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ABSTRACT: In the past decades, Li ion batteries are widely considered to
be the most promising rechargeable batteries for the rapid development of
mobile devices and electric vehicles. There arouses great interest in Na ion
batteries, especially in the ﬁeld of static grid storage due to their much lower
production cost compared with Li ion batteries. However, the fundamental
mechanism of Li and Na ion transport in nanoscale electrodes of batteries
has been rarely experimentally explored. This insight can guide the
development and optimization of high-performance electrode materials. In
this work, single nanowire devices with multicontacts are designed to obtain
detailed information during the electrochemical reactions. This unique
platform is employed to in situ investigate and compare the transport properties of Li and Na ions at a single nanowire level. To
give diﬀerent conﬁnement for ions and electrons during the electrochemical processes, two diﬀerent conﬁgurations of nanowire
electrode are proposed; one is to fully immerse the nanowire in the electrolyte, and the other is by using photoresist to cover the
nanowire with only one end exposed. For both conﬁgurations, the conductivity of nanowire decreases after intercalation/
deintercalation for both Li and Na ions, indicating that they share the similar electrochemical reaction mechanisms in layered
electrodes. However, the conductivity degradation and structure destruction for Na ions is more severe than those of Li ions
during the electrochemical processes, which mainly results from the much larger volume of Na ions and greater energy barrier
encountered by the limited layered spaces. Moreover, the battery performances of coin cells are compared to further conﬁrm this
conclusion. The present work provides a unique platform for in situ electrochemical and electrical probing, which will push the
fundamental and practical research of nanowire electrode materials for energy storage applications.
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Nanowires have the natural geometrical advantages for in situ
electrochemical probing. With a length over tens of micrometers and diameter around tens of nanometers, a single
nanowire electrode was built to in situ investigate the highresolution structural and electrical evolution without the
inﬂuence of nonactive materials during battery operation.10,11
Huang et al. reported the ﬁrst nanoscale electrochemical device
inside a transmission electron microscope (TEM), which
realized the in situ observation of the lithiation of the SnO2
nanowire during electrochemical charging.12 This advanced
technique has been applied to other materials and electrochemical systems, including Na ion batteries.13−15 However,
this powerful tool still has several limitations. First, an ionic
liquid or Li2O (Na2O in the case of Na ion batteries) are
usually used in the high-vacuum TEM chamber, which makes

igh-performance energy storage devices are critical for
the sustainable development of energy. Nowadays, Li-ion
batteries are playing a more and more important role in the
ﬁeld of portable electronic devices and electronic vehicles.1−3
Meanwhile, due to the low elemental abundance and the
resulting high cost, researchers are trying to use Na ions as the
charge carriers in electrochemical energy storage systems,
which can be reversibly extracted from/inserted into layered
materials like Li ions.4,5 Some materials with the open crystal
structure that allows Li ions intercalation also can be used in
Na-ion batteries.6 The comparison of Li and Na ion based
energy storage systems have been reported, as they have the
similar chemical properties in many aspects.7−9 However, they
mainly focus on the battery performance, such as the speciﬁc
capacity, operation voltage, cyclability, and so forth. The
fundamental mechanism of Li and Na ion transport in the
nanoscale electrodes of batteries has been rarely experimentally
explored.
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additives) and introduced into the device.29 The multipoint
metal contacts are designed to realize the electrical transport
tests of diﬀerent parts of the single nanowire simultaneously,
which can deeply reveal the electron and ion transport in the
nanowire. In detail, three sections of the nanowire are divided
by four metal contacts, and the electrical transport of each
section is in situ tested separately. In order to fully investigate
the ion transport in single nanowire, two diﬀerent conﬁgurations of the nanowire electrode are adopted. For both
conﬁgurations, metal contact 1 is used for electrochemical test,
and the sections between contact 1 and 2, 2 and 3, and 3 and 4
are named section 1−2, 2−3, and 3−4, respectively.
The ﬁrst conﬁguration is that the nanowire is fully immersed
into the electrolyte (Figure 2a), in which the Li or Na ions
surround the entire nanowire. Figure 2b shows the dark ﬁeld
optical microscopic image of the nanowire electrode with the
ﬁrst conﬁguration. The structure of H2V3O8 nanowires is made
up of V3O8 layers consisting of VO6 octahedra and VO5
distorted trigonal bipyramids interconnected with each other
(Figure 2c). Thus, the Li or Na ions prefer transport through
the b- or c-axis of the H2V3O8 structure. I−V curves of three
sections of the nanowire were recorded before and after the
immersion of electrolyte (Figure S2). The uniform electrical
conductivity and linear I−V curves indicate the high quality of
nanowire structure as well as metal−nanowire contacts, and
there was no conductance change after the immersion of
electrolyte, indicating that the electrolyte would not destroy the
structure without an electrochemical process. Meanwhile, the
conductivity of the metal contact (Cr/Au) is over 1000 times
higher than that of nanowire, which inﬂuences little on the
transport characterization of nanowire. In this system, the
conductivity (1709 S/m in average, including ion and electron
transport) is much higher than ion transport (10−1−10−3 S/m
corresponding to the ion transfer coeﬃcient of 10−12−10−14
cm2/s). Thus, the change of conductivity during electrochemical testing is mainly due to the degeneration of electron
transport. Cyclic voltammetry (CV) was employed to drive the
transport of electrons and ions between the cathode nanowire
and anode.30 With LiPF6 as the electrolyte, CV curves with and
without the nanowire at the scan rate of 0.5 mV/s are shown in
Figure S3. Obvious peaks are observed with nanowire
electrode, indicating the intercalation and deintercalation of
the Li ions. Figure S4 shows the elemental analysis of HOPG
ﬂakes after the CV test. The solid electrolyte interphase is
formed on the anode, which is the decomposition byproduct of
electrolyte LiPF6. As a control experiment, no F element on the
ﬂake is observed when it is immersed in electrolyte without
reaction. This further proves that the electrochemical reaction
take place on the nanowire cathode and HOPG anode.
As displayed in Figure 2a and b, contact 1 was used for both
the electrochemical testing. The electrical transport of the three
sections before and after the electrochemical processes were in
situ recorded separately (Figure 2d−f for section 1−2, 2−3, and
3−4).31 After the electrochemical reaction, the decreases of the
nanowire conductance are 96.5%, 9.2%, and 1.9% for section
1−2, 2−3, and 3−4, respectively. The Li ion intercalation and
deintercalation results in serious structural damage of the
nanowire electrode, which is reﬂected by the sharp conductance
decrease of section 1−2. However, for section 2−3, the
decrease is only 9.2%, indicating that this part of the nanowire
is only partly involved in the reaction. This phenomenon is
more obvious for section 3−4, with a conductance decrease of
1.9%. It is worth noting that the nanowire is fully immersed in

the electrochemical process diﬀerent from real batteries with
traditional liquid organic electrolytes. Second, the open-cell
conﬁguration design lacks diversity, and the nanowire electrode
cannot be fully immersed in the liquid electrolyte like a real
battery.16,17 Importantly, in situ TEM can only provide the
observation of morphology and structural changes, which are
insuﬃcient for electrochemical investigation. Our group has
designed and assembled the smallest all-solid single nanowire
electrochemical devices as a unique platform for in situ probing
the direct correlation of electrical transport, structure, and
electrochemistry.18 Recently, a novel planar microbattery was
designed to in situ measure the electrical transport during the
charge and discharge of MoS2 nanoﬂake electrode, which leads
to the development of a novel charging strategy for batteries
that largely improves the capacity and cycling performance
conﬁrmed in bulk MoS2/Li coin cells.19
In this work, to further understand the transport characteristic of Li and Na ions in the nanoscale electrodes of batteries,
multicontacts on single nanowire electrode are designed for
recording the conductance of diﬀerent parts of the nanowire at
the charge/discharge status and giving detailed information.
Furthermore, we introduce commercial liquid electrolytes
instead of gel electrolytes in the devices to symbolize standard
batteries and give insight for practical researches and
applications.18 With diﬀerent electrolytes for lithium and
sodium batteries, this unique platform is employed to in situ
investigate and compare the migration properties of Li and Na
ions at a single nanowire level, pushing forward the
fundamental and practical research of nanowire electrode
materials for energy storage applications.
Vanadium oxide nanowires with layered crystal structures
have been reported as the host materials for both Li and Na ion
intercalation.5,20−25 Among them, H2V3O8 nanowires would
make the experimental results more accurate and reliable due to
its high initial conductivity.26 The single crystalline H2V3O8
nanowires were synthesized by a hydrothermal method
according to our previous work.27,28 Figure S1 shows the
structure and morphology characterization of the as-prepared
nanowires. The nanowire grows along the [1 0 0] direction,
with exposure of (0 0 8). The as-prepared H2V3O8 nanowires
are employed to fabricate the single nanowire electrochemical
devices. As shown in the optical image and schematic (Figure
1), the device contains one H2V3O8 nanowire as the cathode
and one highly oriented pyrolytic graphite (HOPG) ﬂake as the
anode, and no other materials (such as binders or conductive

Figure 1. Structure of single nanowire electrode devices with
multicontacts design and liquid organic electrolyte. (a) The optical
image of the device. The device is sealed by a polydimethylsiloxane
(PDMS) stamp with microchannels, in which the liquid electrolyte was
injected to fully immerse the electrodes in an argon-ﬁlled glovebox, to
ensure no exposing to air. (b) The overview of the device. Four metal
contacts are integrated on one nanowire, and the liquid electrolyte is
sealed into a PDMS stamp with microchannel.
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Figure 2. Single nanowire device with the ﬁrst conﬁguration. (a) The ﬁrst conﬁguration, in which the nanowire is fully immersed in the electrolyte.
(b) The dark ﬁeld optical microscopic image of the nanowire electrode. (c) The ion transport model for the ﬁrst conﬁguration. The V3O8 layer
consisting of VO6 octahedra and VO5 distorted trigonal bipyramids interconnected with each other. The V atoms are pink, and O atoms are red. The
ion can transport through b or c axis. (d−f) I−V curves of section 1−2, 2−3, and 3−4 before and after the electrochemical process, respectively. (g)
SEM image of the H2V3O8 nanowire before the reaction. (h, i) SEM images of section 1−2 and 2−3 after the reaction.

Figure 3. Single nanowire device with the second conﬁguration. (a) The second conﬁguration, in which the nanowire is covered by a passivation
layer with only one exposed end. (b) The SEM image of the device with the second conﬁguration. Only one end of the nanowire is exposed in the
electrolyte (inset). (c) The ion transport model for the second conﬁguration. The ions can only transport through the a axis of the H2V3O8
nanowire. (d−f) I−V curves of section 1−2, 2−3, and 3−4 before and after the electrochemical processes for Li ions, respectively. (g−i) I−V curves
of section 1−2, 2−3, and 3−4 before and after the electrochemical processes for Na ions, respectively.

the electrolyte in this conﬁguration, in which the reaction
region of nanowire mainly depends on the electron transport.
The results indicate that the Li ions choose the shortest
pathway along the radial direction to intercalate into the

nanowire structure. The longer distance from the electron
source makes the electron transport much more diﬃcult, thus
the section 2−3 and 3−4 are much less involved in the reaction.
Moreover, the scanning electron microscopy (SEM) images
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Figure 4. Schematic illustration and conductivity retentions of three sections after reation with Li and Na ions. (a, b) Schematic illustration of the Li
and Na ions intercalation with two diﬀerent device conﬁgurations. The red region of the nanowires represents the structure and conductivity
degradation during intercalation. (c) The conductivity retentions of sections 1−2, 2−3, and 3−4 after intercalation/deintercalation with Li and Na
ions for conﬁguration 1, respectively. (d) The conductivity retentions of sections 1−2, 2−3, and 3−4 after intercalation/deintercalation with Li and
Na ions for conﬁguration 2, respectively.

the electrolyte (typical SEM image in Figure 3b and optical
image in Figure S6). The ions can only intercalate into the
covered part of nanowire from the exposed end along the a axis
direction (Figure 3a,c). With the purpose of getting detailed
information, I−V curves of three sections were recorded
separately at the initial stage, after the ions intercalation, and
after the ions deintercalation, respectively. Same as conﬁguration 1, contact 1 is also used for the CV test. At the initial
stage, all the sections of the nanowire show uniform and high
conductivity. After Li ions intercalation, the conductivity
decreases of section 1−2, 2−3, and 3−4 are 3.5%, 5.6%, and
11.6%, respectively (Figure 3d−f). The values after Li ions
deintercalation are 12.7%, 19.2%, and 38.2%, respectively.
Noticeably, the further the distance from the electrochemical
contact point is, the more the conductance decreases,
corresponding to the more severe structural degradation of
the nanowire. As predicted, the result of this conﬁguration is
totally diﬀerent from the ﬁrst one. For any part of the nanowire,
the electrochemical process could only react when the electrons
and ion are both available. Under this condition, Li ions and
electrons can only proceed into the nanowire from opposite
ends. This combination forces them to transport along the axial
direction. Electrons have a much higher migration rate in the
nanowire, so the reaction region is mainly limited by the Li ions
due to their relatively low mobility. The conductance of the
nanowire did not show dramatic and reversible change after the
Li ions intercalate and deintercalate as our previous work,18
which may result from the diﬀerent electrode/electrolyte
interface properties in liquid organic electrolyte and the
diﬀerent electrochemical driving forces. Similar phenomena
are found when the charge carriers are Na ions, thus giving a
clue that both ions share the similar electrochemical reaction
mechanism in layered electrodes. The conductivity decreases
after the Na ions intercalate in section 1−2, 2−3, and 3−4 are
12.6%, 13.1%, and 38.5%, respectively (Figure 3g−i). The

after the reaction were collected to provide further evidence.
Before the reaction, the nanowires have smooth surface without
any other impurities (Figure 2g). After the intercalation and
deintercalation of Li ions, The LiF is observed at both section
1−2 and section 2−3 of the nanowire. Section 1−2 of the
nanowire cracks because of the deep intercalation and
deintercalation of Li ions, while section 2−3 still maintains its
initial smooth surface (Figure 2h,i). This result further proves
that the electrochemical process mainly occurred in section 1−
2 where the nanowire is severely damaged. In our previous
report, the Raman mapping of single nanowire electrode was
employed to in situ observe the structural change during the
electrochemical reaction, which also conﬁrms that the
conductance decrease is caused by the structural degradation.18
The device with the ﬁrst conﬁguration for Na ions gives a
similar result as Li ions (Figure S5), manifesting that they have
similar transport behavior in the layered structure of vanadium
oxide.
The ultimate goal of the single nanowire electrochemical
device research is to provide guidance to electrode design and
modiﬁcation for better batteries. For instance, the conﬁguration
discussed above may give some insight for the nanowire array
electrode design, such as the silicon nanowire array on a
conductive substrate,32 in which the electrons can only
transport into the nanowires from the end attached to the
substrate, while the Li ions are available for the entire nanowire
surface. From this single nanowire device study, researchers
should consider the suitable length of the nanowire arrays, as
the part further away from the attached end is harder to involve
in the electrochemical reaction if the nanowire is too long.
Furthermore, high conductivity of the nanowire may also have a
positive eﬀect to take full advantage of the nanowire electrode.
In order to further compare the transport properties of Li
and Na ions, the second conﬁguration is designed to conﬁne
the pathway of ions and electrons, in which the nanowire is
covered by a passivation layer with only one end immersed in
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from opposite ends along the axial direction, where the reaction
region is mainly limited by the ions due to their relatively low
mobility than electrons. For both conﬁgurations, similar
phenomena are observed when the charge carriers are Li and
Na ions, indicating that they share similar electrochemical
reaction mechanisms in layered electrodes. However, the crystal
structure degradation by Na ions is more severe than that of Li
ions during the electrochemical processes, which mainly results
from the much larger volume of Na ions and the greater energy
barrier encountered by the limited interlayer space. Single
nanowire electrochemical devices will act as a unique platform
to push the fundamental and practical research of nanowire
electrode materials for energy storage applications.

values after the Na ions deintercalate are 40.2%, 42.6%, and
99.2%, respectively.
The schematic illustration and conductivity retentions of
section 1−2, 2−3, and 3−4 after reacting with Li and Na ions
are further compared. As demonstrated above, the ions mainly
inserted into the nanowire around contact 1 for the ﬁrst
conﬁguration (Figure 4a). For the conﬁguration 2, the ions can
only move into the nanowire from opposite ends, which lead to
the degeneration of conductivity (Figure 4b). Noticeably, the
conductance decrease when Na ions intercalate is more severe
than that of Li ions in the second conﬁguration (Figure 4d).
This indicates that the destruction degree of Na ions is more
severe than that of Li ions during the electrochemical processes.
As for the layered structure of H2V3O8 nanowire, Li or Na ions
mainly transport through the spaces between the stacked layers
along the a axis, with a d spacing of 8.46 Å (see the crystal
structure in Figure S7). For this certain size, it is more diﬃcult
for Na ions to transport, as a Na ion is 372% larger in volume
than Li ion (RLi = 59 pm, RNa = 99 pm).33 When the Na ions
are electrochemically driven into the layers, they would
encounter greater energy barrier , and the crystal structure is
destroyed after the intercalation and deintercalation processes.
This is not favorable for the cycling performance of
rechargeable batteries. Interestingly, the phenomenon observed
in conﬁguration 1 is diﬀerent from that in conﬁguration 2. The
conductivity decrease when Li ions intercalate is larger than
that of Na ions in sections 2−3 and 3−4 (Figure 4c). That is
due to the fact that the diﬀusion of Li ions is much faster than
that of Na ions during the electrochemical processes. It is really
hard for Na ions to diﬀuse to other sections from section 1−2
with such a conﬁnement, as in conﬁguration 2. To further
conﬁrm the point mentioned above, conventional coin batteries
were assembled using H2V3O8 nanowires as cathode active
materials, for both Li and Na ions as charge carriers.34 The
initial speciﬁc discharge capacities of lithium and sodium
batteries are 180 and 64 mAh/g, respectively (Figure S8).
Meanwhile, the capacitance retention of sodium battery is only
70% after 60 cycles with the relative low Coulombic eﬃciencies
around 92%, both of which are much lower than those of
lithium battery (the capacity retention of 90% after 60 cycles
and Coulombic eﬃciencies around 99%). The lower capacity
and poorer cycling performance of vanadium oxide nanowires
as a sodium battery cathode is consistent with the single
nanowire devices study. With larger volume, sodium ions will
encounter a higher ionization potential than Li ions
intercalating into the same layered structure of vanadium
oxide.36,37 The intercalation and deintercalation of Na ions into
the limited interlayer space leads to the crystalline structure
change, which is accompanied by the electronic conductivity
decrease and capacity loss.5,18
In summary, single nanowire electrochemical devices with
organic liquid electrolyte are designed to investigate the Li and
Na ion transport behavior, respectively. Two diﬀerent
conﬁgurations, one with the nanowire fully immersed in the
electrolyte and the other with only a fraction of nanowire left
exposed in electrolyte, are proposed to give diﬀerent conﬁnement for ions and electrons during the electrochemical
processes. When the nanowire is fully immersed in the
electrolyte, it is found that the ions would choose the shortest
pathway along the radial direction to intercalate into the
nanowire structure. For the second conﬁguration in which the
nanowire is covered by a passivation layer with only one
exposed end, ions and electrons transport into the nanowire
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