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SPECIAL TOPIC — Ion beam modification of materials and applications
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The development of reliable fusion energy is one of the most important challenges in this century. The accelerated
degradation of structural materials in fusion reactors caused by neutron irradiation would cause severe problems. Due to the
lack of suitable fusion neutron testing facilities, we have to rely on ion irradiation experiments to test candidate materials in
fusion reactors. Moreover, fusion neutron irradiation effects are accompanied by the simultaneous transmutation production
of helium and hydrogen. One important method to study the He–H synergistic effects in materials is multiple simultaneous
ion beams (MSIB) irradiation that has been studied for decades. To date, there is no convincing conclusion on these He–H
synergistic effects among these experiments. Recently, a multiple ion beam in-situ transmission electron microscopy (TEM)
analysis facility was developed in Xiamen University (XIAMEN facility), which is the first triple beam system and the only
in-running in-situ irradiation facility with TEM in China. In this work, we conducted the first high-temperature triple
simultaneous ion beams irradiation experiment with TEM observation using the XIAMEN facility. The responses to in-situ
triple-ion beams irradiation in austenitic steel 304L SS and ferritic/martensitic steel CLF-1 were studied and compared with
the results in dual- and single-ion beam(s) irradiated steels. Synergistic effects were observed in MSIB irradiated steels.
Helium was found to be critical for cavity formation, while hydrogen has strong synergistic effect on increasing swelling.
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1. Introduction
Nuclear energy is one of the most important options
for reliable, environmentally sustainable and economical
energy, [1] and the development of fusion energy is one of the
top challenges. Besides plasma physics and fusion technology
issues, the research and development of materials in fusion
reactors is critical. [2] A hard neutron spectrum, including 14MeV neutrons from the deuterium–tritium fusion, in fusion reactors introduces massive defects and results in radiation damages in structural materials. [3] Additionally, a particular concern is the simultaneous transmutation production of helium
and hydrogen. [4] The displacement damage and helium accumulation rates in fusion reactors are about one to two orders
of magnitude greater than those in present fission reactors, and
extra production of hydrogen also influences the radiation effects in materials. The helium and displacement defects promote hydrogen retention in materials and H can couple with
them, making the synergistic effect of helium and hydrogen an
inevitable problem. [3] It was reported that helium and hydrogen can greatly influence the nucleation and growth behaviors

of cavity, enhance void swelling, deteriorate mechanical properties, and then accelerate the failure of structural materials. [5]
Therefore, to develop advanced structural materials for fusion
systems, the synergistic effects of helium and hydrogen need
to be well understood.
Due to the lack of fusion neutron sources and integrated
materials testing facilities, previous investigations of He–H
synergistic effects were mainly based on several simulation
experimental approaches, while its mechanism is still not well
understood. One notable experimental technique is multiple
ion beams irradiation (heavy ion + He + H), which can simulate the damage process in a relatively short period of time
with no residual radioactivity, and can systematically control irradiation conditions (ion species, temperature, dose,
dose rate, He/H production rate, etc.). [6,7] Multiple simultaneous ion beams (MSIB) irradiations on metals have been conducted in the past few decades, providing us some evidence
of the synergistic effect. Wakai et al. [8] reported that the void
swelling was significantly enhanced by 40 times for F82H, a
well-studied RAFM steels, under Fe + He + H triple ion irra-
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diation compared with that under Fe + He dual ion irradiation.
This observation has been being used as a typical evidence
of the synergistic effect, yet the conclusion is still controversial due to the overestimated damage and gas rate compared to
fusion system. In Borodin’s experiment, [9] the synergistic effects exhibit apparent complex temperature dependence as the
void swelling under tripe beams is enhanced or suppressed relative to Cr + He or Cr + H dual beams with the increase of temperature. However, it was found that the peak swelling temperature of MSIB irradiated steels is about 450 ◦ C–550 ◦ C. [5,10]
Besides, Sekimura et al. [11] suggested that the concentration
of He/H also plays an important role in synergistic effects.
They found that the vanadium alloy shows maximum irradiation swelling when the implantation rate of He and H is about
10 appm/dpa. The effect of hydrogen plays a critical role in
the synergistic effects. In the work reported by Brimbal, [12]
the existence of hydrogen in materials under triple ion irradiation (Fe + He + H) increases the number density of cavities
compared to dual beams irradiation (Fe + He). In contrast, the
effect of hydrogen on the size of cavities under irradiation is
still not clear and strongly dependent on irradiation conditions,
such as temperature. [10,13] However, in some cases, increased
dose of hydrogen could lead to decrease in swelling in RAFM
steel. [14] Therefore, there is no convincing conclusion on the
synergistic effects among these experiments. The efforts in
theoretical calculations helped to understand the details of the
synergistic effects of helium and hydrogen. [3] There exists almost no direct interaction between He and H, while the formation of He–V (vacancy) and He–V–H complex cluster significantly affects the behavior of cavity and the structure of
materials. Overall, the comprehensive understanding of He–H
synergistic effects and the role of hydrogen needs more experimental observations.
Recently, a multiple ion beam in-situ TEM analysis facility was developed in Xiamen University (XIAMEN facility)
which is the first triple beam system and the only in-running
in-situ irradiation facility with TEM in China. [15] This facility consists of a TECNAI G20 F30 TWIN TEM coupled to a
400-kV implanter and a 50-kV hydrogen/helium coaxial ion
source. It provides the ability of performing MSIB (heavy
ion + He+ + H+
2 ) irradiation and in-situ observation. With a
Gatan 652 heat holder, the temperature of in-situ irradiation
can be elevated up to 1000 ◦ C. Moreover, the dose rate of
heavy ions and/or He/H ions can be changed by more than
two orders of magnitude, making it a unique and powerful facility which provides an excellent way of studying the He–H
synergistic effects in structural materials.
Steels are primary structural materials in nuclear systems.
Austenitic stainless steels (ASS) are widely used in reactor
structural components for their outstanding corrosion resistance, ductility and economic efficiency. [2] Additionally, re-

duced activation ferritic-martensitic (RAFM) steels are potential candidate materials for fusion reactors, due to their
good thermomechanical properties, good radiation resistance
and capability of large-scale industrial fabrication. [16] Compared to F/M steels, ASSs have higher creep resistance, but
exhibit poor void swelling resistance. [17] In contrast, RAFM
steels exhibit poor long-term thermal aging behavior, significant radiation embrittlement and void swelling under neutron
irradiation. [16] The response of these steels to MSIB irradiation is critical in the research of structural materials in fusion
reactors.
In this work, using the XIAMEN facility, we conducted
the first high-temperature triple simultaneous ion beams irradiation experiment with TEM observation on this facility.
The responses to MSIB irradiation of conventional 304L ASS
(304L SS) and an advanced RAFM steel (CLF-1) [18] were
studied.

2. Materials and methods
The commercially available conventional austenitic steel
304L SS has an average grain size of ∼ 30 µm and is austenitic
throughout. The advanced RAFM steel CLF-1 was developed by the Southwestern Institute of Physics of China. The
manufacture of CLF-1 was described by Du et al. [18] Specimens for the in-situ irradiation and TEM observations tests
were prepared by focused ion beam (FIB). To calculate the
volume swelling of the specimens after irradiation, the thickness of each specimen was determined using electron energy
loss spectroscopy (EELS). The average thickness of specimens
used in this study is ∼ 70 nm.
(a)

e45O

Fe+

68O

He+ & H2+

(b)
Fe+ 20O
25O
+

He+ & H2
specimen plane

Fig. 1. (a) The coupled TEM and ion implanters in XIAMEN facility. The
◦
Fe+ ion and the He+ & H+
2 ion beams both have 68 intersection angles with
the electron beam in the TEM, and the angle between the two ion beams is
45◦ . (b) Schematic diagram of the directions of the incident ion beams on the
specimen when irradiating in the TEM.

The geometry of the multi-beam system in the XIAMEN
facility is shown in Fig. 1. The two ion beam lines both have
68◦ intersection angles with the electron beam in the TEM
(TECNAI G20 F30), and the angle between the two ion beam
lines is 45◦ . Due to the shape of the specimen holder (Gatan
652 heating holder), the ion beams are blocked by the holder
during the observation of the sample using electron beam.
Therefore, the specimens were tilted to −68◦ (α) and 20◦
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(β ) during irradiation, such that simultaneous in-situ TEM observation during irradiation can be performed. As shown in
Fig. 1(b), the angle between the specimen plane and the heavy
ion beam is 20◦ , and that between the specimen plane and the
He & H ion beam is 25◦ . After irradiation for 15 minutes,
the ion beams were cut off and the position of the specimen
was reset for TEM observation. In each test, the total irradiation time was 75 minutes, five observations were taken at 20%,
40%, 60%, 80%, and 100% of the total irradiation time (dose).
The 400-keV Fe+ , 30-keV He+ , and 30-keV H+
2 ions
were used for irradiation. The damage profile induced by
Fe+ ion irradiation, the concentrations of He and H in 304L
SS are calculated using SRIM-2013 (Stopping Range of Ions
in Matter), as shown in Fig. 2. The dpa and the concentration of He & H are calculated by averaging over the effective depth (∼ 70 nm), as indicated by the orange area in
Fig. 2. Due to the significant surface effect of a thin specimen
and the high diffusion rate of He and H, relatively high Heconcentration/dpa and H-concentration/dpa ratios were used.
The ion fluxes were set as: Fe+ ∼ 1.8 × 1012 cm−2 ·s−1 ,
12
−2 −1
He+ ∼ 4.3 × 1011 cm−2 ·s−1 , and H+
2 ∼ 2.1 × 10 cm ·s ,
+
respectively. The H+
2 will dissociate into two H ions when it
bombards the specimen surface. [19] The ratio between the concentration of He and H and damage in a 70-nm thick specimen
is ∼ 31 appm/dpa and ∼ 340 appm/dpa, respectively, such that
the total amount of damage dose and concentration of He and
H would be ∼ 18.6 dpa, ∼ 570-appm He, and ∼ 6360-appm
H at the highest irradiation fluence. The actual dpa and concentration of He & H were calculated based on the thickness
of different specimens measured by EELS. The total displacement damage induced by He and H ion implantations is only
∼ 0.14 dpa and thus can be neglected. The irradiation temperature was set as 450 ◦ C. To study the effects of hydrogen and
helium, triple-ion beams (Fe+ + He+ + H+
2 ), dual-ion beams
+
+
+
(Fe + He ) and single-ion beam (Fe ) irradiation were conducted using the same irradiation conditions.
The in-situ heating by the specimen holder induced significant thermal drift. The vacuum systems of the two ion implanters linked to the TEM also induced strong vibration. As
a result, the imaging quality was greatly influenced. Therefore, to identify the cavities during in-situ observations, the
images were taken with a higher defocus of about −2 µm to
get clearer contrast of cavity boundaries. The size and density
of cavities in each case were measured and counted manually
based on the TEM images. All cavities in a randomly selected
region were measured and counted, at least 200 cavities were
counted in each case. The total volume of all the cavities measured were taken as the volume expansion of the selected re-

gion in each case. The errors of manual measurements were
considered in the error bars.
It should be noted that the thickness of a TEM specimen causes a strong surface effect. The free surfaces of
the specimen would act as sinks for defects. [20] Modeling
study indicated that the surface effect for displacement damage in a specimen thicker than 60 nm would be relatively nonsignificant. [21] However, He and H exhibit high diffusion rates,
the surface effects of He and H would be more significant.
Therefore, the quantification of surface effects required further research.
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Fig. 2. Damage induced by 400-keV Fe+ ion irradiation and the concentration of 30-keV He+ & H+
2 ions in 304L SS calculated using SRIM-2013.
The orange block indicates the approximate effective depth of 70-nm thick
specimen.

3. Results
Cross-sectional bright field TEM images of the tripleand dual-ion beams irradiated 304L SS specimens to different doses are shown in Fig. 3. Images at different doses were
taken at the same area as in the initial sample. At ∼ 7.4 dpa,
large cavities appeared in both irradiation conditions. As the
dose increases, the amount and the size of these cavities increases. The high-resolution TEM images in Figs. 3(m) and
3(n) showed the co-existing large cavities and normal-sized
cavities. The size distributions of cavities in triple- and dualion beams irradiated 304L SS are shown in Fig. 5, respectively,
in which large cavities are found to be co-existing with small
cavities. The size of cavities smaller than 5.5 nm shows approximately Gaussian distribution. At the highest dose, the
number density of cavities in triple-ion beams irradiated 304L
SS was larger than that in dual-ion beam irradiated 304L SS, as
shown in Fig. 6(a). At the highest dose, the number density of
large cavities (> 5.5 nm) in triple-ion beams irradiated 304L
SS (∼ 2.4 × 1016 cm−3 ) was also larger than that in dual-ion
beams irradiated 304L SS (∼ 7.2 × 1015 cm−3 ). The contributions of large cavities in the total volume swelling in triple-
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and dual-ion beam irradiated 304L SS were 68% and 75%, respectively. As shown in Fig. 3(o), no obvious cavity was found
in single-ion beam irradiated 304L SS.
(m)

Fe+He+H

7.0 (dpa)

Fe+He

10.4 (dpa)

(n)

(j)

20 nm

(f)

(k)

(o)

(m)

Fe+He+H

Fe

(l)

20 nm

Fig. 3. (a)–(f) The 304L SS sample before and after irradiated by in-situ
triple-ion beams to different doses. (g)–(l) The 304L SS sample before and
after irradiated by in-situ dual-ion beams to different doses. (m)–(o) Highresolution TEM images in 304L SS samples after triple-ion beam, dual-ion
beam, and single Fe ion irradiation to the highest doses, respectively. In
triple- and dual-ion beams irradiated 304L SS, the size and density of cavities increased with dose. In triple- and dual-ion beams irradiated 304L SS,
large cavities are found to be co-existing with small cavities. The number
densities of small and large cavities in triple-ion beams irradiated 304L SS
were both higher than those in dual-ion beams irradiated 304L SS. Triple-ion
beams irradiation induced a higher swelling ratio in 304L SS than dual-ion
beams. No obvious cavity was found in single Fe ion irradiated 304L SS.

In contrast, cavities in MSIB irradiated CLF-1 showed
different structures as shown in Fig. 4. There was also no
obvious cavity in single-ion beam irradiated CLF-1 as shown
in Fig. 4(o), but no large cavity (> 5.5 nm) was observed in
triple- and dual-ion beams irradiated CLF-1. At the highest
dose, the number density of cavities in triple-ion beams irradiated CLF-1 was lower than that in dual-ion beam irradiated 304L SS, but the average size of cavities was larger, as
shown in Figs. 6(a) and 6(b). The size distributions of cavities
in triple- and dual-ion beams irradiated CLF-1 are shown in
Fig. 5.
The swelling ratios in 304L SS and CLF-1 irradiated to
the highest dose are shown in Fig. 6(c). The austenitic 304L
SS exhibits much higher swelling than the ferritic/martensitic

20 nm
(c)

(i)

(d)

(j)

(n)

Fe+He

20 nm
(e)

(k)

(f)

(l)

(o)

Fe

20 nm

Fig. 4. (a)–(f) The CLF-1 sample before and after irradiated by in-situ tripleion beams to different doses. (g)–(l) The CLF-1 sample before and after irradiated by in-situ dual-ion beams to different doses. (m)–(o) High-resolution
TEM images in CLF-1 samples after triple-ion beam, dual-ion beam, and single Fe ion irradiation to the highest doses, respectively. In triple- and dual-ion
beams irradiated CLF-1, the size and density of cavities increased with dose.
The average size of cavities in triple-ion beams irradiated CLF-1 was larger
than that in dual-ion beams irradiated CLF-1, but the number density was
lower. Triple-ion beams irradiation induced a higher swelling ratio in CLF-1
than dual-ion beams. No obvious cavity was found in single Fe ion irradiated
CLF-1.
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CLF-1. The change of swelling ratios at different doses of
304L SS and CLF-1 were shown in Fig. 7.

(b) Fe+He
304L SS
CLF1

25
20
15
10
5
0

[1.5, 2] [2, 2.5] [2.5, 3] [3, 3.5] [3.5, 4] [4, 4.5] [4.5, 5] [5, 5.5] [5.5, 15.5]

Cavity size (nm)

Fig. 5. Size distributions of cavities in (a) triple-ion and (b) dual-ion beams
irradiated 304L SS and CLF-1 to the highest dose, respectively.
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Fig. 6. (a) Average diameters of cavities, (b) number density of cavities, and (c) swelling ratio in 304L SS and CLF-1 after triple- and dual-ion beam
irradiation to the highest dose.
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Fig. 7. Change of swelling ratios with dose of triple- and dual-ion beam irradiated (a) 304L SS and (b) CLF-1. Dpa was calculated according to the
actual thickness of the sample in each case.

As no obvious cavity was found in single-ion beam irradiated 304L SS and CLF-1, the swelling in single-ion beam
irradiated 304L SS and CLF-1 would be treated as 0 and therefore neglected in further discussion on swelling. The swelling
ratios in triple- and dual-ion irradiated 304L SS and CLF-1
both increased with dose. At high doses, triple-ion irradiation
induced larger swelling in these materials than dual-ion irradiation. The increase in total swelling induced by hydrogen at
the highest dose was ∼ 54% in 304L SS and ∼ 42% in CLF-1,
indicating the significant effect of hydrogen on swelling.

Triple- and dual-ion beams irradiation both lead to the
formation of cavities in both steels, while the swelling in 304L
SS was more significant. It is known that austenitic steels have
worse swelling resistance compared to ferritic/martensitic
steels. [17] Large cavities were only found in 304L SS, indicating better swelling resistance of RAFM steels than austenitic
steels.
Helium was found to be critical in the formation of cavities. As shown in Figs. 3 and 4, single Fe ion irradiation induced no obvious cavity, while massive cavities were found
in dual-ion (Fe + He) beams irradiated specimens. Helium can
easily bond to a vacancy forming He–V pairs, or bond to another He atom forming di-He clusters, promoting the formation of cavities. [22,23] On the other hand, the accumulation of
He atoms and vacancies results in the formation of He bubbles.
He bubbles with a critical diameter of several nanometers remain stable as spherical bubbles. [24] He bubbles further act
as sinks for vacancies, capturing vacancies and growing without bound to form voids. [25,26] In dual-ion beams irradiation,
the combination of displacement damage induced by heavy
ions and the implanted He atoms would result in increase of
swelling. [5,27]
In contrast, single hydrogen ion beam irradiation or
heavy ion + H dual-ion beams irradiation causes no significant
swelling. [5] The solution energy of hydrogen is much lower
than that of helium in iron, [28,29] leading to a higher solubility
of hydrogen in comparison with helium. However, hydrogen is
also a fast diffuser in metals. Hydrogen could easily migrate
out of the lattice, especially at elevated temperatures. [30] In
triple-ion beams irradiated F82H, hydrogen could be detected
in specimens irradiated at room temperature, but no hydrogen
could be found in the specimens irradiated at 470 ◦ C, indicating the high mobility of hydrogen at high temperature. [10]
Hydrogen can be readily trapped in vacancies and form H–V
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complex, yet the hydrogen atoms can hardly form bound state
with other H atoms. [31,32] Saturation of the hydrogen retention
would be reached at a rather low irradiation dose. [33] Therefore, the existence of hydrogen atoms does not significantly
influence the swelling under single or dual ion irradiation.
However, hydrogen may interact with helium under triple
ion beam irradiation in multiple ways. Helium bubbles were
found to be strong traps for hydrogen atoms. [34] He bubbles can also prevent hydrogen atoms from trapping by vacancies and therefore most hydrogen would be trapped by
He bubbles. [33] Atomistic simulation study indicated that the
structure of He–H–V clusters appeared to be a core of helium
surrounded by a shell of hydrogen atoms which are attracted
to the bubble’s free surface. [4] Molecular dynamics simulation has also found that hydrogen tends to diffuse to the outer
layer of He bubbles and a large amount of hydrogen would
be bound within the first 1–2 layer of the matrix surrounding
the bubble. [35] Therefore, He bubbles significantly enhanced
the hydrogen retention in metals. Meanwhile, hydrogen atoms
are able to assist bubble nucleation and helium diffusion and
further stabilize He bubbles. Only a weak van der Walls bond
could be formed between He and H, yet H can increase the
binding of He and vacancies. [4]
According to atomistic simulation, hydrogen can be easily released from the He–H–V complex. [36] The diffused H
atoms could be captured by another He bubble and again participate in the stabilization of the bubble, resulting in a more
stabilized He bubble. [37] The diffusion of He atoms or He–V
clusters can be also enhanced by hydrogen. [14] At proper temperatures, such as 450 ◦ C in this work, the enhanced diffusion
of He atoms results in the growth of He bubbles. However,
at higher temperatures, the bubble size decreases and the bubble density increases due to the enhanced diffusion, possibly
hindering swelling. [3] Therefore, at 450 ◦ C, hydrogen implantation exhibits synergistic effect on swelling in steels as proved
by our experimental results.
In triple- and dual-ion beams irradiated 304L SS, large
cavities are found to be co-existing with small cavities. A
similar cavity structure has also been reported in multi-ion
beam irradiated metals. [8,27,38] The evolution of swelling with
irradiation damage can be divided into three regimes: [39] the
incubation regime where nucleation is dominant; the transition regime where new cavities nucleate while existing cavities grow; and the regime dominated by growth where nucleation of small cavities is suppressed by the sink strength of
large cavities. The size distribution of cavities in triple- and
dual-ion beams irradiated 304L SS indicated that the evolution of cavities was going through the transition regime and
not yet saturated. The total swelling could still increase with
further increasing irradiation dose. However, no large cavity
was found in CLF-1. Experimental study has found that com-

pared to the helium bubbles in ferritic/martensitic steel which
mainly located on dislocations, the uniformly distributed helium bubbles in austenitic steels could retain a greater quantity
of hydrogen. [40] Therefore, the synergistic effect of hydrogen
in austenitic 304L SS should be more significant than that in
ferritic/martensitic CLF-1. On the other hand, cavity structures in MSIB irradiated steels are strongly associated with
temperature. [5] Another possible explanation of the different
cavity structures in 304L SS and CLF-1 would be the different
temperature dependence of cavity evolutions in austenitic and
ferritic/martensitic steels.

5. Conclusions
In this work, we studied the responses to in-situ MSIB
irradiation in 304L SS and CLF-1 using the XIAMEN facility. This was the first high-temperature simultaneous triple
ion beams irradiation experiment with TEM observation using this facility. Triple-, dual-, and single-ion irradiation experiments were conducted. Helium is found to be critical for
cavity formation. The synergistic effect of helium and hydrogen was observed in the experiments, as triple-ion irradiation
induced significant increase in swelling than dual-ion irradiation at 450 ◦ C. The ferritic/martensitic steel CLF-1 showed
significantly less swelling than the austenitic steel 304L SS in
response to MSIB irradiation. The synergistic effect of hydrogen in CLF-1 was also much less significant than in 304L SS.
These results indicated that compared to austenitic steels, ferritic/martensitic steels show better radiation resistance in fusion irradiation environment.
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