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Abstract: The structural defect effect of impurities on silicon carbide (SiC) was studied to determine
the luminescence properties with temperature-dependent photoluminescence (PL) measurements.
Single 4H-SiC crystals were fabricated using three different 3C-SiC starting materials and the physical
vapor transport method at a high temperature and 100 Pa in an argon atmosphere. The correlation
between the impurity levels and the optical and fluorescent properties was confirmed using Raman
spectroscopy, X-ray diffraction, inductively coupled plasma atomic emission spectroscopy (ICP-OES),
UV-Vis-NIR spectrophotometry, and PL measurements. The PL intensity was observed in all three
single 4H-SiC crystals, with the highest intensities at low temperatures. Two prominent PL emission
peaks at 420 and 580 nm were observed at temperatures below 50 K. These emission peaks originated
from the impurity concentration due to the incorporation of N, Al, and B in the single 4H-SiC
crystals and were supported by ICP-OES. The emission peaks at 420 and 580 nm occurred due to
donor-acceptor-pair recombination through the incorporated concentrations of nitrogen, boron, and
aluminum in the single 4H-SiC crystals. The results of the present work provide evidence based on
the low-temperature PL that the mechanism of PL emission in single 4H-SiC crystals is mainly related
to the transitions due to defect concentration.
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1. Introduction

Silicon carbide (SiC) has attracted the attention of many researchers due to its outstand-
ing electrical, mechanical, and thermal properties. SiC has been used in many industries
for power devices and optoelectronic applications [1-8]. There are more than 200 polytypes
of Si-C, with cubically (3C-SiC) and hexagonally (4H-SiC or 6H-SiC) modified compounds
being the most used. The differences come from the stacking sequence of the hexagonal
structure bonded in the Si-C bilayers [1-8]. The existence of polytypes implies that many
different stable atomic arrangements and symmetries can be obtained, including hexagonal,
cubic, and rthombohedral arrangements [6,7].

Si-C absorbs UV light and is transparent to visible light, making it an ideal material
for optically based sensors or photodetectors at UV wavelengths [8]. A thorough analysis
of the carrier recombination mechanisms in SiC is needed to understand the underlying
physics of the luminescence phenomena for industrial applications. Photoluminescence
(PL) is a standard method for characterizing the emission properties of semiconductor
materials and can provide information about defect-related carrier transport dynamics [8].
Of the few studies reporting the optical properties of SiC, many have looked at the 3C-, 6H-,
and 4H-SiC structures [4-8]. The 4H-SiC structure has been shown to have several defects
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and PL peaks in the band gap. The PL spectra in 4H-SiC originate from a combination of
phonon-instigated electronic transitions caused by defects in SiC [9-11]. This observation
of luminescence quenching is not evidence of electronic doping [12,13]. Therefore, it is
necessary to determine the additional factors that affect the PL quenching and luminescence
properties of 4H-5iC by characterizing it fully.

In this study, we investigated the structural and optical properties of the luminescence
quenching of 4H-SiC crystals grown with the physical vapor transport (PVT) method.
Control of the structure was achieved by using differently treated starting materials of
3C-5iC and by controlling the boron, aluminum, and nitrogen concentrations. The struc-
tural defects of the 4H-SiC crystals were analyzed to correlate them with the impurity
concentration and optical properties. The 4H-5iC prepared with the PVT method was
characterized using Raman spectroscopy, X-ray diffraction (XRD), inductively coupled
plasma optical emission spectrometry (ICP-OES), UV-Vis-NIR spectrophotometry, and PL
to compare the changes in impurities and structural properties.

2. Materials and Methods
2.1. Preparation of Starting Material

The 3C-SiC structure was synthesized using chemical vapor deposition involving va-
porization, pyrolysis, nucleation, oxidation-reduction, and substitution [14]. The precursor
gas consisted of commercial methyltrichlorosilane (MTS), ammonia (NH3), and carbon
dioxide (CO;). MTS was the silicon precursor, and ethylene (CoHy) and propane (C3Hg)
were used as the hydrocarbon precursors. A mixture of Hy and Ar was used as a carrier
gas. The 3C-SiC synthesized was black, indicating the presence of impurities.

The free carbon and silica present in the synthesized 3C-SiC were removed through
pulverization (pristine), acid leaching and decarburization (step A), and denitrification
treatment (step B), as shown in Figure 1 and Table 1. In the pristine sample, the synthesized
3C-5iC was pulverized. A mixed acid solution dissolved the metal; nitric acid acted as a
powerful oxidizer that dissolved to form metal ions (M3+ ), which reacted with hydrochloric
acid to produce chorine anions in the solution. Then, the addition of HF allowed the free
silica and free silicon in the mixed acid solution to react and generate the SiF4 gas and SiClg
in a soluble solution. To decarbonize the powder, oxygen gas was passed through it to react
with the free carbon, thus forming CO; vapor.

Raw material
3C-SiC starting material (by CVD)
¥ ¥ L
Pulverization
(Pristine)
s1 ¥ L 2
Acid leaching and Decarburization
(Step A)
s2 ¥
Denitrification

L

| Drying at 105 °C for 24 h ‘
2

| Anneal at 850 °C in O, ‘

¥

4H-SiC sublimation growth (by PVT)

Figure 1. Flowchart for the fabrication of 4H-SiC crystals with the PVT process with three differently
treated starting materials of 3C-SiC (S1, S2, and S3).
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Table 1. Experimental conditions and identification for the growth of the 4H-SiC crystal samples.

Sample Conditions Treatment Method Identification
Pristine Pulverization S1
Step A Acid leaching and decarburization 52
Step B Denitrification S3

Volatile chloride compounds and chlorine gas were produced in step A. The residual
acid salt was purified through volatilization, thus removing the excess oxygen present in
SiC through a denitrification treatment. This was done by heating at 105 °C in a reduced-
pressure evaporation in an argon environment. Other byproduct impurities present in
the synthesized SiC were removed through heat treatment at 850 °C for 1 h in an oxygen
environment. The dried and purified 3C-5iC powder obtained was green in color and had
a purity greater than 90%. As shown in Figure 1 and Table 1, these purification processes
were performed using the three purification processes of 51, S2, and S3 [15].

2.2. Growth of 4H-SiC Crystals

The 4H-SiC crystals were fabricated by using the generalized PVT method with three
differently treated 3C-5iC powders (S1, S2, and S3) as starting materials. This PVT method
has already been explained in detail by other researchers [16,17]. Briefly, the 3C-5iC powder
was placed at the bottom of the crucible in a PVT chamber. In this process, the growth
process was carried out in an argon environment. The growth of the 4H-SiC crystals took
place at a growth temperature in the range of 1900-2100 °C and a pressure of 1072 to 1073
mbar in an argon atmosphere. The grown crystal sample was detached from the crucible
and ground to two-inch diameter by slicing and then polishing to prepare the SiC wafers.
A detailed flowchart for the fabrication of the 4H-SiC crystals with a commercialized PVT
process with three differently treated 3C-SiC starting materials is shown in Figure 1 and
Table 1.

2.3. X-ray Diffraction

The crystalline phases of the 3C-SiC powders were characterized using XRD (D/max-
2500V /PC, Rigaku, Tokyo, Japan) with Cu K« radiation at 30 mA and 40 kV. In addition,
the crystalline orientation of the 4H-SiC crystal samples was characterized using a multi-
function X-ray diffractometer (XRD; PANalytical, Malvern, Worcestershire, UK) and high-
resolution two-dimensional (2D) XRD (Bruker, D8 Discover, Billerica, MA, USA) at the
Korea Basic Science Institute (KBSI, Daegu, Korea). To obtain the oriented diffraction plane
of the main and minor XRD peaks, the XRD result was obtained with a 6-26 scan using
multi-function XRD with Cu K« radiation at 30 mA and 40 kV.

2.4. Inductively Coupled Plasma Optical Emission Spectrometry

The elemental compositions of the 4H-SiC crystal samples were determined using in-
ductively coupled plasma optical emission spectrometry (ICP-OES; Optima 5300DV, Perkin
Elmer, Waltham, MA, USA). The operation conditions were used at a radio-frequency
power of 1.6 kW and a plasma argon gas flow rate of 14.0 L/min. Before measurement, the
4H-SiC crystal samples were pre-treated. To remove the organic components or contamina-
tions in the 4H-SiC crystal samples, nitric acid (HNO3) in an amount of 2-5 mL was put
into the sample, and then the resulting products were dried and concentrated. Next, the
resulting products were dissolved in the mixture of HCl and HNOj. Finally, the dissolved
products were treated by using the prepared aqueous solution with H,SO, and HE. To
fabricate the microwave-assisted acid digestion of the SiC samples, sample preparations
were performed by using a microwave digestion system (Milestone Srl - START D, Sorisole,
Italy) with PTFE vessels. The quantification of the elemental concentration was performed
by using the certified reference material (ECRM 780-1), which was calibrated with a lower
standard deviation of 1% for accuracy. For the preparation of the boron analysis, the
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resulting samples were put into a beaker. Then, the prepared solutions of hydrofluoric acid
and nitric acid were put into the PTFE bottle. After that, they were maintained for 24 h to
be dissolved in the mixed acid solution.

2.5. Elemental Analyzer

The elemental composition of the 4H-SiC crystal samples was determined using an
elemental analyzer (EMGA-920, Horiba, Kyoto, Japan). The 4H-5iC crystal samples were
placed in a graphite crucible. The operations were performed under the conditions of a
power of 5.5 kW and a high temperature at 2650 °C. The 4H-SiC crystal samples were
introduced into a graphite crucible that was placed between two electrodes. Then, to
achieve complete combustion and transfer the generated gas into the detector, the 4H-
SiC crystal samples were heated at a high temperature. The generated gas was directly
extracted into a thermal conductivity detector (TCD).

2.6. Raman Spectrometry

The structural phase identification of all of the samples was performed using a Raman
spectrometer (Renishew, Wotton-under-Edge, UK) with a 514 nm laser as the excitation
source. The Raman spectra were collected over the wavenumber range of 1202000 cm ™!
with a four-stage Peltier cooled CCD detector (UV-Vis-NIR range). The objective lens
of the microscope (DM500, LEICA, Wetzlar, Germany) had a magnification of 50 x, and
the exposure time for accumulation was 5 s. The power intensity of the laser beam was
5.0 £ 0.1 mW.

2.7. UV-Vis-NIR Spectrophotometer

The optical transmittance and absorbance spectra of the 4H-SiC crystal samples in
the wavelength range of 200-1000 nm were measured at room temperature (298 K) using
an ultraviolet—visible (UV-vis) spectrophotometer (LAMBDA 950, Perkin Elmer, Waltham,
MA, USA).

2.8. Photoluminescence Spectrophotometry

Photoluminescence (PL) spectra were collected at both room temperature (298 K) and
an extremely low temperature of 50 K using a PL spectrometer (HORIBA, LabRAM HR
Evolution, Kyoto, Japan) with a He-Cd laser with a wavelength of 325 nm and power
ranging from 0.15 to 15 mW as the excitation source. The power density ranged from
approximately 0.023 to 23.6 kW /cm?. The laser was focused on the sample using a 50 x
objective lens.

3. Results

Figure 2a,b show a photo image of a two-inch 4H-SiC crystal grown with the PVT
process and a visible-light-emitting luminescence of a fluorescent 4H-SiC sample excited
by a 325 nm pulsed laser source. The spot diameter of the 325 nm laser source was about
10 mm, and the greenish light was emitted from inside the 4H-SiC crystal sample shown
in Figure 2b. The 4H-SiC crystal that was grown was cut in the form of a wafer and was
subjected to slicing and then polishing in a direction perpendicular to the c-axis on the Si
face before the PL measurement.

The XRD patterns of S1, S2, and S3 (pristine, A, and B, respectively) showed peaks
corresponding to 3C-5iC (3-SiC phase), as shown in Figure 3. These peaks at 35.7°, 41.2°,
59.9°, and 71.6° are attributed to the (111), (200), (220), and (311) planes of the 3-SiC phase,
respectively [18,19].

Figure 4 shows two prominent peaks at 36° and 76°, which are the reflections from
the (0004) and (0008) planes, which correspond to 4H-SiC [20,21]. In addition, all peaks are
good agreement with ICSD card 98-016-4971. Furthermore, a few peaks of low intensity
that were separated by almost equal intervals were also observed. These weak diffraction
peaks were due to the (0005), (0006), and (0007) planes [21]. Their appearance was due to
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the double diffraction effect, as explained by other researchers [21]. Herein, for the highly
purified 4H-SiC, the small periodic peaks between the main peaks that were related to the
double diffraction effect could indicate the polytype of a SiC crystal with small periodic
peaks due to the periodic stacking layers in the c-direction on the crystal [21]. For our
XRD results, after the purification process (52 and S3), small periodic peaks were also
observed, as shown in Figure 4. In addition, the S1 sample had no small periodic peaks
due to the large amounts of impurities. However, these XRD results could not be evaluated
for 4H-5iC crystals with lower impurity doping levels. Thus, in this work, we investigated
4H-SiC crystal samples in terms of the trace impurity doping level by using the Raman and
PL techniques.

Figure 2. (a) Photo image of a two-inch 4H-SiC crystal grown with the PVT process with 3C-SiC
powder and (b) a visible-light-emitting fluorescent 4H-SiC sample excited by a 325 nm laser source.
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Figure 3. X-ray diffraction (XRD) patterns of three differently treated starting materials of 3C-SiC
powder (51, S2, and S3).

The Raman spectra of the 4H-5iC crystals that were grown are shown in Figure 5.
The three characteristic peaks of the 4H-SiC samples were detected at approximately 795,
800, and 970 cm ! [22-24]. In Figure 5a, the two characteristic peaks at 795 and 800 cm !
correspond to the transverse optical (TO) phonon [22,23]. The peak at 970 cm ™! is the
longitudinal optical (LO) phonon mode of 4H-5iC [22,23].

Figure 5b shows that the LO peaks (from 991 to 981 cm~!) in the Raman spectra of
the three 4H-SiC crystal samples were altered with respect to the starting material (51,
52, and S3). The Raman shifts of the LO peak for two samples (52 and S3) occurred at
significantly lower wavenumbers than those of S1. It may be considered that the reason
was that the LO phonon mode also caused a shift in the peaks toward lower frequencies,
which could probably be attributed to the decrease in the grain size, internal stress from
impurities, and the atomic size effect [22-28]. The peak breadth and reduced intensity of
the S1 sample were the result of the increase in the free carrier concentration, as shown in
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Normalized Intensity (a.u.)

Figure 5b. The Raman features of the LO (or LOPC) modes are very useful in determining
the structural properties of SiC and have been shown to allow the estimation of the nitrogen
concentration [29]. As the starting material was purified, S1 to S3, the Raman spectra
showed a decreasing nitrogen concentration with the shift toward lower energies, as well
as a change in the intensity of the LOPC. The peak intensity of the LOPC increased and the
peak position shifted to lower wavenumbers through the elimination of the nitrate element
under various purification conditions, such as oxidation and reduction reactions.
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Figure 4. X-ray diffraction (XRD) patterns of the 4H-SiC crystal samples prepared with the PVT
process with three different starting materials (S1, S2, and S3).
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Figure 5. Raman spectra of the three 4H-SiC crystal samples: (a) wide scan and (b) narrow scan of
the LO peak.

Figure 6a shows the PL spectra of the 4H-SiC crystal samples prepared using different
starting materials at room temperature (T = 298 K). The measurements were carried out
with a 325 nm exciting laser source, and the PL emission spectra are shown in Figure 6a.
All of the samples showed a wide non-Gaussian symmetric peak located at 533 nm that
corresponds to the N-B donor—acceptor pair (DAP) emission [22,23]. The peak intensity of
the N-B DAP emissions for S2 was observed to be high, resulting in an increase in the N-B
DAP density at room temperature (T = 298 K) [30-32]. The N-B DAP emissions of S1 were
the weakest, although the concentrations of N and B were the highest among the three
4H-5iC crystal samples according to the ICP-OES data in Table 2. The reason could be that
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the N-B DAP emissions of S1 were affected by the N-Al DAP emissions at 420 nm [30-32].
These luminescence properties are directly correlated with energy-level transitions in
semiconductors. The recombination of donor—acceptor pairs for 4H-SiC crystals with an
indirect band gap forms a free exciton and a phonon. This type of recombination introduces
a complex donor-acceptor recombination mechanism. Thus, the impurity concentration
may have a critical influence on the luminescence properties [30-32].

PL intensity (a.u.)

4H-SIC, 50K 1
(@) 4H-SiC,RT (b) 3
—e—81 - E
N-B DAP emission —+—82 = N-B DAP emission g
533 nm—-. g —--83 s 580nm\ 2,
> :
t 1 360 70 380 %0
U’J 3 Wavelength (nm)
c
2 | N-aI DAP emission 4H-SiC, 50K
S| 420nm \ —o— 81
_ : —2—82
o —-—83
T T T T T T T T T T T T T T T T T T T
300 400 500 600 700 800 900 300 400 500 600 700 800 900

Wavelength (nm)

Wavelength (nm)

Figure 6. PL spectra of 4H-SiC crystal samples measured at (a) room temperature (T = 298 K) and
(b) an extremely low temperature (T = 50 K) in a wavelength range of 300 to 900 nm.

Table 2. Elemental composition measured by ICP-OES and an element analyzer with the different
4H-SiC crystal samples (ppm: part per million, mg/kg).

Element Composition

Sample Condition

S1 S2 S3
SiC (wt%) 99.5 wt% 99.7 wt% 99.8 wt%
N (mg/kg) 2097 310 220
B (mg/kg) 9.25 1.93 0.17
Al (mg/kg) 56 0.12 0.10

Figure 6b shows the PL spectra of the three types of 4H-SiC crystal samples at ex-
tremely low temperatures (T = 50 K). Both N-Al and N-B DAP emissions were observed at
420 and 580 nm, respectively, at extremely low temperatures [30-32]. The peak intensity
of the N-Al DAP emissions was observed to be the highest in S1. The peak intensities of
the N-B DAP emissions for S2 were observed to be high, suggesting an increase in the N-B
DAP density at extremely low temperatures [30-32]. The peak intensity of the N-B DAP
emissions increased with the nitrogen concentration. As shown in the magnified image of
Figure 6b, sample S2 showed a weak PL peak at 370 nm in the low-temperature PL spectra,
which was caused by the emission of nitrogen from the nitrogen-bounce excitation [30-32].
Meanwhile, the N-B DAP emissions of S1 at 533 nm were the weakest due to the N-Al
DAP emissions at 420 nm [30-32]. In the case of sample 51, the N-Al DAP emissions
were dominant in the spectra at 420 nm, and they were affected by visible-green-light
luminescence quenching at 533 nm.

To better understand the relationship between the impurities and PL properties, ICP-
OES and an elemental analysis were performed to investigate the elemental composition of
B, Al, and N in the three 4H-SiC crystal samples (51, S2, and S3). The results are presented
in Table 2.
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From the obtained results, the concentration of each element was converted into
units of atoms/cm? so that the recombination ratio of the donor—acceptor (RDA) (Cp.a
and 2Cg/(Cn — Cg)) could be calculated using Equation (1) [22,23]. The B, Al, and N
concentrations were defined as Cg, Cy), and Cy, respectively. The parameter Cp.5 was
calculated as a function of Cg — (Cp; — Cn) [31-33]. The calculated concentrations are
listed in Table 3.

CD—A = lnCB — (h‘lCAl — lnCN) (1)

Table 3. Calculated concentrations of B, N, and Al using the ICP-OES results (atoms/ cm3).

The Calculated Concentration (atoms/cm3)

Sample Condition

S1 S2 S3
Cn (atoms/cm?) 2.10 x 10%0 3.10 x 10Y 2.20 x 10Y°
Cg (atoms/cm?) 1.20 x 1018 2.50 x 10%7 2.20 x 106
Cpap (atoms/cm3) 2.90 x 1018 6.12 x 101 499 x 1015
RDA of Cp.a (a.u.) 46 49 46
The ratio of 2Cg/(Cn — Cg) 0.01 0.02 0.002

The DAP recombination rate is an efficient measure of emission luminescence [33-35].
The RDA is proportional to the donor concentration (Cp) and acceptor concentration (Cp).
The correlation between Cp, Ca, and the PL properties in SiC samples has already been
shown [22]. The increase in PL intensity of N-B DAP for S2 was shown to be due to an
increase in Cn. The Aukerman and Millea model [33-35] suggests that the correlation
between the DAP recombination and concentration causes an increase in PL intensity with
the increase in the difference between Cy and Cg, which is called the N-B concentration
gap. When the N-B concentration gap is larger than Cg, it becomes saturated. When the
N-B concentration gap exceeds twice the value of Cg, the PL emission intensity decreases
due to non-radiative defects (non-emission), as shown in the S3 sample [32].

To compare the correlation between the N-B concentrations and PL, we calculated the
value of 2Cg/(Cn — Cp). When N-B emissions were observed, the N impurity—substituted
for C in the SiC lattice—made it difficult for the electrons/holes between the impurity levels
to transition to non-radiative emission at 533 nm, resulting in luminescence quenching. In
the S3 sample, there was no emission, as the calculated ratio of 2Cg/(Cn — Cg) was 0.01 or
less. In the S1 sample, Al and N existed in the hexagonal lattice of SiC, leading to a blue
emission spectrum derived from the N-B DAP luminescence quenching. This shows that
N-B DAP luminescence quenching can be extinguished depending on the concentrations
of N and B impurities in 4H-SiC. When the calculated ratio of 2Cg/(Cn — Cp) was less
than 0.01, the PL intensity was enhanced. When the Al concentration (C4;) was high in
4H-SiC (S1), N-B DAP emissions could not be generated with the N-Al DAP emissions at
420 nm [30-32,35].

Based on the PL results, a schematic diagram of the proposed recombination paths of
the main impurities in the 4H-SiC crystals is shown in Figure 7. When the wavefunction of
an electron bound to a donor can interact with a hole that is bound to an acceptor, DAP
recombination occurs. Typical DAP luminescence spectra were observed in 4H-SiC at room
temperature (T = 298 K) and extremely low temperatures (T = 50 K). In Figure 7, the N-Al
and N-B DAP PL spectra are shown. The N-Al DAP PL peaks were located in the relatively
high-energy region, and the N-B DAP peaks appeared in the low-energy region because
the Al acceptor levels were low, and the boron levels were relatively high. As described
in Figure 7, the incorporation of B into 4H-SiC induced two boron-related levels, shallow
boron and deep boron. In the N-B DAP PL, the deep boron centers were mainly involved
in radiative recombination [30-32,35].
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Figure 7. Schematic diagram of the proposed recombination paths with the elemental impurities
incorporated into the 4H-SiC crystals.

The optical transmittance spectra of the 4H-SiC samples in the range of 200-1000 nm
are shown in Figure 8a for samples S1 and S3. The optical transmittance of sample S1
was below 40%, and that of sample S3 was also above 40%. For the S1 sample, more N
doping could decrease the optical transmissivity of the 4H-SiC crystal for wavelengths
from 600 to 1000 nm. The absorption at 463 nm caused by nitrogen doping may weaken
N-Al DAP emission extraction. Most importantly, Al and N co-doping caused the N donor
and Al acceptor at hexagonal sites to be dominated in the SiC crystal, resulting in more
non-radiative recombination and light absorption losses [22]. This absorption band was
caused by the transition between the bottom levels of the conduction band and the top
levels of the valence band, while the absorption band was caused by the induction of the
energy level of the N impurities [35].
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Figure 8. (a) Optical transmittance and (b) absorbance spectra of 4H-SiC crystal samples at room
temperature (T = 298 K).

The absorption spectra of the 4H-SiC samples in the range of 200-1600 nm are shown
in Figure 8b. The absorption peak at 463 nm caused by nitrogen doping may weaken the
N-Al DAP emissions. These N-B DAP emissions of the 4H-SiC samples were responsible
for the low optical transmissivity, and the light extraction of the N-B DAP emissions in the
visible light range was weakened [22,23]. The aluminum and nitrogen co-doping led to the
N donor and Al acceptor at the hexagonal sites dominating in the SiC crystal, resulting in
more non-radiative recombination and light absorption losses [22,35].

The optical band gap (Eg) was calculated from the transmittance spectra using the
Tauc Equation (2) [36,37].

o = A-(hv — Eg)"° )

where « is the absorption coefficient, A is a constant, and hv is the photon energy [36,37].
Eg can be evaluated from the relation between aiv and the photon energy (hv), as shown
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when plotting (aiv)? vs. energy in Figure 9. The value of Eg of the samples can then be
determined by extrapolating a straight line to cross with the /v axis at zero, as shown in
Figure 9. The value of Eg of the 4H-SiC that was grown was found to be 3.29 eV for both S1
and S3 [36,37].
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Figure 9. Plots of the variation in (ahv)? versus photon energy (hv) of the 4H-SiC crystal samples
grown with the PVT method with different 3C-SiC powders: (a) S1 sample and (b) S3 sample.

4. Conclusions

In summary, we investigated the correlation between the impurity concentrations
and PL properties of single 4H-SiC crystals prepared with the PVT method. The single
4H-SiC crystals grown with the PVT process were evaluated by using Raman spectroscopy,
XRD, ICP-OES, UV-Vis spectroscopy, and PL measurements. As a result, XRD peaks at two
prominent peaks at 36° and 76°, which are reflections from the (0004) and (0008) planes,
respectively, were found to correspond to 4H-SiC. After purification (52 and S3), a few
peaks of weak intensity were also separately observed at almost equal intervals, although
the S1 sample had no small periodic peaks due to the large number of impurities. However,
with XRD results, it is somewhat difficult to analyze the concentrations of trace impurities
using peak shifts or weak minor peaks. Thus, we investigated the 4H-SiC crystal samples in
terms of the trace impurity doping level by using the Raman and PL techniques. The Raman
spectra of the 4H-5iC crystals that were grown were observed to have three characteristic
peaks, which were detected at approximately 795, 800, and 970 cm~!. In particular, the LO
peak intensities of S2 and S3 decreased, and the LO peak shifts of the S2 and S3 samples
occurred at lower wavenumbers than those of S1. It may be considered that reason was that
the LO phonon mode also caused a shift in peaks toward lower frequencies, which could
probably be attributed to the decrease in the grain size, internal stress from impurities,
and the atomic size effect. For the PL spectra at a low temperature (50 K), two prominent
PL emission peaks were observed at 420 and 580 nm. These DAP emission peaks were
attributed to the impurity concentration caused by the doping of N and B in the single
4H-SiC crystals. The value of 2Cg/(Cn — Cp) was employed to evaluate the correlation
between the N-B concentrations and PL. As the ratio of 2Cg/(Cn — Cpg) was less than 0.01,
there were no emissions in the S3 sample. Since Al and N existed in the S1 sample, N-B
DAP emissions were not observed due to due to the luminescence quenching by the N-Al
DAP emissions at 420 nm. These results show that N-B DAP luminescence quenching can
be extinguished depending on the concentrations of N and B impurities in 4H-SiC. When
the 2Cp/(Cn — Cp) ratio was 0.01 or less, the 4H-5iC samples with high C4; values showed
no N-B DAP emissions at 420 nm. Thus, the PL technique is a useful technique for detecting
the lower trace impurity doping levels in 4H-SiC crystal samples.
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