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ffect of Fe substitution on
structural and redox stability of Na2Mn3O7†
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Sodium-ion batteries have the potential to meet the growing demand for energy storage due to their low

costs stemming from natural resource abundances, but their cathode energy densities must be improved to

be comparable to those of lithium-ion batteries. One strategy is accessing high voltage capacity through

high-valent redox reactions. Such reactions usually cause instability in cathode materials, but Na2Mn3O7

(NMO) has demonstrated excellent performance and reversibility in the high-valent regime due to its

unique lattice structure with ordered Mn vacancies. This work expands the universality of the ordered

vacancy as a design principle and increases the material candidates with such exceptional

electrochemical behavior. Our approach involves synergizing cationic ordered vacancies with tunable

metal–ligand hybridization through partial metal substitution. In particular, we successfully incorporated

Fe3+ for Mn4+ in NMO to make Na2.25Mn2.75Fe0.25O7 and achieved improved high-valent redox behavior.

Fe substitution leads to larger specific capacities (171 vs. 159 mA h g−1
first cycle), enhanced cycle

stability (97 vs. 60 mA h g−1 after 50 cycles), and superior rate performance. This study lays the

foundation for developing new cathode materials with stable high-valent redox through substitution of

redox-active transition metals by employing cationic ordered vacancies and partial transition metal

substitution as design principles in tandem.
1. Introduction

The scalable adoption of batteries for decarbonization and
energy accessibility requires addressing current challenges
including (1) high cost, (2) unethical and environmentally
unfriendly mining practices, (3) dependence on critical
minerals and their supply chains, and (4) unsafe battery
chemistries. These issues can be addressed in part through the
careful design of electrode materials. Sodium-ion batteries
(NIBs) offer a promising alternative to lithium-ion batteries
(LIBs) for grid storage or electric vehicle applications due to
their superior raw material abundance, signicantly lower cost
(up to half in terms of $ kW−1 h−1), and ease of scalable
ngineering, Massachusetts Institute of
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production using existing Li-ion battery manufacturing
methods and infrastructure.1–6 Even with these excellent attri-
butes, to be a competitive technology, the energy densities of
NIB cathode materials must be comparable with those of LIBs.
Layered transition metal oxides (TMOs), NaxTMO2 where TM is
a transition metal, have emerged as the most energy dense class
of NIB cathode materials compared to Prussian blue/white
analogs and polyanions.7 The path to achieving the highest
energy density in TMOs should involve high-valent redox reac-
tions (i.e., the over oxidation of TMs or oxygen). Such redox
reactions typically lead to a high driving force to form covalent
bonds, leading to structural rearrangements, resulting in
voltage hysteresis, voltage fading, and capacity losses.8 One
material exhibits highly reversible high-valent redox with
negligible hysteresis and specic capacities exceeding
200 mA h g−1 in large voltage windows: Na2Mn3O7 (NMO) where
one out of every seven Mn sites is vacant (Na4/7[Mn6/7,1/7]O2

where , represents an ordered vacancy).9–15

Yamada's group was the rst to experimentally verify that the
high voltage capacity stemmed from anionic redox reactions.13

Recent work from Abate et al. used advanced X-ray characteriza-
tion and computational techniques to develop a deeper mecha-
nistic understanding of this reaction, proving that the high-valent
redox reaction was O2−/O− redox stabilized by an electron hole
polaron on the oxygen as opposed to structural rearrangement
This journal is © The Royal Society of Chemistry 2025
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mediated by the formation of an O–O dimer.9 The formation of
O− in NMO was further conrmed using electron paramagnetic
resonance (EPR).16 Moreover, the O2− ions bordering the ordered
vacancy are the ones that undergo this redox reaction because
their non-bonding 2p orbitals are at the Fermi level and are thus
rst to oxidize.9,12–14,17 The ordered vacancy is central (a design
principle) to the reversible and low-hysteresis high-valent redox
behavior in NMO. In this work, we seek to test the universality of
this design principle and expand the material candidates with
such exceptional high-valent redox behavior. Does the design
principle only work with Mn, or does it work with other TMs too?
Does the TMhave to be in a +4 valence state as inNMO to stabilize
the ordered vacancy? Is there competition between the strength of
hybridization between TM–O (chemical) and the ordered vacancy
(structural) in terms of driving forces that determine the stability
of the structure upon cycling? How do redox-active substitutes
impact the high-valent redox reactions and overall electro-
chemical performance? These are some of the questions that
need to be asked to test the universality of the design principle. In
this work, by substituting Fe3+ forMn4+ in NMO, we aim to answer
these questions.

Similar studies have substituted Al,18 Mg,19 and Ti20,21 for Mn
in NMO, demonstrating that the ordered vacancy structure can
be maintained with isovalent or aliovalent cationic substitution
including TMs. While these substitutions were found to
increase stability in the material during cycling, they are not
redox active, so they decrease the contributions to capacity from
TM redox reactions. Further, the impact of redox-active substi-
tutions on high-valent redox in NMO is still unknown. Fe,
however, is redox active and has long been known to demon-
strate excellent electrochemical behavior with a specic
capacity of 190 mA h g−1 in P2–Na2/3[Mn1/2Fe1/2]O2.22 Since Fe is
adjacent to Mn on the periodic table and has a similar mass, its
substitution will not meaningfully decrease specic capacity in
NMO. Further, in one formula unit of NMO, three O2− ions are
bordering the ordered vacancy and are thus stably redox active,
but only a maximum of two of them can contribute to capacity
since there are only two Na+ ions per formula unit. By
substituting Fe3+ for Mn4+, the charge can be balanced through
excess Na+, unlocking additional contributions to capacity from
O2−/O− redox reactions. Since Fe3+ has two more electrons than
Mn4+, more coulombic repulsion between TMO layers is ex-
pected, resulting in increased interlayer spacing. This would
lead to improved Na+ diffusion kinetics and better rate capa-
bility. Fe substitution in NMO has been unsuccessfully
attempted before, leading to a common P2 structure with no
ordered vacancies,23 but we demonstrate that such substitution
into the ordered vacancy lattice is possible.

We seek to further experimentally investigate the predicted
high-valent electrochemical behavior of an Fe oxide system.
During high-valent redox, it is the O2− ions in sodiated Mn oxides
that are directly oxidized because the density of states (DOS) of
these materials close to the Fermi level is dominated by contri-
butions from O2− ions, and this has been computationally pre-
dicted and experimentally veried for NMO.9,12–15 Using NMO as
a model oxide system for stable high-valent redox, we will inves-
tigate the behavior of Fe oxide overoxidation through comparing
This journal is © The Royal Society of Chemistry 2025
an Fe-substituted NMO systemwith the pristine system. Thismay
lead to enhanced electrochemical performance and a better
understanding of the impact of tuning hybridization strength in
TM–O bonds on high-valent redox behavior.
2. Results and discussion

We investigated Na2+xMn3−xFexO7 (NMFO) by substituting
a fraction of Mn in Na2Mn3O7 (NMO) with Fe (x z 0.25, which
will be discussed later). Assuming Fe3+ is substituting for Mn4+

in NMO, the charge difference is compensated with extra Na+.
This has been successfully demonstrated as a charge compen-
sation technique when synthesizing an NMO derivative with
aliovalent doping.18
2.1 Structural, chemical, and morphological
characterization

Fig. 1a shows the Rietveld renement of the as-synthesized
Na2.25Mn2.75Fe0.25O7 (NMFO), which was performed using the
structural model for Na2Mn3O7 (NMO) (ICSD #5665).14 Rene-
ment reveals a triclinic structure and P�1 space group (Table S1†)
except the small peak at 2q z 19°, which likely corresponds to
a minor a-NaFeO2 impurity phase (Fig. S1†). In addition, we
found that the interlayer spacing in NMFO is 5.6035 Å, corre-
sponding to the (11�0) planes, compared to 5.5669 Å for NMO
according to our Rietveld renement (Fig. 1a and S2†). The
small [001] peak at 2qz 6.5° is formed from the ordering of the
vacancies and TM ions in the TMO slab, so its presence
conrms the existence of ordered vacancies globally.13 The
lattice with ordered vacancies is illustrated in Fig. 1b. This
model uses the structure of NMO and partially substitutes Fe for
Mn to the NMFO stoichiometry. There are two unique Na+ sites
in the lattice: Na1 is directly above the ordered vacancy and is
prismatically coordinated while Na2 is in an octahedral site not
directly adjacent to an ordered vacancy (Fig. 1b).9 The
morphology of NMFO is dominated by platelet particles that are
approximately 1–2 mm in diameter and about 100 nm in thick-
ness (Fig. 1c). STEM imaging also conrmed the layered struc-
ture (Fig. 1d) and the presence of ordered vacancies along the
[0�12] zone axis (Fig. 1e). The ordered vacancy columns (Fig. 1e)
are represented by the ordered larger, darker circles, which
indicate the absence of atomic columns. The identication of
this zone axis is shown in Fig. S3.† Fig. S4† shows STEM
imaging displaying the same ordered vacancy structure in
pristine NMO, conrming this unique structure in NMO was
achieved for NMFO. Fig. S5† shows the effect of precursor
stoichiometry on phase purity of the synthesized material.

The particle where the ordered vacancies were captured
(Fig. 1e) is indicated by the pink arrow in Fig. 1f along with the
EDX chemical mapping. The homogeneous distributions of Mn
and Fe on this particle suggest Fe's integration into the NMO
lattice. More EDX mapping is shown in Fig. S6.† Electron energy
loss spectroscopy (EELS) analysis on the same particle corrobo-
rates the EDX results (Fig. 2). The Fe L-edge peak (both L3 and L2)
is present at multiple locationsmoving from the edge to the bulk,
conrming the presence of Fe throughout the particle. Moreover,
J. Mater. Chem. A, 2025, 13, 11466–11474 | 11467
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Fig. 1 Structural, morphological, and chemical characterization of Na2.25Mn2.75Fe0.25O7 (NMFO). (a) Synchrotron powder X-ray diffraction of
NMFO with Rietveld refined pattern. Majority pure phase NMFO with minor a-NaFeO2 impurity. (b) Lattice structure of NMFO viewing the [1�10]
and ½332� directions, top-down and side view of TMO layers, respectively. The two unique Na sites are labeled. The seven TM sites for one unit cell
are also labeled, including the vacant site. (c) SEM image of NMFO particles. (d) HAADF STEM image of NMFO displaying the layered structure with
visible atomic columns coming from the TMs. (e) HAADF STEM image of NMFO viewing the [0�12] direction, showing the ordered vacancies. The
overlaid Mn lattice (magenta color) in (d) and (e) is from the known NMO lattice. The yellow boxes in (e) show the repeat unit of seven TM sites
along this zone axis where one is vacant. (f) EDX elemental mapping of NMFO. The pink arrow indicates the particle from which the image in (e)
was captured. The red semicircles indicate an impurity a-NaFeO2 particle.
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the Mn L3-peak shis to higher energies moving from the particle
edge (A in Fig. 2) towards the bulk (D in Fig. 2), which is indicative
of oxidation from edge to bulk. This suggests that the surface has
lower valent Mn species than the bulk, which could be from
surface reduction.9 The surface is also coated with a few unit cells
Fig. 2 EELS measurements for Na2.25Mn2.75Fe0.25O7. The particle on wh
boxes indicating the areas of the particle on which the measurements w
associated EELS spectra are shown on the right, and the Mn and Fe L-e

11468 | J. Mater. Chem. A, 2025, 13, 11466–11474
without the ordered vacancy present, requiring the Mn to reduce
to preserve charge neutrality (Fig. S4†). Furthermore, the negli-
gible presence of Mn in the particle near the bottom right of
Fig. 1f, circled in red, may indicate the presence of a-NaFeO2

impurity observed in XRD.
ich these measurements are taken is shown on the left with the white
ere taken moving from the edge of the particle (A) to the bulk (D). The
dges are labeled. The pink arrow indicates the shift in Mn L3-edge.

This journal is © The Royal Society of Chemistry 2025
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2.2 Computational investigation

To predict the impact of Fe substitution on redox mechanisms
and capacity, we calculated the density of states (DOS) and
projected DOS (pDOS) of pristine NMO and NMFO using
density functional theory (DFT) (Fig. 3a and b). For this
computational investigation, NMFO was modeled using the
composition Na2.5Mn2.5Fe0.5O7 instead of the synthesized
Na2.25Mn2.75Fe0.25O7. The supercell for the former requires only
half as many atoms as the latter, leading to analysis of Na2.5-
Mn2.5Fe0.5O7 being much more practical in terms of computa-
tional resources. The impact of Fe3+ substitution in
Na2.5Mn2.5Fe0.5O7 and Na2.25Mn2.75Fe0.25O7 is theoretically the
same in terms of mechanism and would only differ in
magnitude.

The bands near the Fermi level will participate in the redox
reactions upon desodiation/charging. We adapted a method we
previously developed24 to determine the energy region of the
band near the Fermi level (highlighted in yellow in Fig. 3a and
b) which corresponds to one electron per formula unit (e.g.,
Na2Mn3O7 / Na1Mn3O7 during charging). This energy region
was determined by the total DOS. We then obtained the relative
contribution of each element in this energy region (capacity) by
integrating the pDOS and determining the ratios of integrated
results for each element (Fig. 3c). The results of our analysis
show that oxygen has the highest contribution to the capacity in
NMO and NMFO upon charging (Fig. 3c). However, this
contribution is relatively suppressed by the high-valent redox
activity of the cations in NMFO due to the enhanced TM–O
hybridization strength (i.e., stronger orbital overlap between Fe
and O in Fig. 3b). This is consistent with other predictions for
charging in the high-valent regime for Mn and Fe oxides.8 Since
anionic redox is generally related to irreversible structural
distortion, the suppression of anionic redox activity in NMFO
could enable reversible and low-hysteresis cycling.25 Addition-
ally, the pDOS suggest that if we were to desodiate (charge)
beyond one Na+ (1 e−), there would be more capacity that can be
obtained from the combined anionic and cationic redox, sug-
gesting NMFO could have a higher energy density than NMO.
Fig. 3 Projected density of states (pDOS) for (a) Na2Mn3O7 (NMO) and
(b) Na2.5Mn2.5Fe0.5O7 (NMFO). The yellow box highlights the area
corresponding to the removal of one electron per formula unit, rep-
resenting the amount of electrons estimated to be removed in the
electrochemical voltage window shown later. (c) Fractional contribu-
tions of each element for pristine NMO and NMFO from the high-
lighted region in (a and b).

This journal is © The Royal Society of Chemistry 2025
2.3 Redox mechanisms

The second electrochemical cycle was chosen to explore the
redox mechanisms in this material to capture redox mecha-
nisms starting from the fully discharged state, which is more
sodiated than the pristine state. The second cycle electro-
chemical proles of Na2.25Mn2.75Fe0.25O7 (NMFO) and
Na2Mn3O7 (NMO) at C/20 over the voltage range 1.5–4.7 V are
shown in Fig. 4a. The rst electrochemical cycle was in the
voltage range 1.5–4.3 V, which fully sodiates the samples
without causing irreversible structural rearrangement or major
electrolyte decomposition that may happen above 4.3 V. The two
voltage plateaus at ∼4.2 V and ∼4.5 V are characteristic of O2−/
O− redox and correspond to phase changes where rst the Na2
site (Na+ site not adjacent to the ordered TM vacancy, shown in
Fig. 1b) is removed in the lower plateau, and the Na1 site (Na+

site above the ordered TM vacancy, shown in Fig. 1b) is removed
in the higher plateau. This is because the Na2 site has a higher
cation–cation repulsion compared to the Na1 site, which
borders the TM vacancy, so the Na2 ion will more readily be
extracted.10,12–15,18–20,24,26 In the lower voltage regions below ∼3 V,
there is a voltage plateau during charging, which corresponds to
the Mn3+/Mn4+ redox couple. Upon discharge, this lower voltage
plateau shis to be more sloping, corresponding to solid–
solution behavior. The voltage proles of the rst cycle are
additionally explored in Fig. S8.†

We employed ex situ X-ray absorption spectroscopy (XAS) to
study the redox mechanisms in NMFO during the second cycle
and determine the contributions of the cations and anions
during cycling (Fig. 4). While EELS is capable of spatially
resolving the spectra with relatively rough excitation energy
resolution (∼1.5 eV in this work), as shown in Fig. 2, XAS reveals
the detailed electronic conguration with higher resolution (in
this work,∼0.06–0.07 eV for so XAS and∼0.7 eV for hard XAS).
As shown in Fig. 4b and c, more splittings in the Mn and Fe L3-
edges are observed in the given excitation energy range
compared to EELS in Fig. 2. Using so XAS, we probed the Mn
and Fe L3-edges of NMFO at different states of charge (Fig. 4b
and c). Here, inverse partial uorescence yield (iPFY) mode was
used to collect undistorted XAS of the Mn and Fe L3-edges from
the subsurface of the materials (<200 nm from the surface).

Fig. 4b shows that the Mn L3-edge of the pristine sample
reects the pattern of the Mn4+ reference. When fully dis-
charged (1.5 V), this edgemaintains a pattern close to that of the
Mn3+ reference, and charging to 3.5 V results in features of the
Mn4+ reference. This larger change in oxidation state between
1.5–3.5 V (clearly shown in the difference plot in Fig. S9a†) is
expected as this corresponds to the low voltage plateau on the
electrochemical prole (Fig. 4a), which contributes signicant
capacity. Linear combination tting from the reference scans
also shows that the most Mn redox occurs in this voltage region
(Fig. S9c and e†). There is slight oxidation between 3.5–4.7 V but
not exceeding an Mn4+ oxidation state. Fig. 4c shows that Fe is
also redox active. Its pristine spectrum maintains a pattern
close to that of the Fe3+ reference.27 When fully discharged (1.5
V), the spectrum shows features of the Fe2+ reference pattern
with subsequent charging to 3.5 V resulting in oxidation of Fe to
J. Mater. Chem. A, 2025, 13, 11466–11474 | 11469
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Fig. 4 Redox mechanisms investigated with XAS measurements of Na2.25Mn2.75Fe0.25O7 (NMFO) at different states of charge. (a) Second cycle
voltage profiles of Na2Mn3O7 (NMO) and NMFO at C/20 over the voltage range 1.5–4.7 V. The high- and low-valent regime are colored yellow
and purple, respectively. The end of the first cycle discharge, whichwas 1.5–4.3 V, is shown as negative capacity with faded lines. Mn (b) and Fe (c)
L3-edge iPFY measurements at different states of charge during the second cycle charge (first cycle 1.5–4.3 V) with reference measurements.
The vertical dotted lines align with the resonances of the reference spectra. Mn (d) and Fe (e) K-edge XANES spectra at different states of charge
during the second cycle charge (first cycle 1.5–4.3 V).
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Fe3+. Between 3.5–4.7 V, there is oxidation towards Fe4+ (also
shown in the difference plot in Fig. S9b† and the linear
combination tting in Fig. S9d and e†), which is a higher
oxidation state than the pristine sample. So XAS measure-
ments during rst cycle charging are shown in Fig. S7† and are
in agreement with the second cycle measurements.

Similarly, we used hard XAS to probe the Mn and Fe K-edges
(Fig. 4d and c, respectively), which shows a progression of redox
reactions throughout cycling consistent with the Mn and Fe L3-
edge results. Both the Mn L3- and K-edge results are consistent
with spectra found in the literature for NMO.9,12 The very high
voltage (i.e., >4.3 V) charging behavior is also consistent with
other studies of oxide cathodes where Mn can continue to
oxidize but not past the Mn4+ state and Fe is oxidized to a state
between Fe3+ and Fe4+.28–31Ultimately, the low voltage capacity is
dominated byMn and Fe redox, but lower levels of TM oxidation
at high voltage are insufficient to explain the observed capacity
in this regime. Thus, oxygen redox must be contributing
signicantly to the reversible high-voltage capacity.

Oxygen redox was probed with resonant inelastic X-ray
scattering (RIXS), which is known to be sensitive to the
different oxidation states of oxygen in TMO battery cathodes.
Fig. 5 shows O K-edge RIXS results. Previous RIXS measure-
ments of NMO9 reported a negligible signature for the O–O
dimer formation, which typically appears at the excitation
energy of ∼531 eV through an emission at ∼524 eV and low-
energy excitation intensities close to the elastic scattering.32

Instead, dedicated O− is formed at a characteristic excitation
11470 | J. Mater. Chem. A, 2025, 13, 11466–11474
energy of ∼527.5 eV,9,33 and the presence of this specie in NMO
was further conrmed by electron paramagnetic resonance
(EPR).16 NMFO exhibits a similar redox mechanism where, in
the high-valent regime, O2−/O− is the dominant redox mecha-
nism until 4.3 V. When charging to higher voltages (4.7 V), this
mechanism is then accompanied by a slight contribution from
O–O dimer formation. The O–O dimer signatures here are
relatively weak compared with typical O–O dimer forming
systems in both Li-rich and Na layered compounds
(Fig. 5a),9,33–36 but integrating over the excitation (Fig. 5b) and
emission (Fig. 5c) energies provides a clear contrast between the
pristine and charged states, indicating formation of both O–O
bonding and dedicated O− states at 4.7 V, which is also
observed in NMO (Fig. 5d) aer O− is given enough time to
overcome the kinetic barrier to form an O–O dimer.9 Like in
NMO, the low voltage capacity in NMFO is derived from TM
redox. In the high voltage regime, the capacity in NMO comes
solely from oxygen redox, but in NMFO, our results show that
while oxygen redox still dominates, some of it is shied to TM
redox, which is in agreement with our computationally derived
results (Fig. 3).

Furthermore, we investigated the global and local structural
stability of NMFO during cycling. XRD of NMFO at different
states of charge (Fig. S10†) shows that the majority NMFO phase
remains stable throughout cycling with no phase changes
observed. Investigating the Mn and Fe K-edge extended X-ray
absorption ne structure (EXAFS) revealed the evolution of
This journal is © The Royal Society of Chemistry 2025
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Fig. 5 Oxygen redox in Na2.25Mn2.75Fe0.25O7 (NMFO) at different states of charge. (a) O K-edge RIXS maps of NMFO at different states of charge.
(b) O K-edge XAS (via integration of RIXS maps) for NMFO pristine and fully charged. (c) Emission spectra for the region corresponding to
excitation energies of 530.9–531.3 eV, highlighted in yellow in (b). (d) O K-edge XAS of Na2Mn3O7 at the same voltages as (b).
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the local structure (Fig. S11†). The peaks corresponding to TM–

TM bonds and TM-O bonds remain stable upon desodiation.
2.4 Electrochemical evaluation

The electrochemical performance of NMFO compared to NMO
was evaluated over the voltage window of 1.5–4.3 V vs. Na/Na+

(Fig. 6) where the electrolyte is stable (Fig. S13†). Above 4.3 V,
the electrolyte decomposes, and a signicant amount of O2−

ions are oxidized, which could lead to a very strong driving force
to form covalent bonds coupled with in-plane Mn migration,
leading to material instability.8,9,33 The electrochemical cycling
was carried out with a current density corresponding to C/20
(based on 1C = 155 mA g−1 (ref. 18) then recalculated aer
the rst cycle based on measured discharge capacity). Based on
the rst charge capacity of NMO and NMFO, the amount of Fe3+

incorporated into the Na2+xMn3−xFexO7 lattice was estimated to
be x z 0.25 (Fig. S14†). During the rst discharge, both NMO
and NMFO show clear plateaus at ∼4.2 V, which corresponds to
O2−/O− redox, and at ∼2.0 V, which corresponds to Mn3+/Mn4+

redox.9,12–15 During the rst discharge, in the high-valent regime
(>3.0 V), the capacity contribution in NMO is dominated by the
O2−/O− redox plateau, which contributes a discharge capacity of
∼30mA h g−1. Further discharge leads to a steep drop in voltage
then a Mn3+/Mn4+ redox plateau, leading to TM redox contrib-
uting ∼130 mA h g−1. For NMFO, the O2−/O− redox plateau
contributes ∼20 mA h g−1 and is followed by a sloping prole.
This journal is © The Royal Society of Chemistry 2025
This could be characteristic of O2−/O− redox shiing to TM
redox as was predicted by computation (Fig. 3) and has been
observed in Li-ion chemistries.35 The total discharge capacity
that TM redox contributes for NMFO is ∼150 mA h g−1. Similar
observations are made for cycling in a larger voltage window
(1.5–4.7 V vs. Na/Na+) and at higher C-rate (i.e., C/10) cycling in
the same voltage range (Fig. S16†). A detailed explanation of this
is presented in the ESI.†

Over the rst three cycles, the discharge capacity of NMO
drops signicantly (from 159 mA h g−1 to 88 mA h g−1). A closer
look at the cycling proles hints that the capacity loss is severe
in the lower voltage region (i.e., during Mn3+/Mn4+ redox) as
seen from Fig. 6a. This could primarily be due to TM dissolu-
tion, which is common in lithium- and sodium-containing
TMOs that derive capacity from Mn redox reactions.37–41 An
ICP-OES investigation of the TM content in the electrolyte aer
cycling conrms that TM dissolution is an issue (Table S4†).
The rapid capacity loss in the lower voltage regime coupled with
relative stability in the high voltage regime of NMO (Fig. 6a)
causes the average discharge voltage to increase from ∼2.4 V to
a maximum of∼3.0 V (Fig. S17†). A similar phenomenon occurs
when cycling at C/10 (Fig. S16f†). With progressive cycling (>10
cycles), the low voltage regime of NMO remains relatively stable
while the high voltage O2−/O− redox plateau fades, causing the
average discharge voltage to decrease (Fig. 6c).

The initial discharge capacity is higher for NMFO
(171 mA h g−1), likely stemming from the fact that NMFO can
J. Mater. Chem. A, 2025, 13, 11466–11474 | 11471
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Fig. 6 Electrochemical testing of Na2Mn3O7 (NMO) andNa2.25Mn2.75Fe0.25O7 (NMFO) over the voltage range 1.5–4.3 V vs.Na/Na+. Select voltage
profiles of (a) NMO and (b) NMFO cycled at C/20. (c) Cycling performance at C/20 with specific capacity (left axis, filled points) and coulombic
efficiency (right axis, empty points) as a function of cycle. (d) Rate performance evaluation.
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accommodate more Na in its structure. Most of the initial
capacity fade from cycling comes from the low voltage cycling
(again due to Mn-dissolution) but degrades at a much slower
rate than in NMO (Fig. 6b), causing the overall specic capacity
to degrade much slower (Fig. 6c). An ICP-OES investigation of
the TM content in the electrolyte aer cycling conrms that TM
dissolution is substantially less signicant for NMFO than NMO
(Table S4†). In NMFO, both the high and low voltage regimes
degrade slowly (Fig. 6b), leaving the average discharge voltage
relatively constant (Fig. S17†). This leads to the proportions of
capacity from oxygen and transition metal redox relatively
stable compared to NMO (Fig. S18†). At C/10, the low-valent
capacity degrades quickly, which is similar to NMO, but the
high-valent capacity degrades much slower than in NMO
(Fig. S16e†). This suggests that Fe introduces an increased
energetic penalty for in-plane TM migration, leading to less
structural deformation. NMFOmaintains superior performance
over NMO in terms of specic capacity (Fig. 6c) and specic
energy (Fig. S19†) at higher cycles (97 to 60 mA h g−1 aer 50
cycles, 49.5 to 19.6 mA h g−1 aer 100 cycles). Future efforts to
improve cycle stability will focus on issues related to TM
dissolution and will include coating with carbon, alumina, or
other materials as possible solutions.

NMFO also outperforms NMO in terms of rate capability
(Fig. 6d). To study the kinetics further, electrochemical
impedance spectroscopy (EIS) was performed on pristine cells
of NMO and NMFO (Fig. S21†). NMFO had a superior Na
diffusivity (DNa+) of 3.78 × 10−16 cm2 s−1 compared to 2.56 ×

10−16 cm2 s−1 for NMO. Galvanostatic intermittent titration
11472 | J. Mater. Chem. A, 2025, 13, 11466–11474
technique (GITT) was also used to study the kinetics throughout
charge and discharge of NMO and NMFO (Fig. S22†). The DNa+

of NMO varies between ∼9.3 × 10−15 and 3.9 × 10−10 cm2 s−1

during cycling while that of NMFO varies between ∼2.7 × 10−12

and ∼1.3 × 10−9 cm2 s−1. For a given voltage and half cycle (i.e.,
charge or discharge), NMFO has a superior DNa+. The method-
ology of calculating the DNa+ is explained in the ESI.† The
primary limiting factor for Na+ kinetics in NMFO is the fact that
the Na+ ion must transition through different coordination
environments as it moves through the material.

Compared to other cationic substitutions studied for NMO,
Fe is very competitive. Substitution of Mg for Mn in NMO at low
amounts (x = 0–0.06 in Na2Mn3−xMgxO7) results in decreasing
specic capacity contributions from O redox while increasing
and stabilizing low voltage Mn redox, leading to enhanced cycle
stability and rate performance.19 Isovalent substitution of Ti4+

in NMO at greater quantity (x = 0.5 in Na2Mn3−xTixO7) leads to
structural stability and enhanced cycle stability without
increasing specic capacity since a signicant amount of redox
active Mn is replaced by redox inactive Ti.20,21 Aliovalent
substitution of Al (x = 0.4 in Na2+xMn3−xAlxO7) leads to
improved cycle stability and specic capacity from higher Na
content but a loss of low-hysteresis O redox.18 Our ndings show
that substitution of aliovalent and redox active Fe3+ for Mn4+ in
NMO shis some O redox to TM redox, which improves the
stability of O redox while maintaining low-hysteresis redox. This
is similar to the impact of Mg substitution on high-valent redox
mechanisms.19 However, in NMFO, the specic capacity
contributions from TM redox are signicantly increased from
This journal is © The Royal Society of Chemistry 2025
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all cations being redox active. Like with Al substitution, the
increased Na content of the pristine material contributes to
a larger overall specic capacity as well.18 Further, TM redox is
more reversible in NMFO compared to NMO, and rate perfor-
mance is also improved (Fig. 6).

3. Conclusions

Although high-valent redox is a crucial mechanism for
enhancing the energy density of battery cathodes, a limited
number of materials and design rules exist to harness this
enhanced capacity reversibly with low voltage hysteresis. The
ordered cationic vacancy in Na2Mn3O7 (NMO) is a unique case
where this is possible. By coupling two design principles,
ordered vacancies and partial metal substitution, we discovered
that Fe substitution for Mn in NMO can enhance TM–O
hybridization, enabling reversible and stable high-valent
cationic and anionic capacity while maintaining the robust
ordered vacancy structure motif. Through combined computa-
tional and experimental investigation, we discovered that
although Na2.25Mn2.75Fe0.25O7 (NMFO) exhibits a similar high-
valent redox mechanism as NMO, its ability to accommodate
more Na in its structure and its increased interlayer spacing
(due to the extra electrons on Fe3+ versus Mn4+) result in supe-
rior electrochemical performance during cycling in terms of
specic capacity, energy density, cycle stability, and rate
capability.

Our ndings suggest that ordered cationic vacancies can be
achieved in redox active TMs beyondMn, and by combining this
with other design rules, material candidates with exceptional
high-valent redox behavior can be expanded. In addition, the
partial substitution of TMs not only tunes TM–O hybridization
strength and governs the redox mechanism/redox-active
species, but it can also tune structures (such as interlayer
distance or phases), having a signicant impact on material
stability, rate capability, and overall electrochemical perfor-
mance in the high-valent regime. This paves the way for more
studies to thoroughly establish the relationships between TM–O
hybridization strength, stable lattice structures, and high-valent
electrochemical performance. We aim to establish such rela-
tionships with future studies that incorporate various metals.
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