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ABSTRACT: The effect of conformational changes in the gate arm of a three-terminal
device is investigated. In the ground state, the gate (triphenyl) arm is nonplanar, where
the middle phenyl ring is approximately 30° out-of-plane relative to other two rings. At
this geometry, the calculated tunnel current (Id) as a function of external bias (Vds)
across the two D−A substituted arms exhibits a typical insulator-semiconductor
behavior. Similar Id−Vds characteristics is calculated when planarity of the triphenyl arm
is restored. However, a significant increase, by more than an order of magnitude, and a
distinct variation in the current are predicted in its operational mode (Vds > 1.5 V)
when additional nonplanarity is induced in the triphenyl chain. Analysis of the results
suggest that, unlike in “voltage” gating, neither the HOMO−LUMO gap nor the dipole
moment of the system undergo significant changes due to pure conformational gating,
as observed in this study. Instead, the observed conformational gating affects the
current via localization/delocalization of the electronic wave function in the conduction
channel. Furthermore, the tunneling current corresponding to conformational gating in two different directions appears to
exhibit oscillatory nature with a phase factor of π/2 in the presence of the gate field. The current modulation is found to reach its
maximum only under exclusive effect of voltage or conformational gating and diminishes when both of them are present.
applied gate field. Ghosh et al.11 and Perrine et al.16 have
investigated the effects of a gate field in several simpler organic
structures under bias. Experimental observation of electric-field
gating in a single organic molecule has been reported in a
number of recent articles.4,5,22
Electric-field gating of organic molecular current under bias
is a natural extension of the recent microelectronics FETs;
however, it is not as desirable as in microelectronics because of
the technical challenges associated with the assembly of organic
molecular systems in appropriate orientation and the requirements of applying a second external field, which potentially
would induce additional changes to the electronic and
geometric structure of the molecule. Also, it does not fully
utilize the versatility of the structure-electronic property
relationships of organic molecules. For example, organic
molecular architectures offer the possibilities of chemical/
structural gating in which the change in the structure due to
molecular rotation, conformational change, or coupling of
vibrational modes with electronic modes can modulate
tunneling current across the molecule under biased condition.

1. INTRODUCTION
Molecular-scale electronics has been a subject of intense
experimental1−7and theoretical studies8−18 in the past decade
aiming to use organic, inorganic (nanostructured materials),
and biological molecules as active elements of electronic
devices. In the case of organic molecules, several pioneering
experiments to measure current (I)−voltage (V) characteristics
of single molecular structures in two-terminal (wire) configurations have been reported. In keeping with experiments,
extensive theoretical investigations have been performed to
explain observed experimental results as well as to develop
detailed fundamental understanding of the underlying physics
and chemistry. An ambitious but technically challenging goal in
the molecular scale electronics is to realize three-terminal
devices,11,19−25 where the current through a molecular
architecture under bias can be modulated by a second gate
field, analogous to the current in inorganic field-effect
transistors (FETs). Theoretical studies by He et al.12 have
shown that such an FET can be realized in a donor−acceptor
(D-A) junction (J)-A-D architecture by applying a second field
across a third arm of triphenyl ring connected to the junction.
The switching effect is noted to result from the modulation of
the wave function and energies of molecular orbitals (MOs) as
well as the dipole moment of the molecule as a function of the
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π-conjugated triphenyl moieties (IC2 and IC3), referred to here
as the “gate (G)” arm, by analogy to the microelectronic FETs.
The model architecture is likely to translate the internal conducting states with respect to the pseudo-Fermi level, as described
in a previous study36 on a model biphenyl molecular transistor.
In this study, the conformational changes of the system are
considered by rotating IC2 relative to IC1 in the clockwise (i.e.,
outward rotation) and the anticlockwise (i.e., inward rotation)
directions by 30°.
As noticed from Figure 1, the system is symmetric along the
source (S)-drain (D) direction (with a zero dipole component),
whereas it is asymmetric in the gate direction (with a large
dipole component). Semi-infinite gold nanowires are used to
design the source and drain electrodes. In general, S is used as a
linker atom between the molecule and Au electrode. This is due
to the fact that S has a greater affinity to covalently bind with
Au atoms. However, the presence of S-linker atom creates
undesired effects, such as the formation of frontier orbitals of
the extended molecular system and Au−S hybridized states
in the gap between the highest occupied and the lowest
unoccupied MOs, which mask the true effects due to the
molecular geometrical and electronic structures.37,38 To avoid
such effects, we used a H-terminated molecular architecture. In
addition, H-terminated molecule between the Au leads also
mimics the weak metal−molecule bonds in non-thiolterminated self-assembled monolayers of organic molecules.
The H−Au bond was set to 2.0 Å following the previously
reported H-metal adsorption distance.39 We are aware of the
errors that might arise due to the simplicity in designing the
electrodes and contacts. To validate our approach to model
the contact and electrodes and justify the relevance of our
theoretical approximations in real experiments, we have compared
our results with the experimental study on ODT-based
molecular transistor.4 Interestingly, our calculated results were
found to be in great agreement with that reported in the experiments. (Please see Figure S1 in the Supporting Information.)
The positive gate field is defined with respect to the direction of
the dipole moment of the molecule, as shown in Figure 1.
The electron transport calculations were carried out in two
steps: (A) In the first step, electronic-structure calculations
were performed on the extended molecular complex consisting
of Au-molecule-Au, instead of “an isolated molecule”, in the
framework of the density functional theory (DFT) with B3LYP
functional form40,41 and the LanL2DZ basis set as implemented
in Gaussian 03.42 The B3LYP functional form and LANL2Z
basis set were also used successfully in our previous studies on
electron transport in molecular systems.43,44 It is worth noting
that the calculated results obtained at the B3LYP-DFT level of
theory is not likely to match the accuracy of the results
obtained using GW approximation, although recent investigations on Au-benzene-Au have treated only the molecule
with GW approximation while considering the electronic
structure of the contact gold in the DFT level of theory.45
Because our focus is on predicting qualitative features of
electronic transport of the extended molecular complex, we
believe that treating both contact and the molecule at the DFT
level of theory44,46 is a viable alternative. The extended molecular
complex is the core-scattering region of the molecular transport
system, composed of the molecule and atomic-scale gold contacts
in the form of atomic wire coupled to the source and drain
electrodes. (B) The Id−Vds characteristics of the molecular
complex were calculated using Green’s function-based Landauer−
Büttiker formalism47−49 in the framework of the DFT. In this

In fact, chemical gating, in general, is a dominant phenomenon
in a wide range of naturally occurring biological process, such as
bacterial photosynthetic reaction centers,26−28 protein reactions,29,30 and KcsA potassium channel.31 The chemical gating
also plays a key role in the mechanism for the enzyme
specificity.32 Even though it is obvious that “conformational
gating” is very common in nature, it has not received full
attention for molecular electronics.
In a typical donor-bridge-acceptor architecture, the electron
transfer (ET) is shown to depend critically on the conformational change (e.g., torsion angle) given to its molecular
moieties.33 Theoretical studies on organic molecular wires11,34
also suggest strong current modulation due to conformational
changes. A recent experiment by Venkataraman et al.35 has also
shown the dependence of electronic conductance on the
molecular conformation.
In the present study, we show by first-principles quantum
mechanical calculations that chemical gating due to change in
conformation in the unbiased (third) branch of a three-armed
organic structure, similar to the one used by He et al.,12 can
lead to an order of magnitude current switching across the
conducting arms under biased condition. Application of second
field to the conformational-gated high-conducting (ON) state
of the molecule appears to switch OFF and again ON (with
reduced magnitude of current) by a phase factor, ϕ = π/2. In
contrast, application of second field across the third arm of the
molecular architecture under biased condition exhibits usual
voltage gating effect accompanied by a decrease in threshold
voltage (Vds) with increasing gate bias. We compare the effects
of chemical and voltage gating and show the dependence of
voltage gating on the geometry (conformation) of the third
branch in the three-terminal architecture.

2. COMPUTATIONAL DETAILS
As shown in Figure 1, the three-terminal molecular architecture
considered in this study consists of two diode units, namely,

Figure 1. Schematic diagram of the setup of a unimolecular transistorlike device ABD-IC-DBA. C, N, H, and Au atoms are depicted by
green, blue, white, and yellow spheres, respectively. A positive bias is
applied at the source (S) and a gate field “E” is applied in the direction
as shown.

ABD and DBA, in which the donor (D) and acceptor (A)
moieties are derived from 1,3-diaminobenzene and 1,2,4,5tetracyanobenzene, respectively. The π-conjugated phenyl ring
was used as the bridge (IC1) between the diode structures.
The bridging phenyl ring is also covalently bonded to the
4841
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gate field and ri is the coordinate of the ith electron, whereas H″
incorporates the change in the electronic structure properties due
the geometric perturbations at the gate arm.
To observe the effect of voltage gating, the geometrical
configuration of the molecular complex obtained at the zero
field was used for all of the calculations assuming that the
external electric field employed does not significantly modify
the geometry of the architecture. The change in the total charge
of the molecule is found to be negligible in the range of gate
field considered because the molecular electrochemical
potential remains confined in an energy range where the
molecule has a very low density of states (DOS). The effect of
the capacitance due to the charge redistribution under a
nonzero gate field is taken into account via a self-consistent
calculation. The Fock matrix F and overlap matrix S
(corresponding to a nonorthogonal set of wave functions)
from the Kohn−Sham solution of the extended molecule
electronic structure calculation for each gate potential were
used for electron transport calculations via eqs 1−4. To
calculate the “conformational gating”, the IC2 in Figure 1 was
further rotated by 30° and the Id−Vds were calculated according
to the procedure described above.

approach, the tunneling current (Id) as a function of the applied
bias (Vds) in such a device can be expressed as
Id =

2e
h

∞

∫−∞ dE T(E , Eg)[f (E − μ1) − f (E − μ2)]

(1)

where μ1 and μ2 are the electrochemical potentials in the source
and drain electrodes under an external bias Vds and f(E) is the
Fermi−Dirac distribution function. For instance, a positive bias
lowers the electrochemical potential at the drain by eV which
may be expressed as

μ1 − μ 2 = eV

(2)

and gives rise to different Fermi−Dirac distribution functions at
the source and the drain
1
f (E − μ1) =
[(E −μ1)/(KBT )] + 1
e
1
f (E − μ 2) =
e[(E −μ 2)/(KBT )] + 1

(3)

which is the driving force for generating the source−drain
current, Id.
The transmission function is a measure of the strength of
electron transmission through the various allowed channels, which
in the present case are the participating one-electron molecular
levels coupled to the metallic reservoirs (emitter/source and
collector/drain). It is assumed here that the molecule is in
contact with metals at two ends, referred to as the left and right
electrodes.
T(E,Eg) is the electron transmission function at a gate
potential of Vg, which was obtained from the Green’s function
approach.48,50

3. RESULTS AND DISCUSSION
We consider the conformational changes in the device system
in terms of the relative orientation of the phenyl rings in the
“gate” arm, for example, rotation of IC2 with regard to IC1 by
30°. Specifically, the configurations considered are: (A) “O”:
the ground state configuration (“O”) where IC2 is out of plane
by ∼ −30° (anticlockwise) with regard to IC1.; (B) “A”: IC2 is
given an anticlockwise rotation by 30° relative to the ground-state
configuration, “O” (i.e., IC2 is −60° out of plane with regard to
IC1); and (C) “B”: IC2 is given a clockwise rotation by 30°
relative to the ground-state configuration, “O”, making IC2 and
IC1 almost planar in the architecture.
Figure 2 shows the effect of conformational change on the
total energy of the system, showing that the anticlockwise

T (E , Eg ) = Tr[ΓL(E , Eg )G(E , Eg )ΓR(E , Eg )G+(E , Eg )]
(4)

G (E , E g ) =
[E × I − HNT(E , Eg ) −

∑ (E , Eg) − ∑ (E , Eg)]−1
L

R
(5)

where HNT(E,Eg) is the orthogonalized nonequilibrium
Kohn−Sham (KS) Hamiltonian matrix of the active region of
the device in the presence of the gate field obtained by a
appropriate partitioning of HT(E,Eg)44 in eq 6, E is the injection
energy of the tunneling electron, I is the identity matrix,
and ΓL(R)(E,Eg) is twice the imaginary part of the self-energy
matrices ∑LVg(R)50,51
Vg

∑

+ G Vg C
= CL(R)
L(R) L(R)

L(R)

where CL(R) is the coupling matrix of the molecule and the left
(right) metallic electrode. The total Hamiltonian of the system in
the presence of the external electric fields due to Vg is represented as
(6)

Figure 2. Effects of conformational changes at the gate arm of the molecules on its total energy of the system. The zero of energy is aligned to the
ground-state energy of the system. “O” corresponds to the ground-state
configuration and “A” and “B” represent the cases when IC2 is rotated
with regard to IC1 by 30°, anticlockwise and clockwise, respectively.

where H is the Hamiltonian in the absence of external
perturbations and H′ and H″ represent perturbations due to applied
gate field and the geometric perturbation applied at the gate arm,
respectively. Essentially, H′ = −ε⃗g × ∑i ri, where ε⃗g is the applied

rotation of IC2 reduces the stability of the system slightly more
than that of the clockwise rotation (energy barrier between
state “A” and “O” is 0.18 eV and that of “O” and “B” is 0.13 eV).

HT [E , Eg ] = H 0 + H′ + H″
0
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configurations. Considering Figure 4a, we clearly note a direct
correlation between the magnitude of the transmission function
and the tunneling current in the device system. For example,
the transmission function associated with configuration “A” is
much higher than that of the other two configurations, leading
to a current an order of magnitude larger compared with those
for other configurations. It is, therefore, evident that the
conformational change in the unbiased branch of the molecule
enhances the electron tunneling probability in the biased
arms (conduction channel) in the present architecture. It is
interesting to note that similar chemical gating effect, that is,
conformational change in a branched arm of biological
macromolecules, lead to significant changes in charge transfer
across other ends of the molecule.26−28 The same phenomenon
also plays a key role in the modulation of chemical-gated
ion-channel current, where conformational changes in transmembrane proteins opens or closes the ion-channel pores.31
To understand further the origin of the higher current in “A”,
we examined the effect of conformational gating on the MO
energy levels of the complex architecture, shown in (Figure 5a).
We notice that the conformational gating changes neither the
highest occupied (HO)−lowest unoccupied (LU) MO gap of
the system nor the dipole moment associated with “A” and “B”
significantly from that of the ground state (“O”). However, a
considerable rearrangement of the molecular energy levels takes
place in the MO energy levels in the regime further down
(HOMO-4 and below) (Figure 5a).
Figure 6a shows the nature of HOMO’s in all the three cases,
“O”, “A”, and “B”, where it appears that the conformational
gating affects the current via localization/delocalization of
the electronic wave function in the conduction channel. For
example, the wave function is relatively more localized toward
the conduction channel for configuration “A”, resulting in a
higher transmission function as compared with that of “O” and
“B”. In other words, the nonplanar orientation of the π-electron
moieties at the gate arm lifts the carriers up to the S-D channel
from the G arm, leading to a high-conducting (ON) state for
the system. Our results can be correlated with the role of
conformational gating in the photosynthetic reaction center30
and enzyme specificity where the conformational gating in the
enzyme simply turns the active site to the inert toward the
substrate and vice versa32 via charge transfer mechanism. The
current modulation (ION/IOFF) by pure conformational gating
(Vg = 0) is found to be ∼14 at Vds = 2 V (Figure 3).
3.B. Voltage Gating. For the voltage gating, the Id−Vds
characteristics were found to be independent of gate field in the

In the architecture described above (Figure 1), the effect of
an applied field between the S and D ends acts as a perturbation to polarize the charge distribution and mix one-electron
energy levels of the system. The additional perturbation along
the G arm likely induces additional change in the spatial
distribution of the electron charge density and therefore the
one-electron energy levels of the system. Specifically, we consider:
(i) Conformational change in the gate molecule via rotation
of IC2 with regard to IC1 (Figure 1)
(ii) Perturbation due to the electric field parallel to the gate
arm, which is symmetric with respect to source and drain
but asymmetric in the gate direction
First, we shall discuss the effects of these perturbations
individually and then the combined effects of (i) and (ii).
3.A. Conformational Gating. In Figure 3, we show the
effect of conformational changes at the gate arm of the mole-

Figure 3. Effect of the conformational gating at the gate arm of the molecule on its Id−Vds curves. The “O” corresponds to the ground state and
“A” and “B” correspond to 30° anticlockwise and clockwise rotation of
IC2 relative to the ground-state configuration of the device, respectively.

cule on its Id−Vds characteristics. When no gate voltage is
applied, the three-terminal device should ideally behave like a
two-terminal device. It may be seen from Figure 3 that the
response of the device to the applied bias voltage is insignificant
for configurations “O” and “B” even when the bias is high
(Vds = 2 V). The current rises steeply for the configuration “A”
(i.e., IC2 is out-of-plane relative to IC1 by ∼60°) with Vds >1.6 V.
To understand the calculated Id−Vds characteristics, we
examined the transmission functions, shown in Figure 4a, for all

Figure 4. Effect of the conformational gating at the gate arm on the transmission functions responsible for the Id−Vds curves for (a) Vg = 0 and (b) Vg = 3 V.
4843
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Figure 5. Evolution of molecular spectra of the extended molecule under (a) conformational gating and (b) both the conformational and voltage
gating. Zero of the energy represents the Fermi energy of the system. A square indicates the significant rearrangement.

Figure 6. Evolution of HOMO for (a) conformational gating (i.e., “A”, “O”, and “B” configurations) and (b) both conformational and voltage gating.
An isovalue of 0.002 e/bohr3 (1/10th of the default) is used.

low bias field regime, that is, Vds < 1 V. However, with increase
in Vds, Id increases dramatically (Figure 7) due to the resonant
tunneling, as previously discussed.12,32 It has been previously
noted that the intrinsic dipole moment and the induced
polarization of the molecule due to the applied external
perturbation play an important role on quantum transport in
molecular systems.33 Therefore, it is useful to examine the
relationship of dipole moment, polarization, and energy-level
mixing with the switching behavior noted here. Although the
system has a zero dipole moment along the S-D arm, the

polarity along the G arm produces a permanent dipole moment
along the z direction, ensuring a strong electrostatic coupling
between the gate arm and rest of the molecular architecture.
Moreover, the dipole moment varies significantly and almost
linearly with the external electric field. The positive field
enhances the dipole moment and lowers the energy of the
system. From the examination of the evolution of MO energy,
He et al. explained that the gap between the MOs representing
the donor (D) group and the acceptor (A) group narrows with
a positive field (enhancement mode), and thus the current
4844
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a higher response current for Vg = 2 and 3 V at the lower bias
voltage (Vds = ∼0.5 V) (Figure 8a−c). The current for “O”,
however, seems to increase steadily with increase in Vg (Figure
8a−c). It is clear that the effect of voltage gating in this threeterminal architecture critically depends on the geometry and
shows a peculiar behavior when the system is away from the
equilibrium geometry.
To summarize the combined effects, we looked into the socalled transfer curve (Id vs Vg) for Vds = 2 V in Figure 9. Here Id
for “O” increases steadily with Vg, as can be expected in the case
of “voltage gating only” (Figure 7). For configurations “A” and
“B”, Id shows diminishing oscillatory behavior with increasing
Vg. It may also be noted that the magnitude of Id oscillates in
the cases of “A” and “B” with a phase factor of π/2. Note
that the conformational changes given to IC2 in “A” and “B”
are opposite in nature, that is, anticlockwise and clockwise
rotations, respectively. As the voltage gating is turned on, the
magnitude of transmission function (Figure 4b) reduces
significantly and thus explains the lower current for Vg ≠ 0.
Despite the reduction in the HOMO−LUMO gap (Figure
5b) due the applied Vg, the magnitude of Id decreases for a
nonzero value of Vg. It may be due to the fact that Vg shifts
MOs relative to the case of Vg = 0, affecting the rearrangement
found in Figure 5a. For example, the wave function is more
localized in the conduction channel when Vg = 0 (Figure 6a)
for “A” relative to that when Vg = 3 V, shown in Figure 6b.
Obviously, higher degree of localization of the electronic wave

Figure 7. Id−Vds curves for the ground state of the device under
various applied gate voltages.

increases significantly.12 The current modulation reaches its
maximum (ION/IOFF = 160) when Vg = 3V at Vds ≈ 1.4 V.
3.C. Conformational and Voltage Gating. When we
consider the combined effects of the conformational changes
and the gate field, the architecture shows a peculiar behavior
in its Id−Vds characteristics. Application of the gate field in
the conformational-gated “ON” state reduces the magnitude of
current. For Vg = 1 V, the response of the device in
configuration “B” to the bias voltage, Vds > 1, dominates over
the other configurations. The configurations “A” and “O” show

Figure 8. Effects of conformational and voltage gating; Id−Vds curves for all three conformations at: Vg = (a) 1, (b) 2, and (c) 3 V.
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Figure 9. Transfer curve representing variation of Id as a function of
applied Vg at Vds =2 V. The ground state of the device is “O”. The
current corresponding to the configuration “A” and “B” varies with the
applied Vg with a phase factor of Π/2.
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function along the conduction channel at Vg =3 V found in
configuration “A” (Figure 6b) explains the higher transmission
(Figure 4b) and therefore higher current in Figure 9.
The maximum current modulations with respect to the
ground-state modulation [ION/IOFF] are 7.1, 1.2, and 1.2 for
Vg = 1, 2, and 3 V, respectively, in the presence of conformational
and voltage gating. Note that the ION/IOFF under the effect of
exclusive conventional and conformational gating was found to
be 16012 and 14. Therefore, we may conclude that the current
modulation reaches its maximum value when either conventional or conformational gating is applied and diminishes under
their conjugal effects.
Although our objective in this study is to look into the
possibility to control the current in a molecular transistor by
conformational change instead of the conventional gating, it is
worth mentioning that it is possible to rotate IC2 relative to the
rest of the gate-arm architecture experimentally. We are aware
of the potential difficulties to achieve the above-mentioned
conformational change via induced electric field effect,52,53
which would possibly interfere with the gate field, and it would
be difficult to distinguish their effects separately. In recent
experiments, however, photoinduced conformational changes54
and thereby realization of electronic switches55,56 in metal−
molecule−metal junctions have been a viable practice. Because
inclusion of a third electrode (for voltage gating) is likely to
change the molecular geometry that the performance of the
transistor critically depends on (Figure 9), it might be more
desirable to implement the photon-assisted conformational
gating via UV-irradiation56 in real experiments.
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4. SUMMARY
In summary, a nonplanar orientation of IC2 at the gate arm leads
to a highly conductive “ON” state of three-terminal molecular
architecture under biased conditions due to the charge transfer
from the gate arm to the conduction arm (channel) of the
molecule. This is similar to the conformational gating effect in
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