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We report on a tip-loading force-dependent tunneling behavior through alkanethiol self-assembled
monolayers formed in metal-molecule-metal junctions, using conducting atomic force microscopy. The
metal-molecule contacts were formed by placing a conductive tip in a stationary point contact on
alkanethiol self-assembled monolayers under a controlled tip-loading force. Current-voltage char-

acteristics in the alkanethiol junctions are simultaneously measured, while varying the loading forces.
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Tunneling current through the alkanethiol junctions increases and decay coefficient By decreases,
respectively, with increasing tip-loading force, which results from enhanced intermolecular charge
transfer in a tilted molecular configuration under the tip-loading effect.
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1. Introduction

Electronic transport through self-assembled monolayers
(SAMs) has recently become an active research area of scientific
and technological interest [1-4]. For example, alkanethiol
[CH3(CH3),_1SH] SAMs have been extensively studied, since they
are self-assembled well on a Au(111) surface [5], which can
provide a stable formation of metal-molecule contact. The
transport properties through SAMs have, to date, been investi-
gated utilizing various methods, such as mechanically control-
lable break junction [6], scanning tunneling microscopy (STM) [7],
nanopore [8,9], conducting atomic force microscopy (CAFM)
[10,11], electromigrated nanogap electrode [12,13], cross-wire
tunnel junction [14], mercury-drop junction [15], nanorod [16],
and others. Especially among them, the CAFM method has a key
advantage for easy accessible junction formation, since no
complicated fabrication procedure is required, and, unlike STM
with vacuum tunnel gap, the CAFM provides a direct contact on a
sample, so that a controlled tip-loading force can affect electronic
properties in the molecules.

Here, we study a tip-loading force-dependent tunneling behavior
through alkanethiol SAMs formed in metal-molecule-metal junc-
tions using CAFM. A variable tip-loading force applies to alkanethiol
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SAMs with a standard AFM feedback and current-voltage char-
acteristics are simultaneously measured while varying the loading
forces. In particular, we observe how a tip-loading force in CAFM has
influence on tunneling characteristics of alkanethiol SAMs.

2. Experiment
2.1. Preparation of self-assembled monolayer

An ~5mM solution of alkanethiol was prepared in ~10 mL
anhydrous ethanol. All the chemicals were purchased from Sigma-
Aldrich. The molecular deposition was done on Au surface
(Au (250nm)/Cr (3 nm)/glass) in solution for 1-2 days inside
a nitrogen-filled glovebox, with an oxygen level of less than
20 ppm. Alkanethiols of various molecular lengths, octanethiol
(CH3(CH,);SH, denoted as C8, for the number of alkyl units),
dodecanethiol (CH3(CH»);;SH, C12), and hexadecanethiol
(CH3(CH,)15SH, C16) were used to form the active molecular
components. Before use, each sample was rinsed with a few mL of
ethanol and gently blown dry in a stream of No.

2.2. Conducting atomic force microscopy measurement

Experiments were performed using a commercially available
AFM system (PSIA, XE-100 model) with conductive AFM tips that
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were made from a Au (20nm)/Cr (20nm) coating around
conventional AFM tips. (Typical force constant of the cantilever
from manufacturer specifications is 0.03 N/m.) Molecular junc-
tions were prepared by placing a conductive AFM tip in the
stationary point contact on alkanethiol SAMs under a controlled
tip-loading force to define the contacts to the molecules [11]. An
experimental schematic is shown in Fig. 1. Two terminal DC
current-voltage (I(V)) measurements were performed using a
semiconductor parameter analyzer (HP4145B). Voltages were
applied to the CAFM tip, while the Au substrate was grounded.
All electrical measurements were carried out inside a covered
AFM chamber in ambient through which nitrogen gas was being
passed to minimize the formation of a contamination layer on
SAM surface and to keep constant humidity (relative humidity
25-30%).

3. Results and discussion

A tip-loading force in the CAFM method influences the junction
properties, because the CAFM tip is in direct contact with the
molecules. For example, a tunneling current through the mole-
cular junctions depends on a tip-loading force applied to a
metal-molecules contact [11,17]. Fig. 2 shows force-dependent
current-voltage characteristics of C12 SAMs when a tip-loading
force is varied from 1 to 30nN. All data were obtained with the
same tip on the same sample position. The current through the
molecular junction increased with increasing tip-loading force.
A tip-loading force beyond 30nN led to irreproducible results
which were noisy and frequently electrically shorted. One would
expect a mechanical breakdown of SAM structure under pressures
over the load, and the consequent loss of their molecular
properties. We therefore performed the CAFM experiments at
forces of less than 30 nN.

It is instructive to check the current density of the molecular
junction in demonstrating the force-dependent charge transport.
At first glance, an increase in current with increasing loading
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Fig. 1. A schematic of CAFM method used in this study. Chemical structures of
dodecanethiol sandwiched between both Au electrodes, as an example of
alkanethiols, are displayed.
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Fig. 2. Representative current-voltage characteristics of C12 SAMs for tip-loading
forces varied from 1 to 30nN.

force, as shown in Fig. 2, might be thought to result from the
expansion of the tip-molecules contact area [11]. However, the
current density should remain constant, if only the enlarged
contact area contributes to an increase in current. The current
density can be calculated by estimating a contact junction area for
a given loading force. The Johnson-Kendall-Roberts (JKR) contact
model [18] is typically used to evaluate the contact area [19,20].
The JKR contact model considers the interfacial adhesion force,
which can be important at relatively small loads, and the model
reflects the importance of interactions between the tip and the
SAM [18]. According to the JKR contact model, the radius a of the
junction area under the AFM tip contact is expressed by [18]

a® = (R/K)P,
= (R/K){P + 3T'7R + (6I'zRP + (3T'7R)?)'/?} (M

where R is the radius of the AFM tip end, as determined as about
35nm by means of scanning electron microscope (SEM) images
(a representative SEM image of Au-coated tip is shown in inset of
Fig. 3) and K = (4/3)[(1—Vv3)/E;+1—V2/E»] ! where E;, v, and E», v
are Young’s modulus and Poisson’s ratio of the sample and the
Au-coated tip, respectively. Appropriate Eq, v4, E>, and v, are not
available, but assuming E; ~10 GPa [21,22], E;~69 GPa [23], and
VixVy,~0.33 [19,24] compared with similar materials and
structures, K can be calculated to be ~13 GPa. P, is the net force,
which is the sum of the applied loading force P and terms due to
the adhesion force. I = 2P./3nR is the adhesion energy per
unit area related to the adhesion force P. which can be obtained
from a force-distance characterization. We obtained typical
force-distance curves, from which adhesion forces (P.) of C8,
C12, and C16 SAMs on Au substrate were determined to be 10.8, 12
and 13.5nN, respectively.

As shown in Fig. 3, the current densities are not constant but,
instead, gradually increase with increasing loading force. Here, the
error bars were determined statistically from different measure-
ments. Typically, we repeated the measurements 5-10 times on
various sample positions to obtain one data point and the error
bar. When the CAFM current-voltage measurements frequently
produced an electric open or a short, we changed the CAFM tips or
sample positions. The observation in Fig. 3 suggests that an
increase in current is not simply due to an increase in the contact
junction area, and thus a potential change in geometry of the
molecules under the tip loads influences the electrical properties
of the junctions [17,19].
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