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We present heat-transport measurements conducted with a vacuum-operated scanning thermal micro-
scope to study the thermal conductance of monolayers of nine different alkane thiols self-assembled on
Au(111) surfaces as a function of their length (2 to 18 methylene units). The molecular thermal
conductance is probed in a confined area with a diameter below 10 nm in the contact between a silicon tip
and the self-assembled monolayer. This yields a pWK−1 sensitivity per molecule at a tip temperature of
200–300 °C versus the gold at room temperature. We found a conductance variance of up to a factor of 3 as
a function of alkane chain length, with maximum conductance for a chain length of four carbon atoms.

DOI: 10.1103/PhysRevLett.113.060801 PACS numbers: 68.90.+g, 07.79.-v, 68.55.am

One-dimensional chains of springs and masses are
peculiar systems. Although they are many-particle systems,
they do not behave like thermodynamic ensembles as they
do not equilibrate [1]. This leads to untypical behavior in
terms of thermal transport also. Specifically, 1D chains do
not follow Fourier’s law [2,3]

_Q ¼ k∇T;

equating the heat flux _Q to the constant thermal conduc-
tivity k times the temperature gradient ∇T. However, for
linear (1D) chains, it is found that the thermal conductivity
diverges with chain length k ∝ Nα, with α > 0, instead of
being a material-intrinsic property as required for Fourier’s
law (k ¼ const or α ¼ 0). After extensive investigation
[2–4], it was concluded from simulations that α ¼ 1=3 is
a typical value for long chains (N > 100). The thermal
conductance of a single chain, Gm ¼ _Q=ΔT, (units W=K),
scaleswith the thermal conductivity k likeGm ∝ k=L, where
L is the length of the chain increasing in proportion toN, and
therefore, Gm ∝ Nα−1.
Extending this insight to shorter chains is of high

technological relevance [5]. For example, self-assembled
monolayers (SAMs) of alkane chains on surfaces [6] are
candidates for electronic and sensor applications and
energy conversion, where thermal transport is of relevance.
Simulations of short chains (N < 100) indicated that the

coupling strength between the chains and the thermal
reservoirs governs [2,7–9] α values ranging from 0 to 1.
Indeed, a strong dependence of the conductance on the
coupling of molecular chains (SAMs) to one [10,11] or two
thermal reservoirs [12–14] has been demonstrated exper-
imentally. However, the length dependence of 1D (or
molecular) conductance for short chains is yet to be fully
understood. Molecular dynamics simulations of SAMs [9]

predict significant phonon interference effects with con-
ductance variations of about a factor of 3 as a function of N,
for N ¼ 3, 8, 16, and 32. In a more detailed quantum-
mechanical simulation of single molecules, Segal et al. [7]
also predict conductance variations, but with a single
maximum at N ¼ 4 and approaching a constant conduct-
ance for N > 20 for the weakly coupled case and α ≈ 0 for
the strongly coupled case. In contrast, Duda et al. [15]
argue that the thermal conductance is ballistic and inde-
pendent of length (α ¼ 0) for N ≥ 5 because of a length-
independent density of phonon states.
Experimental data of SAMs sandwiched between gold

and gallium arsenide surfaces [12] or between gold and
water [10] is too scarce to allow the extraction of a length
dependence. Time-resolved flash heating experiments of
SAMs through the gold substrate [11] (N ¼ 6 to 24) were
fitted to a length dependence of the equilibration time to
τ ∝ ðN − N0Þ, with an offset N0 ≈ 3. The offset implies a
diverging conductance for N approaching N0 and, there-
fore, a deviation from a simple proportionality (k ∝ N)
corresponding to constant conductance. However, the
opposite trend was obtained [16] when measuring and
simulating intramolecular equilibration times through
alkane linkers, namely, a Fourier-like trend (α ¼ 0) for
N ≤ 4 and constant conductance (α ¼ 1) for N ¼ 5 to 8.
In this Letter, we measured the length dependence of

thermal transport across alkane SAMs using scanning
thermal microscopy (SThM) [17]. Here, the alkane mole-
cules are sandwiched between a gold-thiol bond (strong
coupling) and the silicon SThM tip (weak coupling), see
Fig. 1(a). SThM offers the advantage of a local imaging
method for simultaneously mapping and correlating the
samples’ topography and heat flux to identify local defects,
such as grain boundaries, and point defects of the gold
substrate and film [17]. In electrical transportmeasurements,
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such defects have been identified as a major cause of
nonreproducibility [18]. By using repeated contacting-
detaching cycles of the tip and the surface rather than
scanning images, as described below, we avoid wear,
achieve excellent reproducibility, and obtain sufficient
sensitivity.
We used samples of highly ordered SAMs of alkane

thiols ½HS-ðCH2ÞN−1-CH3�, with N ¼ 2, 3, 4, 8, 12, 14, 16,
and 18 methylene units, on Au(111) substrates on Mica.
Samples were prepared following the procedure described
by Delamarche et al. [19] to obtain uniform monolayers.
The SAM film preparation procedure was confirmed
using the usual thin film characterization methods such as
ellipsometry and scanning probe microscopy (intermittent-
contact mode atomic force microscopy). Using a custom-
built SThM [20] operated under vacuum in a noise-free lab
[21] with home-built silicon sensors or tips [22], we
introduce a thermal force mapping technique. The silicon

sensor, which was calibrated using a procedure described by
Menges et al. [20], detects the temperature-dependent
resistance of a low-doped silicon region.
On each sample, we performed the thermal force map-

ping by repeatedly obtaining thermal contact curves as
shown in Fig. 1(b) and recording the thermal conductance,
Gth, versus the displacement of the piezo element carrying
the cantilevered heater sensor with the tip. The cantilever’s
thermal resistance is extracted from the measured response
on the heater sensor without tip-surface contact. With the tip
in contact, an increase of conductance is measured which is
assigned to the tip-surface heat path. With a stepwise lateral
movement of the sample under the tip between individual
thermal conductance-versus-displacement curves, a high
spatial resolution is obtained.
For high load forces, a threshold pressure is reached and

the tip starts to punch through the SAM and touches the
gold substrate directly [23]. To limit the pressure, we used a
relatively blunt tip with a radius of 28 nm allowing us to
apply several tens of nN before a punch through [24].
The thermal conductance measured [Fig. 2(a)] varies

with the piezo position as the resulting contact force
enhances the tip load on the surface and subsequently
increases the contact area. To obtain the thermal conduct-
ance per unit area GA and, hence, the conductance per
molecule Gm, the tip-SAM contact area has to be deter-
mined and combined with the SAM density of 0.214 nm2

per molecule [18]. A universal contact model for the
layered system SAM (of thickness tSAM) on gold is not
available. However, for sufficiently large contact radii,
where the contact radius is larger than the film thickness
(rcontact > tSAM), a thin-film compression model applies to
this system [44,45] and was used to calculate the contact
area versus load [see Fig. 2(b)] and [24]]. One of the largest
sources of error in the data analysis is the uncertainty of the
tip-surface adhesion force. Within the limits of the stat-
istical scattering of the measured adhesion force, we treat
the adhesion force as a fit parameter to optimize for a
constant thermal conductance per unit area for any given
SAM [24]. As depicted in Fig. 2(c), curves of constant GA
are obtained, except at low loads, where the model
assumptions do not apply. Because of the large thermal
conductivity of gold and silicon, the spreading resistances
in tip and substrate contribute only a negligible offset [24].
Compared with conventional surface scans, approach

and retraction of the tip to and from the sample greatly
simplify the contact mechanics because of the absence of
friction forces. Furthermore, avoiding shear forces occur-
ring during sliding motion helps minimize wear and
contamination and, thereby, preserves the integrity of tip
and surface for subsequent measurements. Measuring
contact curves on 60 × 60 locations of the surface of each
sample separated by 16 nm results in maps of the
topography, the adhesion force, and the load force depend-
ence of the thermal conductance of the sample with high

(a)

(b)

STHM-Tip

FIG. 1 (color online). (a) Schematic of the contact geometry.
The contact radius, rContact, is a function of the applied load and
the thickness of the SAM, tSAM. (b) Example of thermal
conductance versus displacement measurement on octadecane-
thiol. During contacting the sample with the tip, the heat flow
from the heated tip through cantilever and sample is recorded.
By analyzing the noncontact and the contact regime of the
thermal conductance versus displacement curves and the geom-
etry of the tip-sample contact, the thermal conductance of the
SAM can be extracted in a space-resolved manner. The applied
z-piezo displacement (top axis) translates into a variation of the
tip-sample distance or the load force when the tip is not in contact
or in contact with the surface (bottom axes), respectively.
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spatial resolution, as shown in Fig. 3. This allows us to
identify and discard data taken in regions with step edges
and defects of the sample surface. To obtain the thermal
conductance per molecule, measurements with tip temper-
atures of 200 °C and 300 °C and peak forces keeping the
integrity of the tip and SAM intact were recorded on
multiple positions on the samples [24]. We used the
approach curve of the data which is less affected by the
typical systematic errors of scanning probe-based contact-
ing curves. After discarding the results for areas with
defects on the samples, the remaining thermal contact
curves were analyzed and averaged for each chain length
Figure 4 shows the thermal conductance as a function of

the chain length N. Short-chain samples (N ≤ 4) are
significantly more conductive than the longer-chain sam-
ples with a maximum conductance at N ¼ 4. An overall
decaying trend of conductance versus chain length is

observed. Despite the scatter in the data, some significant
conclusions can be drawn through comparison of existing
models and simulations. The following comparison
assumes that models and simulations can be applied even
though the temperature bias is rather large in this particular
experiment. The present data do not allow us to make solid
conclusions on the temperature dependence. Furthermore,
1D transport is assumed [24].
An overall decaying trend can be fitted empirically with

G ¼ _Q=ΔT ∝ k=tSAM ∝ Nα−1, resulting in an exponent
α ¼ 0.64� 0.2 (from least squares). Since it has been
argued that, for very short chains, different effects may play
a role (see below), it is interesting to make a similar fit only
for the longer chains (N ¼ 4 to 18) from which we find
α ¼ 0.38� 0.2. In either case, the exponent is not com-
patible with either constant (α ¼ 1, as in ballistic transport)
or Fourier-like (α ¼ 0, as in diffusive transport) conduct-
ance. At first sight, this may be indicative of a situation in
which transport is neither purely ballistic nor diffusive, i.e.,
quasiballistic transport with a phonon mean free path Λ
on the same order as the chain length [46], following
G ∝ ðN þ ΛÞ−1. (Here, the mean free path Λ is expressed
in multiples of CH2 units of the molecular backbone.) This
results in a decaying conductance with length, and a fit to
our data yields Λ ≈ 5; however, such a short mean free path
is in striking contrast to the mean free path of 40 nm we
estimated from the thermal conductance measured using
crystals of alkane chains (polyethylene) [47].
One alternative concept, describing ballistic transport and

potentially leading to an increased heat transfer for shorter
chains, is based on the assumption that the mechanical
coupling between the two contacts works directly: Rather
than viewing the ballistic transport as a series of steps,
transmitting phonons into the molecule, propagation
through the molecule, and transmitting out of the molecule,
in this view, the molecule serves as a link to directly couple
both contacts. For example, using a continuum-mechanics

(a)

(b)

(c)

FIG. 2 (color online). Example of analysis of the molecular
thermal conductance using a contacting curve of an octadeca-
nethiol SAM. (a) Results of translating the contacting curve of
Fig. 1(b) into conductance versus applied load. Also shown is the
average over 2500 such curves. The contact model applicable to
this sample is plotted in (b); the shaded region denotes the region
of validity of the model. Combining the data of (a) and (b), the
thermal conductance per unit area, GA, or per molecule, Gm, can
be extracted, as shown in (c). Taking the measured distance
between snap-on and snap-off points multiplied by the spring
constant of the cantilever as the adhesion force, Fadh, an almost
constant GA or Gm is obtained. In the batch analysis, Fadh is
treated as a fit parameter to increase accuracy.

FIG. 3. Example of topography (left) and thermal conductance
(right) maps. The high spatial resolution of scanning-probe-
based thermal mapping allows the identification of topographic
artifacts and structural defects in the thermal conductance
measured that cause nonreproducibility. A gap between two
gold islands, for example, appears dark in the topography and
white in the thermal conductance map. We excluded such defects
on the samples from further analysis.
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model, we neglect the internal vibration modes of the
molecules and model the coupling between the silicon tip
and gold through the SAM with single springs using the
SAM’s Young’s modulus (40� 20 GPa) [48]. With a
suitable offset of 8 pWK−1 accounting for ballistic low-
frequency phonons, this allows us to quantitatively describe
the data for N ¼ 4 to 18. Still, the model predicts an even
better mechanical coupling for N ¼ 2 or 3, with at least 1
order of magnitude enhanced conductance between N ¼ 2
and N ¼ 4, in contrast to our observation even when taking
into account the uncertainty of the experiment. Therefore,
it appears likely that the internal vibrational properties of
the SAM layer play an increasing role in the increased
phonon transmission for a decreasing chain length in the
temperature range applied here.
A more plausible scenario is to stay with the assumption

of ballistic transport through the carbon chains [2,3,7,15],
i.e., assuming a mean free path Λ greater than the chain
lengths studied here and using a Landauer model of
transport. In this picture, a variation in conductance is
related either to a variation of the density of phonon modes
in the molecule or a variation in transmission probability
through existing modes. The first option has already been
addressed by calculating the phonon spectra of molecular
junctions [7,15]. It was found that the number of vibronic
states increases in proportion to N, with an approximately

constant density of states. From this, it can be argued that
the conductance should be constant and an interface-
governed ballistic thermal transport effect [11,13,15].
Within its uncertainty, the data are consistent with this
prediction of constant conductance for N ≥ 14.
The conductance enhancement for shorter chains

requires a variation of transmission probability through
existing phonon frequency modes as a function of chain
length. This may originate from phonon interference
effects within the alkane chains. Simulation data [9],
however, is available only for a few chain lengths, and
therefore, a trend cannot easily be extracted. The phonon-
frequency-dependent transmission was also calculated by
Segal et al. [7] using quantum mechanics. They observe
a contribution to heat conduction by higher-frequency
phonons within the molecule coupled to the low-frequency
phonons responsible for heat transport in the reservoirs.
They expect this coupling to weaken exponentially with N
and, thereby, to reduce the overall conductance. The
reasons for this effect are not yet understood, but a
correlation with frequency-dependent phonon localization
effects [3,7] has been pointed out [11].
The calculations by Segal et al. [7] also predict an

increase of conductance for chains with N < 20 very
similar to our observation. Furthermore, a stagnation of
conductance for short chains and a maximum conductance
at N ¼ 4 is predicted. This stagnation is consistent with our
data (see guide to the eye in Fig. 4), although the error bars
of the data are too large to allow a solid conclusion on the
trend for N ≤ 4. Nevertheless, the behavior predicted by
Segal et al. [7] matches our data well.
In conclusion, we achieved sufficient sensitivity to

quantify the thermal conductance of alkane-thiol SAMs
as a function of chain length by applying a thermal force
mapping technique to scanning thermal microscopy. We
resolved variations in the chain-length-dependent thermal
conductance of a factor of 3, with a maximal conductance
for four methylene units per chain. The decaying trend for
N ≥ 4 neither satisfies requirements of diffusive transport
nor exhibits constant conductance as previously predicted.
For longer alkane chains, we found a diverging conduct-
ance, similar to what is expected for very long chains.
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