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Rechargeable lithium—ion batteries with high energy density and
fast-charging capability are vital for commercial applications. Dis-
ordered rocksalt (DRX) materials with a cation/anion ratio greater
than one, achieved through additional lithium insertion, have
emerged as promising high-rate anode candidates. Inspired by the
previously reported Liz,,V,05 (0 < x < 2) anode, a comprehensive
search was conducted for all potential redox centers using high-
throughput density functional theory (DFT) computations. This
study examined 23 redox centers in a prototype formula Liz,,V,05
(0 < x < 2) with the DRX structure, analyzing aspects such as
voltage curve, theoretical capacity, energy density, phase stability,
electronic conductivity, and volumetric change during cycling.
Promising candidates were identified with redox centers including
V, Cr, Nb, Mn, and Fe, marking them as potential anode materials.
Additionally, this research revealed the origin of the low voltage in
DRX anodes and proposed a method to optimize the average
voltage by tuning the relative energies among structures with
varying lithium contents. This work provides compositional design
principles for the new promising DRX anode of LIBs with high
energy density, fast-charging capability, and good cycling stability.

Introduction

Rechargeable lithium-ion batteries (LIBs) with high energy
density, fast-charging capability, cycling stability, and safety
are required to satisfy the increasing global energy demand.'™
The disordered rock-salt (DRX) oxides recently emerged as pro-
mising intercalation anodes.®™® The lower lithium-ion intercala-
tion voltage of the DRX anode contributes to the higher energy
density of LIBs.>*''? Recently, DRX Liz;,V,05 (0 < x < 2)° has
been reported as a promising DRX anode with an average
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New concepts

We introduced a new concept for estimating the average voltage of a
broad range of Li-ion battery anode materials. This concept uses the
relative energy between the overlithiated state and the stoichiometric
state. It applies to materials with a cation/anion ratio larger than one and
a disordered rocksalt (DRX) structure. The concept is based on about 7680
density functional theory calculations across 23 metals and 13Li contents
per formula unit. Additionally, we have identified ten material systems
that outperform the state-of-the-art Lithium Titanate commercialized
anode. Given the vast design space of overlithiated DRX materials, this
concept will significantly accelerate the discovery of novel intercalation
electrodes.

intercalation voltage of 0.58 V. Such anodes in general operate
at the composition with cation/anion ratio larger than 1.0,
which is referred to as overlithiated DRX." As a result of
overlithiation, the lithium-ion diffusivity will be greatly enhanced,
which leads to extraordinary rate performance for fast charging
applications.*™* The origin of high ionic conductivity stems from
the face-sharing local structures that are enforced by
overlithiation,*"*'* which is the key to high lithium-ion diffusiv-
ity in several cases even without overlithiation.">'®

Understanding overlithiated disordered rock-salt (DRX)
compounds is essential, as DRX-type Li;.,V,0s has demon-
strated reversible cycling between 0.01 V and 2 V with a specific
capacity of ~255 mAh g~ '.° This material exhibits excellent
rate capability and maintains stable performance over 1000
charge-discharge cycles with negligible capacity decay, leading
to its recent commercialization. Additionally, our recent com-
putational and experimental work"® has confirmed that various
overlithiated DRX compounds can be directly synthesized
through the solid-state synthesis method. Therefore, it reveals
that there is an overlooked potential of the overlithiated DRX
compounds.

Given the promises for building DRX anodes with over-
lithiation composition design, the viable chemical space is still
largely unknown. In this work, 23 redox centers (e.g. Ti, V, Cr,
Mn, Fe, Co, Ni, Cu, Ge, Zr, Nb, Mo, Rh, Ru, Sn, Sb, Te, Hf| Ta,
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W, Re, Ir, Ce) were thoroughly evaluated concerning the possi-
bility of acting as promising anode materials when intercalat-
ing from LizM,05 to LisM,0s. For each redox center, the
average voltage, theoretical capacity, and energy density of 23
systems are calculated by even sample of Li content ranging
from 3Li per Os (Li3M,0s) to 5Li per Os Li (LisM,0s) and at least
16 types of different ordered structures are sampled for each Li
content. Taking Lis,TisO1, (LTO) (0 < x < 3)'® as a reference,
there are some promising anode materials with similar or higher
energy densities. Among these, several new anode compositions
are presented that are comparable to or better than state-of-art
Liz,V,05 (0 < x < 2)° in terms of performance, stability,
volumetric change, cost, and electronic conductivity. Addition-
ally, the voltage curves of selected low voltage and high voltage
DRX LizM,05 anode are presented. Furthermore, we also
established a straightforward way to understand the origin and
tunability of average voltage for overlithiated DRX anodes.

Results and discussion

High energy density anode is a crucial requirement for the next
generation of LIBs."”° DRX anode has been regarded as a high
energy density anode due to its high theoretical capacity and low
voltage.>” To discover more promising DRX anodes with high
energy density and find the fundamental mechanism of high-
performance overlithiated DRX anode, 23 redox centers, Ti, V, Cr,
Mn, Fe, Co, Ni, Cu, Ge, Zr, Nb, Mo, Rh, Ru, Sn, Sb, Te, Hf, Ta, W,
Re, Ir, and Ce, were systematically evaluated when lithium-ion
intercalation from LizM,Os to LisM,Os. The typical structure of
Liz.,M,0s5 is demonstrated in Fig. 1(a), the extra Li is assumed to be
inserted into the tetrahedron sites according to previous reports.*>'*
Building on the DFT computed average voltage and capacity, the
Ragone plot®>* that correlates theoretical capacity and average
voltage with energy density is shown in Fig. 1(b). The average
voltage of the cathode is assumed to be 4 V in the calculations,
which is achievable in state-of-the-art Ni-rich cathodes.®***
Compared with the reported LTO™ with a theoretical capacity of
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175.14 mAh g~ " and average voltage of 1.55 V, the theoretical
capacity of 11 DRX Liz.,M,05 compounds (where M = Cu, Ni,
Co, Fe, Ge, Mn, Cr, Ru, Rh, V, and Nb) are higher."> Among
those promising candidates, Mn, Cr, Nb, and V-based anodes
stand out among all candidates with the highest energy den-
sities (>600 Wh kg™ '). Particularly, V shows the highest
theoretical capacity of 264.44 mAh ¢~ and energy density of
930.22 Wh kg™ respectively (Table S1, ESIt). The calculated
theoretical capacity of 264.44 mAh g ' is close to the experi-
mentally measured capacity value of ~255 mAh g~ '.° While Nb
shows the lowest theoretical accessible voltage as 0.19 V, even
though the energy density is relatively lower at 711.60 Wh kg™
due to the much larger molar mass of Nb. Moreover, Ru, Rh,
Ge, Fe, and Mn also show larger energy density compared with
reported LTO, with energy densities being 535.21 Wh kg '
469.17 Wh kg™, 527.79 Wh kg ', 519.74 Wh kg™ ', and
663.02 Wh kg~ ' respectively. Additionally, Liz;,M,05 com-
pounds that contain Sn, Co, Ni, and Sb are very close to the
energy density of the LTO anode. Nevertheless, Lis;,M,O05
compounds with certain metals, e.g. Mo, W, and Ce also display
very competitive voltage with limited capacity. On the
other hand, Ti, Zr, Hf, and Ta-based Li;,,M,0s5 turn out to be
electrochemically inactive at all.

A promising anode material for lithium-ion batteries (LIBs)
should ideally have a near-zero low intercalation voltage to
maximize energy density. Consequently, the voltage curves of
various DRX anode materials are analyzed through high-
throughput screening of density functional theory (DFT) data.
The analysis focuses on understanding the low voltage char-
acteristics of DRX Lis,,M,05 materials. The selected voltage
curves are depicted in Fig. 2, organized by the magnitude of the
average voltage. Specifically, Fig. 2(a) showcases candidates
with voltages close to 0 V, including materials with M as Ce,
Re, Nb, V, Ru, and Cr, while Fig. 2(b) features candidates with
average voltages above 1.5 V, comprising materials with M as
Cu, Ni, Co, Fe, Te, and Sb. The average voltages for these
selected low and high-voltage DRX Li;:,M,05 (M = Ce, Re,
Nb, V, Ru, Cr, Cu, Ni, Co, Fe, Te, and Sb) are as follows:
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Fig. 1 Overview of high throughput screening DFT data: (a) the atomic structure of Liz,,M>05 (0 < x < 2); (b) Ragone plot of the average voltage,
theoretical capacity, and energy density of all searched DRX Liz,,M>05 (0 < x < 2) (M =Ti, V, Cr, Mn, Fe, Co, Ni, Cu, Ge, Zr, Nb, Mo, Rh, Ru, Sn, Sb, Te, Hf,

Ta, W, Re, Ir, Ce) and reported Lis,TisO1, (0 < x < 3).1°
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Fig. 2 Analysis of selected compounds with low voltage and high voltage: (a) the voltage curve of Liz,,M,Os with relative low average voltage (M = Ce,
Re, Nb, V, Ru, and Cr); (b) the voltage curve of Liz,,M,Os with relative high average voltage (M = Cu, Ni, Co, Fe, Te, and Sb); (c) and (d) the intercalation
convex hull of selected low and high voltage DRX Liz,,M,O0s5 (M = Ce, Re, Nb, V, Ru, Cr, Cu, Ni, Co, Fe, Te, and Sb); (e) and (f) the stability (En.y) of selected
low and high voltage DRX Liz,xM>05 (M = Ce, Re, Nb, V, Ru, Cr, Cu, Ni, Co, Fe, Te, and Sb).

021V, 1.22 V, 0.19 V, 0.48 V, 0.98 V, 1.14 V, 2.87 V, 2.41 V,
2.26 V, 1.94 V, 1.85 V, and 1.71 V respectively, as listed in
Table S1 (ESIT). Additionally, the intercalation voltage curves
for other DRX Li;,M,05 materials not included in Fig. 2
(M =Ti, Mn, Ge, Zr, Rh, Sn, Hf, Ta, W, Ir, and Mo) are presented
in Fig. S1 (ESIt). Among all examined DRX Li;,,M,05 materials,
DRX LizNb,O5 exhibits the lowest voltage, and the intercala-
tion voltage for all DRX anode materials decreases during the
lithiation process.

To further study the stability of DRX Liz,M,05 (0 < x < 2)
anode during lithiation, the intercalation convex hull of all
searched DRX Liz.,M,05 (M = Ti, V, Cr, Mn, Fe, Co, Ni, Cu, Ge,
Zr, Nb, Mo, Rh, Ru, Sn, Sb, Te, Hf, Ta, W, Re, Ir, and Ce) anodes
are calculated (Fig. 2c and d and Fig. S2, ESI¥). Fig. 2(c) and (d)
shows the intercalation convex hull of selected low voltage
Liz+xM,05 (M = Ce, Re, Nb, V, Ru, Cr) and high voltage
Liz+xM,05 (M = Cu, Ni, Co, Fe, Te, and Sb). The more complete
convex hull with metastable compounds is shown in Fig. S3

This journal is © The Royal Society of Chemistry 2024

(ESIY). Cr compounds feature the deepest convex hull around
x = 4.0, followed by Re and Ce in Fig. 2(c). On the other hand,
Ru and Nb have a flat intercalation hull, which leads to no step
as shown in the voltage curve of Fig. 2(a). It is also noted that
the Ep,y values do not necessarily form a convex hull, particu-
larly for DRX Liz.,Ce,Os, LiziV,0s, Lizi Cu,Os, and Liz.,Te, 05
systems. This is owing to the variation of competing phases
during the intercalation process, which can be further sup-
ported by Fig. S4-S6 (ESIt).

Furthermore, the energy above hull (Ey,;) of selected low
voltage DRX Liz,,M,05 (M = Ce, Re, Nb, V, Ru, Cr) and high
voltage DRX Li3;;M,05 (M = Cu, Ni, Co, Fe, Te, and Sb) are
evaluated in Fig. 2(e) and (f), while the competing phase at each
composition is listed in Table S2 (ESIt). In general, it can be
inferred from Fig. 2(e) that all compounds have Ey; values
increasing rapidly after intercalation from LizM,0s. For exam-
ple, Li;V,0;5 starts with an Ey); value of 21.02 meV per atom
and then climbs to 190.28 meV per atom at the state of Li5;V,0s.
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All other compounds in general have the same trend as LisV,0s.
In contrast, for compounds with high voltage in Fig. 2(f), there
is no clear trend of Ey; values. Particularly, the Ey,; value of
Liz+,Cu,O;5 drops for Cu based system and the Ey,; value of Sb
based system first decreases and then increases during inter-
calation. There are also other systems, i.e., LiziyC0,0s5, Lizix.
Te,0s, and Li;.,Ni,Os based systems, showing similar Ep,y
values across all ranges of Li contents. Such divergent trends
of En. values reveal potential fundamental differences in
relative energies between low-voltage and high-voltage com-
pounds. The correlation between relative energy among differ-
ent lithiation states and average voltage will be explained more
details in the discussion section.

As known to all, a promising DRX anode is expected to have
positive voltage that is close to zero. As revealed by comparing
Fig. 2(e) and (f), the average voltage seems to be correlated to
relative energy among different lithiation states. From the
definition of voltage, the actual potential is determined by
the relative stability of at least two lithiated states, rather than
the stability of a single composition (complete formula avail-
able in computational method). Moreover, it should be high-
lighted that the stability of overlithiated DRX is very sensitive to
the metal ion radius, as well as the compatibility of specifical
metal ions in DRX structure,"® regardless of the actual redox
potential. Such feature further highlights the importance of
relative stability as a descriptor for voltage rather than using the
metal redox potential. The influence of relative stability on
average voltage can be illustrated by the schematic in Fig. 3(a).
By aligning the energy taking the pristine state Li;M,05 as a
reference, the relative energy of all other states Liz,M,05 (0 <
x < 2) can be illustrated by the y-axis in Fig. 3(a) as “relative
energy”. Therefore, the slope of the plot indicates the chemical
potential of Li in Liz,M,05 (0 < x < 2). In other words, a more
negative slope indicates a higher average voltage during the
intercalation process.

The optimal voltage can be achieved by controlling the
relative stability below and close to the black dash color as
shown in Fig. 3(a), which corresponds to the chemical potential
of Li metal. When the relative energy is too high for overlithiated
DRX with respect to typical DRX (indicated with red arrow), the
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intercalation will not happen given Li has a higher chemical
potential than Li metal. When overlithiated DRX is overly
stabilized compared to typical DRX (indicated with yellow
arrow), or when the relative energy is too low, the average voltage
will be too high to be a good anode. If the average voltage is high
enough, such overlithiated DRX may be good cathode candi-
dates. As a result, the optimal range of relative energy can be
represented by the green arrow in Fig. 3(a). The real data of
selected chemical systems are plotted in Fig. 3(b). Two over-
lithiated DRX materials are selected for each group, e.g., nega-
tive, low positive voltage, and high positive voltage, respectively.
The exact computed average voltage is shown as legend, which
confirms that a more negative slope implies a higher average
voltage during the intercalation process.

To further assess the practical application of the identified
overlithiated DRX Liz.,M,05 anodes, the energy density, phase
stability, electronic conductivity, maximum volume change,
and cost as estimated for five promising systems. A direct
comparison across different metal chemistry is presented in
Fig. 4 and more details are provided in Fig. S7 (ESI}). Particu-
larly, the band gap is calculated with Heyd-Scuseria-Ernzerhof
(HSE06) level of theory.”*® The lower band gap is used as a
proxy for better electronic conductivity. To evaluate the pros and
cons of several promising candidates, Fig. 4(a) shows that energy
density, stability, electronic conductivity, volumetric change, and
cost are typically considered to optimize for a high-performance
anode. The top five Liz,M,05 systems with the highest energy
density are selected for detailed analysis. Such systems are
Liz,V,0s, Liz i Cr,0s, LisxNb,Os, Lis.,Mn,Os, and Lis,Fe,Os
respectively, which show 930.22 Wh kg ™', 749.05 Wh kg,
711.60 Wh kg%, 663.02 Wh kg ', and 519.74 Wh kg corre-
spondently. In addition to the energy densities in Fig. 4(b), the
energy above hull (Ey,;) values for Li;M,05 are demonstrated in
Fig. 4(c), the average band gaps are demonstrated in Fig. 4(d),
maximum volume changes are shown in Fig. 4(e), and cost per
kilogram is presented in Fig. 4(f).

It can be inferred that except for Nb, all other four systems
show reasonable stability, considering that a typical DRX that
can be synthesized with solid-state reaction has around 50 meV
per atom of Ey,y value?® (Table $3, ESIT). On the other hand, Nb

X in LixM205

(a) Schematic of three types of intercalation voltages with different trends of relative energy; (b) the computed relative voltage for selected DRX
anode compositions Liz;xM>0s5 (0 < x < 2) (M = Ti, Zr, Nb, Mo, Ni, and Cu).

This journal is © The Royal Society of Chemistry 2024
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(a) schematic of the typical metric to evaluate good anode, e.g., high energy density, good stability, good electronic conductivity, small volume

change, and low cost; (b) the energy density, (c) Epyy of LisM2Os, (d) average band gap, (€) maximum volumetric change, and (f) cost of promising DRX

Liz+xM20s (M =V, Cr, Nb, Mn, and Fe).

based system seems to have extraordinary electronic conduc-
tivity than all other four systems due to a much smaller
band gap of 0.99 eV compared with 1.69 eV, 2.15 eV, 1.82 eV,
and 1.89 eV respectively. When comes to volumetric change, all
five systems show much large volume change due to lithiation
process, mainly because overlithiation tends to create short Li-
metal bonds that forces the system to expand. The volume
expansion percentage calculation of DRX Li;.,M,0s is based on
pristine Li;M,05. Among all five systems, Liz.,Fe,O5 seems to
have the smallest value of maximum volume change during
lithiation process, which is still substantial at 20.10%. Even
though the volume change of all five overlithiation DRX anode
systems is much larger than typical cathodes,*®”" it is still close
to the range of 13-30% volume change of carbon-based
anodes®**** and much smaller compared to 300-400% volume
change of silicon-based anodes.**® With such consideration,
the DRX anodes are quite reasonable in terms of volume
change as anode materials. Furthermore, as the discovery of
DRX-based anodes is still at its primary stage, it is also possible
to further reduce the volume change or its impact by doping,*”
hierarchically structures design,*® coating,*"**> and solid elec-
trolyte interphase (SEI) interface design.*® Finally, it should be
noted that Li;,V,05 and Li;,Nb,O5 tend to be the most
expensive systems in terms of cost in Fig. 4(f).

Conclusions

In summary, 23 redox centers of overlithiated DRX Liz;,M,05
were systematically evaluated for their voltage, theoretical
capacity, energy density, phase stability, electronic conductivity,
and volumetric change during cycling. The predicted DRX

This journal is © The Royal Society of Chemistry 2024

Liz:xV,0s° has been experimentally reported. It displayed
that DRS Liz,,V,05 can be cycled reversibly between 0.01 V
and 2 V with a specific capacity of ~255 mAh g ', which is
close to our calculated theoretical capacity of 264.44 mAh g~
for Liz,V,0s. The reported experimental average voltage of
0.58 V for DRX Li;,,V,05 is close to our calculated average
voltage of 0.48 V. Therefore, the high-throughput DFT compu-
tations of DRX Liz,M,05 (0 < x < 2) anode agree well with the
reported experimental value. In addition to the explored
Liz,V,0s, Lizi,Nb,Os system is shown as a promising anode
system with low voltage, and high electronic conductivity, but
its cost is higher and it’s more challenging to synthesize.
Liz.,Cr,05 system also shows very competitive energy density
and good rate performance in general, furthermore, there is no
obvious disadvantage in terms of electronic conductivity,
volume change, and price. Moreover, both Lis,,Fe,Os and
Liz+xMn,0s show reasonable performance as well. They have
unique advantages being the cheapest transition metal on
the periodic table. It is also worth noting that both Fe and
Mn-based DRX systems show reasonable stability at various
oxidation states. The energy density can be further increased by
careful compositional optimization. It also revealed that the
origin of the low voltage of DRX anode and proposed ‘relative
energy’ to describe the correlation between voltage and phase
stability of overlithiated DRX anode. The computed relative
energies confirmed the principle that lithiated DRX should
have reasonable stability to ensure low and positive average
voltage. Therefore, this work provides compositional design
principles for the new promising DRX anode of LIBs with
high energy density, fast-charging capability, and good cycling
stability.
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Computational methods

The high throughput density functional theory (DFT) calculations
were carried out using the Vienna ab initio simulation package®*
and the projector-augmented wave (PAW) method,***® with spin
polarization consideration. A reciprocal mesh discretization of
25 A" has been used for each calculation. The threshold energy
difference for electronic self-consistent convergence in the total
free energy was set to 1 x 10> eV. A plane wave energy cutoff of
520 eV was used for all calculations. Liz,M,05 structures are
created with Li content ranging from 24 Li to 40 Li with M being
one of the 23 selected metals. We derived all structures by creating
partial occupancy through a rocksalt structure and then randomly
sampling different ordered states with low electrostatic energies
for DFT calculations and for constructing the convex hull.
This method has been widely used in the past decades for battery
calculations.” We also used the homemade script based on
pymatgen® to automate all calculations and data processing.
In addition, to evaluate the electronic conductivity of promising
DRX Li3+,M,05 (0 < x < 2), the band gap is calculated with the
implementation of the HSE (Heyd-Scuseria-Ernzerhof) exchange-
correlation functional.*®*” The band gap calculation is tested with
different K-point densities. We found that the computed band gap
values converge after using a 15 A~' density of larger value.
Therefore, all band gap calculations using HSE with 15 A™*
K mesh.

The theoretical capacity of all DRX is calculated within the
effective lithiation/delithiation range. The formula of theoreti-
cal capacity is as follows:*

Fxn

CThcory = 36 <M

where F is the Faraday constant, n is the number of electron
transfers, and M represents the molar mass (g mol ') of
Li;M,0s.

The volume changes are calculated on the structures on the
intercalation convex hull. When quantifying voltage, energy den-
sity, relative energy, and the volume change of DRX Li;,M,05
(0 < x < 2), the pristine LizM,05 is used as a reference.

The voltage of DRX Liz,,M,05 (0 < x < 2) during lithiation/
delithiation can be expressed as follows:>*

V = —(E(LizsM505) — E(LisM,05) — mx)/x(0 < x < 2)

where E(Liz,M,0s5) is the total energy of Liz,,M,Os per formula
unit, E(LizM,0s) is the total energy of LizM,O5 per formula unit,
and yy; is the chemical potential of lithium-ion. After obtaining
the average voltage of anode, the energy density of DRX Liz,M,05
(0 < x < 2) anode-based batteries is then calculated as follows:

Energy denSity = CTheory X (Vcathode - Vanode)

where Crpeory is the theoretical capacity within effective lithia-
tion/delithiation range, Viahode 1S the average voltage of refer-
ence cathode, and V,noqe is the average voltage of DRX
Liz;xM,05 (0 < x < 2) within positive voltage range during
lithiation/delithiation. In this work, we considered one refer-
ence 4 V of Ni-rich cathodes (Veathode = 4 V)-
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The correlation between voltage and relative structure sta-
bility is described by the relative energy. The relative energy
formula of Liz,M,05 (0 < x < 2) is as follows:

Erelativeenergy = E(Lis+xM205) - E(Li3M205) (O <x< 2‘)

where E(Liz.,M,0s5) is the total energy of Liz.,M,O5 per formula
unit and E(Li3M,0s) is the total energy of Li;M,05 per formula
unit. Therefore, from voltage and relative energy formulas, it is
obvious that the relative energy term Erejative energy d€termines
the theoretical average voltage. Physically, this can be under-
stood as the stability of the metastable overlithiated state will
determine the average voltage of the DRX Liz,,M,05 (0 < x < 2)
when utilized as an anode.
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