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ABSTRACT: Controlling charge transport through individual
molecules and further understanding the effect of anchoring
groups on charge transport are central themes in molecule-
based devices. However, in most anchoring effect studies, only
two, or at most three nonthiol anchoring groups were studied
and compared for a specific system, i.e., using the same core
structure. The scarcity of direct comparison data makes it
difficult to draw unambiguous conclusions on the anchoring
group effect. In this contribution, we focus on the single
molecule conductance of porphyrins terminated with a range of anchoring groups: sulfonate (−SO3

−), hydroxyl (−OH), nitrile
(−CN), amine (−NH2), carboxylic acid (−COOH), benzyl (−C6H6), and pyridyl (−C6H5N). The present study represents a
first attempt to investigate a broad series of anchoring groups in one specific molecule for a direct comparison. It also is the first
attempt, to our knowledge, to explore single molecule conductivity with two novel anchoring groups sulfonate (−SO3

−) and
hydroxyl (−OH). Our experimental results reveal that the single molecule conductance values of the porphyrins follow the
sequence of pyridyl > amine > sulfonate > nitrile > carboxylic acid. Electron transport calculations are in agreement that the
pyridyl groups result in higher conductance values than the other groups, which is due to a stronger binding interaction of this
group to the Au electrodes. The finding of a general trend in the effect of anchoring groups and the exploration of new anchoring
groups reported in this paper may provide useful information for molecule-based devices, functional porphyrin design, and
electron transfer/transport studies.

■ INTRODUCTION

Nanoscale devices incorporating individual molecules have
been achieved in some systems1,2 using tailored molecules as
functional electrical components to perform certain operations,
e.g., transistors,3 amplifiers,4 and switches.5 Measuring and
understanding the electrical characteristics of single-molecule
conductance (SMC) in molecular electronics is as important as
determining the electrical properties (conductance/resistance,
switching, gating) of macro devices in conventional elec-
tronics.6,7 One effective approach to measuring the con-
ductance of single molecules is the scanning tunneling
microscopy (STM) break junction technique8 initially demon-
strated by Tao9 and developed by other groups.10−15 In this
method, functional (anchoring) groups were introduced to
behave as “alligator clips” connecting a molecule to two
electrodes (an STM tip and a substrate), making it possible to
measure single molecule/junction conductance.16 In the
simplest qualitative analysis, the conductance of a single
molecule in a nanoscale junction is determined by both the
resistance of the molecular core (R2, Figure 1B) and the
contact resistance (R1, Figure 1B). Thus, understanding the
effect of anchoring groups on electron transport through
individual molecules is paramount to fabricating molecular
devices as well as the accurate measurement and understanding

of the electrical conductance of moleculesthe basic building
blocks in molecular electronics.
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Figure 1. (A) Schematic of a porphyrin connected to two electrodes in
an STM break junction with different anchoring groups; (B)
illustration of a porphyrin (R2) terminated with one of the seven
distinct groups (R1) investigated in this study. The local resistances
(R1, R2) are for heuristic purposes.
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The effect of anchoring groups on single molecule
conductance (SMC) has been explored by using different
molecular systems16−18 and anchoring groups, including
thiol,3,19 carbothioate (−CS2H),14,20 isocyanide (−NC),10,16,18
nitrile (−CN),21−23 amine (−NH2),

11,15,17 pyridine,24 full-
erene,25,26 carboxylic acid (−COOH),17 selenium (−Se),27
tellurium (−Te),27 nitro (−NO2),

22 and isothiocyanate
(−NCS).28 However, these groups have been investigated
most frequently when connected to nonhighly conjugated
molecular cores, e.g., saturated alkanes,15,17,29 that are expected
to have poor intrinsic conductivity, rather than in highly
conjugated systems30 that are more probable candidates for
molecular wires, though there are a few reports of comparison
of anchoring groups in conjugated systems.16,22,23 In saturated
systems, the resistance from the core structure (R2, Figure 1B)
is higher and, as a consequence, the anchoring effect is
diminished. Furthermore, in most existing anchoring effect
studies, only one, two,15,16,18 or at most three nonthiol17,22,23

anchoring groups were studied and compared for a specific
system, i.e., using the same core structure. Thus, our current
understanding of the effect of anchors is mainly from results
using different molecular cores under different experimental
conditions and/or measuring techniques. This can be
considered an “indirect” comparison. A direct comparison
would require measurements of a range of anchoring groups on
the same molecular core with a single technique. The scarcity of
direct comparison data makes it difficult to draw unambiguous
conclusions on the anchoring group effects.
As a unique class of compounds, porphyrins play an

important role in biological processes (transport of oxygen,
biocatalysis, etc.). The study of electron transport through
porphyrins is fundamentally important to many fields, e.g.,
biological engineering and sensors. Nevertheless, only a few
studies on SMC of porphyrin derivatives31−33 or wires34,35 have
been reported and the detailed understanding of electron
transport through porphyrins is still insufficient. Except for two
reports by Nichols et al., employing pyridyl anchoring
groups,34,36,37 all other studies have focused on the SMC
measurement of thiolated porphyrin derivatives,31,32,35,38 and
there is no report, to the best of our knowledge, of the
anchoring effect on the SMC of porphyrins.
In this paper, we choose porphyrins as a backbone/core

structure and focus on the SMC of porphyrins terminated with
a range of nonthiol anchoring groups: sulfonate (−SO3

−),
hydroxyl (−OH), nitrile (−CN), amine (−NH2), carboxylic
acid (−COOH), benzyl (−C6H6), and pyridyl (−C6H5N),
named TSPP, THPP, TNPP, TAPP, TCPP, TPP, and TPyP,
respectively (Figure 1, Figure S1). Our results reveal that the
SMC of porphyrins follows the sequence of pyridyl > amine >
sulfonate > nitrile > carboxylic acid. Calculations show that
electron-donating and electron-withdrawing groups can change
the energy of the LUMO and HOMO. However, the HOMO−
LUMO gaps (for the porphyrins studied here) are almost the
same. Possible correlations between SMC and a number of
different parameters such as binding strength, electron-
donating/withdrawing effect, electron density, energy band
gap between the highest occupied molecular orbital (HOMO)
and lowest unoccupied molecular orbital (LUMO), etc. are
discussed.

■ EXPERIMENTAL SECTION
1. Chemicals. 5,10,15,20-Tetraphenyl-21H,23H-porphine

(TPP, >99%) was obtained from Sigma-Aldrich; 5,10,15,20-

tetra(4-pyridyl)-21H,23H-porphine (TPyP, synthetic, 97%)
was obtained from Aldrich. Tetra(4-carboxyphenyl)porphine
(TCPP), tetra(4-cyanophenyl)porphine (nitrile side groups,
TNPP); tetra(4-aminophenyl)porphine (TAPP), 5,15-di(4-
pyridyl)-10,20-diphenylporphyrin (p-DPyP), 5,10-di(4-pyrid-
y l ) -15 ,20 -d ipheny lpo rphy r in (o -DPyP) , t e t r a(4 -
sulfonatophenyl)porphine (TSPP), and tetrahydroxyphenyl-
porphine (THPP) were obtained from Frontier Scientific
(synthetic, >95%). Chloroform (anhydrous, >99%), tetrahy-
drofuran (THF, anhydrous, >99.9%, inhibitor free), and
mesitylene (1,3,5-trimeththylbenzene, puriss, >99.0%) were
obtained from Sigma-Aldrich. Ethanol (absolute, anhydrous,
ACS/USP grade) was obtained from Pharmco-Aaper.

2. Modification of Electrode with Molecules. The
Au(111) substrate electrode for break junction experiments was
a single crystal disc (10 mm diameter, 2.0 mm thick) purchased
from MaTeck, Germany. Gold wire (0.25 mm in diameter,
premion, 99.999%) was purchased from Alfa Aesar. STM tip
electrodes were prepared by mechanically cutting a gold wire.
Before each experiment, single crystal substrates were

annealed for 2 min in a hydrogen flame at red heat, followed
by quenching in ultrapure (Milli-Q) water saturated with
hydrogen and then dried with a stream of high purity argon.
Molecular modification of the electrodes took place by
immersing the dry gold crystal in 0.05 mM chloroform or
tetrahydrofuran (TCPP, TNPP, THPP) or ethanol (TSPP)
solution containing target molecules for 1 min at room
temperature followed by rinsing with the pure solvent 3 times.

3. STM Break Junction Experiments. The STM break
junction experiments were carried out with a Molecular
Imaging Picoscan or Picoplus microscope (Agilent), using
Picoscan 5.3.3 software. We first cleaned a Teflon liquid cell
and Teflon O-ring with Piranha solution and rinsed the cell and
O-ring with the ultrapure water and dried them first with argon
and then in an oven at 110 °C for 30 min. Then, the cell and O-
ring were assembled onto the molecule-modified electrode and
mesitylene solvent was added to the STM cell.
Parameters were set up to allow the STM program to drive

the tip to approach the molecule-modified electrode, typically
at a bias voltage (Vbias) of 0.2 V and tunneling set point (iT) of
0.1 nA. After the STM tip was engaged, the electrode surface
was first imaged by STM in constant current mode confirming
a clean surface and a sharp tip with typical parameters: iT = 0.1
nA, Vbias = 0.1 V; scan size = 200 nm × 200 nm, scan speed =
200−500 nm/s. The z-direction drift of the tip was checked by
switching off the STM feedback loop and simultaneously
monitoring the tunneling current versus time. When the
tunneling current changes by less that 20% in 10 s, we regard
the drift as substantially reduced. At that point the tip was
positioned on a large terrace (about 100 nm wide or more).
Then the STM feedback loop was switched off and the tip was
driven into contact with the substrate to form a junction at a
sweep rate of 10−20 nm/s. The tip was then retracted to break
the contact. During the retracting process, the current versus
distance traces were recorded. The process of forming and
breaking of junctions was repeated many times and a large
number of current−distance traces were recorded, typically
5000 traces in our experiments for statistical analysis.

4. Single Molecule Conductance Measurement. We
deposited the target molecules on the gold substrate electrode
and drive another electrode (a gold STM tip) toward the
substrate electrode to form an electrode−electrode contact.
Then the STM tip was retracted from the substrate electrode to
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form metal nanojunctions. Extension of the metal nanojunction
results in quantized current steps (1 Go, 2 Go, etc.) in the
current−distance traces.9 Further retraction of the tip electrode
results in the breaking of the metal contact junction. If there is
no molecule bridging the two electrodes after the metal
junction/wire breaks, one observes current traces that
exponentially decay with retraction distance9 (Figure 2A,

gray). However, if a molecule bridges the gap between the
two electrodes, a molecular junction is formed, revealed as a
current plateau or step (Figure 2A black and colored traces) in
the current−distance trace.9

Several sample-stepped current−distance traces for TNPP
(Figure 2A) were measured at three biases (0.05, 0.1, and 0.2
V) with a tip displacement rate of 12 nm/s. The traces show
that the step/plateau currents increase with the bias voltage
applied. All the stepped traces were used to construct the
current histograms to determine the molecular conductance.
The stepped traces were selected based on the criteria that they
should contain at least one step longer than 0.05 nm. In
contrast to the gray curve in Figure 2A, constructed from
current−distance traces without steps, the black curve
constructed by 102 traces out of the total 1000 traces shows
a current maximum around 0.19 ± 0.03 nA at a bias voltage of
0.05 V (Figure 2B). The red and blue curves (Figure 2B) were
constructed from individual traces measured at biases of 0.1
(Figure 2A, red) and 0.2 V (Figure 2A, blue), and show the
current peaks of 0.38 ± 0.03 and 0.82 ± 0.07 nA, respectively.
The slope of the linear fit of the current vs bias voltage indicates

the molecular conductance of 4.11 ± 0.48 nS (5.3 × 10−5 Go,
where Go = 77 500 nS) (Figure 2).

■ COMPUTATIONAL DETAILS
1. Electronic Structure of Isolated Molecules. Density

functional theory (DFT) calculations on isolated molecules
were carried out with the GAMESS electronic structure
package.39 The approach used was to relax the geometry of
the molecules and to calculate the energies of their highest
occupied and lowest unoccupied molecular orbitals (HOMO/
LUMO). The B3LYP hybrid functional40,41 was used with the
6-31G(d) basis set.

2. Periodic Calculations of Molecule on Au Surface
and Two-Probe Relaxations. Periodic boundary calculations
were used to relax larger structures for calculating the binding
energy of the system shown in Figure 3A and the central region

for the two-probe transport structures shown in Figure 3B.
These calculations were carried out with the Vienna ab initio
simulation package (VASP),42,43 using the Perdew−Burke−
Ernzerhof generalized gradient approximation (PBE-GGA).44 A
projector augmented wave method was used for the ionic
potentials,45,46 with a kinetic energy cutoff for the plane wave
basis of 400 eV.
During the structure relaxations for the binding energy

(Figure 3A), all Au atoms in the surface were frozen to their
bulk positions while the Au adatom sitting on top and all other
atoms were allowed to relax until the net force was less than
0.01 eV/Å. The extended porphyrin molecule was truncated to
contain just the phenyl group immediately connected to the
anchoring group in order to save on computational cost. We
expect the general trend in binding energies for the different
anchoring groups not to be significantly affected by this smaller
model. For the two-probe structure relaxations (see Figure 3B),
all Au atoms were frozen to bulk positions with the exception of
the Au adatoms interacting with each end of the molecule. All
other atoms were allowed to relax until the net force was less
than 0.02 eV/Å. This procedure was repeated for various
electrode−electrode separations to find the minimum-energy
structure for each molecule. For all VASP calculations, sufficient
vacuum was included in the supercell so that the molecule
would not interact with its image in neighboring cells. Note that
even though these were periodic calculations, only the Gamma
point of the Brillouin zone was sampled since these supercells
are larger than 10 Å in each direction.

3. Electron Transport Calculations. The electron trans-
port calculations are performed on a two-probe geometry, as
the one shown in Figure 4. In this system, the left and right
electrodes are semi-infinite, repeating to the left and right,

Figure 2. (A) Examples of individual current−distance traces
measured during STM break junction experiments for tetra(cyano/
nitrile)porphine (TNPP) at Vbias = 0.05 (black), 0.1 (red), and 0.2 V
(blue). The gray curves represent traces without molecular junction
formation at 0.1 V; (B) current histograms constructed from stepped
current−distance traces measured at Vbias = 0.05 (black), 0.1 (red), and
0.2 V (blue), respectively. The gray background is built from the traces
without molecular junction formation. Inset: Current maximum from
the histogram in part B as a function of bias voltage. The solid line is a
straight line fit.

Figure 3. (A) Benzene with amine group interacting with Au adatom
on top of the Au(111) surface in a periodic supercell. (B) Periodic
structure used to relax the molecule between two Au electrodes.
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respectively. The central region contains the molecule of
interest as well as a portion of each electrode. The effects of the
left/right electrodes on the central region are included as self-
energy terms ΣL/R, as described below.
We used a quantum transport computation technique that

employs density functional theory (DFT) within the non-
equilibrium Green’s function (NEGF) formalism as imple-
mented in the Nanodcal electron transport code.47 This
approach has been extensively described in the literature (for
example, see refs 48 and 49), hence only a basic summary is
provided here. The NEGF-DFT technique is an iterative
procedure in which the Hamiltonian and the electronic
structure of the two-probe transport structure are calculated
by DFT in a conventional manner, but the levels are populated
based on nonequilibrium statistics obtained from the NEGF.
During this procedure, the retarded Green’s function at energy
E is obtained by inverting the Hamiltonian matrix, G(E) = [(E
+ iη)S − H − ΣL − ΣR]

−1, where H and S are the Hamiltonian
and overlap matrices for the central region determined with
DFT. η is a positive infinitesimal and ΣL/R are self-energies that
account for the effect of the left and right electrodes on the
molecular region. The self-energy is a complex quantity with its
real part representing a shift of the energy levels and its
imaginary part representing their broadening, which can be
expressed as the broadening matrix, ΓL,R = i(ΣL,R − ΣL,R

† ). The
self-energy is calculated within the NEGF-DFT formalism by
an iterative technique.50 From these quantities, the electronic
density matrix can be obtained as, ρ = (1/2π)∫ −∞

∞ [f(E,μL)
GΓLG

† + f(E,μR)GΓRG
†] dE, where μL,R are the electrochemical

potentials of the left and right electrodes and f(E,μ) is the
Fermi−Dirac function that describes the population for a given
energy and electrochemical potential. The density obtained
from the above equation is used in a subsequent DFT iteration
step and the cycle is repeated until self-consistency is achieved.
The transmission function is then obtained from the Green’s
function as T(E) = Tr(ΓLGΓRG

†), which represents the
probability that an electron with a given energy E transmits
from one electrode, through the molecular region, into the
other electrode. The transmission near the Fermi energy51 of
the electrodes is related to the low-bias conductance of the
molecule.
In the NEGF-DFT calculations, norm-conserving pseudopo-

tentials52 were used to describe the atomic cores and double-ζ
polarized (DZP) numerical orbitals for the valence electrons,
and the exchange-correlation was treated using the GGA-PBE
functional.50

■ RESULTS AND DISCUSSION
The SMC measurements (Experimental Section) were
performed for porphyrins with different nonthiol anchoring
groups, i.e., sulfonate (TSPP), hydroxyl (THPP), nitrile
(−CN), carboxylic acid (TCPP), amine (TAPP), and pyridyl
(TPyP). Note that neither sulfonate nor hydroxyl, to the best of
our knowledge, have been employed in SMC as anchoring
groups though they are popular functional groups in organic
chemistry. This motivates us to investigate the possibility of
using these groups as anchoring units in break junction
measurements. Our experiments show that the sulfonate group
can work as an anchor in STM break junctions (Figure 5).

Individual current−distance traces (Figure 5A) measured at
different bias voltages (0.05, 0.10, and 0.20 V) display current
step-like features corresponding to the formation of molecular
junctions between the STM tip and the substrate.9 The traces
show that the step/plateau currents increase with the applied
bias voltage. All the stepped traces were used to construct the
current histograms to determine the molecular conductance.
The stepped traces are 10−30% of the total recorded traces in
our experiments. The rest, exponentially decaying traces and
occasionally observed noisy traces (less than 5%), were rejected
because these curves contribute a large background peak near
zero current.14,17,53 (see the Experimental Section). The
current histograms in Figure 5B were constructed by using
263 (blue), 396 (black), and 409 (red) stepped traces from
each 2000 total traces showing current maxima at around 0.27,
0.52, and 1.05 nA, respectively. The molecular conductance
(5.2 nS) can be determined from the linear fit of current vs bias
plotting (Figure 5B, inset). The error bars (Table 1 and Figure
5) are based on the standard deviation of the most probable
conductance (peak of histogram) measured in multiple

Figure 4. Two-probe transport structure. The left and right electrodes
are repeated to infinity. The effect of the electrodes on the central
(molecular) region is included in the self-energies, ΣL/R.

Figure 5. (A) Example individual current−distance traces for tetra(4-
sulfonatophenyl)porphine (TSPP) measured at three biases: 0.05
(blue), 0.1 (black), and 0.2 V (red). (B) Current histograms
constructed for biases of 0.05, 0.1, and 0.2 V, respectively. Inset:
Current maxima from the histogram in part B as a function of bias
voltage. The solid line is a straight line fit.
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different experiments performed on different days. In addition,
there is a shallow broad peak at a higher current range (Figure
5B, blue) that could be due to the presence of multiple
molecules in a junction.9,17

The break junction experiment was performed in the same
way for porphyrins having nitrile (−CN, TNPP), carboxylic
acid (−COOH, TCPP), and amine (−NH2, TAPP) anchoring
groups. The SMC value determined by the statistical analysis of
current−distance traces from different experiments is 4.11 ±
0.48 nS (5.3 × 10−5 Go) for TNPP (Figure 2). Another
anchoring group studied herein is the carboxylic acid group.
The binding nature of carboxylic acid is not completely
understood. However, at least ionic and coordination binding
interactions are possible.17 For the amine group, binding to the
gold electrode is generally believed to be via a weak covalent
interaction,17 or the formation of donor−acceptor bonds with
undercoordinated gold atoms.54 The SMC of carboxylic acid
and amine-terminated porphyrins are 2.67 ± 0.26 (3.50 × 10−5

Go) and 5.91 ± 0.40 nS (7.63 × 10−5 Go) for TCPP and TAPP,
respectively. The SMC value of TAPP is more than twice that
of TCPP, which is consistent with reports that amines have a
stronger binding to gold than carboxylic acids.17 Current−
distance traces and corresponding current histograms are
shown in the Supporting Information and the SMC for all
studied molecules are compiled in Figure S1 and Table 1. A
direct comparison of the current histograms of these molecules
(Figure 6) shows that pyridine-terminated molecules have the
highest conductance, and the carboxylic acid terminated species
have the smallest SMC value.
Break junction experiments were also carried out, under the

same conditions, on 5,10,15,20-tetraphenyl-21H,23H-porphine

(TPP)a porphyrin having the same porphine core structure
but with four phenyl anchoring groups. In principle, it is
possible that TPP could form a molecular junction via the
phenyl groups by means of the π interaction between an
electrode and a phenyl ring.33,55 From our SMC experiments of
TPP, two sets of typical traces were observed: quasi-exponential
decay traces (inset, black) and traces (∼3% of total curves)
having some noise or distortion (Figure 7). For this specific set

of data, 39 traces with noise or distortion were found from a
total of 1376 traces and used to build the current histogram
which shows no current peak (Figure 7), contrary to the other
porphyrins. The current−distance traces detected for THPP are
similar to those for TPP and the current histograms show no
current peak corresponding to a well-defined molecular
conductance precluding the determination of the SMC of
porphyrins terminated with hydroxyl (−OH) functional
groups. A possible reason could be that the interaction between
electrodes and hydroxyl (−OH) groups is too weak to form
stable junctions. Hopefully, the present study could stimulate
experiments by using other methods or measuring techniques
to explore this issue.
SMC data for all porphyrins, compiled in Table 1 and Figure

S1, show that the conductance values follow the sequence of o-
DPyP > p-DPyP ≈ TPyP > TAPP > TSPP > TNPP > TCPP.
This suggests that there is a clear anchoring effect as all the
molecules have a common core structure (R2 in Figure 1B).

Table 1. Summary of Single Molecule Conductance of Porphyrins Measured in STM Break Junction Experiments and Several
Other Quantities Obtained from Calculationsa

SMC

anchoring
group (nS) (Go)

end-to-end length
(nm)

binding energy
(eV)

HOMO
(eV)

LUMO
(eV)

HOMO−LUMO gap
(eV)

trans. peak
height

o-DPyP 28.0 ± 2.4 3.6 × 10−4 1.10 −1.1 −5.09 −2.38 2.71 0.98
TPyP 20.5 ± 3.5 2.65 × 10−4 1.56 −1.1 −5.38 −2.65 2.73 0.99
p-DPyP 19.7 ± 2.1 2.5 × 10−4 1.56 −1.1 −5.09 −2.40 2.69 0.99
TAPP 5.91 ± 0.40 7.6 × 10−5 1.84 −0.8 −4.39 −1.77 2.61 0.71
TSPP 5.2 ± 0.4 6.7 × 10−5 2.01 −0.3 −5.63 −2.89 2.74 b
TNPP 4.11 ± 0.48 5.3 × 10−5 2.08 −0.9 −5.65 −2.93 2.71 0.53
TCPP 2.67 ± 0.26 3.5 × 10−5 1.98 −0.6 −5.22 −2.54 2.68 0.98

aThe molecular orbital energies were obtained from calculations on isolated molecules. bSee ref56.

Figure 6. Current histograms constructed from current−distance
traces measured at Vbias = 0.1 V for tetra(cyano/nitrile)porphine
(TNPP, black), tetra(4-carboxyphenyl)porphine (TCPP, red), tetra(4-
aminophenyl)porphine (TAPP, blue), tetra(4-pyridyl)porphine
(TPyP, gray), 5,15-di(4-pyridyl)-10,20-diphenylporphyrin (p-DPyP,
dark yellow), and 5,10-di(4-pyridyl)-15,20-diphenylporphyrin (o-
DPyP, magenta), respectively.

Figure 7. Current histogram and example individual current−distance
traces (inset) at a bias of 0.1 V for 5,10,15,20-tetraphenyl-21H,23H-
porphine (TPP). Two sets of typical traces were observed: quasi-
exponential decay traces (inset, black) and traces (∼3% of total
curves) having some noise or distortion. A total of 39 traces with noise
or distortion were found from a total of 1376 traces and used to build
the current histogram.
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Furthermore, it can be deduced that the anchoring effect
follows the sequence of pyridyl > amine (−NH2) > sulfonate
(−SO3

−) > nitrile (−CN) > carboxylic acid (−COOH) in
terms of the enhancement of molecular conductance. The
observation that pyridyl-terminated porphyrins have the highest
conductance may be rationalized by remarking that, in pyridine,
the N atoms are directly connected to the aromatic phenyl ring.
Thus the electrode contact with pyridyl-terminated porphyrins
has the highest conjugation and shortest metal−Molecule−
metal (m−M−m) junction distance. On the contrary,
molecules with other anchoring groups all have additional
bonds between the phenyl ring and the atoms of anchoring
groups. The observed high conductance for pyridyl-porphyrins
is well-supported by the single molecule study of perylene
derivatives (PTCDI) by Tao et al., who found that pyridyl-
terminated PTCDI is even more conductive than a phenylthiol
terminated PTCDI though thiol is well-known to form strong
thiol−gold covalent bonds.57 As discussed above, the binding
strength could be one of the reasons causing the conductance
of TAPP to be higher than TCPP. Furthermore, the fact that
TCPP has the lowest conductance compared with all other
molecules is consistent with density functional theory and
nonequilibrium Green’s function formalism calculations by
Sheng et al. that concluded that in addition to the weaker
binding strength, molecules terminated with carboxylic acids
have lower conductivity compared to similar molecules with
amine anchors because of increased junction length.58

It is worth noting that, though it is assumed that the electron
donating or withdrawing properties of these anchoring groups
should influence the electron density of conjugated porphyrin
core structures, it did not dramatically change the HOMO−
LUMO gap of these molecules. Our theoretical calculations
show that electron donating groups, e.g., −NH2, and −OH, can
raise the frontier orbital energies compared with TPP. On the
contrary, electron-withdrawing groups decrease the LUMO and
HOMO of the corresponding molecules. However, these shifts
in the energy of the HOMO and LUMO are fairly uniform and
the gaps of all the molecules studied here change very little
(Table 1). This conclusion is supported by UV−vis data
(Figure S4) showing that the side groups only have a negligible
effect on the HOMO−LUMO gap of these compact and simple
porphyrins. The different anchoring groups only slightly shift
(by less than 15 nm) the Soret and Q-band in the UV−vis
spectra (Figure S4). For example, the Soret band shifts from
418 to 429 nm when the −COOH groups are replaced by
−NH2 side groups (Figure S4). Thus, the difference in
conductance for these structurally similar porphyrins appears
to arise from factors other than changes in the HOMO−
LUMO gap of the molecules.59

To better understand the conductance properties of these
porphyrin molecules, we also carried out electron transport
calculations for the systems containing the various anchoring
groups. One example of a transmission spectrum is given in
Figure 8 for the TPyP molecule. We see a sharp peak just above
the EF and a large gap of ca. 1.7 eV separating it from the
nearest peak below EF. At first glance, one would assume that
these correspond to electron transport through the HOMO
and LUMO levels of the molecule. To confirm this assessment,
we compare the scattering states associated with these
transmission peaks with the MOs of the isolated molecule,51

as shown in Figure 9. From the symmetry of the porphyrin part
in each case, it is clear that indeed the peak at 0.03 eV
corresponds to transmission through the LUMO of the isolated

molecule and the peak near −1.6 eV corresponds to transport
through the HOMO. Note that the separation between these
peaks is smaller than the HOMO−LUMO gap presented in
Table 1. This is due to the shifts in energy due to the
hybridization of these states with the electrode states.
The transmission spectra for the other molecules are quite

similar to the spectrum in Figure 8; there is a sharp peak just
above EF and another peak near −1.6 eV. Scattering state
analysis confirms that these correspond to the LUMO and
HOMO, respectively, of the isolated molecule, for all molecules
considered in this work. The important point is that
transmission through the LUMO will dominate in these
systems at low bias since it is the nearest molecular level to
EF. It is reasonable that this is consistent for all molecules since
the large central porphyrin part of the molecule is the same, and
the effect of different anchoring groups is to shift slightly the
MO energies and modulate the interaction with the electrodes.
Figure 10 shows a close-up of the LUMO transmission peak

for the different molecules studied in this work. The
transmission near EF is related to the low bias SMC. For
these systems, this corresponds to the tail of the transmission
curve just above EF. The TPyP and p-DPyP molecules have the
highest conductance, and TAPP and TNPP have lower
conductance values. However, the o-DPyP has a surprisingly
low transmission at EF. This may be attributed to a binding
geometry in the simulation that does not match experiment
well. For this molecule, the anchoring groups are closer
together (at “ortho” positions) than for the other system, so it
is possible that the geometries sampled experimentally are quite
different from the simplified one used for the transport

Figure 8. Transmission spectrum for the TPyP molecule. Energy is
relative to the Fermi level of the quasi 1-D electrodes shown in Figure
4. The peaks are labeled according to the MOs that contribute to
transmission at those energies, as determined from scattering state
analysis.

Figure 9. Comparison of scattering states of the two-probe system
with MOs of the isolated molecule.
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calculation. In any case, by looking at the heights of the
transmission peaks, we can see that the pyridyl groups have
overall higher and broader peaks than the systems containing
other anchoring groups. This is again due to the strong
interaction of pyridyl with the Au electrodes, as determined
from the binding energy (see Table 1). Also, note that the
pyridyl-containing molecules are the only systems where the
anchoring atom is directly part of the π-system of the benzene
ring, while for the other systems it is attached to the ring and
the single bonds intervene. This direct access to the π-system of
the ring may explain the better contact through the pyridyl
moiety. While a direct relationship between the SMC and a
single parameter from those discussed above is not obvious, it
appears that a combination of these factors determines the
overall conductance of the molecule. These include the overall
length of the molecule, the interaction strength between the
anchoring groups and electrodes, and the alignment of the
LUMO level with the EF of the electrodes. There are also other
factors which could influence the conductance but were not
taken into account in this work. For example, the exact contact
geometries of the electrode−molecule junctions could not be
known in the experiments and may be different from the ones
used for the calculations. In fact, they fluctuate extensively, so
that any single geometry computation cannot capture the
transport distribution seen in the measurements. This could
explain the discrepancy between the experimental and
calculation results presented here.
Previous experiments demonstrated that the conductivity of

TPyP and p-DPyP was similar and almost 50% lower than the
conductivity of o-DPyP.37 This does not seem to be captured
by the calculations, which are about the highest level possible
for this size of molecule−electrode junctions. It is clear that the
absence of significant agreement between experiments and
theory should motivate improvements in both. For instance,
experiments should strive for better defined and more
reproducible junction geometries, while developments in
theoretical methods should both aim to include the effects of
solvent and chemisorption induced shifts in EF, and attempt to
reproduce the histograms actually measured by using dynamics
computations to select a series of geometries.

■ CONCLUSION
To summarize, we report a direct comparison of the influence
of anchoring groups on electron transport through a series of
porphyrins, representing the first attempt to explore the
anchoring group effect on single molecule conductance using
up to 7 anchoring groups and a single molecular core. Single
molecule conductance (SMC) with 2 novel anchoring groups,
sulfonate (−SO3

−) and hydroxyl (−OH), were explored,
demonstrating that sulfonate represents a new candidate for

the reliable construction of molecular junctions. Our results
reveal that the single molecule conductance of porphyrins
follows the sequence o-DPyP > p-DPyP ≈ TPyP > TAPP >
TSPP > TNPP > TCPP (conductance of TPP and THPP is not
detectable in our experiments), manifesting a clear anchoring
group effect. The demonstration of a general trend of the effect
of anchoring groups and the exploration of new anchoring
groups reported in this paper may have wider impact in
molecule-based devices, functional porphyrin design, and
electron transfer/transport studies.
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