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Abstract

In this study, composite asymmetric membranes containing antimony (Sb) nanobelts are
prepared via a straightforward phase inversion method in combination with post-pyrolysis
treatment. Sb nanobelt asymmetric membranes demonstrate improved cyclability and specific
capacity as the alloy anode of sodium ion battery compared to Sb nanobelt thin films without
asymmetric porous structure. The unique structure can effectively accommodate the large
volume expansion of Sb-based alloy anodes, prohibit the loss of fractured active materials, and
aid in the formation of stable artificial solid electrolyte interphases as evidenced by an
outstanding capacity retention of ~98% in 130 cycles at 60 mA g~ '. A specific capacity of ~600
mAh g~ is obtained at 15 mA g~ ' (1/40C). When the current density is increased to 240 mA
g, ~80% capacity can be maintained (~480 mAh g~ '). The relations among phase inversion

conditions, structures, compositions, and resultant electrochemical properties are revealed

through comprehensive characterization.

Supplementary material for this article is available online

Keywords: antimony nanobelt, asymmetric membrane, dip coating, alloy anode, sodium ion

battery

(Some figures may appear in colour only in the online journal)

1. Introduction

Lithium-ion batteries (LIBs) currently dominate the ever-grow-
ing electrochemical energy storage (EES) market as driven by
the insatiable demand from mobile electronics, portable power
tools, electrical vehicles, as well as static energy storage systems
[1-3]. The scarcity of lithium element in Earth’s crust, however,
necessitates more sustainable battery materials, especially for
large scale applications. Additionally, lithium salts are usually
produced from underground reservoirs or mines, thus requiring
costly acquisition processes, and raising significant

4 LW, JD and OS contributed equally to this work.
* Authors to whom any correspondence should be addressed.
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environmental concerns [4, 5]. On the other hand, the abundance
of sodium is nearly three orders of magnitude higher than that of
lithium. Thereby, transition from LIBs to sodium-ion batteries
(SIBs) may provide a massive relief on the global environment
and improve the affordability of EES systems [6]. However,
Na' has a much larger ionic radius compared to Li*, so the
conventional LIB anode, graphite is unable to store Na* rever-
sibly [7, 8]. Researchers worldwide have investigated other
carbon-based materials for SIB anode with impressive
advancements, such as expanded graphite, hard carbon, and
carbon nanotubes with capacities of ~284, 320, and 215 mAh
g ! respectively [8, 9]. Of considerable note, elemental anti-
mony exhibits an impressive theoretical capacity of 660 mA

© 2023 I0P Publishing Ltd
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g, by means of alloying /dealloying reaction mechanism
shown below [10-12]:

Sb + Na™ + e~ — NaSb,
NaSb + 2Na" + 2e~ — Na3Shb.

Sadly, a high capacity is intrinsically associated with a large
volume change during sodiation/desodiation, thereby resulting
in electrode pulverization, unstable solid electrolyte interphase
(SED), and rapid capacity loss. Quite a few strategies have been
proposed to accommodate the large volume change of anti-
mony-based alloy anodes, most of which focus on nano-struc-
turing, compositing, alloying, as well as developing new binders
and electrolyte additives [10, 13—15]. Recently, asymmetric
membrane structure has been adopted by our laboratory for the
first time to alleviate the severe volume expansion of high-
capacity anodes in LIBs, such as Si, Ge and Sn nano/micron
particles [16-21]. In this study, antimony nanobelts embedded in
carbonaceous asymmetric membranes are synthesized, char-
acterized and employed as the alloy anode material for high
capacity /performance SIBs. It is hypothesized that the two-
dimensional morphology of nanobelts together with the asym-
metric porous structure of the membrane is expected to have a
synergetic impact on the electrochemical performance of Sb-
based alloy anodes since nanobelts can provide additional
advantages such as continuous framework, strong mechanical
strength, and shortened diffusion length. The novelty of this
research is the incorporation of two-dimensional nanobelts into
asymmetric membranes for high performance sodium-ion bat-
tery for the first time.

2. Methods

2.1. Synthesis of antimony oxide nanobelts

Antimony oxide (Sb,Os3) nanobelts (NBs) were synthesized
using an adapted method from the literature [22]. To describe
it briefly, 2.4 g Sb powder (BEANTOWN CHEMICAL,
~200 mesh, 99.5% trace metals basis), 150 mmol ethyl dia-
mine (VWR), 0.8 g polyvinylpyrrolidone (Sigma Aldrich),
and 1.5 1 deionized water were used to create a homogenous
slurry that was stirred for 1 h at 60 °C, followed by sitting at
room temperature over the weekend. The white precipitate
was then collected by vacuum filtration and washed thor-
oughly using de-ionized water and absolute ethanol to obtain
Sb203 NBs.

2.2. Fabrication of antimony nanobelt asymmetric membrane
(Sb NB PAN)

2.4 g Sb,0O5 NBs were mixed with 0.15 g carbon black (CB
TIMCAL SUPER C45 with a surface area of 45 m” g~ '), 0.50
g polyacrylonitrile (PAN) (Mn = 150 000; Pfaltz & Bauer)
dissolved in 10 ml N-methyl-2-pyrrolidone (NMP) (Sigma
Aldrich, >99.5%) using a probe sonicator at 15 W power.
The resultant slurry was then coated, using a doctor blade,
onto a silicon wafer with a thickness setting of 200 ym and
submerged into deionized water for 10 min for the phase

inversion process to complete. In the next step, the polymeric
asymmetric membrane containing Sb,O; NBs underwent
pyrolysis at 500 °C for 4 h under the protection of helium gas
(99.9999%, Airgas He UHP300) with a flow rate of 100 sccm
to produce Sb nanobelt asymmetric membrane labeled Sb NB
PAN. This process was carried out using a Lindber/Blue
MTM 1100 °C tube furnace whose temperature was ramped
at a rate of ~60 °C min '. Noteworthy, when the con-
centration of PAN was more than 10 wt%, the slurry was too
viscous to make smooth coatings. If the concentration of PAN
was less than 3 wt%, the slurry was too fluidic to coat. In
other words, there is a narrow window for the concentration
of PAN used to make Sb asymmetric membranes. CB was
mainly used as a filler to maintain the porous structure during
the pyrolysis process, without which the pores can collapse as
confirmed by our previous studies [20]. However, when the
concentration of CB was too high, the slurry became too
viscous and unsuitable for smooth coatings.

2.3. Fabrication of dip-coated antimony nanobelt asymmetric
membrane (dip-coated Sb NB FAN)

First, a slurry made of 0.11 g CB, 0.38 g PAN and 10 ml
NMP was created using a probe sonicator at 15 W power.
Next, Sb NB PAN was submerged in the slurry, slowly pulled
out from the slurry, and immediately placed in deionized
water. Lastly, the sample was pyrolyzed for 2 h at 500 °C to
create a porous carbon coating on its surface and labeled dip-
coated Sb NB PAN.

2.4. Fabrication of antimony powder asymmetric membrane
(Sb PAN)

2.0 g of antimony micron-powder (BeanTown Chemical Inc.)
were added to a solution composed of 0.20 g CB, 0.65 g
PAN, and 10 ml NMP. The slurry was subject to the same
procedure as described above for Sb NB PAN: sonication,
phase inversion, and pyrolysis. Notably, the concentration of
Sb in Sb PAN membrane is close to that of dip-coated Sb NB
PAN (~80 wt%:; see S3).

2.5. Characterization methods

Morphological, compositional, and structural characterization
was accomplished using a field emission scanning electron
microscope (JEOL JSM-7600F) attached with transmission
electron detector (TED) and energy dispersive x-ray analyzer
(EDS). Raman spectra were collected using a Thermo Scientific
DXR SmartRaman spectrometer with 0.4-1.0 mW, 532 nm
laser, x10 objective lens, and 30-120 s integration time. A
thermogravimetric analyzer (TGA, TA Instruments Q50 TGA)
was used to quantify the concentration of the active materials
us1ng mtrogen (Airgas) as the purging gas at a flow rate of 20 ml
min~". The oven temperature during TGA analysis was ramped
at 10 °C min~" until 120 °C and held for 10 min to remove all
water present in the sample. The temperature was then ramped at
10 °C min~" until 500 °C and held for 30 min. Powder x-ray
diffractometry (PXRD, PANanalytical Empyrean) was per-
formed using a Cu K|, radiation (A = 1.540 598 A) from 10° to
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80° (two theta) at a step rate of 0.1° s~! for 32 times with
acceleration voltage and current of 40 kV and 40 mA, respec-
tively. X-ray photoelectron spectroscopy (XPS) system was
employed to measure the binding energy of Sb core-level
electrons using a monochromatic Al K, x-ray, an x-ray spot size
of 400 pum, a pass energy of 50 eV, an energy step size of 0.1
eV. The specific surface areas of asymmetric membranes were
measured by Micromeritics ASAP 2020 Surface Area and
Porosity analyzer at UNL in combination with Brunauer—
Emmett—Teller (BET) method after the samples were degassed
at 50 pTorr and 300 °C for 30 min. High resolution transmission
electron microscopy (HRTEM) characterization was performed
using a FEI Talos F200X operated at an accelerating voltage of
200 kV.

2.6. Electrode preparation and electrochemical analysis

Approximately 1-2 mg of Sb containing asymmetric mem-
branes were glued onto aluminum current collectors with
diameter and thickness of 15 mm and 11 um, respectively.
The glue was composed of 0.15 g carbon black, 0.10 g car-
boxymethyl cellulose (ACROS ORGANICS, average M.W.
9000) binder, and 3 ml deionized water. Two control elec-
trodes, Sb powder and Sb NB thin films were also prepared to
investigate the impact of asymmetric membrane structure on
cycling stability and capacity. 200 pm thin films were made
from a slurry consisting of 0.21 g CB, 0.07 g polyvinylidene
fluoride (PVDF; MTI Corp.), 3 ml NMP and 1.0 g Sb micron-
size powder or 1.2 g Sb,O; nanobelts, in which the con-
centration of active materials was calculated to be ~80 wt%,
close to that in dip-coated Sb NB PAN. Electrodes were then
dried at 80 °C for 24h under vacuum before they were
assembled into 2032-type coin cells. 1 M NaClO4 (ACROS
ORGANICS, Sodium perchlorate, ACS reagent, anhydrous)
dissolved in a mixture of 47.5% v/v propylene carbonate
(PC), 47.5% ethylene carbonate (EC) and 5% fluoroethylene
carbonate (FEC) (Alfa Aesar, propylene carbonate, 99%,
ACROS ORGANICS, ethylene carbonate >99%, and Alfa
Aesar, fluoroethylene carbonate, 98%) was used as the elec-
trolyte. Sodium metal (Sigma Aldrich) and glass fiber mem-
brane (Whatman, GLASS MICROFIBER FILTERS) were
employed as the counter electrode and membrane separator,
respectively. All assembly was performed in an Ar-filled
glove box (LCPW, LC Technology Solutions, Inc.), keeping
moisture and oxygen concentrations below 1ppm. Galvano-
static cycling tests were conducted on all samples using a
multi-channel Potentiostat/EIS (BIO-LOGIC VMP3). Two
formation cycles were allowed to proceed at a current density
of 15 mA g, aiding in the formation of a stable SEI layer on
the electrode. Rate performance tests were carried out at 15,
60, 240 and then back to 60 mA g~ ' for both charging and
discharging within a voltage window of 0.01-2.00 V (versus
Na/Na™). For cyclic voltammetry testing, the voltage was
scanned periodically from 0.01 to 2.00 V at different rates. A
frequency range of 0.1 Hz—1.00 MHz was applied with an AC
perturbation of 10 mV during the electrochemical impedance
spectroscopy (EIS) measurements.

3. Results and discussion

3.1. Fabrication of antimony nanobelt asymmetric membranes

Sb nanobelts have several advantages over micron-sized
particles for SIB alloy anode: (1) the thin thickness of NB
(<100 nm) allows for faster charging/discharging, due to a
shortened diffusion length; (2) the strong mechanical strength
of NB avoids extensive electrode pulverization; (3) the two-
dimensional (2D) structure of NB with a large length to width
ratio improves the electrical contact between active materials
and conductive additives, especially for SIB alloy anodes
with significant changes in electrode volume during char-
ging /discharging. Moreover, asymmetric membrane structure
can effectively stabilize LIB alloy anodes as confirmed by our
prior works [16, 19, 20]. Therefore, 2D nanobelt is introduced
into asymmetric membrane structure, aiming to maximize the
cyclability and capacity of Sb-based alloy anodes for SIBs via
a synergic effect as illustrated in figure 1.

3.2. Characterization

Scanning electron microscope (SEM) was employed to
investigate the morphology of Sb powder, Sb,O; NB and Sb
asymmetric membranes. As purchased Sb powder has irre-
gular shapes with sizes up to ~80 pm (figure 2(a)). The width
of NBs ranges from ~200 to 800 nm, and the typical length of
NBs is more than 100 ym (figure 2(b)). The large length to
width ratio (up to x1000) is critical to maintaining a close
contact between NB and CB, especially when NB may be
partially fractured or structurally changed during repeated
sodiation/de-sodiation. The thickness of Sb,O3 nanobelts is
~20 nm (figures 2(c), (d)), which can significantly shorten
diffusion time for sodium ions. Figures 2(e) and (f) show that
the sizes of Sb particles have been reduced from up to 80 pm
to less than 10 pm in Sb PAN membrane, due to the strong
probe sonication that may break up the particles. The 2D
morphology of NB can be retained after Sb,0; is reduced to
elemental Sb in Sb NB PAN membrane (figures 2(g) and (h)).
Notably, the length and width of Sb NB in Sb NB PAN are
smaller than those in Sb,O; NB because of the probe soni-
cation process and reduction reaction that occurred during the
high temperature pyrolysis treatment. The asymmetric porous
structure of Sb PAN and Sb NB PAN membranes was ver-
ified by the differential surface views shown in S1 and S2.
EDS elemental mappings and SEM images confirmed the
formation of thin, porous carbon on the top surface of dip-
coated Sb NB PAN, through which sodium ions can transport
freely without being significantly hindered (figure 3). Addi-
tionally, the carbon coating can increase the conductivity of
the membrane electrode, further prohibit the loss of fractured
active materials and aid in the formation of artificial SEI
layers, thus enhancing the electrochemical performance of the
membrane electrode as evident by the following electro-
chemical data.

Next, the chemical composition of the materials was
investigated using Raman spectroscopy, powder x-ray dif-
fraction (PXRD) and =x-ray photoelectron spectroscopy
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Figure 1. Schematic illustration of the membrane fabrication process that utilizes the synergetic effect of asymmetric membrane and 2D
nanobelt for high capacity /performance sodium ion battery alloy anode.

(XPS). The peaks centered at 142, 190, 220, 298, 443, 505,
590 and 685 cm ' in the Raman spectrum of NB are con-
sistent with orthorhombic Sb,05 in which 590 and 685 cm !
Raman shifts correspond to asymmetric (v,,) and symmetric
(vy) stretching modes while the peaks centered at 443 and 505
cm ' are due to the asymmetric (6,,) and symmetric (&)
bending modes of SbO; pyramids (figure 4(a)) [22]. NB
exhibited characteristic PXRD patterns of orthorhombic
Sb,05 at 19.3°, 28.6° and 36.4° (26), corresponding to (110),
(040) and (200) crystallographic orientations, respectively
(PDF#43-1071; figure 4(b)). However, the intensity of (200)
peak from Sb,O3; NB is much stronger compared to Sb,0O;
reference from database, indicating the NB has a preferential
growth along the crystallographic orientation, and being
consistent with literature report [22]. This, in combination
with Raman data, confirms the synthesized nanobelts consist
of pure orthorhombic Sb,O3. The PXRD patterns indicate that
Sb PAN, Sb NB PAN and dip-coated Sb NB PAN are
composed of amorphous carbon and elemental antimony as
confirmed by the characteristic patterns of thombohedral Sb
at 28.6°, 40.1° and 41.9° (20) from (012), (104) and (110)
crystal orientations, respectively (PDF#35-0732), identical
to the patterns of Sb powder and Sb reference from database
(figure 4(b)). It is believed that the reduction of Sb,O5 during
the pyrolysis process is responsible for the production of
elemental antimony in Sb NB PAN and dip-coated Sb NB

PAN as represented by the following chemical reaction:

Sby0s + 3C 2 28b + 3CO 1.

XPS spectra of Sb PAN, Sb NB PAN and dip-coated Sb NB
PAN (figure 4(c)) have two intense peaks at ~529 and ~538
eV as can be attributed to 3ds;,, and 3ds,, of Sb (0),
respectively. The two satellite peaks at ~531 and ~540 eV
from oxidized Sb (IIl) are stronger in Sb NB PAN and dip-
coated Sb NB PAN than in Sb PAN. It is because nanoma-
terials tend to be oxidized more extensively than their bulk
counterparts, considering nanomaterials have much larger
specific surface areas. Recall that Sb NB PAN and dip-coated
Sb NB PAN were made from nanobelts, whereas micron-
sized Sb powder was used to fabricate Sb PAN.

HRTEM was utilized to obtain the crystallographic
information of the samples. As shown figure 5(b), a d-spacing
of 0.26 nm was observed from Sb,O; NBs, which originates
from the (200) lattice plane in orthorhombic Sb,0s.
D-spacings of 0.31 and 0.23 nm were identified in the NBs of
Sb NB PAN and dip-coated Sb NB PAN membranes,
corresponding to (012) and (104) lattice planes of elemental
antimony, respectively (figures 5(c) and (d)). Carbon mate-
rials in all samples seem to be amorphous. Noteworthy, Sb
NBs were found to be much smaller than Sb,O5; NBs, due to
the reasons discussed above. Furthermore, the membranes
must be crushed and dispersed in acetone using a strong probe
sonicator for HRTEM imaging.



Nanotechnology 34 (2023) 145401 L Williams et al

Figure 2. SEM images of (a) Sb powder; (b) Sb nanobelts; (c) and (d) cross-sectional view of individual Sb,O5; nanobelt; (e) and (f) cross-
sectional view of Sb PAN membrane at different magnifications; (g) cross-sectional view of Sb NB PAN membrane; (h) TEM image of Sb
nanobelt embedded in Sb NB PAN membrane. Scale bars are 100 pm, 1 pm, 100 nm,100 nm, 10 pgm, 1 gm, 10 gm and 100 nm from (a)

to (h).
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Figure 3. (a) and (b) are cross-sectional SEM images of dip-coated Sb NB PAN membrane at different magnifications; (c) and (d) are
elemental mappings of Sb and C using energy-dispersive x-ray spectroscopy (EDS), corresponding to the SEM image shown in (b). Scale

bars are 10 pgm, 100 pm, 100 gm and 100 ym from (a) to (d).

3.3. Electrochemical analysis

Sb PAN membrane was the first sample to undergo electro-
chemical testing as SIB anode. The membrane electrode
demonstrated a high initial capacity loss (ICL) of 25.5%
(figure 6 and table 1), which can be attributed to the irre-
versible decomposition of electrolyte during the formation of
SEI layer on the surface of fractured Sb powder. Although
merely 34.1% capacity was retained after 50 cycles at 60 mA
g”, the retention is still better than the thin film electrode
made of Sb powder (~100% capacity loss), suggesting that
the asymmetric membrane structure can significantly enhance
the cyclability of micron-sized Sb particles as initially
hypothesized (table 1 and figure 6). The capacity loss of Sb
PAN electrode is mainly caused by the massive volume
variation of Sb particles during sodiation/de-sodiation, which
can lead to serious pulverization and lost contact between the
conductive carbon matrix and active materials. To further
increase the cycling stability, Sb nanobelts (NBs) were
introduced into the asymmetric membrane structure. Indeed,
the capacity retention of Sb NB PAN membrane electrode
was significantly increased to 58.6% after 50 cycles, with an
ICL as low as 14.3% (figure 6 and table 1). The enhanced
cycling stability is due to the unique aspects of nanobelts as
discussed before. Firstly, nanoscale Sb can better

accommodate the large volume expansion during charging/
discharging without being seriously fractured in comparison
to bulk Sb, as implied by the higher capacity retention of NB
thin film electrode than powder thin film -electrode
(figure 6(a)). Secondly, long nanobelts allow for a greater
contact area between the active materials and conductive
carbon matrix, thus creating more efficient pathways for
electrons to transport even though NB still experiences certain
degree pulverization and volume changes during sodiation/
de-sodiation. Although the cycling performance of Sb NB
PAN electrode has been increased relative to Sb PAN, it is not
significant enough for practical applications. Later, coating Sb
NB PAN with a layer of porous carbon using the same phase
inversion method was found to be an effective thrust to dra-
matically stabilize the electrode as evidenced by 97.5%
capacity retention in 137 cycles (figure 6 and table 1). As
mentioned prior, the porous carbon coating can aid in the
formation of stable solid-electrolyte-interphase (SEI) on the
surface of Sb NB, as well as provide another barrier to pre-
vent the loss of active material during long term cycling. The
coated membrane electrode experienced a low ICL of 13.8%
and demonstrated the most outstanding high capacity, i.e.
~500 mAh g~' at 60 mA g' (table 1 and figure 6). Note-
worthy, the dip-coated Sb NB PAN also exhibited an
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Figure 4. (a) Raman spectrum of as-synthesized antimony oxide (Sb,O3) nanobelts; (b) PXRD patterns of all samples: Sb powder, Sb powder
asymmetric membrane, Sb,O3 nanobelts, Sb nanobelt asymmetric membrane, and dip-coated Sb nanobelt asymmetric membrane; (c) XPS 3d
spectra of Sb powder, Sb nanobelt and dip-coated Sb nanobelt asymmetric membranes.

excellent average coulombic efficiency (CE), 99. 9% in over
100 cycles (figure 6(b)). There is negligible change in voltage
profiles during the long-term cycling test (figure 6(d)),
implying that the dip-coated structure can assist the creation
of a very stable SEI layer while preventing any cracked
materials from being lost from the electrode over the long-
term cycling. Furthermore, the capacity reduction was less
than 20% (~470 mAh g~') when the current density was
increased from 15 to 240 mA g_1 (figure 6(c)), which is quite
commendable for such a highly scalable fabrication method.
A summary of ICL and capacity retention of three membrane
samples is provided in table 1.

Cyclic voltammetry (CV) tests were performed using
scanning rates of 0.1, 0.2, 0.4, and 0.8 mV s tto investigate
the redox reactions and diffusivities of Na™ ions in the dip-
coated Sb NB PAN electrode. As seen in figure 7(a), the
cathodic peak below 0.2 V at a scanning rate of 0.1 mV s '
originates from the irreversible decomposition of the elec-
trolyte during SEI formation. There also exist two redox
couples at 0.65/0.93 and 0.40/0.78 V versus Na/Na* [23].

The two reduction peaks can be attributed to the 2-step
alloying reactions of Sb with sodium ions, as shown below:

Sb + Na* + e~ — NaSb (0.65 V),
NaSb + 2Nat + 2¢~ — NazSb(0.4 V).

The two oxidation peaks can be assigned to the de-alloying
reactions below:

Na;Sb — NaSb + 2Nat + 2¢(0.78 V),
NaSb — Sb + Na* + ¢~(0.93 V).

The CV results together with the voltage profiles obtained
from the galvanostatic charge-discharge testing (figure 6(d))
support that the capacity of dip-coated Sb NB PAN comes
from the sodiation reactions [23]. Assuming that interfacial
charge transfer is fast and ionic diffusion is the rate limiting
step, the diffusion coefficient of Nat in dip-coated Sb NB
PAN membrane electrode can be calculated using the plots
shown in figure 7(b) and Randles-Sevcik equation listed
below [24, 25]:

Ie = (2.69 x 10%)n'SADR], Cyav®?, (1)
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Figure 5. High resolution TEM images: (a) and (b) as-synthesized Sb,O5; NB; (c) Sb NBs in Sb NB PAN; (d) Sb NBs in dip-coated Sb NB
PAN. Notes: scale bars in (a)—(d) are 50, 10, 10 and 10 nm, respectively.

where I, is the cathodic peak current in amps corresponding to
Na' insertion, 7 is the number of charges transferred, A is the
nominal surface area of the membrane electrode, Cy, is the
bulk concentration of Na™ in mol cm73, and v represents CV
scan rate in Vs~ '. Dy, ., the nominal diffusivity of Na™ in dip-
coated Sb NB PAN membrane electrode was calculated to be
1.6 x 1073 cm? s~! using the first cathodic peak (n = 1). If the
nominal surface area is replaced by the surface area of Sb,O;
NBs as determined by using a surface area and porosity analyzer
(~22 m> gfl; see S4), the diffusivity was found to be 1
0 x 10 cm?s~!. The outstanding diffusivities can be
attributed to the usage of NBs that have a large specific surface
area as compared to the bulk counterpart, also being consistent
with the reports from Manthiram et al and many others [26-28].

EIS spectroscopy was utilized to measure the resistances of
ohmic contact, electrolyte, charge transfer and SEI layer on the
dip-coated Sb NB PAN membrane electrode in a fully de-
sodiated state (S5). Nyquist plots of the electrode at different
cycles indicate there is no significant change in the ohmic
internal resistance during the long-term cycling process (5.2
versus 3.4 ohm for Ist and 100th cycles, respectively). R,
decreases from 338 to 35 ohm in the first 100 cycles since the
electrode surface has been fully wetted by the electrolyte and
thus become more accessible to sodium ions; whereas Rgg; has
been gradually increased, duo to the formation of new SEI layers
as the result of the structural change of NBs after repeated
sodiation/de-sodiation. Nyquist plots were measured four times
each after Ist and 100th cycles, and the four repeating mea-
surements are nearly identical to each other as shown in S6.
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Table 1. Summary of the initial capacity loss (ICL) and capacity retention for Sb PAN, Sb NB PAN and dip-coated Sb NB PAN membranes.

Sb PAN Sb

NB PAN Dip-coated Sb NB PAN

Initial

Capacity retention

Capacity Loss (ICL) 25.5%

34.1% (50 cycles)

58.6% (50 cycles)

14.3% 13.8%

97.5% (137 cycles)
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4. Conclusion

A scalable, low cost, efficient, novel method to prepare high-
capacity anode materials for high-capacity SIBs has been
demonstrated as accompanied by systematic characterization
and various electrochemical evaluation. Asymmetric mem-
brane structure can stabilize Sb-based SIB alloy anodes as
compared to traditional thin film structure. Also, the electro-
chemical performance of the membrane electrode made from
antimony nanobelts is better than that of the electrode con-
taining micron-sized Sb particles, owing to the unique
nanostructure that can create more contact points between
conductive additives and active materials, allow for more
tolerable volume expansion, as well as provide much-
shortened diffusion length. Creating an additional layer of
porous carbon on the surface of the Sb nanobelt asymmetric
membrane further aids in the cycling performance of the
electrodes with a capacity retention of 97.5% after 137 cycles
at a capacity above 500 mAh g~ '. The carbon coating also
facilitates rapid electron transport and results in excellent rate
performance as evident by less than 20% capacity loss when
the current density is increased by more than 10 folds. The
reported electrode structure bears a great potential once being
optimized with appropriate membrane thickness, concentra-
tion of Sb nanobelts, carbon coating thickness, phase inver-
sion temperature, etc. In the future, other types of nanobelts
are going to be introduced into asymmetric membranes for
lithium and sodium ion batteries, such as tin and silicon
nanobelts. Additionally, different conductive fillers will
replace carbon black to investigate their effect on electro-
chemical properties, including graphene, graphene oxide and
various carbon nanotubes (1D). Furthermore, 3-electrode cells
are going to be employed to collect EIS spectra.
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