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ARTICLE INFO ABSTRACT

PACS: It has been observed that a thin lithium film evaporated on graphite wall tiles in tokamak fusion devices
52.40.—Hf acts to improve plasma conditions. The present focus is to measure the physical erosion rate of various
conditions of lithiated graphite under deuterium ion bombardment to help understand this effect. Sput-
ter yields on untreated ATJ-graphite, pure lithium, and lithium-on-ATJ-graphite have been measured for
150, 300, 600 and 1500 nm of evaporated lithium, at an ion energy of 500 eV/ion, 45° incidence, and sam-
ple temperatures of 25 and 200 °C by using a QCM to collect the sputtered material. Sputter yields for
untreated graphite were measured around 0.06 C-atoms/ion, while yields for pure lithium were around
0.10 Li-atoms/ion. However, combined lithium-on-carbon sputtering yields appeared notably lower than
yields for the individual materials. TOF-SIMS analysis was used to estimate relative Li/C levels in col-
lected sputtered material, as well as to look at the concentration versus depth of intercalated lithium

in graphite.

© 2009 Published by Elsevier B.V.

1. Introduction

Plasma-facing component (PFC) candidate materials must have
material characteristics allowing for high-temperature resilience
while limiting particle recycling and core contamination from ero-
sion. Graphite is a good material choice due to its high-temperature
resiliency, although it is prone to physical and chemical erosion,
which can worsen operating plasma conditions. To reduce deute-
rium recycling and erosion, lithium has been used as an evaporated
coating on plasma facing surfaces [ 1-3]. In particular, at NSTX (with
wall tiles of AT]-graphite), lithium pellet injection at milligram lev-
els was noted to significantly pump neutral-beam-heated plasmas
and results were initially good in reducing deuterium recycling
[4]. However, pre-lithium conditions were seen to return in a short
time, and the effects were not consistent. It appears that the lithium
intercalates into the graphite lattice and acts to getter impurities
such as oxygen, forming various oxides and other compounds
which interfere with deuterium absorption, requiring a repeated
application of lithium to maintain a beneficial effect. It was also
observed that recycling and density control in NSTX was not signif-
icantly improved when adding much larger quantities of evapo-
rated lithium to the walls [5]. Thicker films were found to be
neither more effective nor longer lasting.

Additionally, an observed reduction in the physical sputtering
yield of a mixed lithium-on-graphite surface versus the sputtering
yields of the pure respective materials is still lacking a full explana-
tion. Previous results of sputtering 150-200 eV helium ions on a Li/C
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surface describe a reduction of the total carbon sputtering yield to
be as low as 1/10 of that of untreated carbon [6]. Part of the work
to gain a better understanding of these effects is to experimentally
measure and analyze the physical erosion of lithium-on-AT]J-graph-
ite surfaces under deuterium ion bombardment in a controlled envi-
ronment, where deposited lithium thickness, deuterium ion
energies and the surface temperature can be quantitatively varied
and studied.

It should be noted here that chemical sputtering occurs as well,
though is not focused on in this text. The primary chemical erosion
products are acetylene and methane, and given the lithium coating
and the high D-ion energies used, the chemical sputtering yield is
less than 20% of the physical sputtering yield [7,8]. Furthermore,
the quartz-crystal microbalance (QCM) diagnostic used to measure
physical sputtering does not collect chemical erosion products in
our current experimental setup. It has been modeled to show that
at thermal energies, stable gaseous hydrocarbons have a 100%
reflection coefficient from the QCM surface [9], and do not interfere
with the physical sputtering measurement.

2. Experiment

The current work was performed on the Ion-InterAction Exper-
iment (IIAX). In the past IIAX - in one form or another and called by
different names - has been used to measure ion-induced electron
emission yields [10], absolute sputtering yields of both solid and li-
quid metals [11-13], angularly resolved sputtering yields of solid
metals [14], and neutral particle reflection.

A Colutron ion source is used to produce a mono-energetic,
velocity-filtered, low-energy ion beam to bombard a sample target,
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with a beam focus diameter of less than 2 mm. The ion beam is fo-
cused and calibrated using a Faraday cup, while an E x B filter with
variable voltage allows for the selection of solely D, ions to com-
pose a beam. lons of D; are always at 1000 eV, which are consid-
ered in all measurements and calculations as 500 eV D-atoms.
The deuterium ion flux is stable and consistent at around 10'3
ions/s (based on current measurement), within the 2 mm beam
impact area (or 3 x 10'* jon/cm?/s) with maximum total fluence
of 10'7-10'8 D; ions within the 2 mm diameter on the target for
each trial. Regarding the beam current measurement, since each
D; ion transfers a +1 charge, the current is multiplied by two in
all cases to determine the total number of D-atoms (versus Dj
ions) impacting the target.

The target consists of a vertically mounted, 1 cm diameter pol-
ished ATJ-graphite wafer (obtained from the same supplier as the
NSTX wall tiles) at 45° to the ion beam. The graphite sample sur-
face roughness was measured at +500 nm via profilometry. A
water-cooled, dual-unit quartz-crystal microbalance (QCM) is
positioned parallel to and a few millimeters from the target to
collect and monitor ejected material including sputtered and evap-
orated components. One crystal, positioned by the target, collects
sputtered material while a second shielded crystal acts as a refer-
ence. Additionally, a silicon witness plate is positioned at the edge
of the QCM deposition-crystal to collect sputtered material for
composition analysis (see Fig. 1). The difference in crystal frequen-
cies (each on the order of 6 MHz) between the two units as a func-
tion of time, and the ion beam current measurements are the
primary data collected and analyzed to determine sputtering
yields.

Additional variables are accounted for as constants via calibra-
tion experiments, such as the QCM crystal sticking coefficient and
oxidation rates of the collected sputtered lithium. The sticking
coefficient of sputtered material on the QCM crystal is controlled
by first using an Ar* beam to sputter a thin amorphous carbon film
onto the crystal surface prior to experimental trials. With regard to
oxidation effects, the total chamber pressure during the experi-
ments prior to starting the deuterium beam is ~1.0 x 107> Pa,
and ~1.0 x 1074 Pa with the beam on, while the partial pressure
of oxygen (O, only) with the D-beam off as measured by a residual
gas analyzer is ~1.0 x 107° Pa. At this pressure, molecular lithium
oxide forms at a rate of roughly six monolayers per hour, which is
the deposition rate of oxygen, following the assumption that all
sputtered lithium is oxidized. Additionally, if O, is intentionally
leaked into the chamber following an experimental run, the mass
on the crystal does not indicate a change. Hence, the oxidation of
sputtered lithium collected on the crystal is assumed to be com-
plete, forming Li,O [12].
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incident ion

Fig. 1. Schematic of the [IAX experiment. The reference QCM is just below the QCM
shown in the figure and in the same housing to share the thermal environment.

The back of the graphite target wafer abuts a high-temperature
substrate heater, and the assembly is mounted on a sliding carriage
allowing the target to be moved in front of the ion beam or lithium
evaporator. Lithium is evaporated in situ onto the graphite sample
using a simple molybdenum cup with a high-voltage button hea-
ter, positioned line of sight of the target, at a distance of 42 mm.
The duration of evaporation is controlled by a manual shutter,
which is opened only while the lithium is at constant temperature.
The lithium deposition was calibrated by profilometry measure-
ments on a masked silicon wafer placed in the target position.
Sputtering trials were performed on ATJ-graphite with direct lith-
ium deposition of 150, 300, and 1500 nm, as well as for twice-re-
peated deposition of 300 nm (for a total of 600 nm) with a one
day delay between depositions. It should be noted that the lithium
deposited on the graphite sample does not form a distinct layer,
but rather rapidly intercalates into the bulk graphite [6]. Therefore,
the lithium thickness calibration on silicon should be considered as
simply an ‘equivalent thickness’ with regard to the total amount
deposited on the graphite. The lithium deposition rate used in
the trials varied from 7 to 12 nm/min.

During the experiments, all lithium is fully deposited on the
graphite sample prior to exposure to the ion beam. Due to the rel-
atively slow deposition rate, and the known rapid intercalation
rate [15], it can be assumed that the lithium is nearly fully interca-
lated by the time sputtering measurements begin. Sputtering trials
typically can last anywhere from 3 to 30 h, in large part to obtain
enough data to outweigh statistical uncertainties due to the very
small sputtering yields being measured. Hence, it is assumed that
all sputtering measurements are taken from a steady state system.

3. Calculating sputtering yields

The calculation of the sputtering yield is performed by convert-
ing the rate of frequency change of the QCM crystal into an equiv-
alent mass deposition rate in atoms/s. The sticking coefficient of
sputtered material is near 100%. This deposition rate is then di-
vided by the ion beam dose in ions/s, to indicate a sputter yield
of atoms/ion. Furthermore, this yield must be divided by the frac-
tion of sputtered material collected on the crystal to obtain the
absolute sputter yield. This fraction is calculated by integrating
the distribution of ejected material (cosine distribution) over the
solid angle subtended by the QCM crystal, assuming the beam im-
pact position as a point source.

To obtain a better overall system calibration for the calculation
of sputter yields for the mixed Li/C samples, baseline measure-
ments and calibrations were performed at room temperature of
22 °C with a 1000 eV D] beam (equal to 500 eV/D-ion) on pure
ATJ-graphite and on pure lithium-on-stainless-steel. For AT]-
graphite, literature gives yields from 500 eV D" at normal incidence
to be between 0.025 to 0.04 C-atoms/ion [16], with a nearly factor
of two adjustment made for the 45° incidence used here [17], pre-
dicting yields between 0.04 to 0.07 C-atoms/ion. For pure Li, pub-
lished yields are ~0.10 Li-atoms/ion [12] at 45°. The measured
results of these baseline trials at room temperature were measured
to be 0.10 + 0.04 Li-atoms/ion and 0.06 + 0.03 C-atoms/ion, respec-
tively. Also noted is that the mass of lithium oxide (Li,O) at
29.88 g/mol is used in place of the mass of pure lithium when con-
verting the QCM frequency to a mass, due to the complete oxida-
tion assumption stated above.

For the mixed lithium-on-graphite trials, it is necessary to esti-
mate the ratio of sputtered atoms to calculate the respective yield
contributions. The silicon witness plate by the QCM crystal is re-
moved and is measured ex situ by TOF-SIMS using an oxygen
beam. Even though atmospheric contamination will occur, the ra-
tio of the elements on the silicon sample remains invariant to that
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Fig. 2. TOF-SIMS results showing counts of Li and C of the sputtered mixed sample
collected on the witness plate, versus the pure material reference counts, for
1500 nm Li/C at 25 °C, for about 10 nm in depth on the witness plate. There are
more data points on each curve than shown by the legend markers. The high-count
stabilization of the Si count marks the bottom of the collected sputtered material on
the witness plate.

of in situ samples, provided one reaches the appropriate total ion
fluence on the Li/C wafer of near 10'® cm~2 [18] which provides
a few monolayers of coverage at minimum. At this point, the
deposited sputtered particle layer on the witness plate is suffi-
ciently thick to allow stoichiometric erosion by the SIMS beam be-
low the thin passivated surface layer. Two silicon reference plates
sputtered with pure lithium (which fully oxidizes into Li,O as well)
and pure carbon, respectively, were also measured to obtain ‘pure’
material reference counts at the same beam parameters as the
Li + C silicon witness plates. The percent decrease of the lithium
and carbon counts, respectively, on the mixed sample compared
to the counts for pure reference samples can point to the composi-
tion ratio. The sum percent of the residual counts of each material
(for the mixed sample) should ideally add to 100%. However, be-
cause of the very low ionization rate of carbon, the carbon counts
varied widely and were not deemed reliable. It is expected that
there will be matrix effects, but the aim is only to measure relative
concentrations. The lithium achieved consistently high counts
1000 times stronger than those for carbon, and very consistently
showed a 10% to 15% decrease in counts for the Li/C mixed samples
(see Fig. 2). Therefore, the lithium fraction is taken to be 85% to 90%
of the total mixed-sample sputtered material in calculating yields,
and the carbon fraction is assumed as the remainder. However, gi-
ven that there are certainly unknown matrix effects in the TOF-
SIMS measurements, this percent composition cannot be taken as
a definite value, and this matrix effect uncertainty contributes sub-
stantially to the error in determining the sputtering yield.

This ratio is also in good agreement with prior related work
using helium ion sputtering [6]. It should be noted that some of
the Li count decrease in TOF-SIMS could also be attributed to the
presence of carbon causing a reduction in the typical ~60% pure-
Li sputtering ionization fraction [11]. However, the Li/C sputtering
products would still then be shown to contain primarily lithium,
as such an ionization reduction would imply the true Li fraction
would then be higher than 85%. This further implies a large amount
of diffusion of Li to the surface at a fast rate [15]. More importantly,
though, the fact that TOF-SIMS identifies substantial lithium levels
in the mixed sputtered material does not disprove the concept that
lithium is continually supplied to and sputtered from a Li/C surface.

4. Results and discussion
4.1. Lithium-on-graphite sputtering

In general, the sputtering yields for 150, 300, and 600 nm of Li-
on-C can be thought to be reduced compared to the sputtering
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Fig. 3. Plot of data points for Li + C sputtering yields versus thickness at 45 degree
incidence. Pure Li was also measured at 0.10 + 0.021 Li-atoms/ion.

yield of carbon alone. Looking solely at the calculated yield data
points, the reduction appears quite consistent at a factor of about
1/3 of the measured pure C yield. However, when taking the exper-
imental error into account, the claim of yield reduction cannot be
made with complete certainty, despite much evidence pointing
to it. Additionally, the potential formation of other volatile surface
compounds was not taken into account here, though may contrib-
ute to the total mass collected.

The yield of 500 eV D-atoms (from the beam of 1000 eV D3 ) on
150 nm Li/C is at an average of 0.016 + 0.012 [atoms/ion]. The yield
from 300 nm Li/C is at an average of 0.022 + 0.016 [atoms/ion]. The
yield for 600 nm Li/C is at an average of 0.019 + 0.014 [atoms/ion].
The scatter between calculated data points for these three thick-
nesses is within a range of 0.01 [atoms/ion]. While there appears
to be a consistent yield reduction, it must be noted that the error
bars overlap between the pure C and these Li/C trials. In the case
of 1500 nm Li/C, the results are somewhat more unclear. The aver-
age of the calculated yield values is 0.020 + 0.03 [atoms/ion], which
is in the same region as that of the other trials. However, tests at
this thickness had a significantly higher uncertainty, and as a re-
sult, the error bars overlap significantly with the pure C trial (see
Fig. 3).

It is not entirely unexpected that the yield at 1500 nm would be
higher than that of lower deposited thicknesses. Part of the reason
for choosing this thickness was to deposit a sufficient Li thickness
to overcome and entirely cover the entire range of surface rough-
ness of the ATJ] sample. With an ever thicker deposition, it was
thought logically that the yield should eventually revert to that
of pure Li alone. However, in contrast to this thought are the re-
sults [15] where even a full 3 pm of Li were deposited and ob-
served to fully intercalate rapidly. This would imply that the
surface condition at 1500 nm of Li should still be roughly the same
as that of the lower thicknesses. In the end, it remains unclear
which of these two lines of thought best describes the surface con-
ditions with 1500 nm of Li. However, all found literature only sup-
ports the latter conclusion, and it is most likely that the sputtering
yield remains suppressed under 1500 nm Li deposition, and that
the Li in this case fully intercalates as well.

Additionally, the Li was never all sputtered during the trials.
This would imply a similar surface layer structure for all thick-
nesses tested. These suppression results are in good alignment
with previous work, which tested Li/C yield suppression using
200 eV He on 0-300 nm Li-on-graphite [6]. The authors reported
that marked sputtering suppression occurs with as little as
25 nm of Li, and indicated that the suppression rate stabilizes
above 300 nm Li.
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The exact reasons for the overall yield suppression are still un-
clear, although appear to be related to the formation of lithium oxi-
des. A Li/graphite surface was found by in situ XPS to contain
predominantly lithium peroxide (Li,O,) [19]. A higher surface
binding energy of Li in this compound compared to that of pure
lithium could explain the reduced Li yield. The reduced carbon
yield could be explained by a large presence of lithium in some
form at the top monolayers, preventing carbon sputtering [6].
However, the sputtered lithium fraction remaining consistently
high requires a mechanism of resupplying Li to the surface, likely
through intercalation [6]. A (unsubstantiated) possibility is that a
consistently small amount of free lithium is continually replen-
ished via intercalation to the top monolayer around the lithium
peroxide molecules, and that this free lithium is sputtered or evap-
orated. Key questions to identify are how much free lithium might
diffuse to the top monolayer and remain unoxidized before being
sputtered, whether sufficient free lithium would be able to diffuse
around the indicated Li,O, molecules (which are obviously too
large to intercalate into the bulk), and whether it is a small fraction
of such free lithium that is being continually sputtered and replen-
ished, rather than lithium atoms broken free from the peroxide
bond. The rate of replenishment could then be the limiting factor
in the reduced Li sputtering yield. Given that the oxidation rate
at our oxygen partial pressures indicates surface oxidation at a fas-
ter rate than the sputtering rate, it is quite likely that our 500 eV
beam is sputtering and disassociating Li,O, from the surface. In
much stronger vacuum conditions, however, there may then be
free Li intercalating to the surface that is sputtered before being
oxidized.

To examine the concept that lithium is being supplied from the
bulk, TOF-SIMS was also performed on a previously sputtered
1500 nm Li/graphite wafer in three surface regions: on a sputtered
spot (sputtered for 20 h, with Ar for this test, which should produce
a hole on the order of 1 to 2 microns), on an untouched Li-depos-
ited area, and a shielded region for carbon count reference. The
goal was to obtain a comparative depth profile of lithium, to see
if the lithium concentration versus depth was reduced below the
sputtered spot compared to the undisturbed region. Data was ob-
tained using an equivalent TOF-SIMS beam and measurement
duration for each spot, and taken until the carbon count became
steady at 100% of the clean-reference-spot carbon count, with
the undisturbed sample as a basis for the test duration. The results
show that the undisturbed-region Li counts at the deepest point
are 81% of the surface counts, versus 61% at the sputtered spot.
The near-surface Li counts are equivalent at both spots, and the
surface carbon counts for both spots are identical, and are 30% of
the counts at the deepest point (see Fig. 4). This suggests that lith-
ium was intercalating up from the bulk graphite in the region be-
low the sputtered spot, and was replenishing the surface during
the original sputtering trial. It should be noted that the same
mechanism acting to supply Li to the surface during deuterium
erosion likely occurs in this TOF-SIMS test as well. Therefore, the
concentration depth profile is likely not an accurate measure of
the original Li concentration versus depth, but likely provides a
combination of the original Li depth concentration and the Li sup-
ply toward the surface from the bulk during sputtering.

4.2. Temperature dependent sputtering

Sputter yields were also measured for a 200 °C heated target for
1500 nm of Li-on-graphite, with the same deuterium flux of 10'3
ions/s over the 2 mm diameter sputtered spot. This temperature
was chosen because an evaporative Li flux would potentially exist,
but not be so strong as to outweigh the sputtered particle yield.
The average calculated yield based on the QCM signal provided a
result about 25% higher than the average yield value from the room
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Fig. 4. TOF-SIMS results showing relative Li concentration versus depth, comparing
a sputtered and undisturbed region for a 1500 nm Li-on-graphite wafer. The depth
at the right end of the figure corresponds to approximately 2 + 0.5 microns, with
uncertainty due to graphite surface roughness.

temperature test. However, when taking into account the uncer-
tainty in the results, no conclusion of temperature enhanced yield
can be made. This includes the uncertainty of how to take into ac-
count the known evaporative flux of Li at this temperature. The
evaporative flux of lithium under high temperature is not clear
when in combination as a Li/C mixed surface, and would be depen-
dent on surface oxidation rates, among other variables. Lithium
peroxide existing on the surface, as suggested by XPS measure-
ments [19], would not evaporate at this temperature, which would
imply a minimal evaporative flux of Li and possibly a larger true
sputtering yield at 200 °C.

In contrast, the evaporative Li component from the target sur-
face (if pure lithium) would be estimated to add approximately
20% to the sputtered material collected on the QCM. Subtracting
this component would provide nearly the same mixed sputtering
yield as a 25 °C target. Previous work has indicated that pure-Li
sputtering yields are not heat-enhanced at temperatures below
280 °C [20]. One may assume that this behavior holds true for Li/
C surfaces as well, and that the gain in yield is a result of Li evap-
oration. Furthermore, TOF-SIMS found 92% sputtered lithium, sug-
gesting the existence of free, evaporating lithium in the top
monolayer, despite the report of the large Li,O, XPS peak. The
higher lithium percentage could also arise from a heat induced eas-
ing of the diffusion of Li to the surface.

As a final consideration, although free lithium may exist in the
top monolayers, it appears to still be somehow inhibited in pump-
ing deuterium, such as in NSTX, once all deposited Li has fully
intercalated. Verifying the true surface composition has important
implications for understanding the surface evolution during reac-
tor test shots, and would help better explain the reason for reduced
overall Li/C sputtering yields.

5. Conclusion

Lithium in equivalent thicknesses between 150 to 1500 nm
were evaporated onto AT]-graphite, and sputtered by 500 eV deu-
terium ions. Total physical Li + C sputtering yields for thicknesses
between 150 and 600 nm of Li/C were recognized as being sup-
pressed compared to yields of pure graphite and lithium, which
agrees with other published results. However, noting the experi-
mental error, this observation cannot be proven outright. For
1500 nm of Li/C, sputtering yield suppression is also suggested,
but cannot be conclusively determined. Within the parameters of
this experiment, given the oxidation rate greater than the sputter-
ing rate, the observed sputtering reduction is most likely from lith-
ium oxides (with high binding energy) covering the carbon due to
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lithium continually diffusing to the top monolayers. In a higher
temperature case, an enhanced diffusion rate of lithium to the sur-
face may cause the rate of lithium supply to the surface to exceed
the oxidation rate, enhancing evaporation and preferential sputter-
ing of free lithium, although not increasing the physical sputtering
yield of carbon. In all trials, chemical erosion was determined not
to play a role in the measurements. Lithium deposited on graphite
is known to rapidly and fully intercalate into the graphite bulk,
although the sputtered Li + C material composition was suggested
to still contain primarily lithium. The concept that lithium is con-
tinually being replenished from the bulk was initially verified with
TOF-SIMS. However, the question remains whether the sputtered
lithium source and associated yield reduction is from limited free
lithium intercalating to the top monolayers or from lithium oxides
present at the surface. In any case, lithium treated graphite does
appear to provide substantial benefits over plain graphite in the
operation of fusion devices, and merits continued use and
investigation.
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