PHYSICAL REVIEW B

VOLUME 49, NUMBER 3

15 JANUARY 1994-1

Preparation, structure, and composition of ordered tin-oxide overlayers on the Au(111) surface

Y. Zhang and A. J. Slavin
Department of Physics, Trent University, Peterborough, Ontario, Canada K9J 7B8
and Department of Physics, Queen’s University, Kingston, Ontario, Canada K7L 3N6
(Received 12 October 1992; revised manuscript received 24 June 1993)

Previous work has described the growth mode of tin deposits on the Au(111) surface and the subse-
quent oxidation of the tin at room temperature. Because the gold does not oxidize under the conditions
of this experiment, one can monitor the growth of the oxide layer in an incremental fashion. This paper
extends the study to oxidation at higher temperatures. From 500 to 800 K at about 10~ Torr of oxygen,
at least half the tin in-diffuses, with the rest forming an ordered SnO, layer on the surface. This ordered
oxide has no counterpart for bulk tin, which melts at 505 K. Heating above 800 K causes diffusion of
the remaining tin and oxygen into the gold substrate. The formation of the oxide layer has been studied
by Auger spectroscopy, electron-energy-loss spectroscopy, work-function measurements, and low-

energy-electron diffraction.

I. INTRODUCTION

The study of the oxidation of thin metal films is in-
teresting in a number of respects. For example, the com-
parison of the oxidation of thin metal films and that of
corresponding bulk materials can provide a better under-
standing about the growth of a metal oxide on a bulk
sample.' 3 Second, many bulk metal oxides lack stable
crystal faces and are hard to grow. It has been reported
that annealing oxidized metal films can sometimes pro-
duce well-ordered oxide films, which are alternatives to
the bulk oxide material for surface studies, and possibly
for chemical catalysis.*

Oxidation of metal films on metal substrates has been
investigated for various adsorbate-substrate combina-
tions.* Among them, ordered oxide films were obtained
for only a few systems.>~® It has been found in this labo-
ratory that oxidation of Sn on the Au(111) surface at
room temperature leads to disordered Sn-oxide films'®
which cannot be ordered by annealing. However, the
present work has shown that oxidation at substrate tem-
peratures from 500 to 700 K does provide well-ordered
Sn-oxide films on the Au(111) surface. The preparation,
composition, and structure of these films are discussed,
aided by a comparison with measurements on an SnO,
single crystal. Because Au does not oxidize under the
conditions of this experiment (Ref. 11 and references
therein), the tin oxide layers can be built up in a well-
defined manner by controlling the amount of Sn deposi-
tion.

II. EXPERIMENT

The experiment was carried out under ultrahigh vacu-
um (UHYV) conditions with a base pressure less than
5X107!° Torr. The gold single crystal (99.999% pure)
was cut to within 1° of the (111) plane and was spot weld-
ed to nickel wires and heated resistively. The sample was
cleaned in vacuum by argon-ion bombardment while
heated at 850 K, followed by a short vacuum annealing at
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the same temperature. After cleaning, Sn deposition or
oxidation, no contamination of the sample surface was
detected by Auger electron spectroscopy (AES) within
the sensitivity of the four-grid low-energy electron-
diffraction (LEED)-type analyzer. Sn was deposited onto
the Au(111) surface by heating a simple evaporator at
750°C. Cold-trapped ultrahigh-purity oxygen gas was in-
troduced into the chamber through a leak valve and the
purity monitored with a quadrupole mass spectrometer.

The SnO, single-crystal face was shown by x rays to be
within 1° of the (110) plane (one of the natural growth
faces) and the crystal was mechanically mounted to the
sample manipulator with nickel wires. A thermocouple
was spotwelded to the nickel wires so that the tempera-
ture of the sample could be monitored when the sample
reached thermal steady state. The sample was cleaned by
ion bombardment at 1000 K. The major contaminants
were found to be carbon and potassium, which were re-
duced below the noise level of our detector after cleaning.
Since it is believed that ion bombardment and annealing
reduce SnO, to SnO,'>3 the cleaned surface was further
annealed at 1000 K in the presence of oxygen (5X107¢
Torr) for several hours. This procedure is reported to
produce a nearly perfect (110) surface.!® It did result in a
clear low-energy electron-diffraction (LEED) pattern, as
desired.

Auger spectra of the Au (Ng,V¥V, 69 eV), Sn
(MyN,sN, s, 430 eV), and oxygen (KL, 3L, 3, 503 eV)
peaks were obtained using modulation voltages of 2, 7,
and 11 V (peak-to-peak), respectively, and a primary elec-
tron beam at normal incidence with an energy of 1.5 keV
and a beam current of 15 uA. Electron-energy-loss spec-
troscopy (EELS) data were recorded using a 3-V peak-
to-peak modulation and a 0.6-4A electron beam, with
primary energy of 70 eV for Sn on Au(111) and 100 eV
for the SnO, single-crystal sample. The EELS results are
due almost totally to the surface layer, because at these
primary energies the electrons have an inelastic mean free
path (IMFP) close to its minimum value (typically 1.5
monolayers) and because the electrons have to pass
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through the surface layer on both entry and exit. All of
the measurements were recorded with a lock-in amplifier
in the second harmonic mode [dN (E)/dE].

Differential work-function measurements, accurate to
within 0.04 eV, were made by observing the onset of the
secondary electron peak.'*

III. RESULTS

A. Auger electron spectroscopy

Previous studies have been carried out on the growth
of Sn thin films on the Au(111) surface'>'® and the oxida-
tion of these films at room temperature.'® Those results
pertaining to the present paper will now be summarized.
It was found that Sn forms an alloy AuSn at room tem-
perature. When oxidized at the same temperature, Sn
atoms diffused to the surface and formed disordered Sn-
oxide layers. The quantity of Sn deposited was measured
using plots of the Au and Sn Auger peaks as a function of
the deposition time, at constant evaporation rate. The
completion of the first Sn layer, after a deposition time 7,
was evidenced by a clear break in slope. The quantity of
Sn deposited in a time n7 will be referred to as an “n-7
deposit. The alloy formed by the deposition of 1 7 of Sn
is two atomic layers thick.!> However, it appears that the
sticking probability of the Sn falls by one half after com-
pletion of the first layer, so that a 6-7 deposit, for exam-
ple, results in a total thickness of the alloy layer of seven
atomic layers. Note that to avoid confusion between
“monolayers” and atomic layers, the notation “7” has
been used to replace “ML” (monolayer) used in previous
publications.

In the present work, Sn deposits were also made with
the sample held at room temperature; oxidation was car-
ried out at various temperatures ranging from room tem-
perature to 800 K. For oxygen pressures from 5X 1078
to 1 Torr, Sn deposits were oxidized readily throughout
this temperature range.

Since the Auger signal of Sn is a mixture of a metallic
Sn signal and a Sn-oxide signal, the two components were
separated by a simple decomposition procedure,' using
the Sn line shapes from unoxidized Sn on Au(111) and
from single-crystal SnO, as two basis functions. The
latter line shape was essentially identical to that for fully
oxidized Sn on Au(111). The results will be referred to as
the “Sn” signal for the metallic component and the
“Sn0O,” signal for the oxide component. These decompo-
sitions gave good fits to the original data, unlike the case
for oxidation at room temperature!® where two different
oxides were present, and indicates that a single oxide was
present for the high-temperature oxidation.

Figure 1 plots the Auger intensities (peak-to-peak
height) of Au, O, Sn, and SnO, against the logarithm of
the oxygen exposures for the oxidation of a 6-7 deposit of
Sn on Au(111) at 600 K and 5X 10~ ® Torr. All intensi-
ties have been divided by the value for the clean Au sur-
face, measured before each run, to account for slight
differences in primary current, etc., from run to run. No
adjustment!” has been made for the different modulation
voltages. In the inset in Fig. 1 the same data are plotted
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FIG. 1. Peak-to-peak Auger intensities as a function of the
oxygen exposure (log scale). The inset is plotted linearly.

on a linear scale for oxygen exposures up to 6000 L (1
langmuir =107° Torrs). The inset shows that Sn oxi-
dizes quite rapidly initially but very slowly above 1500 L.
The data for much larger exposures, to 5X 10° L, suggest
a saturation for all the curves, within the experimental
scatter, except for the oxygen amplitude which continues
to increase slowly. It should be noted that this saturation
only implies no further change in the signal within the
sampling depth of the Sn and oxygen Auger electrons, of
about 4 atomic layers. It is possible that the Sn below
this is not fully oxidized, for thick deposits.

For oxidation at room temperature, the total Sn Auger
intensity increased from the beginning as the subsurface
Sn segregated to the surface.'® However, for oxidation at
600 K the total Sn signal (Sn plus SnO,) fell from its ini-
tial value of 0.32 in Fig. 1 to 0.17, for only a 300-L expo-
sure. Approximately the same decrease in the Sn signal
was observed when the unoxidized sample was heated to
600 K in vacuum for the same length of time. The logical
explanation for the decrease in both cases is diffusion of
some of the Sn atoms into the Au substrate on heating.
However, during oxidation some of these Sn atoms grad-
ually diffuse back to the surface where they are trapped
by interaction with oxygen, causing the total tin signal to
increase again. As will be discussed later, less than half
of the tin eventually is bonded in the surface oxide, with
the rest being lost by diffusion into the substrate.

Shifts in the position of the tin Auger peak and experi-
mental values for the Au Auger signal after oxidation are
recorded in Table I for a range of Sn deposits. Annealing

TABLE I. AES results for high-temperature oxidation.

Sn Sn shift Au signal®
deposit (£0.5 eV) Expt. Calc.®
05 7 3.8 eV

17 5.1 eV 0.51 0.51
27 50 eV 0.41 0.36
4T 50 eV 0.12 0.19
6T 5.0 eV 0.06 0.09

#Normalized to unity for clean Au.
*From Egq. (2).
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the sample above 800 K always resulted in the total loss
of both tin and oxygen by in-diffusion into the substrate
(no thermal desorption of either was seen during this an-
nealing).

B. Electron-energy-loss spectroscopy

EELS spectra were taken for various Sn coverages as
well as for the SnO, single-crystal sample. These spectra
will be discussed in some detail because such spectra have
been shown to be very useful in differentiating between
SnO and SnO, (e.g., Refs. 12, 15, and 18). The EELS
spectrum of the SnO, crystal is shown in Fig. 2, where
curves are plotted both for the original dN /dE data, and
as —d 2N /dE* following spline smoothing. The positions
of loss energies occur in the former plot at locations of
maximum negative slope; in the latter they are at the
peak positions. The two sets of positions agreed in all
cases, so only dN /dE spectra will be shown from here on.
Figure 2 shows a Sn N, 5 ionization loss at about 28 eV
and bulk (B) and surface (S) plasmon losses at about 19
and 13.5 eV, respectively.'®!? These latter two losses
have also been ascribed to band transitions,'® but they
will be referred to here as plasmon losses. The peaks at
8.5 (X) and 6.3 (Y) eV will be discussed below.

Almost all the features in our spectrum from single-
crystal SnO, are in good agreement with those reported
by Bevolo, Verhoeven, and Noack for high-purity SnO,
powder,'? if we add about 1.5 eV to their peak positions
to bring them into agreement with other published
work.!® The only exception is a very weak peak which we
see reliably at 24 eV, and which may, in fact, be present
but unlabeled in Fig. 3 by Bevolo, Verhoeven, and
Noack. Our peak positions are also in good agreement
with those reported by de Frésart, Darville, and Gilles?
for a 90-eV beam from the (110) face of an SnO, single
crystal before ion cleaning, except that they do not report
a peak at 8.4 eV. Cox and Hoflund'® have suggested that
the loss peaks below 10 eV from an oxidized Sn sample
were a collection of dipole-allowed transitions from the
valence band to the conduction band in SnO,. This
seems to be a reasonable explanation for our peaks at 8.4
and 6.4 eV, since Robertson®' has shown that the SnO,
band structure has peaks in the density of states 0.5 and 2
eV below the valence-band maximum, due mainly to oxy-
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FIG. 2. Electron-energy-loss spectra for single-crystal SnO,.
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FIG. 3. Electron-energy-loss spectra for several Sn deposits,
after saturation oxidation.

gen 2p lone-pair states, and in the conduction band
(which is primarily s-like) between 6 and 7 eV above the
valence-band maximum. This calculated band structure
is in good agreement with the ultraviolet photoelectron
study by Gobby and co-workers.?>?!

Figure 3 shows the EELS spectra for clean Au, and
0.5, 1, and 6-7 deposits of Sn on Au(111), after saturation
oxidation at 500 to 700 K. The peak assignments for
clean Au have been discussed elsewhere.'®?* For the
oxygen-saturated deposit of 6-7 of Sn on Au(111), the
EELS spectrum shows peaks at all the same positions as
for the SnO, single-crystal sample, except for a shift of
the peak at 8.4 eV to about 9.3 eV. The EELS spectra for
2 and 4 T were essentially the same as for 6 7. However,
for 1 7 of Sn on Au a single low-energy peak near 7 eV
was observed. The 0.5-7 spectrum appears to be a mix-
ture of that for clean Au and that for an oxidized 1-7 Sn
deposit. Given the high surface sensitivity of the EELS
measurements in this experiment, this implies that the
Au surface was only partially covered by the Sn oxide for
the 0.5-7 deposit, as expected if some Sn in-diffuses on
heating. The weak peak at 24 eV is probably a mixture of
the loss for the bulk plasmon in gold and the weak 24 eV
loss observed for SnO,. This peak was absent in the
AuSn alloy, prior to oxidation.

C. Low-energy-electron diffraction

For the clean Au(111) surface, our LEED observation
showed a p(1X1) pattern with no reconstruction spots
visible.”> The LEED pattern for deposits of Sn on the
Au(111) surface has been discussed elsewhere.!>1® Tt was
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FIG. 4. Schematic of the ¢(2X4) LEED pattern.

found!® that oxidation at room temperature near 10~ °
Torr led to disordered Sn oxide layers on the Au(111) sur-
face with no LEED pattern except for weak Au(111) sub-
strate spots. However, above 500-K oxidation leads to a
sharp pattern observed for all Sn coverages (0.5 to 6 7). It
has a ¢(2X4) periodicity relative to the Au surface but
with many spots missing, and so will be referred to as the
“c(2X4)” pattern. This pattern is shown schematically
in Fig. 4, where the triangles represent the spots which
are missing from the ¢(2X4) pattern. The sample work
function changed less than 0.2 eV on formation of the
“c(2X4)” layer.

Oxidation carried out at high oxygen pressure (=0.5
Torr) never resulted in an ordered oxide layer, regardless
of the sample temperature.

D. Exposure of the oxide surface to large doses of oxygen

When the ordered oxide surface was exposed to a much
larger oxygen dosage (0.5 Torr for 1 h) from room tem-
perature to 700 K, a further oxygen uptake correspond-
ing to an increase in the Auger intensity of about 50%
was observed, but with no further shift in the Sn Auger
peak position. This was accompanied by an increase in
the work function of 1.5 eV for deposits of 2 7 or larger,
and a marked increase in the background LEED intensi-
ty, although the “c(2X4)” pattern remained visible.
Subsequent annealing of the sample at an oxygen pressure
of 1078 Torr between 500 and 700 K reduced the oxygen
AES intensity to its original value and restored a clear
“c(2X4)” pattern, although the spots were not quite as
sharp as originally.

IV. DISCUSSION

A. Chemical composition of the oxide

Since AES does not furnish enough information to dis-
tinguish SnO from SnO,,'>!® the evidence for chemical
composition in this work came mainly from the EELS
study. For oxidized Sn on Au(111), we suggest the com-
position is SnO, based on the similarity between the peak
positions in the EELS spectrum for the SnO, single crys-

tal and oxidized Sn on Au(111), as seen by comparing
Fig. 2 with the 6-7 spectrum of Fig. 3.

There is disagreement in the literature as to whether
the surface layer on oxidized bulk tin is SnO or SnO,,
with Powell'® claiming the former and Bevolo, Verhoeven
and Noack'? the latter. The interpretation of the data is
complicated by the fact that both oxides have peaks in
their EELS spectra near 6, 8, and 14 eV.12 However, the
19-eV bulk-plasmon peak from SnO, is unique to this ox-
ide.!” The presence of this peak in this work, combined
with the high surface sensitivity of the 70-eV primary
electrons used, clearly shows that SnO, is present on the
surface. At the same time, the existence of a single, sharp
LEED pattern and the success in fitting the Auger line
shapes using a single line shape for the oxide component
would seem to imply that there is only one oxide present
which must, therefore, be SnO,. This point will be dis-
cussed in more detail later. This SnO, layer persists to a
depth of about three monolayers, as shown below. In the
spectra of oxidized Sn on Au, the features below 10 eV
change dramatically between the 1-7 deposit and larger
deposits. This can probably be explained by changes in
band structure as the oxide thickens beyond 1 monolayer.

Finally, the claim that only SnO, exists on this surface
does not contradict the earlier studies which showed that
both SnO and SnO, were present on bulk Sn (e.g., Refs.
10, 12, and 18). Bulk Sn melts at 505 K, so that the ear-
lier work could not be carried out at the higher tempera-
tures used in the present study.

B. Auger amplitudes and chemical shifts

The major feature in the Auger spectra of Sn is a dou-
blet with the higher energy lobe at about 430 eV and a
peak separation of 8.5 eV. Powell found that both SnO
and SnO, had the same chemical shifts (5.5 eV) and al-
most identical structure in their Auger spectra.'® Only
the peak-to-peak height ratios of the major Sn and oxy-
gen peaks differed slightly, but for oxidized Sn these ra-
tios are too sensitive to the exact oxygen exposure to be
useful for differentiating between SnO and SnO,. Table I
shows that after saturation the chemical shift of the tin
peak was close to that observed by Powell for SnO, ex-
cept for the 0.5-7 deposit. This indicates that essentially
no tin remained unoxidized within the AES sampling
depth and supports the conclusions from EELS.

Table I also gives the ratios of the Au signal strengths
after oxidation to the strength for clean Au. These values
can be used to estimate the thickness of the oxide layer,
as follows. The attenuation length A for the 69-eV elec-
trons from the gold substrate can be approximated from
the inelastic mean free path (IMFP) through SnO,, calcu-
lated using a prescription by Tanuma, Powell, and Penn?*
to have a value of 1.5 monolayers. However, the IMFP is
expected to exceed A by about 30%,% so A=1.2 mono-
layers. The thickness d of the oxide overlayer can now be
calculated using the equation

S, =Soexp(—d /0.751) (1)

where S, is the Auger signal of Au below the oxide and
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Sy is the signal from clean Au. This calculation ignores
the differences in backscattering between the two sub-
strates, which can cause an error up to 4%.2% The factor
of 0.75 in the exponential accounts for the large collec-
tion angle in the LEED-type analyzer.?”?® This calcula-
tion gives an oxide thickness of roughly 0.6 monolayers
for the 1-7 tin deposit. Since this deposit is expected to
have formed a layer of AuSn two atomic layers thick
originally, it appears that at least half of the Sn atoms
have been lost by diffusion into the Au substrate during
the oxidation process. This assumes that the atomic den-
sity of Sn is approximately the same in the AuSn alloy
and in the oxide. The assumption is reasonable, given
that the concentration of Sn atoms in AuSn with the
same atomic density of pure Au (Ref. 15) is 2.9 X 10%
m 3, while in bulk SnO, it is 2.8 X 102 m 3%

An n-r Sn deposit (for n > 1) results in (n +1) atomic
layers of the AuSn alloy'® (see Sec. III A), and one layer
of AuSn should produce one layer of SnO, since the den-
sity of Sn atoms is virtually the same in both. Therefore,
assuming that one half of the Sn is lost by in-diffusion for
all deposits, an n-r deposit of Sn should produce
(n +1)/2 monolayers of oxide for n>1. This rough
model can be tested from the data of Table I. The
transmission factor is 0.51 for Au Auger electrons
through the oxide produced by a 1-7 deposit; i.e., for one
monolayer of oxide. Therefore, the Au intensity for an
n-7 deposit (n > 1) should be

(0.51)(n+1)/2 . ()

These calculated values are listed in Table I, and are in
reasonable agreement with the measured values. While
not expected to be highly accurate, these results do lend
support for the general model of oxide formation and in-
diffusion described above.

The above model also explains how the saturation
SnO, signal for the 6-7 deposit in Fig. 1 can be slightly
greater than the Sn signal before oxidation, even though
some in-diffusion has occurred. Qualitatively, this is pos-
sible because the Auger signal is insensitive to tin atoms
lying deeper than about three atomic layers, and because
the IMFP for the Sn Auger electrons in SnO, is slightly
larger than in AuSn. Quantitatively, A for the Sn (430
eV) electrons in the AuSn alloy has been measured to be
3.6 monolayers.!> This value can be used to provide an
estimate for the A’s in SnO, by scaling by the ratio of the
calculated IMFP’s (Ref. 24) for SnO, and AuSn. This
procedure gives values of 4.9 and 5.4 monolayers for the
A’s for Sn (430 eV) and O (503 eV) electrons in SnO,.
(The bulk AuSn alloy and SnO, have approximately the
same volume per formula unit, so no further scaling is
necessary.’®) The Sn AES signal from seven atomic layers
of the initial AuSn alloy was 0.38, normalized to the
clean Au signal.!* The Sn signal from one monolayer of
SnO,, again divided by the ampltiude for clean Au, was
0.19, and the transmission factor per layer for 430-eV
electrons is, from Eq. (1), exp[ —1/(0.75X4.9)]=0.71.
Therefore the SnO, signal expected from about 3.5 mono-
layers of SnO, is 0.19(1+0.71+0.712+0.5X0.713%)
=0.45. This gives a ratio with the Sn from AuSn of 1.2,
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in good agreement with the measured ratio of 1.1 from
Fig. 1. Note, in addition, that because the top layers con-
tribute most to the AES signal, in-diffusion should affect
tin signals for small Sn deposits much more than for large
deposits. This effect is seen in a 24% decrease in the tin
signal for the 1-r deposit after oxidation, compared to the
10% increase for the 6-r deposit.

Finally, it is instructive to plot the strength of the SnO,
signal from Fig. 1 against the oxygen signal. Figure 5
shows these data as open circles. The data at lower expo-
sures can be fitted well by the straight line shown in Fig.
5. Three points are of interest in this plot. (a) There is no
visible change in slope of the experimental data until the
oxide has reached a thickness of about two monolayers,
calculated using the value for A discussed above. This
implies no change in oxide stoichiometry over at least
this thickness. A similar plot was very nonlinear for
room-temperature oxidation for which both SnO and
SnO, occur.!® This is strong support for the claim made
earlier that a single oxide is present in this study. (b) The
experimental data points droop well below the straight
line above a thickness of about two monolayers. This
droop is too large to be explained by the small difference
in the A’s of the Sn and oxygen electrons, which should
cause only a slight curvature in the curve. Rather, the
droop is suspected to be due to an accumulation of oxy-
gen on the surface, in excess of the stoichiometric value,
once the oxide layer has become thick enough to impede
the ingress of oxygen. This is consistent with the 50% in-
crease in the AES intensity for oxygen when the
“c(2X4)” surface was given a very large oxygen dose at
0.5 Torr. (c) The difference in the A’s of the Sn and oxy-
gen Auger electrons is not great enough to permit one to
tell from this plot whether the oxide grows layer by layer,
or nucleates and propagates laterally as a multilayer as
was the case for the lead and bismuth oxides on Au.!?
However, the fact that the EELS spectrum for the 1-7 Sn
deposit bears little resemblance to that for clean gold sug-
gests that most, if not all, of the surface is covered by ox-
ide at this point. If the oxide nucleated as a multilayer
one would expect that a substantial part of the surface
would be bare Au, especially given the loss of some Sn by
in-diffusion. As well, the absence in the 1-7 EELS spec-
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trum of the 8.4-eV peak seen for bulk SnO, indicates a
very thin oxide layer.

C. Structure of the oxide overlayer

The LEED pattern has a c(2X4) periodicity relative to
the Au(111) substrate, but with many spots missing. The
absence of spots was observed at all energies and incident
angles of the primary electron beam, indicating that it is
caused by the atomic arrangement inside the unit cell and
not by glide lines.’’ A new method of analyzing such
patterns was developed to handle this case. Using this
method, we suggest that the “c (2X4)” unit cell contains
4 Sn and 8 oxygen atoms, with the Sn atoms lying at
bridge sites and the oxygen atoms lying near top sites. A
full discussion of this method and the LEED pattern will
be published elsewhere.

D. High oxygen doses on the “c(2X4)” layer

The LEED and AES results for the large oxygen
dosage (0.5 Torr for 1 h) between room temperature and
700 K, following formation of the “c(2X4)” oxide sur-
face, indicate that the “c(2X4)” surface could still ad-
sorb oxygen under high oxygen pressure but was not, it-
self, disordered in the process. The fact that annealing
the heavily exposed sample in an oxygen pressure of 10~ °
Torr at about 600 K could remove the high LEED back-
ground and reduce the oxygen AES signal to its original
value suggests that the extra oxygen is only loosely bound
in the near-surface region. Adsorption of this extra oxy-
gen increased the work function by 1.5 eV. Because oxy-
gen is strongly electronegative, this indicates that at least
some of this additional oxygen lay on top of the oxide
surface. [The small change (<0.2 eV) in work function
during formation of the “c(2X4)” layer is difficult to in-
terpret in terms of the location of the oxygen, given that
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the oxygen is being added at the same time that Au
atoms are retreating below the surface.]

V. CONCLUSIONS

Oxidation of ultrathin Sn films on Au(111) at room
temperature or at high pressure (=0.5 Torr) produces
disordered oxide films, which do not order with subse-
quent annealing. However, oxidation at high tempera-
ture (500-800 K) and low oxygen pressure (1to 5X107°
Torr) does result in fully oxidized and well-ordered Sn ox-
ide films, but with at least 50% of Sn being lost by in-
diffusion during oxidation at 600 K. The composition of
this oxide is SnO,, at least in the first several layers. This
technique of oxide formation is of interest per se, because
ordered oxide layers do not form on metallic tin up to its
melting temperature of 505 K. The SnO, layers on
Au(111) have a ¢(2X4) structure, but with a number of
missing spots. Subsequent higher oxygen dosage between
room temperature and 700 K causes a large increase in
the surface oxygen on top of the “c(2X4)” oxide layer;
this extra oxygen can be removed by heating at 10~°
Torr of oxygen without significantly affecting the ordered
oxide. Annealing at temperatures above 800 K causes
diffusion of the Sn and oxygen into the bulk Au(111) sub-
strate in all cases.
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