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relationship of nickel-rich NCM materials during storage in air is

established from the aspect of the Li* kinetics. It is found that the

increased cation mixing would gradually slow down the kinetics of the solid-phase Li* diffusion, and the adsorbed species (adsorbed
hydroxyl, bicarbonate, carbonated, etc.), impurities (LiOH and Li,COj,), and rock salt structure formed on the material surface can
significantly weaken the charge transfer kinetics at the electrode/electrolyte interface. In addition, the Li* kinetic degradation during
charge is much more serious than that during discharge, thereby becoming the dominant factor for the capacity fading during
storage. Interestingly, the self-regeneration of the interfacial charge transfer kinetics is found, in which the surface impurities would
be decomposed at the end of the first charge (4.0—4.3 V). Therefore, the results obtained in this work is conducive to further
understanding the performance degradation mechanism of nickel-rich NCM materials during storage and can provide favorable

guidance for the modification research.

KEYWORDS: nickel-rich layered cathode, storage, structure—performance relationship, kinetic degradation, Li* de/intercalation

B INTRODUCTION

In recent years, with the rapid development of the electric
vehicle market, the demand for high-energy-density lithium-ion
batteries (LIBs) has increased sharply. Owing to the high
capacity and the low cobalt content, nickel-rich Li-
Ni,Co,Mn,_,_,O, (nickel-rich NCM, 0.6 < x < 1) materials
have attracted much attention.'”> However, during the
practical production, transportation, and storage processes,
they would suffer from the poor storage stability in air, which
seriously affects their electrochemical performance. For
example, the charging voltage plateau gradually increases and
the discharging voltage plateau decreases with the storage time,
leading to the rapid capacity decay.’™®

So far, much effort has been made to understand the
structural degradation mechanism of nickel-rich cathode
materials during storage, which can be summarized as
follows:”*~"” (i) The residual alkaline species on the material
surface can react with H,O and CO, in air to form surface
impurities (LiOH and Li,CO;) and adsorbed species
(adsorbed hydroxyl, bicarbonate, carbonated, etc.). (ii) The
active oxygen species released by the surface spontaneous
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reduction of Ni**/Ni** would react with H,O and CO, in air
and further combine with Li* to form LiOH and Li,CO;. (iii)
With the reduction of Ni**/Ni?* and the extraction of Li*, a
delithiation structure would appear with an increased cation
mixing of Li*/Ni**. As for the deterioration mechanism of the
electrochemical performance during storage, it is generally
believed that the surface-adsorbed species and impurities or
their reaction products with the electrolyte would isolate the
active material particles, hindering the electrical contact and
ion transport.' "' All of the abovementioned studies
provide valuable information for the comprehensive under-
standing of the storage performance degradation mechanism of
nickel-rich NCM materials. However, the current cognition on
the relationship between the structural degradation of the
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Figure 1. XRD patterns (a—c) and Raman spectra (d) of the nickel-rich NCM materials after being stored for different days. FT-IR spectra (e) and
DSC-TG curves (f, g) of the pristine material and the material stored for 14 days.

stored materials and the electrochemical performance deteri-
oration still remains ambiguous, which lacks a more direct
connection. In addition, the reaction between the surface
impurities (LiOH and Li,CO;) and the electrolyte is still
controversial. Therefore, it is necessary to systematically
investigate the structure—performance relationship of nickel-
rich NCM materials during storage.

Recent studies found that the apparent capacity loss of
ternary cathode materials during the first cycle mainly
originates from the Li" kinetic limitation.”°™>* In addition,
our previous work also found that the degradation of Li* de/
intercalation kinetics is responsible for the majority of the
capacity loss of the NCM material during cycling at the high-
voltage condition.”* This indicates that the kinetic degradation
of Li* may be closely related to the electrochemical
performance deterioration of the stored nickel-rich NCM
materials. Therefore, the purpose of this work is to establish
the structure—performance relationship from the aspect of the
Li* kinetics and deeply understand the kinetic factors leading
to the capacity decay during storage.

B EXPERIMENTAL SECTION

Storage of Materials. The nickel-rich NCM material used in this
work was provided by Beijing Easpring Material Technology Co., Ltd.
(China). In order to accelerate the material aging, the storage test was
carried out at S5 °C and 80% relative humidity (RH). After being
stored for 1, 3, S, 7, and 14 days, the nickel-rich NCM materials were
taken out for further structural and electrochemical measurements.

Structural Characterization. The morphology and element
composition of the nickel-rich NCM material were confirmed using
a Hitachi TM3030 scanning electron microscope (SEM) and an NCS
Plasma-1000 inductively coupled plasma atomic emission spectrom-

eter (ICP-AES). The powder X-ray diffraction (XRD) measurements
were performed using a Rigaku Miniflex 600, and graphite was used
for the peak correction of the XRD profiles (Figure S2c). The
Rietveld refinement of the XRD profiles (without graphite) used the
GSAS package.”>*® The cation mixing was refined by the structural
model [Li; g5_Ni,]*[Li,Nig g9_.C0o10Mng;]*?0, with the space
group R3m, in which Li, transition metal, and O atoms occupy 3a
(0,0, 0.5), 3b (0, 0, 0), and 6¢ (0, 0, 0.2577) positions, respectively,
and a small amount of Li would mix with Ni. Fourier transform
infrared (FT-IR) spectroscopy measurements used a Horiba Xplora.
Raman spectroscopy measurements used a Horiba Xplora confocal
microscopic Raman spectrometer with a laser wavelength of 532 nm.
The surface structures of pristine and stored nickel-rich NCM
materials were detected using a high-resolution transmission electron
microscope (HR-TEM) G2 F30 (Tecnai). The differential scanning
calorimetry-thermogravimetry (DSC-TG) curves were collected using
a Netzsch 449 F1 Jupiter simultaneous thermal analyzer in a
temperature range of 35—850 °C with a heat rate of 5 °C min™".
Contents of surface impurities on pristine and stored nickel-rich
NCM materials were measured by a chemical titration method. In
detail, 1 g of the material was added into 100 mL of deionized water,
stirred for S min in a sealed bottle, and filtered to obtain the filtrate.
Then, the filtrate was titrated by a calibrated hydrochloric acid
solution.

Electrochemical Measurement. The stored nickel-rich NCM
material was mixed with acetylene black and poly(vinylidene fluoride)
(PVDF) at a mass ratio of 8:1:1, dispersed in N-methyl pyrrolidone
(NMP), coated on the aluminum foil, then dried at 80 °C overnight
in a vacuum oven, and finally punched into wafers to obtain the
nickel-rich NCM electrode. The areal loading of the nickel-rich NCM
electrode was ~1.90 mg cm™ and its thickness was ~15 um (Figure
S11), which can ensure the homogeneous reaction at the electrode
scale and help investigate the intrinsic electrochemical performance
caused by the structural degradation of materials. For a CR2016 coin
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Figure 2. Capacity—voltage curves (a) and the corresponding differential capacity curves (b) of the stored nickel-rich NCM materials in the first
cycle at 3.0—4.3 V and 0.1C. The correlation between the first-cycle specific discharge capacity and the Ni content in the lithium layer of the stored
nickel-rich NCM materials (c). The cycle performance of the stored nickel-rich NCM materials under different current densities (d).

cell, the nickel-rich NCM electrode was assembled with a Celgard
2400 separator, the commercial electrolyte LB301 (1 M LiPF4 in
ethylene carbonate/dimethyl carbonate (EC/DMC), 1:1 by volume),
and Li metal in an Ar-filled glovebox. The electrochemical
measurements were performed on a LAND CT-2001A battery testing
system at 25 °C. For the charging step, the coin cells were constant-
current charged to 4.3 V with a current density of 0.1C (1C = 180
mA-g™") and then constant-voltage charged at 4.3 V until the current
decreased to 1/10 of the original one. For the discharging step, the
coin cells were constant-current discharged to 3.0 V at 0.1C. For the
galvanostatic intermittent titration technique (GITT) measurements,
the pulse current density was 0.1C and the pulse time was 10 min,
followed by a relaxation time of 2 h. The in situ electrochemical
impedance spectroscopy (EIS) measurements were performed on an
electrochemical workstation Autolab PGSTAT302N (Metrohm,
Switzerland) with a frequency range of 100 kHz to 0.1 Hz.

B RESULTS AND DISCUSSION

The structure, morphology, and element composition of the
commercial nickel-rich NCM materials used in this work are
confirmed. As shown in Figure S1, the pristine material has the
a-NaFeO, layered structure (R3m), consisting of spherical
secondary particles, and the element composition obtained by
ICP-AES is Li/Ni/Co/Mn = 1.05:0.89:0.10:0.01.

The structural evolution of the nickel-rich NCM materials
during storage is systematically characterized by XRD, Raman
spectroscopy, FT-IR, and DSC-TG measurements, as shown in
Figure 1. It is found that the material surface would be
gradually coated by the adsorbed species and impurities,
accompanied by the formation of a near-surface rock salt
structure and the increased cation mixing (Li*/Ni**) during
storage. First, the XRD patterns in Figures la and S2a,b show
that the materials maintain a good @-NaFeO, layered structure
before and after storage, belonging to the R3m space
group.””*® However, there still exist three obvious changes
in the structure of the stored materials: (i) the appearance of
the impurity Li,CO; (Figure 1b); (ii) the shift of the (003)
peak position to a lower angle (Figure 1c); and (iii) the
decrease in the intensity ratio of the (003) and (104) peaks
(1(003)/1(104), Figure S2d). According to previous studies,

the shift of the (003) peak position is attributed to the
expansion of the c-axis caused by the extraction of Li*, and the
decreased 1(003)/I(104) value is closely related to an
increased cation mixing in NCM materials.”*?”%° So, these
changes in the XRD profile may indicate that the nickel-rich
NCM material is gradually delithiated to form the Li,CO;
impurity, accompanied by an aggravated cation mixing during
storage. The Rietveld refinement of the XRD profiles further
confirms the increased cation mixing (Figure S3 and Table
SS). The Ni content in the lithium layer («

[Li; 5—Ni,]**[Li,Nig g9_,C0g.10Mng,0;]*°0;) gradually in-
creases from 0.0549 Ni to 0.0595 Ni, 0.0648 Ni, 0.0673 Nij,
0.0698 Ni, and 0.0752 Ni after being stored for different times.
Second, for the Raman spectroscopy measurement, the new
peaks at ~180 and ~1095 cm™' in Figure 1d imply the
generation of LiOH and Li,CO; on the material surface,
respectively.”'” In addition, as shown in Figure S4, the relative
spectral intensities of the A, (Ni) and E, (Ni, Co) peaks
decrease with the storage time, indicating a weakened vibration
of the Ni**Oy4 coordination structure. This may be closely
related to the reduction reaction of Ni**/Ni**, which tends to
aggravate the cation mixing between Li* and Ni** in the
structure.* ~** Third, as for the FT-IR spectra in Figure le, the
absorption band at 3200—3600 cm™' corresponds to the
stretching vibration of O—H, and the absorption peaks at 1496,
1425, and 861 cm™" correspond to the vibration of the CO;*”
group.'”*® This further confirms the existence of surface
impurities (LiOH and Li,CO;) on the stored materials.
Fourth, as shown in Figure S13a,b and the fast Fourier
transform (FFT) image of region 1, the surface of the pristine
material has a layered structure belonging to the R3m space
group. However, in Figure S13c,d and FFT images of regions
2—4, the rock salt structure (Fm3m space group) appears in
the near-surface region (5—10 nm in thickness) after being
stored for 7 days, accompanied by the formation of the surface
impurity Li,CO; (C2/c space group). Fifth, through the
comparison of DSC-TG curves (Figure 1f—g), besides the
mass loss caused by the decomposition of the nickel-rich NCM
material beyond 715 °C, there are two additional mass losses
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Figure 3. Solid-phase Li* diffusion coefficients of the stored nickel-rich NCM materials during the first charging (a) and discharging (b) cycle.

of the stored material: the desorption of the surface-adsorbed
species (170—500 °C) and the decomposition of the surface
impurities (500—715 °C). It is generally believed that surface-
adsorbed species mainly include the adsorbed hydroxyl,
bicarbonates, and carbonates formed by the chemical
adsorption of H,0 and CO, in air.”'" Therefore, it can be
concluded that the material surface would be gradually coated
by adsorbed species (adsorbed hydroxyl, bicarbonates, and
carbonates) and impurities (LiOH and Li,CO;) during
storage. Meanwhile, Ni**/* would be reduced to Ni** with
the extraction of Li* and the release of the lattice oxygen, thus
causing the formation of the near-surface rock salt structure
and aggravating the cation mixing in the structure simulta-
neously. The abovementioned structural evolution of the
nickel-rich NCM material during storage is consistent with
previous studies.”'>'”*° In addition, the contents of surface
impurities, which are expressed by the mass fraction of Li
(wyy), are 0.14, 0.36, and 0.48 wt % for the NCM_ pristine,
NCM_3 days, and NCM_7 days samples, respectively (Table
S7).

The basic electrochemical performance of the stored nickel-
rich NCM materials is evaluated by charging/discharging the
coin cells in a voltage region of 3.0—4.3 V at 0.1C. It is
speculated that the Li* de/intercalation kinetics may be
degraded with the storage time, thereby leading to capacity
decay during storage. First, as shown in the capacity—voltage
curves of the first charging/discharging cycle (Figure 2a), the
nickel-rich NCM materials exhibit an increased charging
voltage plateau and a decreased discharging voltage plateau
with the storage time, which seriously limits the capacity
release. The specific discharge capacity in the first cycle
decreases from 212.5 to 202.3, 191.6, 188.2, 183.5, and 171.6
mAh-g~!. The detailed electrochemical performance in the first
cycle is presented in Table S1. Noting that there exists no
significant difference in the first-cycle Coulombic efficiencies of
the stored materials. This implies that no electrochemical
decomposition of surface impurities has occurred to cause
extra irreversibility in a voltage region of 3.0—4.3 V. Actually,
this phenomenon is consistent with previous studies, in which
the onset potentials of the electrochemical decomposition of
LiOH and Li,CO4 have been proved to be above 4.3 V (vs Li/
Li*) by both experiments and theoretical calculations.””~*
Second, the differential capacity curves in Figure 2b show a
series of phase transitions (HI—M—H2—H3) that the nickel-
rich material undergoes during the charging/discharging
process. The increased gap between the oxidation and
reduction peak potentials indicates aggravated electrode
polarization,””** which conforms to the change in the
charging/discharging voltage plateaus in Figure 2a. This may

imply a hindered Li* kinetics caused by the structural
degradation of the stored materials. Noting that a more
remarkable change in the shift of the oxidation peak potentials
seems to indicate a severer degradation of the Li*
deintercalation kinetics compared with the Li* intercalation
kinetics during discharge. Third, Figure 2c presents the
correlation between the first-cycle specific discharge capacity
and the Ni content in the lithium layer (x in
[Liy.05-xNi, J*[Li,Nig g9_,C0p.10Mng;]*°0,) of the stored
materials. Generally, the nickel ions mixed into the lithium
layer are believed to be electrochemically inert.”** So, the
dotted line in Figure 2c shows the theoretical specific discharge
capacities of the stored materials (only the irreversible capacity
loss caused by the cation mixing is considered, Queoretical =
212.5 — ANi* X 273.2, as shown in the dotted line in Figure
2¢). Obviously, there still exists a big gap between the actual
specific discharge capacity (the solid line) and the theoretical
one. Noting that XRD results can only give the bulk structural
information, while the surface layered structure would be
partially delithiated to form surface impurities after storage. If
all these delithiated layered structures transform into the
surface rock salt structure, which is electrochemically inert, the
extra irreversible capacity loss can be estimated by the contents
of surface impurities in Table S7 (

Q. = 2732 X Awy; X 96%6). For the NCM_3 days and

NCM_7 days samples, these extra capacity losses are
approximately 8.5 and 13.1 mAh-g™' respectively, and the
calibrated theoretical capacities should be 201.3 and 199.4
mAh-g~! (star symbols in Figure 2c), which are still much
larger than their actual capacities. This indicates that the
majority of the capacity loss for the stored materials may
originate from the degradation of Li* de/intercalation kinetics.
Fourth, as can be seen from Figure 2d, the capacity gap
between different stored materials increases with the current
density, further implying the degradation of Li* kinetics. If only
considering the active lithium loss, the capacity gap between
stored materials should be the same theoretically under
different current densities. But increasing the current density
would magnify the impact of kinetic degradation on capacity,
which is like a cask effect. Therefore, we speculate that the Li*
kinetics may be degraded with the storage time, thus becoming
the key factor for the capacity fading of the stored nickel-rich
NCM materials.

To confirm the Li* kinetic degradation of the stored nickel-
rich NCM materials, the solid-phase Li* diffusion kinetics
inside the materials and the charge transfer kinetics at the
electrode/electrolyte interface are systematically investigated
by GITT and in situ EIS measurements, respectively. Figure 3
presents the changes in the solid-phase Li* diffusion coeflicient
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Figure 4. In situ EIS profiles (a—f) and the fitted R, values (g) of the stored nickel-rich NCM materials during the first charging/discharging cycle.

(Dy) of the stored materials during the first charging/
discharging cycle. The processing method of the GITT data is
shown in Figures S5 and S6. It is found that the solid-phase Li*
diffusion kinetics would be gradually weakened by the
increased cation mixing during storage. First, the Dy;* evolution
of the pristine nickel-rich NCM material during the first cycle
can be summarized as follows:*”**~* (i) At the beginning of
charge and the end of discharge (x > ~0.80 Li), Dy is the
smallest. It can be attributed to the rare lithium vacancies and
narrow space of the lithium layer in the H1 phase. (ii) In the
middle of charge (~0.35 Li < x < ~0.80 Li), D;;+ gradually
increases with Li* deintercalation. This can be related to the
increased lithium vacancies and lithium layer space during the
phase transition of H1-M—H2. The D;;+ change during the
discharging process is just the opposite. (iii) At the end of
charge (x < ~0.35 Li), Dy;+ decreases with Li* deintercalation.
This may be caused by the decreased lithium layer space
during the H2—H3 phase transition and the suppression of the
Li* concentration gradient between the delithiated material
and the electrolyte. (iv) At the beginning of discharge (x <
~0.35 Li), Dy; is much larger than that at the end of charge,
which can be attributed to the acceleration on Li* intercalation
by the Li" concentration gradient. Second, the average Dy;
during the charging/discharging process is found to decrease
with the storage time. As shown in Figure S14, surface
impurities seem to have no obvious impact on the apparent
solid-phase Li" diffusion coeflicients tested by GITT. So, the
decreased Dy;+ during storage may be caused by the increased
cation mixing in the structure. Specifically, the average Dj;
during the charging/discharging process decreases from 1.04/
2.32 % 107 t0 0.12/0.82 X 107" m?-s7! after being stored for
14 days. The detailed D;; values of the stored nickel-rich
NCM materials are shown in Table S2. Therefore, it can be
concluded that the solid-phase Li* diffusion kinetics of the H1

phase is the slowest during the charging/discharging process,
and the solid-phase Li* diffusion kinetics during the charging
process is overall slower than that during discharge. Mean-
while, the increased cation mixing can not only lead to an
irreversible capacity loss but also weaken the solid-phase Li*
diffusion kinetics of the nickel-rich NCM materials after
storage.

The change in the Li* kinetics at the electrode/electrolyte
interface after storage is investigated by in situ EIS during the
first charging/discharging cycle, as presented in Figure 4a—f. It
is found that the adsorbed species, impurities, and rock salt
structure formed on the material surface would significantly
enhance the interfacial charge transfer resistance (R.),
especially during the first charging process. First, Figure 4a—f
shows the in situ EIS spectra of different stored nickel-rich
NCM materials. According to previous studies, the high-
frequency semicircle that appears at all potentials is mainly
associated with the surface film resistance, and the mid-
frequency semicircle that appears in some EIS spectra during
the charging/discharging cycle is related to the interfacial
charge transfer resistance.’*" So, in this work, the R, in each
spectrum at different potentials is distinguished as the mid-
frequency arc or semicircle. The in situ EIS profiles are fitted
using the equivalent circuit diagram in Figure S7. As can be
seen from Figure S8, no obvious difference appears in the
solution resistance (R,, the intercept on the real axis at the
high-frequency region) and the surface film resistance (R;, the
semicircle in the high-frequency region) between the stored
materials.”******* So, emphasis is given to the analysis of the
evolution of R, (the arc or semicircle in the mid-frequency
region). Second, Figure 4g and Table S3 show the R, changes
of the stored materials during the first charging/discharging
cycle, which mainly exhibit two characteristics: (i) During the
charging/discharging process, the R, in the low-potential
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region (3.00—3.80 V) and the high-potential region (4.15—
4.30 V) is relatively high, corresponding to the H1 phase and
the phase transition of H2—H3. (ii) For the pristine material,
the R value during charge is almost the same as that at the
same potential during discharge. However, as the storage time
increases, not only the overall R, values during the charging
and discharging processes increase significantly, but also the
increase of R, during charge is much larger than that during
discharge. This may be attributed to the surface-adsorbed
species, impurities, and rock salt structure formed after storage
because the surface-adsorbed species and impurities are
believed to be of poor Li* conductivity, while the rock salt
structure is electrochemically passivated and hard to generate
an internal electrical field as the driving force to accelerate the
motion of Li*.'"”***® Therefore, it is concluded that the
interfacial charge transfer kinetics of the H1 phase is relatively
slow. In addition, the surface-adsorbed species, impurities, and
rock salt structure would significantly slow down the interfacial
charge transfer kinetics of the stored nickel-rich NCM
materials, especially during the first charging process.

As confirmed by GITT and in situ EIS measurements, the
structural degradation of the nickel-rich NCM material during
storage would greatly deteriorate the Li* kinetics (both the
solid-phase Li* diffusion kinetics and the interfacial charge
transfer kinetics), especially during the first charging process.
This is consistent with the speculation in Figure 2b. To further
confirm the correlation between the first-cycle capacity loss
and the Li" kinetic degradation, the electrochemical tests are
performed on the stored nickel-rich NCM materials using the
constant-current and constant-voltage charging/discharging
steps, as presented in Figure S. It is found that the degradation
of the Li* deintercalation kinetics during charge should be
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Figure 5. Electrochemical performance of the nickel-rich NCM
materials in the first cycle with the constant-current and constant-
voltage charging/discharging steps at 3.0—4.3 V (0.1C): the pristine
material (a) and materials stored for 1 (b), 3 (c), 5 (d), 7 (e), and 14
() days.

responsible for the first-cycle capacity decay during storage in
air. First, the capacity during the constant-current charging
process gradually decreases with the storage time. As can be
seen from the red marks in Figure 5, more and more capacity
needs to be released through the constant-voltage charging
step, which implies the increased kinetic degradation of Li*
deintercalation. Second, as shown in the blue marks in Figure
S, the capacity loss after the constant-current discharging step
is almost the same (~0.10 Li) for each material, regardless of
the storage time. And it can be restored to a great extent after a
constant-voltage discharging step (a potentiostatic hold at 3.0
V for 24 h), which can promote further intercalation of Li* into
materials. This indicates that this capacity loss seems to be not
closely related to the kinetic degradation of Li* intercalation
during discharge but mainly originates from the intrinsic
kinetic limitation of the H1 phase at the end of discharge
(Figures 3 and 4g). This is consistent with previous
studies.””**** Noting that the slight difference in overall
Coulombic efliciencies of stored materials may be an
experimental error. Because the restored capacity during the
same hold time should be the same theoretically, but
differences between individual half-cells generated during the
assembly and operation processes may affect the actual amount
of restored capacity as well as the overall Coulombic efficiency.
In a word, it is believed that the capacity decay of nickel-rich
NCM materials during storage in air is mainly caused by the
degradation of Li* deintercalation kinetics during charge.

As mentioned above, the Li* kinetics during the charging
process is much slower than that during discharge, thus
becoming the key factor in determining the electrochemical
performance of the stored nickel-rich NCM materials. On the
one hand, owing to the existence of the Li* concentration
gradient between the delithiated materials and the electrolyte,
the solid-phase diffusion of Li" intercalation is promoted rather
than the Li* deintercalation, thus making the solid-phase Li*
diffusion kinetics during discharge faster than that during
charge, as shown in Figure 3. On the other hand, for the Li*
kinetics at the electrode/electrolyte interface, the kinetic
parameters measured by in situ EIS should be the same
theoretically at the same potentials during the charging/
discharging process because they are unaffected by the Li"
concentration gradient. However, as shown in Figure 4g, the
R, of the stored materials during the first charging process is
much larger than that at the same potential during discharge.
To figure out the origin of this difference in R, FT-IR and
Raman spectroscopy measurements are performed on the
pristine and stored materials (signed as NCM_pristine and
NCM_ 14 days), which are soaked in the LB301 electrolyte for
24 h. First, as shown in the FT-IR spectra in Figure 6a,b, the
CO,* absorption peaks (1496, 1425, and 861 cm™) of the
NCM._14 days sample seem to disappear after being soaked in
the electrolyte. The intensity of the absorption band at 3200—
3650 cm ™! increases obviously, which can be attributed to the
stretching vibration of O—H and the vibration of LiPFs.>">* In
addition, a few absorption peaks appear or strengthen in the
range of 800—1500 cm™: the peaks at 1304 and 848.5 cm™'
may correspond to species containing C=0 or OCO," (e.g,
ROCO,Li), and the peaks at 1265, 929.5, and 890.1 cm™ can
be ascribed to the vibration of Li,PO,F, or LiF, 7315354
However, in Figure 6c, after being rinsed with DMC, the
absorption peaks of the electrolyte and new species all
disappear and the peaks belonging to LiOH (3200—3600
cm™) and Li,CO; (1496, 1425, and 861 cm™") reappear. This
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Figure 6. FT-IR spectra of the NCM_pristine and NCM_14 days
samples before and after being stored in the electrolyte: without (a, b)
or with (¢) DMC washing. The Raman spectra of the materials after
being stored in the electrolyte without DMC washing (d). The
Raman spectra of the NCM_14 days sample after being charged to
different potentials in the first cycle (e).

indicates that the surface-adsorbed species may react with the
electrolyte to generate new in/organic species (e.g, ROCO,Li,
Li,PO,F, and LiF), thus enhancing the R, during both the
charging and discharging processes. But the LiOH and Li,CO,
impurities may not participate in the reactions. Second, as can
be seen in Figures 6d and S9, Raman spectroscopy measure-
ments also confirm the stability of LiOH and Li,COj; after
being stored in the electrolyte. In addition, in Figure Ge, it is
found that the surface impurities would disappear only at the
end of the first charge (4.0—4.3 V). As discussed in Figure 2a,
LiOH and Li,COj; should be electrochemically stable at the
working condition in our work. So, the disappearance of the
surface impurities in a potential region of 4.0—4.3 V may be
caused by the chemical corrosion of the trace HF produced by
the parasitic reaction between the nickel-rich NCM material
and the electrolyte at high potentials.54_58 In summary, it is
speculated that the decomposition of LiOH and Li,CO,
impurities at the end of the first charge (4.0—4.3 V) may be

the main reason for the R, difference between the first
charging and discharging processes.

The abovementioned speculation is further verified by in situ
EIS and electrochemical charging/discharging tests. First, the
in situ EIS measurement is performed on the NCM_14 days
sample during the second charging/discharging cycle. In
Figure 7a, it is obvious that the R values during the second
charge are much smaller than those during the first charge, and
almost the same as those at the same potentials during
discharge. This indicates that the interfacial charge transfer
kinetics of the stored material is significantly regenerated after
the first charge. Noting that the R, at 4.3 V in the second cycle
is slightly larger than that in the first cycle. On the one hand,
the regenerated kinetics during the second charge may make
the structure more delithiated, leading to a larger R, at 4.3 V in
turn because the R, value increases with the delithiation
degree at the end of charge (Figure 4g). On the other hand,
the gradual deterioration of the surface structure caused by the
parasitic reaction between nickel-rich NCM materials and the
electrolyte at high potentials may also enhance the R
value.””*” More detailed data are presented in Figure S10
and Table S4. Second, Figure 7b exhibits the cycle perform-
ance of the NCM_pristine and NCM_ 14 days samples in a
voltage region of 3.0—4.0/4.3 V. For the NCM_14 days
sample, after three cycles at 3.0—4.3 V, the capacity of the
subsequent cycles at 3.0—4.0 V is obviously larger than that
constantly cycled at 3.0—4.0 V. But there is no significant
difference in the capacity for the NCM_ pristine sample, which
implies the improved Li* kinetics of the NCM_ 14 days sample
after the charging process between 4.0 and 4.3 V. Therefore,
according to the results in Figure 6, it is concluded that the
decomposition of LiOH and Li,CO; impurities at the end of
the first charge (4.0—4.3 V) can significantly regenerate the
interfacial charge transfer kinetics of the stored materials,
making the R, during the first discharge much smaller than
that during the first charge.

B CONCLUSIONS

In this work, the structure—performance relationship between
the structural evolution and the electrochemical performance
deterioration of the nickel-rich NCM materials during storage
in air is systematically established from the aspect of the Li"
kinetics. It is found that the Li* kinetics (both the solid-phase
Li* diffusion kinetics and the interfacial charge transfer
kinetics) would be significantly weakened by the structural
degradation of the stored nickel-rich NCM materials, and the
kinetic degradation of Li* deintercalation during the charging

44a —o-NCM_14days_1st | ©280{p @ NCM_pristine_4.0V
B . < [ NCM_pristine_4.3V-4.0V
~0-NCM_14days_2nd < 2404 © NCM_14days_4.0V
é 3043V © NCM_14days_4.3V-4.0V
2200 ‘rm a8,
§150. o_o o 3.0-4.0V
8 ™m @8 @ B 8 @8 @8 @ @ o
1204
& | © © 0 0 06 0 o
5 84J0 0 0 © 0 © 0 06 0 0
g e e Lo T Lot
»n T T .
12 3 4 5 6 7 8 9 10

Cycle number

Figure 7. R, values of the NCM_14 days sample during first and second charging/discharging cycles (a). The cycle performance of the

NCM_ pristine and NCM_ 14 days samples at 3.0-4.0/4.3 V (b).

https://doi.org/10.1021/acssuschemeng.1c02486
ACS Sustainable Chem. Eng. XXXX, XXX, XXX—XXX


https://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.1c02486/suppl_file/sc1c02486_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.1c02486/suppl_file/sc1c02486_si_001.pdf
https://pubs.acs.org/doi/suppl/10.1021/acssuschemeng.1c02486/suppl_file/sc1c02486_si_001.pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig6&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig7&ref=pdf
https://pubs.acs.org/doi/10.1021/acssuschemeng.1c02486?fig=fig7&ref=pdf
pubs.acs.org/journal/ascecg?ref=pdf
https://doi.org/10.1021/acssuschemeng.1c02486?urlappend=%3Fref%3DPDF&jav=VoR&rel=cite-as

ACS Sustainable Chemistry & Engineering

Research Article

pubs.acs.org/journal/ascecg

process is the crucial factor for the capacity decay during
storage.

First, as revealed by the structural characterization (XRD,
FT-IR, Raman spectroscopy, HR-TEM, and DSC-TG), the
adsorbed species (the adsorbed hydroxyl, bicarbonates, and
carbonates) and impurities (LiOH and Li,CO;) would be
gradually formed on the material surface, accompanied by the
formation of the near-surface rock salt structure and the
increased cation mixing (Li*/Ni**) in the structure. Second,
the GITT and in situ EIS measurements indicate that the
increased cation mixing would weaken the solid-phase Li*
diffusion kinetics, while the surface-adsorbed species, impur-
ities, and rock salt structure would significantly slow down the
charge transfer kinetics at the electrode/electrolyte interface.
In addition, for the stored nickel-rich NCM materials, the
kinetics of Li" deintercalation during charge is much slower
than that of Li" intercalation during discharge, which can be
ascribed to the following two reasons: (i) The solid-phase
diffusion of Li" intercalation would be promoted by the Li"
concentration gradient between the delithiated material and
the electrolyte rather than that of Li" deintercalation. (ii) The
decomposition of the LiOH and Li,COj; impurities at the end
of the first charge cycle (4.0—4.3 V) would greatly regenerate
the interfacial charge transfer kinetics for the subsequent
charging/discharging processes. Third, through the detailed
electrochemical tests, it is found that the degradation of the Li*
deintercalation kinetics during charge is the dominant factor
for the capacity loss of the nickel-rich NCM material during
storage in air. Meanwhile, the “irreversible” capacity loss of the
first cycle seems to be not closely related to the kinetic
degradation of Li" intercalation during discharge but mainly
originates from the intrinsic kinetic limitation of the H1 phase
at the end of discharge.

Through the above systematic research, it can be realized
that enhancing the kinetics of Li* deintercalation during charge
is the key to improve the electrochemical performance of the
stored nickel-rich NCM materials. For example, removing the
surface impurities by means of alcohol/organic acid washing or
the precycle at high cutoff voltages (>4.3 V), removing the
impurities and reducing the cation mixing simultaneously by
the secondary calcination, etc. In a word, the results obtained
in this work are conducive to deeply understanding the storage
performance degradation mechanism of nickel-rich NCM
materials and can provide favorable guidance for the
modification research.
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