
RSC Advances

PAPER

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

1 
Se

pt
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 5
:4

0:
50

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online
View Journal  | View Issue
Impact of LiBOB
aCentral Glass Co., Ltd., Applied Chemical

Yamaguchi 755-0001, Japan
bSANKEN, Osaka University, 8-1 Mihogaoka,

yuktym@sanken.osaka-u.ac.jp
cGraduate School of Sciences and Technology

16-1 Tokiwadai, Ube, Yamaguchi 755-8611,

† Electronic supplementary informa
https://doi.org/10.1039/d3ra02381h

Cite this: RSC Adv., 2023, 13, 25948

Received 11th April 2023
Accepted 24th August 2023

DOI: 10.1039/d3ra02381h

rsc.li/rsc-advances

25948 | RSC Adv., 2023, 13, 25948–
additive on cycle-performance
degradation of lithium mono-chelated borate
electrolytes: minimize the crosstalk-derived
deterioration†

Mikihiro Takahashi,ac Hayato Hesaka,a Hiromori Tsutsumic and Yu Katayama *b

Novel electrolyte systems are required to further improve the performance and ensure the safety of lithium-

ion batteries. Lithium-monochelated borates with trifluoromethylated ligands are used as electrolytes for

lithium-ion batteries (LIBs) with a lithium bis(oxalato)borate (LiBOB) additive. The capacity decay and

extremely high resistance after the cycle test at 60 °C are dramatically suppressed by the addition of

LiBOB. Half-cell measurements, X-ray photoelectron spectroscopy (XPS), and electrochemical

impedance spectroscopy (EIS) suggested that the reductive decomposition products of the electrolytes

at the negative electrode significantly increased the resistance at the positive electrode, which originated

from the crosstalk of the decomposition species formed at the negative electrode. Further analysis

confirmed the importance of the LiBOB-derived solid electrolyte interphase (SEI) at the negative

electrode, which suppressed the formation of crosstalk species at the negative electrode and effectively

suppressed the increase in resistance of the positive electrode. This study provides a reliable and

promising approach for designing high-performance electrolytes with lithium borate and emphasizes the

importance of considering the reactions occurring at both electrodes to improve battery performance.
1. Introduction

Lithium-ion batteries (LiBs) are commonly used as power
sources for mobile personal computers (PCs) and smartphones
because of their light weight and high capacity.1 Furthermore,
in recent years, automobile electrication has been aggressively
pursued to reduce greenhouse gas emissions.2,3 In this context,
the development of the large-size LiBs, having good discharge
capacity, especially at low temperatures (<−10 °C),4 durability at
high temperatures (>60 °C),5 and safety,6 is highly desired.
Although lithium hexauorophosphate (LiPF6) is widely used as
a salt for current lithium-ion batteries,7,8 considering its high
ionic conductivity,9 wide potential window,9 and low price,10

LiPF6 has several remaining issues, such as low thermal
stability (<60 °C) as well as the formation of harmful HF via
hydrolysis with trace water. Therefore, the development of an
alternative electrolyte that can solve the abovementioned issues
with LiPF6 remains an important and challenging task.
Research Center, 5254-35 Okiube, Ube,
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for Innovation, Yamaguchi University, 2-

Japan

tion (ESI) available. See DOI:

25958
Lithium tetrauoroborate (LiBF4) is known as a lithium salt
with a better heat resistance than LiPF6.11,12 However, the ionic
conductivity of LiBF4 is ∼5 mS cm−1 lower than that of LiPF6
(dimethylcarbonate (DMC)/ethylene carbonate (EC) = 1/1, 1 M
salt at 20 °C).9 Recently, we successfully developed novel lithium
borates, lithium diuoro(peruoropinacolato)borate (PFP-F2),
and lithium diuoro(2-hydroxy-3,3,3,3′,3′,3′-hexa-
uoroisobutylato)borate (HHIB-F2),13 which show improved
ionic conductivity while maintaining thermal stability and high
hydrolysis resistance. However, PFP-F2 and HHIB-F2 have been
found to have a narrower potential window on the reduction
side than LiBF4, whichmay decrease the battery performance by
the reductive decomposition of the salt at the negative elec-
trode. Although HHIB-F2 has already shown a relatively high
cycle performance, further improvement in the cycle perfor-
mance can be expected by suppressing reductive decomposi-
tion. Therefore, the suppression of salt decomposition is the key
to achieving both high hydrolysis resistance and cycle
performance.

An effective strategy for suppressing undesired reductive
decomposition is to form a protective layer on the graphite
surface. To form a protective layer, both ex situ and in situ
methods that use graphite with a modied surface before cell
assembly has been proposed.14 For example, oxidation treat-
ment,15 coating with sodium maleate solution,16 and the poly-
merization of acrylate have been applied to the graphite surface
© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 Lithium borates used in this study.
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to form a lm ex situ,17 successfully suppressing electrolyte
decomposition during charging and reducing the irreversible
capacity. However, there are issues such as an increase in the
number of processes required to assemble the cell compared to
the case where an untreated active material is used. The in situ
method forms a protective layer called a solid electrolyte inter-
phase (SEI) on the graphite surface during the initial cycle,
utilizing the reductive decomposition reaction of additives in
the electrolyte.8,18 When using additives, it is important to select
those that decompose at a higher potential than the solvents
and electrolyte salts, whose decompositionmust be suppressed.
Common additives are vinylene carbonate (VC, decomposition
potential of 0.9 VLi (ref. 19)),20,21 1,3,2-dioxathiolane 2,2-dioxide
(DTD, decomposition potential of 1.3 VLi (ref. 19))19,22 lithium
diuoro(oxalate)borate (LiDFOB, decomposition potential of
1.6–1.7 VLi (ref. 13, 23 and 24)),25,26 and lithium bisoxalatoborate
(LiBOB, decomposition potential of 1.7–1.8 VLi (ref. 13, 24 and
27)),28,29 all of which forms the SEI on the negative electrode
surface and suppress further decomposition of the electrolytes.

Here, we selected a LiBOB additive to suppress the reductive
decomposition of two novel lithium borates, PFP-F2 and HHIB-
F2, to achieve high cycle performance while maintaining
thermal stability and high hydrolysis resistance. The LiBOB
additive was selected owing to the high decomposition poten-
tial of 1.7–1.8 VLi, which is suitable for suppressing PFP-F2 and
HHIB-F2 with relatively high decomposition potential (narrow
potential window). The capacity at the 100th cycle was improved
by 66.7 and 13.9%, respectively, and the resistance aer the
cycle test was reduced to 3.9 and 27.5%, respectively, compared
to those without LiBOB additives. The capacity evaluation of the
reconstructed cells with recovered negative or positive elec-
trodes aer the cycle test revealed that the positive electrode
was themajor cause of discharge capacity decay during the cycle
test. Furthermore, electrochemical impedance spectroscopy
(EIS) measurements revealed that the addition of LiBOB
signicantly suppressed the increase in the resistance of the
positive electrode aer cycling. The surface deposits on the
electrode surface were probed by X-ray photoelectron spectros-
copy (XPS), conrming a decrease in the CF3 moiety within the
surface deposit, which is the decomposition product of PFP-F2
and HHIB-F2, on both the positive and negative electrodes with
LiBOB addition. This result implies the existence of crosstalk
reactions originating from the negative electrode, and we
propose that the suppression of electrolyte reductive decom-
position by the LiBOB-derived SEI at the negative electrode
mitigates the electrolyte decomposition products deposited on
the positive electrode side. The cycle tests using a negative
electrode with a pre-formed LIBOB-derived SEI and an electro-
lyte without LiBOB validated our hypothesis, where we observed
a signicant decrease in positive electrode resistance and
improved cycle capacity, which was observed with the LiBOB
additive in the electrolyte. The results emphasize the signicant
impact of the crosstalk of the decomposition product on the
cycling performance, highlighting the importance of protecting
not only the electrode that shows a signicant increase in
resistance but also the opposite electrode from electrolyte
decomposition.
© 2023 The Author(s). Published by the Royal Society of Chemistry
2. Experimental
2.1. Electrolyte synthesis

Fig. 1 shows the structures of the Li borates studied herein.
Lithium diuoro(peruoropinacolato)borate (PFP-F2) was
synthesized using the following procedure: peruoropinacol
(47.5 g, 142.3 mmol) (Tokyo Chemical Industry, Japan) and
LiBF4 (Battery grade, Kishida Chemical, 13.1 g, 139.5 mmol)
were dissolved in 140.0 g of dehydrated ethyl methyl carbonate
(EMC, Battery grade, Kishida Chemical). Then, 53 g of 60 wt%
chlorotrimethylsilane (Tokyo Chemical Industry) EMC solution
was added to the solution drop by drop at 5 °C. The mixture was
stirred for 5 h at 40 °C under a nitrogen atmosphere. EMC and
unreacted chlorotrimethylsilane were removed at 40 °C under
vacuum conditions. The residual oil (containing 35 wt% of
EMC) was dissolved in 20 g of dehydrated chloroform (FUJI-
FILM Wako Chemicals, Japan) and 10 g of dehydrated hexane
(FUJIFILM Wako Chemicals). The precipitated LiBF4 was then
removed from the solution by ltration. The remaining solution
was vacuumed to remove the chloroform and hexane. Residual
oil (containing 33 wt% of EMC) was dissolved in a minimum
amount of chloroform (approximately 8 g), and 136 g of hexane
was added to the solution. Aer storing for two days at −10 °C,
the precipitated crystalline product was ltered at the same
temperature. Subsequently, the solvent was removed under
a vacuum at 40 °C. The nal product was obtained as EMC
adduct (74.3 g, 34 wt% of EMC). The purity was >99%, except for
EMC (calculated from the peak areas of 11B and 19F NMR; Fig. S1
and S2†), and with a yield of 91%. All procedures were per-
formed under nitrogen atmosphere. 13C NMR (101 MHz,
CD3CN) d 112.73 (q, J = 238.1 Hz, CF3), 83.9 (br, C(CF3)2);

11B
NMR (129 MHz, CD3CN, LiBF4 = 0 [ppm]) d 6.45 (s); 19F NMR
(377 MHz, CD3CN, C6F6 = 0 [ppm]) d 94.06 (t, J = 2.26 Hz, CF3),
16.52 (s, BF).

Lithium diuoro(2-hydroxy-3,3,3,3′,3′,3′-hexa-
uoroisobutylato)borate (HHIB-F2) was synthesized according
to the following procedure: 2-hydroxy-3,3,3,3′,3′,3′-hexa-
uoroisobutiric acid (30.2 g, 142.3 mmol) (synthesized by the
method described in the literature30) and LiBF4 (13.1 g, 139.5
mmol) was dissolved in 140 g of dehydrated EMC. Then, 53 g of
60 wt% chlorotrimethylsilane–EMC solution was added to the
solution drop by drop at 5 °C. Themixture was stirred for 10 h at
room temperature under a nitrogen atmosphere. EMC and
unreacted chlorotrimethylsilane were removed at 25 °C under
vacuum conditions. Triethylamine (Tokyo Chemical Industry)
(0.23 g, 2.1 mmol) was added to neutralize the residues and
hydroxyl carboxylic acid, and the mixture was stirred for 10 min
RSC Adv., 2023, 13, 25948–25958 | 25949
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at room temperature. EMC was removed at 40 °C under vacuum
conditions. Dehydrated chloroform (1400 g) was added to the
residual oil (containing 34 wt% of EMC). Aer 12 h of storage at
room temperature, the precipitated product was ltered off, and
then the solvent was removed under vacuum at 40 °C. The nal
product (24.5 g) was obtained with >99% purity (calculated from
the peak area of 11B and 19F NMR; Fig. S1 and S2†) with a yield of
66%. All procedures were performed under a nitrogen atmo-
sphere. 13C NMR (101 MHz, CD3CN) d 112.09 (q, J = 232.2 Hz,
CF3), 79.2 (m, J= 24.9 Hz, C(CF3)2);

11B NMR (129 MHz, CD3CN)
d 5.76 (s); 19F NMR (377 MHz, CD3CN) d 88.11 (s, CF3), 15.38 (s,
BF).
2.2. Coin cell assembly and electrochemical test

Battery-grade materials ethylene carbonate (EC), ethyl methyl
carbonate (EMC), LiBF4, and vinylene carbonate (VC) were
purchased from Kishida Chemical (Japan). The electrolyte was
prepared by mixing lithium salts (PFP-F2, HHIB-F2, and LiBF4)
with EC/EMC (1/2 by volume) solvent. Subsequently, 1 wt%
LiBOB additive was introduced to the electrolyte to clarify the
effect of additives. The salt concentration was set to 1.0 M for
PFP-F2, HHIB-F2, and LiBF4. The composite NMC111 positive
electrode was prepared by mixing 90.2 wt% LiNi0.33Mn0.33-
Co0.33O2 active material (MX-6; Umicore, Belgium), 3.8 wt%
conductive carbon (HS-100; Denka, Japan), and 6.0 wt% poly-
vinylidene uoride (PVDF) binder (L#7208; Kureha, Japan). The
composite graphite negative electrode contained 90.0 wt%
graphite (MAG-D; Hitachi Chemical, Japan) along with 10.0 wt%
PVDF binder (L#9130; Kureha, Japan). For the lithium metal
negative electrode, a 0.1 mm thick rolled lithium foil purchased
from Honjo Metal (Japan) was used. The current collectors were
Cu foil (10 mm thick, A1085) and Al foil (20 mm thick) manu-
factured by UACJ Foil Corporation (Japan). The cellulose sepa-
rator (TF40-30) was purchased from Nippon Kodoshi (Tokyo,
Japan). The active mass loading of the positive and negative
electrodes was 12.2 and 6.7 mg cm−2, respectively. 2032-type
coin cells were built with NMC111 positive electrode (d = 10.0
mm), graphite negative electrode (d = 12.0 mm), separator (d =

16.0 mm), and 40 mL of electrolytes with and without additives.
Coin cells were assembled in an argon-lled glove box (the
content of H2O below 1 ppm). The theoretical capacities of the
positive and negative electrodes are 1.6 and 2.7 mA h, respec-
tively (ratio of N/P is 1.7), and the current values were set based
on the capacity of the positive electrode. The charge and
discharge capacities were calculated based on the weight of the
LiNi0.33Mn0.33Co0.33O2 active material. During the pre-charge/
discharge, the cells were charged at a constant current rate of
0.2C (0.32 mA) to 4.3 V (constant current/constant voltage
mode) at 25 °C, le to rest for 1 h, and discharged in constant
current mode (0.2C) to 3.0 V at 25 °C. During the subsequent
cycle (100 cycles), the cells were charged to 4.3 V in constant
current/constant voltage mode at 3C (4.86 mA) and 60 °C, le to
rest for 1 min at 60 °C, and discharged to 3.0 V in constant
current mode at 3C and 60 °C. Aer the pre-charge/discharge
(i.e., before the cycle) and aer the cycle, the cells were pro-
bed by electrochemical impedance spectroscopy (EIS; ALS-660C
25950 | RSC Adv., 2023, 13, 25948–25958
electrochemical analyzer, BAS, Japan) at 25 °C and a state of
charge (SOC) of 100% (25 °C, 0.2C charging) using an amplitude
of 10 mV and a frequency range of 100 kHz to 10 mHz (Schemes
S1, S3, and S4†). Cyclic voltammetry (CV) was performed at 25 °
C on an electrochemical analyzer (ALS-604E, BAS, Japan) at
a scanning rate of 1 mV s−1. Lithium half-cells with graphite or
NMC111 as the working electrode were used for the
measurements.

2.3. Post-cycle test analysis

Aer EIS measurements, the cells were discharged at 3.0 V and
disassembled in an argon-lled glove box (the content of H2O
below 1 ppm). The recovered electrodes were immersed in 1 mL
anhydrous EMC for 30 min at ambient temperature twice to
remove adhered residual electrolyte and their decomposition
products, subsequently vacuum-dried for 2 h at 25 °C. The dried
electrodes were used for XPS and SEM measurements or elec-
trodes for the reconstruction cell.

2.4. Analytical method and surface analysis of the electrodes
1H, 11B, 13C, and 19F NMR spectra were used to check the purity,
and the decomposition products were recorded using a JEOL
JNM-ECZ400S spectrometer in deuterated acetonitrile (CD3CN,
Tokyo Chemical Industry, Japan) at ambient temperature. Aer
the cycle test, cells were disassembled in an argon-lled glove
box (the content of H2O below 1 ppm). The recovered positive
and negative electrodes, and separator were immersed in
0.5 mL of CD3CN for 1 hour at ambient temperature. The
CD3CN solution was then used to measure 11B NMR spectra.
XPS analysis was performed with a PHI 5000 VersaProbe II
(ULVAC-PHI, Japan) system using Al Ka radiation (hv = 1486.6
eV) and a charge neutralizer under ultrahigh vacuum condi-
tions. All the electrodes were transferred from the glovebox to
the XPS chamber using a transfer vessel to avoid contact with
air. The adventitious hydrocarbon peak (284.3 eV) was used to
calibrate all the XPS spectra. The obtained spectra were
analyzed using Multipack soware (ver. 9.6.0.15). Aer sub-
tracting the Shirley-type background, the XPS spectra were tted
using Gaussian–Lorentzian (80 : 20) functions.

3. Results and discussion
3.1. Cycle performance

To explore the effect of the potential of LiBOB additive on PFP-
F2, HHIB-F2, and LiBF4 electrolytes, cycle test was conducted
(Fig. 2). The addition of 1 wt% LiBOB dramatically improved
a discharge capacity fading observed in PFP-F2 and HHIB-F2,
leading to superior cyclability than LiBF4.

Cycle tests were performed on graphite/NMC111 cells with
PFP-F2, HHIB-F2, and LiBF4 electrolytes, with and without
1.0 wt% LiBOB additives at 60 °C and 3C, according to the
procedure in Scheme S1.† A distinct peak was observed at ca.
3.1 V in the dQ/dV proles at pre-charging (Fig. 2a), corre-
sponding to the reductive decomposition of EC.21,22 Reductive
decomposition of salt (LiBF4,13,24 PFP-F2,13 and HHIB-F2 (ref.
13)) also occurs at 0.7–1.1 V; thus the peaks around 3.0–3.1 V
© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 (a) Differential capacity profiles at pre-charge from LiNi0.33-
Mn0.33Co0.33O2/graphite cells at 0.2C rate (25 °C). The electrolytes
contain 1.0 M of lithium borate, PFP-F2 (blue), HHIB-F2 (red), and LiBF4
(black). The dotted and solid lines show the electrolyte solution
without and with 1 wt% LiBOB, respectively (solvent: EC/EMC = 1/2 v).
(b) Cycle performance of full cells with corresponding electrolyte
without (dotted) and with (solid) 1 wt% LiBOB (60 °C, 3C rate within
a voltage range of 3.0 V to 4.3 V).
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seen in the LiBOB-free electrolyte (dotted line) may also suggest
the progress of reductive decomposition of the salts. In
contrast, the dQ/dV prole of the electrolyte containing LiBOB
(solid line) signicantly differed from that without LiBOB in the
appearance of a new peak around 2.0 V, together with a signif-
icant decrease in the reductive decomposition peaks of the
electrolytes at approximately 3.0–3.1 V. The peak around 2.0 V
was attributed to the reductive decomposition of LiBOB,21,31,32

suggesting that LiBOB was reductively decomposed in the
electrolyte tested in this study. The decrease in the peak around
3.0–3.1 V indicates the suppressed decomposition of the elec-
trolyte. The effect of the addition of LiBOB on the discharge
capacity transition was also observed during the cycling test
(Fig. 2b). Without LiBOB (dotted line), differences in the
discharge capacity were observed in the rst cycle for the PFP-F2
(156.4 mA h g−1), HHIB-F2 (154.8 mA h g−1), and LiBF4
(138.0 mA h g−1) electrolytes. In contrast, the discharge capac-
ities at the rst cycle of the electrolyte with LiBOB (solid line)
were 152.6, 153.7, and 152.7 mA h g−1 for PFP-F2, HHIB-F2, and
LiBF4, respectively. Although the discharge capacities of HHIB-
F2 and PFP-F2 decreased slightly, a signicant increase was
observed for LiBF4 with the addition of LiBOB. The rate of
discharge capacity decay in HHIB-F2 and LiBF4 without LiBOB
(dotted line) slowed down at approximately 5 and 30 cycles,
© 2023 The Author(s). Published by the Royal Society of Chemistry
respectively, whereas in PFP-F2, the discharge capacity
decreased linearly until the end of the experiment. The
coulombic efficiency shown in Fig. S3† conrms that LiBF4
reaches a coulombic efficiency of ca. 99.5% aer approximately
30 cycles, whereas the coulombic efficiency of PFP-F2 is not
stable throughout the cycles, suggesting the progress of side
reactions. The discharge capacities aer 100 cycles with/without
LiBOB were 80.7/134.6, 119.1/135.7, and 99.9/128.9 mA h g−1 for
PFP-F2, HHIB-F2, and LiBF4, respectively. The addition of LiBOB
clearly suppressed the discharge capacity decay for all the
electrolytes tested, and the largest improvement was seen for
PFP-F2 (53.9 mA h g−1 improvement). Note that the capacity
improvement was the largest in the case of adding 1.0 and
1.5 wt% of LiBOB, and less signicant for 0.5 wt% (Fig. S4†).
Therefore, we concluded that the 1.0 wt% is the optimal amount
of LiBOB.

The discharge capacity decay during the cycle test was not
because of a single cause but owing to the interaction of several
factors, including (1) a decrease in available Li+ due to Li+

consumption by the decomposition of the electrolytes,33–36 (2)
a large overvoltage due to increased resistance from surface
decomposition products,33,36 and (3) a loss of conductive path-
ways because of cracks caused by expansion and contraction of
the electrode active materials.34,35 The cyclic voltammogram
conrms that no signicant electrolyte decomposition occurred
at the potential range of 0–2.5 VLi (Fig. S5†). Furthermore,
a small reduction current was observed at 1.65 VLi for all the
electrolytes with LiBOB additive, corresponding to the LiBOB
decomposition. The peak was only observed in the rst cycle
and disappeared aer the second cycle suggesting the forma-
tion of SEI on the graphite negative electrode by LiBOB, which
agrees with the dQ/dV proles. Since the addition of LiBOB
effectively suppressed the discharge capacity decay, (1)
suppression of Li+ loss and (2) overvoltage decrease could be
responsible for the observed improvement. It is to be noted that
a reduction in polarization was observed in the charge/
discharge curves for the PFP-F2 and HHIB-F2 electrolytes
(Fig. S6(a)–(f)†) before and aer the addition of LiBOB, sug-
gesting a decrease in resistance upon the addition of LiBOB.

To conrm the effect of LiBOB on the resistance, electro-
chemical impedance spectroscopy (EIS) was performed before
and aer the cycle test (Fig. S7†). The resistance calculated from
the size of the semicircles (aer the cycle test without LiBOB
(Fig. S7a and b†)) were 25/1800, 20/200, and 25/40 U for PFP-F2,
HHIB-F2, and LiBF4, respectively. A signicant increase was
observed for PFP-F2 and HHIB-F2, which is consistent with the
trend of the polarization increase observed in Fig. S6.† The
resistance increase during the cycle test was signicantly sup-
pressed by adding LiBOB resulting in the values of 60/70, 40/55,
and 30/35 U for PFP-F2, HHIB-F2, and LiBF4, respectively
(Fig. S7c and d†). The observed suppression of the resistance
increased during the cycle test for the HHIB-F2 and PFP-F2
electrolytes, indicating the suppressed deposition of the
decomposition products on the electrode surface upon LiBOB
addition.

The suppression of electrolyte decomposition by LiBOB
addition was further conrmed by NMR analysis of the pristine
RSC Adv., 2023, 13, 25948–25958 | 25951
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Fig. 3 11B-NMR spectra of pristine electrolytes and electrolytes
extracted from the cycle tested cell. LiBF4 at 0 ppm is an internal
standard added to the pristine PFP-F2 and HHIB-F2 samples. The LiBF4
internal standard was not added to the electrolytes extracted from
cycle tested cell to avoid the overlap with the generated LiBF4 via the
decomposition of PFP-F2 and HHIB-F2 during the cycle test.
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electrolytes and electrolytes in the cells aer the cycle test
(Fig. 3).

The 11B-NMR spectra for the pristine PFP-F2 electrolyte
showed only one peak at ca. 6.5 ppm from PFP-F2 (with an
internal standard peak from LiBF4 at 0 ppm). Aer the cycle test
without LiBOB, small additional peaks were observed at ca. 7.5
and 12.5 ppm, which can be attributed to the decomposition
products (undetermined structure). The peaks from the
decomposition products decreased in the PFP-F2 electrolyte
aer the cycle test with LiBOB, conrming the successful
suppression of the decomposition reaction by the addition of
Fig. 4 Comparison of capacities of the 100th cycle, after cycle test (ca
Scheme S2† for reconstructed procedure). The capacities of left two co
struction, columns 3, 4, and 5 were obtained from half-cells with recover
was obtained from a half-cell with pristine positive electrode and Li metal.
and open bars show the cell with and without LiBOB, respectively. Charge
range of 3.0 V to 4.3 V at 25 °C and 0.2C, using 1.0 M LiBF4 electrolyte.

25952 | RSC Adv., 2023, 13, 25948–25958
LiBOB. In contrast, a different trend is observed for the HHIB-F2
electrolyte. Although an additional peak from the decomposi-
tion product lithium bis(2-hydroxy-3,3,3,3′,3′,3′-hexa-
uoroisobutylato)borate (HHIB2)13 was observed at 11.5 ppm
alongside the HHIB-F2 peak at 5.7 ppm aer the cycle test
without LiBOB, the HHIB2 peak did not decrease in the elec-
trolyte aer the cycle test with LiBOB. These results indicated
that the addition of LiBOB did not effectively suppress HHIB2

formation via HHIB-F2 decomposition. Considering that a clear
improvement in the discharge capacity decay was observed for
the HHIB-F2 electrolyte with LiBOB, HHIB2 formation had
a negligible effect on cyclability.

The results thus far indicate that LiBOB effectively
suppresses electrolyte decomposition, which has a negative
effect on cyclability via (1) Li+ loss and (2) overvoltage increase.
However, it is unclear whether the increase in resistance (owing
to the deposition of decomposition products) occurs mainly on
the positive or negative electrode surfaces. Therefore, we
recover the electrodes aer the cycle test and check the capacity
and resistance of both the positive and negative electrodes, to
determine the contribution of positive and negative electrodes
to the signicant improvement in discharge capacity and
resistance aer the cycle test by LiBOB addition.

3.2. Effect of cycling on positive and negative electrodes

Charge–discharge tests with the cells reconstructed using the
electrodes that were recovered from the cells aer the cycle test
revealed that the positive electrode was the major cause of the
discharge capacity decay during the cycle test (Fig. 4).

Electrodes were recovered from the cells aer the cycle test
(100 cycles) in six different electrolytes (PFP-F2, HHIB-F2, LiBF4,
PFP-F2 + LiBOB, HHIB-F2 + LiBOB, and LiBF4 + LiBOB), which
are hereaer referred to as the recovered positive and negative
electrodes. The recovered positive/negative electrode was
pacity check at 25 °C, 0.2C), and of the reconstructed half-cell (see
lumns (columns 1 and 2) were obtained from full cells before recon-
ed positive electrode and Li metal, and the far right column (column 6)
Color of the bar indicates the electrolyte used for the cycling test. Filled
–discharge tests for reconstructed cells were conducted in the voltage

© 2023 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 Electrochemical impedance spectra for cells with recovered
and pristine electrodes in (a) PFP-F2, (b) HHIB-F2, (c) PFP-F2 with
LiBOB, and (d) HHIB-F2 with LiBOB. Each legend represents the
conditions of the cell for EIS measurements.
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combined with a lithium metal electrode to construct the test
half-cell (see Schemes S1 and S2† for the detailed procedure).

Fig. 4 shows the charge/discharge capacities (see Fig. S8† for
the corresponding charge/discharge curves) of the cell of the
100th cycle in the cycle test, aer the cycle test, and half-cells
with recovered or pristine positive electrodes. There is no
signicant difference between the discharge capacity at the
100th cycle in the cycle test (60 °C, 3C) and that at 25 °C, 0.2C,
where charging and discharging were performed aer the cycle
test. The discharge capacity in a full cell aer the cycle test and
the 1st charge capacity in a half-cell (indicating the amount of
Li+ that can be supplied from the positive electrode) of the
recovered positive electrode are also mostly identical. The
similarity of these three sets of data (100th cycle, aer cycle test,
and 1st charge capacity of the recovered half-cell) suggests that
the discharge capacity at the 100th cycle is strongly correlated
with the amount of Li+ that can be extracted from the recovered
positive electrode. Note that the 1st discharge capacity of the
recovered positive electrode is notably larger than that of 1st

charge (with an improvement of 25–60 mA h g−1 for the positive
electrode without LiBOB addition, and an improvement of
around 15 mA h g−1 for the positive electrode with LiBOB
addition), strongly indicates that although the amount of Li+

that can be extracted from the positive electrode decreases
during the cycle test, the Li+ acceptance capacity of the positive
electrode remains almost the same. In particular, the four
electrolytes other than PFP-F2 without LiBOB and HHIB-F2
without LiBOB showed Li+ acceptance capacity (discharge
capacity) equivalent to that of a pristine positive electrode
(green column). The 2nd charge capacity of the recovered posi-
tive electrode was clearly larger than the 1st charge capacity,
indicating that the amount of Li+ that can be extracted from the
recovered positive electrode can be signicantly improved by
supplying a sufficient amount of Li+ from the lithium metal to
the recovered positive electrode. Comparison of the charge–
discharge capacities of the above ve types of cells indicates
that the main cause of the decrease in discharge capacity during
cycle tests was the decrease in Li+ stored in the positive elec-
trode, while the degradation of the positive electrode (decrease
in the ability to insertion and deinsertion of Li+) was negligible.
Considering that the same lithium borate salts, LiBF4, LiBOB,
and lithium diuoro(oxalato)borate (LiDFOB), consume more
than one equivalent of Li+ upon reductive decomposition,24,37–39

we believe that the decrease in Li+ during the cycle test is not
only due to the consumption of Li+ during the reductive
decomposition of the solvent (EC), but also can be due to the
consumption of Li+ during the reductive decomposition of the
PFP-F2 and HHIB-F2 salts. Therefore, suppressing the reductive
decomposition of the electrolyte components, which is directly
related to the Li+ consumption, by adding LiBOB effectively
maintains the battery performance.

The discharge capacities of the recovered positive electrodes
for PFP-F2 (dark blue) and HHIB-F2 (dark red) without LiBOB
are noticeably lower than those of the other systems. Further-
more, these two systems exhibit lower discharge voltages
(Fig. S8b†), indicating a larger overvoltage owing to the
increased resistance. The polarization due to overvoltage is
© 2023 The Author(s). Published by the Royal Society of Chemistry
minimized, and the discharge capacity increases when the
charge/discharge rate is reduced to 0.1C (Fig. S9†), further
supporting our hypothesis. The same phenomenon is observed
in the discharge curve of the full cell (blue and red dotted lines
in Fig. S8a†), suggesting that the increase in resistance aer the
cycle test was strongly inuenced by the positive electrode. To
conrm this hypothesis, we compared the electrochemical
impedance spectra of the cells with those of the recovered
positive and negative electrodes aer 100 cycles.

Electrochemical impedance spectroscopy conrmed a negli-
gible change in the cell resistance of the cell with a recovered
negative electrode by adding LiBOB, while a signicant decrease
was observed for the cell with a recovered positive electrode by
adding LiBOB, suggesting that the large increase in the cell
resistance aer the cycle test was primarily caused by the
change in the positive electrode side (Fig. 5, corresponding
Bode plot in Fig. S10†).

The EIS data of the cells before and aer the cycle test, and
the EIS data of the reconstructed cells with recovered electrode
and pristine counter electrode (recovered positive electrode and
pristine negative electrode, recovered negative electrode and
pristine positive electrode) are shown in Fig. 5 (see Schemes S1
and S3† for the detailed procedure). In the case of PFP-F2 and
HHIB-F2 electrolytes without LiBOB (Fig. 5a and b), the cell
consisting of the recovered negative and the pristine positive
electrode (light blue and light red round dotes) had a semicircle
diameter corresponding to 30–35 U, whereas the cell consisting
of the recovered positive and the pristine negative electrode
(dark blue and dark red round dotes) had signicantly larger
semicircles of about 1600 (PFP-F2) and 170 U (HHIB-F2). These
results conrmed our hypothesis that the signicant increase in
cell resistance during the cycle test was mainly due to the
positive electrode side.
RSC Adv., 2023, 13, 25948–25958 | 25953
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Fig. 6 XPS spectra of a pristine and recovered (a) positive and (b) negative electrode surface after the cycle test in PFP-F2 electrolyte with and
without LiBOB (the recovered electrodes were recovered from the cells, washed, and dried under reduced pressure before XPS measurement).
From left to right, the photoemission lines for the C 1s, F 1s, O 1s, B 1s, and Mn 2p3/2. All spectra were calibrated with the adventitious hydro-
carbons at 284.3 eV and background corrected using a Shirley background. The cycle test for recovered electrodes were performed at 25 °C,
0.2C within a voltage range of 3.0 to 4.3 V in 1.0 M PFP-F2 in EC/EMC with and without 1 wt% LiBOB.
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Although there was no noticeable difference in the size of the
semicircle for the cells with the recovered negative electrode
with the addition of LiBOB (compare light blue in Fig. 5a and c
and light red in Fig. 5b and d), the addition of LiBOB signi-
cantly reduced the size of the semicircle for the cell with the
recovered positive electrode (compare dark blue in Fig. 5a and c
and dark red in Fig. 5b and d). Therefore, the suppression of
resistance increased aer the cycle test by adding LiBOB, mainly
because of the improvement on the positive electrode side. The
large increase in the resistance without LiBOB and the drastic
mitigation of the increase in the resistance with the addition of
LiBOB were largely inuenced by the deposited species on the
positive electrode surface. Therefore, we performed an XPS
analysis of the electrode surface to gain further insight.

3.3. Surface analysis of negative and positive electrodes

XPS analysis conrmed that the addition of LiBOB to the PFP-F2
(Fig. 6) and HHIB-F2 (Fig. S11†) electrolytes signicantly
reduced the amount of electrolyte decomposition products in
both the positive and negative electrodes, and a LiBOB-derived
surface layer was observed only on the negative electrode
surface.

The peak corresponding to decomposed products of PFP-F2
moiety were observed in each photoemission region for the cell
with the recovered positive electrode (aer washing with EMC
and vacuum drying) cycled in PFP-F2 without LiBOB (Fig. 6a);
25954 | RSC Adv., 2023, 13, 25948–25958
CF3 groups at ca. 292.8 and 689.0 eV in the C 1s40 and F 1s40,41

spectra, respectively, lithium uoride (LiF) at 685.0 eV in the F
1s spectrum,25,42,43 and the B–O bond at 192.5 eV in the B 1s
spectrum.44 The C–O43,45 and C]O43,45 bonds were also observed
at 533.2 and 532.0 eV in O 1s spectrum, originating from
decomposition products of PFP-F2 and/or solvent. The peak of
the binder-derived PVDF in the electrode is seen at 687.8 eV (ref.
25, 42 and 43) in the F 1s spectrum (the corresponding peak is
buried in the C 1s spectrum). The metal oxide peak at 529.2 eV,
which was visible for the pristine positive electrode in the O 1s
spectrum, almost disappeared, suggesting that PFP-F2 and
solvent decomposition products covered the surface of the
positive electrode.

The CF3 (292.8 eV) and LiF (685.0 eV) peaks decreased
signicantly with the addition of LiBOB (Fig. 6a), indicating
fewer decomposition products on the positive electrode surface
by adding LiBOB. The visible metal oxide peak (529.2 eV) in the
O 1s spectrum further supported our hypothesis. It is to be
noted that the absence of additional peaks from decomposed
LiBOB suggests the negligible formation of LiBOB-derived
cathode electrolyte interphase (CEI). The observed trend
agrees with the decrease in the positive electrode-derived cell
resistance aer the cycle test with the addition of LiBOB. The
same trend (formation of decomposition products (LiF and
CF3), disappearance of metal oxide peaks without LiBOB addi-
tion, and a decrease in the decomposition product peaks and
© 2023 The Author(s). Published by the Royal Society of Chemistry
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visible metal oxide peaks with LiBOB addition) was observed in
the HHIB-F2 system (Fig. S11†).

XPS analysis of the recovered negative electrode aer the
cycle test conrmed the formation of a LiBOB-derived SEI layer,
which may protect the electrolyte components from reductive
decomposition (Fig. 6b).

Similar to the results for the recovered positive electrode,
peaks of CF3 groups (688.7, 292.8 eV; F 1s, C 1s), LiF (685.0 eV, F
1s), and B–O bonds (192.2 eV, B 1s) were detected in PFP-F2
without LiBOB, strongly suggesting decomposition of the salt.
However, upon the addition of LiBOB (lower column), the peak
intensities of the CF3 groups, LiF, and B–O bonds were reduced,
indicating that the decomposition of the salt was suppressed.
The binder-derived PVDF peaks25,42,43 were observed in the C 1s
and F 1s spectra at 290.5, 286.1, and 687.8 eV, respectively, in
the case without LiBOB, while those peaks disappeared with
LiBOB. Furthermore, new lithium carbonate46 and lithium
oxide46 peaks were detected in the O 1s spectra upon the addi-
tion of LiBOB, suggesting the formation of a LiBOB-derived SEI
layer covering the surface of the negative electrode. Considering
the possibility that PFP-F2-derived decomposition products
were buried under the SEI, the depth prole was obtained by
etching the surface (Fig. S12†). The result conrms that no CF3
compounds were buried on either surface; thus we concluded
that the CF3 peak disappeared due to the suppression of
reductive decomposition of PFP-F2. Also worth noting is that
Mn was detected on the negative electrode surface only in the
case without LiBOB, suggesting dissolution of Mn on the posi-
tive electrode, which diffused to the negative electrode and
redeposited. Therefore, positive electrodes degrade without
LiBOB, and it is one of the reasons (together with polarization)
that the capacity of the positive electrode of the cells aer the
cycle test with PFP-F2 did not fully recover even aer supplying
Li (open dark blue bar in the third column from the right in
Fig. 4). The same behavior of PFP-F2 and PFP-F2 + LiBOB on the
negative electrode was also observed for HHIB-F2 and HHIB-F2 +
LiBOB (Fig. S11b†).
Fig. 7 Proposed working principles for improved cycle performance obs
electrolyte reductively decomposes on the negative electrode surface
decomposition product then migrate to the positive electrode side (cross
which has dominant role in the deterioration of the cycle performanc
electrode surface effectively suppress the reductive decomposition of th
decomposition product. Therefore, the formation of the highly-resist
reductive decomposition product from negative electrode side is intrins

© 2023 The Author(s). Published by the Royal Society of Chemistry
Here, we summarize the results of the above analysis of the
positive and negative electrodes aer the cycle test and propose
a working principle of LiBOB for improved cycle performance
(Fig. 7).

Analysis of the discharge capacity of the various types of
recovered cells using PFP-F2 and HHIB-F2 suggests that the
capacity decrease observed in the cycle tests was mainly due to
the loss of transferable Li+ and the overvoltage caused by the
resistance increase(Fig. 4) and positive electrode degradation
(Fig. 6b and S11b†). The loss of Li+ was most likely due to the
consumption of Li+ during electrolyte decomposition (Fig. 4),
and the electrolyte decomposition products caused a signicant
increase in the resistance on the positive electrode side (Fig. 5).
The addition of LiBOB suppressed electrolyte decomposition,
which moderated the loss of Li+ and suppressed the increase in
the positive electrode resistance, resulting in an improved
capacity aer 100 cycles (Fig. 4). Herein, we propose that the
suppression of electrolyte reductive decomposition by LiBOB-
derived SEI at the negative electrode led to the mitigation of
electrolyte decomposition product (CF3-contained deposit) on
the positive electrode side (Fig. 7), considering the following: (1)
PFP-F2 and HHIB-F2 are resistant to oxidation relative to
reduction,13 (2) the electrolyte decomposition products on the
positive and negative electrodes were clearly reduced by LiBOB
addition (Fig. 6 and S11†), and (3) LiBOB-derived SEI of lithium
carbonate and lithium oxide was formed on the negative elec-
trode (Fig. 6b and S11b†). Our hypothesis was supported by the
cycle test using a CF3-free binder (styrene–butadiene rubber),
where we observed similar degradation without LiBOB and the
improvement with LiBOB additive (Fig. S13†).

To further support our hypothesis, we performed a cycling
test and subsequent EIS measurements in the PFP-F2 electrolyte
without LiBOB using a cell with electrodes with a pre-SEI or pre-
CEI formed in the PFP-F2 electrolyte with LiBOB (Fig. 8).

A comparison of the cycling results of the pristine cell
(pristine negative and positive electrodes) with and without
LiBOB again highlights the effect of LiBOB on cycling
erved in LiBOB-contained electrolytes. For electrolytes without LiBOB,
forming CF3-contained decomposition product. The CF3-contained
talk) and oxidatively decomposes to form highly-resistive surface layer,
e. For LiBOB-contained system, LiBOB-derived SEI on the negative
e electrolyte, leading to suppress the formation of the CF3-contained
ive surface layer on positive electrode surface originating from the
ically suppressed and significantly improve the cycle performance.
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Fig. 8 (a) Cycle retention of four different full cells. Cycle test was
performed in 1.0 M PFP-F2 EC/EMC solution (1/2 v) with (solid line) and
without LiBOB (dotted line) at 60 °C, within a voltage range of 3.0 to
4.3 V. Pre-cycling treatment to form SEI and CEI was performed in
1.0 M PFP-F2 EC/EMC solution (1/2 v) with LiBOB (see Scheme S4† for
detailed procedure). The result from a pristine cell with (blue solid line,
the same data as Fig. 2b) and without LiBOB (blue dotted line, the same
data as Fig. 2b) is shown for comparison. (b) Electrochemical imped-
ance spectra of the four types of full cells after the cycle test (corre-
sponds to the EIS-2 in Scheme S1† and EIS-5 in Scheme S4†).
Measurements were performed on cells with 100% SOC (after 0.2C
charge at 25 °C) at an amplitude of 10 mV and frequency of 100 kHz to
10 mHz at 25 °C.
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performance. Furthermore, cycle tests using a cell with a nega-
tive electrode with a pre-formed LiBOB-derived SEI (hereaer
referred to as SEI-formed negative electrode) and a pristine
positive electrode (see Scheme S4† for the detailed procedure)
showed cycle performance comparable to that of the pristine
cell with LiBOB, suggesting that the LiBOB-derived SEI on the
negative electrode surface is the key to improved cyclability.
Moreover, the cycling performance of the cell with a positive
electrode with pre-formed CEI in a LiBOB-containing electrolyte
(hereaer referred to as CEI-formed positive electrode; see
Scheme S4† for a detailed procedure) and the pristine negative
electrode showed a clear deterioration of the discharge capacity,
similar to that of the pristine cell without LiBOB, further
emphasizing the critical role of the LiBOB-derived SEI on the
negative electrode surface (and the negligible effect of CEI on
the positive electrode surface) on the cycling performance.
25956 | RSC Adv., 2023, 13, 25948–25958
The EIS data obtained aer the cycling test further supported
this hypothesis (Fig. 8b, corresponding Bode plot in Fig. S14†).
The cell with the SEI-formed negative electrode (light blue round
marks) has a semi-circle size of 120 U, which was comparable to
that of the pristine cell with LiBOB (80 U), while the cell with the
CEI-formed positive electrode (dark blue round marks) has an
extremely large semi-circle of about 1400 U, which was compa-
rable to that of the pristine cell without LiBOB (∼1800 U). This
result clearly suggests that the signicant contribution to the
reduction in cell resistance originates from the LiBOB-derived SEI
formed on the negative electrode surface, not the CEI formed on
the positive electrode. As the results in Fig. 6 indicate, the
increase in cell resistance is mainly on the positive electrode side,
and the results in Fig. 8b prove that the suppression of electrolyte
decomposition on the negative electrode side directly affects the
decrease in resistance on the positive electrode side, which
supports our proposed mechanism (Fig. 8). The addition of
LiBOB suppressed Mn dissolution from the positive electrode
(Fig. 6b and S11b†), and a comparison of the effects of SEI and
CEI derived from LiBOB indicates that SEI was more effective in
suppressing Mn dissolution (Fig. S15†). The observation suggests
that the decomposition products of PFP-F2 on the negative elec-
trode caused the dissolution of Mn from the positive electrode.
The decomposition products in the cell not only affect the elec-
trode at which the decomposition reaction occurs but also
migrate and affect the counter electrode, a phenomenon known
as crosstalk.47 Several reports of crosstalk caused by the oxidation
of the positive electrode have been published, such as metals
eluted from the positive electrode deposited on the negative
electrode and degrading the negative electrode,48 and the
decomposition products of solvents on the positive electrode
deposited on the negative electrode.49 However, there are few
detailed studies on negative electrode origin cases, such as the
report that there is a large correlation between deposits on the
negative and positive electrode surfaces in half-cells using Li
metal, but no correlation exists between deposits on the negative
and positive electrode surfaces in full cells using graphite.50

However, our results show that in the case of PFP-F2 and HHIB-
F2, a clear negative electrode-induced crosstalk occurs, signi-
cantly affecting battery performance.

4. Conclusions

Here, we clarify the effect of LiBOB additives on battery
performance in novel electrolyte systems with the lithium
borate salts PFP-F2 and HHIB-F2, on battery performances.

In cells with 1.0 M PFP-F2 and HHIB-F2 solutions (EC/EMC =

1/2), the resistance signicantly increased during the cycle test
at 60 °C, but the addition of LiBOB not only signicantly
reduced the resistance but also suppress the capacity decay.
Separate analysis of the positive and negative electrodes showed
that the decrease in capacity without LiBOB was mainly caused
by the loss of Li+ owing to the decomposition of the electrolyte
salts, and the increase in resistance was mainly because of the
positive electrode side.

Further analysis revealed that the LiBOB additive suppressed
the decomposition of electrolyte salts at the negative electrode,
© 2023 The Author(s). Published by the Royal Society of Chemistry
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resulting in an increased capacity and suppression of the
increase in positive electrode resistance. The cycle test without
the LiBOB additive, using a negative electrode with a preformed
LiBOB-derived SEI, showed a trend similar to that observed with
the LiBOB additive. Therefore, the suppression of the reductive
decomposition of the salt on the negative electrode side is
directly related to the suppression of resistance on the positive
electrode side, strongly suggesting the inuence of the crosstalk
of decomposed species originating at the negative electrode on
the positive electrode resistance. The results highlight that not
only the reaction on the positive electrode but also that on the
negative electrode side must be considered to reduce the posi-
tive electrode resistance, and vice versa. This work claries the
effect of electrolyte decomposition on overall cell performance,
emphasizing the importance of designing a protective layer on
both electrodes.
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K. Guérin, Carbon in lithium-ion and post-lithium-ion
batteries: Recent features, Synth. Met., 2021, 280, 116864.

15 L. J. Fu, H. Liu, C. Li, Y. P. Wu, E. Rahm, R. Holze and
H. Q. Wu, Surface modications of electrode materials for
lithium ion batteries, Solid State Sci., 2006, 8, 113–128.

16 Q. Shi, W. Liu, Q. Qu, T. Gao, Y. Wang, G. Liu, V. S. Battaglia
and H. Zheng, Robust solid/electrolyte interphase on
graphite anode to suppress lithium inventory loss in
lithium-ion batteries, Carbon, 2017, 111, 291–298.

17 Q. Shi, S. Heng, Q. Qu, T. Gao, W. Liu, L. Hang and H. Zheng,
Constructing an elastic solid electrolyte interphase on
graphite: a novel strategy suppressing lithium inventory
loss in lithium-ion batteries, J. Mater. Chem. A, 2017, 5,
10885–10894.

18 S. S. Zhang, A review on electrolyte additives for lithium-ion
batteries, J. Power Sources, 2006, 162, 1379–1394.

19 L. Madec, J. Xia, R. Petibon, K. J. Nelson, J.-P. Sun, I. G. Hill
and J. R. Dahn, Effect of Sulfate Electrolyte Additives on
LiNi1/3Mn1/3Co1/3O2/Graphite Pouch Cell Lifetime:
Correlation between XPS Surface Studies and
Electrochemical Test Results, J. Phys. Chem. C, 2014, 118,
29608–29622.

20 O. Matsuoka, A. Hiwara, T. Omi, M. Toriida, T. Hayashi,
C. Tanaka, Y. Saito, T. Ishida, H. Tan, S. S. Ono and
S. Yamamoto, Ultra-thin passivating lm induced by
vinylene carbonate on highly oriented pyrolytic graphite
negative electrode in lithium-ion cell, J. Power Sources,
2002, 108, 128–138.

21 H. B. Son, M.-Y. Jeong, J.-G. Han, K. Kim, K. H. Kim,
K.-M. Jeong and N.-S. Choi, Effect of reductive cyclic
carbonate additives and linear carbonate co-solvents on
fast chargeability of LiNi0.6Co0.2Mn0.2O2/graphite cells, J.
Power Sources, 2018, 400, 147–156.

22 D. S. Hall, J. P. Allen, S. L. Glazier, L. D. Ellis, L. Ma,
J. M. Peters, I. G. Hill and J. R. Dahn, The Solid-Electrolyte
Interphase Formation Reactions of Ethylene Sulfate and Its
Synergistic Chemistry with Prop-1-ene-1,3-Sultone in
Lithium-Ion Cells, J. Electrochem. Soc., 2017, 164, A3445–
A3453.

23 Z. Chen, Y. Qin, J. Liu and K. Amine, Lithium
Diuoro(oxalato)borate as Additive to Improve the Thermal
Stability of Lithiated Graphite, Electrochem. Solid-State
Lett., 2009, 12, A69.
RSC Adv., 2023, 13, 25948–25958 | 25957

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra02381h


RSC Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 0

1 
Se

pt
em

be
r 

20
23

. D
ow

nl
oa

de
d 

on
 1

1/
8/

20
25

 5
:4

0:
50

 P
M

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n 

3.
0 

U
np

or
te

d 
L

ic
en

ce
.

View Article Online
24 A. Xiao, L. Yang, B. L. Lucht, S.-H. Kang and D. P. Abraham,
Examining the Solid Electrolyte Interphase on Binder-Free
Graphite Electrodes, J. Electrochem. Soc., 2009, 156, A318.

25 M. L. Lazar and B. L. Lucht, Carbonate Free Electrolyte for
Lithium Ion Batteries Containing g-Butyrolactone and
Methyl Butyrate, J. Electrochem. Soc., 2015, 162, A928–A934.

26 Q. Wu, W. Lu, M. Miranda, T. K. Honaker-Schroeder,
K. Y. Lakhsassi and D. Dees, Effects of lithium
diuoro(oxalate)borate on the performance of Li-rich
composite cathode in Li-ion battery, Electrochem. Commun.,
2012, 24, 78–81.

27 J. Liu, Z. Chen, S. Busking, I. Belharouak and K. Amine,
Effect of electrolyte additives in improving the cycle and
calendar life of graphite/Li1.1[Ni1/3Co1/3Mn1/3]0.9O2 Li-ion
cells, J. Power Sources, 2007, 174, 852–855.

28 J.-C. Panitz, U. Wietelmann, M. Wachtler, S. Ströbele and
M. Wohlfahrt-Mehrens, Film formation in LiBOB-
containing electrolytes, J. Power Sources, 2006, 153, 396–401.

29 K. Xu, S. Zhang and T. R. Jow, LiBOB as Additive in LiPF6-
Based Lithium Ion Electrolytes, Electrochem. Solid-State
Lett., 2005, 8, A365.

30 H. Mo, M. M. Josh and T. P. Kyle, E-EROS Encyclopedia of
Reagents for Organic Synthesis. (2,2-Bis(triuoromethyl)-2-
hydroxyacetic Acid), John Wiley & Sons Ltd., 2007.

31 L. Yang, M. M. Furczon, A. Xiao, B. L. Lucht, Z. Zhang and
D. P. Abraham, Effect of impurities and moisture on
lithium bisoxalatoborate (LiBOB) electrolyte performance
in lithium-ion cells, J. Power Sources, 2010, 195, 1698–1705.

32 D. P. Abraham, M. M. Furczon, S.-H. Kang, D. W. Dees and
A. N. Jansen, Effect of electrolyte composition on initial
cycling and impedance characteristics of lithium-ion cells,
J. Power Sources, 2008, 180, 612–620.

33 R. Imhof and P. Novák, In Situ Investigation of the
Electrochemical Reduction of Carbonate Electrolyte
Solutions at Graphite Electrodes, J. Electrochem. Soc., 1998,
145, 1081–1087.

34 J. Vetter, P. Novák, M. R. Wagner, C. Veit, K.-C. Möller,
J. O. Besenhard, M. Winter, M. Wohlfahrt-Mehrens,
C. Vogler and A. Hammouche, Ageing mechanisms in
lithium-ion batteries, J. Power Sources, 2005, 147, 269–281.

35 P. Röder, B. Stiaszny, J. C. Ziegler, N. Baba, P. Lagaly and
H.-D. Wiemhöfer, The impact of calendar aging on the
thermal stability of a LiMn2O4–Li(Ni1/3Mn1/3Co1/3)O2/
graphite lithium-ion cell, J. Power Sources, 2014, 268, 315–
325.

36 M. Broussely, P. Biensan, F. Bonhomme, P. Blanchard,
S. Herreyre, K. Nechev and R. J. Staniewicz, Main aging
mechanisms in Li ion batteries, J. Power Sources, 2005,
146, 90–96.

37 M. Nie and B. L. Lucht, Role of Lithium Salt on Solid
Electrolyte Interface (SEI) Formation and Structure in
Lithium Ion Batteries, J. Electrochem. Soc., 2014, 161,
A1001–A1006.

38 B. S. Parimalam and B. L. Lucht, Reduction Reactions of
Electrolyte Salts for Lithium Ion Batteries: LiPF6, LiBF4,
25958 | RSC Adv., 2023, 13, 25948–25958
LiDFOB, LiBOB, and LiTFSI, J. Electrochem. Soc., 2018, 165,
A251–A255.

39 K. Xu, U. Lee, S. Zhang, M. Wood and T. R. Jow, Chemical
Analysis of Graphite/Electrolyte Interface Formed in
LiBOB-Based Electrolytes, Electrochem. Solid-State Lett.,
2003, 6, A144.

40 S. Leroy, H. Martinez, R. Dedryvère, D. Lemordant and
D. Gonbeau, Inuence of the lithium salt nature over the
surface lm formation on a graphite electrode in Li-ion
batteries: An XPS study, Appl. Surf. Sci., 2007, 253, 4895–
4905.

41 M. S. Milien, H. Beyer, W. Beichel, P. Klose, H. A. Gasteiger,
B. L. Lucht and I. Krossing, Lithium Bis(2,2,2-triuoroethyl)
phosphate Li[O2P(OCH2CF3)2]: A High Voltage Additive for
LNMO/Graphite Cells, J. Electrochem. Soc., 2018, 165,
A2569–A2576.

42 A. M. Andersson, D. P. Abraham, R. Haasch, S. MacLaren,
J. Liu and K. Amine, Surface Characterization of Electrodes
from High Power Lithium-Ion Batteries, J. Electrochem.
Soc., 2002, 149, A1358.

43 S. Dalavi, M. Xu, B. Knight and B. L. Lucht, Effect of Added
LiBOB on High Voltage (LiNi0.5Mn1.5O4) Spinel Cathodes,
Electrochem. Solid-State Lett., 2011, 15, A28–A31.

44 S. Li, Y. Liang, J. Xie, L. Ai, Y. Xie, C. Li, C. Wang and X. Cui,
Compatibility between lithium diuoro (oxalate) borate-
based electrolytes and Li1.2Mn0.54Ni0.13Co0.13O2 cathode for
lithium-ion batteries, J. Electroanal. Chem., 2018, 823, 688–
696.

45 A. M. Andersson, A. Henningson, H. Siegbahn, U. Jansson
and K. Edström, Electrochemically lithiated graphite
characterised by photoelectron spectroscopy, J. Power
Sources, 2003, 119–121, 522–527.

46 M. Xu, L. Zhou, L. Hao, L. Xing, W. Li and B. L. Lucht,
Investigation and application of lithium diuoro(oxalate)
borate (LiDFOB) as additive to improve the thermal
stability of electrolyte for lithium-ion batteries, J. Power
Sources, 2011, 196, 6794–6801.

47 B. Michalak, B. B. Berkes, H. Sommer, T. Brezesinski and
J. Janek, Electrochemical Cross-Talk Leading to Gas
Evolution and Capacity Fade in LiNi0.5Mn1.5O4/Graphite
Full-Cells, J. Phys. Chem. C, 2017, 121, 211–216.

48 G. Xu, X. Wang, J. Li, X. Shangguan, S. Huang, D. Lu,
B. Chen, J. Ma, S. Dong, X. Zhou, Q. Kong and G. Cui,
Tracing the Impact of Hybrid Functional Additives on
a High-Voltage (5 V-class) SiOx -C/LiNi0.5Mn1.5O4 Li-Ion
Battery System, Chem. Mater., 2018, 30, 8291–8302.

49 L. Madec and L. D. Ellis, Exploring Interactions between
Electrodes in Li[NixMnyCo1−xy]O2/Graphite Cells through
Electrode/Electrolyte Interfaces Analysis, J. Electrochem.
Soc., 2017, 164, A3718–A3726.

50 J.-N. Zhang, Q. Li, Y. Wang, J. Zheng, X. Yu and H. Li,
Dynamic evolution of cathode electrolyte interphase (CEI)
on high voltage LiCoO2 cathode and its interaction with Li
anode, Energy Storage Mater., 2018, 14, 1–7.
© 2023 The Author(s). Published by the Royal Society of Chemistry

http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ra02381h

	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h

	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h

	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h
	Impact of LiBOB additive on cycle-performance degradation of lithium mono-chelated borate electrolytes: minimize the crosstalk-derived deteriorationElectronic supplementary information (ESI) available. See DOI: https://doi.org/10.1039/d3ra02381h


