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Abstract: Tungsten erosion and dust occurrence are phenomena of great interest for fusion technology.
Herein, we report results concerning the material damage and dust formation in the presence of high
temperature and large area or concentrated discharges in helium and argon. In order to generate
adequate plasmas, we used tungsten electrodes in two experimental discharge systems, namely a
hollow discharge and a microjet discharge. In both exposure cases, we noticed surface modification,
which was assigned to sputtering, melting, and vaporization processes, and a significant dust
presence. We report the formation on electrode surfaces of tungsten fuzz, nano-cones, nanofibers,
and cauliflower- and faced-like particles, depending on the discharge and gas type. Dust with various
morphologies and sizes was collected and analyzed with respect to the morphology, size distribution,
and chemical composition. We noticed, with respect to erosion and particle formation, common
behaviors of W in both laboratory and fusion facilities experiments.

Keywords: plasma-tungsten surface interactions; nanostructures; tungsten particles; low and
atmospheric pressure plasmas

1. Introduction

Nowadays, the research community searches for alternatives to sustain daily human necessities
in a clean and carbon-free way [1]. The capability of obtaining energy, in order to power up at low
cost and without pollution issues is an important aspect. In this line, thermonuclear fusion promises
an important step forward. In tokamaks, like the International Thermonuclear Experimental Reactor
(ITER) facility presently under construction, plasma is magnetically confined in a large vacuum
chamber shaped as a torus. During operation, plasma instabilities may occur, allowing plasma to come
in contact with the inner wall of the vacuum chamber. This may give rise to plasma facing materials
erosion, due to plasma-wall interactions. The eroded material could be further redeposited in a layer
morphology. Also, due to high internal stresses, the redeposited layers can break, forming small and
large size dusts. Dust occurrence represents a continuing concern in the scientific community for the
thermonuclear facilities, because it raises the risk of contamination, both for the fusion facility and for
the operators [2-5]. These contaminations come from the capacity of the dust material to incorporate
tritium, due to their large specific surface area (SSA). Therefore, laboratory experiments and advanced
computer programs were developed at various fusion facilities in order to understand the damage
effects of the plasma upon the material wall, and also to analyze the dust production [6].
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The identification of materials presenting opportunities for reducing these risks, is of wide
interest [7]. Tungsten was selected as a material for the ITER facility divertor area. This material
has outstanding properties which include a high melting point, low-sputtering rate, and so on [8].
Experiments related to the microstructural changes of tungsten mono-blocks exposed to pulsed high
heat loads were initiated and performed [9]. Also, the morphology of tungsten surface was investigated
after helium implantation. Due to this implantation at various parameters (like the using of single-
crystal or polycrystalline tungsten), the occurrence of surface nano-structuration and nano-fuzz
formation were studied [10]. The investigation of nucleation and subsequent growth of helium-bubbles
networks in tungsten materials could explain the appearance of fuzz-like nanostructures [11]. Further,
studies for understanding the blistering mechanics of tungsten represent a continuous interest [12-14].
Moreover, experiments showed that, in specific situations, pre-damage of W-5% Ta sample induced by
Ar+ ions can enhance the deuterium-induced blistering, with higher deuterium retention inside it as
compared with an un-damaged W-5% Ta material [15].

In addition, in order to obtain a view of these inevitable issues for the future ITER facility,
the computer science domain offers an important and strong alternative. Nowadays, computer science
has made remarkable achievements in developing high-class algorithms, from cloud computing,
simulations, image encryption, biometric data security [16-22], to explaining physical phenomena
which could occur in ITER-like thermonuclear facilities. Here, studies concerning plasma-surface
interactions in tungsten by using high-performance algorithms represents a challenging task, in order
to simulate accurate physics phenomena [23]. In this line, various computer-based models were
developed, like the 3D computational fluid dynamics (CFD) model, for studying the effect of surface
deformation on erosion prediction, due to solid particle erosion in a submerged jet impingement
geometry under liquid-solid flow conditions [24]. Also, simulations for comparing the hydrogen
and helium clustering characteristics of three interatomic potential energy models were developed,
due to plasma-material interactions for fusion applications [25]. Moreover, helium bubble bursting
on the surfaces of tungsten material and the formation of fuzzy-like tungsten nanostructures were
investigated by using molecular dynamics, Monte Carlo hybrid simulation, STRUCTNRA program,
and a phenomenological two-dimensional tungsten fuzz model [26-29]. Thus, in the future ITER
facility, ELMs (large edge-localized modes) are reported to drive a part of the plasma stored energy
onto the machine’s material structures. For a time, the duration of the ELMs, QDT( heating power for
Deuterium-Tritium plasma in ITER) = 10, a single ELM could release an energy of ~30 MJ causing
on the divertor target an energy of 10~15 MJ/m? [30]. Even if ELMs are supposed to be mitigated to
avoid wall erosion, it is likely that they will induce localized melting points on tungsten surfaces,
during tokamak operations [31]. This can induce an enhancement of W-source, including occasional
expulsion of small droplets (80-100 pm), droplets which could further coalesce and grow, creating
disruptions, and ejecting them into plasma [31]. Also, modelling in JET shows that after ~100-200 ps
after ELM appearance, a post-ELM state occurs, which could be described as a reduced plasma causing
further problems during plasma lifetime [32,33]. Due to these serious ELM appearance, various
simulations were made, in order to obtain all the damage possibilities which could be present during
ITER operation [34-39]. Also, ELMs were studied in the DIII-D [40] and COMPASS tokamak [41].
Recent researches offer possibilities to extend the lifetime of plasma facings components, by proposing
an approach of tungsten coating repair [42].

Motivated by the above information, the study of dust occurrence is an ongoing research
domain. However, the testing of materials in conditions close to fusion is a costly and difficult task.
The availability of Tokamaks is very limited. Post-mortem analyses of samples provides only partial
conclusions, and often there is no option for repeating experiments to verify the hypotheses. In fact,
as it is argued in reference [43], the WP-PFC work package includes experiments with laboratory
heat-load facilities and linear plasma devices (JUDITH, GLADIS, PSI-2, PILOT PSI, MAGNUM, etc.),
which are large infrastructures. Therefore, the experiments at normal laboratory conditions, feasible
with small personal and at low cost are valuable tools for completing the knowledge of the materials
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behavior. This is possible because the continuity in the characteristics of materials may extend on
large range of parameter values. For example, in the case of tungsten, the exposure of surfaces to
heating and He plasma showed the fuzz appearance, in conditions created in Tokamaks [44], Pilot PSI
experiments [45], by simultaneously exposure to heat by laser and He plasma [46], but also in normal
laboratory hollow cathode discharges [47]. Similarly, particle formation (droplets, debris, nanoparticles)
is a common phenomenon in magnetron sputtering and plasma jets [48-50], in spite of the fact that
plasma configurations are very different for Tokamak plasmas. So, laboratory scale experiments are
meaningful even if the conditions are apparently very different, just because they emphasize the similar
behaviors of materials.

In this paper, we study the interactions between plasma and tungsten surfaces in order to
investigate the erosion/melting/vaporization phenomena, and as a direct consequence, the dust
occurrence. Special generating systems were designed and used, namely a hollow cathode (HC) [47]
and a microjet discharge (MD) [50]. The experiments were made with helium and argon gas,
in order to investigate soft and hard damages of the exposed tungsten surfaces. In both plasma
configurations, we have obtained modifications of the exposed tungsten surfaces. The phenomena
of erosions (by using He gas) and sputtering (by using Ar gas) were obtained in HC configuration.
Nevertheless, melting/vaporization and small erosion evidence were obtained, by using Ar gas in
MD configuration. These surface modifications are highlighted in the current paper, along with the
appearance of fuzz structures (in the case of using He in MD), the occurrence of dust with various
shapes and sizes, nano-cones, and nano-fiber morphologies (in the case of using Ar in MD). Moreover,
we were able to collect dust material produced after plasma—material interaction. Nevertheless,
dust formation mechanism is described for both HC and MD plasma configurations, along with a
statistical description of dust. Several techniques have been used in order to observe the plasma impact
on the exposed tungsten material. In this line, the scanning electron microscope (SEM), the contact
profiler, and the X-ray photoelectron spectrometer (XPS) instruments were used. All the experiments
have been conducted to assess the formation of tungsten dust (particles) as well as the formation of
various nanostructures (fuzz, nano-cones, nano-fibers columns, solidified droplets) on the exposed
tungsten surfaces.

2. Materials and Methods

2.1. Dedicated Experimental Setups for Plasma Generation

The hollow cathode [47] (HC) setup (Figure 1a) uses a stainless-steel vacuum chamber (HydraCool,
Kurt Lesker company, 30 cm diameter and 60 cm height) inside which are placed two parallel tungsten
plates (3 cm X 1.5 cm X 0.3 cm), separated by 3 mm distance, which are electrically connected and
serve as RF (13.56 MHz) electrodes. The electrical ground of the discharge is the chamber itself.
By applying the RF power, a discharge is ignited between the plate electrode and the chamber wall:
in appropriate conditions of pressure and power, the narrow space between the plates becomes the
place of a hollowcathode discharge. This happens because the RF discharge is highly asymmetric (the
electrode surface is much smaller comparing with the grounded chamber itself) and a high negative
self-bias is created on the double plate electrode. The peculiarity of the HC discharges consists in the
trapping and oscillation of the discharge electrons in-between the two plates. Because the two plates are
both negatively self-biased, which is an effect of the asymmetric RF discharge, the secondary electrons
emitted by a plate perpendicular on its surface travel toward the opposing plate from where they are
repelled back in the inter-plate space. As a consequence, electron densities in the range of 10’ m=3
electron temperatures of about 3 eV are peculiar for the discharge. The negative self-bias also causes
an important ion bombardment. The experimental parameters corresponding to discharge operation
in the HC regime in helium were identified as follows: an input power of 200 W, and pressure of about
40 mbar, and an exposure time of 15 min. The temperature reached by the W plates was between 1200
and 1500 °C, and was measured by using an optical pyrometer (OPTRIS Ctlaser, version 3SMH CF3).

and
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The material removed from the heated double-plate electrode was collected on a substrate holder and
vertically placed above the double plate electrode, at 6 mm, 10 mm, 20 mm, and 40 mm. Experiments
were performed for 15 min duration.
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Figure 1. Schematic views of: (a) Hollow-Cathode setup configuration, and (b) Microjet
discharge configuration.

The microjet discharge [50] (MD) setup (Figure 1b) comprises two parts. In a quartz tube of
20 mm diameter is enclosed the plasma source, where the RF electrode is a tungsten bar of 1.5 cm
length and 5 mm diameter, and the grounded electrode is a disk-shaped plate nozzle. The electrodes
are separated by a 3-mm distance. The second part is represented by a larger quartz tube, where the
collector is placed. The two setup parts are connected by the plate nozzle and communicate through the
nozzle orifice. During discharge ignition, a microjet plasma is formed, anchored with one end on the
surface of the electrode and expanding through the nozzle in the collector space [50-52]. The formation
of the micro plasma channel was studied in Reference [52]. The electron densities, evaluated from
spectral data, are in the range of 102°~10?! m~3. The electron temperatures were found to be low, about
0.7 eV. As plasma is highly collisional, the ions energy are low, and sputtering effects by ions should
be negligible. The experimental parameters leading to the microjet discharge regime were the input
power in the range of 20 W-100 W, gas flow rate of 4000 sccm, pressure 1000 mbar. The material eroded
from electrode was collected for 30 min.

Before the experiments the discharge chambers were evacuated at 3 X 1072 mbar. We have used
used Ar 5.0 (purity >99.999%) and He 6.0 (purity >99.9999%). The gases were injected by using
calibrated gas flow meters. Due to the differences in the system configurations, the pressure was
adapted to each plasma method. In the case of hollow cathode discharge, 400 sccm of He and 1000 sccm
of Ar gas were continuously introduced, leading to a total inner pressure of 40 mbar. In the case of
microjet discharge (MD), we used 4000 sccm for He, or 4000 sccm for Ar. In this case, the pressure
inside the experimental system was 1 atm.

2.2. Methods of Surface Characterization and Materials Analysis

The exposed tungsten surfaces were analyzed by using the Scanning Electron Microscope (SEM)
FEI Inspect S50, using an acceleration voltage of 15 kV and 20 kV. Statistical analysis was obtained by
processing the initial SEM images with Image] software (v1.53c version, National Institutes of Health
(NIH Image), Washington, DC, USA). We have used the KLA Tencor P-7 contact mode profilometer,
equipped with a diamond tip, and having a radius size of 0.150 nm. In order to determine the surface
roughness, the samples were scanned for an area of 1.5 X 1.5 mm, with a distance of 10 um between
profiles, an applied force of 1 mg, and a scanning rate of 100 um/s. All profile measurement units,
used in the current paper, are approved by KLA Tencor P-7 instrument. The results were processed
with APEX 3D BASIC V7 software program, Digital Surf, Besan¢on, France, and approved by ISO
25178. For chemical investigations we have used the X-ray Photoelectron Spectrometer (XPS) K-Alpha
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Thermo Scientific instrument (ESCALAB™ XI+, East Grinstead, UK), equipped with a monochromatic
AlK« X-ray source.

3. Experimental Results

3.1. Plasma-W Surface Interactions in the HC Configuration

In order to investigate the influence of He or Ar plasmas interactions with W surfaces at low
pressure, we have used W plates with polished surfaces, with an initial roughness (RMS) of 0.0711 pm.
The thickness of both parallel plates was chosen to be the same. During experiments, plasma is
localized between these two plates. In Figure 2 is presented an optical image of a W plate exposed to
Ar plasma. The blackish part, denote by initial, was not affected plasma, being covered by the sample
holder. The eroded region (plasma-exposed) is delimited from the initial, and has a grey color in the
image. Herewith, for further investigations, the eroded zone was divided in three parts: L = left part,
C = central part, and R = right part (Figure 2).

Figure 2. Example of Ar plasma exposed W plate; defining the measured regions.

Figure 3 illustrates the modification of the initial W surfaces, at center, when exposed to He and
Ar plasma. The initial W plate presents a smooth roughness, while in the case of the plate exposed to a
He plasma the morphology indicates an increment of the surface roughness. Moreover, by exposing
the plates to Ar plasma, a mountain-like patterning is produced, which can be assigned to the intense
erosion process sustained by the bombardment of Ar ions. It is worth mentioning that the results at
the left and right sides are similar to those obtained in the center.

Figure 3. SEM images illustrating change of the initial W surface morphology by exposure to
Hollow-Cathode discharges to He and Ar plasmas.

For further surface investigations, the exposed W plates were analyzed by profilometry.
The measurements were recorded for an area of 1.5 mm X 1.5 mm. Figure 4 presents the results.
The homogeneity of the plasma exposure on the surface was established by investigating the roughness,
for every case, in three zones (L, C, and R). From the beginning, the RMS of the initial W polished
plate was 0.0711 pm. In the case of He plasma exposure, the RMS from L and R (left and right)
are approximately the same (0.157 um and 0.161 um), while in the central part, the RMS is higher,
at 0.198 um. In the case of Ar plasma exposure, the L and R parts have the same RMS values (4.11 pm
and 4.12 pum), and this increased in the central part, up to 5.09 pum (RMS values).
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Figure 4. Profiler surface analyses (RMS and 3D views)-W plates in Hollow-Cathode discharge: (a) the
left-side point of the W sample exposed to He plasma; (b) the center point of the W sample exposed to
He plasma; (c) right-side point of the W sample exposed to He plasma; (d) the left-side point of the W
sample exposed to Ar plasma; (e) the center point of the W sample exposed to Ar plasma; (f) right-side
point of the W sample exposed to Ar plasma.

First, the contact profiler analysis supports the SEM investigation. On average, the roughness
created by He plasma is about 20 times smaller compared to Ar plasma. Further, the erosion process is
more intense, in terms of surface damaging, in case of Ar plasma. Second, the results obtained reveal
that, for both He and Ar plasmas, the erosion intensity is equivalent in the left and right sides of the
exposed plates, but stronger in the central part of the plates. This surface distribution is explained
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by the fact that HC plasma is concentrated at the middle of the parallel plates. Also, a lower sample
temperature is noticed at the sample margins.

Dust (Particles) Production in HC Configuration

Dust (particles) production represents the consequence of plasma-W surface interactions. The size
distributions, shapes, and number of the obtained particles are strongly related to the plasma parameters
and with the geometry of the experimental configuration. In this line, we have tried to collect and
analyze the produced particles, and compare the influence of He/Ar plasmas-surface interactions upon
dust formation. In Figure 5 are shown the results of SEM analyses of the collected material. In both
He (Figure 5a) and Ar (Figure 5b) plasma exposure, the material consists of a deposited layer of dust,
aggregated from small particles.
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Figure 5. SEM images of W dust obtained in Hollow-Cathode discharge: (a) He discharge; (b) Ar
discharge; and (c) Particles size distributions for Ar discharge.
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Using He plasma, the morphology of the collected dust depends only slightly on the distance.
Dust is present predominantly as layers formed from particles, with sizes below 100 nm. Because
of the obtained continuous morphologies consisting of merged particles, we could not proceed for
size distributions.

In the case of Ar plasma exposure, beside the presence of small particles, the appearance of big
agglomerates is observed at increased distances. In Figure 5c¢ are shown the particle size distributions
obtained in argon discharge, for each distance. Each histogram was obtained with Image] software in
manual mode by measuring an area of 3520 um? from every initial SEM image. An interesting result
occur at 6 mm. Here, we can observe a double histogram, with two distribution peaks at 225 nm and
1725 nm. This result is correlated with SEM image, mainly: the particles are distributed on surface in
individual small cauliflower-like particles with sizes around 200 nm, and big agglomerate particles
with sizes, which could achieve 2816 nm in diameter. In addition, by calculating the particles mean
size of the double histogram, we obtain a value around 537 nm. Increasing the distance at 10 mm,
the particles mean size decrease around 520 nm, and with a distribution peak at 425 nm. As we saw
in the case of using helium, here at 10 mm we observe a layer of merged particles, and individual
cauliflower-like particles on top of it. It is worth mentioning that for the statistical description we
have considered only the individual particles. Furthermore, by continuously increasing the distance at
20 mm and 40 mm, the particles morphology is changing, from individual cauliflower-like particles to
faced particles arranged in clusters. Also, the size of particles decreases with distance, from a mean
size of 511 nm at 20 mm, up to 203 nm (mean size) at 40 mm. We did not observe major changes of the
density of particles for all distances. Thus, by considering the unmeasured merged particles, which
compose the film, we can assume a higher value of the particles density for the samples obtained at
6 mm and 10 mm.

The processes which are involved in producing particles in hollow cathode (HC) configuration are
presented in the following paragraph. In HC configuration, plasma can be described as a homogenous,
confined, and stable discharge between the two W parallel plates. HC is characterized by a high
density and high energy of the electrons. Here, electrons are trapped and oscillate between the parallel
plates, creating numerous ions. The negative self-bias of the plate ensures high energy of the ions,
in the range of tens or hundreds of eV, which conducts to sputtering and therefore erosion. In this line,
small amount of metallic material is removed from the exposed plates. Further, the metallic material is
transported by plasma and gas, from the parallel plates up to the substrate collector. Metallic particles
grow and nucleate at two levels. First, during plasma transportation, small particles are formed and
grow by surface additions. A second growing stage of the particles could be observed at the collector
level. Here, the particles continue to grow forming a film, composed from merged particles. In the case
of helium gas, the presence of erosion is highlighted in Figure 3 He/Center, and in the profilometry
results (Figure 4, left side column). Sputtering processes occur by using argon gas. Here, the surface of
the exposed plates presents morphologies related to mountains and valleys, with sharp edges (Figure 3
Ar/Center) and with a high roughness (Figure 4, right side column).

These results show that by exposing the W plates to He and Ar plasmas, in hollow cathode
configuration, dust can be collected even at high distances (40 mm) from the electrode. Dust can be
found on the collector surface in the following forms: merged particles as a continuous film, individual
cauliflower-like particles, faced particles arranged in clusters, and big agglomerate particles, which are
aggregates of small particles.

3.2. Plasma-W Surface Interactions in the Case of Microjet Discharge

In the case of the microjet the discharge evolves like a constricted columnar plasma (microjet
discharge-MD), which is always anchored punctually on a small zone (spot) of the electrode surface.
Therefore, we focus the study on the modification of the tungsten surface at the spot area. The footprint
of the spot is observed in Figure 6. Around the erosion spot is easily to observe signs of local melting.
The size and shape of the erosion spot, and the surface morphology in its vicinity are dependent on the
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input RF power. The effects of the plasma—-tungsten surface interaction at high power density values,
corresponding to the spot area, were studied by using both He and Ar as gases. Due to experimental
constraints, we have chosen to vary the RF input power, in order to understand the appearance of the
erosion/melting spot.

W electrode/ Ar/ 20 W
- Melting zones-

Erosion spot

7

Melting/
vaporization

Figure 6. Example of erosion/melting/vaporization damage of W electrode exposed at a microjet
discharge in Ar at Prf = 20 W, p = 1000 mbar, ¢ = 30 min.

The results of the interaction between the micro discharge and tungsten surfaces are presented in
Figures 7-13.

Thus, in Figure 7, the input power was not so high to produce major changes on surface; however,
the results show two type of phenomena of the exposed surfaces. First, there is the appearance of small
size fuzz structures, at 20 W, 60 W, and 100 W. Here, at 100 W, in the point where the microjet was
anchored, a strong foam/fuzz-like surface structures were formed directly from the electrode. Secondly,
signs of removed bulk material from the surface by using an input power of 40 W and 80 W are evident.
In fusion domain, helium is well-known for the formation of gas bubbles inside the exposed bulk
material. Those bubbles are accumulating inside the bulk material and migrate, forming blisters and
fuzz structures on the material surface. These effects are also observed in the present experiments.

The case of Ar microjet (Ar-MD) exposures reveals other interesting results regarding the surface
morphologies. Here, the erosions are clearly delimitated and around the spot, and we have identified
solidified dust-like particles with various sizes and shapes. By varying the input power from 20 W
(Figure 6) up to 100 W (Figure 8), we can observe the increasing of the erosion spot. Also, the bottom
of the spot is extremely smooth, and we could not identify spatial features.

In the following figures (Figures 9-13), we present images recorded for the margin zones of
the exposed electrodes, for an input power between 20 W and 100 W. In contrast with the bottom,
the margins of the spot reveal interesting features. They were available only by using Ar gas. In addition,
the formed vertically like structures were not observed elsewhere on the substrate collector. In Figure 9,
we can observe the investigated margin area, for an input power of 20 W. On the surface of the electrode,
particles with cauliflower-like shapes were formed. The SEM images indicate that the surface became
particle-like structured.
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W electrode/He/ 60'W W electrode/He/ 80 W
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Figure 8. SEM images of W surface electrodes exposed to Ar-MD for 40 W-100 W.
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W electrode/ Ar/ 20 W

Figure 9. Margin zone_SEM images of W surface electrodes exposed to Ar-MD.

Further, by increasing the input power to 40 W (Figure 10) in the margin area, we can identify
various type of structures: (a) cauliflower structures, (b) columnar structures, and (c) nano-cone
structures. The morphology of the observed structures indicates a growth from liquid and vapor phases,
thus support the occurrence of electrode local melting and vaporization phenomena. Such morphologies
could enhance the catalytic effects and could be used for industrial purposes.

Figure 10. Margin zone_SEM images of W surface electrodes exposed to Ar-MD: (a) combinations
between cauliflower and solidified droplets shapes, (b) columns structures and (c) nano-cone structures.

Argon gas is known for its sputtering properties. In our case, we assume that the melting and
vaporization phenomenon is combined with the sputtering property of argon, and conducted at the
formation of the columns and nano-cone structures. These vertical morphologies were noticed being
formed only on a small part at the margin of the Ar plasma-material interaction spot. In Figure 11 is
presented the image corresponding to the input power of 60 W. It can be seen also that the surface
denotes the redeposition and formation of particles stuck on the bulk material.
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Figure 11. Margin zone_SEM images of W surface electrodes exposed to Ar-MD.

Interesting results occur at an input power of 80 W. In Figure 12, we can observe two types of
morphologies which are present in the margin zones of the erosion spot. Figure 12a shows erosion
traces and redeposit particles. This phenomenon could be related to localized instabilities of the MD
configuration. Figure 12b shows the formation of the nanofibers and nanotubes distributed over the
bulk material.

2 Fepd BB AT AN
Welectrode/"” -
1 A/ 80W™ .
F IR e e B

% '.hr- ,'/‘

Figure 12. Margin zone_SEM images of W surface electrodes exposed to Ar-MD: (a) Particles;
(b) nanofibers.

Interestingly, at higher input power (100 W), we cannot observe structures in the margin zone
of the eroded spot. In Figure 13, we can observe only the spot with a smooth bottom, and the clean
surface of the un-affected electrode, even with a detailed analysis of the entire electrode surface.

Figure 13. Margin zone_SEM images of W surface electrodes exposed to Ar-MD.



Appl. Sci. 2020, 10, 6870 13 0f 23

In the above results, we could observe evidence of material erosion, and a tendency of dust
formation near the erosion spot. Having this in mind, we continue to analyze and investigate what
happens with the material removed during plasma lifetime

Dust Particles Production with MD Configuration

As in the case of He-HC and Ar-HC configurations, dusts are produced with microjet discharge.
Here, the particles were collected on silicon substrates during experiments. In Figure 14 are illustrated
the results of the obtained dust, due to He-MD and Ar-MD interactions with tungsten electrode surface,
for input powers between 20 W and 100 W. Measurements regarding size distributions were obtained
from the initial SEM images using Image] software in manual mode. Also, we acknowledge the area of
3520 um? which was used in this case for statistical description.

In the case of helium discharge (Figure 14a), on the collector are obtained only small signs of dust
(Figure 14, He/100 W) along with removed bulk material. From these results, we can remark that by
using helium in the discharge, we removed only small amounts from powered electrode material,
and in the same time, we obtained fuzzy structures on the exposed electrode surface. Dust sizes varies
from tens of nanometers specific to the small particles observed backward (Figure 14a He/80 W and
He/100 W), up to tens of microns. Due to a lack of dust for some samples, and the amount of dust with
an undefined morphology, we could not perform a rigorous statistical description for this case.

In the case of argon discharge (Figure 14b), the obtained particles have a cauliflower-like shape,
and with sizes which increase with the applied input power. In Figure 14c are illustrated the size
distributions for each sample. At 20 W, the particles mean size is 462 nm, and with a distribution peak
of the histogram around 300 nm. By increasing the input power at 40 W, the mean size of the particles
increases at 508 nm, but the histogram shows a peak distribution at 300 nm. From these first results,
we can observe that an important number of particles with dimensions around 300 nm are obtained at
20 W and 40 W. By continuing with a power of 60 W, we obtain particles with sizes around 1134 nm,
arriving at dimensions of 2041 nm for 80 W and 4365 nm at 100 W. Thus, according to particle density
values, by increasing the power, we obtain fewer particles, but with bigger sizes.

Concerning particle formation in the microjet discharge (MD) for both helium and argon gasses,
we will describe the processes in the followings. In MD configuration, plasma is described as a
constricted jet, anchored on the surface electrode, in a well-defined spot. In our previous work [50],
in the particle formation and transport section, we described the processes involved during tungsten
particles production. In this line, we acknowledge the melting and vaporization processes at electrode
level, due to heat dissipation in the anchored spot. These processes assure the appearance of metallic
tungsten vapors and droplets, being a direct consequence of the fact that the main part from the current
is passing through the well-defined spot, thermally affecting the exposed surface. SEM measurements
from Figures 6 and 8 illustrates the melting process from the surfaces. Moreover, the presence of big
condensed particles, in the margin region of the spot (Figure 10a), reveals the formation of droplets
during melting process. Further, the metallic vapors and detached droplets suffer the process of
nucleation and condensation, forming the primary W particles. During plasma and gas transportation,
the primary particles are continuously growing by atomic addition.
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Figure 14. SEM images of W dust obtained in Microjet Discharge: (a) He discharge; (b) Ar discharge;

and (c) Particles size distributions for Ar discharge.

Moreover, the processes involved in particles formation start from the interactions between the
microjet discharge (MD) and the powered electrode. In the case of helium gas, the main morphology
obtained at electrode level is fuzz. This result is related due to helium incorporation inside the bulk
material in bubbles form. Due to inner mechanical stress of the bulk material, He bubbles are pushed up,
producing disruptions and formation of the further fuzz at the surface of the bulk material (e.g., Figure 7
at 100 W and 60 W). Thus, particles production in He atmosphere is focused on big particles with
undefined morphology (e.g., Figure 14 at 40 W) and very small particles (e.g., Figure 14 at 80 W and
100 W) which could be barely observed in the backward of the big undefined particles. In the case of
using argon gas, the interaction spot is well defined, and we observe some traces near spot margins,
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suggesting the predominance of the erosion processes (Figure 12a). Also, the appearance of columnar
morphologies (Figure 10b,c and Figure 12b) is related to the usage of argon, being well-known for
sputtering properties, and combined with the melting and vaporization processes, we obtain columnar
morphologies, grown from and on the exposed bulk material, at the margin of the interaction spot.
Particles with cauliflower and droplet morphologies are also present near interaction spot. The results
show that in the case of helium gas, the melting process is not so intense as in the case of argon gas.
For both helium and argon gasses, we have already acknowledged at the beginning of this section the
morphologies and statistical analysis of the collected particles.

These results are correlated with the fact that, on the surface of the electrodes, He-MD and Ar-MD
interact differently with tungsten material. Helium plasma give rise only to a slight erosion at the
electrode surface, resulting nano-structuration and blistering, releasing only small amounts of metallic
vapors, which could be further transformed in dust. On the other hand, argon plasma interacts strongly
with the tungsten electrode surface, giving rise to melting and vaporization, which are the major
sources of dust (particles) production. The plasma sputtering thresholds are above 200 eV for He on W
and only ~30 eV for mono charged Ar on W material.

4. Chemical Analysis of Produced Dust

The obtained dust (particles) from both HC and MD configurations, were analyzed in order
to establish the chemical composition. Survey spectra were recorded at a pass energy of 50 eV to
determine the atomic fraction of the tungsten particles surface, while the high-resolution spectra for
Cls, Ols, and W4f binding energy regions were measured at a pass energy of 20 eV in order to evaluate
the elemental bonding states of the as-resulted dust. Peak positions were calibrated according to the
standard Cls peak (284.8 eV). The spectra acquisition and data processing were performed by using
the advanced Avantage data software. The W4f spectra were fitted with Gaussian Lorentz product line
shaped doublets after Shirley type background subtraction. Several constrains were initially applied,
as the full width at half maximum (FWHM) considered identical for both spin-orbit coupling peaks
and the energy splitting, and then were allowed to vary. In the following, we present the results of low
and high-resolution XPS spectra collected after a 15-s Ar+ etching of the surface of particles deposits.

4.1. XPS Analysis of Dust (Particles) Obtained by HC Discharge

Dust obtained in HC configuration, at low pressure, presents specific chemical composition. In this
line, in Figure 15 we can observe the survey spectra recorded for dust obtained in He-HC (Figure 15a)
and Ar-HC (Figure 15b) configurations. The atomic concentrations of four major zones, mainly the
Wi4f, Cls, N1s and Ols, were measured for HC in Ar and He. These results are presented below,
in Table 1. Survey spectra reveal besides the reported peaks, some additional peaks which are assigned
to the copper and zinc as contaminants elements. Here, copper is coming from the copper electrode
holder, while zinc comes from the entrapped contaminants in the inner wall of the reaction chamber,
as a consequence of other previous plasma experiments in the same reaction chamber. These additional
peaks were not considered in the quantification of the elemental concentration in the as-synthetized
materials, and therefore we did not consider appropriate the assignment of these elements.

Helium plays an important role in fusion facilities, making it a topic extremely studied. As we
already mentioned it in this paper, we are aware of its capability of penetrating in the bulk materials.
Herein, we wanted to investigate the influence of helium in the removed material, mainly in dust
(particles). Even if we have made an etching step, for removing various contaminants, we have
observed the presence of the carbon and nitrogen in the particles. It is possible that, during particle
formation, helium will enhance the trapping process of the gases in the redeposited materials. From this
result, we can observe also that helium plasma amplifies the absorption of carbon in deposited materials,
which increase from 15.62% at 6 mm, up to 30.53% at 40 mm. The presence of carbon in the materials
could be correlated with the residual compounds from desorption of the inner chamber wall of the
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experimental system and from the ambient atmosphere, after the material was taken off from the
experimental chamber.
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Figure 15. XPS Survey spectra of the obtained particles: (a) He-HC configuration; (b) Ar-HC configuration.

Table 1. Atomic concentrations of the obtained particles in He-HC and Ar-HC.

At (%) (He-HO) At (%) (Ar-HO)
Waf Cls Nis O1s Waf Cils Nis O1ls

6 mm 34.48 £ 0.29 15.62 + 0.64 18.75 + 0.53 30.94 + 0.32 4223 +£0.24 / 7.03 +2.13 50.74 £ 0.20
10 mm 27.35+0.37 16.67 + 0.60 9.49 +£1.58 46.48 +0.22 32.88 £ 0.30 / 52+288 61.91 £ 0.16
20 mm 12.75+0.78 18.45 + 0.54 15.74 + 0.64 53.06 + 0.19 51.60 £+ 0.19 / 4.62 £3.25 43.78 £0.23
40 mm 26.99 + 0.37 30.53 + 0.33 10.36 + 0.97 3212 +0.31 61.27 £0.16 / 6.18 £2.43 32.55+£0.31

Distance

In the case of using argon, we can observe the absence of carbon and a very low atomic concentration
of nitrogen in the material. In this case, the new formed particles will contain tungsten and oxygen.
Moreover, we can observe a decreasing of the oxygen component (from 50.74% up to 32.55%) in the W
dust, by increasing the distance between the plasma discharge and the substrate holder (from 6 mm
up to 40 mm). By continuing the chemical analysis of the obtained particles, in Figure 16, we have
shown the variation with the distance of the atomic concentrations of W and O from the XPS Survey
low-resolution spectra, for both He and Ar plasmas in HC configuration. The non-monotonous trend
can be explained by the fact that XPS spectra were acquired from an area with low particles density on
the substrate surface, resulting in less atomic contribution of metal in recorded spectrum, due to the
limitation imposed by the low resolution of optical camera of the XPS. The blue graphs are related to
helium plasma exposure (He-HC), while the red graphs are correlated with argon plasma exposure
(Ar-HC). In addition, the filed points are related to Oxygen atomic concentrations, while the empty
points are assigned to Tungsten atomic concentrations. By using helium, in the obtained particles,
we can observe a decreasing of tungsten atomic concentration with increasing the distance between
electrode plates and collector. In contrast with helium, argon plasma exposure promotes an increasing
trend of tungsten atomic concentration due to distance variations, to the highest concentration of about
61.27% at 40 mm. However, the particles oxidation take place for both He-HC and Ar-HC plasma
configurations. The substantial contribution of atomic oxygen in the obtained materials is due, on one
hand, to the affinity of this element for metals during the formation process of the metallic particles,
and on the other hand, the surface oxidation in the ambient atmosphere. Moreover, the oxidation
rate is more pronounced in the case of Ar-HC configuration suggesting that more energetically Ar+
ions favoring the free radicals at the particles surface which are satisfied with oxygen in the natural
environment. This phenomenon could be also possible due to a difference in the specific surface area
(SSA) of the obtained particles.
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Figure 16. XPS analysis of the obtained particles in He-HC and Ar-HC discharges: The influence of
distance upon W4f and Ols atomic concentrations.

In order to have a better understanding of the elemental bonding states of the as-synthetized
particles, high resolution spectra were recorded for W4f, Ol1s and N1s binding energy regions. Herein
is presented the deconvolution of the most complex shape corresponding to W4f binding energy region,
which suggest the chemical bonding states that can occur in the HC configuration synthesis process.

In Figure 17, three graphs are illustrated which corresponds to the following high-resolution
spectra. Figure 17a shows the deconvolution of W4f high resolution spectrum for the material obtained
at 10 mm distance in He-HC configuration. Figure 17b shows a comparison of W4f binding energy
regions for the resultant materials obtained in He-HC configuration for all investigated distances
(640 mm). Figure 17c shows the evolution of W4f high resolution spectra for all investigated materials
obtained in Ar-HC configuration. The W4f high-resolution spectrum, for the He-HC plasma resulted
material (obtained at 10 mm distance), was fitted with four doublets, W4f;,, and W4fs)y, separated by
2.18 eV, corresponding as follows. An important contribution of 42% is devoted to tungsten trioxide
(WO3), a contribution of 27% for tungsten dioxide (WO5), and a lower contribution of 11% for metallic
tungsten state (W) and tungsten carbide (WC) with a contribution of 16%, as a consequence of carbon
contamination both in the synthesis process and in the natural environment.

The W4f high-resolution spectra recorded for the materials obtained in the case of He plasma for
various distances, are displayed in Figure 17b. We can observe that all investigated distances reveal
the obtaining of materials with a complex bonding state for the tungsten atom, from metallic tungsten,
to tungsten oxides and tungsten carbide.

In the case of 20 mm distance, the tungsten bonding states indicate a simpler structure in the
resulted materials, mostly based on the tungsten trioxide. However, in all investigated distances,
the carbon contamination is evidenced. Due to the unavoidable carbon contamination in the natural
environment, the atomic carbon contribution in the synthesis process is difficult to be quantified.

The evolution of W4f high-resolution spectra recorded for the obtained materials in Ar-HC
configuration are depicted in Figure 17c. The chemical structure of the resulted materials for all
investigated distances reveals a chemical composition based mainly on tungsten dioxide for 6 mm,
20 mm, and 40 mm. In the case of the 10 mm investigated distance, the envelope for W4f evidences
a more complex shape in this case, with the doublets specific to tungsten dioxide and tungsten
trioxide. The more complex chemical structure in this case can be explained, either by environment
conditions change which can drastically influence a strong temperature dependent process, either
by a non-homogeneous plasma localized at this distance which can possibly conduct at a higher
oxidation rate.
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4.2. XPS Analysis of Dust (Particles) Obtained in MD Configuration

In the case of atmospheric pressure, the particles were analyzed only for Ar-MD configuration.
For He-MD configuration we could not obtain enough particles on the collector, due to low
erosion/melting of the process. For this reason, in the following, we will present only the results for
the particles obtained in argon plasma. The investigation of this process was based on the variation
of input RF power. The relative atomic concentration of the produced materials as a function of the
input RF power, as determined from the interpretation of XPS survey spectra (Figure 18), is reported in

Table 2.
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Figure 18. XPS Survey spectra of particles obtained in Ar-MD configuration.
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Table 2. Atomic concentrations of the obtained particles in Ar-MD configuration.

At (%) (Ar-MD)

Power(RF)

Wdaf Cils N1s O1ls
20W 26.86 + 0.37 12.07 £ 0.83 6.27 +£2.39 54.8 +0.18
40W 20.29 + 0.49 18.99 = 0.53 7.28 +2.06 53.44 + 0.19
60 W 19.65 + 0.51 26.42 +0.38 745 +2.01 46.48 +0.22
80 W 21.13 + 0.47 19.18 = 0.52 6.06 +2.48 53.63 +0.19
100 W 21.13 + 0.47 17.32 = 0.58 9.26 + 1.62 52.28 +0.19

By analyzing the spectra, we could observe the chemical signature of W4f, Ols, Cls and Nls.
As we can see in Table 2, the W4f atomic concentration is between 19% and 27%, Ols is ranging
between 46% and 55%, Cls is between 12% and 27%, and N1s between 6% and 9%. We could not
observe any trend in the atomic concentrations during power increasing. Thus, with MD, although we
have used argon, we still have carbon in the particles and a low concentration of nitrogen, in contrast
with the particles obtained by using argon HC plasma at low pressure.

The survey spectra recorded for particles obtained in Ar-MD configuration reveal an atomic
contribution mostly based on tungsten and oxygen, and low contribution of nitrogen, present as a
contaminant in the process of particles formation. Carbon contamination is also noticed here, most
probably both from the particle’s formation process and from the natural environment exposure.

Considering, the almost constant value of W/O ratio (0.4) for all investigated input RF powers,
we can suppose that chemical structure of these particles is mostly based on tungsten oxides. In the
case of 20 W applied RF power, the W/O ratio present a higher value (0.5), suggesting in this case,
most probably, a more pronounced tungsten oxidation rate. Therefore, it is very important to have a
complex view on the chemical bonding states of tungsten atom in the particles chemical structure.

In this context, in the following we will discuss the influence of input RF power on the W4f energy
region, as well as the deconvolution of this specific region for better knowledge of W-O type bonds in
the particles chemical structure. Figure 19 presents the evolution of W4f energy region upon applied
RF powers, depicted in Figure 19b, and deconvolution of W4f spectrum recorded for 20 W input RF
power, depicted in Figure 19a.
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Figure 19. XPS analysis of the obtained particles in Ar-MD configuration: The influence of input power
upon Wi4f zone: (a) W4f deconvolution of Ar-MD at 20 W; (b) W4f zone of Ar-MD for 20 W-100 W.

The W4f high-resolution spectrum recorded for the material obtained in Ar-MD configuration,
at RF input power of 20 W was deconvoluted with four doublets, W4f;, and W4f5), reveling a complex
chemical structure of this material, as follows: tungsten trioxide (WOj3) with an important contribution
of 46%, tungsten dioxide (WO,) with a contribution of 26%, metallic tungsten state (W) is evidenced
with a lower contribution (10%), and tungsten carbide (WC) is also present with a contribution of
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18%, as a consequence of carbon contamination both in the synthesis process and in the natural
environment. The evolution of W4f spectra, for the particles obtained in Ar microjet configuration with
the investigated RF power, reveal a mixed chemical structure with the contribution of various bonding
states of tungsten atom, metallic tungsten, dioxide and trioxide of tungsten, as well as tungsten carbide
for soft RF input power (20-60 W), while a simpler chemical structure with a major contribution of
tungsten trioxide is evidenced in the case of higher input RF power (80-100 W).

5. Conclusions

The paper focuses on the behavior of the tungsten material exposed to a plasma medium, which
could be further correlated with particular results from fusion facilities. In this line, the experiments
were performed in order to emphasize material damages and dust formation, as direct consequences of
the plasma—-tungsten surface interactions. For both low and atmospheric pressure, we have used two
gases, namely helium and argon, in radiofrequency discharge (13.56 MHz). In fusion facilities, argon
could be introduced in the divertor region in order to radiate part of the conducted power, so studding
argon is completely fusion relevant.

Low-pressure plasma experiments, in the hollow cathode configuration, offered a perspective for
a large area surface damaging. From SEM measurements, we could conclude that both exposed W
plates were damaged after plasma exposure. In the case of helium plasma, the surface presents soft
erosions all over the plate, while argon plasma had facilitated an intense erosion, making the exposed
W plate patterned with mountain-like structures. Further, the profile measurements proved, in terms of
roughness, the strong erosion form the exposure to argon plasma. Moreover, we observed an identical
phenomenon of the damaged surfaces, for both helium and argon plasma exposures. Mainly in the
center of the sample, the roughness is higher (RMSp, = 0.198 um and RMSy, = 5.09 um) than in the
extremities of the samples (RMSyy = 0.157 um and RMSy, = 4.12 pm). Moreover, the removed material
from the erosion process was collected on substrates at several distances. The predominant morphology
of the removed materials is particle-like. XPS analysis confirmed the presence of tungsten in the
obtained particles. However, we could observe that helium enhanced the absorption of contaminants
and ambient atmosphere elements in particles, though this result is not valid in the case of using
argon gas.

Microjet plasma experiments present the damaging phenomena, in a more localized mode, on the
exposed surfaces. These results could resemble the ELMs surface damaging phenomena from fusion
facilities. For example, for an input power of 20 W, we obtain 215 MW/m?, for an input power of 40 W,
we obtain 55 MW/m?, and up to an input power of 100 W, we obtain 44 MW/m?. Also, in large area
damaging experiments, we used helium and argon at various input powers. Helium facilitated soft
erosions on the exposed surfaces, the formation of fuzz structures at high input powers (100 W), and a
low rate of removing of bulk material.

In the case or argon, the erosion spot is better defined and increases with input power. In the
margin of the erosion spot, we could identify the formation of various structures: cauliflower particles
(at 20 W, 40 W, 60 W, and 80 W) with different shapes, columnar structures, nano-cones (at 40 W),
and nanofibers (80 W). The removed material from the exposed tungsten surfaces was collected
and analyzed.

In the case of helium, the collected dust is composed from small pieces detached from the bulk
material, which is favored by electrode blistering, whereas argon plasma produced particles with a
well-defined shape (cauliflower-like shape). XPS measurements made for the particles obtained with
argon plasma, and revealed the presence of tungsten and of elements specific ambient atmosphere.

The results show two types of damaging phenomena depending on the input gas. The usage of
He leads to the formation of fuzz structures, due to the accumulation of He bubbles in the bulk W
material. Erosion/melting/vaporization phenomena were noticed by using Ar gas. Dust is produced
and could be collected even at a distance of 40 mm from the erosion place. The obtained dust is
oxidized and presents a predominant cauliflower-like shape.
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These results could provide support and could be correlated with the events that occur at the wall
level in fusion facilities.
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