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Abstract

Laser postionization in combination with mass spectrometry was used to detect neutral molecules desorbed from
self-assembled monolayers of phenethyl mercaptan and benzyl mercaptan on gold upon 8 keV Ar* bombardment. From
experimentally obtained time distributions, it was determined that the majority of the desorbed neutral molecules leave the
surface with low translational energies of about 0.03 eV. As the substrate temperature is reduced, the distributions become
broader and shift to longer flight times. In combination with mass distributions, these results indicate that the thermal
desorption process is initiated by chemical reactions in the organic layer, creating fragments of the original molecule weakly
bound to the surface, prior to release. © 1999 Elsevier Science B.V. All rights reserved.

PACS: 82.80 Ms; 79.20 Rf; 68.18
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1. Introduction

Self-assembled monolayers (SAMs) are a novel
class of materials with promising applications in
different technological fields such as nanofabrica-
tion, chemical and biological sensing as well as
tribology [1-4]. SAMs are ordered molecular assem-
blies formed by the adsorption of an active surfactant
on a solid surface. The most widely studied SAMs
consist of short hydrocarbon chains with functional
groups at either end [5]. The molecules are cova
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lently bound to a substrate and the chain—chain
interactions (e.g., van der Waals forces or dipole—di-
pole interactions) drive the formation of highly or-
dered and densely packed monolayers. SAMs are
formed spontaneously on a variety of surfaces by
exposing the substrate to the molecules in the gas
phase or by immersing the substrate in a solution
containing the molecules [2]. Apart from ease and
speed of fabrication, SAMs exhibit a high stability
due to the strong bonding of the molecules to the
surface. Furthermore, SAMs can be custom-designed
for the desired application by using the most suitable
functional group.

The fabrication of SAMs and the characterization
of their structural, chemica and physical properties
is of great current interest [5]. Infrared spectroscopy
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[6], scanning probe microscopies([7,8] and ellipsome-
try [9] are often applied to characterize the organic
surfaces in a non-destructive way. Because of their
unmatched sensitivity, however, invasive techniques
based on energetic probes such as fast particles and
photons play a central role in the surface-analysis of
molecular systems [10,11]. The interaction between
the energetic probes and the surface not only leads to
the desorption of molecules from the surface, but
also may result in radiation-induced damage of the
SAM [12]. Although this might be considered as an
undesirable side effect for an analytical technique,
the intentional and controlled modification of SAMs
by particle interactions opens new possibilities for
lithographic patterning to produce nanostructures
[13-15]. Presently, there is only a limited under-
standing on the fundamental processes initiated by
the energetic probes that lead to the modification of
the SAM and to the gection of molecular species
from the surface.

In this work, we employ laser postionization to
study the desorption of neutral molecules from SAMs
of phenethyl mercaptan C4H,CH,CH,SH (PEM)
and benzyl mercaptan C;H;CH,SH (BM) on gold
surfaces. Both molecules form SAM’s by covalently
binding the sulfur atom to the gold. The SAMs are
bombarded with short pulses of Ar* ions with an
energy of 8 keV. The desorbed neutral molecules
were postionized during a short laser pulse after they
travel a fixed distance from the sample surface and
are subsequently detected by mass spectrometry. By
varying the delay between the impact of the primary
ions and the laser pulse, time distributions are ob-
tained. Our results indicate that the collision-induced
molecular desorption from these SAM’ s is a two-step
process. In the first step, the impact of the projectiles
initiates chemical reactions that gently fragment the
surface-bound molecule. Subsequently, these frag-
ments remain physisorbed on the substrate until they
evaporate.

2. Experimental

Self-assembled monolayers were spontaneously
formed by immersing gold-coated substrates in solu-
tions containing 30 mM phenethyl mercaptan or

benzyl mercaptan in ethanol for several days. The
samples were rinsed with ethanol and kept in vac-
uum (10~8 Torr) overnight before introduction into
the UHV analysis chamber (with a base pressure
2x107° Torr) to remove excessive unbound
molecules from the surface. The sample stage has
both cooling and heating facilities to vary the tem-
perature of the substrate between 150 and 360 K.
The desorption process was initiated by bombarding
the samples with 450 ns pulses of 8 keV Ar* ions, at
45° incidence, focused to a 3 mm diameter spot on
the sample. Secondary ions were electrostatically
rejected. The desorbed neutral molecules were de-
tected by multiphoton ionization using the fre-
quency-doubled output of adye laser (SpectraPhysics
PDL-3 in combination with wavelength extender
WEX-1) at 259.04 nm or the frequency quadrupled
output of the Spectra Physics GCR-5 Nd:YAG pump
laser at 266 nm. Laser photoionization at 266 nm is a
non-resonant process requiring at least two photons
for most fragments. Tuning the laser to 259.01 nm,
which drives a ground-state originating transition for
benzene, was found to enhance greatly the ionization
efficiency. At both wavelengths, energies of about 3
mJ were used in laser pulses of 6 ns. The laser beam
was focused to a ribbon shape parallel to the sample
surface plane at a fixed distance of ca. 1 cmin front
of the sample. Before each experiment this distance
was determined with an accuracy of 0.01 cm using a
telescope mounted on a micrometer.

The density of the molecules in the laser ioniza-
tion volume was recorded as a function of time by
systematically varying the time delay between the
primary ion and laser pulses [16]. This time delay
corresponds to the flight time of the neutral molecule
from the sample surface to the laser plane plus any
measurable delay time to gjection from the surface.
After photoionization the molecules were mass selec-
tively detected by time-of-flight mass spectrometry
using a gated, position sensitive microchannel plate
detector. While this mode of operation enables accu-
rate angular and time base measurements, the gated
detector provides a mass resolution of approximately
20 at m/z 100. Mass distributions were measured by
scanning the detector gate at a fixed time delay
between the impact of the ion pulse and the laser
pulse. The desorbed neutral molecules were collected
within an angular range of +20° around the normal
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to the surface, where the signal was found to be
maximal.

3. Results and discussion

To establish the mechanisms of molecular desorp-
tion from self-assembled monolayers, we provide
mass distributions and time distributions of neutral
organic fragments at different surface temperatures.
This strategy allows us to differentiate between bal-
listic events, which are not temperature dependent,
and other desorption mechanisms which may involve
activated processes. This approach is used here to
examine two model systems: PEM /Au and BM /Au.
The samples were analyzed at different temperatures
between 183 and 355 K.

In Fig. 1 the time distribution of the m/z 106
fragment desorbed from PEM /Au after bombard-
ment with 8 keV Ar* projectiles at room tempera-
ture is shown. The maximum density of desorbed
molecules (peak B) passes through the laser plane
approximately 40 p.s after the impact of the primary
ions. Moreover, a small peak (peak A) is present at

Signal (arbitrary units)
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Fig. 1. Time (density) distribution for desorbed neutral molecules
(with m/z 106) upon bombardment of a PEM /Au SAM with 8
keV Ar* ions at room temperature. The distribution shows that a
small fraction of the molecules is emitted amost immediately
after the ion impact (peak A), but the majority is released more
slowly (peak B).

(a) PEM/Au
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Fig. 2. Time (density) distributions obtained from (a) m/z 106
desorbed from PEM /Au and (b) m/ z 92 desorbed from BM /Au.
In both panels, the filled and open symbols represent data ob-
tained at room temperature and 240 K, respectively. The solid
curves indicate the best fit using a Maxwell-Boltzmann density
distribution convoluted with a first-order rate equation.

low flight times. When the surface temperature is
decreased, there is a dramatic influence on the shape
of the time distributions and an overall reduction of
the signal intensity. The time distributions are ob-
served to broaden and to shift toward longer times,
as shown in Fig. 2. Here, the time distributions
measured at 240 and 300 K are shown for the m/z
106 fragment gected from PEM /Au (Fig. 2a) and
for the m/z 92 fragment gjected from BM /Au (Fig.
2b), respectively. In Fig. 3, mass spectra are shown
in order to compare the photoion signals from
PEM /Au and BM /Au at 300 K (Fig. 3a,b) and 240
K (PEM /Au: Fig. 3c and BM /Au: Fig. 3d). Mass
spectra for both SAMs show prominent peaks at
m/z 78. Thisis not surprising since resonant ioniza-
tion of benzene (78 Da) in the ground state at 259.04
nm enhances the sensitivity for this molecular frag-
ment. At 300 K the mass spectra from desorbed
PEM /Au show a prominent peak at m/z 106, while
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Fig. 3. Mass spectra for particles photoionized using a focused
laser beam at 259.04 nm. The upper two rows represent spectra
taken after ion beam induced desorption at room temperature ((2)
from PEM /Au and (b) from BM /Au) and 240 K ((c) from
PEM /Au and (d) from BM /Au). The last row shows room
temperature gas phase spectra for PEM (e) and BM (f) taken
under the same experimental conditions.

bombardment of BM /Au yields an intense peak at
m/z 92. The overal signa is reduced at lower
temperatures, but the photoion signal at m/z 106
and 92 decreases rapidly until it is virtualy indistin-
guishable from the background below 200 K.

Consider first the molecular species that arrive at
the laser plane with flight times on the order of 10
pws. A careful analysis using different projectiles
showed that these molecules are sputtered with ki-
netic energies of the order of 1 eV by momentum
transfer from the incident ion to the gold substrate
and finally to the organic layer [17].

The vast magjority of the fragments released from
PEM /Au or BM /Au arrives at the ionization vol-
ume after a much longer time. The desorption pro-

cess requires the molecules to break a S-C or a
Au-S bond, both of which are of the order of 2-3
eV in strength [4]. Direct bond scission by the pri-
mary particle impact followed by unzipping of the
chain to generate molecular fragments was invoked
to explain ion formation from bombarded polymer
surfaces [18]. Recently, Chenakin adopted this pic-
ture and assumed that high-rate scission and ion-in-
duced fragmentation of standing hydrocarbon chains
is a predominant process of sputtering self-assem-
bled hexadecanethiol monolayers on Ag (111) [19].
Our results clearly indicate that direct bond scission
is not the main mechanism behind the release of
neutral molecular fragments from PEM /Au and
BM /Au. The high energies involved in a direct
ballistic interaction would certainly cause the
molecules to be promptly gected with high kinetic
energies. However, experimentally determined trans-
lational energies of the majority of the desorbed
fragments are found to be about two orders of mag-
nitude smaller than the Au-S or S—-C binding ener-
gies.

We propose that the overall desorption process is
a two-step process. In afirst step, the primary parti-
cle’'s energy released into the solid and the molecular
overlayer is used to initiate a chemical reaction. This
reaction results in a gentle cleavage of the bond
between the S and the C atom, leaving the frag-
mented SAM physisorbed to the surface. Then, in a
second step, the physisorbed fragment evaporates.
The overall process can be described by first-order
kinetics with a temperature-dependent rate [17].

A possible process is the breaking of the S-C
bond by reaction with a hydrogen species

RS— AU, +H— RH + S— Au, (1)

where R stands for C;H;CH,CH, and C;H;CH, in
case of PEM and BM, respectively. From molecular
dynamics simulations, it is known that these hydro-
gen species are formed near the impact zone directly
after the primary ion hits the surface [20]. At least
some of these highly reactive species will interact
with nearby intact molecules and initiate the bond
scission. Evidence for the occurrence of reaction (1)
comes from a comparison of the mass spectra from
ion bombarded SAMs (Fig. 3, upper panels) and
mass spectra obtained by photoionizing gaseous PEM
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and BM (Fig. 3, lower panels). No peaks are discern-
able at m/z 138 (PEM) or m/z 124 (BM), indicat-
ing that PEM or BM molecules fragment before
photoionization can take place. In the spectrum ob-
tained from ion beam desorbed PEM /Au, a peak at
m/z 106 is clearly present, while this peak is absent
in the gas phase spectrum. This proves that
CgH;CH,CH, (ethylbenzene with m/z 106) is
emitted from the surfaces. In both BM spectra the
same molecular fragments are present. However, the
relative intensity of the m/z 92 fragment is signifi-
cantly lower in the spectrum obtained from ion beam
desorbed BM /Au. This is a strong indication that
this pesk principaly originates from CiH CH,
(toluene with m/z 92), formed during the desorption
process.

Although the average trandational energy of the
emitted molecules can be considered as being ther-
mal, the time distributions shown in Fig. 2 are poorly
described by classical Maxwell-Boltzmann time
density distributions [17]. This can be explained by
the plausible assumption that the time of formation
of the molecular fragments, eg. by the scission
reaction (1), plus the time they remain physisorbed at
the surface after the chemical bond with the surface
is broken, cannot be neglected. The time delay be-
tween the impact of the primary ion beam and the
firing of the laser, used as the time in the abscissa of
Figs. 1 and 2, is thus composed of two parts. The
first delay is the time between the impact of the
primary ion and the actual desorption of the molecu-
lar fragment from the surface. The second contribu-
tion to the total time is the actual flight time the
molecule with a specific trandational energy needs
to reach the laser plane. This desorption delay can be
taken into account by convoluting the Maxwell—
Boltzmann time density distribution with a first-order
exponential decay:

I(t) = Cfot[(t —t') exp( —md?/2KT (t— t')?)]

xXexp(—t/7)dt’. (2)

In this equation, 1(t) represents the photoion signal
as function of t, the time between the impact of the
primary ion (at t = 0) and the arrival of the molecules
at the laser plane, and t' is the desorption delay. The
mass of the molecule is given by m, d is the

distance between the sample surface and the laser
plane, k is the Boltzmann constant and T is the
‘tranglational’ temperature of the desorbed molecular
ensemble. The mean delay to desorption is given by
7. The model described by Eq. (2) was fitted to the
experimental data for both PEM /Au and BM /Au at
various temperatures with C, T and 7 as adjustable
parameters. These fits, shown as solid linesin Fig. 2,
are in excellent agreement with the experimental
data. The strong temperature dependence observed in
the time distributions is reflected in the vaues for
the mean desorption delay fit parameter 7, as shown
in Table 1. For both SAMs, the desorption delay of
the molecular fragments upon ion bombardment tends
to be longer at lower temperature, implying that the
overall rate of desorption slows down at lower tem-
peratures.

Which step in the desorption process is tempera-
ture constrained, is presently unclear. Although the
incident ion strikes the target with a high energy,
most of this will be readily absorbed into the gold
substrate and used to develop a collision cascade,
leading to the gection of gold atoms and clusters.
Since most of the energy of the primary ions is
dissipated into the substrate, it cannot be used to
initiate the scission of the bound molecules. This
would imply that even a moderate variation of the
substrate temperature could have a substantial influ-
ence on the kinetics governing the bond cleavage.
Alternatively, it could be argued that the physisorbed
molecules are thermally equilibrated to the surface.
Desorption would then proceed at a temperature
dependent rate. This thermal equilibrium should be
reflected in the translational temperature T resulting
in lower values at lower temperatures. However,
this trend is not reflected in the fitted values for T

Table 1

Averaged values for the temperature (T;;,) and the mean desorp-
tion delay (7;,) obtained from Eq. (2) at different surface tempera-
tures (Te,,)

Texp ) Trie (K) Trie (WS

PEM/Au  BM/Au PEM/Au BM/Au
240(10)0 311(11) 588(10) 76(16) 52 (25)
300(100 310(17) 581 (47) 04(2) 25(10)
340(10)  365(16) 596 (50) 074 25 (4)

Estimated uncertainties are given between parentheses.
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(Table 1), which tend to be roughly constant over the
temperature range studied here. This could possibly
be explained by the heating of the local environment
when the molecule gets formed by an overall
exothermic reaction like Eq. (1). Part of that energy
might be stored into vibrationa modes of the
molecule, but part could also be used to increase the
trandational energy of the departing molecule.

4. Conclusions

Laser postionization in combination with mass
spectrometry was used to measure the time distribu-
tions of neutral molecules desorbed from self-assem-
bled monolayers of phenethyl mercaptan (PEM /Au)
and benzyl mercaptan (BM /Au) on gold upon 8 keV
Ar* bombardment. Our experimental results indicate
that athough a small fraction of the molecules is
sputtered ballistically with high kinetic energies, the
majority is thermally released from the surface. We
propose to view this slow desorption as a two-step
process. In a first step, highly reactive hydrogen
species originating from the severely damaged im-
pact site of the primary ion, initiate chemical reac-
tions that result in the gentle cleavage of a chemical
bond. Experimental evidence was found for the
abundant release of ethylbenzene from PEM /Au and
toluene from BM /Au. This is a strong indication
that primarily C—S bonds are broken. In a second
step the molecular fragments remain weakly bound
to the surface until they are released with thermal
trandational energies. The temperature-dependent
time distributions were found to be adequately de-
scribed by a convolution of the Maxwell-Boltzmann
distribution with a first-order rate equation to ac-
count for the delay in the overall desorption.

Acknowledgements
The financial support of the National Science

Foundation, the National Institutes of Health, the
Office of Naval Research, and the Polish Committee

for Scientific Research Fund No. PB 1128 ,/T08/
96/11 and Maria Sklodowska-Curie Fund MEN /
NSF-96-304 is gratefully acknowledged. E.V. is par-
tially supported by the Fulbright-Hayes Association
and a NATO Research Fellowship.

References

[1] JD. Swalen, D.L. Allara, J.D. Andrade, E.A. Chandross, S.
Garoff, JN. Isradlachvili, T.J. McCarthy, R. Murray, R.F.
Pease, JF. Rabolt, K.J. Wynne, H. Yu, Langmuir 3 (1987)
932.

[2] A. Ulman, An Introduction to Ultrathin Organic Films: from
Langmuir—Blodgett to Self Assembly, Academic Press,
Boston, 1991.

[3] D.L. Allara, Biosens. Bioelectron. 10 (1995) 771.

[4] L.H. Dubois, R.G. Nuzzo, Annu. Rev. Phys. Chem. 43
(1992) 437.

[5] A. Ulman, Chem. Rev. 96 (1996) 1533.

[6] P. Laibinis, G.M. Whitesides, A.N. Parikh, Y.T. Tao, D.L.
Allara, R.G. Nuzzo, J. Am. Chem. Soc. 113 (1991) 7152.

[7] C. Schonenberger, JA.M. Sondag-Huethorst, J. Jorritsma,
L.G.J. Fokkink, Langmuir 10 (1994) 611.

[8] C.A. Alves, E.L. Smith, M.D. Porter, J. Am. Chem. Soc. 114
(1992) 1222.

[9] M.D. Porter, T.B. Bright, D.L. Allara, C.E.D. Chidsey, J.
Am. Chem. Soc. 109 (1987) 3559.

[10] N. Winograd, B.J. Garrison, lon Spectroscopies for Surface
Analysis, Czanderna and Hercules, New York, 1991.

[11] F. Hillenkamp, M. Karas, R.C. Beavis, B.T. Chait, Anal.
Chem. 63 (1991) 1193A.

[12] H. Kondoh, H. Nozoyo, J. Phys. Chem. B 102 (1998) 2367.

[13] G. Gillen, S. Wight, J. Bennett, M.J. Tarlov, Appl. Phys.
Lett. 65 (1994) 534.

[14] K.K. Berggren, A. Bard, JL. Wibur, JD. Gillaspy, A.G.
Helg, J.J. McClelland, S.L. Rolston, W.D. Phillips, M. Pren-
tiss, G.M. Whitesides, Science 269 (1995) 1255.

[15] Y.-T. Kim, A.J. Bard, Langmuir 8 (1992) 1096.

[16] P.H. Kobrin, G.A. Schick, J.P. Baxter, N. Winograd, Rev.
Sci. Instrum. 57 (1986) 1354.

[17] D.E. Riederer, R. Chatterjee, S.W. Rosencrance, Z. Postawa,
T.D. Dunbar, D.L. Allara, N. Winograd, J. Am. Chem. Soc.
119 (1997) 8089.

[18] JL. Legget, JC. Vickerman, Int. J. Mass Spectrom. lon
Proc. 122 (1992) 281.

[19] S.P. Chenakin, B. Heinz, H. Morgner, Surf. Sci. 397 (1998)
84.

[20] R.S. Taylor, B.J. Garrison, Int. J. Mass Spectrom. lon Proc.
143 (1995) 225.



