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From structure to electrochemistry: the influence
of transition metal ordering on Na*/vacancy
orderings in P2-type Na,MO, cathode materials for
sodium-ion batteriest
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P2-type layered oxides are attractive cathode active materials for sodium-ion batteries, however, these
materials typically suffer from detrimental Na*/vacancy orderings. In this work, we investigate the origin as
well as the influence of the transition metal ratio on Na*/vacancy orderings in P2-type cathode materials. A
combination of X-ray diffraction (XRD), neutron diffraction, advanced electrochemical methods, operando
XRD and DFT calculations is applied to study Na*/vacancy orderings in P2-Na,NiysMn,;s0, and
P2-Na,Mnz/4Niy40;. In P2-Na,Niy;zsMn,30,, a honeycomb Ni/Mn superstructure leads to charge ordering
within the transition metal slab and pronounced Na*/vacancy orderings, causing distinct voltage jumps at
specific sodium contents (x = 2/3, 1/2 and 1/3). For P2-NaggoMns,4Ni;4O,, the Ni/Mn superstructure is
disrupted, resulting in more complex charge orderings within the transition metal slab, partially suppressed
Na*/vacancy orderings and an overall smoother potential profile. Based on our findings, guidelines to
suppress Na*/vacancy orderings in P2-type cathode materials for sodium-ion batteries are postulated and
discussed with respect to electrochemical measurements of various transition metal compositions. These
guidelines can serve to predict the tendency towards Na*/vacancy orderings for a given cathode
composition or to design new cathode compositions for enhanced cycle life based on the absence of
Na*/vacancy orderings.
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Increasing energy generation from renewables is inevitable to
reduce the impact of man-made climate change.! With that, the
need for energy storage is gaining importance.>* Today,
lithium-ion batteries (LIBs) play a key role in mobile and
stationary energy storage,>* however, LIBs contain critical raw
materials in terms of availability and cost, such as cobalt,
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nickel, lithium, copper or graphite.®

Sodium-ion batteries (SIBs), in which sodium replaces
lithium as the ionic charge carrier, are currently being devel-
oped and commercialized as a sustainable and potentially cost-
effective complementary technology to today's LIBs.'*** SIBs
typically utilize the same working principle as LIBs,** however,
critical raw materials are either replaced by more abundant and
cost-effective materials or reduced in content.>'® On the anode
side, hard carbon typically replaces graphite as the active
material”?° and aluminium is applied as a current collector
instead of copper.*®>*"** As the electrolyte, typically, solutions of
NaPF; in carbonate solvents replace LiPF, equivalents.'>?**** On

This journal is © The Royal Society of Chemistry 2025
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the cathode side, sodium-containing intercalation materials
substitute lithium nickel cobalt manganese oxides (NCM) or
lithium iron phosphate (LFP) as the active material.'®**?*
Overall, these measures may result in a significantly reduced
bill of materials for SIBs and potentially more sustainable
batteries.”>***® Additionally, SIBs promise more advantages
over today's LIBs in terms of low-temperature performance,"
power capability,® safety, and transportation and storage.*'*
Furthermore, SIBs can be produced on established production
equipment, which reduces necessary investment costs and
enables a rapid scale-up of the technology (drop-in tech-
nology).** Cumulatively, these aspects make SIBs a sustainable
and cost-effective secondary battery technology if their perfor-
mance can be further enhanced.>®

So far, one of the main bottlenecks for SIBs remains the
cathode active material. Currently, mainly three material
classes are explored as potential cathode active materials for
SIBs, namely Prussian-Blue Analogues (PBAs), sodium vana-
dium fluorophosphates (NVFP) and layered sodium transition
metal oxides (Na,MO,).»*** Among these three broad families,
the latter offers attractive potential and capacity, high (crystal)
density and can be produced in a similar fashion as today's
NCM for LIBs.'%?53473¢

These layered sodium transition metal oxides can be
synthesized in an O3, P3 or P2-type structure according to
Delmas’ notation, where a letter is used as an abbreviation of
the alkali metal ion environment (e.g., O = octahedral and P =
trigonal prismatic) and a numeral is used to describe the
number of transition metal oxygen slabs (MO,) necessary to
describe the unit cell fully. A prime is used to indicate distortion
of the ideal structure.*”

In O3-type layered sodium transition metal oxides, octahedra
of adjoining sodium sites share edges. Hence, in these mate-
rials the diffusion from one sodium site to another proceeds via
an intermediate tetrahedral site (divacancy mechanism),
leading to moderate Na conductivities.*®** In P2-type layered
sodium transition metal oxides, prisms of adjoining sodium
sites share faces, enabling a single-vacancy mechanism with low
activation energy, typically resulting in high diffusion rates.*
Eventually diffusion rates are a function of the sodium content
(vacancy concentration) and can be highly influenced by
Na'/vacancy orderings.*

P2-type sodium transition metal oxides typically offer high
power capability due to fast solid diffusion, high discharge
potential and attractive reversible capacities.** In this material
class, P2-type Na,Ni,Mn,;_,0, is one of the most investigated
sodium layered oxides, due to its attractive performance in
terms of reversible capacity and mean discharge potential as
well as its high power capability.****

Synthesis and electrochemistry of P2-Na,;3Nij;3sMn, 30,
were first reported by Jeff Dahn and co-workers.**™** During
reversible electrochemical desodiation at room temperature,
P2-Na,Ni;/3Mn,,30, follows a solid-solution-like behaviour,
maintaining the P2 structure for x > 1/3.** For x < 1/3,
a reversible two-phase reaction between P2-Na,;3Ni;;3sMn,,;30,
and 0O2-Na,~(Ni;;3sMn,,;30, takes place.** The potential
profile typically exhibits distinct voltage jumps at sodium
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stoichiometries of x = 2/3, 1/2 and 1/3, which are associated
with Na'/vacancy orderings.**%* These potential jumps are
enclosed by flat regions (indicating the transition between
ordered and disordered sodium configurations) at 3.16 v, 3.31V
& 3.56 V and 3.66 V & 4.10 V corresponding to sodium
stoichiometries of approximately x =2/3 —6,1/2+6and 1/3 £ 6
with 0.09 = 6 = 0.04, respectively.*>*** The corresponding
Na'/vacancy orderings within the sodium slab have been
elucidated using first principles calculations by Meng et al.*
Na'/vacancy ordered compounds are thermodynamically more
stable compared to their disordered counterparts, which results
in impeded solid diffusion in proximity to the composition
of the ordering*®** and potentially limits the cycle life of
the battery.”” Additionally, the potential plateaus caused by
Na'/vacancy ordering are challenging for the application of
a battery management system (BMS).*>

If some of the nickel in P2-Na,;;Ni;;3Mn,,30, is substituted
by manganese to obtain P2-Na,;;Mn;,Ni;40,, similar perfor-
mance can be achieved, however, the potential profile is
considerably smoother, hinting at largely suppressed
Na'/vacancy orderings.**

In this work, we investigate the influence of the transition
metal ratio on Na'/vacancy ordering in P2-Na,Ni;;;Mn,;;0, and
P2-Na,Mn;,,Ni; 40, cathode active materials for SIBs. Both
materials were synthesized and thoroughly characterized, using
advanced electrochemical and analytical techniques as well as
first principles calculations, to demonstrate that Na'/vacancy
ordering is closely related to charge ordering within the tran-
sition metal slab. A general guideline to suppress Na'/vacancy
ordering in P2-type cathode materials is postulated and evalu-
ated against various P2-type sodium transition metal oxides and
reports in the literature.

Crystal structure of P2-type
Na,Ni,Mn;_, O,

In layered sodium transition metal oxides, transition metals are
octahedrally coordinated by oxygen atoms. Edge-sharing MOg
octahedra form MO, slabs. These MO, slabs are separated by
sodium slabs. Sodium is preferentially located in a triangular
prismatic or octahedral environment with six-fold coordination
to the surrounding oxygen atoms of the MO, slabs.”” As
described above, P2-type Na,MO, structures are characterized
by a trigonal prismatic environment of sodium and two MO,
slabs within the unit cell.*®

Due to similar X-ray scattering length of 3d transition
metals,” the crystal structure of P2-type sodium transition
metal oxides as derived from X-ray diffraction (XRD) is typically
indexed in space group P6s/mmc (SG 194),°°> here noted as
a “small unit cell” (Fig. 1A-C). In this structure model, all
transition metals are located on the same 2a site, e.g., C, in the
hexagonal stacking sequence. Oxygen atoms are located on 4f
sites following the ABBA stacking sequence. Sodium ions in the
prismatic environment are located either on 2d sites sharing
edges with adjacent MOg octahedra (Na) or 2b sites sharing
faces (Nag) with the adjacent MOg octahedra. Please note that
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Fig. 1 Schematic representation of the crystal structure of P2-Na,Ni;;sMn5,30, as reported in the literature. (A) Structure of P2-type sodium
transition metal layered oxides as described in the small unit cell (P6s/mmc, SG 194), (B) transition metal and oxygen environment for Na, sites
and (C) transition metal and oxygen environment for Na¢ sites. (D) Honeycomb Ni/Mn ordering within the MO, slab viewed down the [001]
direction of the big unit cell (honeycomb transition metal superstructure), (E) C,Cs stacking sequence viewed in the [110] direction, and (F) C;C;
stacking sequence viewed in the [110] direction. (G) In-plane Na*/vacancy ordering viewed in the [001] direction at x = 2/3, (H) at x = 1/2 and (I) at
x = 1/3. In (G-1) Na sites are characteristic of downward facing triangles (V) and Na. sites are characteristic of upward facing triangles (A);
sodium on Nas sites is presented in red colour and sodium in Nag sites is presented in petrol colour.

the number of available sodium sites is twice the amount of
transition metal sites. However, the simultaneous occupation of
adjacent Na. and Nay sites would result in close proximity of
sodium ions with shared prismatic faces and is therefore
considered unlikely.®® According to the principles by Linus
Pauling, Na. sites are expected to be energetically more
favourable than Nag sites.®*

Neutron diffraction (ND) is an invaluable tool for investigating
transition metal superstructures due to variant scattering lengths
of 3d transition metals.** In particular, the neutron scattering
length of Mn = —3.73 fm is distinctly different from that of Ni =
10.3 fm. Thus, ND is optimal for identifying sites occupied by
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these transition metal cations. For P2-Na,;Ni;;3Mn,;0,,
a honeycomb Ni/Mn ordering within the MO, slab is reported,
which can be described using a /3 a x v/3 a superstructure
(P6322, SG 182 or P63, SG 173),>°*** here noted as a “big unit
cell” (Fig. 1D-F). The in-plane honeycomb Ni/Mn ordering
together with the small and big unit cells is presented in
Fig. 1D. In the big unit cell, three different transition metal
sites, C;, C, and Cj, are available, which can be used to describe
the stacking sequence of MO, slabs in the z-direction. For
P2-Na,;3Niy;3Mn,30,, nickel atoms are reported to predomi-
nantly occupy alternating C, and C; sites in stacked MO, slabs
(C,C3 stacking)®™ as presented in Fig. 1E. Interestingly, in the

This journal is © The Royal Society of Chemistry 2025


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d4ta04786a

Open Access Article. Published on 28 novembre 2024. Downloaded on 04/04/2026 05:13:52.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper

isovalent P2-Na,,;3sMg;,3Mn,/30,, the same Mg/Mn honeycomb
ordering is reported within the MO, slab, however, magnesium
atoms are predominantly stacked on top of each other following
a C,C, stacking sequence (P6s/mcm, SG 193)* as presented in
Fig. 1F. Simulated ND patterns for the “small unit cell”
neglecting any Ni/Mn ordering and the “big unit cell” with
Ni/Mn ordering in C,C; and C,C; stacking sequences are pre-
sented in ESI Fig. S5.1 The simulated diffraction patterns clearly
differ between Q = 1.3 A"* and Q = 2.4 A~ ! due to the presence
and stacking sequence of the Ni/Mn honeycomb ordering.

Within the sodium slab, Na*/vacancy orderings at distinct
sodium stoichiometries x are reported* (Fig. 1G-I). At x = 2/3,
sodium ions in Na; sites arrange in a large-zig-zag (LLZ)
around sodium ions in Na. sites (Fig. 1G). At x = 1/2, the
ordering can be described as a row of sodium ions in Nas sites
adjacent to two rows of sodium ions in Na, sites (Fig. 1H). Atx =
1/3, only Na, sites are occupied, resulting in an altered row
ordering (Fig. 1I). These Na'/vacancy orderings are accompa-
nied by distinct potential jumps during galvanostatic (de)
sodiation.***®

For P2-Na,Mnj;/4Ni;;4,0,, a similar crystal structure to that in
P2-Na,;3Ni;;3Mn, 30, with a honeycomb Ni/Mn superstructure
in the MO, slab is reported, however, with additional manga-
nese atoms located on nickel sites.>* Based on a smoother
potential profile and the absence of Na'/vacancy superstructure
reflections at x = 0.62, one report® concludes that the LLZ-
ordering is disrupted in P2-Na, ¢,Mn;/4Ni;;,0,.

In this work, we thoroughly characterize the crystal structure
of P2-Na,;3Nij;3Mn,;30, and P2-Na,Mn;/,Ni; 4,0, and investi-
gate the extent of Na'/vacancy ordering and the nature of
Na'/vacancy ordered phases in these materials. Furthermore,
this report correlates the in-plane Na‘/vacancy orderings with
transition metal charge ordering arising from the transition
metal superstructure in these materials.

Experimental
Material synthesis

Nay/3Niy3Mny/;30,, Nag;sMng,uNiy,O, and NaggoMngNi; 40,
were prepared in a three-step synthesis route following co-
precipitation of a hydroxide precursor, mixing of the dried
precipitate with NaOH as the sodium source and subsequent
calcination at high temperature to obtain the final cathode
active material (CAM). The dense, spherical Ni;;;Mn,/;;(OH),
and Mnj3/4Ni, 4(OH), hydroxide precursors were prepared under
vigorous stirring in a continuously stirred tank reactor
(CSTR, volume = 1 liter). The reactor was constantly fed with
deaerated, aqueous solutions of Mn(NO;),-4H,O (Carl Roth)
and Ni(NO;),-6H,O (Carl Roth), NH; (Carl Roth) and NaOH
(Carl Roth). The precipitate collected at the reactor outlet was
filtered and washed to remove residual salt solutions and dried.
Subsequently, these hydroxide precursors
with respective amounts of aqueous NaOH (Sigma-Aldrich)
solution and dried at 80 °C following a wet impregnation
procedure. The dried mixture was then calcined in a box furnace
(Carbolite Gero). Na,;3Ni;;3Mn,;30, was calcined for 10 h at
900 °C in a pure oxygen atmosphere, Na,;Mn;,4Ni;,,O, was

were mixed
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calcined for 10 h at 900 °C in air as described elsewhere® and
Nay ¢oMnz/4Ni; 4O, was calcined for 10 h at 1000 °C in pure
oxygen. After passive cooling to 200 °C, the powders were
directly transferred into a Biichi glass oven, where they were
kept at 200 °C under dynamic vacuum overnight. Subsequently,
the CAM powders were transferred without any further contact
with ambient air into an Ar-filled glovebox (MBraun, H,O <
0.1 ppm, O, < 0.1 ppm). Consecutive powder handling, elec-
trode preparation and cell assembly were conducted in the
same glovebox.

For powder characterization with ND, a second batch of
Na,/3Niy;3Mn,30, and Nag ¢oMnz/4Niy O, was prepared based
on the same hydroxide precursor and following the same
synthesis procedure. A comparison of the characterization
results for the two batches is presented in ESI Fig. S6 with ESI
Tables S3 and S4 and ESI Fig. S7 with ESI Tables S5 and S67 for
Na,/3Ni;;3Mn,,30, and Nag goMnjz/4Ni;4,0,, respectively.

Additionally, P2-Na,3Ni; 3Mn,/30,, P2-Naz 4Niy4Li;;1,MnN,30,,
P2-Na,3NiyyMg;1,Mn,30,, P2-Na,;3Niy Al oMn, 30, and P2-
Na,3Ni; 3Al;0Mns,60, were synthesized. The respective synthesis
route, main characterization results and electrochemical testing
procedure are described in the ESL

Material characterization

Inductively coupled plasma optical emission spectroscopy
(ICP-OES, Spectro Arcos SOP) with a diluted aqua regia solution
was used for analysis of the chemical composition. Fourier
transform infrared spectroscopy in attenuated total reflectance
mode (ATR-FTIR) was performed using a Bruker Alpha spec-
trometer with an Alpha-P ATR unit placed in an Ar-filled glo-
vebox. Scanning electron microscopy (SEM) was used to
characterize the powder morphology using a Leo 1530VP (Zeiss)
equipped with an Everhart-Thornley SE detector at 5 kV accel-
eration voltage. Powder XRD patterns were collected on
a D8Advance (Bruker) in Bragg-Brentano geometry equipped
with a Cu X-ray tube and a LynxEye XE-T detector. Neutron
diffraction patterns were recorded at MEREDIT instrument at
the Nuclear Physics Institute CAS located in Rez near Prague,
Czech Republic. A joint refinement of XRD and ND patterns was
performed to obtain lattice parameters, Wyckoff sites and site
occupations using the FullProf Suite software.®® Lattice param-
eters were refined independently for XRD and ND patterns, due
to potentially different measurement temperatures and the
different sensitivities of X-ray and neutron radiation. Instru-
mental broadening was determined from SiO, powder on
a mosaic Cu(222) monocrystal for ND and NIST640c Si powder
for XRD. Based on the results of the joint ND and XRD refine-
ment, FAULTS software®” was deployed to obtain the stacking
probability of P3-type stacking faults from the XRD patterns®®
and to analyse the stacking probability of C;C; stacking faults
from ND patterns. The refinement procedure is described in
more detail in the ESL.f Throughout the manuscript, depictions
of the crystal structures were prepared using VESTA software.®®

Ex situ capillary transmission XRD measurements were per-
formed on the same D8Advance (Bruker) instrument. For this
purpose, CR2032 coin cells were galvanostatically (dis)charged
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to obtain the desired active material sodium content and
subsequently opened inside an argon filled glovebox. After
rinsing with dimethyl carbonate (DMC), the electrode
composite was carefully scratched off the aluminium current
collector foil and filled into glass capillaries (@ 0.3 mm, Hil-
genberg). The glass capillaries were sealed inside an argon filled
glovebox to avoid any contact with the ambient environment.

Electrochemical investigations

Slurries were prepared by homogeneously dispersing a CAM
powder, polyvinylidene difluoride binder (PVDF, Solvay Solef
5130) and conductive carbon (SuperP-Li, Imerys Graphite &
Carbon) with an 8:1:1 weight ratio in an appropriate amount
of anhydrous N-methyl-2-pyrrolidone (Sigma-Aldrich). These
slurries were cast on aluminium current collector foils using the
doctor blade technique. Electrodes with @12 mm and a typical
active material mass loading of approximately 4 mg cm ™2 were
punched from the dried electrode sheets. The electrodes were
further dried in a Biichi glass oven at 130 °C and dynamic
vacuum (=2 x 107> bar) overnight. Alumina coated CR2032
coin cells (Hohsen) were prepared using these electrodes, two
layers of a glass fibre separator (GFA, Whatman, 016 mm),
150 pl of 1 M NaPFg in propylene carbonate (PC) + 5 wt% flu-
oroethylene carbonate (FEC) as electrolyte and sodium metal
foil as the counter electrode (Acros Organics, 16 mm). The
galvanostatic intermittent titration technique (GITT) was per-
formed on a VMP3 potentiostat (Biologic) using specific current
pulses of 17.3 mA g~ ' for 10 min within the voltage range of
1.5-4.3 V. Equilibrium was assumed when the absolute voltage
change was <0.0001 V h™, Entropymetry measurements were
performed using the same potentiostat and a programmable
temperature chamber (CTS GmbH) with temperature steps at
40 °C, 25 °C and 10 °C. Specific current pulses of 8.7 mA g~*
with various time periods were applied at 40 °C, followed by
a relaxation time of 8 h at the same temperature. In the
following, the temperature was changed within 15 min to 25 °C,
where it was held for 105 min. Subsequently, the temperature
was changed to 10 °C following the same procedure before
another current pulse was applied at 40 °C. Equilibrium volt-
ages were derived from the average voltage of the last thirty
minutes at each temperature step. The sodium stoichiometry
was calculated based on the measured charge of the current
pulse and the electrode active material mass, assuming that
side reactions were negligible. For every sodium stoichiometry,
the entropy change was derived from the obtained slope of the
cell voltage with temperature as described in the ESL{
Operando synchrotron XRD measurements were performed
at PETRA III, beamline P02.1 (DESY, Hamburg, Germany).* 2D
diffraction images were collected using a VATEX CT4343 area
detector (2880 x 2880 pixels, 150 x 150 pm pixel size) for 60
seconds. The obtained data were integrated using the DAWN
package.” An eight-fold coin cell holder, connected to a Biologic
Instruments potentiostat, was employed as described else-
where.”* A wavelength of 0.20734(1) A was determined by anal-
ysis of the positions of reflections of the LaBg reference material
(NIST 660C). Prior to recording the first diffraction pattern, the
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electrochemical cells were subject to a formation cycle at
8.65 mA g~ ' (discharge to 1.5 V followed by charge to 4.2 V).
Subsequently, diffraction patterns were collected with the pre-
charged cell by first discharging to 1.5 V followed by charge to
4.3 V at a constant current of 8.65 mA g '. All diffraction
patterns were analysed by the Rietveld method with TOPAS V6
software where the reflections of the Al current collector served
as the internal reference.

Throughout this work, either cell voltages from two-electrode
measurements with a sodium metal counter electrode or
potentials against a sodium metal quasi-reference electrode
(three-electrode setup) are reported.

Computational methods

Periodic first-principles calculations based on density func-
tional theory (DFT)">”® were performed to determine the convex
hull for the Na intercalation for P2-Na,Ni;;;Mn,;;0, and P2-
Na,Mn;/4Ni;,0,. The projector augmented wave method
(PAW)™ was used in conjunction with the PBE” exchange and
correlation functional. In addition, the Grimme D3 correction™
was employed as implemented in the Vienna Ab initio Simula-
tion Package (VASP)””” to capture the influence of dispersion
effects. The data-driven Hubbard-type U corrections® of Uy; =
6.2 eV and Uy, = 3.9 eV (ref. 81 and 82) were used to treat the
strongly correlated 3d-electrons of the Ni and Mn atoms. The
plane wave cut-off was set to 520 eV and a 3 x 3 x 3 k-point
mesh was employed to sample the Brillouin zone. A large
supercell containing 24 formula units and ferromagnetic
ordering was chosen. The electronic convergence criterion was
setto 1 x 10~ ° eV and the structures were relaxed until all forces
converged below 0.01 eV A~*. The open circuit potential Vocy in
a Na-ion battery is governed by the change in free enthalpy AG
for the transfer of a Na atom. Thus, the open circuit voltage
(OCV) is determined by the difference of the chemical potential
u of Na in the anode and cathode by taking into account the
number of transferred electrons 7. and the Faraday constant F:

AG _ _ucathode — Manode (1)

Vocy = —
N T T F nF

By neglecting pV and the entropic contributions to AG, the
difference in the chemical potential of the Na atom is approxi-
mated using the total energy of DFT calculations Epgr. The
calculation of the Vpocy for an exemplary layered oxide
compound Na,MO, follows:

Vocv = EDFT(Nax,+AxM02) - (EDFT(Nax,MOZ)
+ AXE‘DFT(Nametal))' (2)

In eqn (2), Eppr is stated in eV and sodium metal is chosen as
the reference for the anode. Since the mode of intercalation in
these materials deviates from a simple solid-solution behaviour
and first order phase transformations at high potentials as well
as Na'/vacancy ordering transitions occur, the convex hull for
the Na intercalation compound is derived to identify thermo-
dynamically stable configurations. The convex hull is con-
structed from the formation energy Eg with respect to the

This journal is © The Royal Society of Chemistry 2025
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decomposition into the Na deficient O2-type structure (x = 0)
and the P2-type structure at a Na content of x = 2/3:

Ey = E,— ~E —
3

B3 6 3)
3

(ST ST

Once the convex hull is constructed by calculating the
formation energy per formula unit, the OCV for each stable
configuration is obtained using eqn (1). The convex hull
calculations for P2-Na,Ni;;;Mn,;30, and P2-Na,Mnj;,,Ni;,,0,
were employed following the previously described procedure for
the sodium contents 0 < x < 1/3 (ref. 53 and 83) and by
considering the row and large-zig-zag Na*/vacancy orderings at
the Na contents x = 1/3, 1/2 and 2/3 as identified by Lee et al.*®
and the alternative Na'/vacancy ordering at x = 1/2 proposed by
Huang et al°®* Additional Na configurations for the Na
contents x = 1/3, 5/12, and 7/12 were selected by minimizing the
classical Ewald energy®* assuming integer charges for redox
inactive atoms (i.e., Na*, 0°>7) and variable charges for the TM
atoms (i.e., Ni>"**** and Mn*"*") for all possible configura-
tions as implemented in pymatgen.® Overall, a minimum of 10
configurations per Na content were obtained for the Na
composition range 0 < x < 1/3 and 20 configurations for the Na
composition range 1/3 =< x < 2/3 in steps of x = 1/12 for each
compound. Some of the configurations considered in the DFT
calculations for Na,Ni,;;;Mn,;;0, are equivalent to the publica-
tion by Daubner et al.*®

Results and discussion
Material characterization

The Na,;3Ni;;3Mn, 30, and NaggoMng,,Niy O, cathode active
materials were synthesized in our labs, where the reduced
sodium content in the latter material is targeted to minimize
surface impurities such as NaOH, NaHCO; or Na,CO3.*>*” For
Na,;3Ni;;3Mn,,;30,, a small amount of Na,CO; is detected
with ATR-FTIR, whereas the absence of these surface
impurities is confirmed for Nag¢oMnz4Nij O, by ATR-FTIR
measurements as presented together with the reproduced
batches in ESI Fig. S8.1 Elemental analysis with ICP-OES results
in Nag oNip 34Mng 660, and Nag goMng 74Nig 2602, respectively,
which is in good accordance with the targeted stoichiometries.
Based on the knowledge that Mn*/Mn*" takes place at a low-
er potential than Ni**/Ni*" redox,**® we can derive the
formal oxidation states NageoNig s, Mng o1 "Mnges O, and
Nag 6oMng gs™Mny 66" Nig 26" O, respectively. In both samples,
nickel is dominantly divalent and manganese is mainly tetra-
valent. Particle morphology was characterized using SEM
(Fig. 2A-D). Both samples consist of secondary particles with
a spherical morphology. The crystal structure was characterized
using powder XRD and ND. The diffraction patterns for
Na,3Niy;3Mn, 30, and NageMnz,Ni;,O, are presented in
Fig. 2E-H. For both materials, the obtained XRD pattern (Fig. 2E
and F) can be indexed with the hexagonal space group P6;/mmc
(SG 194), indicating phase pure P2-type crystalline structures.

This journal is © The Royal Society of Chemistry 2025
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For P2-Na,;3Ni;;3sMn,;;0,, the small reflexes located at Q =
1.9 A™* and Q = 2.0 A™* originate from the LLZ Na'/vacancy
ordering (see the inset of Fig. 2E). For P2-Na, ¢oMn3;4Ni;;,0,,
these superstructure reflexes are absent in accordance with the
discrepancy in sodium content (see the inset of Fig. 2F). For
P2-Na,/3Ni;3Mn,30,, a subtle split of the (100) and (210)
reflections at Q = 2.5 A" and Q = 4.3 A™" in the XRD pattern
suggests a slight orthorhombic distortion of the hexagonal unit
cell. Additionally, in both XRD patterns the broadening of (10/)
reflections hints at stacking faults. The ND patterns of both
samples exhibit reflections between Q = 1.3 A~ and Q =
2.4 A7, indicating the presence of a Ni/Mn honeycomb
ordering with predominantly a C,C; stacking sequence
(compare ESI Fig. S57). Based on these findings, we performed a
joint Rietveld refinement of XRD and ND patterns using the “big
unit cell” (P6322, SG 182) with a honeycomb Ni/Mn ordering and
a C,C; stacking sequence. For P2-Na,;3Ni;;sMn,;0,, C222,
(SG 20) was used to account for the slight orthorhombic
distortion (b/a = 1.728). The results are further refined using “P3-
type stacking faults” to account for anisotropic broadening® and
C;C; stacking faults. The refined lattice parameters, occupancies
and staking fault probabilities are summarized in Tables 1 and 2.
Both materials, Na,;3Ni;;3Mn,;30, and NaggeMnzNij 40,
exhibit a honeycomb Ni/Mn ordering. For the latter one, this
Ni/Mn ordering is partially disrupted as 27% of the nickel site is
occupied by manganese. Please note that a different Ni/Mn
ordering for the higher Mn content in Nay ¢oMn3,,Ni;,,O, Was
evaluated, however, the corresponding simulated ND pattern
does not match with the experimentally observed one (ESI
Fig. S9t1). To evaluate any potential influence of the sodium
content on the Ni/Mn superstructure, a third sample,
Na,,3Mn;/4Niy,40,, was synthesized and characterized respectively.
The characterization results for Na,;;Mn;/,Ni;,,O, are presented in
ESI Fig. S10 and ESI Table S7.f Na,;Mn;,Ni; 40, exhibits
a similar honeycomb Ni/Mn ordering as Nay goMnjz/,Ni; 4,0, with
approximately one quarter of the nickel site being occupied by
manganese in accordance with the stoichiometry. Therefore, no
influence of the sodium content on the Ni/Mn superstructure is
observed.

Electrochemical characterization

Coin half-cells were assembled using P2-Na,;;Ni;;3Mn,/;30, or
P2-Na, ¢oMn3,4Niy 40, as the cathode active material. The gal-
vanostatic intermittent titration technique (GITT) was per-
formed to evaluate the quasi-open circuit voltage (OCV) curve
for both materials. The results of the GITT experiments are
presented in Fig. 3, where an OCV hull curve is added as a blue
line and the on-load hull curve is presented in red colour.

For P2-Na,Ni;;sMn,;;0, both the OCV and on-load voltage
curves exhibit distinct voltage jumps at x = 2/3, 1/2 and 1/3
(Fig. 3A). These voltage jumps are accompanied by flat voltage
regions as evidenced by the dQ/dV plot (inset of Fig. 3A). In the
literature, these voltage jumps are associated with distinct
Na'/vacancy orderings.***® The flat voltage profiles in proximity
to these voltage jumps correspond to order/disorder transitions
between unordered and Na'/vacancy ordered phases.®:8388-22
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Fig. 2 SEM images of the as-synthesized CAM powders for (A and C) Nay,;3Ni;;3sMn,,30, and (B and D) Nag goMnsz/4Niy4O,. X-ray diffraction
data and Rietveld refinement for (E) Nay/zNiy;zMny,30, and (F) Nag goMnz/4Niy4O,. Neutron diffraction data and Rietveld refinement for (G)
Naz,3Ni;zsMn,z0, and (H) Nag goMnsz,4Nii405. In (E-H), the measured pattern, the refined pattern, the difference between those two and the
position of the Bragg reflections are presented as red crosses, black lines, grey lines and blue bars, respectively.

The voltage profile of P2-Na,Mnj3,,Ni;,,0,, — both at equilibrium
and under current load - is considerably smoother than those of
P2-Na,Ni; ;3Mn,;30, (Fig. 3A and B). At the same sodium stoi-
chiometries x = 2/3, 1/2 and 1/3, the voltage profile exhibits
small shoulders in accordance with smaller peaks in the dQ/dV
analysis (inset of Fig. 3B).

546 | J Mater. Chem. A, 2025, 13, 540-560

Whereas the nature of the actual Na*/vacancy orderings have
been reported in the literature for P2-Na,Ni,;3sMn,;30,, to the
best of our knowledge, for P2-Na,Mnj;,Ni,,,0,, the nature of
Na'/vacancy orderings has not been elucidated so far. However,
the similarities in composition and structure suggest similar
Na'/vacancy orderings in both materials. The significantly

This journal is © The Royal Society of Chemistry 2025
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Table1l Refined lattice parameters and Wyckoff sites as obtained from
a joint refinement of neutron and X-ray diffraction data using FullProf
Software and P3-type stacking fault probability as well as C,C;-type
stacking fault probability as obtained from FAULTS refinement for the
sample P2-Nay;3Niy;zMny30,. Values for the atomic isotropic
displacement parameter Bis, were fixed based on the reference®®

Refinement of ND and XRD patterns using €222, (SG 20)

ND: a = 5.0122(3) A, b = 8.6626(4) A, c = 11.1248(2) A,
V = 483.030(35) A%, R, = 4.26, GOF = 2.82

XRD: a = 5.0115(0) A, b = 8.6516(0) A, ¢ = 11.1540(0) A,
V = 483.613(2) A%, R, = 4.40, GOF = 4.43

P3-type SF: 2.0%, C;C; SF: 4.4%

Atom X y z Occ Biso

Na(4a) O 0 0 0 2.526
Na (8¢) 0 1/3 0.0054(8) 0.2987(63)  2.526
Na (4a)  0.3230(8) 0 0 0.6211(18)  2.526
Na (8¢) 0.1557(6) 0.1557(6) 1/2 0.3657(12)  2.526
Ni (4a) 0 0 1/4 0.14 0.276
Mn (4a) © 0 1/4 0.86 0.276
Ni (4b) 0 2/3 1/4 0 0.276
Mn (4b) © 2/3 1/4 1 0.276
Ni (4b) 0 1/3 1/4 0.92 0.276
Mn (4b) © 1/3 1/4 0.08 0.276
O (8¢) 0.1744(8) 0.4913(8)  0.8397(6) 1 1.105
O (8¢) 0.8150(11) 0.1577(9) 0.3427(11) 1 1.105
O (8c) 0.1592(10)  0.1682(8)  0.8430(11) 1 1.105

Table2 Refined lattice parameters and Wyckoff sites as obtained from
a joint refinement of neutron and X-ray diffraction data using FullProf
Software and P3-type stacking fault probability as well as C,C;-type
stacking fault probability as obtained from FAULTS refinement for the
sample P2-NageoMnz/4Niy40,. Values for the atomic isotropic
displacement parameter Bs, were fixed based on the reference®®

Refinement of ND and XRD patterns using P6;22 (SG 182)

ND: a = 4.9989(7) A, ¢ = 11.1759(27) A, V = 241.859(77) A%, R, = 5.05,
GOF = 2.95

XRD: a = 4.9875(1) A, ¢ = 11.2192(5) A, V = 241.694(13) A%, R, = 5.35,
GOF = 5.31

P3-type SF: 5.6%, C;C; SF: 0.7%

Atom X y z Occ Biso

Na (4f) 1/3 2/3 —0.0053(26)  0.2209(36)  2.526
Na(2a) O 0 0 0.2211(35)  2.526
Na (6g) 0.3533(3) © 0 0.3790(12)  2.526
Ni (2¢) 1/3 2/3 1/4 0.7336(7) 0.276
Mn (2¢) 1/3 2/3 1/4 0.2664(7) 0.276
Ni (2d) 1/3 2/3 3/4 0.276
Mn (2d) 1/3 2/3 3/4 1 0.276
Ni (2b) 0 0 1/4 0 0.276
Mn (2b) 0 0 1/4 1 0.276
O (12i) 0.3229(8)  0.3339(9)  0.8426(11) 1 1.105

reduced voltage jumps for P2-Na,Mn;;,Ni;,,O, compared to
P2-Na,Ni;;3Mn,,;0, hint to partially suppressed or disrupted
Na'/vacancy orderings in P2-Na,Mn;/,Ni;/,0,.

This journal is © The Royal Society of Chemistry 2025
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Fig. 3 GITT measurements for (A) Nay/zNiyzMny;30, and (B)
Nag.eoMnz/4Niy40, as CAM. The OCV for various stoichiometries is
highlighted as a blue hull curve, and the on-load hull curve is high-
lighted in red colour. For both materials, dQ/dV analysis of the OCV
curve is included in the inset.

To further investigate the nature and extent of Na'/vacancy
orderings in both materials, synchrotron operando XRD
measurements were performed. Waterfall diagrams of the ob-
tained diffraction patterns are presented in Fig. 4A and B for
P2-Na,Ni; 3Mn,;0, and P2-Na,Mn;/,Ni,;,0,, respectively. For
both materials, the measurements start with sodiation from the
charged state. The diffraction patterns corresponding to sodium
contents of x = 2/3, 1/2 and 1/3 are highlighted in red, magenta
and green colour, respectively. For P2-Na,Ni;;;Mn,;0,, clear
superstructure reflections in proximity to the sodium content of
x = 2/3,1/2 and 1/3 are apparent. Simulated diffraction patterns
based on the reported in-plane Na'/vacancy ordering by Lee
et al.*® and Huang et al.®® are presented in ESI Fig. S11,7 in which
the range of experimentally found superstructure reflections is
highlighted in yellow colour for the ease of comparison. At
sodium stoichiometries of x = 2/3 and 1/3, the observed super-
structure reflexions match the simulated pattern based on the
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Fig. 4 Synchrotron operando XRD for (A) Nay/zNiy;sMny,30, and (B)
Nao 60Mnsz/4Niy4O,. Both measurements were started in a charged
state. The diffraction patterns corresponding to sodium stoichiome-
tries of x = 1/3, 1/2 and 2/3 are highlighted in red, magenta and green
colour, respectively.

Na'/vacancy ordering reported by Lee et al*® For x = 1/2,
observed superstructure reflections match the report by Huang
et al.® in accordance with a previous publication.®

For P2-Na,Mnj;,,Ni;,,0,, similar superstructure reflections in
proximity to x = 2/3 and 1/3 are apparent, however, the
superstructure reflection at x = 2/3 is very weak. For P2-
Na,; 5+ sMnz,4Ni; 4,0,, no superstructure reflection is observed,
indicating that no long-range Na'/vacancy ordering exists at this
stoichiometry. The comparably low intensity of the Na‘/vacancy
superstructure reflection in P2-Na,Mn;/4Ni;,,0, is indicative of
either decreased long-range order (disrupted ordering) or
a smaller weight fraction of the ordered phase (partial
ordering). For both materials, the similarity of the superstruc-
ture reflection at x = 2/3 and 1/3 supports the assumption that
the in-plane Na'/vacancy ordering is the same for both mate-
rials. These observations are in accordance with diffraction
patterns obtained by ex situ capillary transmission XRD, as
presented in ESI Fig. S12.7 For both materials, the heat maps of
the obtained diffraction patterns as well as the refined lattice
parameters (Pawley method) are presented in ESI Fig. S13 and
S14.7 A good agreement of refined lattice parameters as well as
the nature and extent of the detected Na'/vacancy ordering is
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found for synchrotron operando XRD and ex situ capillary
transmission XRD, indicating that the operando measurement
is close to equilibrium.

To measure the extent of Na'/vacancy orderings at various
stoichiometries, entropymetry measurements were performed.
A detailed description of the method is provided in the ESIL.T In
short, the equilibrium voltage at different sodium contents was
measured at 40 °C, 25 °C and 10 °C following a GITT procedure
including temperature change at every equilibrium step. The
change in measured equilibrium voltage Eqcy with the change
in temperature AT is proportional to the entropy change AS at
the corresponding sodium content x, according to:

Eocy
AT

AS(x) =nF

x=const

Several factors, such as the configurational entropy, phonon
entropy and electronic entropy, can contribute to the entropy
change of a material.”® However, the course of the entropy
change is reported to be highly dominated by the configura-
tional entropy,” making entropymetry a valuable tool to inves-
tigate it.

The entropy change derived from several independent cells is
presented in Fig. 5A and B for P2-Na,Ni;;3Mn,;30, and P2-
Na,Mnj;,,Ni;,4,0,, respectively. For P2-Na,Ni;;Mn,;30,, the
entropy change curve exhibits a distinct double-S shape in
proximity to sodium contents x = 2/3, 1/2 and 1/3. As described
in the ESI,} such a double-S shaped course of the entropy change
is expected in proximity to Na'/vacancy ordered phases. For P2-
Na,Mnj;,,Ni;,4,0,, the entropy change curve follows a double-S
shape at x = 2/3, 0.54, 1/2 and 1/3, indicative of Na'/vacancy
ordering at these stoichiometries. For P2-Na,Mnj;,,Ni;,,0,, the
variation of entropy change at x = 2/3 and 1/2 is significantly
smaller compared to P2-Na,Ni,;3Mn,;;0,, indicating a reduced
extent of Na'/vacancy orderings in the former material. The
double-S shaped course of the entropy change in proximity to x
=~ 0.54 might correspond to a weak Na'/vacancy ordering
resembling  the reported Na'/vacancy ordering in
Na,/;C00,.>** We have estimated the expected potential
jump based on the measured configurational entropy change
and summarized the estimated potential differences due to
Na'/vacancy orderings in ESI Table S8.1 The results further
corroborate more pronounced Na'/vacancy orderings at x = 2/3
and 1/2 for P2-Na,Ni;;sMn,;;0, compared to P2-Na,Mnj;,Ni;/4,0,.
Furthermore, the measured voltage jumps in GITT measurements
(Fig. 3) at x = 2/3, 1/3 in P2-Na,Ni;;3Mn,;;0, and at x = 1/3 in
P2-Na,Mnj;/,Ni;,,0, significantly exceed the estimated potential
jumps due to configurational entropy change (i.e., Na'/vacancy
ordering), suggesting additional processes contributing to these
voltage jumps. For x = 2/3 in P2-Na,Ni;;;Mn,;;0,, the energy
difference between Ni*"** redox and Mn*"*" redox is expected to
significantly contribute to the voltage jump at x = 2/3 in P2-Na,Ni,,
3Mn,;;0,. For both materials, the onset of the P2-O2 phase tran-
sition is expected to contribute to the voltage jump at x = 1/3.

Overall, GITT, operando XRD, ex situ XRD, and entropymetry
indicate similar Na*/vacancy orderings at x = 2/3 and 1/3 in P2-
Na,Ni,;sMn,,;;0, and P2-Na,Mnj3/4Ni;,,O0,. For x = 2/3 and x =

This journal is © The Royal Society of Chemistry 2025
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Fig. 5 Entropymetry measurements for (A) Na,/3Niy;zsMny,30, and (B)
Nap.soMnz,4Niy405. A detailed description of the method is provided
in the ESL.¥ Jumps in the entropy change indicative of Na*/vacancy
ordering are highlighted with coloured background. A GITT
measurement is provided in grey colour in the background. For both
materials, the results from independent cells are presented in different
colour. The uncertainty of the linear regression is presented as error
bars.

1/2, XRD and entropymetry measurements suggest a disrupted
Na*/vacancy ordering in P2-Na,Mnj;/,Ni;/4,0,. For x = 1/3, no
significant influence of the Ni/Mn ratio on the Na'/vacancy
ordering is detected.

In general, Na'/vacancy orderings in these structures result
from the high stability (low Gibbs free enthalpy) of the ordered
configurations. In Na'/vacancy ordered phases, Gibbs free
enthalpy is eventually reduced by (i) minimized Na‘'-Na"
repulsion within the sodium layer and (ii) advantageous inter-
action of Na* with the immediate environment of the MO, slab
(i.e., low energy sodium lattice sites). For the herein investigated
materials, the transition metals, nickel and manganese, are
known to adopt different formal oxidation states depending on
the applied electrode potential.**®” Hence, the stability of
sodium sites is eventually influenced by the transition metals in
the immediate environment and the formal oxidation states
thereof. The resulting difference in energy for various sodium
sites potentially contributes to the preferential occupation of

This journal is © The Royal Society of Chemistry 2025
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these sites (i.e., preferential occupation of low-energy sodium
sites).

Computational

Computational methods were employed to gain further insights
into the origin of Na‘/vacancy orderings in P2-Na,Ni;;;Mn,;;0,
and P2-Na,Mnj;/,Ni,,4,0,. First, we identify the thermodynami-
cally stable phases. Then, we evaluate the electronic structure
and the charge density distribution of the transition metals in
these materials. Subsequently, we evaluate the existence of low-
energy sodium lattice sites in the absence of Na'-Na" repulsion.
Finally, we analyse the charge ordering within the MO, slab and
correlate these findings with the existence and stability of Na'/
vacancy orderings.

Spin polarized periodic DFT calculations were performed to
determine the thermodynamically stable phases and construct
the convex hull for P2-Na,Ni,;;Mn,,;0, and P2-Na,Mn3,,Ni;,,0,.
For P2-Na,Ni;;3sMn,;;0,, the implemented unit cell includes 24
transition metal atoms arranged in a characteristic honeycomb
Ni/Mn ordering in accordance with our characterization results
and the literature® (Fig. 6A). By substituting every fourth Ni by
Mn, the unit cell for P2-Na,Mnj;,Ni;;,O, with a defect honey-
comb transition metal ordering is obtained according to the
characterization results (Fig. 6B). Even though the in-plane
sodium arrangement has been reported for the Na'/vacancy
orderings at x = 2/3, 1/2 and 1/3 in P2-Na,Ni;;3Mn;,;30,,* to the
best of our knowledge, the relation of this in-plane sodium
ordering to the honeycomb ordered MO, slabs has not been
analysed so far. To fill this gap, we have calculated the free
enthalpy for the reported in-plane sodium vacancy orderings at
various sites in these large Ni/Mn ordered superstructure cells.
The calculated convex hull is presented in Fig. 6C and D for P2-
Na,Ni;;3sMn,;;0, and P2-Na,Mnj;,Ni;,40,, respectively. For P2-
Na,Ni;3Mn,;30,, solely the O2-structure at x = 0 and the
Na'/vacancy ordered P2-structures at x = 1/3, 1/2 and 2/3 are
located on the convex hull. At x = 1/2, the Na'/vacancy ordering,
as reported by Huang et al.,** was calculated to be energetically
favourable, which is in accordance with our operando XRD results
and literature reports for Na;,C00,.°**"** At x = 2/3, the
determined stable structure exhibits the same in-plane
Na'/vacancy ordering;**® however, the stacking sequence differs
from reports on P2-Na,;;C00,.°*'°**** For P2-Na,Mnj3,Ni;,,0,, the
O2-structure at x = 0 and the P2-structures at x = 1/3, 5/12, 1/2,
7/12 and 2/3 are located on the convex hull. At x = 1/2, the re-
ported ordering by Lee et al.*® was calculated to be slightly more
stable than the ordering reported by Huang et al.* The marginal
difference in energy between both orderings is in accordance with
the disrupted Na'/vacancy ordering observed with operando XRD
and entropymetry measurements.

In general, configurations located on the convex hull (Fig. 6C
and D) are stable, whereas all configurations with formation
enthalpies above the convex hull are unstable or metastable.
The convex hull directly relates to the enthalpy difference
between sodium in intercalated and metallic form, whereas the
measured OCV curve, as presented in Fig. 3, represents the
Gibb's free energy (enthalpic plus entropic contribution) of the
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same reaction. In the convex hull, segments of solely unstable
configurations (e.g., 0 < x < 1/3 in P2-Na,Ni;;3Mn,;30,) represent
a miscibility gap between the respective stable endmembers
(e.g., O2-NagNi;;3Mn, 30, and P2-Na,;3Ni;;3Mn,;30,). The cor-
responding two-phase reaction results in a characteristic
voltage plateau in the electrochemical potential profile.'*
Overall, the calculated convex hull well describes the course of
the experimentally determined OCV curve, suggesting that the
enthalpy change dominates the course of the Gibb's free energy,
however, small differences between the convex hull and the
experimentally derived OCV curve exist. For P2-Na,Ni;;3Mn,/30,
(Fig. 6C), the miscibility gap in the ranges 1/3 <x <1/2 and 1/2 <
x <2/3 is expected to cause a voltage plateau. Experimentally, we
find two small voltage plateaus associated with the order/
disorder transitions in proximity to the respective Na‘/vacancy
orderings and observe distinct voltage jumps for Na‘/vacancy
ordered phases. The difference between the expected potential
profile based on the convex hull and the measured voltage
profile eventually arises from (finite) temperature effects. For
P2-Na,Mnj;,Niy 40, (Fig. 6D), no miscibility gap is expected
between 1/3 < x < 2/3 based on the convex hull in line with the
much smoother electrochemical voltage profile in Fig. 3B.

To elucidate the nature of the M-O and Na-O bonds, Density
Overlap Regions Indicators (DORI)'* were determined for P2-
Na,,/3Niy,;3Mn,30, as presented in Fig. 7. The DORI analysis was
developed to distinguish covalent from noncovalent interac-
tions, while differences between metallic and ionic bonding
cannot be resolved. In this framework, covalent interactions are

550 | J Mater. Chem. A, 2025, 13, 540-560

revealed by localized overlap indicators, while noncovalent
interactions are characterized by fully smeared out overlap
indicators. This analysis is not restricted to interactions in
molecules as similar bonding characteristics exist in solids and
DORI was already successfully applied to Mn-oxides."**

Hence, the DORI analysis in Fig. 7 allows tracking qualitative
differences in bonding character between the different bonds in
the system. Qualitatively identical results were observed inde-
pendent of Na content and the Ni/Mn ratio and are depicted in
ESI Fig. S15.7 While the Mn-O and Ni-O bonds are character-
ized by localized basins of DORI values close to 1, indicating
increased covalent character, the Na-O bonds show entirely

Na2/3Mn2/3Ni1/302

Fig. 7 The DORI of the Na—O bond, the Mn-0O bond, and the Ni-O
bond in P2-Nay;3NiyzMn,/z0,. DORI values of 1 imply overlapping
density regions and are shown in blue while DORI values of O are
shown in red.

This journal is © The Royal Society of Chemistry 2025
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smeared out overlap indicators implying ionic bonding. The
revealed covalent nature of the M-O bond is in good agreement
with what has been found for many other comparable
oxides'**'* and corresponds to a distribution of the electron
density along the M-O bond. Thus, only formal oxidation states,
which do not necessarily agree with the true charge at the ion,
can be assigned. This observation is in accordance with the
calculated Bader charges, which indicate lower electron density
at the transition metal ion than that suggested by the formal
oxidation state (see Table 3).

To further elucidate the nature of the M-O bonding, we
determined the partial density of states (PDOS) shown in
Fig. 8A. Indeed, no Na 2s states are found in the valence band
region in agreement with the ionic character of the Na-O bond.
In contrast, the M-3d states are found to strongly hybridise with
the O-2sp” states in the valence band region, possibly indicating
the prevalence of covalent bonding in the MO, layer. While this
supports the simplified picture of the Na atoms donating their
electrons to the MO, layer, it raises the question of the charge
density distribution in the MO, slab. Specifically, it is of interest
whether electrons (e”) are entirely localized in M-O bonds or
whether they are delocalized over several transition metal
atoms. In fact, transition metal compounds are well known to
delocalize electrons through direct exchange or super exchange
interactions.'® In the present case, however, no direct overlap
between metal 3d orbitals are possible owing to the long metal-
metal distance and the ferromagnetic coupling between ions.
Instead, delocalisation is achieved through a super-exchange
interaction whereby electrons are delocalized through an at
least partially covalent M-O-M two electron three center (2e3c)
bond. This is a well known bonding scheme in inorganic
chemistry'®*'” which has also been observed for related
compounds such as manganese hydroxo complexes'®® and
Cu,0.">'* These observations suggest that similar bonding
characteristics can possibly lead to delocalization of e~ also in
the here investigated samples.

For P2-Na,Ni;;3Mn, 30, (Fig. 8A), independent of Na content,
the low spin Ni %,, orbitals are fully occupied in both spin
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majority and minority directions and are found in the range
from —6 eV to 0 eV. The Ni ¢ orbitals are either empty (x = 0)
and form the conduction band or are partially occupied (x > 0)
and situated below the Fermi level, depending on the Na
content in the structure. During sodiation of Na,Ni;;3;Mn,;;0,,
first the low lying Ni e, are partially occupied and shifted below
the Fermi energy. At a sodium content of x = 1/3 the Ni atoms
are formally Ni** and undergo a Jahn-Teller splitting of the [
into occupied d,=_,» and unoccupied d,: states (Fig. 8B). This is
followed by further reduction of Ni from Ni** to Ni** with
increasing Na content leading to fully occupied Ni e, states at
a Na content of x = 2/3. Independent of the sodium content
x (2/3 > x > 0), Mn t,, orbitals are fully occupied in the spin
majority direction and empty in the spin minority direction and
are found in the range between —6 eV and 0 eV. The Mn ¢,
orbitals are situated between 1.5 eV and 2.5 eV independent of
the Na content x and hence do not contribute to the electro-
chemical processes in this material (0 < x < 2/3). The significant
potential jump at x = 2/3, as observed in GITT measurements
(Fig. 3), is qualitatively supported by the observed energy
difference between Ni ¢, and Mn e, states in PDOS.

In P2-Na,Mn;;Ni;,0,, PDOS features appear similar,
however, they are shifted in sodium content. Due to the reduced
Ni content in Na,Mn;,Ni;,,0,, the respective Ni redox
processes are shifted to lower Na contents and Ni e, is fully
occupied at x = 1/2. For x = 2/3, the Mn ¢, orbitals are partially
occupied and shifted below the Fermi level. With increasing
sodium content, the continuously increasing occupation of the
Ni e; and Mn e, can be rationalized considering octahedral
crystal field splitting (Fig. 8B) in conjunction with the formal
oxidation states of the transition metal centre. Thus, sodiation
beyond x = 1/2 leads to Mn redox activity and the formation of
Jahn-Teller active Mn** by partial occupation of Mn e, states.

To corroborate the observations in the PDOS, we have ana-
lysed local magnetic moments u and Bader charges of the
transition metal atoms and summarized the results in Table 3.
The local magnetic moment allows distinguishing between
transition metals of different formal oxidation states based on

Table 3 The average local magnetic moment u and the Bader charge of Mn and Ni for the lowest energy structures in P2-Na,Niy;zsMn,,z0, and
P2-Na,Mnz,4Niy, 40, for the Na contents x = 1/3, 1/2 and 2/3. The local magnetic moments constitute averages over all Ni and Mn atoms with the
same formal oxidation state (OS) and variations were found to be negligible. Local magnetic moments and Bader charges associated with
different oxidation states are separated by semicolons. At x = 0 both materials adopt the O2-structure

Mn Ni

Na content x w [us] Bader [e”] (o} u [us] Bader [e”] (o}
Na,Niy;sMn, 30,

1/3 3.19 1.84 4+ 1.20 1.32 3+
1/2 (Lee)*® 3.18 1.84 4+ 1.18; 1.73 1.21; 1.31 2+; 3+
1/2 (Huang)® 3.18 1.84 4+ 1.18; 1.76 1.21; 1.31 2+; 3+
2/3 3.19 1.84 4+ 1.76 1.20 2+
Na,Mn;/4Niy 40,

1/3 3.21 1.84 4+ 1.19; 1.76 1.22; 1.36 2+ 3+
1/2 (Lee)*® 3.19 1.84 4+ 1.76 1.21 2+
1/2 (Huang)® 3.19 1.84 4+ 1.76 1.21 2+
2/3 3.21; 3.86 1.70; 1.83 3+ 4+ 1.76 1.21 2+

This journal is © The Royal Society of Chemistry 2025
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accounting for the Jahn-Teller distortion of Ni** and Mn**.

the number of unpaired electrons expected from the crystal
field splitting as presented in Fig. 8B. In contrast, Bader charges
are determined by charge partitioning of the charge density
obtained using DFT and yield qualitative trends for charge sit-
uated at the transition metal centre. Despite their fundamen-
tally different methodologies, both methods show similar
trends in agreement with the analysis of the PDOS.

For P2-Na,Ni, 3Mn, ;0,, with increasing sodium content, the
local magnetic moment increases and Bader charges decrease
for Ni, whereas both values remain invariant for Mn. Hence,
with increasing sodium content, Ni is gradually reduced from
Ni** at x = 1/3 to Ni*" at x = 2/3, while Mn is redox inactive. At
x = 1/2, Ni** and Ni** are detected in equal amounts.

For P2-Ni,Mnj3,,Ni,;40,, with increasing sodium content, the
local magnetic moment increases and the Bader charges
decrease for Ni from x = 1/3 to x = 1/2, whereas Mn remains
invariant within this sodium range. Further sodiation from x =
1/2 to x = 2/3, leads to increasing local magnetic moment and
decreasing Bader charges for Mn, whereas Ni is invariant.
Hence, Ni is redox active for x < 1/2 and Mn is redox active at
sodium contents x > 1/2.

Overall, the analysis of PDOS, the local magnetic moment p
and Bader charges, suggest that charge within the MO, slab is
considerably localized at the covalently bonded transition
metals, making formal oxidation states an acceptable descriptor
for P2-Na,Ni;;3Mn,;;0, and P2-Ni,Mn;,Ni;,,0,. Please note
that similar charge disproportionation has been reported for

552 | J Mater. Chem. A, 2025, 13, 540-560

P2-Na,Co0, and 0'3-Na,MnO, with experimental and compu-
tational methods.?*%5-97110-112

As described above, various transition metal oxidation states
within the MO, slab potentially result in low energy sodium
sites. The interplay between the preferential occupation of these
low energy sodium sites and Na'-Na' repulsion eventually
results in Na'/vacancy orderings. To deconvolute these two
effects, we have calculated sodium site energies at a high
vacancy limit by placing one sodium atom in a supercell with 24
transition metals (x = 1/24). The supercell volume was fixed to
the one of a calculated, hypothetical empty P2-structure.
Subsequently, we analysed the difference in energy between
the respective site and the lowest energy site. Since only one
sodium atom is placed within the large supercell, Na*-Na"
repulsion can be neglected and solely the influence of the
immediate environment is modelled. Please note that these
structures constitute a model system and do not reflect the

experimentally found configurations (P2-O2 two-phase
reaction).
For P2-Na,Ni,;3Mn,,;0,, the honeycomb arrangement of the

metal atoms distinguishes the Na; sites in Naf™™" and

NaM™ ™ that either sit in between two Mn octahedra
(Mn-Na-Mn dumbbell) or in between a Ni and a Mn octahedra
(Ni-Na-Mn dumbbell), respectively, while all Na. are equiva-
lent. In P2-Na,/»4Ni;;3Mn,,;0,, the sodium site energies follow
the trend Na, < Na}™ ™ < NaM"™" 35 presented in Fig. 9A. This
qualitative trend can be rationalized when considering that the

insertion of one Na atom leads to the reduction of one Ni centre

This journal is © The Royal Society of Chemistry 2025
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Fig. 9 Site energies for the high-vacancy limit corresponding to one Na atom per supercell in (A) P2-Naj,24Nij3sMn/s0, and in (B) P2-Nay,
24Mnz,4Ni140,. The Na atoms are coloured by an energy scale based on the site energy corresponding to the difference in energy of the
respective site and the lowest energy site, where grey, yellow, orange and red correspond to the energy ranges 0-50 meV, 50-100 meV, 100-

200 meV and >300 meV, respectively.

from Ni** to Ni*". Since the Na-O bond is ionic, Na" interacts
with the charge density distribution in the MO, slab and Na
sites in vicinity of Ni centres are beneficial due to their lower
formal oxidation state. In P2-Niy,,,Mnj3/4Ni;,,0,, the substitu-
tion of 1/12 of the Ni atoms by Mn atoms leads to further
inequivalence of the Na sites when the nearest neighbour
transition metals are considered, which is reflected in the
sodium site energies as presented in Fig. 9B. The Na site energy
is substantially increased for Na¢ sites in Mn-Na-Mn dumbbells
and the surrounding Na. sites. This phenomenon is caused by
the redox-inactive nature of the Mn atoms at such small sodium
contents. Mn atoms remain in the formal 4+ oxidation state and
therefore lead to significant electrostatic repulsion of the adja-
cent Na cations. The charge is compensated by a reduction of
nearest-neighbour Ni atoms, which are considerably far from
the particular high-energy sodium lattice sites. Overall, the
calculated sodium site energies suggest preferential occupation
of Na. sites over Nas sites in accordance with expectations based
on Pauling’s principles.®® For P2-Na,Ni,;;Mn,;;0, (Fig. 9A), two
energetically different Na¢ sites are available, which arrange in
a distinct pattern. For P2-Ni,Mn;;,Ni;,,0, (Fig. 9B), additional
Mn-Na-Mn dumbbells result in an energy penalty for corre-
sponding Nay sites and adjacent Na, sites. For P2-Ni,Mn;,,Ni; ;,0,,
the simple site energy pattern, as observed for P2-Na,Ni; ;;Mn,,30,,
is disrupted. In this model experiment, site energies differ in more
than 200 mV, suggesting a potentially strong influence of site
energies on Na'/vacancy orderings.

Encouraged by these results, we have analysed the most stable
structures for x = 2/3, 1/2 and 1/3 in terms of charge ordering
within the MO, slab and its relation to Na‘/vacancy ordering.
Please note that the analysed structures are in accordance with
the experimental characterization and therefore most likely
resemble the physical reality. Respective structure files are
provided in the ESL{ A depiction of the calculated most
stable structures following the in-plane Na'/vacancy orderings as
reported by Lee et al.*® is presented in Fig. 10A and B for P2-
Na,Ni;;3Mn,/;;0, and P2-Ni,Mnj3,,Ni;,,0,, respectively. For x =
1/2, an additional comparison between the Na'/vacancy order-
ings reported by Lee et al.*® and Huang et al.** is presented in ESI
Fig. S16.1 In both figures, the three-dimensional crystal structure

This journal is © The Royal Society of Chemistry 2025

is presented as stacking of three slices with [0 0 1] orientation.
Charge ordering within the transition metal slab as derived from
magnetic moments and Bader charges (Table 3) is depicted in
the colour code. In-plane Na'/vacancy orderings are presented in
red colour for occupied Nay sites and petrol colour for occupied
Na, sites (following the colour code in the publication by Lee
et al.*®). Occupied sodium sites are categorized by their closest
neighbour transition metals and the respective oxidation state.

Orderings following Lee et al.*® (Fig. 10) - for P2-Na,Ni; 3Mn,,30,,
solely Ni** and Ni** next to Mn*" are observed at x = 2/3 and
1/3, respectively, resulting in simple hexagonal charge order-
ings within the MO, slab. At x = 1/2, Ni*" and Ni*" arrange in
alternating lines, which is in contrast to a more homogeneous
charge distribution within the MO, slab following a hexagonal
pattern. A similar charge ordering in lines has been observed
for Na;;,;,C00,.****"*7 For P2-Ni,Mn;,,Ni;,;0,, the change in
Ni/Mn stoichiometry leads to a shift to lower oxidation states
as discussed above. At x = 2/3, the addition of manganese to
the structure leads to two adjacent Mn*" atoms. At x = 1/2,
solely Ni** and Mn"" is present. At x = 1/3, a line ordering of
Ni** and Ni**/Mn** is observed. Overall, the simple charge
orderings observed in P2-Na,Ni;;Mn,;;0, are disrupted in
P2-Ni,Mnj;,4Ni;;,0,. As a result of the simple charge orderings
in P2-Na,Ni,;3Mn,,;0,, Nag sites are exclusively occupied if one
of the nearest neighbour transition metals is Ni*". For each
sodium stoichiometry, all occupied Na. sites exhibit the
same transition metal oxidation state environment. For
P2-Ni,Mnj;/4Ni;,,0,, the disrupted charge ordering within the
MO, slab causes more diverse nearest-neighbour environ-
ments for occupied Na, and Na; sites.

Ordering following Huang et al.** (ESI Fig. S167) - for both P2-
Na, ,Ni;;3Mn, 30, and P2-Na,,Mn;,Ni;,0,, we find the same
transition metal charge orderings for the in-plane Na'/vacancy
ordering reported by Huang et al.** and Lee et al.*®* Independent
of the Ni/Mn ratio, two Nag sites with different nearest-neighbour
environments (Mn**-Naf-Ni** and Mn*'-Na{-Mn**) and two
energetically different Na. sites are occupied. The nearest-
neighbour environment of these Na, sites is influenced by the
Ni/Mn ratio, eventually influencing the stability of the Na'/
vacancy ordering.
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Comparison of evaluated Na'/vacancy orderings at x = 1/2 - present in P2-Na,;,Ni;;3sMn,;30,. For P2-Na, ,Mn;,4Niy40,, no
both operando XRD experiments and DFT calculations indicate indication for long-range Na'/vacancy ordering is found in
that the Na'/vacancy ordering as reported by Huang et al.®® is operando XRD experiments and DFT calculations suggest
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a marginal energy benefit for the ordering reported by Lee
et al.*® Please note that the ordering reported by Huang et al.**
incorporates a lower fraction of Na. sites (Na./Na; = 1)
compared to the reported in-plane Na'/vacancy ordering by Lee
et al.* (Na./Na; = 2). Furthermore, the ordering reported by
Huang et al.® is characteristic for increased mean squared Na'-
Na' distances, resulting in an energy benefit by minimizing in-
plane Na'-Na' repulsion. For P2-Na,;,Ni;;sMn,/;0,, the mini-
mized Na'-Na" repulsion (Huang ordering) seems to prevail
over the effect of low energy sodium sites (Lee ordering). For P2-
Na, ,Mnj3,,Niy,,O,, the disruption of the transition metal charge
ordering destabilizes the ordering reported by Huang et al.®® As
a result, none of both Na*/vacancy orderings results in a signif-
icant energy gain and long-range Na'/vacancy ordering is
disrupted.

Influence of Ni/Mn stoichiometry on Na'/vacancy orderings -
if we compare the same Na'/vacancy ordered structure for P2-
Na,Ni;;3Mn,;;0, and P2-Na,Mnj3,,Ni;,,0, (vertical comparison
in Fig. 10 and ESI fig. S161), Na'-Na" distances remain constant.
Therefore, the relative stability of the compared Na'/vacancy
orderings is solely influenced by the transition metal environ-
ment. At x = 2/3, the decrease in the Ni/Mn ratio from P2-
Na,Ni;;3sMn,;;0, to P2-Na,Mn;/,Ni; /4O, leads to the occupation
of energetically more diverse sodium sites. Consequently, the
Na'/vacancy ordering is partially disrupted in P2-NiMns,4Niy,
40,. At x = 1/2, the transition metal charge ordering in rows in
P2-Na,Ni; sMn,;;0, is disrupted when the Ni/Mn ratio is
increased (P2-Na,Mnj3,,Ni;,,0,). As a result, the energy benefit
of the Huang ordering is lost and any long-range Na'/vacancy
ordering is suppressed. At x = 1/3, no influence of the Ni/Mn
ratio and the transition metal charge ordering on Na*/vacancy
ordering is found. Enabled by the relatively low sodium content,
only low energy sodium sites are occupied in both materials and
we conclude that Na'/vacancy ordering at x = 1/3 is dominated
by the effect of Na'-Na" repulsion.

Guideline and discussion

Based on the above findings, we can deduce that the Na'/
vacancy orderings in P2-type Na,MO, at sodium contents of x =
2/3 and 1/2 are considerably influenced by the charge ordering
in the MO, slab. Therefore, these Na'/vacancy orderings can be
suppressed if the transition metal charge orderings are dis-
rupted. The Na'/vacancy ordering at x = 1/3 is dominated by
Na'-Na' repulsion and therefore is largely independent of
charge ordering within the MO, slab.

To crosscheck this hypothesis, we have synthesized P2-
Nay/3NiysMgy/15Mn,30,  and  P2-NaguNiyjuLiyj,Mn,50,.
Within the applied potential range (1.5-4.3 V), Li" and Mg**
remain redox inactive."*™ For P2-Na,;3sNi;;,Mg,1,Mn,;30,,
the expected formal oxidation states (assuming Na* and 0*7)
are Na2/3Nil/4nMg1/12HMn2/3IVOZ. According to Delmas et al.*®
the hexagonal transition metal ordering within the MO, slab
results from the difference in ionic radii during synthesis.
Based on the ionic radii (Ni*" = 0.69 A, Mg*>" = 0.72 A, and
Mn*" = 0.53 A),""® we anticipate hexagonal ordering of small
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Mn*" ions surrounding larger Ni** & Mg”" ions. This honey-
comb ordering is in accordance with literature reports.>*°

As a result, we expect the following formal oxidation
states at x = 2/3, 1/2 and 1/3: Nay3[Niy,4s"Mgy 1, Mn,,5'V 0,
Nal/Z[Nil/1ZHNiz/1ZHIMgUIZH]MnZ/SIVOZ and
Nay 5[Niy1,"™Niy 15"V Mgy 1, M, 570, (“Cy site” in parenthesis).
Therefore, a perfect honeycomb charge ordering is expected at
x = 2/3, whereas a disrupted charge ordering is expected for
x = 1/2 and 1/3. Following our guideline, we expect a potential
jump caused by Na'/vacancy ordering at x = 2/3 and a potential
shoulder at x = 1/2. As discussed above, no effect of charge
ordering on the Na'/vacancy ordering at x = 1/3 is expected. The
corresponding first cycle potential profile is presented in
Fig. 11B. In accordance with literature reports,**'>"71'% the
potential profile exhibits a distinct jump at x = 2/3 (approx. 3.0 V)
and a smoothed jump at x = 1/2 (approx. 3.5 V). Similar to
P2-Na,;Ni; 3Mn,30,, the change from Ni**** to Mn*"** redox
most likely contributes to the significant voltage jump at x = 2/3.

For P2-Nag,Niy,"Lij,"Mn',50,, the expected formal
oxidation states are Nas,Nijs Lijjp"Mny;™V0,, resulting in
a hexagonal ordering of large Ni** & Li" (Li* = 0.76 A)"*® sur-
rounded by small Mn*" within the MO, slab. In accordance with
the literature,'*® superstructure reflections in the XRD pattern
support the honeycomb superstructure within the MO, slab (ESI
Fig. S177). At the relevant sodium contents for Na'/vacancy
ordering, the corresponding formal oxidation states are
Naz/s[Nil/anNimszil/uI]an/sNOz, N31/z[Ni1/4IIILi1/1zI]Mn2/3IV02
and Nay 5[Ni; 1, "Niye " Liy /15" Mn, 5™ 0,. Following the guideline
above, we expect highly disrupted charge ordering at x = 2/3,
1/2 and 1/3, leading to a considerably smooth potential profile
for x > 1/3. The corresponding first cycle potential profile, as
presented in Fig. 11C, is smooth and solely exhibits a small
shoulder at x = 2/3 and a slight jump at x = 1/3 in accordance
with earlier reports."**">'*® The significant voltage jump at x =
3/4 is most likely caused by the transition from Ni**** to Mn?*/**
redox.

Further results, obtained by Al substitution for either Ni or
Mn in P2-Na,;3Niy;3Mn, 30,, are presented in ESI Fig. S19.7 Al
substitution for Mn is expected to have only minor effects on the
transition metal charge ordering in the MO, slab. Experimen-
tally, we find no significant impact on the potential jumps
indicative for Na'/vacancy orderings at x = 2/3, 1/2 and 1/3. In
contrast, Al substitution for Ni is expected to disrupt the tran-
sition metal charge ordering in the MO, slab. The experimen-
tally found potential profile is significantly smoothened at x =
2/3 and 1/2 in accordance with earlier reports.'

The experimentally observed potential profiles for the
undoped, Mg- and Li-doped samples (Fig. 11), as well as
Al-substitutions (ESI Fig. S197), comply with the expectations
based on the herein postulated guideline, underlining the
significant impact of transition metal charge ordering on
Na'/vacancy ordering. The cycling stability of the undoped, Mg-
and Li-doped samples increases with decreasing tendency for
Na'/vacancy ordering (ESI Fig. S2071). Analogously to the above-
discussed materials, the herein postulated guideline also holds
for Zn_llS,lZl and Cu_doping.113,1227124
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Fig. 11 Potential profile for the first two full galvanostatic cycles of (A) P2-Na,,3Niy;sMn5,30,, (B) P2-Nay,3Nij4Mgy/1Mn,,z0, and (C) Nasz 4Niy,

4Li112Mny,30, as cathode materials in a sodium half-cell.

High entropy materials - lately, “high entropy” materials are
explored as promising future cathode materials."”>**° Per defi-
nition, high entropy materials are single-phase materials con-
sisting of at least five (near)-equimolar species, resulting in an
ideal configurational entropy $'9°*' = 1.609 ky per transition
metal site, where kg is the Boltzmann constant.'?**3%'32 In view
of this work, the tendency for a smooth potential profile of
“high entropy layered sodium transition metal oxides” can be
rationalized. The presence of various transition metals with
diverse formal oxidation states eliminates long-range charge
ordering, which then results in suppressed Na'/vacancy order-
ings and a smooth potential profile. Please note that high
entropy cathode materials may exhibit further potential
advantages, such as minimized strain or enhanced solid
diffusion,**>***'3*-38 which are beyond the scope of this work.

Conclusion

Within this work, we have demonstrated the significance of
charge ordering within the transition metal slab on the pres-
ence and extent of Na'/vacancy orderings in P2-type cathode
materials for sodium-ion batteries. Simple charge ordering
patterns within the MO, slab support the tendency towards
Na'/vacancy orderings. Disrupted charge ordering patterns lead
to disrupted or suppressed Na'/vacancy orderings.

The herein proposed guideline enables the prediction of
Na'/vacancy orderings and the associated potential jumps
solely on the transition metal composition, the consideration of
formal oxidation states and well-known atomic crystal radii. In
the first step, the presence of a honeycomb transition metal
superstructure is analysed based on either experimental data or
by considering the formal oxidation states and ionic radii of the
transition metals in the as-synthesized material. In the second
step, the formal oxidation states of the transition metals are
calculated for sodium stoichiometries x = 2/3, 1/2 and 1/3.
Combining the structural information (e.g., honeycomb super-
structure ordering within the MO, slab) with the formal oxida-
tion states enables the prediction of charge ordering and, as
a consequence, the tendency for Na‘/vacancy ordering.

Besides estimating the tendency for detrimental Na*/vacancy
orderings in a given transition metal composition, this rather
simple framework can as well serve to design and optimize
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cathode compositions with suppressed Na'/vacancy orderings
and therefore improved long-term cycling stability.
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