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In-plane mechanics of polymers can be probed by integrating frequency modulation and torsional
resonance mode atomic force microscopy. We investigated a thin film of polystyrene-block-
polybutadiene diblock copolymer. To gain more insight into image contrast formation, we examined
displacement curves on polystyrene homopolymer surfaces of different molecular weights focusing
on energy dissipation and frequency shift. Data suggest that the transition from a highly motile
surface layer to the bulk material depends on the molecular weight of the polymer. This, in turn,
indicates that the tip is slightly oscillating within the sample surface during imaging. © 2008
American Institute of Physics. [DOI: 10.1063/1.2907498]

The atomic force microscope (AFM) has become a stan-
dard instrument for imaging and characterization of poly-
mers with nanometer resolution. Various AFM imaging tech-
niques allow for mapping material properties to topographic
surface features. Depending on the scheme of excitation,
these techniques can be categorized as nonresonant methods,
such as pulsed force mode,l’2 or resonant methods such as
phase imaging,3 frequency modulation,*” and time-resolved
AFM.®7 All of these techniques are based on a flexural os-
cillation of the cantilever sensing forces perpendicular to the
surface. The probe only interacts with the sample at the
lower turning point of the cantilever oscillation and, thus, is
far away from the surface for most of the oscillation cycle. In
order to probe the in-plane mechanical properties of materi-
als, the tip can also be driven to a small lateral instead of
vertical oscillation. Such a lateral oscillation is used in im-
aging modes where the specimen is characterized by shear
force interactions. Shear force imaging can be realized by
applying a lateral modulation to a tip or sample with an
amplitude of a few nanometers either while the tip is scanned
across the specimen8 or during approach retract curves (dis-
placement curves).g’10 Using higher excitation frequencies
close to the torsional resonances (TR) of the cantilever, !
in-plane conservative (elasticity under shear) as well as dis-
sipative (friction) properties can be determined. Even with-
out the need for active driving of the TR, in-plane elastic
properties can be extracted from the thermomechanical os-
cillations of the force sensor in contact with the surface.'?

In order to achieve a well-defined lateral tip oscillation,
the TR mode has been introduced where two piezoelec-
tric elements force the cantilever to a torsional oscil-
lation.” To provide high sensitivity together with stable
imaging, frequency modulation techniques can be applied
to TR mode.'*" However, the fundamental mechanisms of
image formation in this mode demand further investiga-
tion. We therefore discuss frequency modulated TR mode
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AFM (FM-TR-AFM) for imaging thin polymer films in the
following.

The experiment was set up using a Dimension 3100
AFM with a NanoScope IV controller equipped for TR-mode
operation (Veeco Metrology Inc., Santa Barbara, CA). The
control loop was extended by a phase-locked loop elec-
tronics (Easy-PLL, Nanosurf AG, Liestal, Switzerland), as
shown in Fig. 1. Silicon cantilevers (ZEIHR, Nanosensors,
Neuchatel, Switzerland) with torsional resonant frequencies
below 1 MHz were used (flexural resonance of 117 kHz, TR
of 910 kHz, and flexural spring constant 27 N/m). A positive
feedback of the lateral signal of the photodiode together with
an automatic gain control was implemented for driving the
cantilever into a stable torsional oscillation. The detuning
(Af) of the TR was utilized for topographic feedback. Two
different modes of operation were used: constant amplitude
(CA) mode for imaging and constant excitation (CE) mode
for displacement curves. In CA mode, the energy needed to
maintain the torsional oscillation amplitude constant pro-
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FIG. 1. (Color online) Scheme of frequency modulated torsional resonance
mode AFM. A positive feedback of the photodiode signal is used to drive
the dither piezos for torsional excitation. Frequency shift, energy dissi-
pation, and oscillation amplitude can be concurrently measured with the
topography.
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FIG. 2. (Color online) Dependence of image contrast on the detuning set
point in CA mode. The detuning set point was varied in steps (20, 30, 45,
and 60 Hz from bottom to top). Representative crossections from each re-
gion are shown in (b). (c) Frequency shift (error) image and (d) energy
dissipation image.

vides a direct measure for energy dissipation at the tip-
sample contact.

To demonstrate the capabilities of the frequency modu-
lation technique in TR mode AFM, we imaged a thin film of
polystyrene-block-polybutadiene (SB) diblock copolymer
(Polymer Source Inc., Dorval Montreal, Canada) with mo-
lecular weights My ps=13.6 kg/mol and My pg=33.7 kg/
mol (PS is polystyrene and PB is polybutadiene). For sample
preparation, the polymer was dissolved in toluene (concen-
tration 30 mg/ml) and spin coated onto pieces of a silicon
wafer. Prior to coating, the substrates were cleaned by soni-
cation with acetone, ethanol, and toluene for 15 min each
and dried in a stream of nitrogen afterwards. Spin coating at
1000 rpm resulted in a 150-nm-thick film of SB with a struc-
ture of cylinders of PS lying parallel to the surface. The
thickness was determined by measuring the height profile of
a scratch.

For imaging of SB, the CA scheme of the FM-TR mode
was used. The cantilever was oscillated with small ampli-
tude (below 2 nm) parallel to the sample surface. In order to
elucidate the effect of the detuning set point on image con-
trast, the set point was varied stepwise from 20 to 60 Hz.
Figure 2(a) shows the topography together with representa-
tive cross sections [Fig. 2(b)] for each region of interest.
Since the PB block is more compliant compared to the PS
block, PS appeared higher (brighter color) in the topography
image. The topographic image showed the typical structure
of cylinders oriented parallel to the substrate.'® The height
difference between PS and PB increased from 2 nm (20 Hz
set point), 3 nm (30 Hz), 4 nm (45 Hz), to 5 nm (60 Hz),
since the material was increasingly compressed due to the
effective average force exerted by the tip. As the frequency
shift was used as a control parameter for the z-feedback loop,
Fig. 2(c) reflects the feedback response only. Energy dissipa-
tion [Fig. 2(d)], however, allows discerning of the polymer
blocks. It correlates with the amount energy needed to main-
tain the oscillation amplitude constant (CA mode). With the
increase in frequency shift set point, we observed a shift to
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FIG. 3. (Color online) Detuning vs distance plots of the torsional oscillation
acquired in CE mode on PS homopolymers with M,,=34.3 kg/mol (black),
119.6 kg/mol (blue), and 354.0 kg/mol (red). The inset shows a typical
displacement curve on PS (119.6 kg/mol) with frequency shift and ampli-
tude of the torsional oscillation as a function of z-actuator displacement,
respectively. Approach (red) and retract (black) are also indicated by the
arrows. The asterisk marks the jump of the AFM tip to contact with the
sample.

higher values of dissipation, i.e., the PB domains appeared
brighter in this image since more deformation energy was
turned into heat.

Lacking a rigid theoretical description of the indentation
process of a torsionally vibrating tip into a polymeric mate-
rial, we attempted to understand the image formation from
an experimental point of view. Hence, displacement curves
of the torsional resonance detuning versus z position as well
as torsional oscillation amplitude versus z position were con-
ducted on PS homopolymer surfaces (Polymer Source Inc.,
Dorval Montreal, Canada) with different molecular weights
(M,,=34.3, 119.6, and 354.0 kg/mol). Similar to the SB
samples, the polymer samples were prepared by spin coating
from a toluene solution with a concentration of 20 mg/ml
onto freshly cleaned pieces of a silicon wafer, which resulted
in a film thickness of 150 nm for all samples. Cleaning
equaled the procedure described above.

Displacement curves (frequency shift and amplitude
change versus z position recorded in CE mode), as shown in
the inset of Fig. 3, revealed details of the interaction between
the tip and the sample. At close proximity, the tip snapped
into contact with the surface (asterisk). The snap in was ac-
companied by a sharp change in amplitude and detuning.
Over the next 2 nm, amplitude and frequency slowly varied.
At a displacement of more than 3 nm, both amplitude and
frequency rapidly changed. Upon retraction, a hysteresis of
frequency shift and amplitude prevailed. We observed a posi-
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tive frequency shift and decreased amplitude due to contact
stiffening. The initial slope of the frequency shift plot was
rather linear. This can be explained by mobile polymer coils
close to the polymer/air interface. Indenting further, the tip
penetrated through the first layer exerting shear stress on the
bulk polymer. With the increasing indentation, more and
more material was involved in tip-sample interaction. This
lead to an increased frequency shift which may be attributed
to polymer entanglements,”’18 limiting the chain mobility in
the bulk.

In order to assess this effect of the polymer chain length,
displacement curves focusing on frequency shift were mea-
sured on different PS homopolymers (M,,=34.3, 119.6, and
354.0 kg/mol), as shown in Fig. 3. For all specimens, two
regimes were observed in the displacement curves: Firstly, a
rather compliant surface layer was probed; secondly, the less
mobile bulk of the polymer was sensed by the oscillatory
motion of the tip. The position of the kink between the two
regimes strongly correlated with the molecular weight of the
homopolymer.

The approach-retract response of amplitude reduction
and frequency shift of the torsional oscillation can be related
to the mechanical properties of the thin film. As we observed
two distinct regions of different mechanical behavior in
terms of periodic shear stress, a mobile thin layer followed
by a more rigid bulk seems a reasonable assumption. The
apparent stratification of the film may be caused by the seg-
regation of short and long chained molecules at the interfaces
of a film, since short chains (low M,,) are repelled from the
bulk (higher M,,) due to entropic forces. Even purified ho-
mopolymers yet having a finite polydispersity of 1.05, such
as the polymers used in our experiments, result in a superfi-
cial layer consisting of the shorter molecules.

In summary, FM-TR-AFM is a powerful tool for imag-
ing polymeric samples with spatially varying mechanical
properties. The indentation experiments clearly show that
the tip is oscillating within the motile top layer of the
polymer surface even for detuning on the order of 10 Hz.
For the diblock copolymer, this means that while imaging
in FM-TR-AFM, the tip is also compressing the different
polymer blocks according to their compliance. This effect
causes an apparent increase of topography with the detuning
set point. Furthermore, we investigated frequency shift
versus distance curves on PS, which revealed two different
interaction regimes. Depending on the molecular weight, we
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observed a distinct change in the signature of the distance
curves. Hence, we propose a stratified structure due to the
segregation of shorter chains from longer chains and, thus, a
resulting two layer behavior. Our findings show that FM-TR-
mode spectroscopy enables discerning of polymer samples
by their different molecular weight.
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