em-
ployed for the battery aging experiments. Each channel operated within a voltage range
of 0 V to 5 V, with a maximum current capacity of 100 A. For testing under varying tem-
perature conditions, a CSZ Plus 8 chamber was used for high temperatures, while a THER-
MOTRON thermal chamber was utilized for low-temperature tests.

(a) Chroma 17020 (b) Chroma 17010 THERMOTRON
Pack Tester

Cell Tester Thermal Chamber

Yill

Power Cable o 22°C~25°C

Figure 1. Battery test system: (a) battery pack tester; (b) The Chinese characters ("Fi# ) in the
figure stand for CALB.

To study the aging characteristics of the LFP batteries during second-life use, the work-
ing voltage range was downscaled from 2.0 V~3.65 V to 2.8 V~3.60 V. The aging tests were
divided into different groups, each with different working conditions. In the initial stage,
all battery cells were cycled between 3.10 V and 3.45 V. The charge current was 60 A, and
the discharge current was 95 to 100 A. In the following stages, the cycling range was ad-
justed to different levels, such as 2.80 V to 3.45V, 2.80 V to 3.60 V, etc. The current was
also varied in the different stages to study its effect on battery degradation. All battery
cells were tested at room temperature (23 °C), except Cell 03, which was tested at a high
temperature for some time. The test conditions used in the aging tests were selected based
on common operating conditions for LFP batteries in electric vehicles and energy storage
systems. The cycling test start dates for all battery cells are given in Table 2. Cell 02 rested
for 1.5 years before the cycling aging test.

Figure 2 presents the aging test data for Cell 03 across various stages. Each stage in-
cluded 55 aging cycles under specific conditions, followed by 5 characteristic test cycles,
which were used to assess the battery capacity and impedance. Data during cycling were
captured at 5 s intervals. The characteristic tests, performed at room temperature, con-
sisted of a 0.2 C capacity test, two 0.5 C capacity tests, and a hybrid pulse power charac-
terization (HPPC) test to determine the battery impedance. When aging cycles occurred at
high temperatures, the thermal chamber was set to 23 °C and allowed to stabilize for eight
hours before conducting the characteristic tests. The test conditions remained consistent
within each stage to ensure the reliable evaluation of the battery parameters but were ad-
justed between stages to account for significant changes in capacity and impedance. The
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0.2 C capacity from 2.80 V to 3.55 V was considered the cell’s capacity, and the HPPC test
data were recorded at 1 s intervals for the battery parameter analysis.
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Figure 2. CALB battery cell aging test data. (a) Cell 03 after 540 cycles; (b) Cell 03 after 5460 cycles;
(c) Cell 03 after 9240 cycles.

2.2. Description of Experimental Procedures with LFP Battery Modules

The LFP battery modules used in this study were sourced from BYD. Four retired
battery modules were collected for the study. After around four to five years of service in
California, USA, these battery modules were retired from BYD K9M electric buses. Mod-
ules 01 and 02 came from the same vehicle, with a configuration of 1P125. Modules 03 and
04 were from another vehicle, with a configuration of 1P8S. The main specifications of the
BYD LFP batteries are detailed in Table 3.
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Table 3. Specifications of the BYD LFP batteries.

Parameter Value
Nominal Capacity 270 Ah
Voltage Range 2.8-3.8 V (3.2 V Nominal)
Module Weight 59.5 kg
Cell Packaging Type Prismatic
Dimensions 415 mm x 60 mm x 145 mm
Energy Density 116 Wh/kg
Charge Current Standard:100 A; Max: 200 A @25 °C
Discharge Current Standard: 200 A

To evaluate the SoH of the retired BYD battery modules in terms of the module capac-
ity, cell capacity distribution, and internal resistance, the following tests were designed.

(1) A battery module test system was used to test the battery modules and obtain their
capacities. The internal resistances of the cells were calculated afterward.

(2) A battery cell tester was used to obtain the cells’ capacities within the module. Then,
all cells were fully charged to have the modules achieve a top-balanced state.

(3) The modules’ capacities were tested again after balancing.

The battery cell test system was the same as the one used for the CALB cell testing.
The module test system, shown in Figure 1, consisted of a Chroma 62024P-80-60 DC power
supply, a Chroma 63203 DC electric load, a dSpace AutoBox as the main controller, and a
BMS to measure the battery cell voltage and temperatures.

2.3. Battery Impedance Calculation

The 1-RC equivalent circuit model was applied to calculate the battery parameters [25,26].
This model comprises a voltage source represented by an open circuit voltage (OCV)-Ah
curve, along with an ohmic resistance Ry and an RC network that includes diffusion resis-
tance Ry and capacitor C;. The battery impedance is characterized by the parameters Ry
and R;. The 1-RC model is structured as follows:

B (1)
Ut = Upc — U1 — 1Ry

T, 1 1
{ U1 - _EU] + Glt
where U represents the voltage across the RC network, I; denotes the load current, Ugc is
the OCV, and U refers to the terminal voltage. Its discrete-time format can be expressed as

U1 = exp( — At/R1Cq) x Uy + [1 — exp( — At/R1Cy)] X It Ry
Uy = Upc — U — I1Rg (2)
D1 = exp( - At/R1C1)

where k indicates the step, At represents the time interval (1 s in this study), U; j+ is the
voltage U; at time step k + 1, Iy is the current I; at time step k, and D is the time constant.

The model input is I; while the output is U;. Both the input and output are measurable
in the physical system. The parameters Upc, Ry, Ry, and D; are unknown. The particle
swarm optimization (PSO) algorithm is employed to estimate these parameters using the
HPPC data. The specifics of the algorithm are detailed in references [10,27] and not re-
peated here.

3. Results and Discussion
3.1. CALB Battery Cell Aging Test Results
3.1.1. Aging Speed Analysis
Figure 3a—d present the aging trajectories of Cells 01 to 04, including the capacity and

internal resistance versus test cycles and full equivalent cycles (FECs). The FEC is defined
as the total discharge throughput capacity scaled by the battery’s nominal capacity. Retired
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Cells 03 and 04 have completed over 11,000 test cycles under varying conditions, with
average aging rates of 3.41% and 2.56% per 1000 cycles, respectively. This is equivalent to
32 years of actual operation at one cycle a day. In terms of the FECs, Cells 03 and 04 could
complete 7000 cycles. New Cell 01 lost 33.3% of its capacity after 10,390 cycles (8000 FECs),
with an average aging rate of 3.275% per 1000 cycles, while Cell 02 lost 19.83% of its capacity
within 4510 cycles, with the highest aging rate of 4.397% per 1000 cycles. The initial and
final capacities of the four cells are summarized in Table 4. It is evident that LFP battery
cells have very long life cycles.

Table 4. Battery cell statistics at the start and end of the aging tests.

Cell Number 01 02 03 04
Initial capacity (Ah) 107.1 (100%) 104.48 (97.64%) 95.0 (88.79%) 94.6 (88.41%)
Final capacity (Ah) 70.69 (66.7%) 83.26 (77.81%) 51.45 (48.08%) 62.53 (58.44%)
Testing cycles 10,390 4510 11,930 11,710
Average aging speed per 1000 cycles 3.275% 4.397% 3.412% 2.560%

Battery Cells 03 and 04 operated for four years before retiring. The estimated first-
life cycle count was 1200. Based on their capacity at retirement, the estimated aging rate
during first-life use was 9.58% per 1000 cycles. In the aging test, new Cells 01 and 02 were
cycled under conditions that mimicked the first-life use of Cells 03 and 04. Their capacity
degraded to the initial capacity of Cells 03 and 04 after approximately 1400 cycles. The
first-life aging rate in the laboratory test was similar to that in real-world conditions.

Figure 4 presents the working conditions and aging speeds during the aging cycling
tests. It is observed that the aging speed is faster at the beginning of the test and then
slows down gradually. For example, the aging speed of Cell 01 decreases significantly
after 3000 cycles. Even though the discharge cutoff voltage decreases from 3.10 V t0 2.80 V
during this period, the aging speed does not change. However, a lower discharge cutoff
voltage, such as 2.6 V between 5100 and 5700 cycles and 2.5 V between 8400 and 8760 cycles,
causes a slight increase in the aging speed. However, increasing the charge cutoff voltage
within 3.60 V does not contribute to an accelerated aging speed. Similar aging behaviors
are observed in Cells 03 and 04. After 3840 cycles, although the discharge cutoff voltage of
Cell 3 decreases from 3.10 V to 2.80 V, the aging speed remains near zero. However, alower
discharge cutoff voltage, such as 2.60 V from 6420 to 7080 cycles and 2.0 V from 10,030 to
10,570 cycles, raises the aging speed. The effect of the charge and discharge current on
the aging speed is less evident from the testing results. The testing temperature for Cells
01, 02, and 04 was always 23 °C, while the temperature of Cell 03 was raised from 45 °C
to 55 °C between 9680 and 10,160 cycles. The high temperature caused a increase in the
aging speed (about 15.5% per 1000 cycles), after which an aging knee occurred. Cells 03
and 04 degraded faster when their capacity dropped to 65% of the nominal capacity after
about 10,000 aging cycles. Even with the cycling current reduced to 30 A, the trend did
not change.
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Figure 3. Battery aging test results: (a) capacity trajectories versus test cycles; (b) capacity trajec-
tories versus full equivalent cycles; (c) internal resistance trajectories versus test cycles; (d) internal
resistance trajectories versus full equivalent cycles. (e) Correlation between capacity and internal re-
sistance Ry (The cross represents the abnormalities of Cells 02 and 03 in the first 1000 to 2000 cycles.);
(f) correlation between capacity and internal resistance R;. The dotted lines in (a,b) indicate the ini-
tial capacity level of retired Cells 03 and 04. The solid line in (¢,d) are the internal resistance Ry while
the dotted line in (c,d) represents R;.
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Figure 4. Battery cycling conditions, capacity trajectories, and aging speeds: (a) Cell 01, (b) Cell 02,
(c) Cell 03, (d) Cell 04.

3.1.2. Internal Resistance Analysis

The internal resistance of the battery cells remains consistently low over 10,000 cycles.
Rp ranges between 0.5 m(2 and 0.6 m(}, and R; is around 0.36 m(). The internal resistance
starts to increase after 10,000 cycles. The internal resistances of Cells 02 and 03 show an
abnormal increase in the first 1000 to 2000 cycles and return to normal levels afterward. Fig-
ure 3e,f show the correlation between the impedance and capacity. The impedances of the
batteries do not show a noticeable increase until 60% SoH. After this, the battery impedance
increases drastically with the capacity degradation. The cross marks in Figure 3e indicate
the abnormalities of Cells 02 and 03 in the first 1000 to 2000 cycles.

Low internal resistance ensures good power performance. CALB LFP batteries have
Coulomb efficiency of nearly 100%, and the round-trip energy efficiency is about 94% to
95% at 0.6 C charging and 1 C discharge currents. The energy efficiency can be increased
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to 98% at a 0.2 C current. The energy efficiency does not change across 10,000 aging cycles
because of the lack of increase in the internal resistance.

3.1.3. Incremental Capacity Analysis (ICA) to Identify Aging Modes

Incremental capacity analysis (ICA) is a useful tool in identifying battery degradation
modes [28,29]. Figure 5 illustrates the dQ/dV curves for Cells 01, 02, and 03, where three
distinct peaks are visible. The changes in the intensity and position of these peaks sug-
gest different degradation mechanisms, such as the loss of lithium inventory (LLI), loss of
active material (LAM) at the negative electrode (NE), and LAM at the positive electrode
(PE) [30,31].
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Figure 5. ICA analysis: (a,d,g) dQ/dV curves of battery Cells 01, 02, and 03 (black curves represent
the start cycle, red curves represent the end cycle, and blue curves fade as the number of cycles
increases). (b,e,h) Peak intensities versus cycle numbers for Cells 01, 02, and 03. (c,f,i) Peak positions
versus cycle numbers for Cells 01, 02, and 03.
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For new Cells 01 and 02, Peaks 1 and 2 decrease monotonously throughout cycling,
implying that a combination of LAM at the NE and LLI causes the capacity to fade. The
intensity of Peak 3 grows to a maximum in the first 400 to 500 cycles and then drops rapidly
in a linear manner. This is because the LAM at the NE makes the excess relative capacity of
the NE available for intercalation [32]. As the LAM at the NE increases, the NE eventually
reaches a point where its relative capacity is entirely within the range of the PE. Conse-
quently, Peak 3 stops growing and decreases rapidly. The positions of all three peaks have
a similar trend to the internal resistance. Especially for Cell 02, the significant increase in
internal resistance in the first 2000 cycles causes the peaks to shift toward higher voltages.
No LAM at the PE is inferred from ICA.

For Cell 03, as a retired battery, its Peak 3 does not increase initially but decreases
linearly and rapidly until it disappears. The disappearance of Peak 3 coincides with the
onset of a slow change in the intensity of Peak 2, implying an adequate lithium inventory.
However, the high temperature between 9680 and 10,160 cycles destabilizes the SEI film
on graphite, and the film continuously breaks down and reforms, contributing to LLI and
a rapid capacity decline after 10,000 cycles [33,34]. Moreover, the shift in Peak 1 indicates
that the LLI is accompanied by the LAM of the PE.

3.2. BYD Battery Module Test Results
3.2.1. Module Capacity before and after Balancing

Figure 6 presents the capacities of the four modules before and after balancing. The
initial capacities of the four battery modules are 68.2%, 67.3%, 53.9%, and 53.4%, respec-
tively. We assume that the estimated cycle number of the batteries in their first-life use is
approximately 1800 (5 years x 365 cycles/year), and the battery cell capacity degradation
speed ranges between 8.5% and 15.8% per 1000 cycles.

Before Balance Top Balanced
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Figure 6. BYD battery module test comparison before and after balancing.
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Through the balancing process, their capacities are recovered by 3.6%, 10.1%, 25.5%,
and 27.3%, respectively. When breaking down the capacity loss, Modules 03 and 04 ex-
hibit more severe balance issues upon retirement compared to Modules 01 and 02. Module
01 lost 31.8% of its capacity, with 28.2% due to battery cell degradation and 3.6% due to
balance issues. Module 02 lost 32.7% of its capacity, with 22.6% due to battery cell degra-
dation and 10.1% due to balance issues. Module 03 lost 46.1% of its capacity, with 20.6%
due to battery cell degradation and 25.5% due to balance issues. Module 04 lost 46.6% of
its capacity, with 19.3% due to battery cell degradation and 27.3% due to balance issues.

Although the BYD BMS is equipped with a passive balance system, Modules 03 and
04 still exhibited severe balance issues, suggesting that the passive balance system cannot
effectively balance the LFP battery pack. In other words, with an effective balance system,
the capacities of Modules 03 and 04 could be recovered to about 80%, allowing the battery
pack to function for three more years before the capacity drops to 70%.

3.2.2. Analysis of Cell Health Conditions

Figure 7 shows the distribution of the cell capacity, voltage, ohmic resistance Ry, and
diffusion resistance Ry in each module. The values of Ry and R; at about 35% SoC are used
for comparison. The maximum and minimum cell capacities and Rq values are listed in
Table 5. Because the internal resistance of the new BYD battery is unknown, the lowest Ry
and R; of all of the battery cells, 0.24 m(), is considered the benchmark for comparison.

Module01 Module02 Module03 Module04
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Figure 7. Distribution of cell capacity, voltage, and resistance in each module.
Table 5. BYD battery cell parameter statistics.

Module Number 01 02 03 04
Maximum Cell Capacity 201.9 Ah (74.8%) 224.2 Ah (83.0%) 228.4 Ah (84.6%) 228.7 Ah (84.7%)
Minimum Cell Capacity 193.2 Ah (71.5%) 206.2 Ah (76.4%) 213.5 Ah (79.1%) 215.3 Ah (79.8%)

Capacity Difference 8.7 Ah (3.2%) 18.0 Ah (6.7%) 15.0 Ah (5.5%) 13.4 Ah (5.0%)
Maximum Ry (mQ2) 0.67 0.55 0.40 0.33
Minimum Ry (mQ2) 0.46 0.41 0.24 0.24

In terms of cell capacities, Module 03 and Module 04 have the highest values, followed
by Module 02, and Module 01 has the lowest values. The cell capacity difference in a
battery module ranges from 3.2% to 6.7%. Regarding the internal resistance, Module 01
has the highest, followed by Module 02 and Module 03, and Module 04 has the lowest. The
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difference in internal resistance ranges from 30% to 60%. Higher internal resistance leads
to reduced round-trip energy efficiency. For example, the round-trip energy efficiency
of Module 04-Cell 01 (the best battery cell) is about 95.9% at 0.25 C charging and 0.5 C
discharge currents, which is normal. The internal resistance of Module 01-Cell 01 (the
worst battery cell) increases to 2.81 times the lowest value, reducing the round-trip energy
efficiency to 92.6%, which is considerably low.

Additionally, Figure 7 shows that the internal resistance of BYD batteries has a neg-
ative correlation with the capacity. Cells with a lower SoC have lower capacity and vice
versa. For example, Cell 12 in Module 01 has the highest SoC, the highest capacity, and the
lowest internal resistance. In Module 03, the SoC of Cells 03, 04, and 08 is obviously lower
than that of other cells, with correspondingly lower capacity and higher internal resistance.

From the cell perspective, Module 01 is in the worst health condition since its cells
have the lowest capacity and the highest internal resistance. The health condition of Mod-
ule 02 is better than that of Module 01. The cells in Modules 03 and 04 have the highest
capacity and lowest internal resistance. However, due to the balance issues, the available
capacity of Modules 03 and 04 is lower. Therefore, Modules 03 and 04 are less used than
Modules 01 and 02, resulting in the slower degradation of the batteries.

3.2.3. Development of Balance Issues

Multiple factors contribute to the development of LFP battery balance issues, includ-
ing differences in their internal resistance, temperature, and Coulomb efficiency. During
the charging process, higher internal resistance results in a higher voltage and increased
heat generation. A higher voltage and temperature facilitate side reactions in the batter-
ies, slightly reducing the Coulomb efficiency and consequently causing SoC variance and
balance issues. In addition, LFP battery modules in EVs can experience significant state of
charge (SoC) estimation uncertainties due to their voltage characteristics. These uncertain-
ties lead to frequent balance issues [35].

After production, battery cells are tested for their capacity and internal resistance, and
only cells with similar values are placed in the same battery pack. Thus, new battery packs
usually have good parameter consistency, and balance issues develop slowly in the first
few hundred cycles over 2 to 3 years. While an ideally designed balancing system should
theoretically achieve near-perfect balance at the end of every full charge event, practical
challenges such as cell aging, variations in internal resistance, and operational temperature
differences can lead to imbalances that necessitate more frequent correction. This suggests
that the current BYD balancing system, although effective under certain conditions, may
require further optimization to address these challenges more robustly over the extended
lifetime of the battery pack.

In aged LFP battery packs with existing internal resistance differences, balance issues
re-emerge faster than in new packs, even after rebalancing. Balance issues become more
pronounced as the battery pack ages and require periodic intervention, often more fre-
quently than once a year, especially in second-life applications. This poses a challenge
when using second-life LFP batteries in battery energy storage systems (BESSs), highlight-
ing the need for a more effective balance system.

3.3. Second-Life Evaluation of the LFP Batteries

Although the BYD and CALB batteries are both LFP batteries, they exhibit different
aging characteristics. BYD batteries have a higher energy density of 116 Wh/kg compared
to CALB batteries’” 100 Wh/kg, but this comes at the cost of inferior aging performance.
When the BYD battery’s capacity degrades to 70%, the internal resistance increases to at
least 2.8 times the benchmark, and the energy efficiency drops to 92.6%. However, CALB
batteries maintain consistently low internal resistance until the capacity degrades to 60%.
For example, despite the capacity of Cell 03 degrading to 60%, it still shows decent per-
formance, and the round-trip energy efficiency is 94.5% at a 0.5 C current. An abundant
electrolyte is crucial in ensuring a long battery cycle life and low internal resistance. How-
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ever, increasing the energy density of LFP batteries will result in using less electrolyte,
thereby reducing the battery’s aging performance.

For the second-life usage of CALB batteries, if the working voltage range remains
between 2.80 V and 3.55 V (10%~90% SoC), and high working temperatures are avoided,
the charge current is 0.5 C, and the discharge current is 1 C, CALB batteries can have long
life cycles. The aging speed of LFP batteries in their second life is expected to be 2% to 4%
per 1000 aging cycles. If the batteries are repurposed at 80% SoH, they can be used for 5000
to 10,000 cycles before their capacity degrades to 60%, with an estimated second life of 14
to 28 years, assuming one charge and discharge cycle per day. Even when the capacity
degrades below 60%, the battery remains still usable with lower currents.

Although LFP battery cells have a very long cycle life, balance issues remain a sig-
nificant challenge for LFP battery packs. These issues can induce severe pack capacity
reductions. In this study, the useful capacity of the four battery modules could be recov-
ered to 71~80% if properly balanced. Assuming that the battery aging speed for second
life can be maintained below 4% per 1000 cycles, the estimated second life of the battery
modules is 5000 to 7500 cycles before the capacity drops to 50%. If the battery is charged
once daily, it can operate for 14 to 20 years.

4. Morphology Characterization

Two CALB cells, Cell 03 (with 50% capacity) and Cell 05 (with 88% SoH), were disas-
sembled for material analysis. A QUANTA FEG 450 scanning electron microscope (SEM)
was employed to examine the material morphology at the micrometer scale, utilizing an
accelerating voltage of 20 kV. The SEM imaging was conducted under vacuum conditions.

Figure 8 presents the macroscope and SEM images of the positive and negative elec-
trode materials of the two cells. A visual analysis of Cells 03 and 05 in Figure 8a reveals no
surface deposits or mechanical changes to the positive electrode between the two cells. In
contrast, a dark grey deposit on the separator at the graphite side is found in Cell 03 but
not in Cell 06, indicating the exfoliation of the negative electrode materials.

Aged Cell (50% SOH): NE — Iy e

ged Cell (50% SOH): P

Figure 8. Cont.
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Figure 8. Post-mortem analysis of two CALB LFP cells. (a) The macroscopic analysis of the PE and
NE materials; (b) the SEM image of the fresh cell’s graphite electrode; (c) the SEM image of the aged
cell’s graphite electrode; (d) the SEM image of the fresh cell’s positive electrode; (e) the SEM image
of the aged cell’s positive electrode.

In Figure 8b, the edges of the fresh graphite flakes are slightly more angular compared
to those in Figure 8c, which show smoother and more rounded edges. The surface layer is
inferred to be SEI reformed in high-temperature cycles at the expense of the lithium inven-
tory. The LFP particles of the fresh electrode in Figure 8d are generally smaller than those
of the aged electrode in Figure 8e, and some cracking is visible in the LFP particles of the
aged electrode. The high temperatures cause the LFP particles to crack and subsequently
aggregate, leading to a reduction in surface area and decreased electrochemical activity.
These agglomerates are responsible for the LAM of the PE and the increase in the internal
resistance. These findings agree with those in the literature [36,37].

The post-mortem analysis aligns with the aging modes revealed by ICA, indicating
that LAM and LLI contribute to the capacity fade during cycling.
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5. Conclusions

This work conducted two case studies on retired LFP batteries at the cell and module
levels, aiming to specify the aging performance of the battery cells, assess the health con-
ditions of the battery modules, and evaluate their second-life potential. The key findings
of this study include the following.

1. LFP battery cells have a very long cycle life. For example, Cell 01 loses 33.9% of its
capacity after 10,000 aging cycles, with an aging rate of only 3.26% per 1000 cycles.

2. The battery cells’ impedance did not increase in the first 10,000 cycles, which
is impressive.

3. For second-life use, if the working voltage range remains between 2.80 V and 3.55 V
(10~90% SoC), and high working temperatures are avoided, the charge current is
0.5 C, and the discharge current is 1 C, CALB batteries can exhibit very stable aging
performance and achieve sustainable and efficient second-life use.

4.  High temperatures induce battery aging knee and cause an impedance increase.

5. LFP batteries generally exhibit excellent performance at the cell level, as demonstrated
by the CALB 100 Ah cells. However, the BYD module encounters balancing issues at
the pack level, making an effective balancing system essential for LFP batteries.

In summary, this study clarified the prospects for the second-life utilization of LFP
batteries and proposed strategies to ensure their long second life and performance. It pro-
vides recommendations for both the first-life and second-life operation of EV batteries.
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