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Si nanowires (Si NWs) with diameters tuned from ~35 to 100 nm were directly grown on large-area (30 cm?)
stainless-steel mesh (SSM) substrates via a facile vapour-liquid—solid approach. The 3-dimensional open
mesh and interwoven structure of SSM allow for the dense growth of well-anchored Si NWs and
a sufficient buffer space for repeating volume changes during electrochemical cycling. In this study, the
controlled synthesis of silicon nanowires with different diameters and the influence of nanowire
diameter on electrochemical performance were investigated for the first time. We demonstrate that the
diameter of Si NWs has a significant influence on their electrochemical performance as anode materials
for lithium-ion batteries. Through systematic electrochemical testing, we observed that rate capability,
specific capacities and capacity retention obtained for Si NWs samples are inversely proportional to
nanowire diameter, demonstrating a diameter-dependent performance of silicon nanowires anodes. Si
NWSs with an average size of 100 nm exhibited specific capacities of ~800 mA h g% Reducing the
Eeceived 9th October 2024 diameters to 55 nm gave ~1200 mA h g~ whereas Si NWs with an average diameter of ~35 nm
ccepted 21st November 2024
demonstrated a specific capacity of ~1500 mA h g*1 when cycled with an applied specific current of

DOI: 10.1039/d4ta07201d 1 A g% The phase transition and structure evolution of Si NWs before and after cycling were
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Introduction

Developing high-capacity anodes for rechargeable lithium-ion
(Li-ion) batteries is essential to enhance the energy density of
next-generation Li-ion batteries to be compatible with future
applications and meet soaring energy storage needs." Silicon
(Si) is a promising anode material for Li-ion batteries as it is an
abundant material with a high theoretical specific capacity
(3579 mA h g for Si in Li;5Sis), which is nearly 10 times higher
than graphite (372 mA h g~ for C in LiCg), and the compatible
redox potential of Si (0.4 V vs. Li/Li") offers a wide range of
possibilities toward various storage devices.*® However, the
significant volumetric expansion of Si anodes during alloying
with lithium-ions (Li") can result in severe material pulveriza-
tion and repeated solid electrolyte interphase (SEI) fracture/
reform. These issues cause active material to be disconnected
from current collectors (CCs), leading to irreversible capacity
loss and a relatively short lifetime.”” One approach for
enhancing the electrochemical performance of Si-based anodes
is to use directly grown nanostructured Si on 3D CCs instead of
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investigated by Raman spectroscopy and electron microscopy.

planar electrodes to mitigate the volume change effect and
improve their cyclability.***®

Silicon nanowires (Si NWs) have advantages over
nanoparticles,"*” and nanotubes,**?° as NWs have facial strain
relaxation to better accommodate volume expansion, an effi-
cient axial charge transfer pathway, and shorter radial Li"
diffusion distances due to their one-dimensional (1D)
character.”** In addition, computation results of the stresses in
NWs during lithiation have shown that surface tension can
induce compressive stress, which inhibits crack propagation
and could extend cycle life for small NWs.>* The size effect in Si
anodes and its correlation to volume changes has also been
studied in nanoparticles however this has not been extended
significantly to nanowires."”*>*® Interestingly a critical size of
the Si nanoparticles (Si NPs) was determined at ~150 nm, where
cracking or fracturing after lithiation-induced swelling and
surface stress is reduced.'® As NWs will be greater than 150 nm
in the longitudinal direction a study on diameter dependent
effects correlated to wire diameter is important.

The structure of the electrode is also relevant with the direct
growth of wires on a 3D current collector allowing analysis of
diameter effects independent of other factors for example in
slurries where binders and conductive additives are present. A
CC for directly grown wires needs to be mechanically stable,
facilitate electronic transport and ideally provide high surface
area for improving electrochemical performance.”””* Alloying
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mode materials with nanowire morphologies have been grown
on different CC substrates including Cu foils,*”* stainless-steel
foils,*3* titanium foils,** stainless-steel cloth,® and carbon
fibre cloth.?**® Here we use stainless-steel mesh (SSM) with a 3-
dimensional (3D) open structure as it provides high surface
area, good conductivity and sufficient buffer space for volume
changes, and also enables a thorough characterisation of Si
NWs after cycling without other contaminations.

The synthesis approaches of Si NWs include top-down (e.g.
etching bulk silicon with HF) and bottom-up methods (such as
seeded protocols using silane in CVD, supercritical fluid or wet
chemical processes).****7*% A  solvent-vapor-growth (SVG)
approach has previously been developed by our group, which is
capable of growing Si NWs from a safer liquid precursor under
an ambient atmosphere.'*'>'*?7:2839-41 1t {g worth noting that the
required growth conditions and the quality of the Si NWs vary
based on 3 types of metal catalysts (type-A, type-B, and type-C)
according to their metal-Si binary phase.*”***" The eutectic
point of type-A metal gold is located at a Si composition of >10
atom% Si and is known to contaminate Si NWs.?*”*® Type-B
catalyst Sn can accommodate 1 atom% Si with potential diam-
eter control, while type-C transition metal forms a silicide
alloy.27729,42,43

In this study, Si NWs with four different average diameters
were synthesized on relatively large pieces of SSM (5.0 x 6.0 cm)
via a VLS approach. The average diameters of the NW samples
were ~35 nm, 55 nm, 85 nm and 100 nm, and these samples are
henceforth referred to as Si35, Si55, Si85, and Si100, respec-
tively. It was found that the diameter of Si NWs plays a key role
in the phase transition and morphological evolution during
initial electrochemical cycling, which impacts the rate capa-
bility and stability. Electron microscopy, X-ray diffraction, X-ray
photon spectroscopy, and Raman spectroscopy were used to
systematically unravel the size correlation, chemical composi-
tion, and structure evolutions of Si NWs with different diame-
ters. An inverse relation between electrochemical performance
and wire diameter is observed with the smallest diameter wires
showing the best rate capability at higher current density and
extended cycles.

Results and discussion

Scanning electron microscopy (SEM) images, size distribution
histograms, and optical images of Si NWs after the synthesis
reaction are shown in Fig. 1a. Sn was deposited in four different
thicknesses 10, 20, 50 and 100 nm, (corresponding SEM images
and average sizes of Sn seeds are shown in Fig. S1t) leading to
wires of ~35 nm, ~55 nm, ~85 nm and ~100 nm respectively.
Larger initial Sn particle sizes (histograms in Fig. S1}) resulted
in the growth of Si NWs with larger diameters (histograms in
Fig. 1a). All samples exhibit dense growth with good coverage of
Si NWs on the SSM substrates with Si100 showing a dark brown
colour, Si85 light brown, Si55 grey-green colour and Si35 dark
grey in insets. A schematic of the VLS process is shown in
Fig. 1b. The 3D mesh structure bare SSM provides electric
conductivity and high surface area for hosting Sn catalysts with
different sizes. The Sn catalyst melts as droplets on the SSM

This journal is © The Royal Society of Chemistry 2025
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Fig. 1 (a) The SEM images with optical pictures of the large area (30
cm?) SSM substrate as insets, and diameter histogram (more than 200
counts) after reactions of (i and ii) Si100, (iii and iv) Si85, (v and vi) Si55,
and (vii and viii) Si35. (b) Schematic representation of the VLS process
used for Si NWs synthesis. Simplified representations of (i) bare open
structure SSM, (ii) Sn coated SSM (iii and iv) different sizes of Sn
nanoparticles, (v and vi) and as-grown Si NWs. (vii) Si NWs with average
diameters ranging from 100, 85, 55, to 35 nm. (c) The correlation
between Sn average particle size and the average diameter of Si NWs.

during the reaction, and the silane (SiH,, vapour) in situ
decomposed from PS and absorbed into the Sn droplets. Excess
Si crystallises from the saturated droplets as Si NWs (solid) with
diameters deriving from the droplet size and solubility of Si in
the alloy.*'*”*® The average diameter of Si NWs increases with
the size of the evaporated Sn particles as shown in Fig. 1c. The
correlation differs slightly for the larger Sn size >100 nm, which
may be due to the Sn island formation with a broader distri-
bution in Fig. Sla-b,T resulting in a wide range size of Sn-Si
droplets when the reaction temperature reached the melting
point of Sn. The nature of the low eutectic point and low surface
tension of type B catalyst Sn are the key factors in defining the
extracted diameter of Si NWs in good agreement with previous
studies.'>'*%*

SEM, TEM images, and energy-dispersive X-ray spectroscopy
(EDX) elemental mapping with line scan spectra of the Si NWs
are presented in Fig. 2. The high coverage of Si NWs can be
observed with NW growth extending over all SSM substrates in
Fig. 2a-d(i), for comparison, SEM images of bare SSM are shown
in Fig. S2.f TEM images of Fig. 2a-d(ii)-(iii) reveal lattice
features of a crystalline Si (c-Si) core covered by a ~5 nm thick
amorphous Si (a-Si) layer and a lattice spacing of ~0.31 nm. The
selected area electron diffraction (SAED) and fast Fourier
transform (FFT) pattern as insets showed a pure Si phase,
indicated by the presence of (111), (220), and (311) lattice
planes, which is consistent with the X-ray diffraction (XRD)
results (Fig. 3a) and previous reports.’®** Associated scanning
transmission electron microscopy (STEM), energy-dispersive X-
ray (EDX) spectroscopy elemental mapping and line scan
spectra are shown in Fig. 2a-d(iv) and S3t from dark-field STEM
(DF-STEM). EDX mapping images demonstrate the well-
distributed Sn seeds and densely grown Si NWs with different
diameters. There is a sharp increase in the Si signal that occurs
simultaneously with the O and C signal from the edge of a NW
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Fig. 2 (i) SEM images (inset: lower magnification), (i) TEM images
(inset: SAED), (iii) HRTEM (inset: FFT) images, and (iv) EDX element
mapping with line scan of (a) Si100, (b) Si85, (c) Si55, (d) Si35.
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Fig. 3 (a) XRD patterns with standard characteristic peaks position of
crystalline Si (green), Sn (orange) and SSM (dark grey). Raman spectra
of (b) Si=Si, (c) Si—0O, and (d) high-resolution XPS spectrum of Si 2p for
all electrodes. Colour codes are Si100 in red, Si85 in black, Si55 in pink,
and Si35 in blue for all panels.

and the intense Si signal remained in the core without any O
and C in the line scan spectra, demonstrating that the surface
may contain O and C from the decomposition of precursor and
the crystal core is pure Si.

The X-ray diffraction (XRD) patterns of all Si NWs samples
containing characteristic peaks agreed with Si (JCPDS no.: 00-
027-1402) and Sn (JCPDS no.: 04-004-7744) are shown in Fig. 3.
Major peaks at 28.37°, 47.15°, and 55.89° can be indexed to
crystal Si (111), Si (220), and Si (311), respectively.'***** Peaks
arising at 30.70°, 32.04°, and 44.97° are from Sn (200), Sn (101)
of crystalline B-Sn structure, and Sn (211) with a broader a-Sn
peak, while the sharp peak at 43.70° is from the underlying SSM
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substrate agreed with previous reports.'®**** More details of
chemical and phase composition were revealed by Raman
spectra covering Si-Si, Si-O in Fig. 3b-c and S4-S51 (D and G
bands from C, full range Raman spectra and deconvoluted
peaks from Si-Si spectra). The proposed a-Si surface was
confirmed in Fig. 3b with broad Si-Si peaks at ~500 cm ™,
originated from a-Si appearing at ~480 cm ™" and c-Si allocated
at ~503 cm ™" after deconvoluted Si-Si spectra in Fig. S5.74%*
Note that the full width at half maximum (FWHM) of Si-Si peak
becomes broader from 19.49 cm™* of Si100 to 25.26 cm™" of
Si35 in Table S1, and the band position shifts toward lower
wavenumbers which may be attributed to the smaller c-Si
diameter.***” An increased amorphous to crystalline peak (a/c)
area ratio of 45.40%, 50.55%, and 52.59% to 64.66% in
Fig. S5t further indicates the decreasing c-Si sizes as the scat-
tering of a-Si became more intense over the crystalline core.*
The vibrations at ~925 em™" are from Si-O (Fig. 3¢) showing
a slight decrease in wavenumber, this could be due to the
surface of Si NWs being oxidized after reaction.*® The two peaks
at 1334 cm™ " and 1595 cm ™" for all four samples in Fig. S4at are
ascribed to the carbon D and G bands and are characteristic of
a carbon coating caused by the decomposition of phenyl group
at a reaction temperature of 460 °C.*>*® Calculated I/I; ratios
indicate that the carbon coating was highly disordered as an
amorphous phase.*»** This is consistent with XRD results where
only c-Si was preserved without any formation of SiC in Fig. 3a,
and the element line scan profile in Fig. 2a-d(iv) with the trace
carbon on the surface. The chemical composition of the natively
formed amorphous layer was further analysed by X-ray photo-
electron spectroscopy (XPS). Four peaks could be derived from
the Si 2p spectrum (Fig. 3d) with different diameters. The
binding energy of 99.0 eV arises from the zero-valent Si and
100.2 eV comes from the SiO,, while 99.8 eV originated from
organosilicon and a broad shoulder peak at ~102 eV of siloxane
from precursor decomposition.*>** By comparison, the intensity
of the intrinsic Si is stronger than that of SiO, and organo-
silicon, indicating a thin oxide layer on the Si surface as shown
in the TEM images. The decreased intensity and shifting of Si-Si
along with increasing Si-O in Fig. 3b-d as the diameter gets
smaller reveals a higher O content on the surface, which
corresponds to the element line scan profiles in Fig. 2. Fig. S61
presents the C 1s and O 1s spectra of all electrodes, the peaks
arising at 284.8 (C-C/C=C), 285.9 (C-0), and 291.4 eV (-CO;)
are contributions from adventitious carbon or hydrocarbons
left from the precursor decomposition.*"** Finally, the O 1s peak
is originated from O (—2) at 532 eV and siloxane at the binding
energy around 533 eV.* A correlation of results from XRD,
Raman spectroscopy and XPS spectra indicates that the main
product of all reactions was pure Si with minor amounts of
carbon and oxygen present due to the decomposition of the
precursor.

To investigate the effect on the electrochemical performance
of Si NWs grown directly on the SSM with different diameters,
all electrodes were assembled into half-cells with Li foil as the
counter electrode. Si NW samples were cycled on the growth
substrate without additional binders or conductive additives.
The voltage-capacity profiles from galvanostatic cycling in

This journal is © The Royal Society of Chemistry 2025
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Fig. 4 Voltage—capacity profiles of (a) Si100, (b) Si85, (c) Si55, and (d)
Si35 samples when cycled in a range of different applied specific
currents from 50 mA g~! to 1000 mA g% A selection of voltage—
capacity profiles for long term cycling from the 30 to the 200" cycle
at an applied specific current of 100 mA g~* for (e) Si100, (f) Si85, (g)
Si55, and (h) Si35 anodes.

Fig. 4a-d revealed electrochemical reactions that occur in
different applied current densities from 50 to 1000 mA g~ *. The
long plateaus in the initial cycle at an applied specific current of
50 mA g~ ' originate from the lithiation of c-Si to a-Si at ~0.1V,
and further lithiated to amorphous Li;5Si, alloy at the slopes
below 0.1 V during the first lithiation in Fig. S7.71***° Features
in the voltage-capacity profiles for the initial lithiation that
occurs at potentials >0.4 V are typically related to the formation
of a solid electrolyte interphase (SEI) layer.”>**® Si100 with the
largest diameter exhibited a significant loss of reversible
capacity on the first cycle in Fig. S7f and cycles at a higher
applied current density of 50 and 1000 mA g ' in Fig. 4a-
d compared to other samples. The long flat plateaus of Si100,
Si85, Si55, and Si35 delivered initial lithiation capacity of 3553,
2217, 2409, 2601 mA h g ' with the corresponding initial
coulombic efficiencies (ICE) of 62%, 76%, 74%, 75%, respec-
tively. The low ICE of Si100 may be due to the volume expansion
and structure fracture on the first lithiation compared to the Si

This journal is © The Royal Society of Chemistry 2025
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NWs that are <100 nm.'”** Meanwhile, the rapidly decaying
capacity during the rate capability test of Si100 in Fig. 4a indi-
cated that they are not as stable as the smaller NWs at a higher
current density of 1000 mA g ' due to the structure fracture,
which will be discussed more in detail in the post-cycling
characterizations.

The cyclability of Si85, Si55, and Si35 maintained well with
the reversible capacity decreases <20% from the 30" to 200™
cycles, where Si100 has a capacity loss of 40% with a rapid
decline in the capacity after 50 cycles in Fig. 4e-h. Although
Si100 show higher capacity on the first cycle, they are prone to
significant reversible capacity loss at higher current densities
and prolonged cycling. Additional analysis (differential charge
curves) and electrochemical tests (rate tests and cyclic voltam-
metry) were performed to further investigate the influence of Si
NW diameter on their electrochemical performance.

The differential charge (dQ/dV) and cyclic voltammetry (CV)
curves of the 1%, 2", and 5" cycle of all Si NW samples are
demonstrated in Fig. 5. During the first lithiation, the cathodic
peak at ~630 mV is from the lithiation of Sn seeds, and SEI
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Fig. 5 (a—d) Differential charge curves, and (e—h) CV curves of (red)
Si100, (black) Si85, (pink) Si55, and (blue) Si35 at 0.1 mV s* scan rate
from 0.01-1.0 V.
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formation at ~420 mV (step I in Fig. 5a and e), but the contri-
bution from Sn and the reformation of SEI (Fig. 5b-d and f-h)
are negligible due to the smaller size and less amount of Sn
seeds in the Si NWs that are <100 nm.'**>*® The characteristic
sharp cathodic peak at <150 mV with a broad shoulder peak
<100 mV (step II) that appeared in all samples is associated with
the phases transformation from c-Si to a-Si and the coexistence
of two phases of a-Si and lithiated amorphous Li,Si (a-Li,Si),
which are agreed with the previously reported Si NWs, 17414445
The reduction corresponds to the initial alloying of crystalline
silicon is observed in the differential charge plots for the first
lithiation and is not observed in subsequent cycles. Its absence
in subsequent cycles, suggests that after the initial lithiation the
Si does not return to its initial crystalline state and instead
cycles reversibly as amorphous silicon.

Note that the shifting toward the lower potential of the sharp
peak and smaller shoulder peaks below 100 mV were observed
and could be attributed to the amorphization of smaller c-Si and
further lithiation of a-Li,Si in the NWs that are <80 nm.**?*4%54
During the first delithiation, all samples displayed one broad
peak at 320 mV (step III) and a pronounced anodic peak at
~430 mV (step IV), revealing the coexistence of two phases of a-
Li,Si and Li;5Sis."”*>*¢ Small peaks at >580 mV are the deli-
thiation of Li,Sn, (step V) corresponding to the peaks observed
from the pure Sn electrode (voltage profiles and dQ/dV curves in
Fig. $81).°* In the following scans, the bell-like cathodic peaks at
220 mV and 100 mV correspond to the formation of a-Li;5Siy,
(step VI).****> The majority of c-Si is converted into a-Li,Si
phase after the first cycle as the sharp cathodic peak dis-
appeared while two bell-shaped peaks remained for the
following cycles. Reoccurring pronounced anodic peak at
430 mV in the 5™ cycle (purple curve) of Si55 and Si35 in Fig. 5¢
and d indicated that smaller Si NWs were able to fully deli-
thiated from a-Li,Si to Li,5Si,, while less Li* were extracted from
the Si NWs that >80 nm with bell-like peaks.'”** The areas of the
cathodic and anodic peaks in the CV curves shown in Fig. 5e-h
increased as the cycle number increases (20 cycles in Fig. S97),
implying an increased in the charge stored during these
processes, due to the activated Si in the first few cycles under
a fast scan rate of 0.1 mV s~ ".»*% Results from dQ/dV analysis
and CV tests suggest that Si NWs with diameters <80 nm can be
fully lithiated and delithiated during the initial cycles at the
applied specific current that was used.

Galvanostatic cycling was carried out to further analyse the
rate capability (from 50 mA g~ ' to 1000 mA ¢~ ') and cyclability
of all samples with prolonged cycles. The rate performance is
enhanced by reducing diameters as Si55 and Si35 show better
rate capacities with 90% retaining capacities of the initial
capacity, delivering 1262 mA h g and 1495 mA h g,
compared to the 824 mA h ¢ and 972 mA h ¢~ * of Si100 and
Si85 at 1000 mA g~ ' in Fig. 6a. For comparison, Si microparti-
cles (Si MPs) without an amorphous surface layer were cycled
under the same conditions. A rapid capacity decay below
100 mA h g ' of Si MPs was observed when cycled at
1000 mA g~' in Fig. S10a.t These results demonstrate the
impressive rate capability of Si NWs that are 35 nm and further
demonstrate  the  diameter-dependent electrochemical
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performance of Si NWs anodes. Additional synthesis of Si NWs
and electrochemical tests were performed with Si NWs grown
on stainless-steel fibre cloth (SSFC) and planar stainless-steel
sheet (SSS) (SEM images shown in Fig. S11t) to further
demonstrate the advantages of using SSM as an electrically
conductive substrate. The Si35 sample grown on SSM yields
a high reversible capacity of 1623 mA h g~' compared to
1121 mAh g~ of Si NWs/FFSC and 1086 mA h g~ " of Si NWs/SSS
after 100 cycles at 100 mA g~ ' (Fig. S10bt). The specific capac-
ities obtained with Si35 samples in this study are greater than or
comparable to previously reported values for Si NWs with/
without surface layer grown on carbon fibre,*® copper foam,*
SSFC," and SSS*™ in Table S2.t Previous reports which have
relied on the addition of CNTs and other carbons to achieve the
specific capacities which we have obtained without any carbon
additives or binders. These results demonstrate that the
strongly anchored Si NWs on the SSM facilitated the electron
transfer and avoiding the loss of electric connection.

The cyclability of Si NWs with diameters ranging from
100 nm to 35 nm was further examined by galvanostatic cycling.
Si NWs with smaller diameters maintained capacity retention
above 90%, while the Si100 obtained the lowest reversible
capacity retention of 76% at 100 mA g~ for 200 cycles in Fig. 6b.
This suggests that the loss of reversible capacity may be due to
the larger diameters of Si100."” For the galvanostatic cycling in
Fig. 6¢, the specific capacities of Si35 surpassed Si100 after 100
cycles, which could be attributed to the smaller diameters
alleviating volume expansions.” It is worth noting that the
highest specific capacity values were obtained with the smallest
diameter Si NWs (Si35), which demonstrated the slowest
capacity decay with a capacity retention of 84% from 50 to 350
cycles. Pure Sn-100 electrodes with the same average Sn size and
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loading of Si100 electrodes were synthesized and tested as
a control sample, where a reversible capacity of 534 mA h g™*
and 79% capacity retention were obtained after 100 cycles.>**
Furthermore, Si35 offer advantages in terms of higher specific
capacity and capacity retentions over recently published results
as listed in Table S2.f The improvement of rate capability,
capacity retention and cyclability from the Si35 could be
attributed to the smaller diameter, which mitigated the volume
expansion, and avoided the loss of reversible capacity. Addi-
tional post-cycling characterizations were performed and are
discussed in the following section.

Postmortem Raman spectroscopy and SEM and TEM
imaging were performed to investigate the influence of elec-
trochemical cycling on the Si phase and morphology of all four
different diameter Si NWs. The c-Si was lithiated into the a-Si
phase after the first cycle based on the characteristic peak
shape changes in the dQ/dV and CV curves in Fig. 5, where
Raman spectra of the Si NWs after 5 cycles in Fig. 7a-d and S12
(full range Raman spectra) confirmed this phase trans-
formation. The FWHMs of Si-Si pronounced peaks from all
cycled samples were increased by 5-13 cm ™' in Table S1{ and
shifted towards lower frequency after 5 cycles due to the
amorphization of Si, and the intensity of a-Si at ~480 cm ™" has
increased and dominated in the Si35 sample in Fig. 7d.*” This
demonstrated that the smaller wires have likely become
completely amorphous after the initial cycles while partial
lithiated Si NWs >80 nm remained in the crystalline phase. The
morphology evolution of the cycled Si NWs electrodes was
investigated by SEM and TEM imaging after delithiation from
the 5™ to 20™ cycles in Fig. 7e-p. Some expanded wires from
Si100 and Si85 started to fracture and detach from the SSM,
while Si55 and Si35 were densely anchored and formed inter-
connected porous structures after 5 cycles in Fig. 7e-h and 10
cycles in the SEM images shown in Fig. S13.7 TEM images of all
pristine Si NWs samples have shown in Fig. 7i-1 (left) with
crystalline nanowire structure as comparison to the post-cycling
morphology (right). Previous studies of Si NWs have suggested
that the lithiation initiated at the surface and the lithium

Intonsity (au)

g5 s 6%
Raman Shift (cm)

Fig. 7 (a—d) Raman spectrum of Si-Si peak, (e—h) SEM and (i-l) TEM
images of pristine Si NWs (left) and Si NWs after 5 cycles (right), (m-p)
TEM images after 20 cycles of Si100, Si85, Si55, and Si35.
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diffused into the crystal core forming the amorphous network
structure.'®***%% The Si35 started forming a network structure
after 5 cycles in Fig. 71, while an expanded wire structure can be
observed in other Si NWs that are larger than 50 nm.>

Once delithiated after 20 cycles, all nanowires in Fig. 7i-1
showed the complete amorphous network structures after fully
lithiated, which has been demonstrated in previous studies
from our group.'®*****® This network structure is highly porous
and could provide sufficient buffer space to accommodate the
volume changes of Li" alloying and dealloying without further
cracks. This further demonstrated that the cycled Si NWs
remained in good contact with SSM because of the intertwined
network formation, which can form in the early cycles when
reduce the diameter of Si NWs. Our results indicate that the
electrochemical performance of Si NWs is diameter-dependent
with the best performance from the Si NWs with an average
diameter of 35 nm, where the full lithiation of Si and the porous
network formation can be achieved upon early cycles,
enhancing the cyclability of Si NWs anodes.

Conclusions

In conclusion, we have demonstrated a tunable synthesis
procedure to prepare Si NWs with diameters ranging from ~35
to 100 nm. The effects of Si NWs' diameter on the phase tran-
sition, and structural evolution during electrochemical cycling
have been revealed and discussed. Si NWs anodes with an
average diameter of 35 nm delivered the highest reversible
capacity of 1380 mA h g~ ' at 100 mA g~ ' after 350 cycles, and
demonstrated impressive rate capability that can sustain high
current density up to 1000 mA g~ * with 1495 mA h g " and
retain 92% of its reversible capacity after returning to
100 mA g '. Meanwhile, a capacity retention of 88% and an
average coulombic efficiency of 98% were achieved over 350
cycles. The ex situ electron microscopy and Raman analysis of
the Si NWs anodes after the 5%, 10", and 20™ cycle showed Si35
exhibited a fully lithiated amorphous phase with a mechanically
stable porous network structure at the 5™ cycle whereas the
larger Si NWs after 20 cycles. A correlation of results from
structural and electrochemical characterisation indicates that
the improved rate capability, specific capacity, and capacity
retention obtained for Si35 can be attributed to their smaller
diameters. Additionally, we believe that this work offers an
understanding of the critical dimensions of silicon nanowires
and contributes to the development of alloying anodes for Li-
ion batteries.
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