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State-of-the-art molecular electronics focus on the measurement of electrical properties of materials at the single-molecule level.
Experimentally, molecular electronics face two primary challenges. One challenge is the reliable construction of single-molecule
junctions, and the second challenge is the arbitrary modulation of electron transport through these junctions. Over the past
decades, electrochemistry has been widely adopted to meet these challenges, leading to a wealth of novel findings. This review
starts from the application of electrochemical methods to the fabrication of nanogaps, which is an essential platform for the
construction of single-molecule junctions. The utilization of electrochemistry for the modification of molecular junctions,
including terminal groups and structural backbones, is introduced, and finally, recent progress in the electrochemical modulation
of single-molecule electron transport is reviewed.
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1 Introduction

Molecular electronics represent the expansion of micro-
electronics to the molecular level, with the goal of using
individual atoms, molecules, clusters, and supramolecules to
construct functional devices [1–3]. In recent years, a number
of molecular devices have been demonstrated as alternatives
to silicon-based devices, including switches [4,5], rectifiers
[6,7], sensors [8,9], and molecular transistors [10,11]. The
concept of molecular electronics was first introduced in
1974, when Aviram et al. [12] found that a single molecule
consisting of electron-accepting and electron-donating
groups could behave as a rectifier. Subsequently, numerous
researchers have pursued molecular electronics, leading to
rapid growth in both theoretical approaches and experi-

mental techniques. The latter can be achieved via two ap-
proaches. The first approach includes the development of
new methods for building molecular junctions [13,14], such
as scanning tunneling microscopy break junctions (STM-
BJs) [15,16], mechanically controllable break junctions
(MCBJs) [17–19], conducting probe atomic force micro-
scopy [20,21], on-wire lithography [22,23], electromigration
[24,25], and oxidative lithography [9,26]. The second ap-
proach is based on investigations of the response of mole-
cular junctions under an environmental stimulus such as a
magnetic field [27,28], electrical field [29,30], illumination
[31,32], or temperature change [33,34].
Electrochemistry is a well-established discipline that has

been developed over the past centuries and has shed light on
molecular electronics over the past two decades. For the
construction of molecular junctions, several methods have
been developed on the basis of electrochemistry, including
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electrochemical STM-BJs [35], electrochemical MCBJs
[36], and electrochemical deposition junctions [37]. These
methods have led to a number of exciting discoveries re-
garding charge transport in a single molecule.
In this review, we focus on the role of electrochemistry in

the construction and modulation of single-molecule junc-
tions. Because a nanogap is generally considered as the
precursor for a molecular junction, we initially introduce two
break junction methods that have been extensively utilized
for fabricating this structure. We report on several ap-
proaches developed for the combination of break junctions
and electrochemical methods. In the second section, we re-
view recent progress achieved via electrochemistry in the
modulation of single-molecule charge transport. We in-
troduce three methods, including the modification of term-
inal groups, redox state shifting, and transport level shifting.
Finally, prospects for future work are discussed.

2 Application of electrochemistry in the con-
struction of molecular junctions

In molecular electronics, a single-molecule junction is an
essential prototype; thus, the preparation of nanogaps was
the first step toward single-molecule junctions. Since the
early 1990s, various tools, including break junctions and
electrochemical methods, have been developed for the fab-
rication of nanogaps. In this section, we describe these in-
dividual methods and then review the combination of break
junctions and electrochemical methods.

2.1 Application of break junctions and electro-
chemistry in nanogap fabrication

Break junction techniques have been extensively employed
in single-molecule electronics. Although it was predicted
that individual molecules and atoms would have promising
electrical properties during the time of R. Feynman, it was
the development of nanogap fabrication that finally con-
firmed these expectations. If a nanogap between two elec-
trodes can be scaled to the size of a molecule, it is then
simple to construct an electrode-molecule-electrode junc-
tion, and the electrical properties of the target molecule can
be measured (Figure 1(a)). For the construction of a nanogap,
the major advantage of a break junction lies in the fine tuning
of the nanometer-sized separation. This feature is crucial
because even with the best instruments for electron beam
lithography (EBL), it is difficult to fabricate a gap with a
distribution on the scale of 1–10 nm [38,39]. The break
junction method is based on the fact that at some time point
during the dynamic opening and closing of a gap over
thousands of cycles, the gap size will be comparable with the
size of the target molecule. At this point, the target molecule

can be captured and measured if the electrical apparatus have
a sufficient sampling rate.
Among various break junction methods, STM-BJs and

MCBJs are the most common. As early as the 1990s, Muller
et al. [40] usedMCBJs to fabricate and measure the electrical
properties of metallic atomic point contacts. In 1997, Reed et
al. [19] published the first report on the extension of MCBJs
to the electrical measurement of single molecules. The ar-
chitecture of an MCBJ consists of three components (Figure
1(b)): an elastic substrate with two configured electrodes,
two stationary rods (counter support), and a pushing rod
controlled by a stepper motor and/or a piezoelectric trans-
ducer. By controlling the movement of the pushing rod, an
adjustable nanometer-sized gap can be created between the
two electrodes to accommodate a single molecule.
For STM-BJs, the control modules consist of a piezo-

electric transducer placed on the STM tip. In the operation of
an STM-BJ, the tip is first driven toward the substrate until it
contacts the substrate. Then, the tip is pulled out of contact
with the substrate, and a nanogap is established (Figure 1(c)).
In 2003, Xu et al. [15] introduced the use of statistics to
break junction methods. These researchers employed an
STM-BJ to perform conductance measurements of a single-
molecule junction by repeatedly opening and closing the
nanogap over thousands of cycles within a short duration,
during which the molecules were wired between the STM tip
and substrate numerous times. With this strategy, the authors
collected a large number of conductance traces for the target
molecule. These traces were utilized to construct statistical
conductance histograms, enabling the authors to identify the
most probable value for single-molecule conductance.
Despite the success of break junction methods in the fab-

rication of nanogaps and atomic point contacts, issues arose
in the extension of this method to molecular junctions. For
nanogaps fabricated by break junction techniques, the life-
times are so short, i.e., several milliseconds, so the as-
fabricated nanogaps are not suitable for long-time char-

Figure 1 Schematic of (a) a target molecule assembled within a nanogap,
(b) an MCBJ, (c) an STM-BJ, and (d) electrodeposition for the fabrication
of a nanogap (color online).
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acterization or device application. To construct nanogaps
with a longer lifetime, electrochemistry provides an alter-
native strategy. Benefiting from high sensitivity, electro-
chemical methods can be applied to construct nanogaps.
Because the nanogap is fabricated by a non-mechanical
method differing from the break junction methods, it is more
stable, enabling more studies on metallic contacts and mo-
lecular junctions at both the single-atom and single-molecule
level (Figure 1(d)).
In 1998, Li et al. [37] reported the construction of atomic

point contacts by combining a modified STM with electro-
deposition (Figure 2(a)). The system was constructed using a
non-mechanical technique, in which both the tip and the
substrate were placed in a solution containing metallic ca-
tions. Briefly, the authors first controlled the STM tip to be
10–150 nm from the substrate, and the tip potential was
maintained at the Nernst equilibrium potential of the cations.
Second, a slightly more positive potential was applied to the
substrate. This potential caused the metallic cations to be
deposited on the substrate, resulting in a connection, as in-
dicated by the sharp increase in the monitored current traces.
As the potential was adjusted, the atoms dissolved into the
solution, resulting in a narrow constriction for the study of
conductance quantization.
To generate nanogaps with greater stability, a feedback

system was applied to this combined method [41]. First, the
authors used EBL to fabricate pairs of Au electrodes with a
gap width of 20–60 nm. Then, cations were deposited on the
gap between the two electrodes to reduce the width of the gap
(Figure 2(b)). Because the gap width was less than 1 nm, the
relationship between the tunneling current and the gap width
followed It~exp(−ks), where s is the gap width, It is the
tunneling current through the electrodes, and k is a constant
with a value of 0.98±0.12 A−1. This equation indicates that
the tunneling current is sensitive to the gap size; therefore,
the monitored tunneling current can be applied in a feedback
system to fabricate a nanogap with atomic precision (Figure
2(c)). Furthermore, the processes of deposition and etching
are switchable and reversible (Figure 2(d)). By adjusting the
electrochemical potential, the researchers were able to con-
trol the alternation between deposition and etching to fabri-
cate nanogaps with a high precision.
The chips constructed by these electrochemistry-based

methods can easily be extended for the study of molecular
junctions. Li et al. [42] added a 2,2′-bipyridine (22BPY)
molecules to the chip and found that the conductance of the
metal nanowire changed from 1 G0 to 0.5 G0 (Figure 3(a, b)).
The authors then applied this method to study the electrical
transport properties of individual polyaniline polymers [43]
(Figure 3(c)). They demonstrated that by regulating the po-
tential, the polyaniline could be continuously switched be-
tween two states, demonstrating its potential for application
as a molecular switch (Figure 3(d)).

Compared with break junction methods, electrochemical
methods can be applied fabricate highly stable nanogaps due
to their non-dynamic principles and are more compatible
with other characterization techniques such as Raman
spectroscopy. Moreover, the as-fabricated nanogaps are
more similar to practical devices than those produced by
break junction techniques. However, two major challenges
remain for electrochemical methods: the low success rate in
the construction of molecular junctions and the uncertainty
in the number of molecules that contribute to the measured
electrical signals. These issues hinder the measurement of
single-molecule transport by the use of electrochemical
methods alone.
For practical applications in industry, micro-/nano-fabri-

Figure 2 Fabrication schematic of a nanogap based on the combination
of electrodeposition and (a) STM [37] and (b) EBL methods; (c) evolution
of the tunneling current as a function of the gap width; (d) reversibility of
the deposition and etching processes [41].

Figure 3 (a) Schematic of the construction of stable Cu nanowires for
sensing molecules; (b) one thousand measurements of the conductance of
Cu nanowires with the adsorption of 22BPY [42]; (c) schematic of the
formation of a polyaniline nanojunction; (d) switching between a con-
ducting state and an insulating state by potential regulation [43].

1335Wang et al. Sci China Chem October (2019) Vol.62 No.10



cation techniques enable alternative strategies. These tech-
niques have led to various promising devices such as mole-
cular transistors [10,44] and molecular switches [5].
Recently, Gabriel et al. [45] combined nano-fabrication and
self-assembled monolayer techniques to construct an array of
molecular monolayer devices, which provides a route to the
large-scale construction of molecular devices.

2.2 Application of electrochemical STM-BJs in the
construction of molecular junctions

In 2005, Murakoshi et al. [46] developed a modified elec-
trochemical STM technique, which combined conventional
STM with electrodeposition. Figure 4(a) illustrates the
working principle of this technique. Four electrodes are
fabricated in an electrochemical cell, i.e., a reference elec-
trode, a counter electrode, and two working electrodes (WE1
and WE2) composed of Au. With this electrode configura-
tion, the deposition of metal cations (M) can be launched on
both the tip and the substrate. Similar to the conventional
STM-BJ technique, by moving the tip in and out of contact
with the substrate, a nanoconstriction is created between the
substrate and the tip. Using this technique, the researchers
measured the electrical conductance of Ni atomic point
contacts for different pH values and electrochemical poten-
tials, as shown in Figure 4(b–d) [46]. They found that the
electrochemical potential influences the conductance quan-
tization and that hydrogen can help stabilize the Ni atomic
point contact.
With this technique, the electrical conductances of various

metals have been measured, including Cu [48], Pd [49], Rh
[50], and Fe [51]. This technique has also been used to
construct molecular junctions and measure their transport
properties. As shown in Figure 4(e), Wang et al. [47] mea-
sured the conductance of succinic acid when it was wired
between a Cu electrode pair and a Pd electrode pair. The
authors found that the conductances of the Cu–(succinic
acid)–Cu junction and Pd–(succinic acid)–Pd junction are 19
and 23 nS, respectively, which are consistent with mea-
surements obtained by other techniques (Figure 4(f, g)).
However, it is difficult to extend this modified electro-

chemical STM technique to all types of metal materials. For
both this technique and the traditional STM-BJ method, the
tip and substrate are composed of the same metal materials.
Both methods rely on the idea that an atomic point contact
can be produced by crashing the tip into the substrate.
However, this process depends on the ductility of the metal
material, and some metals, such as Pd and Fe, do not exhibit
atomic point contacts after such a crash. To overcome these
problems, Zhou et al. [35] proposed a new approach termed
the electrochemical jump-to-contact STM-BJ (ECSTM-BJ).
Figure 5(a) illustrates the working principle of the ECSTM-
BJ. The tip and substrate were prepared from the same metal

(M1), whereas the cation in solution is a different metal
(M2). During typical operation of the ECSTM-BJ, the
electrochemical potentials of the tip and substrate are
modulated to ensure that deposition occurs only on the tip. A
short voltage pulse is applied to the piezoelectric transducer
in the control system, driving the tip toward the substrate.
When the distance between the tip and substrate is suffi-
ciently small, a jump-to-contact process occurs, in which
some M2 atoms are transferred from the tip to the substrate,
thus establishing a connection between the tip and substrate.
At this point, the increased current through the tip and sub-
strate triggers the feedback system. The tip is then moved
upward to elongate the metal bridge, eventually resulting in
atomic point contacts. By sequentially repeating the jump-to-

Figure 4 (a) Schematic of the modified electrochemical STM setup;
conductance histograms of Ni nanoconstrictions for (b) −800 mV, pH 3.7,
(c) −900 mV, pH 3.7, and (d) −800 mV, pH 2.3 [46]; (e) schematic of a
modified electrochemical STM for the construction of single-molecule
junctions; one-dimensional conductance histogram of (f) Cu–(succinic
acid)–Cu and (g) Pd–(succinic acid)–Pd [47] (color online).
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contact and pulling processes thousands of times, a large
number of conductance traces can be recorded to obtain
statistical results (Figure 5(a)). By employing the ECSTM-
BJ technique, the quantized conductance of various metals
(Cu, Pd, and Fe) has been investigated, as shown in Figure 5
(b–d). It should be noted that for Pd and Fe, conductance
measurements are difficult to perform using the traditional
STM-BJ approach.
ECSTM-BJ has also been used to construct single-mole-

cule junctions. Zhou et al. [52] investigated the charge
transport through succinic acid with different metallic elec-
trodes (Cu, Ag, and Au). For Ag and Cu metallic electrodes,
the conductance values of the molecular junctions were 13.2
and 18.2 nS (Figure 5(e, f)), respectively, whereas a value of
5.6 nS was observed for Au electrodes (Figure 5(g)). This
finding indicates that the interaction between the probe
molecule and the metal follows the order of Cu>Au>Ag. In
2014, Wang et al. [47] used an ECSTM-BJ to measure the
conductance of HOOC–(CH2)n–COOH (n=1–5) bound to
different metals. The authors found that compared with Cu
and Ag, Pd can enhance the charge transport through a
molecular junction.

2.3 Application of electrochemical MCBJs in the con-
struction of molecular junctions

Compared with STM-BJs, MCBJs exhibit greater mechan-
ical stability and are easier to modify [17]. Numerous
methods have been developed to fabricate MCBJ chips, such

as EBL [53] and the notched-wire method. Chips fabricated
by EBL can generate more stable and adjustable gaps, but
this method is more expensive and time-consuming. The
notched-wire method is convenient and rapid; however, the
reduction ratio of the as-fabricated chip is usually two orders
of magnitude smaller than that of a chip fabricated by EBL.
Electrochemistry provides a new strategy to bridge the gap
between the EBL and notched-wire methods. Li et al. [36]
demonstrated a combined MCBJ and electrochemical de-
position/etching method (electrochemical MCBJ) to study
electrical transport through atomic point contacts and single
molecules. The chip used in their experiments was fabricated
in four steps. First, the researchers used photolithography to
fabricate two Au electrodes separated by a ~1 μm gap on a Si
substrate. Second, to reduce the ionic leakage current, a
Si3N4 layer was deposited onto the Au electrodes as an in-
sulation layer, leaving only a small amount of gold exposed.
Third, the authors etched a groove into the Si beneath the
gold electrodes to fabricate suspended electrodes. Finally,
the gap between the electrodes was reduced by depositing Au
onto the electrodes, and an atomic point contact was formed.
The authors used the pushing rod of the MCBJ to adjust the
gap of the chip and measured the electrical conductance of a
Ni atomic point contact and a 4,4′-bipyridine molecular
junction. This method is inexpensive and convenient for
fabricating nanogaps. However, the etching of the Si sub-
strate renders the system more fragile, which reduced the
repeatability of sequential MCBJ operations.
To obtain a suspended electrode configuration without

etching the Si substrate, Yang et al. [54] introduced a sa-
crificial layer to the electrochemical MCBJ system. The re-
searchers fabricated a thin film on the Si substrate to serve as
a sacrificial layer, such as a thermal oxidation SiO2 layer or
polyimide (PI) layer. The sacrificial layer was then removed
by an etching technique. Specifically, wet-etching was ap-
plied for the thermal oxidation SiO2 layer, and dry-etching
was performed for the PI layer. With this modification, they
found that the success rate of the subsequent MCBJ opera-
tion was improved. In 2010, Tian et al. [55] applied this
improved electrochemical MCBJ method to fabricate and
adjust a nanogap and to measure current-voltage (I-V) curves
of an Au/BDT/Au junction, where BDT represents benzene-
1,4-dithiol. In 2011, Yang et al. [56] further optimized the
micro-fabrication process and demonstrated that by moving
the notched structure from the Si substrate to the sacrificial
layer above it, MCBJ operation could be performed over
thousands of cycles. The authors termed this improved
electrochemical MCBJ method as EC-MCBJ. The layer ar-
rangement for the EC-MCBJ chip is shown in Figure 6(a), as
well as the fabrication process, and the corresponding
scanning electron microscope (SEM) characterization is gi-
ven in Figure 6(b, c). Using this method, the authors in-
vestigated the influences of stretching speed, breakdown-

Figure 5 (a) Schematic of the use of ECSTM-BJ to construct an atomic
point contact and a single-molecule junction [52]; conductance histograms
of (b) Cu, (c) Pd, and (d) Fe (the insets present typical conductance traces)
[35]; conductance histograms of single-molecule junctions of succinic acid
wired between (e) Ag, (f) Cu and (g) Au electrode pairs [52] (color online).
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formation cycles, and degree of contact in the process of
fabricating Au atomic point contacts. They found that re-
ducing the stretching speed and degree of contact increases
the probability for the formation of an atomic point contact.
To demonstrate the feasibility of the EC-MCBJ method in

studying molecular junctions, as illustrated in Figure 7(a),
Yang et al. [57] extended the EC-MCBJ to the construction
of BDT and 4,4′-bipyridine (BPY) single-molecule junc-
tions. The researchers measured the conductance for these
two probe molecules by measuring the I-V curves and con-
ductance histograms, and the results agreed with previously
reported values obtained by traditional STM-BJ and MCBJ
methods. To further verify the capability of this method for
complex systems, Wen et al. [58] applied an EC-MCBJ to
measure the conductance of three 1,3-butadiyne-linked bi-
nuclear ruthenium(II) organometallic wires, as shown in
Figure 7(b). The authors found that these molecules ex-
hibited a higher conductance than oligo(phenylene-ethyny-
lene) compounds [5] of similar length and attributed this
enhanced charge transport to the level alignment induced by
the implantation of Ru atoms.
Furthermore, Yang et al. [59] adopted the EC-MCBJ

method to study the microscopic evolution of a molecular
junction as the two electrodes approached each other. The
authors designed three molecules with varying rigidities to
serve as probe molecules and monitored the evolution of
their I-V curves as the nanogap was gradually closed. Un-
expected I-V curves were observed in the presence of a fer-
rocene-bisvinylphenylmethyl dithiol and 1,3-butadiyne-
linked dinuclear ruthenium(II) complex (Ru-1). On the basis
of Kolb’s jump-to-contact theory [60], the authors attributed
the abnormal I-V curves to the response of the atomic contact
under the stimulation of an electrical field (Figure 7(c)). EC-
MCBJs have also been extended to the study of weak in-
tramolecular interactions, such as π-π stacking. In 2016,
Zheng et al. [61] measured I-V curves for a series of OPEs
using the EC-MCBJ method. For the single-molecule con-

ductance of OPEs, they observed that the values extracted
from conductance histograms differed from those of mea-
sured I-V curves. From a detailed survey on the experimental
protocols of histogram construction and I-V curve mea-
surement, they demonstrated that different molecular con-
figurations are established when using these two protocols.
The difference arises because the protocol for I-V curve
measurement relies on the closing process of the nanogap,
whereas that of conductance histogram construction relies on
the breaking process of the nanogap. As a result, in the I-V
curve measurement, the π-π stacked OPE dimer contributes
to the charge transport; meanwhile, in conductance histo-
gram construction, the single-molecule OPE junction pro-
vides this contribution (Figure 7(d)).
These work unambiguously demonstrated that the EC-

MCBJ method is reliable for constructing single-molecule
junctions and for investigating charge transport at the single-
molecule scale.

3 Transport modulation of molecular junctions
by the electrochemical approach

Electrochemical methods are effective for constructing mo-
lecular junctions. In addition, these methods can also be
applied to regulate the properties of electric transport at the
single-molecule scale. On the basis of the working principle,
the methods for electrochemical regulation of single-mole-
cule transport can be divided into three classes: (1) mod-
ifying the terminal groups of molecules to enhance their
coupling with the electrodes; (2) changing the molecular
states between oxidation and reduction states; and (3) ad-

Figure 6 (a) Layer arrangement and fabrication process of the EC-MCBJ
chip [55]; SEM images of the electrode pair in a typical EC-MCBJ chip
from (b) top and (c) side views [56] (color online).

Figure 7 Application of an EC-MCBJ (a) to measure the single-molecule
conductance of BDT and BPY [57] and (b) three 1,3-butadiyne-linked
binuclear ruthenium(II) organometallic wires [58], (c) to study the micro-
scopic evolution of a molecular junction as the electrodes approach each
other in the presence of different molecules [59], and (d) to investigate
charge transport through weak intramolecular interactions [61] (color on-
line).
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justing the transport level of the electrodes and/or the probe
molecule. In this section, we describe the progress achieved
in this field.

3.1 Transport modulation of molecular junctions by
modifying molecule terminal groups

The metal-molecule interface plays a crucial role in the
electrical transport properties of molecular devices [62–64].
Numerous studies have been reported on the relationship
between charge transport and anchoring groups such as thiol
[58,65], amino (–NH2) [66], pyridine [67], and methyl-thiol
(–SCH3) [68]. In the large family of metal-molecule inter-
actions in single-molecule electronics, the Au–C bond is
distinct because a molecular junction is formed by a direct
covalent bond. Compared with other interactions, the direct
Au–C covalent bond gives rise to enhanced charge transport.
In the early stages of single-molecule electronics, various
precursors were identified for the construction of direct
Au–C bonds, such as trimethyltin terminal groups [69,70]
and trimethyl silyl groups [71,72]. These methods are effi-
cient and reproducible; however, they do not allow in situ
control of the formation and capture of molecular junctions.
Electrochemistry provides a new strategy to solve this

problem. Electrochemistry can be applied to trigger dynamic
chemical reactions in the anchoring groups, thus establishing
more stable single-molecule junctions with in situ control. In
2013, Hines et al. [73] reported the first application of this
electrochemical cleaving method to construct molecule
junctions, as shown in Figure 8(a). The probe molecule in
their work was a biphenyl compound with terminating
groups of diazonium. With in situ control of the electro-
chemical potential, the terminal groups were broken off and
the molecules bound to gold atoms. The cleavage process
was confirmed by cyclic voltammetry. As shown in the inset
of Figure 8(a), for the first cycle, an obvious reduction peak
occurred near −650 mV, indicating that the diazonium
groups were reduced. Moreover, no oxidation peak was
found in the measured curve. The authors then used an STM-
BJ to measure the conductance of the as-fabricated mole-
cules under different electrochemical potentials. When the
potential was controlled between 0 and −200 mV, no peaks
were observed in the conductance histograms, implying that
the reaction did not occur under these conditions. In contrast,
when the potential was between −300 and −600 mV, a dis-
tinct peak appeared at ~2.3×10−3 G0, indicating that the dia-
zonium linker group had been reduced and cleaved off and
that a stable Au–C bond had been established (Figure 8(b)).
Amine is one of the most widely used anchoring groups in

the construction of molecular junctions. Recently, Zang et al.
[74] measured the conductance of a series of oligophenyle-
nediamines as varying biases were applied to the tip. The
authors found that the conductance changed substantially

compared with that obtained at a fixed bias. Only one peak
(labeled as Low-G) was observed in the one-dimensional
(1D) conductance histogram at a bias potential of 90 mV,
which was attributed to a configuration in which the p-qua-
terphenylene-4,4‴-diamine (P4) molecule bound to gold
atoms via two dative Au←N interactions. When a 540 mV
bias was applied, another peak (labeled as High-G) emerged
in the 1D conductance histogram in the high-conductance
region. As the bias increased to 720 mV, an even higher
conductance peak (Ultra-High-G) appeared (Figure 8(c)).
These peaks indicate that the molecular junction was
switchable in different conductance states. On the basis of
theoretical calculations, the researchers attributed the High-
G and Ultra-High-G peaks to the replacement of Au←N
bonds by a new type of Au–N bond (Figure 8(d)). The in situ
electrochemical reaction of the dative Au–N bond to a new
type of Au–N bond can reduce the bond length and
strengthen the coupling between the molecule and electro-
des. The authors also constructed an N-heterocyclic carbene
(NHC) molecular junction by modifying the anchoring group
via an electrochemical approach [75]. Because of the in-

Figure 8 (a) Schematic of the electrochemical cleavage of the terminal
groups of probe molecules. Inset: two successive cyclic voltammetry
characterizations. (b) One-dimensional (1D) conductance histograms
measured at different potentials [73]. (c) 1D conductance histograms of P4
at different potentials. (d) Formation of a new type of Au–N bond oxidation
of a dative Au←N bond [74]. (e) Electrochemical reaction of a metal NHC
complex to form a molecule-electrode contact. (f) 1D conductance histo-
grams of NHC1-CuCl, NHC1-AgCl, and NHC1-AuCl [77] (color online).
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stability of the free carbenes, as well as their weak interaction
with gold, it is difficult to measure the charge transport
through the carbene molecular junction. In this work, the
researchers adopted a novel strategy to form an NHC-elec-
trode contact. First, a series of metal chloride complexes
(MCl, M=Au, Ag, Cu) was coordinated at one end of ben-
zannulated NHC (labeling the metal NHC complex as
NHC1-MCl, M=Au, Ag, Cu). Then, the MCl was electro-
chemically reduced to M upon the application of a negative
potential, resulting in NHC-electrode contacts (Figure 8(e)).
With this experimental protocol, the authors measured the
conductance of NHC1-MCl and found that for different
metal materials, the charge transport followed the order of
Au>Ag>Cu (Figure 8(f)).

3.2 Transport modulation of molecular junctions by
changing the molecule redox state

Different structures have different influences on the elec-
trical transport properties of molecular junctions. Electro-
chemistry can change the redox state of molecules, resulting
in transport modulation of the electrical transport through the
molecule.
In 2003, using a current-distance [I(s); s=relative tip

−sample distance] scanning method, Haiss et al. [76] studied
the evolution of a single-molecule junction while altering its
redox state via an electrochemical approach. The probe
molecule used in this work was 6-[1′-(6-mercapto-hexyl)-
[4,4′] bipyridinium]-hexane-1-thiol iodide (Figure 9(a)) [77],
denoted as 6V6. A redox group is located in the middle of the
backbone of 6V6, and the molecule is stable in both redox
states. When the researchers applied a bias, they found that
the conductance of 6V6 increased with decreasing bias in the
region of 0.2 to −0.6 V (Figure 9(b)) [76]. They attributed the
conductance increase to the reduction of the bipyridinium
moiety (V) at negative potentials (V2++e−→V+). In 2007, the
authors further measured the conductance of 6V6 and ob-
tained a complete curve for the conductance evolution of
6V6 as a function of potential (Figure 9(c, d)) [78]. Various
redox-active molecular systems have been studied, such as
ferrocene [79,80], transition metal complexes [81,82], tet-
rathiafulvalene [83,84], quinones [85], and proteins [86]. In
these studies, the solvent, either an aqueous electrolyte or
ionic liquid, provides an environment for the regulation of
electrical transport through a single molecule. As a solvent,
ionic liquids can provide a wider potential window than
distilled water [77]. In 2012, Kay et al. [87] used STM-BJs to
measure the conductance of pyrrolo-tetrathiafulvalene
(pTTF) in an ionic liquid of 1-butyl-3-methylimidazolium
trifluoromethanesulfonate (BMIOTf). It was demonstrated
that only one redox state of pTTF could be investigated in
aqueous electrolytes, whereas in ionic liquid electrolytes,
three redox states of pTTF could be studied (Figure 9(e)). As

the electrochemical potential was swept from −0.6 to 0.5 V,
the single-molecule conductance was observed, exhibiting
two peaks at −0.6–−0.15 V and −0.15–0.5 V (Figure 9(f))
[77]. The authors attributed the peaks to the switching of
pTTF between different redox states.
Anthraquinone (Aq) [88] is a redox group that has been

widely utilized for investigating reaction states at the single-
molecule scale [89,90]. A distinct feature of Aq is that it can
be reversibly oxidized and reduced. Xiang et al. [91] ex-
tended the STM-BJ to investigate the thermodynamics and
redox kinetics of Aq at the single-molecule scale (Figure 10
(a, b)). The authors added Aq to a DNA strand and used
single-molecule conductance measurements to detect the
redox state of Aq. The conductance values of the oxidation
state (Ox-Aq) and reduction state (Re-H2Aq) were measured.
In the constructed 1D conductance histograms, the peak area
represents the number of Aq-DNA strands in each state. The
researchers used a Gaussian function to fit the area of both
the high-conductance and low-conductance peaks, which
were attributed to Ox-Aq and Re-H2Aq, respectively. The
heights of the high- and low-conductance peaks exhibited
equal increases and decreases as the potential was reduced,
indicating that the molecule gradually evolved from the re-

Figure 9 (a) Schematic of the electrochemical reaction of 6V6 [77]; (b)
conductance of 6V6 at different potentials in aqueous solution [76]; (c)
schematic of the electrochemical reaction of a single molecule in the
electrochemical setup; (d) measurement of the conductance of 6V6 at
different potentials (the red line provides a guide for the eye) [78]; (e)
schematic of the electrochemical reaction of pTTF in ionic liquid; (f)
conductance of pTTF at different potentials in ionic liquid [77] (color
online).
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duction state to the oxidation state (Figure 10(c)). Further-
more, the authors found that the thermodynamic equilibrium
of molecules in the oxidation and reduction states followed
the Nernst equation (Figure 10(d)). To study the kinetics of
the reaction, they applied a potential of 0.000±0.005 V to
launch the reaction and measured the change in the relative
amount of Aq molecules over time. From the slope of the
curves, the forward rate (kf) and backward rate constants of
the reversible reaction were calculated (Figure 10(e, f)).
Using this experimental protocol, in 2019, Li et al. [92] in-
vestigated the electrochemical reaction kinetics of a series of
ferrocene derivatives composed of a ferrocene redox center
and two varying alkane-thiol linkers. By performing nu-
merical simulations of the data, the authors found that the
reaction exhibited first-order kinetic behavior at the single-
molecule scale.

3.3 Transport modulation of molecular junctions by
shifting the energy levels of the electrode and molecule

Electrochemistry can change the electrical transport of a
single molecule by changing the oxidation and reduction
states. In addition, electrochemistry can also be applied to

change the electrical transport of a single molecule by
changing the energy-level alignment between the molecule
and electrode. For an electrode-molecule-electrode junction,
the Fermi level of the electrodes lies between the highest
occupied molecular orbital (HOMO) and the lowest un-
occupied molecular orbital (LUMO). The mismatch between
the molecular transport level and the Fermi level of the
electrode acts as a barrier that hinders single-molecule
charge transport. By applying a potential, the energy levels
of the electrode and/or molecule can be changed, thus
modulating the barrier to single-molecule charge transport.
For molecules with a large HOMO-LUMO gap, such as

alkane, both the HOMO and LUMO of the molecule are far
from the Fermi level of the electrode. As a result, the applied
potential does not significantly affect the conductance of the
molecules. For molecules with a small HOMO-LUMO gap,
the HOMO and LUMO are close to the Fermi level of the
electrode [93]. In this case, the molecular conductance will
change significantly with the potential.
Various methods have been developed to achieve electro-

chemical gating. On the basis of the electrode configuration,
these methods can be divided into three classes: two-elec-
trode, three-electrode, and four-electrode systems. Capozzi
et al. [6] developed a two-electrode method based on the
STM-BJ, where a wax-coated STM tip and the substrate act
as two working electrodes (Figure 11(a)). Using this method,
the authors found that the single-molecule junction behaved
as a rectifier in a polar solvent. They applied a 180 mV bias
between the tip and substrate, altered the bias polarity, and
measured the conductance of four thiophene-1,1-dioxide
(TDO4) in polar and nonpolar solvents. In polar solvents, the
molecular conductance remained constant before and after
the polarity was altered (Figure 11(c)). However, the con-
ductance measured at a negative potential increased by as
much as 3.25-fold over the value measured for a positive
potential in polar solvents (Figure 11(d)). The authors also
performed I-V curve measurements of three molecules with
similar structures (three thiophene-1,1-dioxide (TDO3),
TDO4, and five thiophene-1,1-dioxide (TDO5)), as shown in
Figure 11(e, f). In nonpolar solvents, the I-V curves were
symmetric, whereas in polar solvents, the molecules dis-
played a higher current at negative potentials than at positive
potentials, indicating that these molecules exert a rectifying
effect in polar solvents. For TDO3, TDO4, and TDO5, the
rectification ratios were −4 at 0.6 V, −90 at 0.42 V, and −200
at 0.3 V, respectively. The researchers attributed the different
results in polar and nonpolar solvents to an asymmetric
electric double layer caused by the capsulated tip and sub-
strate. Because the exposed area of the capsulated tip was
much smaller than that of the substrate, a denser double layer
was formed compared with that of the substrate. As a result,
the level shifting varied as the bias polarity was altered,
leading to rectifying behavior.

Figure 10 (a) Illustration of the electrochemically modulated STM-BJ
technique. (b) Schematic of the reversible redox reaction of Aq-DNA. (c)
One-dimensional conductance histograms at different potentials, where
Gaussian fitting was employed to calculate the peak areas for oxidized and
reduced Aq-DNA molecules. (d) Plot of log(Sox/Sred) (Sox and Sred are the
areas of the low- and high-conductance peaks, respectively) at different
potentials. Curve fitting was performed by using the Nernst equation (red
solid line). (e) Two-dimensional conductance-time histogram at a potential
of 0.000±0.005 V. (f) Normalized peak area of the high-conductance peak
versus time for different potentials. The red dashed lines present curves
fitted with a rate equation [91] (color online).
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In 2014, Capozzi et al. [94] developed a three-electrode
configuration for electrochemical gating. In addition to the
wax-coated Au tip and Au substrate as two working elec-
trodes, Pt was added as a counter electrode. The introduction
of this third electrode enabled regulation of the double layer
of the working electrodes. When a potential of a different
polarity was applied to the counter electrode, the working
electrodes responded to form a double layer with a different
polarity, thus regulating the molecular orbital.
The two-electrode and three-electrode methods both rely

on an electrochemical double layer. However, there is no
independent reference electrode in these two methods. From
the perspective of traditional electrochemistry, the electro-
chemical modulation would be inefficient under these con-
ditions. An alternative strategy is to employ a four-electrode
configuration. In particular, the capsulated Au tip and Au
substrate of the STM serve as two working electrodes, and
two additional electrodes are introduced into the system to
act as a reference electrode and counter electrode. With this
electrode configuration, the potentials of the tip and the
substrate can be changed by maintaining a bias between
them. The four-electrode method enables more accurate

control of the electrode potential and is more efficient than
the two-electrode and three-electrode methods in the gating
of charge transport. More recently, significant progress on
the modulation of single-molecule transport was achieved
because of the extension of the four-electrode method to
molecules exhibiting quantum interference (QI) effects [95–
97]. Huang et al. [97] investigated the charge transport
through meta- and para-benzene-based molecules with di-
hydrobenzo[b] thiophene as the anchoring group (meta-BT
and para-BT) (Figure 12(a)). The transmission spectra for
meta-BT and para-BT were calculated, as shown in Figure
12(b). The meta-BT and para-BT exhibit sharp-valleyed and
flat-valleyed conductance as a function of the electrode po-
tential. The authors measured the conductance of meta-BT
and para-BT in an organic solvent (CH2Cl2) and ionic liquid
(methylimidazolium hexafluorophosphate) (BMIPF6). When
a 50 mV bias was applied to the CH2Cl2 solution, the con-
ductance of para-BTwas 10−4.1 G0, whereas the conductance
of meta-BT was less than 10−6 G0 and could not be detected
(Figure 12(c)). When the researchers measured the con-
ductance of meta-BT in ionic liquid, no conductance was
detected at a bias of −0.4 V, similar to the result in organic
solvent at a bias of 50 mV (Figure 12(d)). However, a peak

Figure 11 (a) Schematic of the modulation of single-molecule charge
transport using the two-electrode method in a polar solvent. (b) Molecular
structures of TDO3, TDO4, and TDO5. One-dimensional conductance
histograms of TDO4 measured at −180 and 180 mV in (c) nonpolar solvent
and (d) polar solvent. Insets: typical conductance curves. Averaged I-V
curves for the three probe molecules in (e) nonpolar solvent and (f) polar
solvent [6] (color online).

Figure 12 (a) Molecular structures of para-BT and meta-BT and sche-
matic of the four-electrode method; (b) calculated transmission spectra for
para-BT (red) and meta-BT (black); (c) one-dimensional (1D) conductance
histograms of para-BT (red) and meta-BT (black) (the purple line presents
Gaussian fitting results for the peak); (d) 1D conductance histogram of
meta-BT measured at a potential of −0.4 V; (e) 1D conductance histogram
of para-BT measured at a potential of 0 V; (f) conductance of para-BT
(red) and meta-BT (black) as a function of potential [97] (color online).
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arose upon the application of a bias to fix the potentials of the
working electrodes at 0 V (Figure 12(e)). The different re-
sults observed at potentials of −0.4 and 0 V demonstrated
that the charge transport properties of meta-BT varied as the
potential was changed. Furthermore, the authors measured
the conductance evolution of para-BT and meta-BT upon
potential sweeping. The variation trends of meta-BT and
para-BT were consistent with the transmission spectra. In
particular, the variance of the conductance of meta-BT
reached more than two orders of magnitude, and the max-
imum conductance was even greater than that of para-BT
(Figure 12(f)). The difference between para-BT and meta-
BT is attributed to the QI effect of the latter. These works
indicated that electrochemistry can be applied to regulate the
QI effect of molecules, providing a promising approach for
the design of an effective molecular switch.

4 Conclusions and perspective

Break junction techniques can be applied to construct single-
molecule junctions in a convenient manner, providing a
platform for researchers to understand the electrical transport
of individual atoms and molecules. The introduction of
electrochemical methods broadens the scope of molecular
electronics, aiding in the discovery of a number of novel
physical and chemical phenomena. For the construction of
molecular junctions, electrodeposition can be applied to
fabricate an electrode pair with a precise and stable nanogap.
By employing these nanogaps, various single-molecule
junctions have been successfully constructed, and their
electrical properties have been characterized. By changing
the electroplating solution, the electrochemical deposition
method can, in principle, be extended to a vast number of
metals and other materials. Because different metals have
different properties, particularly under external influences
such as magnetic, thermal, and optical modulations, we
foresee that further study of this subject will lead to nu-
merous findings and will provide an in-depth understanding
of the physical and chemical properties of molecular junc-
tions. To regulate the electrical transport of a single mole-
cule, many challenges remain. It is difficult to monitor and
control the adsorption process of molecules on an electrode
surface. Moreover, the microscopic configurations con-
tributing to the measured electrical properties are usually
assumed from theoretical simulations rather than experi-
mental observations. Fortunately, these electrochemical ap-
proaches are compatible with most surface diagnostic
techniques such as Raman spectroscopy [98,99], X-ray
photoelectron spectroscopy, infrared spectroscopy, and
SEM. The combination of electrical measurements and these
methods can help to establish the correlation between
structure and conducting activity. In summary, electro-

chemistry has aided and will continue to promote the de-
velopment of molecular electronics.
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