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2.2. Plasma emission monitoring (PEM)

This method of control has been described in detail

in a previous paper [6]. In the course of this work, the
plasma contained mainly the emission lines corre-
sponding to argon, oxygen and the target material.
Therefore, to control the emission line/s of one of
these elements, the optical filter had to be chosen so as
either the wavelength/5 of light it transmitted was
unique to this element, or the emission intensity at the
selected wavelength/s was sufficiently higher than the
corresponding ones of the other two elements.

For example, for the reactive sputter-deposition of In
oxide, a band pass filter had been used for controlling
on In emission line at 451.1 nm. Sufficient signals up to
approximately 150 mV were obtained at applied powers
of the order of 300 W. At this wavelength, there is
neither an argon nor an oxygen line, sufficiently in-
tense, to interfere with the In one. A more universal
technique was required for the large number of materi-
als investigated in this work. A high-pass filter, with a
cut-off wavelength at approximately 620 nm, was suc-
cessfully used to control the reactive sputter-deposition
of W, V, Mo and Ti oxide. At wavelengths greater than
approximately 620 nm, the intensities of the emission
lines of these metals are very weak. Thus, the transmit-
ted signal by this filter is either due to argon or
oxygen-lines. The signal fell as oxygen was admitted
and it is concluded that the strong signal was due to
argon, and the control was carried out on the argon
lines, the fall in intensity being attributed to changes in
the discharge current and coupling to the components
of the atmosphere as the oxygen was added. Signals up
to approximately 1.5-2 V were obtained at applied
powers of the order of 300 W.

2.3. Voltage control

Voltage control has been described in detail in a
previous paper [6]. This method of control has been
used in this work in the cases of Al, Zn, Cu and Pb

when they were sputtered in an Ar/O2 atmosphere.
Fig. 3 shows a schematic of the voltage control loop.

A user connector, located on the rear panel of the
Advanced EnergyTM power supplies which was used in
this work, provides a 0—5-V DC analogue signal repre-
senting the cathode voltage (i.e. the output voltage of
the power supply). The DC signal was 0 V when the
output voltage of the supply was also 0 V and it was 5
V at the full-scale output voltage of the supply. This
0—5-V DC signal was used as an input to a voltage
controller. The signal was taken through two controls;
one of which backs it off against another potential to
provide a zero reference. The difference from this zero
signal was then amplified by a variable gain amplifier to
give an output ranged from 0 to l V. The output signal

Vet-In chm-her

 
Fig. 3. Voltage control (VC) system used in controlling the reactive
magnetron sputtering processes.

from the voltage controller was then applied to a
standard pressure controller (process controller) which
was connected to a piezoelectric control valve of a very
fast response. The ‘zero reference’ was the signal cor-
responding to the voltage seen when the target was
fully poisoned, the ‘1’ was that for metal sputtering.
Any intermediate degree of target poisoning (i.e. an
intermediate value of cathode voltage) can be repre-
sented, in this technique, by a value of input voltage to
the controller in the range 0-5 V, and a value of
output voltage in the range 0-1 V. The input to the
voltage controller was taken from the DC power sup-
ply, when it was used, as it represented the dominating
power applied to the main magnetron relative to the
floating power applied by the AC power supply. This
arrangement provided better control.

2.4. Substrate condition probe

The information that was required was the ion cur-
rent density to the substrate and its floating potential.
In other words, the number and energy of ions that
bombarded the growing films relative to the number of
atoms deposited. To obtain this information, we used
what we termed a ‘substrate condition probe’. Fig. 4
shows a crossosectional and a bottom view (i.e. the

surface with a direct contact with the plasma) of this
probe. lt essentially consisted of a central cylindrical
head, whose diameter was 6 mm, surrounded by a
25x37 mm guard. The guard, which was entirely
isolated from the head, was utilised to minimise the

plasma edge-effect from the probe head. The probe
was placed in the plane of the substrate following the
same procedure of placing a substrate; it was mounted
in the jig, which was in turn inserted into the platen.

The l-V characteristics were then obtained by bias-
ing the probe head. The current to the guard was
excluded. Probe measurements were performed using
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Fig. 4. A cross-sectional and a bottom view of the probe.

In and Sn targets attached to the main and secondary
magnetrons, respectively. Keeping the working pres-
sure at 2><10'3 torr, two sets of experiments were
carried out. The first was when the probe was held
opposite to the centre of the In magnetron using dif-
ferent DC powers (i.e. at 100, 200 and 300 W). In
addition, the characteristics of the probe when it was
facing the erosion zone of the In magnetron, when the
applied power was 300 W, was also plotted for compar-
ison. The results are shown in Figs. 5 and 6. In the
second set of experiments, the probe was held opposite
to the centre of the In magnetron throughout. The
applied powers were 50 W and 100 W AC floating
between the two magnetrons, and 300 W DC combined
with 100 W AC. The results are shown in Fig. 7. The
following remarks can be deduced from these figures:
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Fig. 5. The l—V characteristics of the probe when an In magnetron
was held at 300 W DC and the probe was held opposite to the centre
of the magnetron.
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Fig. 6. The negative part of the l—V characteristics of the probe. at
different DC powers to an In magnetron. when it was held opposite
the centre of the magnetron. The curve when the probe was held
opposite the erosion zone is also plotted.

l. The ion-current to the probe increased with the
applied DC power to the magnetron. On the other
hand, at a fixed DC power (e.g. 300 W), such a
current was higher when the probe was held oppo-
site the centre of the magnetron than when it was
opposite the erosion zone. Similarly, the ion-cur-
rent to the probe also increased with the applied
floating AC power.

2. At a fixed magnitude of power (e.g. 100 W), the
ion-current to the probe was lower in the DC case
than in the floating AC one. Furthermore, the
ion-current to the probe in the case of the 100-W
AC combined with 300—W DC was the highest (Fig.
7).

3. The floating potential of the probe was almost
independent of the applied AC power and slightly
dependent on the DC power. However, the order
of magnitude of these floating potentials was slightly
lower when DC powers were applied.

The above conclusions are in very good agreement
with the results obtained by Window and Sawides [12]
and the results of Glocker [8]. In addition, the ion-cur-
rent and floating potential, when the probe was oppo-
site to the erosion zone, are less than the correspond.
ing values when the probe was opposite to the centre of

o wig—[c-r fall-CK 1-Q:fiivxgyr-jr-nmir
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Fig. 7. The negative pan of the I—V characteristics of the probe at
different AC powers to a non»biased and biased floating In mag-
netron when the probe was held opposite the centre of the mag-netron.

Page 10 of 16

Appendix 103 9-A

Page 248 of 304



Page 11 of 16 
Appendix 1039-A

Page 249 of 304

 
54 l. Sufi / Surface and Coming: Technology 135 (2000) 48—59

the magnetron under the same conditions (i.e. applied
power). This result is also in good agreement with
those of Howson et al. [13] and Spencer et al. [14].

It is informative to compute the arrival ratio of Ar
ions to metal atoms at the substrate. It was found that

this was 0.7 and the energy delivered to the substrate
by ions per In atom was approximately 21 eV [1—6].

On the other hand, in the case when the applied
power to the magnetron was 300 W DC combined with

100 W AC, J,‘ = 7.1 mA/cmz, V,= —17 V and VP=0
V (Fig. 7), where 1,-‘, V, and V,, are the ion current
density to the substrate, the floating potential of the
substrate and the plasma potential, respectively. Con-
sidering the case of indium oxide, which had a thick-
ness of 152 nm, it was found that Alf/N;l - 5.7, where
M’ and N; are the number of ions bombarding 1 cm:
of the substrate per second and the number of de-
posited metal atoms on 1 cm2 of the substrate per
second, respectively. Consequently, the energy deliv-
ered to the substrate by ions per In atom was approxi-
mately 100 eV.

Although the two magnetrons were unbalanced in
the system used in this work, the measured floating
potentials of the substrate were relatively low, whereas,
the measured ion current densities were moderate.

This could be due to the fact that target-to-substrate
distance is less than the null-point of the magnetrons,
which means that, at such low distance, ions cannot
acquire high kinetic energies when they impinge on the
substrate, with the lower floating potential that the
substrates have. The small target-to-substrate distance
also affects, but less severely, the ion current density,
as the substrate can not collect all ions available be-

cause it is not in the way of the focused beam leaking
from the cathode, rather it is in the base of that beam.
The average ion densities in the AC plasma are approx-
imately four times that of the DC plasma. This last
difference, between the AC and the DC plasmas is
significant. According to optical emission measure-
ments, the plasma extinguishes on each half-cycle and
has to be reignited. The increase in ion densities in the
AC plasma was attributed to target voltage spikes dur-
ing the reignition of the plasma on each half-cycle, as it
is evident on the negative-going part of each cycle.
Such spikes cause rapid electron acceleration in the
pre-sheath region leading to significantly more efficient
ionisation of gas and hence much higher plasma bom-
bardment.

3. Experimental details

3.]. The sputtering system

The chamber comprised a 424m diameter stainless
steel chamber, 12-cm deep internally, giving a short
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pump down time with the turbomolecular pump, backed
by a two-stage rotary pump, compared with conventio-
nal bell-jar systems [3]. The chamber base accommo-
dated two identical magnetrons. The magnetron, which
had both the oxygen inlet to the chamber and the
optical fibre input tip of PEM control loop attached to
its pod will be, henceforth, called the ‘main magnetron’.
The other magnetron was connected to the argon inlet
to the chamber.

An axially mounted aluminium platen was located
above the magnetron cathode surfaces, and it was onto
this platen, which was electrically isolated, the sub-
strates were loaded from the airlock allowing a target-
to-substrate distance of approximately 40 mm. The
centrally oriented metal shaft was attached to the platen
so that it could be rotated around this axis with a DC

motor at a rotation speed of up to 60 rev. /min.
The partial pressure of the sputtering gas, argon, was

produced through a mass flow controller balanced by
the vacuum pumping and measured with the system
pirani.

For the admission of reactive gas a solenoid valve
was replaced by a piezoelectric valve, having a faster
response in order to cope with much faster changes in
the desired supply of reactive gas required to maintain
a certain cathode status, compared with that of inert
gas. This was controlled to produce a pre-determined
optical emission signal or cathode potential in much
the same way as is used to control pressure. In addi-
tion, the total distance between the reactive gas pipe
exit in the chamber and the piezoelectric valve was
minimised to help reducing the time constant of the
pipe. These modifications, allied with the pipe outlet
being very close to the target in the very confined
volume provided by the gettering enabled very efficient
control of the reactive deposition processes to be ob-
tained.

3.2. The airlock system

The system was designed so that the magnetrons
could be operated continuously during the changing of
substrates. We have found this to be of prime impor-
tance for iterative reactive processing, in which the
partial pressure of the reactive gas is varied gradually
until the desired film properties are attained. In order
that this could be done the system was airlocked, that
is, the main deposition chamber always remained in
operation whilst the samples could be loaded/un-
loaded via a separately pumped airlock. The airlock
was 10 cm in diameter and 4.6 cm deep, had a 0.361 I
volume, and could typically be evacuated from atmo-
sphere to approximately 40 mtorr in approximately 2
min, via two-stage rotary pump.

Samples were mounted singly in a jig, which was then
attached to the end of a loading arm, which was moved
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linearly through double Wilson-type vacuum seals,
mounted off axis (2.2 cm from the centre) in the

perspex window plate, which allow visual location of
the substrate.

4. Optical measurements

4.1. Calculations of refmcrive indices from reflectance
spectra

In this section, the case of transparent non-absorbing
films deposited on transparent substrates will be con-
sidered. It should be mentioned first that the wave-

length x of the incident light is chosen so that it is
comparable to the film thickness dm," to allow interfer-
ence effects to occur [15].

The maximum and minimum reflectance of a thin

film on an infinitely thick substrate are given by:
,., -

"film _ "ambnsubs
Rm, = —,—— (1)"film + namhnsuhs

1
n — n h "

R ‘ = ( subs am ) (2)In" n\uh\ + namb

where Rum, Rm, nmm, um,“ and nflmh are a re-
flectance maximum, reflectance minimum, the refrac-
tive index of the thin film, the refractive index of the
substrate and the refractive index of the ambient

medium, respectively. By solving Eq. (1) for nfilm, we
get:

 1+ Rm, ”2 (3)n = n n —

film amh subs 1 _ m

The relative precision of "mm is given by

A"film _ Rm“ ARmux (4)
nmm ' 2(1—Rm,,) 7?...

For example, if Rm, = 36%, it is then sufficient to
measure Rm, to an accuracy of approximately 2% (i.e.
ARM“ = 0.7%) so that the relative error for rim," is not
larger than 1%.

In this work, films were deposited on glass substrates
with nwh, = 1.525 and the spectrophotometric mea-
surements were carried out in air (i.e. rim,h = l).

Transmittance and reflectance spectra of transparent
films, produced in this work, were measured using a
Hitachi U-2000 double-beam spectrophotometer with a
simple reflection attachment, which allowed compar-
ison of the sample with freshly prepared aluminium
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Fig. 8. Reference spectra of uncoated glass substrates in different
cases. The reflectance spectrum of matt black paper is included for
comparison.

coating. In spectrophotometric measurements carried
out in this work, both transmittance and reflectance
spectra were measured in the spectral range 350-750
nm with a scanning speed of 400 nm/min.

In order to obtain values for the absolute reflection

coefficients that were required, it was necessary to
make corrections of the measured reflectance spectra
of the deposited films. The corrections involved:

1. Measuring the reflectance spectrum of the bottom
surface of an uncoated glass substrate in order to
subtract it from the measured values of reflectance.

This was achieved by treating the bottom surface of
an uncoated glass substrate with emery paper so
virtually eliminating reflection from it (Fig. 8). The
reflectance spectra of the untreated (or top) sur-
face and that of an ordinary glass substrate were
then measured. The reflectance spectrum of the
back surface was obtained by subtracting the re—
flectance values of the top surface from those of
the ordinary substrate, and was averaged to be 5%.

2. Measuring the reflectance spectrum of a single
crystal silicon wafer and comparing it with a calcu-
lated one [16] to derive a correction curve of the
measured reflectance in order to obtain the abso-

lute reflectance of the coatings (Fig. 9). The correc-
tion ratio was. on average, 0.76.

Thus, the relation between the measured reflectance,
Rmca‘“, and the actual one, R, is

R = 0.76(R""““"r - 5%) (5)

or

R = 0.76R’"““’“' — 4% (6)

As a result, if Rflfii’“ is the measured value of a
reflectance maximum, the corresponding actual value,
Rm“, is given by
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Fig. 9. Calculated and experimental reflectance spectra of a single
crystal silicon wafer. Also shown is the correction ratio as a function
of wavelength. Data of the calculated curve are from [16].

R"m z 0.7mm?“ — 4% (7)

Thus, by substituting the value of Rm“:

1+ 0.76R:‘,§§‘“'—0.04 ”3
1— 0.76R::;w'—0.04

Instead of ellipsometry, Eq. (8) was used to calculate
refractive indices of films produced in the course of this
work, for the following reasons:

(8)
 

nmm = 1.525

1. It is independent of optical thickness of coatings
and consequently gives consistent results for vari-
able optical thickness.

2. The possibility of obtaining refractive indices over
many wavelengths rather than at 632.8 nm using
the ellipsometer that was available.

3. The ratio of the area of light beam of the spec-

trophotometer (~ 10.8 mmz) and that of the laser
beam of the ellipsometer (~ 0.8 mmz) is approxi-
mately 14. This gives better integration over the
coated area of the substrate.

4.2. Calculations of thickness from reflectance spectra
using interference methods

After calculating am, using Eq. (8) the film thick-
ness could be calculated using equations "filmdfilm =

(2k + DMZ“ and "filmdfilm =kL33, where km“ is a
wavelength at which a reflectance maximum occurs and
km is a wavelength at which a reflectance minimum
occurs. The calculation procedure depended on the

shape of the reflectance spectrum of interest.
If there were two consecutive maxima in the scanned

spectral range, then for the first maximum 4nmmdmm =
(2k + mm“ and that for the second maximum is
4:15,,"de = [2(k — l) + 11km“, By solving these two
equations, it is found that '
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X ax)‘ anm | m _ (9)
d. = ’—

flm znfilm()‘max: _ xmax.) 
Eq. (9) is also valid in the case of two consecutive

minima. The problem of this equation is that it ignores
changes of nm with wavelength. However, it was con—
sidered to be sufficiently accurate for the estimation of
dfilm for the purpose of this work, especially in the
relatively narrow range of wavelength studied where
variations in "mm were not expected to be so signifi-
cant.

Finally, it should be indicated that the results of the
thickness measurements were satisfactorily consistent
in the course of this work.

5. Results

5.1. Aluminium oxides

The system was established using aluminium cath-
odes in both magnetrons. Aluminium oxide is a very
insulating oxide with a high secondary electron emis-
sion coefficient, which leads to extreme arcing if DC
reactive sputtering is attempted.

In this work, A120} films were prepared using the
mid-frequency AC powered magnetrons technique. The
main and secondary targets were both A] and the two
magnetrons were operated in the floating mode at
113.2,.“ =1 kW. Substrates were held static over the
main magnetron. In this case, no incorporation of an
alloying material was required. Voltage control on the
main Al magnetron was used. The percentage of
aluminium magnetron voltage set point, Alf}, was grad-
ually decreased and a film was deposited and charac-
terised at each value of Alf}. The deposition time was 3
min. Fig. 10 shows the dependence of transmittance at
550 nm, T550, of the visibly transparent Al203 films.
and the corresponding deposition rate, on All. Obvi-
ously, films of higher T550 are deposited at lower rates.
The percentage of Al magnetron voltage set point, and
the corresponding 02 flow rate, at which the best
A1303 film occurred (i.e. the one of the highest trans-
mittance and deposition rate) were 73.7% and 3.6
sccm, respectively. The transmittance at 550 nm, re-
fractive index and deposition rate of this film were
89.5%, 1.67 and 2.02 nm/s, respectively. Clearly, such a
result is comparable with the best reponed results
[9,17,18], taking into account that the applied power in
this work was only 1 kW. Fig. 11 shows the transmit-
tance and reflectance spectra of the best A130J film.
Finally, it is worth mentioning that, in addition to glass.
aluminium oxide films have also been deposited, using
this technique, on stainless steel and single crystal
silicon substrates for extended periods of time (up to 45
min) and at high rates without any sign of arcing.
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5.2. Mixed insulating oxides

Finally, a large number of oxide films of Mo, W, V,
Pb, Ti, Sn and Cu doped with dopants such as Zn, Sn,
Ti, Nb, Ta, M0 or Bi have been deposited, at different
combinations of powers and at different stoichiome-
tries, and characterised. They were initially investigated
for conductivity. Although the transparent films were
insulating under the deposition conditions and proce-
dures followed (i.e. unintentional heating or biasing of
substrates and no post-deposition heat treatment), their
optical properties (e.g. a very wide range of refractive
indices) are of great interest in optical applications.

Table 1 summarises the preparation conditions and
the optical properties of some of the transparent insu-
lating oxide films prepared in this work, where P8,“,
P‘BC, PLX, FEE and P3? are the DC biasing powers
applied to the floating Cu, W, V, Mo and Pb mag-
netrons. respectively, and Cu"?c and Pb?c are the per-
oentages of metallic Cu and Pb magnetrons voltages
set-points (i.e. the occurrence), respectively. The float-
ing AC power and deposition time were 100 W and 6
min, respectively, throughout.

6. Conclusion

According to the above discussion, the deposition
technique, employed in the course of this work, enjoys
the following major advantages

1. Substrate rotation enhances atomic level mixing of
the film constituents. The stoichiometry of the film
is controlled by PEM or voltage control, on one
magnetron, and dopants are added by sputtering
from the other magnetron. This means that the
former magnetron serves two purposes; the first is
to sputter metal and oxidise it, and the second
purpose is to oxidise the metal sputtered from the
other magnetron.

2. The combination of DC and mid-frequency AC

 ‘Iifltllllllllfl
:1 n 14 vs a 71 a n

mamm—wmm)

10. Transmittance at 550 nm and the corresponding deposition
vs. the percentage of aluminium magnetron voltage set~point of
ly transparent films of aluminium oxide. The floating AC power

en the two Al magnetrons was 1 kW.
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Fig. 11. Transmittance and reflectance spectra of the best transpar-
ent Al oxide film which occurred at 73.7% of Al magnetron voltage
set-point. The floating AC power was 1 kW. The relevant spectra of
an unooated glass substrate are also plotted.

power in a novel way, using a filter to protect the
DC power supply from the AC one (or the inde-
pendently DC powered magnetrons method),
permits the composition of the produced films to
be easily and independently manipulated by varying
the magnitude of power applied to each mag-
netron. As a result, this system is able to obtain a
sputter-deposited coating of an alloy or multi-ele-
ment compound which is either difficult or impossi-
ble to be formed from a single target.

3. Depending on the materials involved, the use of
very fast feedback methods, to automatically con-
trol the admission rate of the reactive gas (e.g.
oxygen) into the sputtering chamber (i.e. PEM and
voltage control), allows the stoichiometry of the
deposited films to be independently controlled. The
very efficient control of the admission rate of oxy-
gen also allows the deposition rate of reactively
sputtered films to be high.

4. The use of an airlocked system allows the imple-
mentation of an iterative deposition process to vary
coating stoichiometry and composition. Hence, in-
formation regarding different composition and stoi-
chiometry can be attained rapidly without cathode
acquisition or preparation.

5. The system, described in this work, is superior to
the dual magnetron technique described by Lewin
and Howson [19] where two concentric cathode
annuli of different materials (with separate mag-
netic fields) comprise one magnetron device in that
the two sources sputter independently of each
other. This permits variable compositions to be
selected only to a limited extent in a reactive
environment, the limit being reached when differ-
ential poisoning of the two cathode materials domi-
nates. Clearly, precise stoichiometry control also
suffers from this problem as a direct result of the
close proximity of the cathode.
The use of mid-frequency (i.e. 40 kHz) AC power
in the floating mode secures periodical effective
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Table l

A summary of the preparation conditions and optical properties of some of the transparent insulating oxide films prepared in this work‘

Oxide DC bias (W) Occurrence (%) um,“ T55" (‘71:) Deposition
rate (nm/s)

Cu-Sn P2,? - 300 Cu: - 30.8 1.92 07.7 0.80
Mo-Nb PB; - 150 mg,” - 53.9 2.24 72.3 0.30
Mo—Nb P35 - 300 mg,“ - 49.3 1.90 91.9 0.41
Mo-Nb ME - 450 ML, - 40.3 1.93 91.9 0.44
Mo-Sn MS - 100 mg", - 54.0 2.00 81.4 0.30
Mo-Sn ng - 300 70;, - 51.4 2.17 90.8 0.37
Mo-Ta [fig - 450 A1,?“ - 45.9 2.09 90.9 0.42
Pb PE,“ - 400 Pb: - 54.0 2.40 74.2 1.25
Pb-Bi Raf - 100 Pb: - 52.0 2.44 80.9 0.84
Pb-Bi PE," - 300 80;: - 42.8 2.40 88.4 1.28
Pb-Bi P9: - 400 1,0,”; - 41.4 2.39 84.0 1.55
Ti P‘T’f - 400 141;, - 05.1 2.03 80.1 0.05
Ti-Nb T,“ — 400 A13“, - 09.1 2.00 07.1 0.09
Ti-Ta T,“ - 400 411",“ - 07.7 2.28 09.9 0.17
V-Mo P?" - 200 Ar?” - 08.9 1.80 77.9 0.52
V-Mo 1"," = 300 4.3., - 05.0 1.79 81.4 0.48
w 93." = 400 A521,, - 51.0 2.23 70.4 0.70
W-Mo Pa.“ - 150 mg... = 53.8 2.29 91.2 0.34
W—Mo PR.“ - 450 411;, = 50.0 2.20 87.0 0.71
W—Nb P3? = 200 A1,?“ - 02.1 2.29 90.8 0.38
W—Nb pa“ = 350 411;,“ - 51.9 2.21 84.8 0.70
W—Nb PP,“ - 400 mg,“ = 55.1 2.14 74.0 1.37
W-Sn H3," - 100 ,1... =- 51.9 2.14 91.5 0.30
W-Ta P‘Jf - 200 Ar;'m - 00.0 2.29 78.1 0.59
W-Ta p3“ - 400 A13“, - 56.8 2.21 70.7 0.83
W-Ta P9f - 000 Ant, - 50.3 2.12 80.3 1.05
w—ri 9?," - 150 Art?” - 55.0 2.31 91.1 0.35
W-Ti pa.‘ - 450 AIS“, - 52.0 2.24 87.9 0.04 

'The floating AC power was 100 W throughout.

discharging of the insulating layer, due to the sym-
metrical operation of the electrodes. This allows
the reactive sputtering process to be arc-free [9],
and hence, eliminating the undesired effects of
arcing in reactive sputtering such as driving the
process to become unstable, creating defects in the
films and reducing the target lifetime. Conse-
quently, the defect density in insulating films is
reduced by orders of magnitude [11] in comparison
with the DC technique.
The well-defined DC conducting anode allows the
sputtering process to have long-term stability, at a
given set point. In addition, the high deposition
rates obtained are comparable with those of the
DC technique [7,9].
Unlike the additional complexity of the RF tech-
nique, the coupling of the AC power to the cath-
odes, in the frequency range used, is simple. Con-
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sequently, the AC technique can be easily adopted
for sputtering from larger area cathodes [9]. On the
other hand, the AC plasma used with an un-
balanced magnetron leads to higher density plasma
and increased bombardment of the growing insulat-
ing films with ions.

9. This technique opens the door wide for investigat-
ing virtually all potentially promising thin films (e.g.
hard coatings, semiconducting films, superconduct-
ing films, etc.).
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process itself, for the deposited thin film and even
tter equipment.  Arc discharges can drive the
ecome instable, inhomogeneities and defects are
e growing film, target lifetime is reduced by liquid

ction (causing new arc events originating at the
eas) and the power supply can be harmed.  Because
blems arcing is the subject of a lot of research [4–
roduction of large size rotating cylindrical targets
ed the arcing zone to two ring shaped areas at the
e ends (next to other benefits offered by cylindri-
s such as higher target utilization, higher power
d more compact size).  Compared to similar planar
rcing probability is reduced to less than 5%.  This

d in Figure 1.

hematic view of target surface conditions and arcing
 rotating cylindrical and (b) planar magnetron.

 occurs in the racetrack area of rotating cylindrical
e it is continuously cleaned by the plasma.  The
 true on condition that target rotation speed is high
erwise the target surface in the racetrack area is

ed before it is sputter cleaned leading to arc events.
 rotation speed of 10 rpm is sufficient.  Moreover,
ible zone for rotating cylindrical targets is inde-
the target length.  Despite this drastic improve-
anagement is still needed during reactive DC

sputtering.   The present paper focuses on the
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was found that the exact positioning of the dielec-
cing layers was extremely important, so a lot of
ut in the optimization of the dielectric layer width.

pplication of this protective layer is rather unprac-
l industrial environment, a more flexible and more
ternative is proposed, consisting of the addition of
le dielectric target tube end anti-arcing guard ring.

 second series of experiments the arc handling
 of in-house developed sputter electronics was
se in-house developed sputter electronics consist

ct 2*100 kW DC power supply, an arc suppressing
ow frequency (below 1 kHz) switching unit.  The

ponents were also evaluated in combination with
ercially available DC power supplies.

VENTING HARDWARE
EMENTS

own that arcing on the cathode occurs due to the
of an insulating layer on the cathode.  This insulat-
harges up by ionic bombardment and when the
trength is exceeded, electrical breakdown occurs,
arc discharges.  Typical dielectric breakdown of

2
 and SiO occurs at an electric field strength of the

6 V/cm [5, 10].  It was already shown that arcing is
the transition between the (sputter) cleaned target
 the contaminated target surface (due to the depo-
xide).  This redeposited oxide layer has a more
cture than the layer deposited at the substrate
rs the occurrence of arcing [9].

ay from the racetrack, the thickness of the redepos-
layer first increases and then decreases again

 be seen at the target tube ends as a change in color
 layer).  On the other hand, the plasma fades out in
and the ionic bombardment diminishes, implying
rging of the oxide layer decreases with increasing
m the racetrack.  This results in a lower arc rate in
re further away from the racetrack compared to

 to the racetrack.  This effect is illustrated in Figure
ort reactive sputter experiment of only 17 minutes

ed effect of the layer thickness and the charging up
 results in a clearly visible gradient in arc traces (the
on of arc traces decreases further away from the
 This is only true at the beginning of the experi-

r on, the charging of the areas further away from the
creases, as well as the thickness of the redeposited
, resulting in a higher arc rate in this region too.



242

Figure
short r
screene
high ar

The ap
quality
cantly.
an insu
first inc
[10] an
increas
apply a
way (c
electric
value o
electric
in the r
of the i
place, b
sputter
dielect
pletely
redepo
of the 
increas
be view
tric lay
and wi
(especi
layer m
that th
applied
dielect

conditions, which means that the layer should be able to resist
high current densities, high temperatures and UV radiation.

y
 g
h

a
c
3
ty
d
e
 
la
tl

l
s

h
i

 
n
r
r
m
p
d
a

4
fu
n
n

ro
e
g
r
e
n
t
t
c

Pa
A

Pa
 3.  Gradient of arc traces at the target tube end after a
eactive sputter experiment: (A) target tube end, (B)
d region, (C) region with low arc rate, (D) region with
c rate, (E) racetrack area.

plication of a sufficiently thick dielectric layer of good
 in an arc sensitive area can reduce the arc rate signifi-
  This can be explained as follows: the electric field in
lating layer of certain thickness on the cathode surface
reases and then saturates with decreasing conductivity
d on the other hand, the electric field decreases with
ing layer thickness.  This implies that it is possible to
n insulating layer on the arc sensitive areas in such a
arefully chosen properties and thickness) that the
al field in this insulating layer will never exceed the
f its own breakdown field (the measured value of the
al breakdown field for typical insulating materials are
ange from 105 to 107 V/cm [10]).  The charging effect
nsulating layer due to ionic bombardment is still taking
ut will not lead to any arc initiation.  At the start of the

 run, when no oxide layer is deposited yet on the
ric anti-arcing material, the voltage drop falls com-
 over the protective anti-arcing layer.  With increasing
sited oxide thickness (a low quality oxide layer on top
dielectric layer) the voltage drop over the oxide layer
es (the stack of oxide on top of an dielectric layer can
ed as two capacitors in series).  The protective dielec-

er is only partially taking care of the voltage drop now
th an improper choice of protective anti-arcing layer
ally during long sputter runs), the redeposited oxide
ay reach dielectric breakdown.  Therefore, it is clear
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ing a good dielectric material, the layer should be
 thick, sufficiently dense and preferentially amor-
rain boundaries which promote dielectric break-

is layer should also have a slow sputter rate.

rch was already carried out on laboratory scale
oater with 50 mm diameter Al target and DC power
00 W) and showed very promising results [9].
pes of anti-arcing dielectric material were tested
 in a variety of ways.  The arc-inhibiting quality of
pends not only on the specific material but also on
application.  It was shown that the application of a
yer on arc sensitive areas could reduce the arc rate
y leading to a more stable sputter process.

ing of the results to (semi-)industrial scale using
ities comparable to the ones used in real produc-

nments is however not straightforward.  Due to the
er power densities and the longer sputter runs
n a longer exposure of the dielectric layer to the
e demands on the dielectric layer are even more
Besides the exact type of material and way of
, it was found that the exact position of the dielec-
cing material is extremely critical.  With a fixed
ay position and power, an optimal position for the

aterial can be determined.  If the width of the
rotective layer is to small, arcing will initiate at the
 parts; if the layer is too broad, the edges of the
nti-arcing layer will start to disintegrate which will
ere arcing.

 the arc rate during reactive sputtering of Al
2
O

3
 is

nction of time for different treatments of the target
o dielectric protective layer, a non-optimal dielec-
d an optimized dielectric layer).  The experiment
tective layer was discontinued prematurely be-

vere arcing.  During all these experiments the arc
 unit was set in a way that all arcs (major and

e counted.  Since the exact number of arcs counted
pends on the setting of the arc suppressing unit,
its were used in Figure 4.  It is quite clear from this
 with a correct choice of protective layer the
s with a pre-treated target were much more stable
ing occurred.  With the application of a dielectric

 layer arcing can be alleviated to a great extent.
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 4.  Arc rate as a function of reactive sputter time for
nt treatments of the target tube ends: (a) no dielectric

(b) non-optimized dielectric layer, (c) optimized dielec-
er.

arc counting started immediately after introduction of
n in the system, the steep rise and subsequent drop in arc
uring the first minute can be attributed to process
zation effects.  The maximum which occurs in the arc
r the non-optimized coating (b) however cannot be

ned yet.  Although extremely stable results with drasti-
reduced arc rates were obtained already, additional
ments will be performed to further optimize the arc
ing properties of the dielectric coating and to give a
comprehension of the arcing process.

gh the application of the dielectric anti-arcing layer can
rporated in the target production process, the use of this

s a rather unpractical solution and can be quite cumber-
or industrial large-scale operation.  Despite the fact that
gnet array position can be adjusted, the exact position-
d exact width of the dielectric layer stays critical,
ver because the exact width depends on the power used
 sputtering.  Therefore a more practical and more
e alternative is proposed.  In this alternative, an adjust-
ti-arcing guard ring (a ring shaped part of the clamping
) replaces the dielectric layer, which is deposited
y on the target surface.  This is schematically shown in
 5.
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chematic representation of the anti-arcing guard
ting cylindrical target: (a) magnetron spindle, (b)

target tube, (c) target clamping with dielectric ring
ention.

D ARC-HANDLING ELECTRONICS

the efforts in optimizing the mechanical design,
be minimized but it is impossible to avoid it

.  Arc-handling electronics is an essential part of
al sputter hardware and in particularly indispens-
 reactive sputtering of insulating materials.  Differ-
ents are presented, comprising a compact 2*100
upply, an arc suppressing unit and a low frequency
z) switching unit.

ply
designed power supply excels by its compact size
rior arc handling capabilities.  The compact size is
putting a 20 kHz switching system in the primary
rresponding with a small transformer.  The supe-
dling capabilities compared to standard existing
lies is illustrated in Figure 6.

e, the current and voltage reaction of both newly
d existing power supply is shown on a bipolar arc
g reactive sputtering (± 20 kW from a single
get).  No additional arc suppressing electronics
uring this experiment.  When the arc occurs (at
 the current of the existing power supply starts to
ore than 200 A.  After a waiting period, the power
itched off until the current has dropped below 20
s more than 100 ms).  When the system restarts
e voltage peak is generated (not shown in this

ause the plasma is not ignited yet.  All this will
homogeneities in the deposited layer (due to the
iod of the power supply) but can also cause severe
he target, the substrate and the power supply.  With
 developed power supply, the current and voltage
ontrolled so no excessive rise or drop can occur.
delay after an arc event (before the output of the
ly is stopped) there is only a very small current rise
nition of the plasma, no voltage overshoot is

 Moreover the power supply restarts within 5 ms
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after blocking the output.  The risk of inhomogeneities in the
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6.  Electrical I-V behavior of an existing (a) and the new
e developed (b) DC power supply on a bipolar arc (no
nal arc suppressing electronics used).

ppressor
house developed arc suppressing unit is based on the
hanced technology as the DC power supply.  In Figure
rrent-voltage reaction of an existing DC power supply
ed with the superior in-house developed arc suppress-
 on a bipolar arc event is illustrated (note the difference
 scale with Figure 6).

 experiment a pre-delay time of a few µs was set (pre-
me can be set from a few µs up to 15 µs).  The enhanced
pressing unit limits the current rise.  Initially, the power
is shorted by the arc- suppressing unit for about 150 µs
hich the power level is brought back to its nominal
 a controlled way, minimizing the voltage overshoot

 occurs when the nominal power is delivered at once to
ode without plasma).  If the arc still exists after these

 the arc suppressing unit repeats this short procedure (if
ry up to five times).  For persistent arcs, which cannot
guished by the repeated short procedure, the off time

sor can giv
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 a signal to the DC power supply to shut down.

lectrical I-V reaction on a bipolar arc of an existing
upply, combined with the new in-house developed
sing unit.

ency Switcher
 switching unit is not an arc-inhibiting device as
requency switching between two cathodes is a
shed technique in industry to prevent arcing.  The
ing frequencies (10 to 100 kHz) are chosen to

he cathodes completely before arcing can occur.
 lot of time is lost during plasma ignition (e.g. at 40
0%), reducing the deposition rate.  On the other
requency switching implies the need for precau-
se of electromagnetic radiation and skin effect
er losses and excessive heating.  The problems

 effect or electromagnetic radiation are no longer
ssion when low frequency switching (frequency
 and 200 Hz) is used and the time lost due to plasma
also negligible.  This means that higher power
n be used resulting in an increased yield.  How-
se the switching frequency is too low for appropri-
dling, the low frequency switching unit is com-
the newly designed arc suppressing unit.  This
n was tested during reactive AC switching be-
full sized rotating cylindrical magnetrons.  Good
g term stability and higher deposition rates as
o mid-frequency switching) were obtained for
ials.

o note is that both the arc suppressing unit and the
ncy switching unit can be linked up with other
lly available power supplies to create a system
or performance.
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 designed arc-handling electronics comprising a com-
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Reactive pulsed magnetron sputtering process for alumina films
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United Kingdom

G. A. Roche and D. Carter
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~Received 17 March 2000; accepted 28 August 2000!

The pulsed magnetron sputtering~PMS! process is now among the leading techniques for the
deposition of oxide films. In particular, the use of pulsed dc power has transformed the deposition
of dielectric materials, such as alumina. The periodic target voltage reversals during the PMS
process effectively discharge poisoned regions on the target. This significantly reduces the
occurrence of arc events at the target and stabilizes the deposition process. Many researchers have
now shown that pulsed dc reactive magnetron sputtering can be routinely used to produce fully
dense, defect-free oxide films. Despite the success of the PMS process, few detailed studies have
been carried out on the role played by parameters such as pulse frequency, duty cycle, and reverse
voltage in the deposition process. In this study, therefore, alumina films were deposited by reactive
pulsed dc magnetron sputtering. Operating conditions were systematically varied and the deposition
process monitored throughout. The aim was to investigate the influence of the pulse parameters on
the deposition process, and the interrelationships between the occurrence of arc events and the
parameters chosen. As a result of this investigation, optimum conditions for the production of
high-quality alumina films under hard arc-free conditions were also identified. ©2000 American
Vacuum Society.@S0734-2101~00!04806-5#

I. INTRODUCTION

Since the initial development work in the early 1990s,1–4

the pulsed magnetron sputtering~PMS! process has become
established as one of the leading techniques for the deposi-
tion of oxide films. In particular, the use of pulsed dc power
has transformed the deposition of dielectric materials, such
as alumina.1–3,5–9The process itself has been well described
in various review articles,3,6,8–14and no repetition is required
here. It is sufficient to state that pulsed dc reactive magnetron
sputtering offers significant advantages over conventional,
continuous dc processing.14 If the magnetron discharge is
pulsed in the bipolar mode~see Fig. 1!at frequencies, usu-
ally, in the range 10–200 kHz, the periodic target voltage
reversals effectively discharge poisoned regions on the tar-
get. This significantly reduces the occurrence of arc events at
the target and stabilizes the deposition process. Many re-
searchers have now shown that pulsed dc reactive magnetron
sputtering can be routinely used to produce fully dense,
defect-free oxide films. All stoichiometries are available,5,6,8

arc events are suppressed,1–3,6–9,15–17deposition rates can ap-
proach those obtained for metallic films,2,3,7,15,16and in dual-
cathode systems, very long-term~.300 h! process stability
is attainable.18,19 As a consequence, very significant im-
provements have been observed in the structure,5,7,8

hardness,7,8 and optical properties6,13 of PMS alumina films,
compared to dc sputtered films.

The target voltage wave form during asymmetric bipolar
pulsed dc sputtering is shown schematically in Fig. 1. Refer-
ring to Fig. 1, the critical parameters which make up the

wave form are the pulse frequency, duty factor, and reverse
voltage. Duty factor is the relative proportion of the pulse
cycle made up of the ‘‘pulse-on’’ period, when the target
voltage is negative and sputtering is occurring. The reverse
voltage is the nominal positive target voltage achieved dur-
ing the ‘‘pulse-off’’ period, often expressed as a percentage
of the mean-negative voltage during the pulse-on period. The
schematic wave form in Fig. 1 shows a pulse frequency of
100 kHz, with a duty factor of 80%, and the reverse voltage
set at 20% of the pulse-on voltage. In practice, this ‘‘square’’
wave form is not achieved due to the inherent characteristics
of the plasma and the power delivery system, with both posi-
tive and negative voltage overshoots being observed.20 These
artifacts can be clearly seen in Fig. 2, an oscilloscope trace of
the target voltage wave form obtained when actually operat-
ing under the conditions defined previously.

Reference has already been made to the many examples
in the literature of the success of the PMS process. However,
as yet, few detailed studies have been published on the role
played by the pulse parameters in the deposition process.
Belkind, Freilich, and Scholl,9,10 derived an expression
showing that the critical pulse frequency for arc-free opera-
tion depends on the discharge current and the pulse-off time.
Although not explicitly stated, their study indicates that, for a
given discharge current, the duty factor is actually the most
critical parameter in establishing arc-free conditions. Also,
these studies did not consider time-dependent effects, since
arc counting was only carried out for 3 min per run. In situ-
ations where, during each pulse-off cycle, the parameters se-
lected only partially discharge the poisoned regions on the
target, a residual charge will accumulate until, eventually,a!Electronic mail: p kelly@salford ac uk
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arcing occurs. Thus, conditions which appear to prevent arc-
ing at the beginning of a deposition run can prove ineffective
as the run progresses.

In this study, alumina films were deposited by reactive
pulsed dc magnetron sputtering. Operating conditions were
systematically varied and the deposition process monitored
throughout. The aim was to investigate the influence of the
pulse parameters, such as pulse frequency, duty factor, and
reverse voltage, and the interrelationships between the occur-
rence of arc events and the parameters chosen. As a result of
this investigation, optimum conditions for the production of
high-quality alumina films under hard arc-free conditions
were also identified.

II. EXPERIMENT

The commercial interest generated by the PMS process
has led to the development of new power delivery systems.
These include ac supplies, single- and dual-channel pulsed
dc supplies, and pulse units which can be connected in series
with the output from standard dc magnetron drivers. This
article concentrates on the use of this latter type of system, in
which the magnetron discharge could be pulsed over the fre-
quency range 1–100 kHz. Parallel studies are also being
made of the latest generation of pulsed dc supply which ex-
tends the maximum pulse frequency up to 350 kHz.21,22

The dc power supplies used in this study were the Ad-
vanced Energy MDX and Pinnacle magnetron drivers. These
power supplies were used in conjunction with the Advanced
Energy Sparc-le V pulse unit. The Sparc-le V unit allows the
pulse parameters to be varied over the following ranges; fre-
quency: 1–100 kHz, reverse time: 1–10ms, and reverse volt-
age: 10%–20%. The dc supplies were operated in current
regulation mode.

The Sparc-le V unit allows both hard arc and microarc
events to be monitored. Hard arcs are generally considered to
be a discharge which takes place between a region on the
cathode and an earthed surface, whereas microarcs are dis-
charges between different sites on the cathode. While micro-

arcs can normally be tolerated, hard arc events are extremely
detrimental to the deposition process.3,8 Thus, in this study
only the incidence of hard arcs was monitored.

The work performed here was carried out in a Teer Coat-
ings Ltd. UDP 450 closed-field unbalanced magnetron sput-
tering rig, which has been described in detail elsewhere.7,8

Alumina films were deposited by reactive unbalanced mag-
netron sputtering from a 99.5% pure Al target. In all cases
the base pressure was,231025 mbar, the argon flow rate
was adjusted to give a chamber pressure of 231023 mbar
prior to deposition, and the target current was set to 6 A. The
target was precleaned with the substrates shuttered, but no
sputter cleaning of the substrates themselves was carried out.
In fact, the substrate holder was allowed to float electrically
throughout. The flow of reactive gas was controlled by an
optical emissions monitoring~OEM! system tuned to the 396
nm line in the Al emission spectrum. An OEM turn-down
signal of 25% was used for all depositions, i.e., reactive gas
was allowed into the chamber until the OEM signal had
fallen to 25% of the initial 100% metal signal. A feedback
loop then maintained the OEM signal at this value for the
duration of the deposition run, which was typically 90 min.
Previous experience had shown that such conditions would
produce stoichiometric Al2O3 films.8

Figure 3 shows the characteristic hysteresis behavior of
this system as the oxygen flow rate is varied. As the oxygen
flow is increased initially, the target voltage rises slightly.
Operating in this ‘‘metallic’’ regime could result in the for-
mation of a substoichiometric aluminum oxide film. At a
flow rate of approximately 13 sccm of oxygen, the target
poisons rapidly and the negative target voltage falls from 395
to 250 V. The target then remains poisoned until the O2 flow
rate is reduced to,4 sccm. Operating in the ‘‘poisoned’’
regime would produce stoichiometric films, but at very much
reduced deposition rates. The OEM system allows control to
be maintained at any point on the hysteresis curve. Figure 4
shows the relationship between target voltage and the OEM
setting, expressed as a percentage of the 100% metal signal.
As can be seen, operating at a turn-down signal of 25%

FIG 2 Oscilloscope trace of the target voltage wave form when operating in
asymmetricbipolar pulsed mode at 100 kHz~80% duty and 20% reverse
voltage!

FIG 1 Schematic representation of the target voltage wave form during
asymmetricbipolar pulsed sputtering~pulse frequency5100 kHz, reverse
time52 ms, duty580%, and reverse voltage520%!
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maintains the target between the metallic and poisoned re-
gimes in a ‘‘partially poisoned’’ mode. This allows stoichio-
metric Al2O3 films to be deposited at acceptable rates.

The first stage of this investigation was to deposit a series
of alumina films under systematically varied conditions us-
ing the Pinnacle/Sparc-le V combination referred to above.
For each run, the total number of hard arcs detected by the
Sparc-le V was recorded. The film properties were then in-
vestigated, and the effectiveness of the deposition conditions
at arc suppression was considered. The Taguchi method23

was used to design this experiment. This method utilizes
fractional factorial arrays which are designed to optimize the
amount of information obtained from a limited number of
experiments, and, as such, it is a very efficient experimental
technique. The Taguchi L9 array was selected, which allows
up to four factors to be varied at three levels, although only
three factors were actually used. The factors chosen were

pulse frequency~at levels 20, 35, and 50 kHz!, reverse time
~1, 5, and 10ms!, and reverse voltage~10%, 15%, and 20%
of the nominal sputtering voltage!. This range of frequencies
was chosen because the Sparc-le V limits the maximum re-
verse time which can be selected at frequencies greater than
50 kHz. Higher frequencies were explored in a second array.
The initial experimental array is summarized in Table I.

The alumina films were deposited onto precleaned glass
substrates which were subsequently sectioned for analytical
purposes. The coating structures were examined by scanning
electron microscopy~SEM!, with the thickness of each coat-
ing being measured from fracture section micrographs.
Deposition rates were then calculated from these measure-
ments. The composition of the coatings was determined us-
ing a JEOL JXA-50A microanalyzer equipped with WDAX.
A high-purity aluminum standard was used in the analysis,
with oxygen content being determined by difference. X-ray
analyses were carried out using a Philips system, operating
in u–2u mode ~CuKa radiation!, and the resistivity of the
coatings was measured using a four-point probe.

Following this, a second array of experiments was carried
out. In this case, coatings were deposited over an extended
range of pulse frequencies, up to 100 kHz. Also, the MDX
magnetron driver was used as the dc supply to allow com-
parison with the Pinnacle unit. Deposition runs were re-
peated under, otherwise, identical conditions, but at different
levels of duty factor. Care was taken between runs to sputter
clean the target, such that all runs started with the target in a
similar condition. Run times were varied to ensure that the
total pulse-on time was consistent, i.e., the total sputtering
time was constant. The reverse voltage was fixed at 20% of
the nominal sputtering voltage. The number of hard arcs dis-
played by the Sparc-le V was recorded at regular intervals,
both to monitor the onset of arcing, and to give the total
cumulative number of arc events for each set of conditions.
The coating structures and properties were investigated as for
the preceding array.

III. RESULTS

The deposition rates and total number of hard arcs re-
corded during each of the Taguchi array runs are listed in
Table II. The deposition rates have been normalized to target
current to give the rate per minute, per A. The maximum

FIG 3 Hysteresis behavior displayed during reactive sputtering of alumina

FIG 4 Relationship between optical emission~OEM! signal and target volt-
age during reactive sputtering of alumina

TABLE I Experimental Taguchi L9 array for the investigation of alumina
films

Run
No

Pulse frequency
~kHz!

Reverse time
~ms!

Reverse voltage
~%!

1 20 1 10
2 20 5 15
3 20 10 20
4 35 1 15
5 35 5 20
6 35 10 10
7 50 1 20
8 50 5 10
9 50 10 15
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number of arcs which can be displayed by the counter on the
Sparc-le V is 10 000. Where this value was reached before
the end of a run, a value of.10 000 has been inserted in
Table II. Also listed in Table II are the duty factors for each
run, arising from the array settings of pulse frequency and
reverse time. Statistical analyses were carried out on these
data using a software package from the American Supplier
Institute, entitledANOVA-TM . This package was used to com-
pute the level averages using deposition rate and number of
hard arcs as response variables, i.e., to compute the average
response of each variable at each level of each factor. The
results of these analyses are shown graphically in Figs. 5 and
7, respectively. It appears from Fig. 5 that reverse time and
reverse voltage both have significant, but opposite influ-
ences, on deposition rate. In the case of reverse time, this is
simply because, as this factor is increased, so the pulse-off
time becomes a greater proportion of the total pulse cycle,
i.e., the duty factor is reduced and sputtering takes place for
a lesser proportion of each cycle. This is illustrated in Fig. 6,
which shows the positive correlation between the duty factor
and normalized deposition rate~correlation coefficient,r

50.77!. Thus, it could be argued that, of the variables inves-
tigated, reverse voltage actually has the most significant in-
fluence on deposition rate. As reverse voltage is increased
from 10% to 20%, the level average for the normalized depo-
sition rate increases from 5.6 to 8.3 nm/min/A, a factor of
approximately 1.5 times.

The Taguchi analysis using the total number of hard arcs
detected as the response variable is shown in Fig. 7. Rather
surprisingly, pulse frequency and reverse voltage do not ap-
pear to influence the response variable, whereas the level
average for reverse time varies from 10 000 to virtually zero
as this parameter is increased from 1 to 10ms. Clearly, vary-
ing the reverse, or pulse-off time can have a very significant

TABLE II Taguchi L9 array data table

Run
No

Duty factor,
%

No of hard arcs
recorded

Coating thickness
~mm!

Normalized dep’n
rate ~nm/min/A!

1 98 .10 000 4 5 10 0
2 90 1823 3 0 9 3
3 80 5 1 4 4 6
4 96 5 .10 000 2 0 6 5
5 82 5 492 4 0 8 8
6 65 0 0 75 2 3
7 95 .10 000 3 75 11 6
8 75 2754 1 4 4 6
9 50 0 1 8 4 0

FIG 5 Taguchi analysis of alumina films, using the normalized deposition
rateas the response variable

FIG 6 Relationship between the duty factor and normalized deposition rate
for reactive pulsed sputtered alumina films

FIG 7 Taguchi analysis of alumina films, using the total number of hard
arcsdetected as the response variable
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effect on the occurrence of arc events. Again, though, vary-
ing the reverse time has the effect of varying the duty factor.
Figure 8, therefore, shows the relationship between the duty
factor and the number of arc events recorded for the Taguchi
array runs. At duty factors of 95% and higher, greater than
10 000 hard arc events were recorded, independent of the
pulse frequency and reverse voltage selected. At lower duty
factors the number of arc events decreases exponentially un-
til at 65% and below zero arcs were recorded. At intermedi-
ate duty factors, arc events were reduced substantially, but
not eliminated. There is some scatter in these data; at a duty
factor of 75% the arc count was unexpectedly high compared
to the counts at 80% and 82.5% duty. Reference to Table I
reveals that in the former case the reverse voltage was set at
10% of the nominal sputtering voltage, whereas in the latter
case it was set to 20%. It may, perhaps, be the case that
reverse voltage exerts a second-order influence on the occur-
rence of arcs. This suggestion is merely speculative at this
stage. Finally, in these analyses the anticipated interaction
between pulse frequency and reverse time was not observed.
This may well have been due to the limited range of pulse
frequencies investigated.

When the films themselves were examined, very little
run-to-run variation was observed. By way of example, Fig.
9 is a SEM micrograph of the fracture section of array coat-
ing run 1. In this case, as in all other cases, the coatings were
fully dense and defect free, with glass-like featureless struc-
tures. Compositional analysis, x-ray diffraction, and four-
point probe measurements also showed a consistent pattern.
In all cases, within the accuracy of the equipment, the com-
positions were found to be stoichiometric Al2O3 . X-ray
analysis indicated that these coatings were amorphous. This
would be expected, as their deposition temperatures did not
exceed 250 °C. Finally, four-point probe measurements con-
firmed that the coatings were highly insulating. All resistivity

readings exceeded 20 MVcm, which is the maximum value
that could be measured by the probe.

To investigate further the parameters influencing arcing,
the second array, described earlier, was carried out. Table III
lists the pulse frequencies, reverse times, and duty factors
investigated~the reverse voltage was set to 20% throughout!.
Also included in Table III is the total number of hard arcs
displayed by the Sparc-le V at the conclusion of the deposi-
tion run. The arc count was also monitored at regular inter-
vals during each run. Figure 10 shows the incidence of arc
events during a series of runs carried out at 60 kHz pulse
frequency. In these runs, the reverse times were varied from
2 to 6ms, giving duty factors ranging from 88% to 64%. It is
again clear from Fig. 10 that there is a strong relationship
between the duty factor and the occurrence of hard arcs. As
the duty factor is lowered, the incidence of arcing is signifi-
cantly reduced. Indeed, at 64% duty, hard arc events were
completely suppressed for the duration of the deposition run.
At other duty factors there was still an initial arc-free period
lasting for several minutes. However, in these cases, charge
accumulation eventually reached the point where breakdown
occurred. Beyond this point the incidence of arcing increased
at an exponential rate.

FIG 8 Relationship between the duty factor and the number of hard arcs
detectedduring the deposition of the Taguchi array alumina films

FIG 9 SEM micrograph of the fracture section of an alumina film deposited
on a glass substrate: Taguchi array run 1

TABLE III Run conditions and hard arc counts for second alumina array

Run
No

Pulse frequency
~kHz!

Reverse time
~ms!

Duty factor
~%!

Total hard arcs
detected

1 60 6 64 0
2 60 4 76 37
3 60 3 82 385
4 60 2 87 5 5784
5 20 5 90 1545
6 35 5 82 5 492
7 70 4 72 497
8 80 2 84 3998
9 100 2 80 1041
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Overall, the arc counts for the second array were gener-
ally lower than those for the Taguchi array. While there may
be a number of reasons for this, the second array runs were
all carried out at a reverse voltage of 20%. This may, again,
be weak evidence that reverse voltage can influence arc sup-
pression.

To confirm that the events recorded by the Sparc-le V unit
were indeed arcs, and not merely artifacts of the arc-counting
circuitry, the target voltage wave forms were investigated
using an oscilloscope. By triggering the oscilloscope on tar-
get current, it was possible to capture actual arc events. Fig-
ure 11 shows a typical example. At the onset of the arc event,
the discharge voltage collapses and the current rises signifi-
cantly. In this example, it is at least two pulse cycles before
the discharge is reestablished.

Coating structures and properties were investigated for
the second array coatings, as for the initial array. Again, all
coatings were x-ray amorphous with stoichiometric alumina
compositions. An example of the structures of these coatings
is given in Fig. 12, which shows a SEM micrograph of the
fracture section of the coating deposited at 80 kHz~duty
584%!. Interestingly, the high number of arcs recorded dur-
ing the deposition of each of these coatings does not seem to
have had a detrimental effect on the structures, which still
appear fully dense and defect free. Once again though, fur-
ther analysis of these films is planned.

IV. DISCUSSION

A number of interesting points have emerged from this
investigation. The first Taguchi array demonstrated that over

the range tested pulse frequency alone does not significantly
influence deposition rate, or the incidence of hard arcs during
the deposition of alumina films. The point has already been
made that a greater interaction with other parameters might,
perhaps, be expected if the range of frequencies was ex-
tended. In the case of deposition rate, reverse voltage is the
critical factor at any given duty factor. It has been
suggested12 that this may be a result of preferential target
cleaning arising from the bipolar nature of the target voltage.
At the end of each pulse-off period the target voltage is re-
versed. At that instant, ions in the vicinity of the target will
be accelerated by the normal negative sputtering voltage,
plus the positive pulse-off voltage. Thus, at the beginning of
each pulse-on period there will be a flux of ions incident at
the target with a higher than average energy. Such a flux
would preferentially sputter clean poisoned regions of the

FIG 10 Influence of the duty factor on the incidence of hard arc events
during reactive pulsed sputtering of alumina films~pulse frequency560
kHz!

FIG 11 Oscilloscope trace of the target voltage wave form capturing an arc
eventduring pulsed reactive sputtering of alumina films~pulse frequency
5100 kHz and duty580%!

FIG 12 SEM micrograph of an alumina film deposited onto a glass sub-
strateat 80 kHz pulse frequency and 84% duty
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target. Since the sputtering rate from a metallic target is
higher than the rate from a poisoned target, this would have
the effect of raising the deposition rate. Clearly, the effec-
tiveness of the target cleaning would be increased as the
magnitude of the reverse voltage is increased, giving rise to
the trend observed here. Further studies, including the use of
a time-resolved Langmuir probe, are planned to investigate
this in more detail.

Both arrays have demonstrated the very strong depen-
dence of hard arc events on the duty factor selected. It ap-
pears, therefore, that it would be more appropriate to con-
sider a critical duty factor for arc-free operation, rather than
a critical frequency~accepting, again, the limited range of
frequencies tested!. From these experiments, a duty factor of
70% or lower is necessary, independent of pulse frequency,
if arc suppression throughout the duration of a deposition run
is the prime concern. The second array did show that limited
periods of arc-free operation can be achieved at higher duty
factors. This finding is in agreement with Belkind, Freilich,
and Scholl,9,10 who also obtained arc-free reactive sputtering
of alumina for short time periods at duties greater than 90%.
However, this study indicated that such conditions do not
remain arc free and that breakdown soon occurs. Once this
has happened, the incidence of arcing then increases at an
exponential rate. The scatter observed in the data presented
here probably reflects the difficulty in replicating target con-
ditions at the beginning of each run. The target condition is
certainly an important, but currently unquantified, factor. Fi-
nally, on this subject, and underlining the comments made
about the target condition, there may also be some evidence
to suggest that increasing the reverse voltage can be benefi-
cial in reducing arcing. In a manner analogous to the influ-
ence of reverse voltage on deposition rate, the mechanism for
this may again be preferential cleaning of the poisoned re-
gions of the target at the beginning of each pulse-on period.
This is somewhat speculative at this stage, and any actual
effect is very much second order, compared to the duty fac-
tor.

The other surprising point to come out of this work is the
apparent insensitivity of the coating structures and properties
to the incidence of arcing. The alumina films showed a great
deal of similarity at the relatively superficial level of exami-
nation used here. All coatings were x-ray amorphous with
stoichiometric Al2O3 compositions. All structures were fully
dense and defect free. More sophisticated analysis of these
films is planned for the future, including nanohardness mea-
surements and surface roughness measurements.

To summarize the findings of this work, high-quality alu-
mina films can be deposited by pulsed reactive magnetron
sputtering over a broad range of conditions. No significant
differences in performance were observed between the two
dc magnetron drivers used. The optimum conditions to
achieve hard arc-free operation throughout the course of a
deposition run, using the power delivery systems and depo-
sition conditions employed here, and for pulse frequencies in
the range 20–100 kHz, are to select a duty factor of 70%,
with the reverse voltage set to 20%.

V. CONCLUSIONS

High-quality defect-free alumina films have been depos-
ited by pulsed reactive magnetron sputtering over a broad
range of conditions. A systematic study of the deposition
conditions demonstrated that the incidence of hard arcs is
largely controlled by the duty factor selected, and is indepen-
dent of pulse frequency~over the range tested!. It is more
appropriate, therefore, to consider the concept of a critical
duty factor for arc-free operation, rather than a critical fre-
quency. This study indicates that for the deposition of alu-
mina films a duty factor of 70% or lower is necessary for
medium-term ~i.e., several hours!arc-free operation. The
deposition rate also appeared to be independent of pulse fre-
quency, but to increase with reverse voltage at any given
duty factor.

1M Scherer, J Schmitt, R Latz, and M Schanz, J Vac Sci Technol A
10, 1772~1992!

2P Frach, U Heisig, C Gottfried, and H Walde, Surf Coat Technol59,
177 ~1993!

3S Schiller, K Goedicke, J Reschke, V Kirkhoff, S Schneider, and F
Milde, Surf Coat Technol61, 331~1993!

4D A Glocker, J Vac Sci Technol A11, 2989~1993!
5B Stauder, F Perry, and C Frantz, Surf Coat Technol74-75, 320
~1995!

6W D Sproul, M E Graham, M S Wong, S Lopez, D Li, and R A
Scholl, J Vac Sci Technol A13, 1188~1995!

7P J Kelly, O A Abu-Zeid, R D Arnell, and J Tong, Surf Coat
Technol 86-87, 28 ~1996!

8P J Kelly and R D Arnell, J Vac Sci Technol A17, 945 ~1999!
9A Belkind, A Freilich, and R A Scholl, Surf Coat Technol108-109,
558 ~1998!

10A Belkind, A Freilich, and R A Scholl, J Vac Sci Technol A17,
1934 ~1999!

11W D Sproul, Vacuum51, 641~1998!
12J C Sellers, Surf Coat Technol98, 1245 ~1998!
13P J Kelly and R D Arnell, Vacuum56, 159~2000!
14G Roche and L Mahoney, Vacuum Solutions12, 11 ~1999!
15M S Wong, W J Chia, P Yashar, J M Schneider, W D Sproul, and S

A Barnett, Surf Coat Technol86-87, 381~1996!
16K Koski, J Holsa, and P Juliet, Surf Coat Technol116-119, 716

~1999!
17K Koski, J Holsa, and P Juliet, Surf Coat Technol120-121, 303

~1999!
18G Brauer, J Szczyrbowski, G Teschner, Surf Coat Technol94-95, 658

~1997!
19G Brauer, M Ruske, J Szczyrbowski, G Teschner, and A Zmelty,

Vacuum51, 655~1998!
20J M Schneider and W D Sproul, inHandbook of Thin Film Process

Technology: 98/1 Reactive Sputtering, edited by W D Westwood~IOP,
Bristol, 1998!

21D Carter, G McDonough, L Mahoney, G A Roche, and H Walde,
AVS 46th International Symposium, Seattle, Washington, 25–29 October
~1999! ~unpublished!

22P J Kelly, P S Henderson, R D Arnell, G A Roche, and D Carter,
AVS 46th International Symposium, Seattle, Washington, 25–29 October
~1999! ~unpublished!

23R Roy,A Primer on the Taguchi Method~Van Nostrand Reinhold, New
York, 1990!

2896 Kelly et al. : Reactive pulsed magnetron sputtering process 2896

J. Vac. Sci. Technol. A, Vol. 18, No. 6, Nov ÕDec 2000

Page 8 of 8 
Appendix 1059

Page 284 of 304



Appendix 1059-A 

Page 285 of 304

Appendix 1059-A



Page 1 of 14 
Appendix 1059-A

Page 286 of 304

l l

Journal of _ JVST A
Vacuum Science .

& Technology A izlxbgsbzzzssgsm

Vacuum, Surfaces,
and Films

Review Article: Plasma deposition of optical

films and coatings: A review

by Ludvik Martinu and Daniel Poitras

Review Article: Search for improved transparent

conducting oxides: A fundamental investigation
of CdO, Cd28n04, and Zn28n04

by T. J. Coutts et al.

An oflICIal Journal of the American Vacuum Society
Published by the 800th through the American Institute of Physvcs

 
Page 1 of 14

Appendix 1059-A

Page 286 of304



Page 2 of 14 
Appendix 1059-A

Page 287 of 304

AGN-s new Toggle Clamp ' - '
desngn combines strength and speed produc-
mg a superior clamp for the vacuum Industry.
Machined out of aluminum bar stock. not duecast.
the A8N Toggle clamp has three umes the tensxle
suength of standard lndUSU‘Y clamps, Because of ms
strength. the clamp maintains vacuum Integrity even when vpresented wnth extreme wenght or fome The speed and
ease of the closnng mechanism save tame and eliminate
vanables In closmg torque. producung precuse 28" cmng
compressnon for opurnel sealing and extended o—nng Me

For use With OF [ISGKF] vacuum components
Fast and easy onestep closure
Increased Iongewty
Proven to withstand a catastrophic blowout
EI/m/nates the need for an over—pressure ring
Locking pm to prevent acoldental opening High Vacuum

Components

..the next evolutionary step in ' . , SIDCC‘ 1965
High Vacuum components. , ‘- -..-__

THE AGN TOGGLE CLAMP

A8”

GDBPURATIU .
5%1'32! 1-800-FLANEE1

an VISIT us 0mm: AT mancarp.cam

ORDER TODAY RECEIVE TOMORROW

 
Page 2 of 14

Appendix 1059-A

Page 287 of304



Page 3 of 14 
Appendix 1059-A

Page 288 of 304

 
Page 3 of 14

Journal of Vacuum Science JVST A ISSN= .

& Technology A

Vacuum, Surfaces, and Films

 
 
 

'6' oi " NonhCuciheSmeUnivemiiy Amer n"
m ' .Teiephcne:(919)515-3468 ' Vacuum

wmmvm soclety \WWKW.
JournciclVeclunSciencede .Cclechx139M,1oPerkPhn31-.M.
Rea-MT MN027709.T :(919)361-278 end(919)381-2342; .
Fax: (919) 361- 878; E-rnnl: Memory Offl
mum:

S's' (2N1Enuw0mvereionoeviceeJ a'nuolgavgom) “Margy! o '. . no . .

D.Goccmen(2080)TemA&MUniv. summawumom “'E'W'W'MHillel-0M )UnivolNonhTexu ‘ 3:. _
saw-w

WWMW JVIililun J mum Poet-PresidentBM manhm Rom ranflcNomm
mamucwomo Momma. 'BMTJWMMPhliipYeeinniei

Joann 2001Univof T.IayIfSendINa1iLabe MEM-
J M "WNW D.Ilollee(2ooo)l.ucemaeilube Univemiiycilfinoie
Len-idem. N WMQOOQWTWIKuehnIN Unlvolllhoie EA. (2001)iowaSmeUniv JohnWCeNme

Univ olCA.Beikeiey
madman-tun: Edict“ .DebonhMci-ionedme Rel.

wmwmmmmm;mmmm "rJolnneMchdden

mmuvwmleAhmdxmmmum.MerleMey/ mm...
Jun. Jul/(N )wm wmdmw Scdetgyw3)wmdmmnlgefimdPhysics . «Malinda! received rnembets . devoted
nmammwmmmwsnmmmw evehicieiot mam-w
mmmmwmmmmwmmmmmmm Univeteiiyoil-‘iofldeWWW W MWMM .mdais
wmmmm. .andihe sumasmmmm
wwmm maiwli me cicenvemmceemdsympoeielimmepon— ma.m' PadflcNoflhwedNeficmi

Mitaowmmgdwomamdemmmarw.m:mmzaCale! x3994Reeeench WMMWZHW'WI W Cll GIII
tome 51111::A iovihei mm Huge “mm Amm nced Devices. e a

med‘iniangiionicr Honing; hmmgndeeciwcuneeimm Sunniseicnde M“ Micromaxim cmpreeenie mmmflymmmymm
mmmmwaammmmmmmnma How-11W
WWWMMWWMWMWWMNEMW io LLNL

MW mummglgflnflnead ‘T Wis ind:was a . necessary

“1 wwmmmwmmsmmmmm reeeamhreeunsuwiceiyee mugwpcesbie.Fu erflmmybeWhnAiP. I StateUn
mmrommmdmmmmammmwmmmmoi
pumnmmmdemdmmuwummhmmmemmm Dotoh‘l’
amperpeaeouiihe mflnum).Thecheme(flmred)enflfleemeeumcticiooheelepm.For m
EmWWMbflOmimmmm MCNC
mmwmmmrmnspmmmm vyior

mwwewbamm.roramum.m eubfliitmuiiivmdil eaanovie
Mandolin. mmflee).cclornguadmhbi&e.mmel ”:1“:me
WmMmmW’ ”M "“‘m ' w“ ""“""“°" """" ' JVST
mummmb. mrequeeiivcmAlP’emmthlvision.sim1N01.2Hunungicn Iucomlqy mmaar
W. m. NY 11747-4502m: (516) 576-2440. Fax: (516) 576-2481. E-mail: a' 'mounomummonmm mmummmm. Nomcmsmo
mammdmmmummmmamm.mum“inflected mnemFeeOodeiorlflepwiiceflcnnccopyanidee IheueepemmedbySeciione

07-06108 meU.s.ccognLew.pvwidedihecopylvaAieeei$1 ccpypermicieiepeidiciheWWW. women-mm. 01923. WWWW AVS MombanhlpMMWMWWNWWWWJMMMM lmm I).
mmmuommomoooumo. III Ii may
Wmmmwmfloanflfiem.mmmmwmfimeiecuenic ctdieirbuiicnmm icnn.lneleuchcceee. written
ircmAlP . republication any specific pemussion Angel-Mulligan

mmwmwommbmwmmmmmmuzww ACVSWWW
mom m. orepdmnflwredabimoloiheremmfim consent one them 120Wel
mmm:wmmqmmmomooammpmmm.smmon2 mvmuvwoos

WQueer-nae. Melvlie. NY 11747-4502: Teiephcne: (516) 57&2268: Fax: (516) 576-2450: imemet: (2‘2) 248-0200m flb-W- angulanmum.om
WOWWVMMM.MMW wwwecwrnmg

 
__._-. ..- .

Appendix 1059-A

Page 288 of304



Page 4 of 14 
Appendix 1059-A

Page 289 of 304

 

 
_ ournal of
Vacuum Science

.& Technology A

1N01.2ummomanuo.m.m unusuamm
reusere:US$635.POSTMASTER:SendeddmeclurgedtoJoumalol
VauunSduIcadTedirobgyASUCKincJOOOGrMRoflJMrohu.
Kim.PedodcdspoetegepddelThorofare.NJ00m,endsteddfimcl
mum.

WhmMndcaannSocbtyMflesSfljomm-
wwwmwmeWWdVafimm&
TWA.

U.S.A. Central A
and S. America Europe. Asia.

Poss 6 Cambeen Africa 6 Oceanla'

JVSTA' $635 8668 $691
JVSTA‘ $960 3990 Slow
JVST A and B' 3900 $1024 $1070
JVST A and 8' $660 sow $900
JVSTAandB‘ $1066 31150 was

Wm:mmmzsrss:mnzooowm:sros.

J.Vlc.8¢f.T60hrtoi.A.Vol.18.No.6.Nov/Decm

"Vacuum, Surfaces, and Films
Review Articles

Plasma deposition of optical films and coetinge: A review

JVST A

Second Series

Volume 18, Number 6
Nov/Dec 2000

 

Ludvik Martinu and Daniel Poitras ....................................................................... 2619

Search for Improved transparent conducting oxides: A fundamental investigation of Odo. Od,SnO.,
end W.

T. J. Coulis. D. L. Young. X. Li. W. P. Mulligan, and x. Wu ................................................ 2646

Articles

Ischanlsms for CF, radical generation and loss on surfaces In fluorocarbon plumes
De Zhang and Mark J. Kushner ......................................................................... 2661

Transient plasma-induced emission analysis of Ioser-desorbed species during Cl: plasma etching of Si
Jae Young Choe. N. c. M. Fuller. Vincent M. Donneliy. and Irving P. Herman ................................ 2666

Surface loss coefficients of CF, and F radicals on stainless steel
Harmeet Singh. J. w. Cobum. and David B. Graves....................................................... 2660

ion and substrate effects on surface reections of CF, using 63F” fan/fig, and hexafiuoropropyiene
oxide piesmas

Carmen I. Butoi. Neil M. Mackie. Keri L. Williams. Nathan E. Coops. and Ellen R. Fisher ...................... 2685
Carbon deposition by electron beam cracking of hydrocarbons on Tm thin film phoephors

Caroline A. Kondoieon. Philip Flack. Eric Lambers. and Paul Holloway....................................... 2696

Change In eurfece roughneee with the thickness of 110, film grown on Mg0(001) by Ar-Ion beam
sputtering

Takeshi Uchitani and Kunlsuke Maid..................................................................... 2706

(Continued)

deemnSdenoe‘TedmdogyA(iS$N:073€-2101)ismblehedeh W renewals. and address chsngss m be addressed to
tummrm.uar/Apr.mylm.mmsmmwyw Wworm SLACK. inc, mam .mmm.
anricenVaunmSodetymmmemricnnlrmneoiPhyeics,Srm wmmmleesfcixweekssdvemenotice.Foreddmdlmgee

pieeeeecrndbohoidandnewedd'edusmldmpoedbiemwdeeiabdm
thepieeticnnlhgwrepperoferecemiseue.Mieehglcweremnefsmbe
homedalyifmcaivedmheummupwmdelummmior
Womble).

mammmwmuuumummm
cmlnetlhneofPiryeice.CkuleflmmdF\lflmm.SdtefNOI.2Hw
iingion 01mm. MeMie, NY 11747-4502; Telephone: coo-3444902 (0!
5165762230 outside the USA). Fox at 516-349-9704. or E-rnal at
mealporg.

NeprhtemeprhtscenbeorderedMormcomoMyhnuupbeoiso
(m-Mmmdroommwy)muacmmwmm
Repriru. Sub 1N01. 2 HumhgbnW.M. NV117474502:F61:
516-349-9704: Telephone:m(U.S. and Cam) or 5‘6576-223).

Docrunerrtneiivery:copieeoimnelemciescanbaorderedioronin
deliveryhomoocrmtsm,AlP‘sodhedoc\mnMdeiiverydervice
(my/cicaiporgidocunenmorel).

mmzdemnmaTmAhmonm
mwummmummmwmmw
aofin.DiacImqussteioNP.0icuebonendFflilhrem/Shfle60py$eies.
SublNOi.2i-imfhgton0mdmie.MeMle.NVff7474502.Fex:516-349-
9704; Telephone: W(U.S.md0medl)or5f6-576-22m.

OnlneAccusszaarnloIVemnsoermendTeoMoiagyMuvaiiebie
oniheloAVSmunbenetnoedduoneiciwziordetalhpieaeeeseMthI
Nominate]. Abefrlcteofburnelafliciesare avalabiefrom AlP'e SPIN
WebService(htmflohs.ab.oryaoirmeb/).

 
Page 4 of 14

Appendix 1059-A

Page 289 of304



Page 5 of 14 
Appendix 1059-A

Page 290 of 304

Page 5 of 14

A conductance model (approach) for kinetic studies: The TI-Te-Si system
Joshua Pelieg and L Rubinovich ........................................................................ 2708

Microwave plasma nltrldlng of a low-alloy steel
D. Hovorka, J. Vléek. R. Cerstvy. J. Musii. P. Bélsky, M. Fluiiéka, and Jeon G. Han........................... 2715

Measurement of beamgas scattering lifetime In Pohang light source
C. D. Park. T.-Y. Lee. I. H. Bee. and S. M. Chung......................................................... 2722

Estimation of the TEOS dissociation coefficient by electron impact
C. Vallée. A. Rhaiiabl. A. Granier. A. Gouilet. and G. Turban ............................................... 2728

Studies on plasma-nitrided Iron by scanning electron microscopy, glancing angle x-ray diffraction.
and x-ray photoelectron spectroscopy

Eduardo J. Miola, Sylvie D. de Souza. Pedro A. P. Nascente. Maristela Olzon-Dionysio, Carlos A. Olivieri,
and Dirceu Spinelli .................................................................................... 2738

Scanning tunneling microscopy study of the ErlGe(111) c(2x8) interface
S. Pelletjer. E. Ehret. B. Gautier, F. Palmino, and J. C. Labrune ............................................ 2738

Etching of xerogel in high-density fluorocarbon plasmas
T. E. F. M. Standaert, E. A. Joseph. G. s. Oehrlein. A. Jain, W. N. Gill, P. C. Wayner. Jr.. and J. L. Piawsky . . .. 2742

High density plasma oxide etching using nitrogen trifluorlde end acetylene
Laura Pruelte, Simon Karecki. Riiwik Chatterjee. Rafael Reif. Terry Sparks. and Victor Vananien ............... 2749

Reaction layer dynamics in ion-assisted SlIXeF, etching: Temperature dependence
P. G. M. Sebei. L. J. F. Hennans. and H. C. w. Beijerinck ................................................. 2759

Etching chemistry of benaocyciobutene (BCB) low-k dielectric films In 5+0, and CI2+03 high density
plasmas

Steven A. Vitale. Heeyeop Chae. and Herbert H. Sawin.................................................... 2770
Oodeposltion on diamond film surface during reactive ion etching In SF. and O, plasmas

K. Tell. M. Hon. and T. Goto ............................................................................ 2779

ion fluxes and energies In Inductively coupled radio-frequency discharges containing of. and e-c.F.
A. N. Goyette, Yicheng Wang, M. Misakian. and J. K. Oithofi ............................................... 2785

Angular dependence of $10. etching in a fluorocarbon plasma
Byeong~0k Cho, Sung-Wook Hwang. Gyeo-Re Lee. and Sang Heup Moon .................................. 2791

Tantalum etching with a nonthermal atmospheric-pressure plasma
V. J. Tu. J. Y. Jeong. A. Schutze. S. E. Babayan. G. Ding. G. S. Seiwyn. and Ft. F. Hicks ..................... 2798

Control of the radio-frequency wave form at the chuck of an industrial oxide-etch reactor
Lee Berry. Helen Maynard. Paul Miller. Tony Moore. Michael Pendley, Victoria Fiesta. Dennis Sparks.
and Qingyun Yang .................................................................................... m

New very high frequency plasma source using a Tum-mode patch antenna with short pins
Tomohiro Okumura. Takuya Matsui. Hideo Suzuki, and Kazuyuki Sakiyama .................................. 2815

Remote plasma enhanced metalorganlc chemical vapor deposition of TIN
from WHHIMyHmWnIum

Ju-Young Yun. Shi-Woo Rhee. Sanggee Park. and Jae-Gab Lee ........................................... 2m
Effect of hydrogen dilution on the structure of SIOF films prepared by remote plasma enhanced
chemical vapor deposition from SiF.-based plasmas

J. C. Alonso. E. Pichardo. V. Pankov. and A. Ortiz ........................................................ 2827

Properties and the influences on plasma perforrnsnce for the film produced by radio frequency
boronlzatlon

J. Li, Y. P. Zhao. X. Z. Gong, B. N. Wan. X. M. Gu. J. Fl. Luo. S. D. Zheng. C. F. Li, Y. C. Fang. M. Zhen,
X. M. Wang. J. S. Hu. S. F. Li, J. K. Xie. and Y. X. Wan ................................................... 2835

Characterization of step coverage change in ultraviolet-transparent plasma enhanced chemical vapor
deposition silicon nitride flims

J. Biemer. M. Jacob, and H. Schonherr .................................................................. 2843

Epitaxial growth of am using reactive neutrals extracted from the nitrogen Helicon wave plasma
Ki-Sung Kim and Seon-Hyo Kim ........................................................................ 2847

Microetructure of Cu film sputter deposited on 11N
Akira Furuya, Yoshio Ohshita. and Atsuhi Ogura .......................................................... 2854

An anomalous erosion of a rectangular magnetron system
Eiji Shidoli, Maseharu Nemoto, and Takuji Nomura ........................................................ 2858

(Continued)

J. Vic. Sci. Technol. A, Vol. 18, No. 0. Nov/Dec 2/000

Appendix 1059-A

Page 290 of 304



Page 6 of 14 
Appendix 1059-A

Page 291 of 304

 
Page 6 of 14

Photolumlnescence and heteroepltaxy of ZnO on sapphire substrate (0001) green by rf magnetron
sputtering

Kyoung—Kook Kim. Jae-Hoon Song. Hyung-Jin Jung. Won-Kook Chol. Seong-Ju Park. Jong-Han Song.
and Jeong-Yong Lee ..................................................................................

Optical and microstmctural properties of MgF, UV coatings grown by ion beam sputtering process
E. Quesnel. L. Dumas. D. Jacob. and F. Peiro ............................................................

Influence of Pt underlayer on the magnetic and magneto-optical properties of sputtered Comm”.
alloy tiims. and the static recording performance

Z. O. Zou. K. W. Kim. Y. F. Lee. M. Li. and D. F. Shen ....................................................

Residual stress formation in multilayered TlNITaN, coatings during reactive magnetron sputter deposition
M. Nordin, M. Larsson. T. Joelsson. J. Birch. and L. Hultman ...............................................

Reactive pulsed magnetron sputtering process for alumina films
P. J. Kelly. P. S. Henderson. R. D. Ameli. G. A. Roche. and D. Carter. ......................................

Ionization of sputtered materiel in a planar magnetron discharge '
C. Christou and Z. H. Barber ...........................................................................

Reactive deposition of compounds by a cavity-hollow cathode direct current sputtering system
Mehdi H. Kazemeini and Alexander A. Berezin............................ . ...............................

MicroMructure and chemical state of TI._,,Y,N film deposited by motive magnetron sputtering
W. S. Choi. s. K. Hwang. and C. M. Lee ................................................................. 291

Phase development In annealed zlrconia-titanla nanoiamlnates
J. D. DeLoach. J. J. Shibilski. C. R. Crepe. and C. R. Alta .................................................

Study of the double layer WszOg thin tilm
ZaoIi Zhang. Xinhua Du. and Wendong Wang ............................................................

Titanium oxide films on Si(100) deposited by e-beam evaporation
H. K. Jang. S. W. Whangbo. Y. K. Choi. Y. D. Chung, K. Jeong. C. N. Whang. Y. S. Lee. HS Lee. J. Y. Choi.
G. H. Kim, and T. K. Kim ...............................................................................

Monte Carlo modeling of electron beam physical vapor deposition of yttrium
Jing Fan, lain D. Boyd. and Chris Shelton ................................................................

Depth distribution of BI" and Fe+ implanted into polylmlde (cal-Imam),
Ke.Ming Wang. Hui Hu. Fei Lu. Feng Chen. Jiang-Hua Zheng. Xiang-Dong Uu. Ji-Tian Uu. Bo Wu.
and Mu-Bin Huang ........................................... . ........................................

Near-surface chemistry in tie and ZrVFe studied by means of x-ray photoemlssion spectroscopy:
A temperature-dependent study

Jane: Kovac. Oumar Sakho. Paolo Manini. and M. Sancrotti ............................................... 29W

Dependence ot optical properties on structural and compositional parameters in CuGaSe,
R. Diaz. T. Martin. J. M. Merino, M. Leon. and F. Rueda................................................... 2951

Role oi delocaliaed nitrogen In determining the local atomic arrangement and mechanical properties
of amorphous carbon nitride thin films

8. C. Holloway. O. Kraft. D. K. Shuh. W. D. Nix. M. Kelly. P. Pianetta. and S. Hagstrém ....................... 2964
Effect of Mg content In Cu(Mg)ISi0ySI multilayers on the resistivity after annealing In an oxygenambient

Wonhee Lee. Heunglyul Cho, Bumseok Cho. Jiyoung Kim, Yong-suk Kim. Woo-Gwang Jung. Hoon Kwon.
Jinhyung Lee. Chongmu Lee. P. J. Reucroft. and Jaegab Lee .............................................. 2972.

Direct measurement of density-of-states effective mass and scattering parameter In transparent
conducting oxides using second-order transport phenomena ‘

D. L. Young. T. J. Coulis. V. l. Kaydanov. A. S. Gilmore, and W. P. Mulligan ................................. 2979 -
Electrical properties of thin gate dielectric grown by rapid thermal oxidation

J. S. Lee. S. J. Chang. s. C. Sun. S. M. Jang, and M. C. Yu ............................................... 2996

In elfu measurement of thickness dependent electrical resistance of ultrathln Co films on SIOJSI(111)substrate

M. U. Y.-P. Zhao, and G.-c. Wang ...................................................................... 2992 :

Study of chemical vapor deposition diamond film evolution from a nanodiamond precursor by c“
Isotopic labeling and ion Implantation

I. Gouzmen. V. Richter. S. Rotter. and A. Hoffman ........................................................ 2997
Postdeposition annealing ot pulsed laser deposited ON, films

P. Gonzalez, R. Soto. F. Lusquifios, 8. Leon. and M. Perez-Amer........................................... soot

 
  

 

 
 
 

 

 
 

 (Continued)

J. Vac. Sci. Technol. A, Vol. 13. No. 6. NOV/Dy 2000
 

Appendix 1059-A

Page 291 of 304



Page 7 of 14 
Appendix 1059-A

Page 292 of 304

Page 7 of 14

Rapld Communication.

manpoctrallnvuflgatlonofmmnmaphauolapuludplumaolacryllclcld
D. B. Haddow. A. J. Beck. R. M. France. S. Fraser. J. D. Whittle. and R. 0. Short ............................ soon

Em

Erratum: “Eflocu of SCI, addlflon on Ariel, on In lnducflvoly coupled plum-s for load zircon-u
mam otchlng" [J. Vac. Sol. Technol. A 18, 1373 (2000)]

Taa—Hyun An. Joan-Yong Park. Gem-Young Yoom. Ens-Goo Chang. and Chang-ll Kim ....................... 3012

INDEX

Summary of the Physlco and Astronomy Chumm Scum-2000 ....................................... 3014

PAOS Headlngs Uood In the ham Index ................................................................. 3015

Subject Index to Volume 18 ................................................................................ am

Author Indux h Volume 18 .................................................... -. ............................ 3070

Materials Indox to Volumo 18............................ . .................................................. 3127 ,

J. Vac. Sol. Technol. A. VoI. 18. No. 0. Nov/Doc 29”

Appendix 1059-A

Page 292 of 304



Page 8 of 14 
Appendix 1059-A

Page 293 of 304

 
Reactive pulsed magnetron sputtering process for alumina films
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“file pulsed magnetron sputtering (PMS) process is now among the leading techniques for the
deposition of oxide films. In particular, the use of pulsed dc power has transformed the deposition
of dielectric materials. such as alumina. The periodic target voltage reversals during the PMS
process effectively discharge poisoned regions on the target. This significantly reduces the
occurrence of are events at tlle target and stabilizes the deposition process. Many researchers have
now shown that pulsed dc reactive magnetron sputtering can be routinely used to produce fully
dense, defect-free oxide films. Despite the success of the PMS process. few detailed studies have
been carried out on the role played by parameters such as pulse frequency, duty cycle, and reverse
voltage in the deposition process. In this study, therefore. alumina films were deposited by reactive
pulsed dc magnetron sputtering. Operating conditions were systematically varied and the deposition
process monitored throughout. The aim was to investigate the influence of the pulse parameters on
the deposition process. and the interrelationships between the occurrence of arc events and the
parameters chosen. As a result of this investigation. optimum conditions for the production of
high—quality alumina films under hard arc-free conditions were also identified. © 2000 American
Vacuum Society. [$0734.210l(00)04806-5]

I. INTRODUCTION

Since the initial development work in the early l990s."‘
the pulsed magnetron sputtering (PMS) process has become
established as one of the leading techniques for the deposi-
tion of oxide films. In particular. the use of pulsed dc power
has transfon'ned the deposition of dielectric materials. such
as alunlina."3'5’9 Tlle process itself has been well described
in various review articles."°""'4 and no repetition is required
here. It is sufficient to state that pulsed dc reactive magnetron
sputtering offers significant advantages over conventional.
continuous dc processing." If the magnetron discharge is
pulsed in the bipolar mode (see Fig. l) at frequencies. usu-
ally. in the range l0—200 kHz. the periodic target voltage
reversals effectively discharge poisoned regions on the tar-
get. This significantly reduces the occurrence of are events at
the target and stabilizes the deposition process. Many re-
searchers have now shown that pulsed dc reactive magnetron
sputtering can be routinely used to produce fully dense.
defect-free oxide films. All stoichiometries are available?!"8
are events are suppressed,"3'°‘9"$"7 deposition rates can ap-
proach those obtained for metallic filnls.u‘7""'° and in dual-
cathode systems, very long-tenn (>300 h) process stability
is attainablem" As a consequence. very significant im-
provements have been observed in the structure.”'8
hardness." and optical properties“3 of PMS alumina fillrls.
compared to do sputtered films.

The target voltage wave form during asymmetric bipolar
pulsed dc sputtering is shown schematically in Fig. 1. Refer-
ring to Fig. l. the critical parameters which make up the

”Elecuonic mail: p.kelly0ulford.ac.uk

wave form are the pulse frequency. duty factor, and rev: we
voltage. Duty factor is the relative proportion of the pi ‘\e
cycle made up of the “pulse—on" period. when the tar""l
voltage is negative and sputtering is occurring. The reverse
voltage is the nominal positive target voltage achieved dur-
ing the “pulse-off” period. often expressed as a percentage
of the mean-negative voltage during the pulse—on period. 'I he
schematic wave form in Fig. I shows a pulse frequency of
100 kHz. with a duty factor of 80%. and the reverse Voltage
set at 20% of the pulse-on voltage. In practice. this “squaL "
wave form is not achieved due to the inherent characteristics

of the plasma and the power delivery system. with both posi-
tive and negative voltage overshoots being observed.20 These
artifacts can be clearly seen in Fig. 2. an oscilloscope trace of
the target voltage wave form obtained when actually operat-
ing under the conditions defined previously.

Reference has already been made to the many exampics
in the literature of the success of the PMS process. Howettr.
as yet. few detailed studies have been published on the n46
played by the pulse parameters in the deposition proccw‘.
Belkind, Freilich. and Scholl.°-'° derived an expressit‘fl
showing that the critical pulse frequency for arc-free opcm‘
tion depends on the discharge cun'ent and the pulse—off time.
Although not explicitly stated. their study indicates that. for a
given discharge current. the duty factor is actually the mosl
critical parameter in establishing arc-free conditions. Also-
these studies did not consider time-dependent effects. since
are counting was only can-led out for 3 nlin per run. in situ-
ations where. during each pulse-off cycle. the parameters <2"
lected only partially discharge the poisoned regions on the
target. a residual charge will accumulate until. eventuallv-

2800 J. Vac. Sol. Yochnol. A 18(0). Nov/Dec 2000 0734-21 otrzooonsteymomsr 7.00 02000 American Vacuum Society 2890
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v bipolar pulsed sputtering (pulse frequency=lm kHz. reverse
1 as. duly=80%. and reverse voltage=ZO%).

‘3: occurs. Thus, conditions which appear to prevent arc-

-. J the beginning of a deposition run can prove ineffective
I . run progresses.

, this study. alumina films were deposited by reactive
2. dc magnetron sputtering. Operating conditions were
‘ : 'cally varied and the deposition process monitored

{.1 ~ t. The aim was to investigate the influence of the
3 ' parameters. such as pulse frequency. duty factor. and
i .- voltage, and the intenelationships between the occur-
'f of are events and the parameters chosen. As a result of
: vestigation. optimum conditions for the production of

. . commercial interest generated by the PMS process

.led to the development of new power delivery systems.
include ac supplies. single— and dual-channel pulsed

rm lies. and pulse units which can be connected in series
the output from standard dc magnetron drivers. This

,' le concentrates on the use of this latter type of system. in
i . the magnetron discharge could be pulsed over the fre-
~‘u y range l—l00 kHz. Parallel studies are also being

. of the latest generation of pulsed dc supply which ex-
‘ the maximum pulse frequency up to 350 kHz?”2

dc power supplies used in this study were the Ad-

l0%—20%. The dc supplies were operated in current
_‘. ation mode.
? l Spare-le V unit allows both hard are and microarc
lg . ts to be monitored. Hard arcs are generally considered to

discharge which takes place between a region on the
and an earthed surface. whereas microarcs are dis-
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Pro. 2. Oscilloscope trace of the target voltage wave form when operating in
asymmetric bipolar pulsed mode at It!) kHz (80% duty and 20% reverse
voltage).

arcs can normally be tolerated. hard are events are extremely
detrimental to the deposition process}8 Thus. in this study
only the incidence of hard arcs was monitored.

The work performed here was carried out in a Teer Coat-
ings Ltd. UDP 450 closed-field unbalanced magnetron sput-
tering rig. which has been described in detail elsewhere.”
Alutnina films were deposited by reactive unbalanced mag-
netron sputtering from a 99.5% pure Al target. In all cases
the base pressure was <2X10" mbar. the argon flow rate
was adjusted to give a chamber pressure of 2x l0‘3 mbar
prior to deposition. and the target cunent was set to 6 A. The
target was precleaned with the substrates shuttered. but no
sputter cleaning of the substrates themselves was carried out.
In fact. the substrate holder was allowed to float electrically
throughout. The flow of reactive gas was controlled by an
optical emissions monitoring (OEM) system tuned to the 396
nm line in the Al emission spectrum. An OEM tum-down
signal of 25% was used for all depositions. i.e.. reactive gas
was allowed into the chamber until the OEM signal had
fallen to 25% of the initial l00% metal signal. A feedback
loop then maintained the OEM signal at this value for the
duration of the deposition mn. which was typically 90 min.
Previous experience had shown that such conditions would
produce stoichiomeuic A120, films.“

Figure 3 shows the characteristic hysteresis behavior of
this system as the oxygen flow rate is varied. As the oxygen
flow is increased initially. the target voltage rises slightly.
Operating in this "metallic" regime could result in the for-
mation of a substoichiometric aluminum oxide film. At a

flow rate of approximately 13 sccm of oxygen. the target
poisons rapidly and the negative target voltage falls from 395
to 250 V. The target then remains poisoned until the 0; flow
rate is reduced to <4 sccm. Operating in the “poisoned"
regime would produce stoichiomeuic films. but at very much
reduced deposition rates. The OEM system allows control to
be maintained at any point on the hysteresis curve. Figure 4
shows the relationship between target voltage and the OEM
setting. expressed as a percentage of the 100% metal signal.
As can be seen. operating at a tum-down signal of 25%

.L‘-...
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FIG. 3. Hysteresis behavior displayed during reactive sputtering of alumina.

maintains the target between the metallic and poisoned re-
gimes in a “partially poisoned“ mode. This allows stoichio-
metric Al203 films to be deposited at acceptable rates.

The first stage of this investigation was to deposit a series
of alumina films under systematically varied conditions us-
ing the Pinnacle/Sparc-le V combination referred to above.
For each run. the total number of hard arcs detected by the
Spare~le V was recorded. The film properties were then in-
vestigated. and the effectiveness of the deposition conditions
at arc suppression was considered. The Taguchi method23
was used to design this experiment. This method utilizes
fractional factorial arrays which are designed to optimize the
amount of information obtained from a limited number of

experiments. and. as such. it is a very efficient experimental
technique. The Taguchi L9 array was selected. which allows
up to four factors to be varied at three levels. although only
three factors were actually used. The factors chosen were

Target voltage, V
450

350

:00 Normal operatingcondltlone

250

200
0 20 40 50 30 100

OEMelgnIlmofpuremflonll)

Pro. 4. Relationship between optical emission (OEM) signal and target volt-
age during reactive sputtering of Ilurnina.
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TABLE I. Experimental Taguchi L9 array for the investigation of alum”,Ifilms.
  

 
Run Pulse frequency Reverse time Reverse Voltage
No. (kHz) 045) (91*)

I 20 I to T
2 20 5 l5
3 20 IO 20
4 35 | l5
5 35 5 20
6 35 10 IO
7 50 I 20
8 $0 5 l0
9 50 l0 l5 ll 

pulse frequency (at levels 20. 35. and 50 kHz). reverse ll-.IC
(l. 5. and lo us). and reverse voltage (10%. 15%. and 3'"?
of the nominal sputtering voltage). This range of frequencies-
was chosen because the Spare-le V limits the maximum re-
verse time which can be selected at frequencies greater than
50 kHz. Higher frequencies were explored in a second array.
The initial experimental array is summarized in Table l.

The alumina films were deposited onto precleaned g].. «
substrates which were subsequently sectioned for analyti. .ll
purposes. The coating structures were examined by scanning
electron microscopy (SEM). with the thickness of each cont-
ing being measured from fracture section micrographs.
Deposition rates were then calculated from these measure-
ments. The composition of the coatings was determined us-
ing a JEOL JXA‘SOA microanalyzer equipped with WDAft‘.
A high-purity aluminum standard was used in the analy
with oxygen content being determined by difference. X-r'-)'
analyses were carried out using a Philips system. operating
in 0-20 mode (Cu Ka radiation). and the resistivity of the
coatings was measured using a four-point probe.

Following this. a second array of experiments was carried
out. in this case. coatings were deposited over an extended
range of pulse frequencies. up to l00 kHz. Also. the MI‘X
magnetron driver was used as the dc supply to allow cm"-
parison with the Pinnacle unit. Deposition runs were R‘-
peated under. otherwise. identical conditions. but at different
levels of duty factor. Care was taken between runs to sputter
clean the target. such that all runs started with the target in a
similar condition. Run times were varied to ensure that the

total pulse-on time was consistent, i.e.. the total sputteri..g
time was constant. The reverse voltage was fixed at 20% . 1'
the nominal sputtering voltage. The number of hard arcs dis—
played by the Spare-le V was recorded at regular intervals.
both to monitor the onset of arcing. and to give the total
cumulative number of are events for each set of conditions.

The coating structures and properties were investigated as M
the preceding array.

III. RESULTS

The deposition rates and total number of hard arcs ru-
corded during each of the Taguchi array runs are listed in
Table ll. The deposition rates have been neutralized to titty“l
current to give the rate per minute. per A. The maximum
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f I]. Taguchi L9 may data table.

{Duty factor. No. of hard arcs Coating thickness Normalized dep'n
5 recorded (lam) rate (nmlmin/A)

98 > 10 (XI) 4.5 l0.0

‘ 90 I823 3.0 9.3" 80 5 L4 4.6
96.5 > 10 000 2.0 6.5
82.5 492 4.0 8.8
'65 0 0.75 2.3
95 > IO (X!) 3.75 l l .6
75 2754 L4 4.6

. so o 1.8 4.0

f. - of arcs which can be displayed by the counter on the
’ -Ie V is 10000. Where this value was reached before
end of a run. a value of >10000 has been inserted in

2 Il. Also listed in Table I] are the duty factors for each
3 arising from the array settings of pulse frequency and

_ - time. Statistical analyses were carried out on these
1 using a software package from the American Supplier

u te, entitled ANOVA-TM. This package was used to com-
, ._ the level averages using deposition rate and number of
1?- arcs as response variables. i.e.. to compute the average
"t - of each variable at each level of each factor. The
‘ ts of these analyses are shown graphically in Figs. 5 and
pectively. it appears from Fig. 5 that reverse time and

_ - voltage both have significant. but opposite influ-
Lx on deposition rate. In the case of reverse time. this is
mly because. as this factor is increased. so the pulse-off
"‘ becomes a greater proportion of the total pulse cycle.

‘~ the duty factor is reduced and sputtering takes place for
r proportion of each cycle. This is illustrated in Fig. 6.

h shows the positive correlation between the duty factor
,- normalized deposition rate (correlation coefficient. r

~ WMatyatemounellaedoepoeltlonRate
. Wmmflrflnm
v 10

I \/

20355015101015!!!
Pulae RevereeReverae

Monmu VOW-00-
ltHz III-Ill 16 t

F}. 5. Taguchi analysis of alumina films. using the normalized deposition
' as the response variable.
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Fla. 6. Relationship between the duty factor and normalized deposition rate
for reactive pulsed sputtered alumina films.

=0.77). Thus, it could be argued that. of the variables inves-
tigated. reverse voltage actually has the most significant in-
fluence on deposition rate. As reverse voltage is increased
from 10% to 20%. the level average for the normalized depo-
sition rate increases from 5.6 to 8.3 nm/min/A. a factor of

approximately 1.5 times.
The Taguchi analysis using the total number of hard arcs

detected as the response variable is shown in Fig. 7. Rather
surprisingly. pulse frequency and reverse voltage do not ap-
pear to influence the response variable. whereas the level
average for reverse time varies from 10000 to virtually zero
as this parameter is increased from I to l0 us. Clearly. vary-
ing the reverse. or pulse-off time can have a very significant

TaouchlAnalyalezuardAree
LevdavmflowfareedetectedW
12

10

4 N/ \

”3550 1 5 10101520
Pulee Reverse Mateo

Mm: lime,” m
kHz 1‘

FIG. 7. Taguchi analysis of alumina films. using the total number of hard
are: detected as the response variable.
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FIG. 8. Relationship between the duty factor and the number of hard arcs
detected during the deposition of the Taguchi army alumina films.

effect on the occurrence of are events. Again. though. vary—

ing the reverse time has the effect of varying the duty factor.
Figure 8. therefore. shows the relationship between the duty
factor and the number of are events recorded for the Taguchi

an'ay runs. At duty factors of 95% and higher. greater than
10000 hard are events were recorded. independent of the

pulse frequency and reverse voltage selected. At lower duty
factors the number of are events decreases exponentially un-
til at 65% and below zero arcs were recorded. At intermedi-
ate duty factors. arc events were reduced substantially. but
not eliminated. There is some scatter in these data; at a duty
factor of 75% the arc count was unexpectedly high compared
to the counts at 80% and 82.5% duty. Reference to Table 1
reveals that in the former case the reverse voltage was set at
l0% of the nominal sputtering voltage. whereas in the latter
case it was set to 20%. It may. perhaps. be the case that
reverse voltage exerts a second-order influence on the occur—
rence of arcs. This suggestion is merely speculative at this
stage. Finally. in these analyses the anticipated interaction
between pulse frequency and reverse time was not observed.
This may well have been due to the limited range of pulse
frequencies investigated.

When the films themselves were examined. very little
run-toqun variation was observed. By way of example. Fig.
9 is a SEM micrograph of the fracture section of array coat-
ing run 1. In this case. as in all other cases. the coatings were
fully dense and defect free. with glass-like featureless struc-
tures. Compositional analysis. x-ray diffraction. and four-
point probe measurements also showed a consistent pattem.
In all cases. within the accuracy of the equipment. the com-

positions were found to be stoichiometric AIZOJ. X-ray
analysis indicated that these coatings were amorphous. This
would be expected. as their deposition temperatures did not
exceed 250 °C. Finally. four-point probe measurements con-
firmed that the coatings were highly insulating. All resistivity

J. VIC. Scl. Technol. A. Vol. 18. No. 6. Nov/Dec 2M0

Page 12 of 14

Appendix 1059-A

Page 297 of 304

 
Kelly etel.: Reeetlvo pulsed magnetron sputtorlng prom 289.

4pm

Fla. 9. SEM micrograph of the fracture section of an alumina film depositv '
on a glass substrate: Taguchi array um I.

readings exceeded 20 M0 cm. which is the maximum value
that could be measured by the probe.

To investigate further the parameters influencing arcin;
the second array. described earlier. was carried out. Table I"
lists the pulse frequencies. reverse times. and duty factors
investigated (the reverse voltage was set to 20% throughout l.
Also included in Table III is the total number of hard arcs

displayed by the Spare-[e V at the conclusion of the deposi-
tion run. The are count was also monitored at regular inter
vals during each run. Figure 10 shows the incidence of at :
events during a series of runs carried out at 60 kHz pulv
frequency. In these runs. the reverse times were varied from
2 to 6 as. giving duty factors ranging from 88% to 64%. It is
again clear from Fig. l0 that there is a strong relationship
between the duty factor and the occurrence of hard arcs. As
the duty factor is lowered. the incidence of arcing is signili
cantly reduced. Indeed. at 64% duty. hard are events wczs
completely suppressed for the duration of the deposition rut‘
At other duty factors there was still an initial arc-free period
lasting for several minutes. However. in these cases. charge
accumulation eventually reached the point where breakdown
occun'ed. Beyond this point the incidence of arcing increased
at an exponential rate.

TABLE III. Run conditions and hard arc counts for second alumina arr-i}
——_—_——_—_———_————_-—'_'_——"’
Run Pulse frequency Reverse time Duty factor Tolalhardaru
No. (kHz) (us) (‘1!) detected

l 60 6 M 0
2 60 4 76 37
3 60 3 82 385
4 60 2 87.5 5784
5 20 5 90 1545
6 35 S 82.5 492
7 70 4 72 497
8 80 2 84 3998
9 HI) 2 80 10%|
i
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. J7l0. Influence of the duty factor on the incidence of hard are events
reamive pulsed sputtering of alumina films (pulse frequency=60

, I erall, the arc counts for the second array were gener-
}. lower than those for the Taguchi array. While there may
' = number of reasons for this. the second array runs were

. 'ed out at a reverse voltage of 20%. This may. again.
Meal: evidence that reverse voltage can influence arc sup—

ton.

" o confirm that the events recorded by the Spare-le V unit
' indeed arcs. and not merely artifacts of the are-counting

itry. the target voltage wave forms were investigated
In ‘ an oscilloscope. By triggering the oscilloscope on tar—

_ current, it was possible to capture actual are events. Fig-
.- I I shows a typical example. At the onset of the arc event.

, discharge voltage collapses and the current rises signifi-
'1 tly. In this example, it is at least two pulse cycles before
‘ discharge is reestablished.
Coating structures and properties were investigated for
f1 second array coatings. as for the initial array. Again. all

u'ngs were x-ray amorphous with stoichiometric alumina
positions. An example of the structures of these coatings
."ven in Fig. 12. which shows a SEM micrograph of the
,‘u re section of the coating deposited at 80 kHz (duty
.1: ' ‘5). Interestingly. the high number of arcs recomd dur.
.. the deposition of each of these coatings does not seem to

had a detrimental effect on the structures. which still
: fully dense and defect free. Once again though. fur-

‘ analysis of these films is planned.

.. i DISCUSSION

.A number of interesting points have emerged from this
.‘I' ligation. The first Taguchi array demonstrated that over

A - Vacuum. Surfaces. and Fllrna
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Pro. I l. Oscilloscope trace of the target voltage wave form capturing an arc
event during pulsed reactive sputtering of alumina films (pulse frequency
=lw kHz and duty=80%).

the range tested pulse frequency alone does not significantly
influence deposition rate. or the incidence of hard arcs during
the deposition of alumina films. The point has already been
made that a greater interaction with other parameters might.
perhaps, be expected if the range of frequencies was ex-
tended. In the case of deposition rate. reverse voltage is the
critical factor at any given duty factor. It has been
suggested'2 that this may be a result of preferential target
cleaning arising from the bipolar nature of the target voltage.
At the end of each pulse-off period the target voltage is re-
versed. At that instant. ions in the vicinity of the target will
be accelerated by the normal negative sputtering voltage.
plus the positive pulse—off voltage. Thus, at the beginning of
each pulseon period there will be a flux of ions incident at
the target with a higher than average energy. Such a flux
would preferentially sputter clean poisoned regions of the

 20'“

FIG. I2. SEM micrograph of an alumina film deposited onto a glass sub
strate at 80 kHz pulse frequency and 84% duty.
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target. Since the sputtering rate from a metallic target is
higher than the rate from a poisoned target. this would have
the effect of raising the deposition rate. Clearly. the effec-
tiveness of the target cleaning would be increased as the
magnitude of the reverse voltage is increased. giving rise to
the trend observed here. Further studies. including the use of
a time-resolved Langmuir probe. are planned to investigate
this in more detail.

Both arrays have demonstrated the very strong depen-
dence of hard are events on the duty factor selected. lt ap-
pears. therefore, that it would be more appropriate to con-
sider a critical duty factor for arc-free operation, rather than
a critical frequency (accepting. again. the limited range of
frequencies tested). From these experiments, a duty factor of
70% or lower is necessary. independent of pulse frequency.
if are suppression throughout the duration of a deposition run
is the prime concern. The second array did show that limited
periods of arc-free operation can be achieved at higher duty
factors. This finding is in agreement with Belkind. Freilich.
and Scholl.°"° who also obtained arc-free reactive sputtering
of alumina for short time periods at duties greater than 90%.
However. this study indicated that such conditions do not
remain arc free and that breakdown soon occurs. Once this

has happened. the incidence of arcing then increases at an
exponential rate. The scatter observed in the data presented
here probably reflects the difficulty in replicating target con-
ditions at the beginning of each run. The target condition is
certainly an important. but cun'ently unquantified, factor. Fi-
nally. on this subject. and underlining the comments made
about the target condition. there may also be some evidence
to suggest that increasing the reverse voltage can be benefi‘
cial in reducing arcing. In a manner analogous to the influ-
ence of reverse voltage on deposition rate. the mechanism for
this may again be preferential cleaning of the poisoned re-
gions of the target at the beginning of each pulse—on period.
This is somewhat speculative at this stage. and any actual
effect is very much second order. compared to the duty fac-tor.

The other surprising point to come out of this work is the
apparent insensitivity of the coating structures and properties
to the incidence of arcing. The alumina filnts showed a great
deal of similarity at the relatively superficial level of exami-
nation used bere. All coatings were x-ray amorphous with
stoichiometric M203 compositions. All structures were fully
dense and defect free. More sophisticated analysis of these
films is planned for the future. including nanohardness mea-
surements and surface roughness measurements.

Tosummfizethefindingsofthisworhhigh-qualityalu—
mina films can be deposimd by pulsed reactive magnetron
sputtering over a broad range of conditions. No significant
differences in performance were observed between the two
dc magnetron drivers used. The optimum conditions to
achieve hard arc-free operation throughout the course of a
deposition run. using the power delivery systems and depo-
sition conditions employed here. and for pulse frequencies in
the range 20-100 kHz. are to select a duty factor of 70%.
with the reverse voltage set to 20%.

J. Vac. Sci. Technol. A. Vol. 18, No. B. Nov/Doc/ZWO
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conditions demonstrated that the incidence of hard are: }
largely controlled by the duty factor selected. and is ' .
dent of pulse frequency (over the range tested). It is
appropriate. therefore. to consider the concept of a cn'-v
duty factor for arc-free operation. rather than a critical 1 .
quency. This study indicates that for the deposition of al
nfinafilmsadutyfactorof70%orlowerisneoessary ‘
medium-term (i.e.. several hours) arc-free operation. ‘
deposition rate also appeared to be independent of pulse fro:
quency. but to increase with reverse voltage at any gi
duty factor.
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