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A “He atomic beam was used to probe the He-C (diamond) interaction. Selective adsorp-
tion features have been measured and three energy levels identified: 6.4, 3.0, and 1.1 meV
with a standard deviation of 0.1 meV. Diffraction patterns showed weak diffraction up to
the second order; a corrugation parameter of 0.021 A was obtained with the use of a hard-
wall model in the eikonal approximation. An extensive study of surface preparation was
carried out and the results of “He diffraction for different methods of surface cleaning are

reported.

I. INTRODUCTION

Scattering of atomic beams at thermal energies is
now recognized as an important tool in surface sci-
ence, capable of yielding information on crystallo-

graphic structure,!* interaction potentials,”® and

phonon dispersion.” Helium scattering from the
basal plane of graphite has been extensively studied
in this laboratory® and at the University of Genoa.®
Selective adsorption energies and matrix elements of
the Fourier components of the periodic part of the
interaction potential were used to generate a good
description of the potential and to calculate the
two-dimensional band structure of a He atom on the
graphite basal plane.® These band-structure calcula-
tions gave binding energies and low-coverage specif-
ic heats in very good agreement with those from
thermodynamic measurements.’

Here we report the study of the He-C (diamond)
interaction through the scattering of “He atoms
from the (111) surface of diamond. The main goal
of this study was to compare the interaction of He
with the two forms of carbon. Previous attempts at
atom scattering from diamond!® had given only dif-
fuse, structureless distributions. However, some re-
cent electron experiments have produced extremely
interesting results. For example, low-energy elec-
tron diffraction (LEED) studies'"!? showed that
low-index diamond surfaces can reconstruct to
(2x2)/(2x1) (a 2X2 surface cannot be dis-
tinguished by LEED from a three-domain 2X1

structure) although the exact conditions under

which this happened were not clear. Photoemis-
sion'® and electron energy-loss spectroscopy'* stud-
ies suggested that there are no electronic surface
states on the unreconstructed (111) surface. This re-
sult was unexpected since theoretical calculations®®
and comparison with other semiconductor surfaces'®
suggested the opposite. It has been proposed!’ that
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the lack of surface states is due to chemisorption of
hydrogen on the surface. This hypothesis was rein-
forced by the observation'®!® of surface states ac-
companying the reconstruction to (2X2)/(2X1)
after annealing at T >900°C. This suggested that
the H atoms desorbed at 7~900°C.

We studied this transition both by atom beam dif-
fraction and LEED. In addition, we identify three
selective adsorption levels on the unreconstructed
surface, and obtain some preliminary estimates re-
garding the interaction potential.

II. EXPERIMENTAL METHODS

A. Apparatus

As the apparatus has been described previously,'
only a brief outline is given here. A supersonic “He
beam (AA/A~2% for the 17.3-meV beam) is pro-
duced by expanding high-pressure He gas (~35 atm)
through a 7-um nozzle. Beam energies of 63.2 meV
(room temperature) and 17.3 meV (liquid-nitrogen
temperature) were used. The collimated beam
(A@ <1073 is chopped for in-phase detection and
then enters an UHV chamber where it impinges on
the surface. The main chamber is evacuated by a
cryopump in a closed-cycle refrigerator. After a 2-
day bake at T~160°C the pressure is in the middle
10~ Torr (base pressure) or low 10~'° Torr (work-
ing pressure). The outgoing beams are detected by a
movable quadrupole mass spectrometer with an ac-
ceptance angle of ~1°. Typical relative intensities of
5%10~* can be measured with a lock-in detector
with a time constant of ~1 sec. A LEED-Auger
optics is included in the scattering chamber.

The sample studied is a natural single diamond
crystal (“macle,” Ref. 20) of triangular shape with a
5-mm side and 2.5-mm thickness; the two parallel
faces are the (111) faces. It is mounted with three
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small tabs on a tantalum plate. The plate can be
heated up to 1300°C by electron bombardment from
the back. Great care has been taken in cleaning the
tantalum plate to avoid contaminating the sample
during heating. The plate was etched with a solu-
tion of H,SO,, HNO3, and HF and then thoroughly
rinsed with solvents. Furthermore, all sources of
electrons (ion gauge, heater, detector ionizer) have
been put out of sight of the sample since there are
reports'* that electron bombardment can cause
structural modifications.

B. Surface preparation

Owing to the extreme sensitivity of atom scatter-
ing to surface conditions, considerable effort was re-
quired to obtain a suitable surface. More details on
surface preparation methods are given in Ref. 21.
Some of the more common methods of surface
preparation were inapplicable. For example, in situ
cleavage was not possible for our small crystal, and
ion bombardment is known to cause extensive dam-
age'? that cannot be annealed out. Various methods
of cleaning the surface were tried and the results
were assessed by atom reflection and diffraction and
sometimes by LEED. On some occasions it was
possible to obtain reasonably clear LEED patterns
but no specular He reflection. A summary of the
methods and results is given in Table I. The early
attempts at mechanical polishing were made with
micrometer-size diamond paste on a soft cloth lap at
low speed.'? The first of these was quite successful

giving about 5% specular reflection. However, an
attempt to improve this by annealing in vacuo at
T~1000°C destroyed the surface. Attempts to re-
store it by heating (up to 1300°C) with and without
H, (p~10~° Torr) or O, (p~10~8 Torr, T~800°C)
failed. The idea behind this treatment was chemi-
cally to remove any disordered carbon or impurity
atoms from the surface.

We next tried light mechanical polishing followed
by chemical etching with various mixtures of con-
centrated acids (H,SO,, HC1O4, HNO;) according to
empirical recipes found in the literature.”? Surfaces
prepared in this way gave weak specular reflection
after annealing at temperatures of the order of
800°C. The specular peaks were typically 1% or
less of the incident beam and broader than expected,
indicating either a highly disordered or contaminat-
ed surface. Consequently, we returned to the mild
polishing described above but with little improve-
ment. Finally, we went to a much more vigorous
polishing on a cast-iron wheel at about 700 ft/min
under a few pounds loading. The final surface
looked very smooth and mirrorlike with complete
removal of markings that had persisted throughout
the previous treatments. The sample was, as always,
thoroughly rinsed with water and then with solvents
before being mounted on the sample holder. This
type of polishing gave the best results to date in
terms of intensity, stability, and reproducibility.

Most of the data described below were taken after
the first such polishing. Then there followed a
series of heat treatments that led to an irreversible

TABLE I. Comparison of surface preparation methods. This table summarizes the various
methods that were tried to prepare the surface and the results in terms of helium reflection.
Method 1: light mechanical polishing. Method 2: light mechanical polishing followed by acid
treatment. Method 3: vigorous mechanical polishing (details in the text). Atomic hydrogen is
produced using the filament of an ion gauge, see Ref. 14. For the surface annealed at
T =990°C (method 3) a LEED pattern showed reconstruction.

Method Heat treatment in vacuo Results

1 after bake good signal
annealing T <900°C better signal
annealing T >900°C worse signal
annealing + H,, O, no signal

2 after bake no signal
annealing T <900°C little signal

3 after bake good signal

annealing 7' <900°C

annealing + H (p~10~° Torr, ~10 min)

annealing T =950°C

annealing T'=990°C

annealing + H (p~10~3 Torr, ~10 min)

best signal
no change
little signal,
reconstruction
no signal

no change
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change to a much less reflective surface. A second
polishing failed to give comparable results, possibly
because there was an interval of several weeks of ex-
posure to room air before insertion into the vacuum.
For both of these polishings, the sample had been
mounted with a hard wax (C-70), and we conjec-
tured that some traces of this might have remained.
Treatment with a strong oxidizing acid mixture (po-
tassium dichromate in hot concentrated perchloric
acid) failed to restore the surface. We carried out
the third polishing in a specially constructed
mechanical clamp. This was successful and gave re-
sults comparable with the first.

C. Selective adsorption measurements

Part of this study consisted of the determination
of the bound-state energy levels of the *He-C (dia-
mond) potential. As shown later, the determination
of these energies involves accurate measurements of
the initial and final kinematic conditions. The in-
cident wave-vector magnitude |k | can be measured
at 0.5% accuracy using a mechanical velocity selec-
tor. The incident polar angle 6, and the detector an-
gle 6, in the plane of incidence are controlled by
stepping motors and read to 0.1°. The azimuthal
angle ¢ is read on a vernier mounted directly on the
sample holder with an accuracy of 0.2°. All these
errors combined would amount to an uncertainty in
the energy levels of 0.13 meV (conservative esti-
mate). Other systematic errors may be introduced
by various misalignments. Prior to the insertion of
the sample into the apparatus the beam is accurately
positioned to pass through the axis of polar rotation
of the sample holder. The crystal is mounted so
that the surface is, as nearly as possible, tangent to
this axis. However, some misalignments still remain
due to uncertainties in positioning, surface faceting,
etc. There errors can be accounted for by doing a
“calibration run,” in which the angular position of
the specular beam is measured for many incident an-
gles. Ideally, a plot of 8, vs 6; would give a straight
line with a slope of —2.00. In reality, one obtains a
set of points that lie more or less on a straight line
with a correlation coefficient of typically —1.0
X107 and a slope of —2.05. A calculation of 6,
vs 6, that takes into account the misalignments
mentioned above was performed and it was found
that in most cases the linear approximation is ade-
quate. All the angles reported below have been
corrected in this way.

III. RESULTS

The results presented here are for the surface
mechanically polished as discussed above unless

specified. After the surface was inserted into the
apparatus and the system was baked at 160°C for 2
or 3 days, a He specular reflection of typically 5%
of the incident beam was obtained. It dwindled
down to 2—3% after 3—4 days. Annealing at
T'~800°C but lower than 900°C brought the specu-
lar beam intensity up to 8%, and resonance and dif-
fracted features became more pronounced. Two sets
of measurements were taken. In the first the detec-
tor was scanned for a given incident angle 6, and
the diffracted beams were recorded. In Fig. 1 the
reciprocal lattice for the (111) diamond surface is
sketched and the convention to label the two-
dimensional reciprocal-lattice vectors G=(Il,m) is
shown. The lattice parameter for the (111) surface
is 2.52 A. Typical actual traces of diffraction pat-
terns for E;=63.2 meV are shown in Figs. 2 and 3
along the two principal azimuths. Diffracted beams
up to the second order, i.e., for ¢ =30° according to
Fig. 1, were detected. Diffracted beams were mea-
sured for various angles of incidence. Their intensi-
ties were always much smaller than the specular
peaks at the same incident angle. Comparable re-
sults were obtained with E;=17.3 meV except that
the angular width of the diffracted beams was
smaller due to the narrower incident velocity distri-
bution. The angular position of the diffracted
beams is in agreement with the bulk lattice.

In a separate set of measurements for selective ad-
sorption the specular intensity was monitored as a
function of the incident angle. Sharp features are
detected in such a plot when a He atom goes into a
selective adsorption state, or “bound-state reso-
nance.” The actual measurement is done by sweep-
ing the detector continuously and stepping the sur-
face typically by 1/4° so that the specular maximum
is recorded repetitively. The procedure is repeated

FIG. 1. Reciprocal lattice for the diamond (111) sur-
face with convention for labeling G=(l,m). Dashed lines
represent second-order reciprocal-lattice vectors. In the
inset the orientation of the “macle” is shown.



27 He-DIAMOND INTERACTION PROBED BY ATOM BEAM. .. 2483

(0,0

Intensity

(LD (1,0

84
FIG. 2. Actual trace of detected intensity vs detector
angle. The intensity is given as percentages of the in-
cident beam. The ratio of the specular to diffracted inten-
sity is approximately 5. E;=63.2 meV, 0,=23.5°, ¢ =0°.

for different azimuthal angles ¢. Typical plots are
presented in Figs. 4 and 5. In Fig. 4 a comprehen-
sive polar scan of specular intensity is shown. The
labeled features are attributed to bound-state reso-
nances and are reproducible for different days and
surfaces. Since this scan is taken slightly off the
crystallographic symmetry direction, the two dif-
ferent G=(I,m) vectors for each energy level are
separated. In Fig. 5 similar scans are presented for
different values of the angle ¢; such scans help in as-
signing the energy levels and can show splittings as
explained in the discussion. In total, over 80 reso-
nances were observed and assigned to three energy
levels. The data were taken with an E=17.3 meV
beam. No features could be detected using the
higher-energy beam, probably due to the increased
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FIG. 3. Same as in Fig. 2 but for ¢ =30°.
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FIG. 4. Specular intensity, in percent of the incident
beam, vs incident angle 6;. Labeled arrows show reso-
nances of order n and reciprocal-lattice vector §=(I,m).
E;=17.3 meV and ¢=2.5".

incident velocity spreading that broadens the already
weak features.

IV. DISCUSSION
A. Bound-state resonances

An incoming atom has to satisfy the kinematic
conditions which, for free-particle motion parallel to
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FIG. 5. Same as in Fig. 4 but for different ¢’s.
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the surface, read

K, +Gym =K, , M
(KpP+kf =k, @)

where K is the incident wave vector and K is its pro-
jection parallel to the surface. The conservation of
parallel momentum, Eq. (1), and energy, Eq. (2), can
be combined to give

(K; +GP+kh=k2. 3)
Resonance occurs when k}z =—2m |E, | /#, where
E, (<0) is the energy of the nth bound state
(n=0,1,...). Then Eq. (3) describes in a K,-K,

plane the equation of a circle with radius
172

R =

2m
k2+—f?— |E, |

centered at —(_"i,, m-

From the measurement of 6, ¢, and | k |, the po-
sition of a resonance can be plotted in K,-K, space
and the values of E, can be readily obtained. All
the resonances (except those for ¢ =30°) have been
reported in Fig. 6; different symbols are used for
data obtained on different days. The values of the
energy levels and their standard deviations are re-
ported in Table II; for comparison, the energy values
for *He-graphite® are also given. A Lennard-Jones
(LJ) 3-9 potential of the form?3

9 3

o o

V4

V(Z)=33/22

> 4)

V4

was fitted to the three levels reported in Table II.
Since at large distances the potential becomes>*

V(z)~—C/2z3, (5)

from Eq. (4) we obtain C;=3"?0°D/2. C; has
been recently calculated to be 204 meV A® (Ref. 25);
therefore, the well depth D can be chosen to be the
only free parameter. The value of D so determined,
9.39 meV, can be compared to that for He-graphite,
i.e, ~14—15 meV, depending on the potential
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FIG. 6. Resonances plotted in K;-K), space. Different
symbols are for runs on different days.

chosen. It is interesting to note that the He-graphite
data, with the use of eight measured energy levels
(for He and *“He), could not be fitted to a Lennard-
Jones 3-9 potential using the correct C; value.2®
Three comments should be made. The first is that a
deep-lying energy level for He-diamond seems to be
missing. A careful search for this level gave no re-
sult. The second comment is that the depths of the
selective adsorption features (10% of the specular
beam) are much shallower for He-diamond than for
He-graphite. Finally, contrary to the He-graphite
case, no splitting of degenerate resonances could be
resolved. A splitting occurs [Eq. (5)] when K-plane
circles described by Eq. (3) cross each other. In this
neighborhood of K space the two-dimensional free-
particle approximation breaks down and Eq. (3) is
not valid. The Fourier components Vg (z) of the
potential

V(F)=Vo(2)+ 3 Vg (2exp(iG-R)
G0

lift the degeneracy, and matrix elements
(j | Vg |Jj') connecting the degenerate states can be
measured. Most of the resonances were associated
with either G=(0, 1) or (1,0); the Fourier component
of the potential connecting these resonances is
Va =1,1 and is second order. A good candidate
for such a splitting is the crossing of E,_j,
G=(0,1) with E, _,, G=(1,0) levels. As seen from

TABLE II. Experimental and calculated energies for *He-diamond. Experimental energies
for “He-graphite from Ref. 6 are also shown. All values in meV.

“He-diamond

*He-graphite

n |€x| (Expt.) | €| (LY 3-9) | €| (Expt.)
0 —6.4410.13 —6.49 —12.06+0.12
1 —3.01 —2.88 —6.36
2 —1.10 —1.13 —2.85
3 —0.37 —1.01
4 —0.09 —-0.17
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Fig. 5 there is no resolvable splitting at the crossing
(#=4°, K,=0.06k); a more careful investigation
(scans taken every 0.2° in ¢) confirmed this result.

Resonances associated with G=(1,1) were very
weak and detectable only near ¢=0; therefore, no
crossing with G=(0,1) could be detected (it would
have involved a first-order Fourier component of the
potential). The comments made above are consistent
with the hypothesis that the He-diamond interaction
potential is weaker and smoother than the He-
graphite one. Further evidence for this is given
below.

B. Diffraction

First- and second-order diffracted intensities were
typically <20% of the specular intensity at the
same incident angle both with the 17.3- and 63.2-
meV incident beams. The diffraction pattern was
analyzed with the corrugated hard-wall model with
a well in front.2” The main reason for using such a
model is to compare the results of this study to the
He-graphite system that has been analyzed in the
same way.® In a hard-wall model*’ the surface is
described by a corrugation function

ER)= 3 EgexpliGR).
G =0

The wave function vanishes at the surface and in-
side. An attractive well is introduced in front of the
wall to take into account the increased perpendicular
momentum of the particle near the classical turning
point. Thermal effects are neglected. If only the
first Fourier component &,y in Eq. (5) is used, we
have

E(x,y)=2& cos—zz—x +cos—2%‘i+ cos2L—7T(x +») 1,
where here x and y are along the lattice vectors and
L is the lattice parameter. The scattering problem is
solved in the eikonal approximation?’ where, essen-
tially, multiple scattering is neglected; this should be
a good assumption in this case, where diffracted in-
tensities are much smaller than specular ones. The
probability of a particle bemg diffracted via a
reciprocal-lattice vector Gis?’

Ikizl
Pa=—t
¢ |kfz|

2

b

1 e
i fexp{——t[G°R+q§(R)]}d2R

where the integral is over the unit cell of area 4.

The momentum transfer is
12
+

D
g=k; | |cos®6; + A

i

172
cos’0g +E£] } ,

i

where 0 g is the final scattering angle, D =9.4 meV
is the well depth (see Sec. IV A), and E =17.3 meV
is the incident energy.

The data used in the analysis were obtained at
both energies. In Fig. 7 experimental and theoretical
probabilities for several diffracted beams are report-
ed. The theoretical probabilities have been reduced
by a common factor (=~ 10) to be compared with the
experimental ones. This factor indicates the amount
of inelastic or diffuse scattering. From a fit of the
data a corrugation parameter £10=0.021£0.002 Ais
obtained, 2 This is comparable with £,,=0.023
+0.002 A for He-graphite.® The maximum  corruga-
tion amplitude for He-graphite is 0.21 A and is
small compared to He—LlF(OOl) 061 A% or
He—Cl—c(2X2)-Ag(100)~1 A,* but 10 times larger
than for He- Ag(lll) 3% The main uncertainties in
this procedure lie in the subtraction of inelastic or
incoherent events; this subtracted part may be a
good fraction of the recorded signal, since the dif-
fracted features are very weak.

Laughlin®! has calculated the He-diamond poten-
tial with the use of a semiempirical method.’> The
diamond charge density is taken to be the sum of
carbon-atom charge densities, and a known value of
the van der Waals coefficient C; (Ref. 25) was used.
The result, a very smooth and shallow potential with
a turning point at 2.9 A, considerably higher than
for He-graphite,® is consistent with the evidence
presented above. However, his well depth, ~4 meV,
seems too shallow; the same discrepancy is found
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FIG. 7. Comparison of experimental (filled circles)
with theoretical (bars) probabilities for several specular
(solid lines) and diffracted beams [for §=(1,1>, dashed
line; for G=(T,1), dashed-dotted line]. The numbers at
the bottom of the figure give the incident angles. The in-
cident energy is 63.5 meV except for the beams at the far
right (0, =27.6°, 42.6"; E;=17.3 meV).
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also in his potential for He-GeAs(110) (Ref. 32),
where the experimental well depth is reproduced but
the C; coefficient he derives is twice the calculated
one.” The attractive part of the potential, deter-
mined by the coefficient C3, Eq. (5), is comparable
for He-diamond and He-graphite?>2%; however, the
turning point for He-diamond is projected further
out and therefore it is plausible that the total poten-
tial experienced by the atom has a shallower well
depth for diamond than for graphite.

V. RECONSTRUCTION

As mentioned earlier it has been observed that a
reconstruction takes place on annealing at
T >900°C."!"®  Two experiments were done to
study this transition; in both cases the surfaces used
were considered to be “good” surfaces before the
treatment. In the first experiment the sample was
annealed in steps of increasing temperatures from
800°C for 5 min each. Since the temperature is
measured with an optical pyrometer, the values are
only indicative, but do agree with other works.!%!®
The specular intensity was followed by a cool-down
period of 15 min after each annealing cycle (cycles
at 815, 855, 875, 910, and 955°C). After the last cy-
cle the signal dropped to less than one-third of the
untreated sample (this cannot be attributed to a
Debye-Waller factor, as will be discussed below). A
LEED pattern taken after this annealing showed a
(2X2)/(2X1) reconstruction. A careful study of
the He-diffraction pattern showed that in addition
to the first-order peak there was also a half-order

10.07 %

NE
~
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1 1 1 1 1 1 1 1 1 1 eld 1 1 1 1 1 1 1 1 1 1 L
FIG. 8. Diffraction peaks for the reconstructed sur-
face. The specular peak is ~1% of the incident beam.
0, =38.5°, E;=17.3 meV.
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FIG. 9. Specular intensity 1(0,0) vs T (°C).

one, as shown in Fig. 8. These features were repro-
duced on other days. In the second experiment a
good surface was annealed as before at temperatures
of 800, 835, 900, 925, 965, and 990°C. In this case
the heating cycles were consecutive without cool-
down periods and the specular beam was monitored
continuously. In Fig. 9 the specular intensity is
plotted versus the estimated surface temperature.
There is little attenuation of the specular beam in
going from room temperature to 900°C, indicating a
very high Debye temperature, but there is an abrupt
irreversible drop above this temperature. No specu-
lar intensity could be detected after cooling from
990°C.

Then hydrogen was admitted at p~10~> Torr for
> 10 min as described in Ref. 14, but no improve-
ment in the signal was detected. In Ref. 14 certain
electron energy-loss spectrum features in the band
gap, tentatively assigned to empty surface states, ap-
peared only for the reconstructed surfaces, and upon
introduction of hydrogen these features disappeared.
If H were responsible for the diffraction pattern of
the untreated surface this exposure might have re-
stored the (1X 1) periodicity. Subsequently, a LEED
pattern was taken and a faint (2X2)/(2X 1) pattern
was observed, confirming the persistence of the
reconstruction. It is deduced from the very low
specular intensity that the topmost layer is very
disordered. Previous experience (see Sec. IIB) indi-
cates that this disorder cannot be annealed out. Hy-
drogen was also introduced into the apparatus as
described above with our good unreconstructed sur-
face. No change in the *He reflection intensity was
detected during or after this treatment.
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VI. CONCLUSIONS

The scattering of “He atoms from the (111) dia-
mond surface has been investigated. A great deal of
effort was put into preparing the surface. The small
reflected intensities obtained suggest that the surface
is partially disordered. Nevertheless, the results
presented are very reproducible, and meaningful
comparisons with the He-graphite case can be made.
The occurrence of a (2X2)/(2X1) reconstruction
was also studied. A better surface would have been

very useful to obtain structural information on the
reconstructed surface.
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