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Scanning Tunneling Microscopy of Molecular Adsorbates
at the Liquid—Solid Interface: Functional Group
Variations in Image Contrast’
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Recent studies have demonstrated that functionalized portions of long-chain hydrocarbons (CH3(CH2)n X,
where X = SH, S, SS, NHy, Br, 1) physisorbed on graphite at the liquid—solid interface exhibit enhanced
contrast (increased tunneling current) when imaged by scanning tunneling microscopy (STM). The tunneling
mechanism for such molecules can be investigated by examining the interplay between topographic and
electronic structure/coupling factors. Utilizing a scanning tunneling spectroscopy methodology, changes
in the STM images of two-dimensional thin films of amide-, bromide-, and sulfide-derivatized molecules
have been observed as a function of applied bias voltage. For octadecanamide, the relative topographic
height (increased tunneling probability) of the functional group compared to that of the hydrocarbon
backbone peaks at |V| = 1.4 V; this differs greatly from the voltage dependence obtained for docosane
bromide, where the measured relative topographic height of the bromide end group remains constant for
all voltages sampled. These trends are discussed in terms of the geometry of the molecular adsorbate and

its electronic coupling to the substrate.

I. Introduction

While scanning tunneling microscopy (STM) has become
a widely used tool to obtain atomically resolved images
of surfaces under a variety of conditions, e.g. ultrahigh
vacuum,*2 ambient environments,3~5 electrochemical
solutions,®8 etc., there remains much debate regarding
the mechanism by which adsorbates on surfaces appear
“visible” to STM. In particular, the determination of the
nature of the image contrast observed for electrically
insulating adsorbates, such as substituted, long-chain
hydrocarbons imaged at the liquid—solid interface, persists
as an area of active research. In this paper, the voltage
dependence of STM images of several thin films comprised
of functionalized hydrocarbons physisorbed on graphite
is examined. The motivation behind these studies liesin
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providing information concerning the tunneling mecha-
nism responsible for the enhanced contrast at the position
of the functional group within the molecule. Primarily,
we hope to elucidate the roles that geometry, as manifested
by the spatial overlap between the STM probe and the
functional group, and electronic structure, the coupling
between the energy levels of the adsorbate and the surface
Fermi level, play in the enhanced contrast or measured
topographic height exhibited by certain functional groups.

Previous STM studies have examined changes in
topographic images produced by systematically varying
the functional groups in hydrocarbons adsorbed on
graphite (CH3(CH,),X, where X = CHgs, OH, SH, S, SS,
NH;, CI, Br, and | and n = 17—-29).°"1 In addition to
distinguishing between molecules on the basis of adsorb-
ate—substrate and adsorbate—adsorbate interactions, as
reflected in their two-dimensional packing arrangements,
chemically distinct regions of the molecules have been
differentiated by substituting functional groups at various
positions along the carbon chain. Forexample, topographs
of hydrocarbons with CHz, OH, or CI terminal groups
revealed little contrast variation between the derivatized
atom or group of atoms and the hydrocarbon backbone;
however, NH,, SH, Br, I, S, and SS demonstrate increased
tunneling compared to the backbone, as evidenced by
bright areas in the constant-current images.®~!

On the basis of these experimental results, an empirical
relationship has been proposed correlating the increasing
tunneling current (higher tunneling probability) of the
derivatized part of the molecule with increasing molecular
polarizability.1®! Since polarizability is a characteristic
measure of physical size, this relationship implies that
functional groups with larger polarizabilities enjoy more
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favorable spatial overlap with the STM tip, resulting in
augmented contrast. This model is also consistent with
atunneling mechanism proposed by Lang and co-workers'?
to explain the contrast observed for Xe on Ni(110). This
contrast derives both from the spatial extent (geometry)
of the electron density, which is pushed away from the Ni
surface due to the presence of the Xe atom, and from a
weak electronic coupling between Xe and Ni. The coupling
arises from an off-resonant interaction between the
perturbed Xe 6s level and the Ni Fermi level.

In this paper we use a simple tunneling spectroscopy
methodology to record changes in constant-current topo-
graphsas afunction of bias voltage for three functionalized
hydrocarbons (section I1). This method is similar to that
employed by Hibino et al.'? in their study of the voltage
dependence of image contrast for elaidic acid. The
molecules considered here, octadecanamide, bromo-
docosane, and octadecyl sulfide, display remarkable
contrast enhancement given the polarizability argument
outlined above. For instance, the amide functionality
exhibits an unusually large tunneling current despite its
fairly small molecular polarizability (5.7 x 10724 cm? for
CH3CONH,),** comparable to those of unsubstituted
alkanes, alcohols, and chloroalkanes (5.1 x 10724 cm3);14
these functional groups exhibited little if any contrast
variation in STM images.1®!! This would suggest that
electronic factors (not surprisingly) also contribute sig-
nificantly to the imaging mechanism. The collected
images are described and analyzed in order to extract a
guantitative measure of the topographic height of the
functional group relative to the carbon chain at each
voltage sampled (section I11). Finally, the contributions
that both geometric factors and electronic coupling make
to the imaging of these hydrocarbons are explored in light
of the various mechanisms which have been proposed for
tunneling.

I1. Experimental Section

All of the studies described here have been performed using
a Nanoscope 11 scanning tunneling microscope (Digital Instru-
ments) operating at the liquid—solid interface. Probeshave been
fabricated by mechanically snipping 0.25 mm diameter platinum/
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Figure 1. 10 x 10 nm? scans of octadecanamide obtained at a setpoint current of 240 pA and the indicated bias voltage in
constant-current mode. Lighter areas reveal topographically higher regions, while darker areas are indicative of topographically
lower ones . The black bar denotes the width of one molecular row. The arrow in the image collected at +1.4 V indicates the position
of the amide functional group. The images have been flattened using a zeroth-order polynomial in order to remove vertical offset
between scan lines. No filtering has been performed.

rhodium (87/13) wire (Omega) at an acute angle in order to
produce sharp tips; gold tips were also used in order to verify the
generality of the results. Highly ordered pyrolytic graphite
(HOPG) substrates (Advanced Ceramics, XZB grade) were freshly
cleaved prior to imaging. A few microdroplets of the solution
containing the derivatized hydrocarbon of interest were pipetted
on to the HOPG, and the samples were mounted on the
microscope.

Solutions were prepared by adding 1 mg of octadecanamide
(CH3(CH32)16CONHy) or 1-bromodocosane (CH3(CHy)21Br), both
purchased from Aldrich, or octadecyl sulfide (CH3(CH2)17S(CHz2)17-
CHg), synthesized as in ref 15, to 1 mL of phenyloctane. The
solvent had been deaerated by bubbling N, through it for 10 min.
The samples were then left to dissolve and thermally equilibrate
for approximately 24 h prior to usage.

Height versus voltage measurements were obtained by
sequentially varying the bias voltage, in 0.1V increments, applied
to the sample in the range from —1.6 to —0.6 and +1.6 to +0.8
V, while recording STM topographs as a function of tip height
above the sample (constant-current mode). For these images,
“brighter” portions correspond to topographically higher regions.
The setpoint current was typically 240 pA, although data have
been acquired at other current values to test the reproducibility
of theresults. Generally, atleast four STM images were collected
at each bias voltage to eliminate any spurious effects introduced
by the scanning direction; also, images have been acquired on
different days to confirm the generality of the results. All of the
images shown are representative of the larger collection of data.
Ratios of the measured topographic height of the functional group
to the remaining carbon chain have been extracted from these
images. (See below.)

I1l. Results

A. Octadecanamide. STM topographs of octadecan-
amide, bromodocosane, and octadecyl sulfide have been
acquired over a range of bias voltages, as displayed in
Figures 1, 2, and 3, respectively. As depicted in Figure
1, octadecanamide forms a two-dimensional thin-film
comprised of molecules arranged in an all-trans config-
uration on the graphite surface. One molecular length,
approximately 2.0 nm, is shown by the black bar in the
image collected at +1.4 V (Figure 1). This value agrees
well with that predicted for the length of an all trans
molecular structure in which the distance between
alternate methylene groups in the hydrocarbon backbone
is 2.51 A. The bright portion of each row (demarcated by
the arrow in the image) indicates the position of the amide
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Figure 2. 10 x 10 nm? topographs of 1-bromodocosane obtained at a setpoint current of 300 pA and the indicated bias voltage
in constant-current mode. The black bar denotes the width of one molecular row (—1.4 V image). The arrow in the image collected
at —1.1 V indicates the position of the bromide functional group. The images have been flattened using a zeroth-order polynomial
in order to remove vertical offset between scan lines. No filtering has been performed.

(O=C—NH,) functional group. The molecules orientina
“head-to-head” configuration where the functional group
of one molecule lies adjacent to the functional group of the
nextmolecule. Moreover, the angle between the molecular
axis and the trough has been measured as 68°, in accord
with a preferential packing arrangement arising from the
maximization of hydrogen-bonding interactions between
the adjacent amide groups. These experimental observa-
tions are in good accord with those reported by Takeuchi
et al.'® for the same molecule. Further, preliminary
simulations using the Biosym molecular modeling package
reveal that the preferred ordering of these molecules on
a graphite substrate is dominated by strong hydrogen-
bonding interactions, yielding a “head-to-head” configu-
ration irrespective of the initial geometrical arrangement
of molecules supplied to the modeling routine.

As shown in Figure 1, the highest bias voltage at which
we have been able to collect data is +1.6 V; attempts to
image octadecanamide at higher voltages resulted in a
loss of resolution. It is evident at this voltage that the
amide functional group is readily visible, exhibiting
enhanced contrast relative to both the hydrocarbon chain
and the trough between molecular rows.

As the bias voltage is reduced to +1.4 V, the relative
tunneling probability of the amide group clearly increases,
as revealed in the figure. Here, the contrast of the
hydrocarbon chain has remained constant (compared to
the +1.6 V image), while the troughs have darkened.

When the voltage is again lowered, in this case to +1.2
V, the relative intensity of the amide group to the carbon
atoms in the chain appears to have lessened, resulting in
an overall contrast similar to the +1.6 V topograph.
Further, the collected images display a moiré pattern.
This pattern or intensity modulation is suggestive of a
lack of registry (incommensurability) between the carbon
chain of the molecule and the underlying graphite lattice;
this phenomenon typically results in an interference
pattern between the adsorbed molecules and the substrate.
The moiré pattern persists down to the lowest voltages
sampled.

At low bias voltages, +0.8 V for example, the height of
the amide functional group and that of a representative
carbon in the hydrocarbon chain are nearly equivalent.
As the voltage is reduced even further, octadecanamide
molecules are still visible to the microscope; however, little

(16) Takeuchi, H.; Kawauchi, S.; Ikai, A. Jpn. J. Appl. Phys. 1996,
35, 3754.

distinction exists between the functionalized part of the
molecule and the rest of the chain. At the lowest voltage
investigated, +0.05 V, only the underlying graphite is
detected.

For images captured at negative bias voltages (tunneling
from the sample to the tip), the same general trends are
observed: the greatest contrast of the amide functional
group is obtained at —1.4 V; changes in voltage from this
value resultin decreased height of the amide group relative
to the hydrocarbon chain; and at the very lowest voltages
examined (between —0.8 and —0.1 V), no differentiation
between the substituted end and the carbon chain is
noticeable.

Images have also been collected at constant gap
resistance (R = Vpias/lsetpoint, Where R = 4.67 x 10° Q) in
order to insure that changes in functional group contrast
do not derive from modifications in the tip-to-sample
distance as Vyias has been varied. The images at constant
resistance closely mimic those shown in Figure 1, sug-
gesting that deviations in tip—sample displacement play
a minimal role in these results.

B. Docosane Bromide. Images of docosane bromide
collected at several bias voltages are presented in Figure
2. Asdescribed previously,*®* the bromides lie in a “head-
to-head” configuration with the bromide end groups of
neighboring molecules adjacent to each other. The angle
between one molecular axis and the trough dividing the
lamellae has been measured as approximately 90°.
Moreover, two conformations have been observed when
imaging the bromides: in the first, the bromide end of the
molecule appears “bright” (high) with respect to both the
hydrocarbon backbone and the trough between rows of
molecules; in the second, the bromide end is “dark” (low),
exhibiting similar contrast to the trough. The difference
between the two conformations has been tentatively
attributed to a rotation of the terminal bromide functional
group in and out of the plane of the molecular film. Inthe
“bright” (high) orientation, the bromide group is tilted
upward, out of the plane of the film, resulting in more
favorable spatial overlap between the tip and the bromide
terminal group; in the “dark” configuration, the bromide
atom is pushed downward, residing within the molecular
plane of the adsorbate.'%'! Because of this effect, we have
been careful to obtain and analyze as a function of voltage
only those images in which the bromide functional group
appears high to the scanning tunneling microscope.

For docosane bromide the bias voltage has been varied
from—1.5t0 —0.6 V. Atvoltages above —1.5V, noimages
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Figure 3. 10 x 10 nm? images of octadecyl sulfide obtained at a setpoint current of 300 pA and the indicated bias voltage in
constant-current mode. The black bar denotes the width of one molecular row. The arrow in the topograph collected at +1.1 V
indicates the position of the sulfide functional group. The images have been flattened using a zeroth-order polynomial in order to
remove vertical offset between scan lines. No filtering has been performed.

have been collected due to poor resolution. As depicted
in Figure 2, the bromide end group (solid arrow) is clearly
distinguishable from the hydrocarbon backbone. In
contrast to the case for the amides, as the voltage is
changed over the range sampled for docosane bromide
(see, for instance, topographs acquired at —1.4 and —1.1
V), there s little, if any, qualitative alteration in the height
of the bromide group relative to the carbon chain or the
trough; i.e., bromine remains consistently high. Thistrend
continuesto —0.8 V, after which the height of the functional
group decreases slightly; however, unlike the case for the
amide molecule, the contrast of the functional group and
that of the carbon backbone never become equal.

Attempts to capture and analyze images of docosane
bromide at positive bias voltages have not met with much
success in these studies. In particular, changes from
negative to positive bias frequently appear to induce a
transition in the contrast exhibited by the bromine
terminal group in which the bromine atom presumably
rotates from its out-of-plane high conformation to the in-
plane low conformation. A possible alternative explana-
tion is that the change in tunneling voltage polarity
optimizes the electronic coupling among tip, surface, and
adsorbate in such a way that the tunneling probability
over the bromine atom is decreased.

C. Octadecyl Sulfide. For octadecyl sulfide, STM
images have been captured in the range from +1.5to +0.7
V, as shown in Figure 3. The two-dimensional thin film
of octadecyl sulfide reveals hydrocarbon arms extended
linearly from the sulfur atom positioned at the center of
the molecule. The sulfide molecules align with their
molecular axes (black bar) oriented at approximately 90°
with respect to the troughs.

As with other sulfur-derivatized hydrocarbons (thiols
and disulfides), the functionalized atom (S) in octadecyl
sulfide exhibits markedly enhanced contrast compared to
the hydrocarbon arms.®~*' For images obtained at the
highestvoltages, +1.6 to +1.3 V, the sulfide group appears
twice as high as the backbone. At intermediate voltages
in the range +1.2 to +1.0 V, the height increases slightly.
This effect is not immediately discernible in the images,
however, as the height of the sulfur atom appears to
saturate the STM images. As the bias is again lowered,
the contrast of the sulfur atom decreases slightly, yielding
topographs that are very similar to those obtained at the
highest voltages. Images observed at voltages below +0.7
V are not presented due to poor resolution, although it

should be noted that even at low bias voltages (e.g., +0.1
V) the sulfur atoms plainly stand out in the interfacial
layer.

While octadecyl sulfide has been observed at the liquid—
graphite interface at negative bias voltages, the images
lacked both sufficient clarity and stability for a voltage
dependence study to be conducted.

D. Analysisof Voltage Dependence of Functional
Group Contrast. In order to evaluate the voltage
dependence of the STM contrast for octadecanamide,
bromodocosane, and octadecyl sulfide films in a more
quantitative manner, we have performed a roughness
analysison the topographs. Eachimage has been flattened
by usinga zeroth order polynomial to remove vertical offset
between scan lines. For the roughness analysis only a 10
x 10 nm? portion of the flattened image has been
considered. A small, square integration box (typical
dimensions, length and width, 0.16—0.24 nm) is drawn
over the amide, bromide, or sulfide functional group, and
the mean height, an average over the heights of all of the
points within the box, is recorded. The box is then moved
across the same molecule and positioned above a repre-
sentative carbon in the chain, where the height is again
measured. The same molecule is analyzed to eliminate
any experimental bias due to effects such as moiré patterns
present in the topographs. Finally, the mean height is
extracted at the trough. A minimum of eight heights have
been recorded at each of the three positions for each image
collected.

Given the highly mobile nature of the molecular thin
films investigated here, a comparison of the measured
topographic heights at the three positions indicated above
as a function of bias voltage is not instructive; these
individual values actually may vary from day to day within
a data set collected at any one voltage. Instead, we
calculate a ratio of the measured height at the position
of the functional group relative to the carbon chain:

[height(functional group) —
background]/[height (carbon chain) — background]

Here, the subtraction of the background, i.e. the height
at the trough, normalizes the ratio for overall contrast
variations (resulting from molecular motion, differences
in the sharpness of the tunneling tips, etc.) among the
STM scans. The value calculated for this ratio remains
constant for a particular voltage over all the images
collected. The results of this calculation for all three
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Figure 4. (a) Plot of the ratio of the measured topographic
height of the amide functional group (O=C—NHy,) to that of a
representative carbon atom in the hydrocarbon backbone versus
bias voltage. The octadecanamide data are shown using solid
circles. Error bars on the ratios reflect one standard deviation
from the mean. (b) Plot of the ratio of the measure topographic
height of the bromide (open squares) and sulfide (filled triangles)
functional groups relative to that of a representative carbon in
the hydrocarbon backbone versus bias voltage. Error bars on
the ratios reflect one standard deviation from the mean.
substituted hydrocarbons, octadecanamide, bromo-
docosane, and octadecyl sulfide, are plotted in Figure 4 as
a function of bias voltage. Error bars on the data points
reflect one standard deviation from the mean of the relative
height ratio.

As displayed by the solid circles in Figure 4a, peaks in
the voltage dependence are present over the O=C—NH;
group for octadecanamide around |V| = 1.4 V with a
measured topographic height ratio greater than 2. Small
shifts of +/— 0.1 V from this value result in significant
decreases in the relative height of the amide functional
group compared to the hydrocarbon backbone. Larger
changes from |V| = 1.4 V bring the ratio of the measured
topographic height to its limiting value of 1, signifying
equal contrast for both the amide group and the hydro-
carbon chain. The full width at half maximum (fwhm) of
the ratio of the height distribution is approximately 0.5
V.

In comparison, the image of docosane bromide shows
a very flat voltage dependence (open squares in Figure
4b); the ratio of the measured topographic height of the
bromide group to the carbon atoms in the chain remains
fixed (within error bars), over nearly the entire voltage
range sampled, at a value of approximately 2. The only
exception to this occurs at —0.6 V, where the ratio
decreases to 1.7; it should be noted, however, that (unlike
octadecanamide) equal contrast between bromine and
carbon has not been observed (ratio = 1).
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Finally, the STM image of octadecyl sulfide (filled
triangles in Figure 4b) exhibits a very weak voltage
dependence. While the height data are not as strongly
peaked as in the case of octadecanamide, the ratios are
also not as flat as for the bromide molecules. Instead, a
mild peak (fwhm ~ 0.7 V) appears in the vicinity of 1.1
V; here, the ratio of the topographic height of the sulfur
atom to the carbon chain has gradually risen from a value
of 2.2 to approximately 2.7. Below 1.0 V, the sulfur ratio
slowly tails off to 2.0. Again, for even the lowest voltages,
the ratio never becomes 1, indicating that the sulfur atom
is always clearly distinguishable from the remainder of
the carbon chain.

1V. Discussion

As mentioned above, the tunneling mechanism for
insulating molecules adsorbed on conductive surfaces is
still the subject of great interest. Various mechanisms
have been put forth to describe STM'’s ability not only to
distinguish between the insulating adsorbates and the
atoms of the surface but also to differentiate between atoms
within the adsorbate. For the purposes of this discussion,
these mechanisms will be loosely grouped into two broad
categories, weak or strong (resonant tunneling) coupling
on the basis of the degree of electronic coupling within the
tip—adsorbate—substrate system.

Lang and co-workers have proposed that the contrast
observed in STM images of Xe adsorbed on Ni(110) derives
from aweak electronic coupling between the atomic levels
of the adsorbate and the electronic states of the Ni
substrate.’> Here, the Xe atoms appear as 1.5 A protru-
sions within the STM topographs. To explain Xe's
remarkable visibility in STM, Lang and co-workers!? have
used an adatom on “jellium” model to calculate the
conduction electron density with and without the Xe
present. The computations reveal that the Xe atom pushes
electron density away from the Ni surface, resulting in
favorable overlap between the tip and adsorbate, enabling
the “insulating” atoms to be imaged successfully by STM.
Further calculations demonstrate that Xe makes a
significant contribution to the local density of states
(LDOS), when the tip is far from the Ni surface. While
this additional contribution to the LDOS is peaked
approximately 0.5 eV below the Ni vacuum level, pos-
sessing a fwhm of 0.5 eV, it is the tail of the Xe LDOS
distribution, which extends down to the Ni Fermi level,
that results in the weak electronic coupling to the surface.
This has been suggested as the mechanism or pathway
leading to the heightened contrast over the Xe atom
obtained for this system.

Xe on Ni(110) serves as the atomic analog to the
insulating organic molecules physisorbed on HOPG
studied here. For both systems there exists a large gap
between the highest occupied and the lowest unoccupied
orbitals, amounting to 8—12 eV. Due to this large energy
difference, it is reasonable to assume weak nonresonant
coupling between the electronic levels of the graphite
substrate and the highest occupied and lowest unoccupied
molecular orbitals (HOMO’s and LUMO’s) of the ad-
sorbate. Despite the weak electronic coupling, the spatial
extent of the electron density for the combined adsorbate—
substrate system is pushed away from the substrate
because of the physical position of the adsorbate on the
surface. In these cases, the STM image is expected to
reflect the shape of the adsorbate HOMO or LUMO
overlapped by the wave function of the tip atom(s). Here,
geometry will generally be the predominating factor in
the tunneling mechanism.
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This type of geometry-determined tunneling mechanism
seems to govern the images collected for docosane bromide.
The very flat voltage dependence (Figure 4b) suggests
that the electronic energy levels of the adsorbate play a
minimal role in the differentiation between the terminal
bromide group and the carbon backbone. Instead, it seems
likely that the favorable spatial overlap (geometry)
imposed by an orientation in which the bromine functional
group appears raised relative to the rest of the molecule
controls its discrimination by STM. Similar to the Xe on
Ni case, a small amount of electronic coupling must exist
for the bromide to be imagable; however, in the vicinity
of the Fermi level, it is presumed that any addition to the
LDOS contributed by docosane bromide is relatively
constant as a function of energy (voltage). It should be
noted, however, that the exact placement of the frontier
orbital levels (i.e. the HOMO and LUMO) for this bromide
derivatized hydrocarbon remains unknown, precluding a
direct assessment of the degree of adsorbate—substrate
coupling at the present time. Still, a geometry-driven
tunneling mechanism would also explain the lack of
contrast exhibited by the functional group in the second
configuration observed for the two-dimensional interfacial
layer in which the Br group appears dark relative to the
hydrocarbon chain.'®!! Further, increased tunneling
probability based upon molecular geometry is consistent
with the hypothesis proposed previously’®'! in which
height in STM images correlates with a large molecular
polarizability (for CH3;CH,Br, . = 8.05 x 10724 cm?3).14

In contrast to the case for 1-bromodocosane, the peak
exhibited in the voltage dependent results for octa-
decanamide (Figure 4a) suggests a strong electronic
coupling between adsorbate and substrate, hinting at a
resonant tunneling mechanism. Resonanttunneling has
been proposed as the dominant tunneling mechanism for
anumber of systems, including 4-octyl-4'-cyanobiphenyl*’
and isolated DNA strands.'® In these cases, a strong
interaction exists between the electronic energy levels of
the adsorbate and those of either the substrate or the tip,
which may mediate electron tunneling between the tip
and the surface. The molecular levels of the adsorbate
act as intermediate states during the electron tunneling
process and increase tunneling conductance in the vicinity
of the molecular adsorbate. Recently, Tao'® observed
resonant tunneling by using electrochemical STM to “tune”
the Fermi level of a graphite surface into resonance with
an electronic level of iron(l1l) porphyrin. His voltage
dependent measurements are very similar to those
reported here.

Let us consider which electronic levels of octadecan-
amide are available for coupling to the graphite substrate
and their degree of interaction. Following the prescription
given by Ou-Yangetal.,?° the energy levels of the adsorbate
can be cataloged relative to those of the graphite surface
and the Pt tip by defining a zero of energy as that level
at which the electron can be effectively removed from the
graphite surface or molecule. These correspond to the
vacuum level and the ionization potential, respectively.
Taking the substrate first and using the work function for
graphite (¢ = 4.7 eV), the Fermi level is positioned 4.7 eV
below the zero of energy. Next, using the ionization
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potential for octadecanamide (11 eV),2* the HOMO s
placed —11 eV from the graphite vacuum level and 6.3 eV
below the Fermi level. The HOMO—-LUMO gap deter-
mines where the LUMO lies with respect to the graphite
levels; Ikai and co-workers?! have calculated that this gap
is approximately 16.8 eV. This sets the LUMO at +5.8
and +10 eV relative to the graphite vacuum and Fermi
levels, respectively. Since the values computed for the
ionization potential and HOMO—-LUMO gap correspond
to those for octadecanamide in the gas phase, the molecular
levels of the adsorbed molecule should lie slightly lower
in energy. Assuming a heat of adsorption of 1.2 eV (on
the basis of the number of methylene units in the
hydrocarbon chain),?>?® the LUMO is still separated by
4.6 eV from the vacuum level and even more from the
Fermi level.

Given that these frontier orbitals are far removed from
the surface Fermilevel, it seems unlikely from an energetic
standpoint that they can play a pronounced role in
resonant electronic coupling, which might be expected to
be responsible for the peak in the ratio of the topographic
height as the voltage is varied. Instead, the HOMO and
LUMO are expected to have a weak interaction with the
graphite, similar to that of bromine, as discussed above.

Despite the energetically weak coupling between the
substrate and molecular adsorbate HOMO and LUMO
levels, the shape of the orbitals may still contribute to the
contrast observed in the STM images, much like the case
of Xe on Ni.»? For instance, Sautet and Bocquet?* have
calculated that the orbitals of benzene which lie very far
(tens of electronvolts) from a Pt(111) surface Fermi level
make a significant contribution to the STM image, giving
rise to the shape of the contours seen in the experimental
topographs. Further, Claypool et al.?®> argue that orbital
diffuseness occupies a prominent role in defining the
overall electronic coupling matrix elements. Our images
for octadecanamide (especially around |V| = 1.4 V) appear
to be in general accord with the molecular orbital shapes
calculated by Ikai and co-workers.’® Like the STM
topographs, diagrammatic representations of the com-
puted HOMO and LUMO reveal localization of the wave
function over the terminal amide (O=C—NH,) group. The
next lower HOMO (HOMO — 1) and next higher LUMO
(LUMO + 1) show the wave function extending into the
hydrocarbon chain away from the functional group.

While the calculated shapes of the molecular orbitals
for octadecanamide are consistent with the overall picture
of increased tunneling over the position of the amide
functional group, they do not explain an increase in
topographic height ratio as the energy (voltage) is tuned.
The energy of the amide HOMO and LUMO levels relative
to that of the graphite electronic states implies that they
should be only weakly (off-resonantly) coupled to the
graphite Fermi level. The molecular orbitals and the
energy level diagram constructed thus far do not seem to
adequately explain a peak or “resonance” in the voltage
dependence at |V| = 1.4 V. Instead, we speculate that
other types of electronic levels of the adsorbate, including
low-lying triplet levels?® and negative ion states,?’~3° may
give rise to the changes in the STM images as the bias
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voltage issmoothly varied. Finally, itisalsoworth noting
that the effects of the considerable electrical fields at the
tip—adsorbate—surface interface can significantly impact
on the coupling between surface Fermi levels and ad-
sorbate HOMO—-LUMO levels. Such an effect may be
responsible for the relatively rapid change in topographic
height observed as a function of voltage in the octa-
decanamide system.

V. Summary

Using STM, images of electrically insulating thin films
of substituted long-chain hydrocarbons adsorbed on
graphite have been successfully obtained with, in many
cases, atomic resolution. Further, certain chemically
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specific functional groups can be distinguished from the
hydrocarbon backbone due to an increase in the tunneling
probability in the STM images at the substituted positions.
Finally, voltage dependent studies of the image contrast
observed for octadecanamide, docosane bromide, and
octadecyl sulfide suggest that participation of geometric
and electronic structure factors can be distinguished. For
docosane bromide, topographic factors appear to dominate
the tunneling mechanism; while for octadecanamide,
evidence for resonant tunneling, implying a strong elec-
tronic interaction, is suggested by the voltage dependent
images.
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