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The preparation of GeSn quantum dots (QDs) facilitates the solution of Si-based light source for communication. The GeSn QDs with a uniform
size of 5 nm embedded in amorphous GeSn were synthesized by low temperature annealing on amorphous GeSn strips intersected with Sn strips.
The Sn fraction in GeSn QDs is much higher than that in original amorphous GeSn matrix. A novel growth mechanism related to Sn diffusion
induced nucleation and the strain limitation effect was proposed. The direct bandgap of ∼0.8 eV extracted from room-temperature
photoluminescence and absorption spectra is larger than the theoretical prediction of 0.41 eV in bulk GeSn with Sn fraction of 13.6%.
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G
e1−xSnx alloy with Sn fraction larger than about 0.1
is revealed to achieve the transition from indirect to
direct bandgap1,2) and higher carrier mobility as

compared with Ge.3,4) Consequently, it has been a candidate
for the next generation of Si-compatible electronic and
photonic devices.5) However, the low solid solubility of α-
Sn in Ge below 1 atom% and large lattice mismatch between
α-Sn and Ge hinder the development of high-Sn fraction
GeSn.6,7) In addition, the energy bandgap (0.3–0.5 eV) of the
direct bandgap GeSn alloy is narrower compared to the
optical communication wavelength (∼0.8 eV), limiting its
potential in near-infrared (NIR) optoelectronics. To solve the
above issues, reducing the size of crystalline GeSn into
nanoscale is one of the most possible paths. GeSn QDs,8–10)

nanowires,11,12) and quantum wells13,14) have been demon-
strated enhancing the optical efficiency for applications in Si-
based electronic and photonic devices. GeSn QDs with the
maximum surface to volume ratio among them, provide more
opportunities for dislocations to relax during the doping of Sn
atoms and the bandgap can be modulated by the quantum
confinement effect as the size less than the Bohr exciton
radius (24.3 nm for Ge).15,16)

To date, multiple approaches have been proposed for GeSn
nanocrystals synthesis, such as Sn-rich GeSn nanocrystals in
a Ge matrix using molecular beam epitaxy,8) colloidal GeSn
nanocrystals based chemical methods,10,17,18) GeSn nano-
crystals using a gas-phase laser photolysis reaction,19) and so
on. However, the methods above could not simultaneously
satisfy the following requirements: (1) uniform size and Sn
fraction with high density (>1010 cm−2); (2) emitting at
optical communication wavelengths of approximately 1310
or 1550 nm; (3) emitting at room temperature; and (4)
integration of Si with the complementary metal oxide
semiconductor (CMOS)-compatible fabrication technique.
Therefore, more efficient and cost-effective methods are still
needed.
In this work, we report the fabrication of high-Sn GeSn

QDs with average size of 5 nm based on Sn diffusion using a
low-cost co-sputtering technique. In virtue of low preparation
temperature, high-Sn GeSn QDs without β-Sn segregation or
defects have been demonstrated. The highly dense GeSn QDs
of 6× 1011 cm−2 and the achievement of room-temperature
photoluminescence (RT PL) spectra at ∼1.55 μm are very
promising for optoelectronic device applications.

The amorphous GeSn (a-GeSn) film of 45 nm thickness
were grown on Si substrates covered with 800 nm SiO2 films
by magnetron co-sputtering techniques at room temperature.
The sputtering pressure was kept 0.5 Pa in argon ambient.
The Sn fraction of a-GeSn was 2% controlled by adjusting
sputtering power. Amorphous Ge films were also deposited
as well for comparison. After that, amorphous GeSn and Ge
films were patterned into narrow strips (width: 3.6 μm,
length: 150 μm) using lift-off process. Subsequently, 50-
nm-thick Sn strips with 1.2 μm width using lift-off process
were deposited perpendicular to the amorphous GeSn and Ge
strips, respectively, with 25 μm away from one end. Finally,
after capping with 500-nm-thick SiO2 layers, the samples
were heat-treated in a tubular annealing furnace at low
temperature of 300 °C in nitrogen atmosphere from 0.5 to
40 h. The samples of unannealed a-GeSn film (annotated as
reference sample) and annealed GeSn strips without Sn strip
on them (annotated as contrast sample) were also prepared
for comparison.
The Sn fraction, crystalline characterization, morphology

and size of GeSn nanocrystals were characterized by high
resolution transmission electron microscopy (HRTEM) and
Raman spectroscopy (wavelength: 532 nm). The Sn diffusion
process along the GeSn strips were demonstrated with the
energy dispersive spectrometer (EDS). The energy band
parameters of GeSn nanocrystals were studied by absorption
and PL spectra with excitation laser at wavelength of 532 nm
and power of 10 mW at room-temperature.
As the cross-section TEM image shown in Fig. 1(a), GeSn

nanocrystals of sample annealed at 300 °C for 40 h is
represented as the black dots with average size of 5 nm and
cross-section density of 6× 1011 cm−2. The structure and
cross-section of the sample are schematically shown in
Fig. 1(b). As the HRTEM image shown in Fig. 1(c), clear
lattice fringes without β-Sn aggregation in the GeSn nano-
crystal indicate high crystallinity. Figure 1(d) depicts the fast
Fourier transform (FFT) pattern taken from the same place as
in Fig. 1(c). Bright spot marked with dark arrow exhibits
highly (220) textured GeSn nanocrystal and the Sn fraction is
calculated to be about 13.6%, which is much larger than the
Sn fraction in the initial a-Ge0.98Sn0.02.
As shown in Fig. 2(a), the Raman peak from Ge–Ge mode

of sample annealed for 40 h is asymmetric of the left and
right. The shoulder on the left of the Ge–Ge mode peak is
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attributed to the disorder in the bond distances of a-GeSn.
The green and red dotted Lorentzian curves by fitting indicate
the crystalline and amorphous peaks, respectively. The
crystallinity, namely the Ge1−xSnx nanocrystals ratio in a-
GeSn matrix can be expressed as:

h =
+

( )A

A A
1c

c a

where Ac and Aa are defined as the areas of the crystalline and
amorphous peaks, respectively. The calculation yields η of
32.6%, which demonstrates a high proportion of Ge1−xSnx
nanocrystals in a-GeSn matrix. The crystalline peak shift Δω
compared to Ge–Ge Raman peak from bulk Ge (black dotted
line) can be attributed to Sn substitution of Ge into the lattice.
As a result, Sn fraction x is 13.7% calculated by
Δω=−82x,20) which is broadly in line with the data from
HRTEM.
To investigate the formation mechanism of GeSn nano-

crystals in detail, crystallinity at different positions in GeSn
strips after heat treatment from 0.5 to 40 h were characterized
one by one. Figure 2(b) shows Raman spectra measured at
the Sn strip edge intersected with GeSn strip (position 0 μm).
Here, a-GeSn annealed at 300 °C for 0.5 h began to crystal-
lize with the Sn fraction of 7.1%. The crystalline peak
intensity manifests to be proportional to annealing time and
the Sn fraction increased to 13.7% for 40 h. At positions of
50 and 125 μm away from the Sn strip edge, the crystalline
peaks appear as the annealing time prolong to 40 h, as shown
in Figs. 2(d) and 2(f).
As the EDS element mappings shown in Fig. 2(c), the

obvious Sn diffusion along GeSn strips from the intersection
(white dotted circle) is observed with the increase of
annealing time. Obviously, the red curve fitted for Sn fraction
distribution of sample with 40 h annealing confirms the
diffusion of Sn from intersection end to the other, as shown
in Fig. 2(e). And by making the tangent of this curve, a
maximum absolute value at 0 μm is extracted as
0.095% μm−1, which means negligible Sn fraction difference
among positions in the GeSn strip.
As shown in Fig. 3(a), both the contrast and reference

samples keep the original amorphous phase without any
GeSn crystalline peak. This further validates the importance
of the Sn diffusion for the formation of GeSn nanocrystals.
Besides, the same amorphous characteristic of both the
contrast and reference samples faultlessly precludes the stress
induced crystallization caused by the encapsulated SiO2. The
crystallinity of the sample with pure Ge strips intersected
with Sn strip differs from the sample of GeSn strip. As shown
in Figs. 3(b) and 3(c), after being treated at 300 °C for 40 h,
pure Ge strip appears similarly partly crystallization at 0 and
50 μm away from Sn strip as the GeSn strip sample does.
However, Raman peak positions of crystalline Ge–Ge mode
in the former shift to higher energy, indicating lower Sn
fraction (2.9%–7.2%) in the crystalline GeSn as compared to
the latter. Strikingly, no crystalline peak at 125 μm in the Ge
strip sample is obtained. According to Ge and Sn EDS
element mappings in Fig. 3(d), an obvious Sn diffusion along
the Ge strip is revealed while at position 10 μm, the Sn
element becomes unapparent. Besides, higher maximum Sn
gradient of 18.37% μm−1 and less diffusion at the same
positions can be observed on the inset as compared to
Fig. 2(e). This illustrates that the accomplishment of Sn
diffusion in a-Ge needs much longer time than in a-GeSn,
which possesses more vacancies due to addition of Sn.
Consequently, Sn contained in a-GeSn strip is appreciated
to the diffusion of Sn and the formation of high-Sn GeSn
crystalline. Nevertheless, it immoderately increases the initial

Fig. 1. (Color online) (a) Cross-section TEM image of the sample annealed
at 300 °C for 40 h. (b) The sketch of the sample. (c) HRTEM image of the
GeSn nanocrystal. (d) FFT pattern taken from the same place as in (c).

Fig. 2. (Color online) (a) Raman spectra of sample annealed at 300 °C for
40 h. The black line, as well as the blue, green and red dotted lines represent
the original, fitted data, the crystalline and amorphous peaks, respectively.
Raman spectra of samples annealed at different timings from 0.5 to 40 h at
positions of 0 (b) 50 (d) and 125 μm (f) away from the Sn strip edge,
respectively. (c) Ge and Sn EDS element mappings of samples after
annealing for 0.5, 10 and 40 h, respectively. (e) Sn fraction distribution along
GeSn strip from 0 to 125 μm after annealing for 40 h.
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Sn fraction in a-GeSn strip would inevitably decrease the
nucleation temperature, leading to polycrystalline GeSn.21,22)

Based on the above results, the process of GeSn nano-
crystals formation can be analyzed by thermodynamics and
kinetics in details. The change in Gibbs free energy ΔG of
nucleation is defined as a sum of two terms: (1) the chemical
potentials difference Δμ of N molecules (atoms, ions)
between the mother μmother and the new phase μnew, and
(2) the free energy penalty Φ imposed due to the formation of
the new interface,23)

mD = - D + F ( )G N 2

where m m m- D = -( )N N new mother is negative because the
new phase is more stable than the old one. At the start of
nucleation, the surface energy Φ plays a major role and
decreases with increase of Sn atoms due to the weaker bond
of Ge-Sn. As a result, the barrier and critical size of
nucleation decrease with more Sn atoms, as shown in
Fig. 4(c). At 300 °C, the thermal energy kBT (blue dash
line) is too small to meet the requirement for crossing the
energy barrier of Ge0.98Sn0.02 nucleation (red solid line).
Incorporation of more Sn atoms by diffusion reduces the
energy barrier, and the nucleation, which is schematically
shown in Figs. 4(a) and 4(b), begins when the barrier is as
low as the thermal energy.
For monomers, growth of crystals larger than critical size

is persistent without considering the constituent. However,
the crystallization of GeSn alloy is more complicated since
the component changes depending on conditions. As afore-
mentioned, lower surface energy leads to lower energy
barrier for crystallization. Considering the crystal nucleus
grows as a consequence of the crystallization of adjacent
shell a-GeSn layer, as depicted in Fig. 4(d), there is a
tendency that more Sn atoms are favored for the newly
crystallized surface. Thanks to the fact that the diffusion
coefficient of Sn atom in Ge (∼10−6 nm2 s−1)24) is much
larger than that of a Ge atom (∼10−8 nm2 s−1),25) Sn atoms

move faster than Ge atoms, resulting in local nonuniformity
of Sn concentration in a-GeSn. Once the Sn atoms move into
the adjacent shell layer, where the Sn atom energetically
favorable, a higher Sn fraction GeSn crystalline layer formed.
Consequently, more Sn atoms in the amorphous diffuse to the
nanocrystal surface and the crystal continues to grow larger
no matter Sn concentration of ambient a-GeSn is low or high.
As shown in Fig. 2(b), the Raman peaks of Ge–Ge mode
from crystallized GeSn shifts to lower energy side as
annealing time increases, indicating more Sn incorporated
in the nanocrystals. Nevertheless, as the Sn fraction increases
shell by shell, more compressive strain, which improves the
crystallization energy barrier, is introduced simultaneously at
the surface. Therefore, thermal energy becomes insufficient
again for overcoming the energy barrier, and the nanocrystals
stop growing. As a result, a saturated size of ∼5 nm GeSn
nanocrystals with saturated high Sn fraction of ∼13% were
achieved by Sn diffusion induced as well as the strain limited
growth mechanism.26) This also explains the contradiction in
the formation of high quality single crystalline GeSn alloy
with high Sn fraction and evokes the promising future of
high-Sn fraction with high crystallinity GeSn nanocrystals.
The absorption coefficient of GeSn nanocrystals sample

was extracted by transmittance spectra, as shown in Fig. 5(a).
We observed the direct absorption edge between 0.76 and
0.82 eV as well as disorder-induced Urbach absorption tail
below the bandgap. Near the direct band edge, the interband
absorption could be expressed as27)

a u u= - Gћ ћ( ) ( ) ( )EA 3g
2

where α is the absorption coefficient of direct bandgap
transition, ћυ is the photon energy, A is the constant and

GEg is the direct bandgap energy. By fitting the absorption
coefficient of band edge, the direct bandgap energy GEg of
0.77 eV was extracted, as shown in Fig. 5(b). The direct
bandgap Ebulk of bulk Ge0.864Sn0.136 is about 0.41 eV
calculated by28)

Fig. 3. (Color online) (a) Raman spectra of samples with (red line) and without (green line) Sn strip, and reference sample (black line) without annealing.
Raman spectra of samples of GeSn (b) and Ge (c) strips both with Sn strips after annealing at 300 °C for 40 h. The blue, green and red lines represent Raman
spectra measured at the position 0, 50 and 125 μm away from the Sn strip, respectively. (d) The Ge and Sn EDS element mappings for Ge strip sample
annealed at 300 °C for 40 h. The Sn density distribution along Ge strip from 0 to 20 μm is presented on the inset.
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where =G( )E Ge 0.8g eV and = -G( )E Sn 0.41g eV are the
direct bandgaps of Ge and Sn, respectively. We use the
bowing parameter b= 1.94 eV.29)

The significant difference between GEg extracted from the
absorption coefficient and the calculated values can be
attributed to the energy separation induced by quantum

confinement effect. The absorption energy of nanocrystals
with size less than the Bohr exciton radius *aB can be
calculated by the theoretical formula30,31)

*
p
m e pe

= + - -
ћ ( )E

R

e e

a
E

2
1.786

R
0.248

8
. 5

B
bulk

2 2

2

2 2

Here, R is the size of the nanocrystal, ћ is Planck’s constant, ε
is the dielectric constant of the concerned material, e is the
electron charge, and μ= (me

−1+mh
−1)−1 is the reduced

Fig. 4. (Color online) Schematic illustration of (a), (b), (d) the GeSn nanocrystals formation and (c) the change in Gibbs free energy ΔG, versus nucleation
radius R.

Fig. 5. (Color online) (a) The absorption coefficient of GeSn nanocrystals sample. (b) The data fitting of absorption edge for direct bandgap energy. (c) RT
PL spectrum of GeSn QDs sample. (d) Schematic illustration of energy band diagram and photoluminescence.
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mass of carriers given by the effective mass of electrons and
holes. For Ge0.9Sn0.1 alloy, the effective mass of electrons and
holes are 0.05 and 0.3 m0 (static electron mass).32) Therefore,
the absorption energy is 0.75 eV calculated by Eqs. (4), (5).
Furthermore, the RT PL was carried out to directly examine

the bandgap and actual luminescence of the nanocrystals. As
shown in Fig. 5(c), the PL peak located at ∼0.8 eV, which fell
in the range of optical communication wavelengths
(∼1.55 μm), is attributed to the direct radiative recombination
occurring in the GeSn nanocrystals. Moreover, the narrow half
width at half maximum D = 0.02 eVHWHM of the PL peak
demonstrates the uniform size of GeSn nanocrystals.
Theoretically calculated bandgap of Ge0.864Sn0.136 nanocrys-
tals with size of 5 nm is about 0.75 eV, which is in good
agreement with both the experimental results of absorption and
RT PL spectra whereas deviating largely from the theoretical
bandgap 0.41 eV of Ge0.864Sn0.136 bulk. As a result, the
Ge0.864Sn0.136 nanocrystals are demonstrated to be QDs. As
illustrated in Fig. 5(d), the narrower bandgap of Ge0.864Sn0.136
QDs compared with that of a-Ge0.98Sn0.02 is conducive to
enhance the luminescence due to the trapping of electrons and
holes in the QDs. Therefore, the demonstrated high-Sn GeSn
QDs embedded in a-GeSn matrix is promising for the integrate
photonic device applications.
In summary, direct bandgap high-Sn fraction GeSn QDs

with average size of 5 nm embedded in a-GeSn matrix with
high density (6× 1011 cm−2) induced by Sn diffusion have
been prepared. The high crystallinity of Ge0.864Sn0.136 QDs
without β-Sn aggregation has been demonstrated. With the
assistance of initial Sn in a-GeSn strips, the Sn strip
intersected with a-GeSn strips serves as the main diffusion
source of Sn for the high-Sn fraction GeSn QDs formation
during the annealing. We attribute saturated size and Sn
fraction of the GeSn QDs to the strain limited growth
mechanism. The direct bandgap energy of GeSn QDs has
been extracted as 0.8 eV, which is larger than the bandgap of
0.41 eV in bulk GeSn alloy with the same Sn fraction due to
the quantum confinement effect. The RT PL at 1.55 μm
(0.8 eV), which fell in the range of optical communication
wavelengths, consolidates the achievement of direct band
high-Sn fraction GeSn QDs and its potential to applications
of near infrared optoelectronics.
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