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ABSTRACT: Ni-rich lithiated layered oxides composed of Ni,
Co, and Mn (NCMs) have shown tremendous promise as
cathode materials in lithium-ion batteries (LIB) for electro-
mobility applications. The capacity of these materials increases
with nickel content, but there is a concomitant decrease in
stability and stable operating voltage during cycling. Hence, it
is of great importance to probe ways to increase the nickel
content without sacrificing other important aspects. In this
study, we performed a detailed comparative theoretical study
of Ni-rich NCMs to advance our understanding of the cycling
and thermal stability. On the basis of extensive analysis of
density of states, magnetic structure, bond covalency,
molecular orbital diagrams, Bader atomic charges, and oxygen binding energies, we draw several crucial conclusions: as the
NCM materials become increasingly rich in Ni, (1) the amount of high-valence Ni-ions increases (i.e., N3+, Ni4+), (2) Ni4+ ions
are readily reduced due to a low-lying LUMO, and hence can easily react with electrolyte species, (3) Ni4+-O bonds become
increasingly covalent, and (4) molecular oxygen release becomes more feasible and, hence, may result in cathode degradation.
Importantly, these conclusions are found to be appropriate also for the deintercalation process for all NCM materials and
therefore also explain cycling behavior. On the basis of the current results, we suggest that a strategy of doping NCMs with high-
valent cations, which suppresses Ni-ions in high oxidation states via charge compensation, should be adopted. These results will
be beneficial for understanding and designing high capacity LIB cathodes for electric vehicles.

1. INTRODUCTION
The excellent performance of lithium ion batteries (LIB) has
led to a revolution in portable electronic devices, and nowadays
LIBs are empowering electric vehicles (EVs).1 Among the
various factors influencing the performance of LIBs, the positive
electrode (cathode) material is arguably the most important
component, as the nature of the cathode primarily controls the
capacity and the stability of LIBs.2−10

Recently, lithiated transition metal (TM) oxides of the form
Li[NixCoyMnz]O2 (i.e., NCM) emerged as a very promising
family of cathode materials for LIB, and one of these materials
NCM-333 (LiNi0.33Co0.33Mn0.33O2) is already commercial-
ized.11 However, NCM-333 cannot be used in next generation
EV applications due to its low capacity (155 mAh g−1).8 The
growing demand for high-energy density materials has led to
tremendous research efforts in a quest to discover novel NCM
compositions. Among the family of NCM materials, the Ni-rich
materials (i.e., x > 0.5) have shown to be high energy-density,
low cost alternatives to LiCoO2.

12 Indeed, the capacity of
layered NCM materials grows linearly with increasing Ni
content, while the stability decreases with Ni content.13,14

The thermal stability of cathode materials, especially in the
delithiated state at voltages ≥4.3 V, is a major safety concern for

practical applications and therefore should be addressed
carefully. To design high capacity NCM-based cathode
materials with enhanced stability, it is important to understand
the capacity-stability trade-off in Ni-rich NCM materials.
Notably, the practical capacities (∼200 mAh g−1 for NCM-
811, ∼ 4.3 V) of Ni-rich NCMs are significantly lower in
comparison to their theoretical capacity (278 mAh g−1 for
NCM-811).14 In principle, higher practical capacities could be
obtained at higher voltages; however, at high voltages the
instabilities of Ni-rich NCMs become a serious concern.
Indeed, at high voltages drastic capacity degradation and rise in
impedance during cycling have been reported.14

The reasons for the reduced thermal and cycling stability of
NCMs with Ni content are not fully understood, yet. It has
been established that TM in different oxidation states can
modulate features of cathode materials. For instance, Mn4+ and
Co3+ stabilize the NCM structure, while Ni3+ and Mn3+ show
Jahn−Teller distortions.14−19 Ni2+ and Mn2+ ions may undergo
interlayer migrations at high voltages, which can lead to phase
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transitions.20−22 Previously, various studies proposed different
factors influencing the thermal and cycling stability of Ni-rich
materials. Several studies suggested that the observed
instabilities of Ni-rich materials are mainly due to high
concentration of unstable Ni4+ ions in partially delithiated
states and that these ions tend to reduce to the Ni2+ state with
oxygen loss.16,18,23,24

Sun and co-workers recently studied the structural and
electrochemical properties of different NCMs.16 They
suggested that the instability of partially delithiated states
increases with Ni content due to the presence of Ni4+ ions.
Hwang et al. studied the thermal stability of different NCMs
and found that the onset temperature of both oxygen release
and phase transitions decreases with increasing amounts of
Ni.18 They further suggested that the oxygen release is
associated with cation migration leading to irreversible phase
transitions. Previously, Bruce and co-workers demonstrated
that in the Li-rich material Li[Ni0.2Li0.2Mn0.6]O2 oxygen
evolution occurs on charge beyond 4.5 V,17 and these authors
also proposed that oxygen evolution is associated with TM
migrations. Tarascon and co-workers have established that
there is a fundamental relation between anionic redox and
oxygen bond formation in layered oxides.25,26

Another aspect of Ni-rich materials is the pronounced cation
mixing (cation disorder) that occurs during cycling. The effect
of this mixing is currently debated, and no consensus has been
reached whether cation mixing is beneficial for performance or
whether it leads to capacity degradation.14 However, it has been
established that in Ni-rich NCMs, Ni acts as a charge
modulator and as the main redox center, whereas Mn and
Co serve to stabilize these materials.14,18,19,27

Various approaches have been suggested to improve cycling
stability and enhance the thermal behavior of Ni-rich NCM
materials.28−34 These approaches include lattice cationic and
anionic doping, core−shell cathode materials with reduced Ni-
content in the shell, and coatings of cathode materials by thin
surface layers (e.g., oxides or salts). The latter approaches can
protect the materials from side reactions with solution species
and substantial increase the thermal stability of NCMs in the
delithiated state.
To answer the intriguing question of instability of Ni-rich

materials, it is important to examine and compare the electronic
structure of NCM materials at different Ni concentrations. In
this study, we employ density functional theory (DFT) to
perform a comparative analysis of the electronic structure,
structural details, chemical bonding, and oxygen vacancy
formation of different NCMs (NCM-424, NCM-523, NCM-
622, and NCM-811) at varying levels of lithiation. This work
complements the recent work of Sun and Zhao, which
addressed the mechanical properties and electronic structure
of pristine NCM materials.35 On the basis of the current
findings, we suggest a practical strategy to reduce the oxidation
state of Ni-ions by high-valent cation doping and thus improve
the stability and performance of Ni-rich layered materials.

2. COMPUTATIONAL METHODS
All DFT calculations were performed with the Vienna ab initio
simulation package36−38 (VASP) with antiferromagnetic spin
ordering, as suggested by previous studies.39−41 The general-
ized gradient approximation (GGA) PBE exchange-correlation
functional42 with the plane-wave projector augmented wave
method was used for all calculations. The kinetic energy cutoff
was set to 520 eV for all calculations.

The electronic structure (relative positions of the TM d- and
oxygen p-states) of layered LiTMO2-type materials predicted
by the PBE method often shows good agreement with the
experimental electronic structure,43−45 despite the inherent self-
interaction of PBE. Moreover, PBE accurately predicts the
intercalation voltage trends, defects, and interlayer stacking of
layered TM oxide materials.15,22,27,46−49 One can add Hubbard
correction parameters (U) to PBE to correct for the self-
interaction error, although this can perturb the electronic
structure. Unfortunately, the optimal value of the U parameter
is dependent on the degree of electron correlation, and in
layered LiTMO2-based materials, the electron correlation varies
with the level of lithiation (i.e., oxidation state of TMs).50,51

Previously, it was demonstrated that for LiTMO2 system, the U
values that give correct electronic structure (for LiCoO2 U ∼
2.9 eV and for LiNiO2 U ∼ 4.0 eV) could not predict accurate
voltages, and hence higher U values (for LiCoO2 U ∼ 4.9 eV
and for LiNiO2 U∼ 6.4 eV) are often chosen to compute the
average volatage.52−54 However, adding U corrections to the
PBE functional gives incorrect voltage profiles (i.e. trends),27,47

and hence we chose to use PBE without any Hubbard
correction. Dispersion corrections were included via the opt-
PBE-vdW functional.55

The geometries were considered minimized when the
maximum force was found to be less than 0.01 eV/atom. The
NCM system were constructed using a supercell of 5 × 4 (60
formula units, R3 ̅m space group) of an α-NaFeO2-type
structure. Due to considerations of computational costs (240
atoms), all calculations were performed with the gamma k-point
only.
Additionally, we have also performed chemical-bonding

analysis by plotting the crystal orbital Hamiltonian population
(COHP).56−58 This scheme has been implemented in the
LOBSTER program, which calculates COHPs directly from the
plane-wave output.58

Binding energies for molecular oxygen (ΔEO2

bind) for NCMs
were computed using the following equation:

Δ = + −E E E E(NCM ) (NCM )O
bind

defective O perfect2 2 (1)

where E(NCMdefective) represents the total energy of the system
with two neighboring oxygen vacancies, E(NCMperfect)
represents the total energy of the NCM system without any
oxygen vacancies, and EO2

represents the energy of a gaseous
O2 molecule (modeled as a single molecule in a large periodic
box). To compute the energy of O2-defect structures for the
calculation of oxygen molecular binding energies, the oxygen
molecule with the shortest O−O distance was removed from
the supercell. Several defect candidates with close O−O
distances were considered and the lowest energy defect
structures were considered for oxygen binding energy
calculations.

3. RESULTS AND DISCUSSION
3.1. Structure of NCM Materials during Cycling.

Lithiated layered oxides of Ni, Co, and Mn (NCMs) exhibit
preferential TM orderings, which are thought to be governed
by electrostatic interactions.59 Several experimental reports
have identified a (√3 × √3)R30 type of ordering in
NCMs.60−64 To predict low-energy cationic ordering in
NCM materials, we prescreened various √3-ordering struc-
tures using DFT calculations, and the lowest energy structures
were considered for further calculations. The NCM structures
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with the most stable cationic orderings were fully relaxed at
different Li-compositions with various Li arrangements. To
obtain the optimal Li-orderings, several Li-vacancy arrange-
ments were created manually and the lowest energy arrange-
ments were considered at every composition. We note that in
the most stable structures, the Li ions were found to be ordered
with large Li−Li separations to minimize the electrostatic
repulsion.
Figure 1 shows the cationic ordering of a low energy

structure of NCM-811, while the structures of NCM-424,

NCM-523, and NCM-622 are given in Figure S1. The changes
in the c lattice parameter of the studied NCMs are given in
Figure 2. We note significant changes in the c lattice parameter

with the Li deintercalation, but only minor changes in the a
lattice parameters were observed (Table S3). Due to the
absence of dispersion, GGA methods typically predict a
monotonically increasing trend for the c lattice parameter as a
function of Li deintercalation.27,65 However, it is experimentally
demonstrated that the c lattice parameter initially increases with
Li-deintercalation and subsequently decreases at low Li content
(Figure 2).23,66−69 At low lithiation levels, the metal oxide
layers are separated by dilute Li-ion layers, and at this low
lithiation level, weak interlayer dispersive interactions are
important. Because of this, the PBE functional, which does
not treat dispersion interactions well, overestimates the c lattice
parameter. Indeed, the dispersion corrected functional (opt-
PBE-vdW) correctly predicts the changes in the lattice
parameters in accordance with experimental results for NCMs
(Figure 2).23,66−69 We also note that the c lattice parameters of

NCMs in the pristine state decrease from NCM-424 to NCM-
811 (Figure 2, inset).

3.2. Electronic Structure and Oxidation States of
Transition Metals. The local magnetic moments and
projected density of states (PDOS) for the NCM materials
indicate that Ni may be present in a variety of oxidation states
(Ni2+, Ni3+, and Ni4+) (Figure 3). Formally, Ni2+, Ni3+, and Ni4+

have the electronic configurations t2g
6(|↓↑|↓↑|↓↑|) eg

2(|↑|↑|),
t2g

6(|↓↑|↓↑|↓↑|) eg
1(|↑||), and t2g

6(|↓↑|↓↑|↓↑|) eg
0(|||), respec-

tively. We also note that in all our calculation for the pristine
materials, the Co-ions were found to have a 3+ oxidation state.
This is indicated by the absence of both exchange splitting and
magnetic moment on Co, hence suggesting an electronic
configuration of t2g

6(|↓↑|↓↑|↓↑|) eg
0(|||). We also note that the

valence state of Mn is 4+, with an electronic configuration of
t2g

3(|↓|↓|↓|) eg
0(|||), and this electronic structure is invariable

with Ni and Li concentration. As noted previously for NCM-
523 and NCM-622,22,27 the frontier states close to the Fermi
level consist of Ni and Co ions. Specifically, the occupied states
have primarily Ni2+-eg, Ni

3+-eg, and Co3+-t2g character, whereas
the unoccupied states consist mostly of Ni3+-eg states. The
primary presence of Ni states near the Fermi level suggests that
Ni-ions play a major role in the electrochemical redox process
in NCM materials. The electronic structure also suggests that
the contribution of the Ni-t2g states increases with Ni
concentration in NCMs (Figure 3). Inspection of the DOS
also reveals that the contribution of the Ni-eg states decreases
with increasing Ni concentration as we move from NCM-424
to NCM-811 (Figure 3, blue box). Two additional noteworthy
features of the DOS are the shifting of the Ni bands toward the
oxygen 2p bonding bands (Figure 3, orange box) and an
increase in the Ni character in the oxygen 2p-bonding peaks
(Figure 3, cyan box). These observations indicate a surge in the
metal−oxygen covalency with increasing Ni content. Further-
more, the band gap of different NCMs follow the trend NCM-
424 > NCM-523 > NCM-622 > NCM-811. This decrease in
band gap along the NCM series indicates increasing electronic
conductivity with higher Ni content. We note that NCM-811
shows half metallic character resembling the behavior of
LiNiO2.

54 Interestingly, Noh et al. have experimentally
confirmed that electronic conductivity increases with increasing
Ni content in NCMs.16

To understand the instability of Ni-rich materials and low
stable operating voltages, we examined the changes in
electronic structure of Ni-rich NCM (NCM-811) as a function
of delithiation (Figure 4). Careful examination of the electronic
structure suggests that the Ni-character of the oxygen 2p bands
increases with deceasing Li concentration (Figure 4, cyan box).
These results indicate that Ni−O covalency increases with Li
deintercalation. Greater M-O covalency leads to instability and
subsequent oxygen loss, since delocalized oxidation holes are
formed on covalent admixtures of M-O rather than localized
holes forming on the metal centers, as is the case for ionic M-O
bonds.44

The contribution of Ni2+-eg and Ni3+-eg below the Fermi
level decreases from n = 1.00 (in LinNi0.8Co0.1Mn0.1O2) to n =
0.25 and vanishes at n = 0.00. However, the Co3+-tg states
remain almost intact, suggesting that in NCM-811, oxidation of
Co takes place after n = 0.25. Finally, the contribution of
unoccupied Ni states (Figure 4) increases with Li dein-
tercalation indicating oxidation of Ni.
The oxidation states of TMs are known to dictate the

properties of cathode materials. Figure 5 shows the oxidation

Figure 1. (a) Supercell of LiNi0.8Co0.1Mn0.1O2, in which Li atoms are
marked in green; (b) most preferred cation ordering.

Figure 2. Change in the c lattice parameter as a function of delithiation
(n) for various NCM materials using the PBE and dispersion-corrected
PBE functionals. Inset figure shows the c lattice parameters of different
NCMs calculated using PBE.
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Figure 3. Density of states for (a−d) NCM-424, NCM-523, NCM-622 and NCM-811, respectively. The center, right, and left boxes indicate the Ni-
t2g band, Ni-eg band, and metal character in hybridized O-metal bonding states, respectively.

Figure 4. Density of states of NCM-811 at (a) n = 0.75, (b) n = 0.50, (c) n = 0.25, and (d) n = 0.00. The center, right, and left boxes indicate the Ni-
t2g band, Ni-eg band, and metal character in hybridized O-metal bonding states, respectively.
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states of TMs in different pristine NCMs. The oxidation states
are estimated based on the computed magnetic moments and
the projected density of states (Table S1). Clearly, as the
concentration of Ni increases from NCM-424 to NCM-811,
the concentration of Ni3+ ions increases and the concentration
of Ni2+ decreases (Figure 5a). It is noteworthy that the
concentration of Ni4+ ions as a function of Li content increases
more rapidly in Ni-rich materials (NCM-811 and NCM-622),
whereas this increase is reduced in the materials with lower Ni
content (like NCM-424) (Figure 5b). Recently, Sun et al.
estimated the oxidation states of TMs in NCMs based on the
TM-O distances.35 They found the existence of Co2+ ions along
with Co3+ ions in pristine NCMs. However, our results (based
on magnetic moments and PDOS, see Supporting Information
for discussion) indicate that the oxidation state of Co (3+)
remains constant in different NCMs in the pristine state. Our
results agree with several experimental studies that have
confi rmed a 3+ Co-ox idat ion state in different
NCMs.2,11,15,16,19,44,45,58,70,71 We suspect that for the multi-
TM systems (i.e., NCMs), where each oxygen atom shares
several different types of TMs, bond distances might not reflect
the oxidation states accurately, and the magnetic moments are
likely better reporters on oxidation states.
3.3. Chemical Bonding Analysis of NCMs. Chemical

bonding plays a primary role in controlling the electrochemical
activity and stability of cathode materials. The nature of the
chemical bonding between metal and oxygen changes both with
the nature of the metal and its oxidation state. To understand
the changes in chemical bonding with Ni concentration in

NCMs, we investigated the crystal orbital Hamilton popula-
tions (COHP)56−58 and the Bader charges.72 In Figure 6, we
show the chemical bonding descriptors, COHP and integrated
COHP (ICOHP) of pristine NCM-811, which we used to
examine the M-O bonding with Ni in different oxidation states.
ICOHP (up to the Fermi level) indicates that the M-O
covalency increases with the oxidation state of Ni. The ICOHP
(Figure 6) follows the order Ni2+-O (−1.08, −0.64) < Ni3+-O
(−1.24, −1.13) < Ni4+-O (−1.34, −1.36), indicating that the
covalency of Ni increases with its oxidations states. This
conclusion mirrors the one drawn based on the M-O
hybridization observed in the DOS above (Figures 3 and 4).
The difference in up and down spin ICOHP decreases from
Ni2+-O to Ni4+-O due to the reduced number of unpaired
electrons at the TM centers. Finally, on comparing the COHP
plots with the DOS (Figure 4), we conclude that Ni-t2g has
antibonding character.
On the basis of COHP and PDOS (Figures 3, 4, and 6), we

constructed a MO diagram for NCM-811 (Figure 7). The
diagram was constructed based on an octahedral metal crystal
field ligating oxygen.73 In an octahedral field, the oxygen
orbitals are split into symmetry adapted π(s-pz) and σ (px,py)
basis sets. The nature of interactions between metal and oxygen
is often ionic due to differences in electronegativity of metal
and oxygen, as seen for Ni2+ and O2− in Figure 7. However, we
note that with an increase in the oxidation states of Ni, the
energy difference between the M-O levels decreases due to
lowering of the energy of the Ni levels. This effect is clearly
seen in Figure 7, where the energy levels of Ni4+ and O2− are
closer in energy, thereby showing pronounced covalency.
Experimentally, it has been suggested that Ni4+-O bonds are
unstable and that Ni4+ is prone to be reduced to its most stable
state (Ni2+) with concomitant oxygen release. This MO
diagram also reveals the possible cause of instability of Ni4+-
O bonds; the Ni4+-eg is a very low lying LUMO. This LUMO
has significant covalent character and can easily accept electrons
from oxygens or the electrolyte at the solid−electrolyte
interface.

3.4. Bader Charges and Oxygen Binding Energies.
Atomic charges constitute a metric for understanding the ionic
or covalent character of bonds. To further solidify our
conclusions regarding increased Ni−O covalency with increas-
ing Ni content in NCMs and on Li deintercalation, we
computed the average Bader charges of different NCMs. The
average Bader charges on oxygen in NCM-424 and NCM-811
are shown in Figure 8a. We see that the average absolute Bader
charge on oxygen atoms linearly decreases with Li dein-
tercalation, indicating an increase in M-O covalency. We also
note that the oxygen Bader charges in NCM-811 are
consistently lower than NCM-424. Since the average formal
charge of the TMs is conserved in NCMs, the reduced Bader
charges on oxygen are accompanied by a parallel increase in
TM charges, hence indicating an increase in covalency. We
therefore conclude that the Bader charges also suggest that the
M-O covalency increases with increasing Ni content.
The stability of cathode materials strongly depends on the

stability of M-O bonds on Li deintercalation. Since oxygen
binding energy is an indicator of the strength of the M-O
bonds, we computed the oxygen binding energy as a function of
Li content. Inspection of Figure 8b reveals that the oxygen
binding energy decreases with increasing Ni content in NCM,
as well as with Li deintercalation. The oxygen binding energies
were found to decrease with delithation, but for the fully

Figure 5. (a) The oxidation states of transition metal ions in various
NCMs. (b) Amount of Ni4+ ions as a function of state of charge in
various NCMs.
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delithiated systems, the binding energies increased relative to
the corresponding value at n = 0.75. We note that for n = 1.00
to 0.25, the oxygen release reduces the Ni-ions, but for n = 0.00,
Co4+ ions are also reduced along with Ni4+ ions and the gain in
energy for Ni4+ reduction is different from the gain in energy by
the reduction of Co4+ ions. This is reflected in the increased
oxygen binding energies for n = 0.25 to n = 0.00.
On the basis of the analysis of electronic structure, the

COHP and MO diagram above, we suggested that M-O
covalency increases with both increasing Ni content and
decreasing Li content. One might envision that M-O covalency
might lead to stronger M-O bond, but the opposite is true in
NCM cathode materials. A high degree of covalency leads to

electron delocalization across the M-O bonds, and during
electrochemical oxidation, the M-O bonding electrons are
extracted, leading to weakening or rupturing of the M-O bonds.
The decrease in oxygen binding energy with Li dein-

tercalation and with increasing Ni content supports the above
findings. Our results show that moving from NCM-424 to
NCM-811, or conversely on lithium deintercalation, the oxygen
binding energy decreases (i.e., oxygen release is expected to be
more rapid). This finding is also mirrored in our computed
radial distribution functions (Figures S2−S5). Previous studies
on different cathode materials suggested that a higher negative
charge on oxygen atoms results in greater oxygen binding
energies.19,46,74 Herein, we similarly find that the Bader charges

Figure 6. Chemical bonding descriptors, COHP and integrated COHP (ICOHP) for pristine NCM-811.

Figure 7. Molecular orbital diagram of NCM-811 based on PDOS and COHP.
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on oxygen atoms correlate well with oxygen binding energies,
indicating that a low charge (i.e., greater covalency) leads to
weakening of metal oxygen bonds. Inspection of the electronic
and magnetic structure in our oxygen-intact and oxygen-
deficient NCM systems shows that Ni4+ ions surrounding
oxygen sites are reduced to Ni2+ states upon oxygen removal,
while no change in oxidation states of Co and Mn occurred for
n=1.00 to n=0.25. These results emphasize the tendency of Ni4+

to reduce to a Ni2+ state, while Co and Mn remain inactive.
3.5. High-Valency Doping in NCM Materials. On the

basis of the above analysis, we propose that the oxidation state
of Ni-ions plays a primary role for both the electrochemical
activity and stability of NCM materials. The Ni2+ oxidation
state is preferable due to ionic Ni−O interactions and its two
redox-active electrons. In contrast, Ni4+ is problematic as it
leads to Ni−O covalency, and it tends to reduce to Ni2+, via
side reactions. On the basis of these findings, we suggest that a
high-valent cation doping strategy, which reduces the oxidation
state of Ni-ions via charge compensation,45 should be a
promising direction.22,27,46 To demonstrate this, we substituted
Mn4+ with Nb5+ and Mo6+ in NCM-622, to generate NCMo-
622 and NCNb-622. These in silico experiments clearly show
that doping with these high valent cations, increases the
concentration of Ni2+ ions significantly (Table S2)

■ CONCLUSIONS

It is well-known that the capacity of NCM materials increases
with increasing Ni-content, yet the stability in these materials is
severely hampered. In the present study, we performed a
comparative theoretical analysis of several layered NCM
materials to obtain a better understanding of the reason for
this reduced stability. Specifically, we employed density
functional theory to study structural and electronic properties
of NCM-424, NCM-523, NCM-622, and NCM-811. On the
basis of extensive analysis of density of states, magnetic
structure, bond covalency, molecular orbital diagrams, Bader
atomic charges, and oxygen binding energies, we draw several
crucial conclusions: as we increase the amount of Ni in NCM
materials, (1) the amount of high-valence Ni-ions increases
(i.e., N3+, Ni4+), (2) Ni−O bonds become increasingly covalent,
as Ni4+-O bonds are more covalent in nature than for Ni in
lower oxidation states, (3) Ni4+ is readily reduced due to a low-
lying LUMO and, hence, can easily react with oxygen or
electrolyte species, and (4) molecular oxygen release becomes

more feasible and, hence, results in cathode degradation.
Importantly, these conclusions are found to be appropriate also
for the deintercalation process for all Ni-rich NCM materials.
Hence, a strategy of high-valency doping, which suppresses Ni-
ions in high oxidation states via charge compensation, should
be adopted. The current results are expected to help in the
future rational design of doped NCM and related materials.
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