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ABSTRACT: Understanding and controlling electron trans-
port through functional molecules are of primary importance
to the development of molecular scale devices. In this work,
the single molecule resistances of meso-to-meso ethyne-bridged
(porphinato)zinc(II) structures (PZnn compounds), con-
nected to gold electrodes via (4′-thiophenyl)ethynyl termini,
are determined using scanning tunneling microscopy-based
break junction methods. These experiments show that each
α,ω-di[(4′-thiophenyl)ethynyl]-terminated PZnn compound
(dithiol-PZnn) manifests a dual molecular conductance. In
both the high and low conductance regimes, the measured resistance across these metal−dithiol-PZnn−metal junctions increases
in a near linear fashion with molecule length. These results signal that meso-to-meso ethyne-bridged porphyrin wires afford the
lowest β value (β = 0.034 Å−1) yet determined for thiol-terminated single molecules that manifest a quasi-ohmic resistance
dependence across metal−dithiol-PZnn−metal junctions.

KEYWORDS: Molecular conductance and devices, meso-to-meso ethyne-bridged (porphinato)zinc(II) wires, ohmic electron transport,
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Controlling electron transport through molecular bridges that
link two electrodes represents a basic step toward the
development of sophisticated nanoscale devices.1,2 As such,
there is keen interest in the electrical properties of individual
molecules and in understanding how parameters that include
the nature of π-conjugation, magnitude of optical and
potentiometric band gaps, molecular length, electrode material,
and mode of molecule-to-electrode connectivity, impact
molecular electrical conductance and transport mechanisms.3−5

A variety of techniques has been developed to construct
metal−molecule−metal junctions and evaluate electrical
functionality; these have included conducting atomic force
microscopy,6,7 crossed-wire tunnel junctions,8 magnetic-bead
junctions,9 and nanopores10,11 as well as mechanically
controlled12−14 and scanning probe microscopy (SPM) break
junctions, i.e., scanning tunneling microscopy (STM) and
conducting probe atomic force microscopy (C-AFM) break
junctions.2,15−22 These methods have been utilized to evaluate
the conductances of widely varying molecular structures,16,17,23

with SPM-based break junction techniques showing particular
efficacy to interrogate conjugated structures having substantial
length (>20 Å),24−29 including oligophenyleneimines (OPIs),7

butadiyne-bridged multi(porphyrin) systems,15,28 oligothio-
phenes , 24 poly(p -phenyleneethynylene)s , 25 o l igo-
(pentaphenylene)s,26 and oligo(tetrathiafulvalene-pyromellitic-
diimide-imine)s.27 Frisbie et al. have chronicled a change in

charge transport mechanism in OPIs from tunneling to
hopping as a function of molecular wire length,7 while Tao et
al. have detected a similar mechanistic transition through
temperature-dependent measurements of conductance.26 Nich-
ols, Anderson, and co-workers have reported recently analyses
of temperature-dependent conductance measurements that
suggest that phase coherent tunneling, as opposed to charge
hopping, is responsible for the weak length dependence of the
measured conductance in butadiyne-bridged multi(porphyrin)-
based wires.15,28

Charge transport through metal−molecule−metal (m−M−
m) junctions has been investigated by measuring conductance
(or resistance) as a function of molecular length (L).15,17 In the
tunneling regime, where most molecular junctions operate,17,28

the junction resistance (R) increases approximately exponen-
tially with L, and correspondingly the magnitudes of measured
molecular conductances (σM values) decrease exponentially
with molecular length. The junction resistance is described by
eq 1:

β=R R Lexp( )0 (1)
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Here R0 is an effective contact resistance and β is a decay
constant for transmission across a barrier extracted from fitting
an exponential to experimental resistance values; β depends on
the structure of the molecular backbone and characterizes the
distance dependence of the experimentally determined single
molecule resistance. For the typical case, where the metal Fermi
energies are off resonance with the molecular cation or anion
state energies, molecule-mediated tunneling (superexchange)
governs transport in m−M−m junctions; the resistance across
such junctions gives rise to an approximate exponential decay of
measured conductance with increasing molecular length. While
single-step tunneling is mediated by the eigenstates of the
bridging molecule, these states are populated only virtually, and
the tunneling rate decays exponentially with molecular length.
On the other hand, when metal Fermi energies are resonant
with the relevant bridge states, electrons (or holes) are injected
directly into the bridging molecule; in such cases, the distance
dependence of the conductance is weak, and correspondingly
small values of β, consistent with transport via carrier injection,
are manifest.17 Relatively few molecular wire systems have been
delineated that display near-linear dependences of conductance
with molecular length (i.e., β < 0.1 Å−1).15,17,25 While both
molecular wire topology and the nature of molecule-to-
electrode connectivity17 play important roles in modulating
charge transport barriers and mechanisms, it is an open
question whether molecular design can provide organic single
molecules that manifest ohmic behavior (R ∝ L).
Relative to many classes of conjugated structures for which

single molecule charge transport measurements have been
made, meso-to-meso ethyne-bridged (porphinato)zinc(II) struc-
tures (PZnn compounds, Figure 1) manifest exceptional
electronic structural characteristics. These include: (i) low-
energy π−π* excited states that are polarized exclusively along
the long molecular axis; (ii) intensely absorbing S1 → Sn
transitions that extend deep into the near-infrared spectral
region; (iii) the largest hole polaron delocalization lengths yet

measured for single molecules; (iv) impressive dark and photo
conductivities; and (v) unusually large polarizabilities.30−45

Congruently, these structures have been utilized in a number of
nanoscale devices that take advantage of their remarkable
optoelectronic properties.46,47

In this work, PZnn single molecule conductances are
investigated using STM break junction methods. In order to
facilitate comparisons to the significant body of measured single
molecule conductances determined across Au−molecule−Au
junctions, we exploit thiol-based anchoring groups in these
structures. Our results show that there are two sets of molecular
conductance values for each α,ω-di[(4′-thiophenyl)ethynyl]-
terminated PZnn structure (dithiol-PZnn, Figure 1) and that
the measured resistances across metal−dithiol-PZnn−metal
junctions increase in a near linear fashion with molecule length.
The β value determined experimentally from the length
dependence of dithiol-PZnn resistance corresponds to 0.034
Å−1; these structures thus afford the lowest β value yet
determined for thiol-terminated single molecules.
The design, synthesis, and characterization of S-acetyl-

protected α,ω-di[(4′-thiophenyl)ethynyl]-terminated PZnn
compounds (PZnn-SAc structures) as well as details concerning
the STM break junction experiments are described in the
Supporting Information. Individual current−distance traces
obtained for dithiol-PZn1 (Figure 2A) were determined
utilizing a sample prepared by a short time (2 min) assembly
procedure (Supporting Information) and measured at a tip−
sample separation rate of 10 nm·s−1. In these experiments, note
that the current first decreased exponentially as the tip−
substrate separation increased and then plateaued, before the
current dropped down close to zero (Figure 2A). The current
steps/plateaus chronicle the bias voltage-dependent conduc-
tances2 of molecular junctions formed between the two
electrodes.
Three types of current−distance traces were observed in

these experiments: (i) those having low-conductance (LC)

Figure 1. Schematic describing STM break junction-based single molecule conductance measurements for the α,ω-di[(4′-thiophenyl)ethynyl]-
terminated PZnn compounds (dithiol-PZn1 (A), dithiol-PZn2 (B), and dithiol-PZn3 (C)) examined in this study.
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current steps (red traces, Figure 2A); (ii) those having high-
conductance (HC) current steps (blue traces, Figure 2A); and
(iii) those that feature both types of conductance steps (black
traces, Figure 2A). Note that HC steps are noisier than LC
steps (Figure 2A) and result in a broader current peak in the
Figure 2B current histogram. While the ratio of observed
LC:HC current−distance traces is ∼2:1, note that traces
featuring both LC and HC values are infrequent (∼0.3% of all
recorded traces for dithiol-PZn1 and ∼1% and 0.6% for
dithiol-PZn2- and dithiol-PZn3-based molecular junctions,
respectively. (See Figures S3 and S4, Supporting Information).

The Figure 2B histogram analysis of dithiol-PZn1 con-
ductance shows current maxima of 0.22 ± 0.03 and 0.99 ± 0.10
nA, corresponding to molecular conductances of 2.2 and 9.9 nS,
respectively, at the Vbias of 0.10 V (Table 1). Experiments at
other bias voltages (0.05, 0.10, 0.20 V) provide a current vs Vbias
plot and yield consistent values of 2.23 ± 0.26 nS (2.88 × 10−5

Go) and 9.91 ± 1.15 nS (1.28 × 10−4 Go) for the respective LC
and HC. No difference was observed between the positive bias
and negative bias [i.e., bias voltages of 0.1 and −0.1 give
identical molecular conductance values for these dithiol-PZnn
systems (Figure S2, Supporting Information)]. Note that the
dithiol-PZn1 LC value is comparable to that reported for a
related functionalized (porphinato)zinc(II) monomer (2.13 ±
0.28 nS; 2.75 × 10−5 Go) investigated by Anderson, Nichols et
al.15 However, these investigators did not observe a
corresponding HC response similar to that described.
While measured dual conductances have not been reported

previously for porphyrin-based single molecules, dual/multiple
conductances have been reported in other molecular systems
interrogated via STM break junction methods.48−52 Multiple
conductance responses are generally thought to derive from
variations in the molecule−electrode contact geometry or
changes in molecular conformation or geometry in the junction
that occur during stretching within the STM gap.53 For
instance, Wandlowski et al.50 ascribed the origin of three
measured conductance values to three possible molecular
conformations, while Haiss et al.54 attributed three measured
conductance values to differences in the contact geometry
between the electrodes and the molecular thiol termini. Tao et
al. noted dual conductances for octanedithiols in Au−
molecule−Au junctions and interpreted these results as arising
from possible molecule−electrode contact geometries in which
the thiol group is positioned on either a gold pyramidal (top)
or a gold pyramidal vacancy (hollow) site.48 According to the
hypothesis put forth by Tao and co-workers, thiol connectivity
to a hollow site provides a larger conductance than binding to a
top site.48 These authors report an observed HC:LC ratio of
2:1, consistent with the top:hollow site ratio.48 As the dithiol-
PZnn conductance data feature an HC:LC ratio of ∼1:2, the
observed dual conductance behavior may not trace its genesis
to the effect described by Tao et al., unless the potential energy

Figure 2. (A) Exemplary current−distance traces recorded during
STM break junction experiments for dithiol-PZn1 molecular junctions
at Vbias = 0.10 V. Red, blue, and black responses represent typical
respective low, high, and mixed LC/HC traces. (B) Histogram analysis
of dithiol-PZn1 conductance determined from STM break junction
experiments carried out at Vbias = 0.10 V. Arrows indicate low- and
high-current (red and blue, respectively) steps (A) and LC and HC
current peaks (B). The inset shows the magnification of the peak in
the HC region of (B).

Table 1. Molecular Lengths, Single Molecule Conductances,
and Molecular Resistances of dithiol-PZn1−3 Structures

molecule dithiol-PZn1 dithiol-PZn2 dithiol-PZn3

length (Å)a 24.3 35.2 46.1
conductance (nS) 2.21 ± 0.31 (LC) 1.56 ± 0.12 (LC) 1.05 ± 0.10 (LC)

9.91 ± 1.02
(HC)

6.99 ± 0.49
(HC)

4.67 ± 0.78
(HC)

resistance (GΩ) 0.45 ± 0.06 (LC) 0.64 ± 0.05 (LC) 0.95 ± 0.11 (LC)
0.10 ± 0.01

(HC)
0.14 ± 0.01

(HC)
0.21 ± 0.03

(HC)
aCorresponds to the S atom-to-S atom distance for α,ω-di[(4′-
thiophenyl)ethynyl]-terminated PZnn compounds computed from
molecular geometry optimization (Accelrys Materials Studio).

Figure 3. Natural logarithmic plots of measured resistance versus
molecular length for dithiol-PZn1−3 structures. The red and blue lines
correspond to separate analyses of the resistance values obtained
respectively from the LC and HC data. The β values are calculated
through the semilogarithmic plot of resistance and molecule length
based on R = R0 exp(βL).
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surfaces for Au top and hollow sites are significantly modified
by dithiol-PZnn attachment relative to those which exist for
octanedithiol.
While ascribing origins to the multiple conductance

responses of molecules can be controversial, the rigid,
conformationally inflexible nature of dithiol-PZnn structures
suggest that the observed dual conductance in the present study
is not a consequence of different possible molecular
conformations but is likely congruent with a model proposed
recently by Venkataraman et al.,49 in which LC values derive
from charge transport through fully stretched molecules within
the junction, while HC stems from transport through molecules
bound at an angle with respect to the electrode surface normal.
Similarly for dithiol-PZn2 and dithiol-PZn3, 10 000−20 000

current−distance traces were recorded for a given bias voltage,
and identical statistical analyses were utilized to determine
single molecule resistance and conductance values. Typical

STM images of molecule-modified electrode surfaces, exem-
plary current−distance traces, and corresponding conductance
histogram analyses for dithiol-PZn2 and dithiol-PZn3 can be
found in Figures S3 and S4, Supporting Information. Akin to
dithiol-PZn1, dual conductances were also detected for both
dithiol-PZn2 and dithiol-PZn3. Interestingly, these data
demonstrate that the measured resistances of these meso-to-
meso ethyne-bridged (porphinato)zinc(II) structures increase
only marginally with increasing m−M−m distance; note that
for dithiol-PZn1−3, R increases from 0.45 ± 0.06 to 0.95 ± 0.11
GΩ in the LC regime and from 0.10 ± 0.01 to 0.21 ± 0.03 GΩ
in the HC regime, as molecular length increases from 24.3 to
46.1 Å (Table 1). The near-linear relationship of resistance vs
molecular length (Figure 3) suggests quasi-ohmic charge
transport characteristics for dithiol-PZnn wires. Note that the
β values determined from the length dependence of the
measured dithiol-PZnn resistances correspond to 0.034 ±

Figure 4. Comparative distance dependences of experimentally evaluated single molecule resistances determined from charge transport
measurements across Au−molecule−Au junctions for benchmark thiol-terminated molecular wire frameworks. For these systems, β was determined
from an analysis of distance-dependent molecular resistance data based on eq 1 [R = R0 exp(βL)]: (A) alkanes;

23,50 (B) alkane-viologen hybrids;18

(C) oligoacenes;55 (D) oligophenyleneimines;7 (E) oligo(p-fluorene)s;29 (F) oligo(p-phenyleneethynylene)s;17,25 (G) meso-to-meso butadiyne-
bridged (porphinato)zinc oligomers;15 and (H) meso-to-meso ethyne-bridged (porphinato)zinc wires (dithiol-PZnn structures; this work).
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0.007 and 0.034 ± 0.006 Å−1, respectively, for the LC and HC
data. Placing these results within the broader context of
benchmark molecular wire frameworks that utilize thiol-based
anchoring groups for which the distance dependence of single
molecule resistance has been determined from charge transport
measurements across Au−molecule−Au junctions (Figure 4),
the β values for dithiol-PZnn wires represent the smallest yet
determined for thiol-terminated single molecules. It is also
noteworthy that the β values determined for dithiol-PZnn are
diminished relative to that reported by Anderson, Nichols et al.
for corresponding meso-to-meso butadiyne-bridged (porphina-
to)zinc oligomers (0.04 ± 0.006 Å−1).15,28 Given the
Anderson−Nichols temperature-dependent transport data
congruent with a coherent charge transport mechanism28 and
the established relationship of the potentiometrically deter-
mined frontier orbital energies of ethyne- and butadiyne-
bridged (porphinato)zinc structures,35,38 we posit that these
dithiol-PZnn wires similarly manifest apparent coherent charge
transport.
In conclusion, single molecule resistances of meso-to-meso

ethyne-bridged (porphinato)zinc(II) structures (PZnn com-
pounds) interconnected to gold electrodes via (4′-thiophenyl)-
ethynyl termini were determined using STM break junction
methods. These experiments show that each α,ω-di[(4′-
thiophenyl)ethynyl]-terminated PZnn compound (dithiol-
PZnn) manifests a dual molecular conductance; congruent
with earlier literature, the LC values derive likely from charge
transport through a fully stretched molecule within the
junction, while the measured HC stems from transport through
a molecule bound at an angle with respect to the electrode
surface normal. In both the HC and LC regimes, the measured
resistance across these metal−dithiol-PZnn−metal junctions
increases in a near linear fashion with molecule length. The
decay constants β, extracted from fitting an exponential to these
distance-dependent experimental resistance values, are 0.034 ±
0.007 and 0.034 ± 0.006 Å−1, respectively, for the LC and HC
data. Due to the small magnitude of β determined for these
dithiol-PZnn structures, it is important to underscore that
tunneling, resonant, and hopping processes may all contribute
to current mediation. The combination of apparent coherent
single molecule charge transport and β = 0.034 Å−1 gives rise to
a quasi-ohmic resistance dependence across metal−dithiol-
PZnn−metal junctions. This work motivates further studies that
(i) probe the extent to which tunneling and resonant transport
mechanisms operate in these systems and (ii) examine the
degree to which m−M−m junction resistances may be
diminished through modulation of molecule−electrode elec-
tronic coupling.17
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