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Initial characterization and cycling of two batches
of commercial hard-carbon/Na,Ni,Fe,Mn;_,_,O,
sodium ion 18650 batteries as a potential
replacement for lithium-ion batteries

R. M. Wittman, €2 *@ D. Ansean, {2 *° M. L. Meyerson, D. Beck, E. E. Valdés,?
V. M. Garcia,® I. Camean,” C. Rich,? J. Langendorf,? M. Rodriguez,© N. Valdez,©
J. Roman-Kustas," D. Schafer,” B. Juba," A. Bates,? L. Torres-Castro® and

M. Dubarry (2 *d

This work presents a comparative analysis of two initial release commercial sodium-ion 18650 cells man-
ufactured by Tycorun and Hakadi with identical layered oxide (NaNiy;zFe;;3Mny/s0,) cathodes and hard
carbon anodes. Through electrochemical benchmarking and advanced materials characterization, this
study evaluated cell-to-cell variability, interfacial chemistry, and early-life degradation pathways. Both
batches demonstrated manufacturing consistency analogous to lithium-ion standards but differences in
binder type and electrolyte formulation which induced distinct solid electrolyte interphase characteristics.
Overall, capacity retention fell significantly short of manufacturer specifications, with observable failure
modes in Hakadi cells linked to a wider operating voltage window. These findings underscore the need
for standardization in manufactured components, operating parameters, and in initial cell testing to evalu-
ate performance.

In recent years, Na-ion batteries have been rapidly developed and introduced to the commercial market. However, there is limited information regarding the

quality of the initial cells produced, the materials and manufacturing processes used, the consistency of these cells, and their optimal use cases. This infor-
mation is critical for potential end users and anyone interacting with these products in real-world applications. In this work, we aim to address some of
these gaps by providing a side-by-side comparison of two different Na-ion batteries purchased from distinct manufacturers. Our findings indicate that these

cells broadly utilize the same electrode materials, with notable differences in binder and electrolyte composition. The cells demonstrate batch consistency
comparable to that of Li-ion batteries, suggesting that the manufacturing processes for Li-ion batteries can be relatively easily adapted for Na-ion batteries
within this material class. However, both cells exhibit only about 10% of the rated cycle life specified by the manufacturers, which may be attributed to vari-

ations in materials or operating conditions. This suggests that further work is needed to enhance the viability of Na-ion cells on a commercial scale.
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In recent years, commercial sodium-ion batteries (NIBs) have
started to become available as a possible replacement for
lithium-ion batteries (LIBs). Many different configurations of
NIBs are being pursued,”” with some having performance
characteristics approaching the needs of grid energy storage
and vehicle electrification applications®* and show promise
for better power, cyclability, safety, recyclability, and cost®>°
than their Li-ion counterparts. Rudola et al.” provided a brief
history of NIBs, and some literature on the testing of commer-
cial NIBs has started to emerge on prototype® ' or commercial
cells.”**™® This includes work on cells from Faradion,’
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Natron,'" Tiamat,'>"'* Shenzhen Mushang Electronics, and
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Hakadi'® that used different electrode material such as layered
oxides, polyanion, or Prussian blue analogues for the positive
electrode (PE), and hard carbons (HC) or Prussian blue ana-
logues for the negative electrode (NE).

Layered oxides were the first PE material commercialized
for NIBs. Their primary drawbacks compared to Prussian blue
and fluorophosphates are typically their lower cyclability and
higher material cost from elements like Ni and Co. Among the
proposed oxides, Na,Ni,Fe,Mn;_,_,O, (NFM) mitigated the
cost issues by omitting Co from the composition. It also
demonstrated an acceptable cycle life, ~1500 equivalent full
cycles with 85% capacity remaining,"*'” offered relatively high
capacity, ~190 mAh g™, and ease of manufacturing.'®

The use of NFM as the PE for NIBs was initially proposed
by Kim et al. from the Argonne National Laboratory who found
that it could be charged up to 4 V without irreversible phase
transitions.'® They identified the crystal structure as belonging
to the R3m space group, specifically indexed to the a-NaFeO,
structure. This is very similar to the metal oxides commonly
used for LIBs, such as nickel, cobalt, manganese, and alumi-
num oxides. Kim et al. found that the NFM material could be
cycled 150 times without significant changes to its crystal
structure. Work by Duffort et al. showed that when charging
the material to 4.3 V, there was a transition that would indicate
a change in the insertion/desertion process of the Na* ions.*
Xie et al. studied the crystal structure of NFM(111) material
during charge and discharge®" and found that charging to 4.3
V introduced a new phase with a monoclinic structure. This
suggested an upper voltage limit for the NFM-based cells near
4V before an irreversible degradation occurred.

Looking at the NE, the primary choice for NIBs is hard
carbon (HC). It combines graphitic and amorphous carbon
domains and accommodates Na' ions through intercalation
and other storage mechanisms such as adsorption and pore
filling.>”'° It shows relatively stable cycle life 1000 or more
cycles depending on cycling conditions and reasonable
capacities of 300-350 mAh g~.*>*® The preferred structure of
HC in the NE is still being determined®?*®™° and the intercala-
tion process for Na' ions is still not well understood, with six
different potential mechanisms proposed.> This also leads to
uncertainty about preferred particle and pore size and the
optimal ratio of graphitic to amorphous carbon for oper-
ation.?” This is further complicated by unknowns about the
composition of the solid electrolyte interphase (SEI) depend-
ing on HC and electrolyte properties.*°

Most electrolytes for NIBs currently use a combination of
organic solvents typically seen in LIB, and analogous Na salts (e.g:
NaPF,)."**° Similar to LiBs, the electrolyte in NIBs forms an SEI
layer on the NE and a corresponding cathode electrolyte inter-
phase on the PE.*" Both these interphases are crucial in dictating
Na' transport to and from the electrodes. As with LIBs, the compo-
sition of the electrolyte determines how these layers are formed,
their stability, and the rate at which they grow during operation.

Previous literature with NFM-based NIB testing suggested
they might be able to drop into LIB applications with relative
ease.'™!® However, to ascertain commercial viability, the var-

EES Batteries

View Article Online

EES Batteries

iance in manufactured cells and the impact on battery oper-
ation across manufacturers must be evaluated.

In this work, two batches of commercial NIBs from Tycorun
(TCR) and Hakadi (HKD) were studied. Both manufacturers
use a similar chemistry consisting of NFM for the PE and HC
for the NE. This is similar to the chemistry presented by
Bischof et al.,”” that also studied the HKD cells, and by Laufen
et al, who studied cells from Shenzhen Mushang
Electronics."*'® A subset of cells from each batch was sub-
jected to an initial conditioning and reference performance
test (RPT) to assess cell-to-cell variations. This was followed by
extensive material characterization on both cell chemistries.
Finally, cells were cycled to observe initial performance.

Our results show that both types of cells have similar PEs,
and small but distinct differences in the NEs and electrolyte.
However, the cycle life appears to be more strongly affected by
the voltage cutoff than these construction differences. Initial
cycling data for each chemistry showcased a much shorter life
than advertised or reported in the literature.

Results and discussion
Cell-to-cell variations

The assessment of cell-to-cell variations is a crucial step when
testing new batches of commercial cells.**** This assessment
allows for the quantification of how consistent the manufac-
turing process is at producing quality cells reproducibly. Cell-
to-cell variations have significant impact on cycleability when
assembling cells into modules, where the weakest-performing
cell will limit the performance of the whole module and
provide pathways for asymmetric degradation.®® Cell batches
can be characterized by maximum capacity, rate capability,
and resistance®® as these three attributes describe the entire
capacity vs. rate relationship.®®> In addition, checking the
electrochemical response at low rates allows for assessing cell
reaction reproducibility.*® The results of the cell-to-cell vari-
ations analysis for 20 TCR cells and 20 HKD cells are presented
in Fig. 1. As anticipated from the manufacturer’s data sheet,
the TCR cells had, on average, a slightly lower capacity than
the HKD cells, 1.450 Ah vs. 1.579 Ah, Fig. 1(a and b). Both cells
were tested to an upper voltage limit of 4.10 V for the initial
RPT testing, so the difference in capacity observed is not due
to a difference in the voltage limit.

Still, both cells had similar standard deviations in capacity
(0.69% to 1.03%), as well as similar average rate capabilities
(98.7 vs. 98.3, calculated as the ratio of the C/2 and C/4.5
capacities), and normalized resistances (151 vs. 159 mQ Ah,
calculated from the IR drop from the C/2 discharges). Still, the
spread was larger for the HKD cells compared to the TCR cells
(0.2% vs. 0.1% and 38 vs. 22 mQ Ah, respectively). Overall, the
cell-to-cell variations were comparable to Li-ion cells. When
summarized on a 3D plot, Fig. 1(c and d), it can be seen that
all but three cells were within 1 for the TCR cells (all within
20) and all but 1 for the HKD cells, with one cell having a
much higher resistance outside of 2¢. Notably, the observed

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 (a and b) C/25, C/4.5, and C/2 capacity distributions. (c and d) Summary of the cell-to-cell variations. The inner square represents a 1o

spread, the dashed square 26, and the dotted one 3c. (e and f) Incremental capacity for the C/25, C/4.5, and C/2 discharge, as well as the C/25 and

C/2 charges. All for (a, c and f) the TCR and (b, d and f) the HKD cells.

dispersion in the studied parameters were comparable to that
reported in Li-ion battery studies.?”

Voltage response during cycling (Fig. 1e and f) serve as a
sensitive indicator of cell-level reproducibility and reaction
mechanisms. This comparison is easiest to visualize using a
derivative curve such as incremental capacity (IC, dQ/dV =
f(v)).>® The differential capacity plots of the cells at C/25 (black
curves in Fig. 1(e) and (f)), show four notable features. Starting
at potentials near 2.75 V, a well-marked double peak during
charge (A, B) for which one peak was visible during discharge
(B), followed by a broad peak C, and a last peak D that is not
completed at the charge cut-off, even for the lowest rates.
Overall, the curves for all the cells overlap well except for one
of the HKD cells, the cell with resistance outside of 2¢ (* on
Fig. 1(f)), which were noisy during the C/2 discharge but not
during the subsequent C/4.5 and C/25 cycles. It is unclear if
this noise and resistance from this cell are due to experimental
error or inherent properties of the cell. The voltage response
for both cells was identical, which suggested they have similar
chemistries. Furthermore, their response matches data
reported by Laufen and Klick et al.'*'” and Bischof et al,"
which was expected as they used cells that matched the HKD
cell chemistry. For a more detailed understanding of the peaks
see Klick et al.’s study."” Given the apparent similarities in the
cell behaviour and chemistry indicated by the RPT testing, it is
not clear why the manufacturer specified upper voltage limit
of the cells were different between the two batches of cells.

© 2025 The Author(s). Published by the Royal Society of Chemistry

Materials characterization

Materials characterization was performed on electrode
materials from an uncycled cell of each type. As this work is
part of a larger study, the HKD was disassembled at 50% of its
state of charge (SOC), whereas the TCR cell was disassembled
at 0% SOC. This may have induced a difference between the
two cells, which will be commented on when necessary.

SEM imaging of the cell electrodes is shown in Fig. 2. The
PEs of the two cell types appear broadly similar, as seen in
Fig. 2a and c. In both cases, flat surfaces were observed where
the PE was pushed up against the separator with smaller
boulder-like particles interspaced between the larger flat areas.
One key difference observed is a potential film on the HKD PE.
The HKD cell sample appear to have softer edges compared to
clean ones for the TCR, which may suggest a film on the
surface of the HKD PE that is not on the TCR PE. EDS (Fig. S3
and S4) and XPS (discussed later) did not show significant
differences in the elemental composition of the surface, which
may suggest that a CEI is formed on both PEs with a similar
elemental composition. It is unclear if the NFM materials
underwent a different manufacturing process which produced
different particle morphologies observed in Fig. 2 or if there is
a structural difference in the CEI film formed.

The NEs for both cells (Fig. 2b and d) also showed similar
structures, with HC particles of various sizes compressed
together and held with a binder. The primary difference
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HKD NE

B TCR NE

.

Fig. 2 SEM images of the electrodes of the HKD cells (a & b) and TCR
cells (c & d). Images a and c show the PEs at 22.5 ym HFW and b and d
show the NEs. All images have horizontal full width of 22.5 um.

between the two was, again, the edges of the grains, with the
edges of TCR HC (Fig. 2d) looking smoother than those of the
HKD materials (Fig. 2b). This may, again, indicate a surface
coating on the HKD material to manage the electrode/electro-
lyte interface better. This may also suggest that the HC
material might have undergone different pyrolyzation/carbon-
ization processes (including different precursors and proces-
sing temperatures), as the optimal configuration of amorphous
carbon to graphite and pore size of HC is still being
determined.****%°

The X-ray diffraction patterns shown in Fig. 3 indicate that
the PEs for both cells contain NaNi, ;;Fe;,;3Mn;,30, (NFM111).
Both PE materials exhibited the same hexagonal crystal struc-
ture in the R3m space group. Rietveld refinement showed
similar lattice parameters with a = 2.96 A, ¢ = 16.13 A for the
TCR cell and a = 2.94 A, ¢ = 16.28 A for the HKD one. Since
these cells were disassembled at different states of charge, the
slight differences in the lattice parameters may be due to
changes in the Na content in the PE. Such shifts have been
reported in the literature for layered metal oxides,**"** match-
ing behaviour observed in Li-ion battery Ni-based electrodes.*’
To the best of our knowledge, this behaviour has not been
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Fig. 3 XRD plots the HKD (red) and TCR (blue) positive electrodes. Note
that the TCR cell had a 400 count offset applied to the pattern to
improve clarity of the graph.
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related yet to SOC differences in the context of NIB materials.
Despite the small shifts due to SOC differences, the presence
of the same set of peaks confirms that the underlying
materials are structurally the same.

The NE of both cell types was determined to be HC, as indi-
cated by the XRD patterns in Fig. 4 with two broad peaks
corresponding to graphite observed in both NEs. The crystal-
lite size for both was estimated to be on the order of 4 A,
suggesting the crystalline phases are nanocrystalline. The
peaks’ broadness also suggested a large amount of amorphous
material. This matches well with reports on hard carbon
materials, which are a mixture of crystalline graphite and
amorphous carbon material.”*>°

For the HKD cells, an additional peak is present which is
assigned to Na,C,. This peak could indicate that, at 50% SOC,
Na is bonding with the HC material in the NE likely via inser-
tion into the carbon interlayers. Since it is well known that HC
storage of Na' is complicated, with different mechanisms
occurring depending on the type of HC and the SOC, this
observation could be a valuable marker of what processes are
occurring. This will be investigated further in future work.

Table 1 presents the composition of the PEs of uncycled
HKD and TCR cells as determined from ICP-OES. Both cells
showed a nearly identical composition of Fe, Mn, and Ni at
relatively equal ratios for each element. This confirms that
both cell PEs are NFM 111. Both also showed relatively close
values of Na in the PE with the HKD cell showing a one per-
centage point increase in the weight of Na over the TCR cell
which was unexpected as the HKD cell was disassembled at
50% SOC.

There are two potential reasons for the unusual trend in
the Na concentration in the PE. First there could be increased
Na loading in the PE to increase the capacity of the cell.
Second, there could be increased Na salts (NaF etc.) in the elec-
trolyte. These salts could have been left on the surface during
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Fig. 4 XRD Plots of the HKD (blue) and TCR (red) negative electrodes.

Table 1 Weight percent of elements in the HKD and TCR PEs as deter-
mined by ICP-OES

Na Fe Mn Ni
HKD 17.33% 16.48% 16.59% 17.56%
TCR 16.7% 16.75% 16.1% 17.93%

© 2025 The Author(s). Published by the Royal Society of Chemistry
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analysis. When looking at the XPS of the PE in Fig. S5 we see
that the signals for Na and F on the surface of the HKD
sample is much higher than the TCR sample. Which lends
some credence to increase NaF salt concentration in the elec-
trolyte. However, when the cells were cycled to the same upper
voltage limit of 4.1 V they showed a significant difference in
capacity. With the TCR cell having 1.450 Ah vs. the HKD’s
1.579 Ah this ~130 mAh of capacity change would suggest the
HKD cell had an additional 0.159 g of Na ions to use during
cycling in the PE. We suspect both increased NaF salt concen-
tration and increased Na loading in the PE contributed to
increased Na concentration observed.

While the additional Na ions could explain in part the
increased capacity of the HKD cell, it would not account for
the variation in the upper potential limit of 3.95 V (TCR) vs.
4.1 V (HKD). As mentioned in the introduction, cycling an
NFM cell to 4.3 V or greater can cause an irreversible phase
change®® and, given the current youth of the NIB commercial
production industry, this likely indicates that manufacturers
do not yet have a standardized upper voltage limit with some
being more conservative that others.

In order to look more indepth for differences between the
two batches, the electrolyte was investigated via GC-MS, and
the electrodes via XPS. The first significant difference between
the cells was their respective electrolyte composition, Table 2.
While both cells contained the same four constituent com-
ponents: dimethyl carbonate (DMC), ethyl methyl carbonate
(EMC), ethylene carbonate (EC), and propylene carbonate (PC),
their ratios varied. The TCR electrolyte contained a majority of
PC, while the HKD electrolyte had a more balanced mixture of
the primary components. The remainder of the electrolyte
composition consisted of trace materials likely added to
enhance performance. Notably, the TCR electrolyte contained
fewer trace components than the HKD cell. The primary com-
ponents matched those used in Li-ion electrolyte compo-
sitions, suggesting that manufacturing processes from Li-ion
technology may have been adapted for these cells.**™*°
Looking in more detail, the higher EC content in the HKD
cells could indicate higher ionic conductivity as EC has been
shown to have higher Na* conductivity than PC or DMC."
Furthermore, Chayambuka et al. found that increasing EC con-
centration increases Na' conductivity of an EC: PC binary
mixture.*® DMC and EMC mixed with PC have been shown to
have a moderate impact on electrolyte conductivity and vis-
cosity.*® However, the literature currently has only considered
binary mixtures of PC with some other component (EC, DMC,
or EMC). The electrolytes observed here were composed of four
different primary components with various trace components

Table 2 GC-MS analysis of the weight percent of significant com-
ponents of electrolytes used in the HKD and TCR cells

DMC EMC EC PC Total
HKD 12.70% 14.30% 20.70% 46% 93.70%
TCR 17.60% 13.80% 13.60% 53.40% 98.40%

© 2025 The Author(s). Published by the Royal Society of Chemistry
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and it is unclear if results from the literature can be extrapo-
lated to our study. Further study of the cell operation and elec-
trolyte is required to determine how these different compo-
sitions will affect long-term cycling.

The second difference between the two cells was observed
from XPS performed on the NEs, Fig. 5. The most apparent
difference was the presence of C-F peaks in both the F 1s
(689.9 eV) and C 1s (290.5 eV) regions for the TCR NEs, which,
in combination with the peak at 287 eV, suggests polyvinyli-
dene fluoride (PVDF) was used as the binder. The HKD NE
spectra lacked the C-F peak in either the F 1s or C 1s regions,
implying that PVDF was not used as a binder, with SBR being
the most likely replacement, as it was listed in the SDS. Both
PVDF and non-fluorinated polymers are commonly used in
both Li and Na batteries to hold the active material together
during cycling.>®*" PVDF is less flexible than SBR and does
not respond as well to significant volume changes during
cycling as other polymers.>* This would suggest that the HKD
cells could have longer cycle life due to a more resilient NE.

XPS experiments also suggested differences in the initial
SEI on the NEs as differences existed in the C 1s, S 2p, O 1s,
and Na 1s regions, Fig. 5. While the HKD NE spectra have no
peaks corresponding to PVDF, there is a small carbide peak at
283.6 eV, which was not present in the TCR NE. The O 1s peak
for the TCR NE spectrum was at a higher binding energy than
for the HKD NE, suggesting a difference in the composition of
O-containing compounds. The other distinct difference in the
SEI was in the S content. The HKD NE spectrum not only has a
larger quantity of sulfur (~1 at% vs. <0.5 at%), but that sulfur
is in a more reduced form, as shown in Fig. 5d. S-containing
compounds are reported as film-forming additives in Na bat-
teries, which are consumed during the initial cycle and would
not appear in an electrolyte analysis.>® Overall, this suggests
the composition of the SEI is different for the TCR and HKD
cells. Current theory on SEI of NIBs is that inorganic-based
SEIs are more stable and Na' conductive. The presence of S
compounds in the HKD SEI may also influence the stability of
the SEI suggesting that the HKD may have a more stable SEI
and may perform better during cycling.>® Additionally, the O
1s spectrum for the TCR electrode has a shoulder at 533.9 eV,
which may correspond to adsorbed water.>® Water contami-
nation in the cells is linked to the generation of HF, which
leads to a less stable SEL.°*®”

The final difference between the cells is in the average oxi-
dation state of the Na compounds (Fig. 5e). There is a 0.5 eV
difference in the Na 1s peak position (1072.5 eV for TCR and
1072.0 eV for HKD), suggesting the Na containing compounds
in the HKD electrode were more reduced. This could also be
due to the different states of charge of the anodes. Because it
is challenging to assign Na compounds based only on the Na
1s peak position, the Na KLL Auger peak was measured as
well, and the modified Auger parameter was calculated to be
2060.8 eV for TCR and 2061.3 eV for HKD, both consistent
with ionic Na compounds other than NaF.**>®

The PEs were also compared using XPS; however, minimal
differences were found between the HKD and TCR cells (Fig. S8).
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The NEs and PEs of both cells contain P originating from NaPFg
salt (137.8 eV) as well as from phosphates and/or phosphites,
Fig. S5, based on the P 2p3, peaks at 133.6 eV and 135.5 eV.>>"®
Various phosphates and other P containing compounds are com-
monly used as flame retarding additives in NIBs.>> For both
cells, the F 1s region shows peaks corresponding to metal fluor-
ides, P-F, from the salt, and C-F, likely from PVDF. Unlike the
NEs, the Na in the PEs appears to be the same in both cells with
an asymmetric Na 1s peak that has components at 1071.5 eV and

EES Batteries

1073 eV and a modified Auger parameter of 2059.9 eV, matching
NaF.>>® The most significant difference between the TCR and
HKD PEs is in the O 1s region, where the O 1s peak for the TCR
cell is shifted to higher binding energy relative to the O 1s peak
for the HKD cell. Peak fitting of this region is complicated by the
presence of a Na Auger peak at 538 eV, thus we cannot make
definitive conclusions here.

Table 3 provides a direct comparison of the core differences
between the cells from their manufacturer data sheet and the

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Table 3 Summary of the key differences between cell type

Feature HKD TCR

Upper voltage limit (V) 4.1 3.95

1C current (A) 1.5 1.3

EC in electrolyte (wt%) 20.7% 13.6

NE binder SBR PVDF

Water present No Yes

SEI composition More inorganic Less inorganic
components components

materials characterization work done on them. On their face
these cells appeared very similar with near identical PE and
NE compositions and structures. Looking at the data we see
they have distinct operational differences prescribed by their
respective manufacturers. We see the HKD cells have a higher
upper voltage and 1C current than the TCR cells. This would
lead to higher potential capacities and power for the HKD cells
during operation.

On a materials level the HKD cells would appear to be well
suited for cycling based on the prevailing scientific consensus.
There is more EC in the electrolyte which is thought to
increase Na" transport rate. The TCR cells use a binder that is
more rigid than the HKD cells, suggesting that over cycling as
the NE expands and contracts the HKD NE may perform
better. The HKD cells did not have water present in their NE
while the TCR cells did. Water can lead to significant side reac-
tions like HF formation which can degrade the cell signifi-
cantly during cycling. Finally, the TCR cell’s SEI is thought to
be less stable than the HKD cell’s SEI, where the greater
amount of inorganic compounds is thought to increase stabi-
lity. All of this suggests that the HKD cells should have longer
cycle life with greater capacity than their TCR counter parts.

Initial cycling results

Fig. 6 presents the initial cycling data for the HKD and TCR
cells cycled at 25 °C through their full SOC range as determined
by voltage and at a C-rate of 0.5C for both charging and dischar-
ging. By 350 cycles both cells are below 80% of their initial
capacity. This is about an order of magnitude less than what
was indicated in the manufacturer’s data sheet under these
cycling conditions. As of this writing only one study has been
published on cycling of NFM/hard carbon which showed cells
above 80% capacity for at least 1500 cycles.'” This discrepancy
suggests that there may be significant variability in the quality
of commercial cells with nominally identical chemistries,
depending on the manufacturer and production standards.
Furthermore, the cells showcased significantly different
degradation rates under the same conditions. The TCR cells
showed relatively linear decay throughout their cycling with
two rates of fade, a relatively flat one for the first 150 cycles
then a slight increase in slope down to 80% capacity for the
last 150 cycles. The HKD cells showed a steeper initial linear
decay a much more marked acceleration after 100 cycles with a
well-defined knee. One cell experiences a knee but “only”
decayed to 40% capacity by the end of cycling. Both cells

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 6 Initial cycling data of TCR (red) and HKD (black and blue) cells

cycled at 0.5C/0.5C, through a SOC range of 0-100%. TCR and HKD
cells cycled to 4.1 V (black) were cycled in 25 °C temperature chamber.
HKD cells cycled to 3.9 V (blue) were cycled at 20 °C.

appear to recover some capacity during the RPT test that was
conducted between cycles to evaluate performance. In the
HKD cells, this recovery is short-lived, and the cells quickly
return to their previous capacity values.

Fig. 7 shows initial incremental capacity analysis of HKD
and TCR cells during the initial cycling shown in Fig. 6. While
the cells were cycled in their duty cycles at the suggested upper
voltage limit from each manufacturing specification sheet the
ICA cycling was conducted at C/25 to an upper voltage of 4.1 V
to create a true comparison of performance across a voltage
region. What we notice immediately is that above 4 V the HKD
Ah/V values become very unstable suggesting that there are
parasitic side reactions occurring in this region. The TCR cells
appear stable in this region.

The HKD cells degradation was dominated by the loss of
sodium inventory (LSI) as shown by the significant reduction
in the peak hight near 2.75 V and in the decrease in values for
the region between 3 and 4 V. The TCR cells showed LSI
occurred as well through reductions in values in the charge
and discharge curves between 3 and 4 V. The peaks near 2.75
V show shifts that indicate both loss of active material (LAM)
at the PE and NE occurred as well.

Through this comparison of initial cycling performance
data, we can potentially see the influence of materials and per-
formance markers previously noted in two ways. First is the
consistency of the cell performance. Overall, the HKD cells
showed more variation in performance across all the initially
evaluated cycling markers (Fig. 1) while the TCR cells were
much closer to each other. This translates to the cycling data,
where one HKD cell differed significantly in performance from
the other two, and the other two show some variations in
capacity fade rates during cycling. The TCR cells, however,
remained relatively close to each other and had trends that
occurred at the same time and at the same relative magnitude.

Second, there was an impact of the different manufacturing
and operational choices. There are three possible contributors
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to this issue. First is the voltage difference. As mentioned
before, there is a 150 mV difference in the upper voltage limit
of the two cells. Voltages of 4.3 V have been associated with
degradation of the NFM material.’>*" The degradation
described may be occurring in the HKD cells with the higher
voltage limit. Recent work by Bischof et al. suggested that low-
ering upper voltage limits would also reduce the amount of
Na-plating that would occur in the cell.®® In this work they
used the same HKD cells that we used in this study. They
found that cycle life could be extended significantly by redu-
cing upper voltage limits from 4.1 Vto 3.9 V.

We explored the possibility of side reactions impacting the
HKD cells at the higher upper voltage limit. Fig. 6 shows
capacity fade data for a HKD cell cycled with an upper limit of
3.9 V (blue) which showed similar if slightly worse perform-
ance when compared to the HKD cells cycled at 4.1 V. Notably
this cell was cycled at 5 °C lower than the other cells in this
cycling study which according to Waldmann et al. would not
make a significant different in cell performance.>® Our results
for cycling at a lower voltage limit conflict with results from
Bischof et al. who showed an improvement of cycle life by
decreasing the upper voltage limit of their HKD type cells.®
Though we do see similar trends in cycling with a sharp knee
point near 100 cycles that correlates to a significant loss in
efficiency suggesting we are seeing similar phenomenon
broadly during cycling. The results shown in Fig. 6 also dis-
putes the theory that we are observing a phase change in the
PE at higher voltages as there was not significant change
between our cells cycled at 4.1 V and 3.9 V. So, voltage control
in this case does not seem to be the issue.

The main difference in cell performance here appears to be
the type of degradation mechanisms that occurring during
cycling. As noted earlier we observed parasitic side reactions

EES Batteries

Incremental capacity analysis (ICA) of the HKD and TCR cells during cycling.

with LSI in the HKD cells and some LSI plus LAM at PE and
NE in the TCR cells. Which would suggest there is something
in the HKD cells that enabled increased Na-plating that caused
the rapid cell failure.

In theory, the HKD cells used a NE binder that is more
resistant to volumetric changes, making it less likely that the
difference in binder is the cause for the more rapid capacity
fade. The electrolyte composition and the initial SEI could also
have played a role as EC and inorganic sulfur, that are thought
to improve performance, were found in higher quantities in the
HKD cells (Table 2 and Fig. 5d). Additionally, the TCR cell had
signs of water at the NE, which may have indicated contami-
nation during assembly. It seems that these materials factors
were not as important as we thought from a review literature on
Na-ion batteries. It is currently unclear to us why the TCR has a
more stable cycling profile than the HKD cells. This highlights
the need for further work to understand how a whole Na-ion
battery operates and what are the crucial factors to optimize.

Conclusions

Our initial survey of two NIB cell types shows manufacturing
consistency within batches that approach commercial Li-ion
production. This suggests that the manufacturing consistency
of these NIB cells approaches established Li-ion battery pro-
duction, indicating a relatively mature fabrication process.
This is likely due to the fact that NIB materials can be pro-
cessed using the same production techniques as Li-ion. The
initial cycling data showed that these cells significantly under-
perform their advertised cycle life by about an order of magni-
tude. The HKD cells did much worse than the TCR cells, but
both types are below 80% after 300 cycles.

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Additional characterization of the two cell types revealed
differences that may explain the poor initial performance.
First, they have different upper voltage limits, which may have
induced higher degradation of the NFM material in the HKD
cells and increase Na-plating. The HKD cells also appear to
contain more Na' ions than the TCR cells. Other core differ-
ences in both cells lie in the composition of the electrolyte
and the binder used in the NE materials. The changes in the
electrolyte point to differences in the initial SEI observed via
XPS. However, the differences in the SEI and binder did not
explain the poor cycling performance of the HKD cells.

Cycling the HKD cells at lower upper voltage limit did not
significantly change performance of the HKD cells which
showed a knee point near 100 cycles in both conditions. This
disagrees with initial literature indicating that reduced upper
voltage limit reduced Na-plating and increased cycle life. This
would also indicate we are not seeing a phase change in the
PE either. Rather there appears to be something inherent to
the HKD cells that promotes increase Na-plating and other
parasitic side reactions. This is observed in our ICA analysis
(Fig. 7) where the TCR cells showed much less LSI and no para-
sitic reactions occurring.

Overall, our study indicates that there is a significant vari-
ation in the quality of available commercial Na-ion batteries,
and manufacturers have not agreed on set performance
metrics for their cells. This study highlights the need for stan-
dardized testing of newly commercialized cells, such as done
so above, to validate and understand cell variance, reliability,
and degradation modes. Further work will be conducted to
understand the origins of cell degradation in the present cells
to inform how to improve future generations of NIBs.

Experimental

Procurement and cycle testing

For this study, one hundred and fifty 18650 format NIB cells
were purchased from Shenzhen Mushang Electronics, labeled
Hakadi, and Guangzhou Tycorun Energy, labelled Tycorun
(Table S1). Electrochemical testing was carried out using Arbin
SCTS battery testers with cells placed into commercially avail-
able 18650 battery holders in SPX Tenney Model T10C-1.5
environmental chambers set at 25 °C. All Cells were initially
cycled six times at a rate of C/2 to ensure they had stabilized.
The cells were then cycled according to the RPT protocol pro-
posed in ref. 20 with cycles at C/4.5 and C/25 with C/50 trickle
charge steps.

Materials characterization was conducted on uncycled cells
disassembled in an argon-filled glove box using 18650 format
Li-ion disassembly procedures.’’* The HKD cells were dis-
assembled at 50% state of charge (SOC). The TCR cells were
disassembled at 0% SOC. All electrode characterizations were
done on unwashed samples, without any surface modifi-
cations. X-ray diffraction (XRD), scanning electron microscopy
(SEM), gas chromatography mass spectrometry (GC-MS),
inductively coupled plasma mass spectrometry/optical emis-

© 2025 The Author(s). Published by the Royal Society of Chemistry

View Article Online

Analysis

sion spectroscopy (ICP-MS/OES), and X-ray photoelectron spec-
troscopy (XPS) were conducted on the PE and NE of each cell.
Full details of the materials characterization work can be
found in the SI. The difference in SOC should only impact the
comparison of the NE XRD pattern and Na content in ICP-OES
of the electrodes considered here.

ICP-GCMS

Organic component analysis was performed on chemical
extracts of swab samples via liquid injection on an Agilent
6890N gas chromatograph, coupled with an Agilent 5973
Network Mass Selective Detector. Samples were prepared by
diluting 5 pL of electrolyte in 1 mL of ethanol. The gas chrom-
atography mass spectrometry (GC-MS) analysis was carried out
in split mode 50:1, with separation on a Restek Rxi-5 ms
column (60 m x 0.25 pm, 0.32 mm ID). The inlet and MS trans-
fer line were both kept at 300 °C. The helium carrier gas was
kept at a constant flow of 1.6 mL min~". The GC oven tempera-
ture program was 40 °C for 1 min, ramped to 200 °C at 7 °C
min~"!, followed by ramping to 300 °C at 15 °C min .
Acquisition was performed in the mass range of 15-550 m/z.

SEM imaging was performed using a ZEISS EVO SEM. The
beam strength for imaging was set to 20 kV.

X-ray photoelectron spectroscopy (XPS). Measurements were
taken on a Kratos AXIS Supra XPS operated at a base pressure
lower than 5 x 107 torr, using a monochromatic Al Ka X-ray
source (hv = 1486.6 €V). Surveys and high-resolution scans for
elements of interest were taken for each sample. Spectra were
obtained using a large analyzer spot size and a pass energy of
160 eV for all surveys and 20 eV for the high-resolution scans,
with a step size of 1 eV for the surveys and 0.1 eV for the high
resolution scans. Charge compensation was done using a
charge neutralizer with a filament current of 0.42 A.

X-ray diffraction. XRD was done using a Rigaku SmartLab
X-ray Diffractometer with electrode powder scraped from the
current collector. The characterization was done in the open
air on a single-crystal silicon no-background sample stage. The
instrument used a beam strength of 40 kv and 44 mA with a
CuKa source. Data was collected in parallel beam mode using
a 26 scan procedure with a theta = 7° offset. The scan range
was 260 = 10 to 80° with a step size of 0.04° and a rate of 5°
min~". XRD patterns were analyzed using the PDXL software
from Rigaku. The data were fit to known patterns in the data-
base, and lattice spacing and crystal size were determined by
the PDXL program using the Rietveld refinement method.

Inductively coupled plasma mass spectrometry/optical emis-
sion spectroscopy (ICP-MS/OES). A Mars 6 (CEM Corporation)
extraction system equipped with polytetrafluoroethylene
(PTFE) vessels was used in the digestion of the samples. The
microwave digestions in the PTFE vessels were carried out in
multiple steps, with the first consisting of the addition of sul-
furic acid (10 ml) to 0.3 g of sample. These samples were
heated for 0.5 h until they reached a temperature of 260 °C
(maximum microwave power, 1800 W) and held at that temp-
erature for 0.25 h. Samples were allowed to cool and depressur-
ized. This heating cycle was repeated four additional times.
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Following the fifth cooling and depressurization, nitric acid
(10 ml) was added to the Teflon vessel, and a microwave diges-
tion cycle was completed as follows: 0.5 h ramp to 210 °C
(maximum microwave power, 1800 W) followed by a hold at
that temperature for 15 min. Sample digests were then diluted
to 50 mL.
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