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In Situ Positron Annihilation Spectroscopy Analysis on
Low-Temperature Irradiated Semiconductors, Challenges

and Possibilities

Jonatan Slotte,* Simo Kilpeldinen, Natalie Segercrantz, Kenichiro Mizohata,

Jyrki Rdiscinen, and Filip Tuomisto

A unique experimental setup at the Accelerator Laboratory of the University
of Helsinki enables in situ positron annihilation spectroscopy (PAS) analysis
on ion irradiated samples. In addition, the system enables temperature control
(10-300 K) of the sample both during irradiation and during subsequent positron
annihilation measurements. Using such a system for defect identification and
annealing studies comes with a plethora of possibilities for elaborate studies.
However, the system also poses some restrictions and challenges to these
possibilities, both related to irradiation and to the PAS analysis. This review

tries to address these issues.

1. Introduction

Irradiation with electrons or light ions combined with a suitable
technique to analyze irradiation damage is a commonly used
technique to study irradiation damage and point defects in crys-
talline samples.”! A further improvement to such a study is tem-
perature control of the irradiated sample combined with in situ
characterization of the irradiation damage. Performing such
experiments can be nontrivial, although the irradiation and tem-
perature control of the sample is a fairly easy task. Difficulties can
arise in the characterization process, if and when the characteri-
zation technique has restrictions on measurement conditions.
A simple extension of temperature-controlled irradiations of
semiconductor samples, is to use ion beam analysis (IBA) for
the damage study, i.e., utilize the same ion beam used for
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irradiation or a beam generated with the
same ion accelerator as a characterization
tool.”! Although such an experiment per-
formed with, e.g., Rutherford backscatter-
ing spectrometry in combination with ion
channeling is useful for damage analysis,”
IBA does not allow for point defect analysis.
Historically, the electron paramagnetic res-
onance (EPR) has been very successful
in identifying point defects in irradiated
silicon.>~® More recently also deep level
transient spectroscopy (DLTS) has been
utilized on low-temperature irradiated sam-
ples.”! The challenge with DLTS is that the
technique itself is based on studying how charge carriers are
trapped and released by defects with levels in the bandgap of
semiconductors. These processes are studied as a function of
temperature to identify the levels.”) Hence, elaborate annealing
experiments at low temperatures cannot be performed.

Positron annihilation spectroscopy (PAS) is a renowned tech-
nique for defect characterization in semiconductors, especially
suitable for vacancy defects. In addition to being defect sensitive,
with the possibility to identify vacancy defects (chemical sur-
rounding and size), a further advantage is the insensitivity to
measurement conditions.® This has enabled PAS to be utilized
in defect studies in semiconductors in combination with, e.g.,
sample illumination for changing charge states of defects!**"?
or by observing charge state transitions by moving the Fermi
level thermally."*** An advantage of PAS is the sensitivity range
of the spectroscopy, which coincides with typical doping levels
in bulk semiconductor wafers, 10"°~10'® cm™. Furthermore,
there has been a few studies where PAS has been used for low-
temperature irradiation with subsequent annealing experiments.
Hansen et al.*® used positron lifetime experiments to study
hydrogen-defect interactions in molybdenum. In this study,
the irradiations were performed with 6 MeV protons at 20 K with
subsequent in situ PAS measurements. Mason and Coleman!*®!
constructed an in situ implantation setup that enabled PAS
Doppler broadening spectroscopy measurements with a variable
energy positron beam on low-temperature implanted samples.
This setup was later used for studying vacancy and interstitial
migration in silicon implanted with 20keV helium ions.!"”)
Kinomura et al. used a similar setup to study ion implanted
Fe and Ni in the temperature range 100-773 K.'®

A unique facility at the Accelerator Laboratory of the
University of Helsinki was constructed in 2006.""! In this

© 2020 The Authors. Published by Wiley-VCH GmbH
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experimental setup, a positron lifetime measurement apparatus
is constructed around the beam line of a 5 MV tandem accelera-
tor. This setup makes it possible to perform positron lifetime
measurements in situ on proton irradiated samples in the tem-
perature range 10-300 K with proton energies up to 10 MeV. A
few studies have so far been conducted with this equipment.?®*!
In this review, we address the challenges that one has to over-
come to successfully utilize the PAS technique on low-tempera-
ture irradiated samples as well as how to explore the possibilities
PAS can offer for point-defect identification in semiconductors.

2. Experimental Setup

A detailed description of the experimental setup can be found
in ref. [19]. A traditional sandwich sample package is used for
the PAS measurements, see Figure 1. The Na source, consist-
ing of radioactive NaCl, is encapsulated in a thin Al-foil, thick-
ness 2pm, and surrounded on both sides by two identical
samples. The sample package is mounted on a copper sample
holder, with a circular aperture (=80 mm?) for the ion beam.
The sample holder is in thermal contact with a closed-cycle
helium cryostat and can be shifted mechanically between two
positions. In the lower position, the sample is irradiated, and
in the higher position, the PAS measurements are performed.
Hence, PAS measurements during irradiation is not possible.
A conventional fast—fast coincidence system with plastic scintil-
lators and a time resolution of 260 ps is used for the PAS
measurements.

For successful irradiation experiments, it is essential to be
able to measure the jon beam fluence to a high accuracy.
This is ensured in this setup by lowering the sample and driving
the ion beam into a Faraday cup, with which the absolute ion
current is measured. This result is then used for calibrating
a beam profilometer placed in front of the sample under irra-
diation. Typically, the ion flux in an irradiation with this setup

Ton beam

Figure 1. Schematic figure of the sample sandwich package during irradi-
ation. The beamline is in the plane of the figure from left to right. The
different parts of the sample package are not plotted in scale. The thick-
ness of the source and the Al foil wrapping is <5 pm. As only around 3% of
the positron annihilate within source and the wrapping, possible damage
in source and the Al foil need not be considered. The samples are typically
400-500 pm thick.

Phys. Status Solidi A 2021, 218, 2000232

2000232 (2 of 6)

physica
status
solidi
[J))

Www.pss-a.com

is of the order of 10">cm *h ™! for 9 MeV protons, enabling
irradiation fluences up to 10'®cm™ with reasonable irradia-
tion times.

3. Experimental Planning

3.1. Proton Irradiation

For defect studies in crystalline material where the defects are
produced by bombarding the sample with charged particles,
the defect distribution will depend on the host lattice, the mass
of the charged particle, and on its incident energy. In annealing
studies, where the goal is to investigate the annealing energetics
and kinetics of a particular point defect, a homogenous defect
distribution is usually desired. This requires that the sensitivity
depth of the used defect spectroscopy tool is within the track
region of the irradiation particle, i.e., the deposited energy is
more or less constant as a function of depth. This requirement
restricts how sample material, irradiation energy, and different
spectroscopies can be combined.

Traditionally, electron irradiation in the energy range
1-3 MeV has been used for producing homogenous defect dis-
tributions, e.g., DLTS,! PAS 12 and EPR.*! Although electron
irradiation is a good tool for such studies, there are some draw-
backs especially from a PAS perspective. For example, the irra-
diation currents are typically quite low. Hence, the irradiation
times tend to be quite long to produce enough defects to get over
the PAS sensitivity limit.

Ion irradiation, especially proton irradiation, is therefore a
viable option for defect production in samples for PAS studies.
In a point defect study, the desire is that the studied depth
interval of the sample is within the track region of the irradiation
particle. Here, the deposited energy is fairly homogenous and
consequently also the damage production. This requirement
can be a challenge for in situ defect studies with PAS. As can
be seen from the ion distributions for a 10 MeV proton irradia-
tion in Figure 2, the ion range in Si is roughly at a depth
200-300 pm in sample 2 of the sample package. This is deep
enough to avoid a significant influence from end-of-range defects
in Si, where the mean positron penetration depth from the used
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O, 300 L QaSb é:
2} Deposited energy :
s |- si :
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B 200 :
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Figure 2. Stopping and Range of lons in Matter?® simulation of 10 MeV
proton irradiation into Si, Ge, and GaSb. The histograms depict deposited
jons (left axis) and the lines deposited energy (right axis).
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et-source ?*Na is around 50 pm.ml However, as is evident from
Figure 2, the ion range will be a problem especially in semicon-
ductors with densities of ~5gcm ™ and above. The ion range
in denser semiconductors is below 500 pm, which results in
end-of-range defects dominating the PAS results if the sample
thickness is 400-500 pm.

3.2. PAS Measurements

To study a homogenous defect distribution, the end of range in
sample 2 has to be shifted deeper into the sample. This can be
done in two ways, either by increasing the ion range, i.e., increas-
ing the energy of the irradiation ion or by reducing the track length
in sample 1. Even if an increase in irradiation energy could be
achieved, this is not necessarily a good approach, as already a
10 MeV proton beam can activate the samples to some extent.
Increasing the proton energy will further activate the sample.

In our previous studies,”*?! the end of range of the ions was
shifted deeper into sample 2 by mechanically grinding sample 1
thinner. A few things need to be considered when performing
the thinning. Irrespective of the method used, defects due to
the thinning process can influence the PAS measurements.
Hence, it is of utmost importance that the pristine surface of sam-
ple 1 faces the e*-source Furthermore, sample 1 cannot be made
arbitrarily thin, as one has to also consider the e* implantation
depth. The thinning of sample 1 will also make it more brittle
and caution need to be taken when the sample package is
mounted to the sample holder, as cracks in the sample will
influence the PAS measurements. For the Ge*” and GaSb'*!!
studies, where the density of the sample material is above
5 gcm’3 , sample 1 was thinned to a thickness of ~250 um.
This allowed for enough thickness in sample 1 to ensure that
the amount of positrons reaching the sample surface was insig-
nificant. Consequently, the end of range of the ions in sample 2
was shifted below 150 pm.

As mentioned earlier, sample activation is also something that
has to be considered. This applies especially to semiconductors
and compound semiconductors consisting of heavier nuclei,
e.g., from the fourth row of the periodic table Ga, Ge, and As
or heavier such as In and Sb. Irrespective of the primary nuclear
reaction, most activated isotopes emit y-rays that can be detected
Dby the scintillators used in the PAS measurements. This will cause
unwanted background in the positron lifetime and Doppler broad-
ening spectra. However, only if the half life of the activated isotope
is of the same order of magnitude as the measurement time of the
PAS experiment, measures have to be taken. Isotopes with (very)
short lifetimes, <100, will decay before they can influence the
PAS experiments. If the decay times of the isotopes are months or
longer, the activity of such isotopes is too small to have any
significant impact on the PAS measurements.

An e"-source, used for regular lifetime measurements, has an
activity of the order of 1 MBq, which translates into a measure-
ment time for a typical lifetime spectrum with 10° counts of
roughly 1h. For an annealing series, 5-20 such spectra are col-
lected. This means that a measurement takes from a few hours to
~2 days. Hence, if the irradiation causes a significant activation
of an isotope with a half life from a few hours to a few days, this
isotope has to be let to decay enough before the measurement is
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started. If the irradiation is done at low temperatures, the sample
has to be kept cool during this time.

4. Examples

4.1. The Monovacancy in Ge

The aim of this study®® was to identify the monovacancy in Ge
and to study its annealing behavior. No measurements with a
spectroscopy able to unambiguously identify a point defect, such
as EPR, had previously been made on the monovacancy in Ge.
However indirect evidence on migration® " and formation
energies,*'”) and on the annealing of the Frenkel pair®%3%
had been obtained.

To identify a native point defect, such as the monovacancy, in a
Ge with PAS, the sample cannot contain any impurities or dop-
ants at concentrations of the same order of magnitude or higher
as the expected point-defect concentration. Furthermore, the irra-
diation fluence should be chosen so that the measured spectrum
can be decomposed into components, i.e., two lifetime compo-
nents can be deduced from the spectrum: 1) the defect-specific
lifetime (typically denoted as 7,) and 2) the reduced bulk lifetime
(typically denoted as 7;).1””) This means that the concentration of
the studied point defect should be lower than the lower limit of
saturation trapping to that defect. As a rule of thumb, this means
that the concentration of a monovacancy-size defect should be in
the 10'7-10"® cm™ range. Typically, the lifetime of a positron in a
monovacancy-size defect is 15-20% above the lifetime of a defect-
free bulk sample in traditional semiconductors (Si, Ge) or in com-
pound semiconductors where the sizes of the atoms are similar
(e.g., GaAs). Without prior knowledge on the positron lifetime in
a monovacancy in Ge, with a bulk lifetime of ~230 ps, the average
positron lifetime should be in the 240-260 ps range in the as-
irradiated sample, see Figure 3. The average positron lifetime
is a trapping model*” independent parameter, which can be
deduced as the center of mass of the measured lifetime spectrum.

After tuning the irradiation fluence to the aforementioned
level, the results shown in Figure 3a were measured after irradi-
ation at 35 K. It should be noted that all PAS lifetime measure-
ments of Figure 3 were performed at 35K, i.e., no annealing
occurred during the collection of the lifetime spectra. The anneal-
ings were performed in 30 min steps at each annealing tempera-
ture and two annealing stages were observed, one at 100 K and
a second at 200 K, Figure 3a. Despite a successful annealing
experiment, the lifetime spectra could not be fitted reliably with
a two-trap trapping model below 200 K. An easy check point to
see whether the trapping model gives reliable results, is the
behavior of the reduced bulk lifetime

1
Ay +kp

7 1)
where 4, = 7! is the bulk annihilation rate and «p, is the defect
trapping rate. Hence, if the trapping model fit to the lifetime
spectrum yields a 7; with a value similar or larger than the bulk
lifetime (7, = 230ps in Ge), the two-trap model is void and a
third lifetime component is being mixed into 7;. As shown in
Figure 4, 7, is clearly too high below 100K, rendering these
points unphysical. From 100 to 200 K, during the first annealing

© 2020 The Authors. Published by Wiley-VCH GmbH
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Figure 3. Average positron lifetime as a function of annealing temperature
in 910 MeV proton irradiated Ge. The data from ref. [20]. The results in
panel (a) were measured after irradiation at 35 K and the results in panel
(b) after irradiation at 100 K. The fluence was (1-3) x 10'* cm ™2 The error
in the average lifetime, Ar,,, = £0.5 ps is indicated in the panel (b).
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Figure 4. Two-trap model fit results for 7, for the sample irradiated at 35 K,
Figure 3a. The data from ref. [20].

stage, the results are inconclusive due to the large errors in
the fit. Above 200 K, 7; behaves according to the two-trap model.
A consequence of the results in Figure 4 was that no conclusions
on the nature of the first annealing stage could be drawn.
From previous DLTS studies, a level associated with the
Frenkel pair in Ge!® was found to anneal at 65 K. This fits fairly
well with the first annealing stage in Figure 3a. To study the
annealing of the isolated vacancy in Ge, this first annealing stage
has to be avoided. With the experimental setup at the University
of Helsinki and with insensitivity to measurement conditions of
PAS, this is a fairly easy task. Hence, a second sample was irra-
diated at 100K, cooled to 35K after irradiation and kept at
35K for ~4 days (to avoid unwanted background from activated
isotopes). The annealing series for this sample is shown in
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Figure 3b. As expected the first annealing stage is absent and
the lifetime spectra could be decomposed successfully into
two components. A defect-specific lifetime component for the
monovacancy in germanium of 272 =+ 4 ps was obtained.

4.2. The Instability of the Sb Vacancy in GaSb

The compound semiconductor GaSb has a peculiar feature com-
pared with other III-V semiconductors, such as GaAs: The self
diffusivity on the two sublattices differ by several orders of mag-
nitude. Bracht et al. suggested that the reason behind this behav-
ior is the instability of the Sb vacancy,*" i.e., the reaction

Gag, + Vgp — Vea + Gagy, (2)

occurs at a very low temperature. Hence, there are almost no
Sb vacancies available to mediate diffusion on the Sb sublattice.
A further consequence of the instability of the Sb vacancy is the
abundant creation of Ga antisites that play an important role in
the p-type conductivity of as-grown bulk GaSb.*?! Also from a
PAS point of view, GaSb has some interesting properties.
Ling et al. reported that the main culprit responsible for the
p-type conductivity in undoped Czochralski-grown was not of
vacancy nature.*? These findings were later confirmed by
Kujala et al., who found that the negatively charged Ga antisite
was one of the two dominating positron traps at room tempera-
ture, together with the Ga vacancy.[*?

To study the instability of the Sb vacancy in GaSb and
the onset of the reaction (2), we performed carefully designed
irradiation experiments with subsequent ex situ and in situ
PAS analysis on Czochralski-grown undoped and p-type bulk
GaSb.”" In addition to the challenges mentioned in the previous
sections concerning Ge, i.e., proton range and isotope activation,
further challenges had to be overcome for a successful outcome
of the study. First, both the undoped and p-type GaSb contain a
significant amount of positron traps, Vg, and Gagp,. Second, as
GaSb is a compound semiconductor, vacancies will be created on
both sublattices. Hence, the PAS measurements will be domi-
nated by the as-grown defects up to a certain irradiation fluence.
Furthermore, the dominating defects in the as-grown material
are related to the reaction (2), i.e., Vg, and Gagy,. Luckily, the pro-
duction rates for defects on the two sublattices differ in favor of
Sb vacancies by roughly 40%.12%**

Figure 5 shows the results for two low-temperature irradiated
samples. Prior to the low-temperature irradiation, ex situ irradi-
ations had been performed to tune the fluence to an appropriate
level. As the as-grown samples already contain two competing
positron traps and the low-temperature irradiated samples also
contain Vg, no decomposition of the lifetime spectra was possi-
ble at any point of the annealing series. As shown in Figure 5a,
clear annealing step in the average positron lifetime is observed
for the sample irradiated with higher fluence. This step was
attributed to the annealing of Vg, For the sample irradiated with
a lower fluence, no such step is observed, as the irradiation
fluence is not high enough to create enough Vg, compared with
the as-grown defects Vg, and Gasp. An energy barrier for the
reaction (2) of 0.6 & 0.1 eV was obtained by fitting an annealing
model to the average positron lifetime. For details on the anneal-
ing model, see ref. [21].

© 2020 The Authors. Published by Wiley-VCH GmbH
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Figure 5. Average positron lifetime as a function of annealing tempera-
ture. The irradiation and measurement temperature was 35K and the
annealing time per step was 30 min. The dotted line is a fit of an annealing
model according to reaction (2). The average lifetime of the as-grown
p-type GaSb sample was 257 ps at 35 K. Data from ref. [21].

5. Conclusion

The scope of this review has been to show how the versatility of
the PAS technique can be utilized for studying point defects in
low-temperature irradiated semiconductors. Although the tech-
nique itself is versatile, performing such experiments has its
challenges and some precautions have to be taken to ensure a
successful experiment. In no particular order, these precautions
include at least: 1) Choosing the irradiation fluence carefully. 2)
Ensuring that the positrons mainly probe a homogenous defects
distribution in the track region of the ions. 3) Be aware of possible
activation of the irradiated samples and take precautions to avoid
any significant influence of decaying activated isotopes on the PAS
measurements. All of these points relate both to the PAS tech-
nique and to the irradiation process itself. Although the examples
presented in this review concern proton irradiation, similar experi-
ments can also be performed with the present equipment on
samples irradiated or implanted with heavier ions.
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