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ABSTRACT: We modulate the conductance of electrochemically
inactive molecules in single-molecule junctions using an electrolytic gate to controllably tune the energy level alignment of the
system. Molecular junctions that conduct through their highest
occupied molecular orbital show a decrease in conductance when
applying a positive electrochemical potential, and those that
conduct though their lowest unoccupied molecular orbital show
the opposite trend. We ﬁt the experimentally measured
conductance data as a function of gate voltage with a Lorentzian
function and ﬁnd the ﬁtting parameters to be in quantitative
agreement with self-energy corrected density functional theory
calculations of transmission probability across single-molecule
junctions. This work shows that electrochemical gating can directly modulate the alignment of the conducting orbital relative to
the metal Fermi energy, thereby changing the junction transport properties.
KEYWORDS: Electrochemical gating, single-molecule junctions, density functional theory, electronic transport, break-junctions
here has been signiﬁcant interest in the ﬁeld of singlemolecule electronics both from the standpoint of learning
fundamental physics and for potentially leading to a further
miniaturization of electronic components.1 While molecular
junctions, individual molecules attached to two metal electrodes, are most commonly studied in a source-drain device
geometry,2−5 a molecular junction with a gate electrode in a
transistor conﬁguration gives an additional knob with which to
tune the transport characteristics. Creating such molecular
transistors in a three-terminal geometry is not trivial, as it is
very challenging to fabricate an eﬀective gate electrode in close
enough proximity to the conducting molecular junction. Recent
experiments that have relied on electromigration fabrication
techniques have demonstrated some gating in such three
terminal devices.6−9 An attractive alternative to back-gating is
electrolyte gating, where large gate eﬃciencies can be achieved.
Recently, both organic and semiconductor ﬁeld eﬀect
transistors and nanotube or graphene devices10,11 made using
ionic liquids, electrolyte solutions, or polymer electrolytes as
gate dielectrics have received signiﬁcant attention due to their
ability to generate large interfacial capacitances on the
nanoscale, thereby enhancing gate eﬃciencies.12−17 These
large capacitances result from the formation of electric double
layers at solution/material interfaces, whose width is on the
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order of the electrolyte size (approximately a few nanometers)
allowing large electric ﬁelds to develop across this layer.
For nanoscale molecular junctions in particular, electrolytic
gating should enable much more eﬃcient electrostatic coupling
since the electric double layer will exist regardless of the
position of the gate electrode in solution. While several groups
have applied an electrochemical gating technique to study
transport in electrochemically active molecules that change
their charge state,18−22 the continuous modulation of the
conductance of a non-redox active molecule has not been
demonstrated. Here, we present the electrolytic gating of
several molecules that reproducibly and consistently change
their conductance upon application of gate biases despite being
electrochemically inactive in the potential ranges studied. In
particular, we show that the conductance of a molecular
junction can be tuned with an electrochemical gate potential
analogous to what can be achieved using an electrostatic gate.
We ﬁnd that molecules that conduct through the lowest
unoccupied molecular orbital (LUMO, n-type) show an
increase (decrease) in conductance with positive (negative)
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2000−3000 conductance traces are collected at multiple gate
electrode potentials (that is, our gate potential is applied to the
Pt electrode) with the source-drain bias ﬁxed at 25 mV.
We carry out break junction measurements on 1,2-bis(4,4dimethylthiochroman-6-yl)ethylene (1), which is synthesized
following procedures detailed previously,24 and 1,2-bis(4pyridyl)ethylene (2), which is obtained from Sigma-Aldrich
and used without further puriﬁcation (Figure 1b). Molecule 1
conducts through the HOMO while molecule 2 conductance
through the LUMO as determined by calculations detailed
below in the manuscript. Conductance traces display plateaus
near integer multiples of the quantum of conductance (G0, 2e2/
h) with an additional plateau in a molecule-speciﬁc range below
G0; these additional features indicate the formation of metal−
molecule−metal junctions (Figure 1c). In order to analyze the
data, each set of traces at a given gate potential is compiled into
a linearly binned conductance histogram (without data
selection) where frequently occurring conductance values
now appear as peaks in the histogram. The most probable
junction conductance is then obtained by ﬁtting a Lorentzian to
the conductance peak.3 We note here that the conductance
histograms for all molecules studied here are very similar to
those carried out without a gate electrode or the supporting
electrolyte.24,25
For 1, the HOMO conducting molecule, the peak present in
the conductance histogram clearly shifts to lower values as the
applied gate potential is increased from −1.1 to 2.5 V (Figure
2a). Figure 2b displays the conductance histogram peak values
against the applied gate potential, where the conductance
changes by roughly a factor of 2 over the entire gate potential
range. The inset of Figure 2a shows full conductance
histograms at two gate potentials, showing clear peaks at
integer multiples of G0 indicating that Au point contacts form
regardless of gate potential. We note that the height of the
molecular conductance peak decreases with application of
increasingly negative gate potentials due to a decrease in length
of the plateaus seen in individual traces as the gate potential is
made to be more negative (see two-dimensional histograms
shown in the Supporting Information). For molecule 1, we ﬁnd
that the applied potential can vary from −1.1 to +2.5 V; we do
not see molecular conductance plateaus outside this window. At
gate potentials more negative than −1.1 V, we attribute the lack
of plateaus to a weakening of the Au−S donor−acceptor bond
that anchors the molecule to the gold leads. Because molecule 1
binds through HOMO, as the gate potential is made more
negative, the HOMO gets closer to the Fermi level, EF, as will
be discussed in detail below. This increases charge transfer
between the molecule and the electrode and weakens the Au−S
donor−acceptor bond. At applied gate potentials more positive
than +2.5 V, we no longer observe junction formation, possibly
due to the Au getting oxidized and preventing junctions from
forming.
The LUMO conducting molecule, 2, shows two peaks in its
conductance histograms, corresponding to two distinct binding
conﬁgurations:25 a higher conducting, tilted geometry (highG), and a lower conducting, vertical geometry (low-G). Both
peaks shift toward higher conductance values as the applied
gate potential is increased from −1 V to +2.5 V (Figure 2c),
and for both geometries, the conductance peak shifts by
approximately a factor of 3 over the entire gate voltage range
(Figure 2d). The inset of Figure 2c shows conductance
histograms at two gate potentials, displaying the continued
formation of gold point contacts. In contrast to the

gate potentials, while molecules that conduct through the
highest occupied molecular orbital (HOMO, p-type) show the
opposite trend. Furthermore, modeling the transmission
functions of these molecules with a single Lorentzian lineshape, we are able to extract orbital coupling and molecular
resonance position that agree well with self-energy corrected
density functional theory (DFT) calculations. This quantitative
agreement between experiment and theory demonstrates that
in gating the molecular junctions we are indeed probing
transport as a function of energy along the transmission curve.
In order to study the conductance (G = I/V) of singlemolecule junctions, we use the scanning tunneling microscopebased break junction (STM-BJ) technique. In this technique, a
mechanically cut Au tip is repeatedly driven into and out of
contact with an Au-on-mica substrate in a solution of a target
molecule using a custom STM setup that has been described in
detail previously.3 Electrolytic gating is implemented using an
Au substrate and an Apiezon wax-coated Au tip23 that serve as
the source and drain electrodes and a Pt wire electrode that
serves as the gate electrode as illustrated in Figure 1a.10 The Au

Figure 1. (A) Schematic of experimental setup and cartoon of a single
molecule being gated in a junction. (B) Molecular structures of 1 and
2 along with several sample conductance traces for each molecule
measured with a tip−sample voltage of 25 mV and at zero gate
potential.

electrodes can also be considered the working electrode in our
system while the Pt wire can be considered the counter
electrode. The exposed areas of the insulated tips are ∼1 μm.
Conductance measurements are then carried out in a ﬂuid cell
with ∼1 mM solutions of the target molecule in propylene
carbonate with tetrabutylammonium perchlorate (0.1 M)
serving as the supporting electrolyte. For each molecule,
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Figure 2. (A,C) Sample conductance histograms at gate potentials VG = 2.5, 2, 1, 0, and −1 V darkest to lightest for molecule 1 and 2 respectively.
Note: for molecule 2 red shades indicate the high-G conductance feature while orange shades indicate the low-G conductance feature. Inset:
Conductance histograms at two gate potentials showing the continued formation of Au point contacts (peak at 1G0). (B,D) Peak conductance values
versus applied gate potential for 1 and 2, respectively.

orbitals relative to the vacuum level and to EF of the electrodes.
Placing more positive (negative) charge in the vicinity of the
molecule causes a downshift (upshift) in the molecular orbitals,
bringing LUMO (HOMO) closer to EF while pushing HOMO
(LUMO) further away. Concomitantly, a layer of positive
charge on the electrodes raises the energy required to remove
an electron, thereby increasing the work function of the
electrode. The arrangement of electrolyte both near the
molecule and on the electrodes cooperatively changes the
local potential at the molecule, altering level alignment and
conductance. Along similar lines, a change in electrode work
function has been previously shown to explain the variation in
conductance observed for molecules in diﬀerent solvents.26
On the basis of this discussion, we can now use the gatedependent conductance data to determine the alignment of the
conducting orbital to EF. We ﬁrst relate the applied gate
potential (applied between the Pt counter electrode and the
instrument ground) to the potential drop at the working
electrode (tip and substrate), as we also have in these
measurements a signiﬁcant potential drop across the Pt
electrode/solution interface. We relate the applied potential
to the potential drop at the working electrode by comparing
linear sweep voltammograms of a solution of ferrocene (1 mM)
and tetrabutylammonium perchlorate (counterion, 0.1M) in
propylene carbonate measured with just two electrodes
(insulated tip and Pt counter electrode) and three electrodes
(substrate, insulated tip, and Pt counter electrode). In the twoelectrode system, the area of the insulated tip is signiﬁcantly
smaller than the area of the Pt counter electrode, so all of the
applied potential will drop across the working electrode. This
arrangement results in the blue voltammogram shown in Figure
3 with the midpoint of ferrocene oxidation at an applied
potential of ∼0.5 V. Repeating the measurement with the three-

conductance peak of molecule 1, the peak heights for both
high- and low-G features of molecule 2 do not change
dramatically over the range of gate potentials. This diﬀerence
can be rationalized by considering the location of the HOMO
orbital for 2 relative to EF. Because the HOMO orbital for 2 is
far from EF,25 small changes in its alignment due to the applied
gate do not result in a weakening of the Au−N donor−acceptor
bond. As the gate voltage is made more negative than −1 V
however, the low-G peak drops below the instrument noise and
the high-G peak becomes a shoulder against the noise
background. At positive gate voltages beyond 2.5 V, we stop
observing junctions as in the measurements with 1. Again,
neither molecule undergoes a redox event in this gate bias
window (see CV curves in Supporting Information), yet we
clearly see that the gate bias modulates the measured
conductance. This same procedure was repeated for 4,4′bipyridine (see Supporting Information).
To understand these directional conductance shifts, we
consider the eﬀect of the gate potential on the alignment of
frontier orbital resonance energy relative to the tip/substrate
Fermi energy. Applying a positive potential to the gate
electrode causes a buildup of anions (−ve) about the gate
electrode while inducing a buildup of cations (+ve) about the
Au electrodes and the molecular junction (a negative gate
potential results in a build up of anions about the Au electrodes
and the molecular junction). The double layer formed at the Au
electrodes and about the molecular junction alters the energy
diﬀerence between the electrode Fermi energy and the relevant
junction frontier resonance energy (i.e., the molecular HOMO
or LUMO which can be thought of as the molecules “valence
band” and “conduction band,” respectively). Analogous to a
ﬁeld eﬀect transistor, the build-up of charge about the molecule
and electrodes acts to electrostatically shift the molecular
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high-G and low-G for molecule 2). We determine from this ﬁt
the coupling Γ of the conducting orbital to the leads, and ε, the
energy diﬀerence between conducting orbital, and EF without a
gate. For molecule 1, we ﬁnd that a coupling Γ of 0.12 eV and a
resonance position of −2.0 eV relative to EF. For molecule 2,
we get Γ and ε of 0.04 and 1.5 eV for the high-G junctions and
0.02 and 1.4 eV for the low-G junctions. We see that for
molecule 2, the high-G junctions are better coupled (larger Γ)
than the low-G junctions in agreement with previous work on
4,4′-bipyridine junctions.27
We further compare these ﬁts with transport calculations
based on a parameter-free, scattering-states, self-energy
corrected density functional theory (DFT+Σ) approach
(dashed lines in Figure 4, see Supporting Information for
details). We model the junctions with a unit cell of 7 layers of
16 (4 × 4) gold atoms with the molecule bound to a trimer Au
tip structure on both sides. Initial geometries for both
molecules 1 and 2 are adapted form previous work.28,29
Relaxed geometries are obtained using DFT with a gradientcorrected exchange-correlation functional (GGA-PBE) using a
double-ζ-basis set implemented in the SIESTA package.30−32
Transmission functions are calculated using a self-energy
corrected scattering-states approach DFT+Σ,33,34 implemented
in the SCARLET code35 as detailed in the Supporting
Information. In Figure 4, we overlay the calculated transmission
curves for molecule 1 and 2 (high G and low G) and ﬁnd a
good agreement in both the position of the resonance and its
width between experiment and theory.
Such transmission functions as described above detail the
probability that an electron of a given energy incident upon the
molecular junction will be transmitted from one lead to the
other through the molecule. In the present case of oﬀ-resonant
tunneling, such probability is strongly dependent on the relative
alignment of the energy of the frontier orbital of the molecule
to the Fermi energy of the leads. By applying an electrolyte
gate, we are able to modulate this relative alignment, bringing
the relevant orbitals closer or further from resonance; this is
modifying the barrier for tunneling experienced by the
electrons. In our experiments, since a small source-drain bias
(25 mV) is applied to the molecular junction, the measured
conductance approximately corresponds to transmission at one
point along the energy axis. Upon gating the molecular
junctions, the transmission function is rigidly shifted with
respect to the original EF.10,36,37 These experiments therefore

Figure 3. Linear sweep voltammograms of ferrocene (1 mM) in
propylene carbonate with tetrabutylammonium perchlorate (0.1 M).
In the 2-electrode circuit (blue curve, bottom axis), current is
measured through the STM tip while applying the voltage to the Pt
gate electrode keeping the substrate ﬂoating (unconnected). In the 3electrode circuit (red curve, upper axis), the same measurement is
performed while grounding the substrate, allowing for a current path
through the substrate. Both voltammograms are recorded at a sweep
rate of 100 mV/s.

electrode arrangement yields the red curve (current is still
measured through the tip, while the substrate electrode is
grounded and thus provides a current pathway). In this case,
because of the extra surface area only a fraction of the applied
potential actually drops across the working electrodes (tip and
substrate), and the current from the ferrocene oxidation
reactions does not peak until an applied potential of ∼2.5 V.
Although current is passing through both the tip and the
substrate, we are still only concerned with measuring the
current through the tip. Comparing the onset of current
between the two curves, we determine that the applied gate
potential needs to be scaled by a factor of 5. Additionally, we
have carried out measurements using a geometry where the Pt
gate electrode is much larger than the Au tip/substrate (source/
drain) electrodes (see discussion in Supporting Information
and Figure S4). Indeed, we ﬁnd that by changing the area
ratios, we are able to impact how the gate potential drops across
the molecular junction.
We show in Figure 4, the conductance peak positions
measured for both molecules against the scaled gate potential
(markers) and ﬁt this data to a single-Lorentzian peaked at an
energy ε from EF with a full width at half-maximum of Γ, which
describes transport for the two molecules (solid lines, including

Figure 4. Conductance data for molecules 1 and 2 plotted against the potential drop at the working electrode (markers) ﬁt with a single-Lorentzian
transmission model (solid lines). The DFT+Σ calculated transmission functions are overlaid as dashed lines.
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allow a direct mapping of the transmission functions of
molecular junctions.
In summary, we have tuned the conductance of electrochemically inactive molecules using an electrolytic gate.
Qualitatively, we see that conductance shifts in the expected
direction upon application of positive and negative gate
potentials for junctions whose transport is dominated by
HOMO or LUMO resonances. Furthermore, using quantitative
self-energy corrected DFT-based conductance calculations, we
have demonstrated that the experimentally obtained conductance values as a function of gate potential trace out the
predicted molecular junction transmission functions.
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