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ABSTRACT

During magnetron sputtering erosion, the change in the morphology and magnetic field of the target surface affects the plasma discharge.
Especially in high power and reactive conditions, the plasma evolution during erosion determines the continuity and stability of the
discharge. In this work, a global model with iterative modification of the erosion profile is established, by which the reactive sputtering of an
Al target in Ar/N, is simulated to study the plasma evolution and surface combination in the erosion process at different power densities.
With increasing discharge power density, the electron density and electron temperature increase significantly to enhance plasma ionization.
Consequently, the proportion of adsorbed N, participating in surface combination decreases from 70% to 31%, while the proportions of N
deposition and N-containing ion sub-plantation increase to 44% and 25%, respectively. In the erosion process, the proportion of N participat-
ing in surface combination remains essentially unchanged at low power densities. In contrast, at a large power density, N, adsorption weak-
ens, and the proportion of N-containing ion sub-plantation increases further from 25% to 37%, becoming the main reason for target
poisoning. Calculation of the generation and consumption of target surface compounds reveals that the coverage rate of target surface com-
pounds decreases and then increases in the sputtering process at a low power density, while that rises all the time at a large power density,
leading to a severe target poisoning.

© 2025 Author(s). All article content, except where otherwise noted, is licensed under a Creative Commons Attribution (CC BY) license (https://
creativecommons.org/licenses/by/4.0/). https://doi.org/10.1063/5.0244132

I. INTRODUCTION

Target poisoning’ is a common phenomenon in reactive sputter-
ing.” With the target erosion, significant changes in the target mor-
phology and surface magnetic field take place,” consequently changing
the target poisoning conditions’ and affecting the continuity and sta-
bility of the discharge and quality of the deposited coatings. Especially
under high-power reactive sputtering conditions, the discharge is often
interrupted at deeper erosion stage, but it is difficult to restart under
the same discharge conditions. In spite of using feedback of the dis-
charge voltage or spectra, the control of the sputter deposition process
is extremely poor.

Target poisoning in reactive magnetron sputtering is a problem
of concern in the industry. Generally, it is believed that the state of

target poisoning depends on the dynamic equilibrium between the for-
mation and consumption of compounds on the target surface.” The
former includes molecular adsorption, atom deposition, and ion sub-
plantation of the reactive gas species, while the latter mainly involves
ion sputtering.” Berg et al.” have suggested that ionization of the reac-
tive gas can be neglected when the partial pressure of the reactive gas is
much lower than that of the working gas. Based on the balance
between reactive gas adsorption and ion sputtering, the Berg model is
established to provide a quantitative description of the target poisoning
state.” ' Giittler et al.'"'* have monitored the hysteresis of reactive
gases in situ and found that the absorption of reactive gases on the
cathode mainly involves molecular adsorption and atom deposition,
rather than direct ion sub-plantation, further proving the basic
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FIG. 1. (a) Erosion profiles after reactive sputtering for 0, 90, 180, 270, 360, and 540 min at a power density of 100 Wicm?, (b) Volt-ampere characteristics measured at 12, 20,

40, 60, 80, and 100 W/cm?.

assumption of the Berg model. According to the Berg model, reactive
gas adsorption and atom deposition vary very little with the cathode
erosion. Therefore, only the ion sputtering yield changes slightly with
variations of the discharge parameters during conventional magnetron
sputtering.” Hence, reactive sputtering is relatively stable. However, in
the large power density regime, the discharge voltage and plasma den-
sity increase significantly, consequently boosting the ionization rate
and energy of the reactive particles in the plasma.'” As a result, the
instantaneous erosion rate increases rapidly, resulting in a faster mor-
phological variation of the target surface.” Meanwhile, the reactivity of
reactive ions is high, thus enabling more reactive ions to participate in
compound formation and sputtering of the target surface. In this case,
the evolution of the target surface morphology and discharge parame-
ters during erosion become the determining factors of the plasma

discharge and target surface combination, thereby affecting the conti-
nuity and stability of the reactive ion discharge.

Herein, using the reactive sputtering of an Al target in the Ar/N,
atmosphere as an example, we establish a global model with iterative
modification of the erosion profile to describe the reactive sputtering
process. The plasma evolution and target surface combination during
reactive ion sputtering are studied by the model. Owing to the signifi-
cantly enhanced plasma ionization at a large power density, more reac-
tive ions participate in the combination process on the target surface,
and N, adsorption gradually gives way to N-containing ion sub-
plantation and N deposition. In particular, the proportion of ion sub-
plantation increases from 25% to 37% during cathode erosion and
dominates target poisoning. The coverage rate of compounds on the
target surface rises all the time and aggravates target poisoning,

FIG. 2. (a) Schematic diagram of the global model for reactive sputtering on an Al target in the Ar/N, atmosphere. The area surrounded by the light blue lines represents the
plasma ionization region. The arrows represent the reaction mechanisms: green for N, molecule adsorption, blue for N atom deposition, red for N; and N* ion sub-plantation,
and purple for ion sputtering, and the change from red to purple indicates the coexistence of ion sub-plantation and sputtering. (b) Plasma ionization regions constructed based
on the cathode erosion profiles, where solid lines represent the actual erosion profile and dashed lines are the magnetic field lines.
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FIG. 3. (a) Electron densities and (b) electron temperature vs erosion depth for different power densities.

FIG. 4. Densities of reactive gas particles vs erosion depth for different power densities: (a) N, molecules, (b) N atoms, (c) N3 ions, and (d) N ions.
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FIG. 5. lonization rates of N vs erosion depth for different power densities.

Il. METHODS
A. Voltage-current measurements

The plasma global model'*'* accepts the current and voltage as
the input.'® According to Wendt et al.'” and Lieberman et al.,'” nearly
no difference occurs in the erosion profile using different discharge
powers when the erosion depth is the same. For this, we etched only
one target at 100 W/cm® to record the erosion morphology at different
depth. The volt-ampere characteristics at the power density of 12, 20,
40, 60, 80, and 100 W/cm? are tested to serve as the input for the global
model. A 60kW DC power supply (Ascent 60, Advanced Energy,
USA) is used to perform high power density (100 W/cm?) discharge
on a rectangular cathode (300 x 123 mm?)."”” The vacuum chamber
dimensions are 600 x 600 x 500 mm>, and the cathode target is Al
(99.9% pure). Ar (99.99% pure, 45SCCM) and N, (99.999% pure,
5SCCM) are the working gas and reactive gas at a pressure of 0.5 Pa.

ARTICLE pubs.aip.org/aip/pop

Figures 1(a) and 1(b) show the erosion profiles and the volt-ampere
characteristics, respectively.

B. Global model with iterative modification of an
erosion profile

The traditional global model assumes that the plasma ionization
region is a semicircle with the erosion runway width as the diameter.'®
Therefore, the variations of the target surface morphology and the
magnetic field caused by cathode erosion are not taken into consider-
ation. All the etching morphologies are measured by vernier caliper,
which are regarded as parts of the boundary of the IR region in global
model because the sheath layer is very thin'” and it is always neglected.
The both ends of the cross section of the etched runway are always
used to distinguish the main discharge area, so the magnetic field line
passing through these two ends is assumed to be the other part of the
IR region boundary. The closed region approximating a sector sur-
rounded by the magnetic field line and cathode erosion profile is
defined as the plasma ionization region, as shown in Fig. 2(a). Based
on the different erosion profiles measured experimentally, geometric
information of the plasma ionization region is obtained in different
erosion stages, as shown in Fig. 2(b). The changed parameters are the
average magnetic field intensity of the target surface B (T), the ioniza-
tion region volume Vig (m?), the ionization region superficial area Sig
(m?), and the contact area of the ionization region with the target Sy
(m?), and their evolutions are shown in Fig. 10 (in the Appendix). The
IR region parameters obtained from the erosion depth of 0, 2.1, 3.7,
5.3, 6.8, and 8.1 mm are calculated to achieve the iterative process. In
this way, the erosion process of reactive sputtering can be described by
the model.

In the plasma system of reactive sputtering of an Al target in the
Ar/N, atmosphere, the basic particles include cold electrons (e), hot
electrons (eH), ground-state neutral particles (Ar, N, N, and Al),
excited-state neutral particles (Ar™ and NJ'), hot atoms (Ar'), and
ions (Ar™, Nj, N7, Al", and Al”). Based on the generation and con-
sumption reactions, and the energy variations of each component,

FIG. 6. Initial stage of reactive sputtering: (a) Velocities of N, molecules, N atoms, N ions, and N* ions flowing toward the target surface; (b) proportions of N, molecule
adsorption, N atom deposition, and NJ and N ion sub-plantation in target surface combination for different power densities.
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FIG. 7. (a) Fluxes and (b) proportions of N, molecule adsorption, N atom deposition, and N3 and N ion sub-plantation vs erosion depth for different power densities.

particle balance equations and energy balance equations are estab-
lished to solve the density variation of the components in the complex
system.

According to the interactions among various components in the
system, the main formation and consumption processes of the com-
pounds on the target surface can be obtained, namely, N, gas adsorp-
tion, N atom deposition, N2+ and N" ion sub-plantation, and ion

sputtering, which are represented by the green, blue, red, and purple
arrows in Fig. 2(a), respectively. To simplify the calculation, it is
assumed that the compound formed on the target surface is the single
AIN phase (see Fig. 11 in the Appendix). On this basis, the equilibrium
equation for the target surface compound coverage rate 0 can be
obtained to characterize the target poisoning state, as shown as
follows:**"*!

FIG. 8. (a) Average sputtering yields and (b) erosion fluxes of target surface compounds vs erosion depth for different power densities.
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do
EaNt = er ‘absorption(l - 0) + rN,deposition(l - 0)

+ I‘N;’+NJr ,implantation rAlN,spute
= (25, )(I'x, + I'ny))(1 = 0) 4 axI'x(1 = 0)
+ (2Fy; + I'n+) = Tanspu0, (1)

where I' (m™ s~ ") represents the particle flux. gy, = 1.25 x 10 m >

is the saturation surface density of N atoms in the target surface com-
pound AIN, and o is the sticking coefficient representing the probabil-
ity of gas-neutral particles adsorbed by the target surface to form
compounds. For N, molecules and N atoms, o can be set as 0.3 and 1,°
respectively. This indicates that the adsorption efficiency of N atoms is
100%, which is equivalent to N atom deposition on the target surface.
I N sput (m~%s7 ") is the flux of the target surface compound AIN con-
sumed by ion sputtering, as shown as

FAIN,Sput = N§1N Z Lion YiI:niAlN
ion = Ar™, A1T, A1>" NT orNj, (2)

where N3 = 1 is the number of N atoms in an AIN molecule and
Yilgn) Al Tepresents the sputtering yield of N atoms on the compound

(see Fig. 12 in the Appendix). More specific details of the model are
given in the Appendix.

I1l. RESULTS AND DISCUSSION

The plasma evolution behavior during the erosion process is sim-
ulated by the global model with iterative modification of the erosion
profile. The electron density and electron temperature are shown in
Figs. 3(a) and 3(b), respectively. It is evident that with increasing power
density from 12 to 100 W/cm?, the electron density in the plasma sys-
tem rises from 1.2-1.6 x 10'® to 6.2-8.0 x 10'® m ™, representing an
increase of about four times. Meanwhile, the electron temperature rises
from 3.1-3.6 to 4.8-5.2 ¢V of about 1/2. The phenomenon is consistent
with the plasma properties for high power discharges.”'”'"" The
increase in electron density and electron temperature enhances the
ionization rate of neutral particles in the plasma. At a constant power
density, both the electron density and electron temperature increase at
the deeper erosion stage, indicating further enhancement in the dis-
charge intensity. This is because the target surface becomes thinner
with erosion, and the magnetic field of the target surface is larger thus
enhancing electron binding. However, since the discharge voltage
decreases at deeper erosion stage, the acceleration effect on electrons
weakens, resulting in a slight increase in the electron density and elec-
tron temperature.

Figure 4 shows the densities of various reactive gas particles in
the plasma at different erosion depths for different power densities.
With increasing power density, the higher electron density and elec-
tron temperature promote the ionization and dissociation reactions of
N, molecules.'””” Meanwhile, the background temperature near the
target surface increases, and the sputtering intensity goes up, resulting
in a strong gas rarefaction effect”” which causes a substantial decrease
in the N, density. However, at a constant power density, the gas rare-
faction effect is basically unaffected by the cathode erosion. Therefore,
the increase in electron density and electron temperature plays a domi-
nant role at this point, which promotes N, molecule density to gradu-
ally decrease at deeper erosion stage. N atoms, N, ions, and N ions
are generated by ionization and dissociation of N, molecules during

ARTICLE pubs.aip.org/aip/pop

electron impact, and their densities rise with power density and ero-
sion depth. Differently, the N atom density decreases when the power
density exceeds 20 W/cm®. This is because the gas rarefaction effect
and the enhanced sticking of N, resulting in an increased consumption
which is more than the generation by N, dissociation. At low power
density, both electron density and electron temperature are low, result-
ing in weak electron impact reactions. Since N ions are generated by
the dissociation of N, molecules and ionization of N atoms in turn, the
density of N* ions is lower than that of NJ ions at low power density
and increases slightly with the small increase in electron density and
electron temperature at the deeper erosion stage. However, with
increasing electron density and electron temperature, the generation of
N7 ions is enhanced, while Nz+ ions are further consumed by dissocia-
tion reactions. Therefore, at high power densities, the density of N
exceeds that of N, presenting a greater increase at deeper erosion
stage.

The ionization rates of N for different erosion depths at different
power densities are calculated by Eq. (3), as shown in Fig. 5,

NNy + nn+

x 100%. 3)

OIN element =
nN, + nn + N + nn+

FIG. 9. Coverage rates of target surface compounds vs erosion depth for different
power densities.
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TABLE 1. Rate coefficients for Ar/N,/Al plasma.

Reaction equation Rate coefficient k (m>s™") Threshold (eV) Reference
e+ Ar — ArT 4 2e ki =2.3 x 1071T% exp(—17.44/T,) E;, = 15.76 27
e + Ar — Art + 2e KH =8 x 1077216 exp(—27.53/T.) E. =15.76 27
e+ Ar — Ar™ +e kex = 2.5 x 1075797 exp(—11.56/T,) E, =11.56 28
el + Ar — Ar™ + e KH =3.84 x 10714708 exp(—22.32/T,) E, = 11.56 28
e+Ar— Ar+e ke = 2.336 x 1074T16% x exp(0.0618(In T,)* — 0.1171(In T,)°) 28
e+ Ar™ — Ar+e kgex = 4.3 x 107167074 Egex = —11.56 29
e+ Ar™ — Ar" +2e kmiz = 6.8 X 10712707 exp(—4.2/T,) Emig = 4.2 28
el + Ar™ — Ar' + 2e K =57 x 1073703 exp(—6.82/T,) Enig = 4.2 28
e+N; — Nj + 2e kizx, = ki, = 1.95 x 107 T} exp(—14.4/T,) E,n, =156 30
e+N; = Ny +e kex.N, = ki o, = 5.81 x 107 exp(—7.57/T,) Epn, = 6.17 30
e+N; = Ny +e ke, = 1.04 x 1073 T4 exp(—0.206/T,) 31
e+N; — 2N +e kaiss = 6.15 x 107 1°T%8 exp(—12.8/T,) Egiss = 9.76 32
e+ Ny — 2N kaiss2 = 1.9 x 107197930 33
e+ NI — Nj +2e kizny = kil n = 3.39 x 10 P T %170 exp(—-32.4/T.) Eizxy = 9.43 30
e+N— Nt +2¢ kipn = 3.84 x 107157992 exp(—12.1/T,) E,n = 14.54 30
e+N—N+e kan = 2.18 x 10 1T, 984 exp(—0.685/T,) 30
N, + NT — N+ Nj ky, n+ = 2.0 x 107V 30
Ny +N —= NT+N, ki = 1.0 x 1077 30
N+ N — N+ N, ke n = 4.0 x 1077 Edexnr = —6.17 30
NJ' + N, — 2N, knyn, =3.5x 10718 Egexny = —6.17 30
Ny — N, + hy Kgex, v = 2.3 x 107 Egex Ny = —6.17 30
Art + N, — Ar+Nj kart x, = 1.2 x 1071 30
e+ Al— A" +2¢ kiz, a1 = exp(—Eiz a1/ Te) % (Te/Eiz, a1) Zizo an[log 10(Te/Eiz, a1)]" Eiza1 = 5.96 34
e+ A" — AP 42 kiy, a1 = exp(—E, a1+ /Te) X (Te/Ey, 1) Zi:o an[log10(Te/Ey a1-)]" Eiz a1 = 18.83 o
Ar™ + Al — Al*+Ar +e kp=5.9x1071¢ Ep = —5.60 35
Art + Al — A" +Ar Kchexe = 1.0 x 1071 35

The ionization rate of N is positively correlated with both the
power density and erosion depth. At a low power density (12 W/cm?),
the ionization rate of N increases slightly from 0.10% to 0.27% due to
the small increase in N and Nj ion density at the deeper erosion
stage. The low ionization rate further indicates that the ionization of
reactive gas shows almost no effect on the plasma system at this time.
The result is consistent with the basic assumption in the Berg model
that ionization of the reactive gas can be ignored.” In contrast, at a
high power density (100 W/cm®), the ionization rate of N increases
from 3.0% to 5.6% during reactive sputtering, which is approximately
15-30 times larger, indicating that the effect of reaction gas ionization
cannot be ignored.

To study the formation process of the target surface compounds,
the velocities of N, molecules, N atoms, Nz+ ions, and N ions flowing
from the ionization region toward the target surface initially (erosion
depth of 0 mm) are calculated, as shown in Fig. 6(a). The ion velocity
is the Bohm velocity determined by the electron temperature T,
(eV)," while the neutral particle velocity is the thermal velocity deter-
mined by the background temperature Tig (K) in the ionization region
(see the Appendix), as shown as

UBohm = V/ eTe/miom (4)
UThermal = / 8k, Tir /Myeu, neu = Ny or N, (5)

where k, = 1.38 x 10> J/K is Boltzmann’s constant and m (kg) is the
particle mass. Since eT.>> kyTir, the ion velocity is larger than that of
neutral particles. With increasing power density, the electron tempera-
ture and background temperature increase, resulting in a gradual
increase in the velocities of all the components. According to the densi-
ties and velocities of the reactive gas components, the fluxes of N, mole-
cule adsorption, N atom deposition, and N3 and N ion sub-plantation
are obtained by the empirical formulas in Egs. (6)-(8), respectively,”

(ny, + nuy)

FNz,adsorption = ZOCNZ (er + FN;") = ZOCNZ UN,, thermal s
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FN,deposition = onI'n = aNANUN, thermals (7)
FN;’+N+,implantation = erzr + I‘NJr
= 0'4(2”N;r uN;’,Bohm + ny+ uN*,Bohm)- (8)
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Consequently, in the initial stage of reactive sputtering, the pro-
portions of the three main reactions in the formation of the target sur-
face compounds at different power densities can be obtained, as shown
in Fig. 6(b). At a small power density (12W/cm?®), N, molecule
adsorption and N atom deposition account for 70% and 28%, respec-
tively, thus dominating the target surface combination. At this point,
the ion density is three orders of magnitude less than that of neutral
particles, with the proportion of N; and N* ion sub-plantation of
only 2%. With increasing power density, the ion density rises, while
the neutral particle density decreases. When the power density reaches
100 W/cm?, the ion density is only one order of magnitude less than
that of neutral particles. Coupling with the particle velocities, the pro-
portions of N, molecule adsorption, N atom deposition, and N5 and
N ion sub-plantation are 31%, 44%, and 25%, respectively. Hence, in
high-power reactive sputtering, the dominant factors of target surface
combination shift from N, molecule adsorption to a combination of N
atom deposition and N-containing ion sub-plantation.

Figure 7(a) shows the fluxes of N, molecule adsorption, N atom
deposition, and N and N ion sub-plantation vs erosion depth for
different power densities. As cathode erosion proceeds, the flux of N,
molecule adsorption decreases, while the fluxes of N atom deposition
and NJ and N ion sub-plantation increase. At a small power density

ARTICLE pubs.aip.org/aip/pop

(12 W/cmz), the variations of the three processes are relatively small,
thereby maintaining stability throughout the reactive sputtering pro-
cess. In contrast, at a large power density (100 W/ cmz), the flux of Nzr
and N ion sub-plantation increases from 2.1 x 10 to 3.7 x 10°°
m™~>s~" by 76%. In comparison, the variation in N, molecule adsorp-
tion and N atom deposition is less than 5 x 10'° m s, indicating
that the high-power discharge mainly enhances the contribution of
N, and N ion sub-plantation to the target surface combination. The
proportions of the three reactions in surface combination are statisti-
cally summarized in Fig. 7(b), in which regions A, B, and C indicate
that the target surface combination is dominated by N, molecule
adsorption, N atom deposition, and N;r and N ion sub-plantation,
respectively. The shaded area between regions A, B, and C indicates
that the three mechanisms dominate the target surface combination
together. The direction of the black arrow represents the deepening of
cathode erosion, revealing a gradual decrease in the proportion of N,
molecule adsorption along the arrow direction. Discharges at lower
power densities (12 and 20 W/cm?) are located in region A, and the fit-
ted lines show a small slope, indicating that N atom deposition mainly
increases at deeper erosion stage. With increasing power density, the
discharge gradually enters the shaded area, with a significant increase
in the slope of the fitted lines indicating that the increase is mainly in

FIG. 10. (a) The average magnetic field intensity of the target surface B (T) (b) the ionization region volume Vig (m°) (c) the ionization region superficial area Sig (m?), and
(d) the contact area of the ionization region with the target Sy (m?) at different erosion depth.
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Given that the timescale for the plasma to reach a steady state is
extremely small (1 x 10~% s), the erosion profile variation during the
measurement period is negligible. Therefore, when the plasma dis-
charge reaches a steady state, it can be assumed that the components
in the plasma system no longer change with time. At this time, the
generation and consumption of the target surface compounds reach a

FIG. 11. (a) Conventional and (b) simplified schematic diagram of the target compo-
nent in reactive sputtering.

N, and N* ion sub-plantation. N* and NJ ions penetrate into the
subsurface under the effect of sheath voltage, and provide 1 and 2N
atoms to form the compound, respectively. Yet/However the sputter-
ing of the compound is very small because of the small sputtering
yields of N™ and N ion of less than 1. Therefore, the target poisoning
could be promoted by N* and Nj ion sub-plantation. When the
power density is 100 W/cm?, the fitted line is almost perpendicular to
the horizontal axis of the coordinate system, indicating that N atom
deposition no longer increases. Consequently, the proportion of N3
and N ion sub-plantation significantly increases from 25% to 37%,
and it is the main reason for the variations in the target poisoning
states. According to the tendency revealed in Fig. 7(b), if the power
density is further increased to above 100 W/cm?, the discharge will
enter region C, in which the target surface combination is dominated
by N and N ion sub-plantation, and so is target poisoning.

Figure 8 shows the average sputtering yield and total sputtering
flux of various ions in the sputtering of the target surface compounds
vs erosion depth for different power densities. With increasing power
density, the rise in target voltage leads to higher sputtering energy to
the sputtering ions, leading to an increase in the average sputtering
yield. However, at a constant power density, the target voltage gradu-
ally decreases at deeper erosion stage, which reduces the average sput-
tering yield of the target surface compounds. In addition, more
N-containing ions participate in sputtering and contribute to the
decrease in the average sputtering rate. According to Eq. (2), the sputter-
ing flux of ions on the target surface compounds depends on the num-
ber of sputtering ions and their average sputtering yield. With increasing
power density, both the number of ions involved in sputtering and the
average sputtering rate increase, and the sputtering flux of the target sur-
face compounds is enhanced. At a constant power density, the discharge
intensity and ionization rate increase at deeper erosion stage to raise the
number of sputtering ions. However, the target voltage decreases simul-
taneously, resulting in a reduced average sputtering yield. As a result, the
effects counteract each other and the sputtered flux is basically constant,
showing only a slight variation. Generally, the sputtered flux of the target
surface compounds increases at small erosion depths, but gradually sta-

bilizes with deepened erosion or even decreases slightly at large erosion FIG. 12. The sputtering yield of (a) Al atoms on Al target, (b) Al atoms, and (c) N
depths due to the faster erosion. atoms on the AIN compound.
Phys. Plasmas 32, 023907 (2025); doi: 10.1063/5.0244132 32, 023907-9
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balance.'” According to Eq. (1), the coverage rate 0 of the target surface
compound can be obtained as

FNz4adsorption + FNA deposition + FN;+N+1implantation

r N, adsorption +I N, deposition +I AIN, sput

r N; +N7, implantation

1+
_ FNz,adsorption + FN,deposition )
1+ r AIN, sput

r N, adsorption +I N, deposition

Figure 9 shows the coverage rate of the target surface compound vs
erosion depth for different power densities. At a low power density of
12 W/ecm?, N;’ and N jon sub-plantation is minimal, and the behav-
ior of N-containing particles involved in the target surface combina-
tion remains essentially unchanged, meaning that the generation of the
target surface compound basically remains constant.” At this time, ion
sputtering determines the coverage rate of the target surface com-
pound. According to Eq. (9), the coverage rate 6 is inversely related to
the AIN sputtering flux, showing a trend of first decreasing and then
increasing with deepened erosion. However, at a large power density
(100 W/cm?), the N5 and N ion sub-plantation flux significantly
increases at deeper erosion stage, and the ion reactivity with the target
is far beyond that of N, molecules and N atoms. In addition, the effect
of the enhancement in N and N ion sub-plantation on the target
surface combination is larger than the effect of decreased sputtering
yields on the erosion speed. Consequently, the coverage rate 0 rises all
the time, resulting in more severe target poisoning. This result explains
the phenomenon in high-power reactive sputtering, in which as soon
as target poisoning causes discharge extinguishing, it is difficult to
resume with the automatic restart function of the sputtering power
source using the same startup power. Therefore, high-power magne-
tron sputtering power sources have to provide higher energy for re-
ignition in order to enable automatic restarting of the discharge, that
is, larger excitation pulses. In addition, it can be further inferred from
this result that the discharge stability and the coating consistency may
change at deeper erosion stage, which is detrimental to industrial pro-
duction. In order to maintain the stability, this work can provide a
strategy to control the power density according to the extent of cathode
etching.

IV. CONCLUSION

To address the unstable and discontinuous discharge caused by
plasma evolution during the reactive sputtering, we take the reactive
sputtering of the Al target in the Ar/N, atmosphere as an example and
establish a global model with iterative modification of the erosion pro-
file to improve the simulation accuracy, by which the plasma evolution
and target surface combination behavior during erosion using different
power densities are investigated. With increasing power density, the
electron density and electron temperature in the plasma increase to
enable more reactive gas ions to participate in the target surface combi-
nation. The proportion of N, molecule adsorption involved in target
surface combination decreases, whereas the proportion of N atom
deposition and N-containing ion sub-plantation increases. During ero-
sion, the proportion of N involved in target surface combination
remains essentially unchanged at low power densities, but the propor-
tion of N-containing ion sub-plantation increases from 25% to 37% at
high power densities, thus dominating target poisoning. The calculated
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generation and consumption of target surface compounds indicate
that the coverage rate of target surface compounds decreases and then
increases at low power densities, while that rises all the time at high
power densities, leading to increasingly severe target poisoning. This
explains the phenomenon that when target poisoning extinguishes the
discharge in high-power reactive sputtering, it cannot be restarted
automatically using the restart function of the sputtering power source
(at the same startup power). The results provide insight into the design
of high-power reactive sputtering power sources.
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APPENDIX: DETAILS OF THE GLOBAL MODEL

The reactions in the Ar/N,/Al plasma system and their reac-
tion rate coefficients are shown in Table 1.
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1. Particle balance equations of atoms and ions

(1) Ar atom:

dnAr
dt

= _(kilne + kil;lneH)nAr - (kex”e + k ”eH)nAr

mal far SR — St
— Tajcol —
MAr Ngas VIR

+ kart N, Part IN, + KehexcMart BAl + Kpniam g

Sir — St

—_—, (A1)
Vir

+ (kdexne + kix”eH)nAr‘“ + rAr,diff
where n (m ) is the number density of particles in the plasma
system. Vig (m?) is the ionization region volume, Sjg (m?) is
the ionization region superficial area, and St (m?) is the con-
tact area of the ionization region with the target. g
= npr + fpm + Nam + N, + nnp + nyis the density of neu-
tral gas particles. I o, gier (M~ 2571 describes the diffusional Ar
flux, as shown as'’

NAr, 0UAr,0 — NArUAr

4 )
where uy, o = and up, = 4 /ik‘;n% is the average velocity
of Ar out and if the ionization region, respectively. The tem-
perature distribution by the plasma heat transfer model
according to Ref. 36, T, (K) and Tig (K) is evaluated by the
average background temperature out and in the ionization
region, respectively, both increasing with the power density
and calculated with finite element method. T con (m *s ™)
stands for the collision part of the Al, A", and AI*" sputtering
wind, as shown as

I ac aiff = (A2)

3ka0

FAl,coll = (FALsput + rAlﬂsput + rAl“‘sput)Fcolh

AMUTy

FM,sput = M = Al,AlJr7 andAl”,

ur,, = (3kgT/ma)'"?, (A3)
Feonl = 1 — exp(—Rir (G ar—a1(nar + nam + npm)
+oarn, (nN, + nN;") + OAr—NNN)),
where F.,; (Hz) is the collision probability of Al particles with
neutral gas particles in the ionization region, ur, (m/s) is the
root mean square velocity, o (m?) is the cross section of colli-

sion based on the hard sphere model, and Rz (m) is the thick-
ness of the ionization region.

(2) Ar"
df’lAr+
dr - _kAr+—Nz Mar AN, — Kehexcar 71l
S Sk — St)(1 —
,rAﬁinrAr’( = T)( ﬁAr+)
Vir ViR
+ (kizne + kiI_zII’leH)(”Ar + nArH) + (kmllne + kmlzneH)nArm’

(A4)

where I'y+ = 0.471,+ Upr+ ponm 1S the Ar' flux leaving the ion-
ization region and ff,,+ is the ion return probability can be
expressed as
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07 UIR S Tion/qiom
ﬂion = Tion (AS)

1- M7 UIR > Tion/‘]iom

in which g, (eV) is the charge number of ion and T}, (eV) is
the ion energy. Upr (V) is the voltage drop in the ionization
region which could be calculated by the Poisson equation as

RZ
Ur = —S—R (nAr+ + iy + g g+ 20,00 — ne — neu),
0

(A6)

where £,=8.85 x 10~'* F/m is the vacuum dielectric constant.
(3) Ar™ atom:

di’lA m
d tr = —(kmizhe + kiL nen ) npem — kpnamnag
- (kdexne + kix”eH)nArm
ma1 nam SR — St S — St
T — —————— — T it ————
MAr Ngas Vir Vir
+ (kexl’le + k?xnen)(nAr + nAr”), (A7)

where I'am giff = “4™ s, stands for the diffusional flux of Ar™
atom.
(4) Ar'! atom:

dn M
d‘/: = — (kizne + ki}zll’leH)nAr (kexne + k neH)nAr
o S —Sr mal Mpgm SR — St
Ar” diff Vir Alcoll MAr Ngas Vir
St
r A8
+ Ar™ V R ( )

(5) N, molecule:

dI’IN
2 H H
a (kiz., N, 7le + Kiy, NzneH> N, — (ke"' Nofte + kex N, ”CH> .
— kaissin, e — Ky N+ N, i — Kart N, At BN
mal NN SIR St
rAl ,coll /™ — —_—+ kN* _NONTIN
V 2 2
ngas IR
+ kny nmnpaN + kayox, AN,
S — St
+ kNg1 —dex"Nm + I'x, aire v (A9)
IR
(6) Nj ion:
an;:—kd‘ SN+ He — Kyt NN+ IN — F<S—T
dl’ 1ss2TPN, e N; =N"'N; Ny VIR
(S —Sr) (1 — B;) ;
ANy Vir + kiZ,Nz ne + kiz, N, Mt | NN,

+ (kiz‘ N2 He + k};[ N I’leH> OS]
+ kyn, NN, N+ kg N, At 1IN - (A10)

(7) N molecule:
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d”N'z“ H
TR Kiz, Np e + ki \m1eit ) i — ko n7iNm AN
— knp N, AN AN, — Kdex Np N
SR — St may N Sig — St
—Invar——— Tl =0 ———
ViR MmNy Ngas ViR
H
+ (kex‘ N e + kex,N;" I’len> ny, - (A11)
(8) N atom:
dl’lN
H
Tl (kiZANne + kiZ,Ni’leH> nN — kN;,NnN; nN
Sir — St ma; 1y SR — St
— I'naite Alcoll ——
IR MmN Ngas VIR

+ 2kgiss N, e + deissanZ‘ He + sz—N’ nN, NN

Sr

+ rAlN , sput VIR ) (A12)
where I’ ﬁlN,SPm 0> TignY, ion, AIN 1S the sputtering flux of N

atoms.

(9) N ion

dny: St (S = S1)(1 = By+)
ar = —sz,Nf nN+nN, — FN* Vin — FN Vin N

+ (kig,Ne + kiy \ne)nx + ki nmNmN; (A13)

(10) Al atom:

dnAl
T = - (kiz,Alne + kg A]”e”)nAl - kchexc”Ar’ nal — kP”Arm LON]
I St
— I aie ES 9N sput T (A14)
IR ViR’

where rAl,sput (1 - 9) Z FlonYmn Al + 0 Z FlOﬂ 1on AIN is
the sputtering flux of Al atoms.
(11) Al' ion

dl’lAl+ S SIR - ST
=Ty 5 — Ty (1= By
dr Al Vir Al ( ﬂAl ) Vir

H H
— (kiz,Al+ Ne + kiz4, Al neH)nA1+ + (kiz, AlMe + kiz‘ AlneH)nAl

+ kchexc”Afr nay + kP [ONIONE (A 1 5)

(12) AI*" ion

dnyp+ St
T = (kiZVAﬁne =+ k;AﬁneH)nAﬁ — FA12+ VIR
Sk — S
— (11— ﬁAlH)%. (A16)
IR

2. Particle balance equations of electrons

(1) Cold electron e:
dn,

a = (kizl’le + ki}zli’leH)(nAr + T’lArH) + (kmlzne + kmlzneﬁ)nmm

H
+ (ka izfte + ki i, 11en )1l + (K 16 + kAl+AiZf’leII)7’lAl+ Me
H H
+ (kNJzne + kN,izneH)nN + (szﬁizne + sz,izneH)nNz
H
+ (kNg‘,izne + kN;"AizneH)nN;“ + kpnAlnArm
Sk — St

- kdissZnsz Ne — FCT . (A17)
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The flux of cold electrons I'. can be calculated as

D. D, U

I'.=D.Vng +— T, nelE X Nl — Rix (1 + T, ) (A18)
where ng &~ 0.4n. is the electron density on the boundary of the
ionization region. D, = —- B is the Bohm diffusion coefficient of
cold electrons, in which w7 is the ratio of electron cyclotron
and collision frequency, and B (T) is the average magnetic field
intensity of the target surface.

(2) Hot electron e™:

dngn 1 Usy e H SR — St
= - —Ira=—"1 Al9
dt CUD/Z ( VIR Q e VIR ( )

where Up, (V) is the discharge voltage and Usy= Up- Uy is the
voltage drop in the sheath. I (A) is the secondary electron cur-
rent, as shown as’

ISC - eST((l - 0) Z rionVion,Al + 0 Z rionyion7AlN)7 (AZO)

in which y is the secondary electron emission coefficient calcu-
lated as

Vion, target = 0-016(Eiz, ion — 2Eq, target), target = Alor AIN,  (A21)

where E,, is the electronic work function of target. For Al and
AIN, E,, is equal to 4.28 eV (Ref. 25) and 3.7 eV (Ref. 26),
respectively.Q" (W/m?) stands for the energy loss of hot elec-
trons in the inelastic collision with the atoms, as shown as
& > (B + Euc)K, ki
e - j,c htc) 1z]neHnJ Edex dexneHnArm (Azz)
j=Ar, Ar™, Ny, NP, N, Al, and Al*,

where Ep =10 eV is the energy loss from hot electron to cold
electron. Ej (eV) can be calculated as follows:

3m
kizEAr,c = kiinz + keerx + kel JTev (A23)
Mar
3m
kmleAr < = kmlemlz + kel e (A24)
Ar
3m,
klZ NZENZ c — klZ Nz iz, N, + kex Nz ex, N, + kel N, 77— Te7 (AZS)
mx,
3m
kizxo Exo ¢ = kizno Ezne + kein, — Te, (A26)
mn,
3m
klZ NEN c = klZ NEIZ N+ kel N < T (A27)
mN
3m
Kiz atEal ¢ = kiz, A1z, Al + kel st — T, (A28)
UON
3m.
kiz,Al+EAl+,c = kiz,AlJrEiz,AlJr + kEI,Al m_lTe' (A29)
Al

The flux of cold electrons 'z can be calculated by’

Dn U
I's = 1 A30
el Rix - et ( + TeH) ( )

1 Tw

TeH B
wT Te

electrons. Ten is the temperature of the hot electron, as shown as™

o

where D = is the Bohm diffusion coefficient of hot
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Usu/3, Te < Usy/3,
T = si1/3, Te < Ussa/ (A31)
T, Te > USH/S

3. Energy balance equation

d /3 PD 3 SIR — ST
—(Zen.Te ) = Fown— — Q — [ ZeTr. 22 2L
dt <2 et e> PWR VIR Q (2 Clele VIR

1 St + (SIR _ ST)(I - ﬂion)
Py Lerr, o . (A32)

where Pp, is the discharge power which could be directly measured
by the discharge experiment. Q (W/m?) is the energy variation of
collisions between electrons and atoms, as shown as

Q= § Ejﬁckizijnenj + EdexkdexnenArm + Edex, N kdex< NP AN
+ Enpnknponone N+ Ene o, kne N, ine N, + Epkpnainiam.
(A33)

Fpwhr is the effective power transfer coefficient (from the power
supply to heat the electron), as shown as

eVirEneVl + Urlp /2
Uplp ’

Fowr = (A34)
where I, is the discharge current. Here, eVirEpVi is the power
input for the heating of second electron, and UirIp/2 power input
by Ohm heating. v!] is the ionization collision of the hot electron
with other particles, as shown as

H H H H
Vi, = Hett (kiz (nAT + nArH) + kiz nam + sz,ianz

+ kN, g KN N R nan Ry ). (A35)

4, |terative modification of the erosion profile

The changed parameters during the iterative process are shown
in Fig. 10.

5. Target poisoning model

Three layers named surface, subsurface, and the bulk, respec-
tively, are always used to describe the target poisoning,””"”’ as
shown in Fig. 11(a). The N; and N sub-plantation takes place
only in case 1, which forms case 2 once the N and N arrive the
target subsurface. However, case 2 will immediately go into case 3
due to the fast erosion of Al layer at high power density, and into
case 4 because of the rapid poisoning at low power density.
Therefore, we can ignore case 2 which includes subsurface, but the
sub-plantation hasn’t been ignored and it is calculated in the reac-
tion from case 1 to case 3 or case 4, as shown in Fig. 11(b).

6. Sputtering yield

All the sputtering yield is calculated by TRIM,” as shown in
Fig. 12.
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