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For InP-based QDs, the current technology does not outperform CdSe-based QDs in many respects, one of
which is stability. The optical stability of QDs is closely related to their surface properties, so QDs often use
organic ligands for surface protection. These organic ligands are dynamically attached and detached on the
QD surface; during detachment, their surfaces are easily damaged and oxidized, thereby deteriorating their
optical characteristics. Therefore, we have synthesized a ligand 1,2-hexadecanedithiol with a bidentate
form, inducing one ligand to bind to the QD surface strongly through the chelate effect, as a good way
to improve the stability of the QDs; thus, the PL stability of the green-light-emitting InP-based QDs was
greatly increased. To confirm the existence of the dithiol ligand, we used thermogravimetric analysis/
simultaneous thermal analysis-mass spectroscopy (TGA/STA-MS). After that, we applied the ligand to
blue-light-emitting ZnSe QDs and red-light-emitting InP QDs, and for those two types of QD we also
confirmed that the stability was increased. Additionally, we tested dithiol exchanged QDs at a high
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Introduction

Semiconductor nanocrystals, commonly known as quantum dots
(QDs), have attracted a great deal of attention due to their unique
optical properties, which appear via the quantum confinement
effect. Since the synthesis of CdSe QDs for the first time through
the colloidal synthesis method in 1993, many improvements
have been made, and CdSe has been studied for many applica-
tions, such as LED production,>® photodetection,” energy har-
vesting,'*™* and biomarker identification. However, due to
the toxicity of cadmium, CdSe is regulated for use in Europe, and
as a solution, InP QDs, which are Cd free and have high-quality
optical properties in the visible region, are receiving an
increasing amount of attention. Thus far, compared to CdSe, InP
has many limitations with regards to various aspects, for
example, wide emission spectral line-width, and low QY and
stability; a large amount of research has been done to address
these problems. As a result, some characteristics of InP have
improved significantly,””*° while some still need to be improved.
Nevertheless, there are still problems associated with replicating
the characteristics of CdSe. Among these characteristics, the
most notable feature of InP-based QDs is their stability.
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temperature of 150 °C, and the increase of stability was effective even in a high temperature condition.

Generally, the long-term stability of QDs is directly related to the
reliability of the device,** which is essential for the performance
of the device. Recently, stability studies on InP-based QDs with
narrow and high QY values were performed under room
temperature and high temperature conditions; however, their
stability was found to be very poor compared to CdSe. (The most
notable recent result of stability is maintaining QY for about 15
days from ambient.)® The optical stability of QDs is closely
related to their surface properties.”*>* To prevent the agglomer-
ation of nano-sized QDs, their surface is protected by organic
ligands, which consist of hydrophilic head groups, such as
carboxyl,* thiol,*” and amine® groups, and tail groups with long
carbon chains (carbon 14-18). These ligands have been used for
synthesizing various QDs since the synthesis of CdSe colloidal
QDs. They play a key role in the nucleation and growth control,
size, shape, composition and morphology of QDs during their
synthesis,** and serve as surfactants to enhance the solubility
of QDs in non-polar solvents. These organic ligands are dynam-
ically attached and detached on the QD surface; during detach-
ment, their surfaces are easily damaged and oxidized, thereby
deteriorating their optical characteristics. This problem can be
solved by using a large number of ligands, but too many organic
ligands degrade the quality of the device. Therefore, we think that
the use of a ligand capable of binding more strongly to the
surface of the QD would be a good way to improve the stability of
the QDs. We have synthesized a ligand with a bidentate form,
inducing one ligand to bind to the QD surface strongly through
the chelate effect.***® Even if one end of the bidentate is detached
from the surface, the other end remains attached, and the ligand
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is present on the surface; the probability that both the ends
detached are is low, and these types of surfactants are likely to
contribute to the stability of the QDs. We prepared the dithiol
ligand with the hexadecyl group and performed ligand exchange
after QD synthesis. InP-based core/shell QDs with dithiol chelate
ligands showed a highly improved stability, compared to pristine
QDs. The effects are verified in green- and red-light-emitting InP-
based QDs as well as in blue-light-emitting ZnSe-based QDs. The
tests were performed at ambient and high temperature condi-
tions. The existence of the dithiol ligand was analyzed by ther-
mogravimetric analysis/simultaneous thermal analysis-mass
spectroscopy (TGA/STA-MS).

Result and discussion

We synthesized three types of bidentate surfactants, 2-dode-
cylmalonic acid (-COOH), 1,2-hexadecanediamine (-NH,), and
1,2-hexadecanedithiol (-SH), and then investigated the QD
stability after surfactant exchange. Unfortunately, diacid and
diamine structures were not effective, because of the thiolate
groups have high affinity toward the surface of QDs.** 1,2-Hex-
adecanedithiol was synthesized from 1,2-hexadecanediol via
several reaction steps, which has been reported in a previous
study and described in detail in the Experimental section and
Scheme 1.

The product was confirmed by 'H and *C NMR analyses
(Fig. S1, ESIT). Green- and red-light-emitting InP-based QDs
were fabricated in accordance with the procedures mentioned
in a previous study, which have also been described in the
Experimental section. The exact structures of the QD can be
described as follows: InGaP/ZnSe/ZnS core/shell QDs. To
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investigate the effect of the bidentate surfactant, the synthe-
sized QDs were divided into two parts; one was washed with
acetone solvent for removing the extra surfactant, and the other
was mixed with 1,2-hexadecanedithiol and stirred at 80 °C for
12 h, and then washed with acetone as mentioned above. Both
QDs were redispersed in hexane, and then left under ambient
conditions. The decrease in QY was measured with time.

Fig. 1a-c shows the comparison of the QY data of two green-
light-emitting samples over time. The initial QYs of both
samples are similar; the QY of the pristine sample after the
treatment is 81% and that of the dithiol-treated sample is 84%.
Both have the same emission wavelength peak of 533 nm and
the same emission spectral line width (full width at half
maximum, FWHM) of 38 nm (Fig. 1a and b). After being kept in
air at room temperature for 408 h, the dithiol-treated sample
showed the same QY, whereas the QY of the pristine sample
rapidly decreased to 17%. Long-term stability tests indicated
that the QY of the dithiol-treated sample was unchanged for
400 h (Fig. 1c).

The photographs of both samples after 408 h also showed
a clear difference in the brightness under UV light (Fig. 1a and
b inset). The powder XRD data showed that the crystalline
structure of the QDs did not change after the dithiol exchange
(Fig. 1d). The thick ZnSe shell resulted in the peak position of
the zinc-blended ZnSe structure. The particles of the pristine
sample were tetrahedron shaped, and the size of each particle is
about 6 to 7 nm on each triangle side. After ligand exchange, the
particle size and shape almost seemed to be similar; therefore,
there is no significant morphological differences between the
pristine and dithiol exchanged QDs (Fig. 1e and f).

Methanesulfonyl chloride (2.2 equiv.)

Pyridine (3 equiv.)

a) P 20 T T T T S T
OH

Dichloromethane

/\/\/\/\/\/\/\I/\OMS
OMs

0°Ctor.t.

NN O Potassium thioacetate (5 equiv.) N /\/\/\/\/\/\/\(‘sk

OMs

EtOH / CH3CN

[+
50°C, 16 h o
Sat. NaOH in MeOH / THF
r.t., 30 min SH

InGaP/

TOP ZnSe/ZnS

/1\/\/\/\/\/\/\|/\ S -

,2-Hexadecanedithiol s~

InGaP/

QD

OA : Oleic acid
TOP : Trioctylphosphine

Scheme 1

1518 | RSC Adv, 2020, 10, 11517-11523

ZnSe/ZnS
QD

(a) Synthesis of 1,2-hexadecanedithiol and (b) schematic diagram of ligand exchange.
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Fig. 1 Emission spectrum of pristine InP QD (a), dithiol exchanged QD (b), pristine and exchanged QD's QY change plot (c), XRD spectrum (d),

TEM image ((e); pristine, (f); exchanged).

The existence of the dithiol ligand was confirmed by TGA/
STA-MS. The TGA data showed that the weight loss of the
dithiol-exchanged QDs took place in two stages, at 220 °C and
400 °C, whereas that of the pristine QDs occurred in one stage,
at 400 °C (Fig. 2a blue line). At the first stage of 220 °C, the
dithiol ligands were decomposed and the products were evap-
orated. The STA-Mass (Simultaneous Thermal Analyser Mass
Spectrometer) data indicated that the products comprised
a component with MW 222 (Fig. 2b), sulfur with MW 32, and
a tiny amount of H,S with MW 34 (Fig. S2, ESIt). We assume
that the product with MW 222 is formed following the removal
of two H,S from 1,2-hexadecanedithiol.

The weight loss at 400 °C, which occurs in both samples,
represents the elimination of the TOP-based ligand and oleic
acid, which is the mainly used surfactant in the reaction
(Fig. 2a). We confirmed MW 264 and MW 237 by the STA-MS,
that the fragment ion of oleic acid in the over 400 °C part of
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Fig. 2 TGA spectrum of pristine InP green QD and dithiol exchanged
QD (a), STA-mass spectrum of dithiol QD and 222 m/z ion current (b).
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TGA spectrum (Fig. S3, ESIt) Additionally, CHNS elemental
analysis showed the increase in sulfur content in the dithiol-
exchanged sample was 5%, whereas that in the pristine
sample was 2% (Table S17). These results indicate that dithiol
acts as a ligand to the QDs and shows a much higher stability
than the other surfactants used to treat pristine QDs. The more
the amount of the surfactants, the better the stability of the
QDs. The TGA data demonstrated that the amount of adsorbed
surfactant in the dithiol-exchanged sample is 33.8% and that in
case of the pristine sample is 35.5%. Nonetheless, the dithiol-
exchanged sample showed a notably better stability.

We measured FT-IR infrared spectrometer to check the
presence of organic species from organic surfactant (Fig. S4,
ESIf). When comparing the FT-IR spectrum before and after
ligand exchange, it shows that the peak of 3400 cm™ " section
(O-H bonding) was significantly reduced after ligand exchange
(Fig. S4t blue line). The phenomenon is supposed to occur by
proportion of carboxyl acid ligand (as oleic acid) is reduced
through the ligand exchange process.

The above procedure for green-light-emitting QDs was
applied to both the red- and blue-light-emitting QDs to compare
their stabilities. Red-light-emitting QDs are InGaP/ZnSe/ZnS
QDs and blue-light-emitting QDs are ZnSeTe/ZnSe/ZnS QDs
(Fig. 3). The stability of the QDs was tested by measuring the QY
decrease with time. Red-light-emitting QDs showed an initial
QY of 79%, and the efficiency was 78% when the dithiol
exchange was performed. After 408 h, the QY of the dithiol-
exchanged sample decreased slightly to 73%, whereas the QY
of the pristine sample deteriorated sharply to 7% (Fig. 3a and b).
The photographs of both samples showed a clear difference in
brightness under UV light after 408 h in Fig. 3a and b inset.
Since then, the QY of the dithiol-exchanged sample decreased to

RSC Adv, 2020, 10, 1517-11523 | 11519
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Fig. 3 (a) Emission spectrum of pristine InP red QD, (b) dithiol
exchanged red QD, (c) emission spectrum of pristine ZnSe blue QD, (d)
dithiol exchanged blue QD.

66% after 456 h, and to 37% after 600 h (Fig. 3c and d). In case of
the ZnSe-based blue-light-emitting QDs, the effect of the dithiol
ligand was not as impressive as that in case of the InP-based
green- and red-light-emitting QDs. When comparing the XRD
and TEM data of the pristine and dithiol exchanged blue-light-
emitting ZnSe quantum dots, there is no significant differences
in crystal structure or size & shape (Fig. S5, ESIT). But from the
Fig. 3c and d, the work-up process decreased the QY, unlike the
case for the green- and red-light-emitting QDs. The QY of the
dithiol-exchanged sample decreased a slightly from 62% to 51%
after the work-up process, whereas the QY of the pristine
sample decreased considerably from 62% to 31%. The QY of the
pristine sample decreased to 27%, 21%, 10%, and 3% after 24 h,
48 h, 72 h, and 96 h, respectively. In case of the dithiol
exchanged sample, the QY decreased to 41% and 35% after 24 h
and 48 h, respectively, and then, the QY was constant up to
a period of 144 h.

Finally, the QDs were subjected to more severe test
conditions, for example, higher temperatures such as 160 °C
(Fig. S6, ESIT). The QY of the pristine sample decreased from
81% to 7% at 108 h and under 3% at 144 h, whereas that of
the dithiol-exchanged sample was 78% at 108 h and 70% at
144 h.

As an application, we used dithiol-exchanged and pristine
QDs to a LED as a solid state light device and compared their
stabilities after curing with QDs and POSS (Polyhedral Olig-
omeric Silsesquioxane) type resin on GaN blue LED chip at
10 V and 60 mA condition (Fig. 4). Fig. 4a and b showed that
both QDs started at a similar level of 91 Im W' (pristine:
91.45 Im W', DiSH: 91.84 Im W™ '). After 36 h, the emission
of pristine sample was almost disappeared, but that of
dithiol-exchanged QD is 57.67 Im W', which indicate that
improved stability of QDs affect stability of LED devices. The
change in luminescence over time was observed (Fig. 4d) and
the color coordinate change was also tracked from 0 h to 36 h
(Fig. 4c).
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Fig. 4 LED emission spectra of (a) pristine and (b) dithiol exchanged.
(c) CIE diagram of coordinate conversion over the time (0 h to 36 h) (d)
QD LED luminescence change of pristine and exchanged QDs.

Conclusions

At summary, we have studied the surface stabilization of the
samples to improve their stability, which is one of the major
issues of InP-based QDs. We found a ligand capable of strongly
passivating the surface of the QDs. Using a ligand with two
functional groups, the chelate effect on the surface cation makes
the ligand more strongly attached to the surface than the existing
monodentate ligand; thus, it is possible to prevent the loss of
ligands and to improve the stability of the QDs. Several functional
groups (-COOH, -NHj3;, -SH) were introduced, but only dithiol
was found to be effective. In order to confirm this effect, ligand
exchange was carried out for the green-light-emitting InP-based
QDs, and the PL stability of the QDs was greatly increased. TGA
and STA-MS were performed to confirm that the increase in
stability was due to the dithiol ligand, and the component with
MW 222, sulfur with MW 32, and H,S with MW 34 were detected
at the low-temperature region, which are from 1,2-hex-
adecanedithiol. When this procedure was applied to red-light-
emitting InP-based QDs and blue-light-emitting ZnSe QDs,
similar stability-enhancing effects were observed; stability-
increasing effects were observed even at a high temperature of
150 °C. When dithiol exchanged QDs were used for a LED device,
they also showed highly improved performance.

Experimental section

Materials and method

All chemicals, indium acetate (In(OAc); 99.99% trace metal
basis Sigma-Aldrich), zinc acetate (Zn(OAc), 99.99% trace metal
basis Sigma-Aldrich), zinc oxide (ZnO 99.999% Sigma-Aldrich),
zinc stearate (Zn(St), purum, 10-12% Zn basis Sigma Aldrich),
myristic acid (99% Sigma), oleic acid (90% technical grade

This journal is © The Royal Society of Chemistry 2020
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Aldrich), 1-dodecanthiol (=98% Sigma-Aldrich), gallium tri-
chloride (GaCl; beads, anhydrous 99.999% trace metal basis
Aldrich), selenium powder (200 mesh, 99.99%, Strem), sulfur
(99.998%, Sigma-Aldrich), 1-octadecene (ODE 90% technical
grade Aldrich), tri-n-octylphosphine (TOP, 97% strem), and
tris(trimethylsilyl)phosphine (TMS-P min 98% from SK-
chemicals, Korea), were used without any further purification.

Synthesis of 1,2-hexadecanedithiol

Methanesulfonyl chloride (7.8 g, 68.2 mmol) was first added to
a solution of 1,2-hexadecanediol (8.0 g, 31.0 mmol) and pyridine
(7.4 g, 93.0 mmol) in dry CH,Cl, (200 mL) at 0 °C under an Ar
atmosphere. This mixture was warmed to 25 °C and stirred for
7 h. The reaction mixture was concentrated using a rotary
evaporator. The residue was partitioned with saturated aq.
Na,CO; and Et,O. The organic layer was separated, washed with
saturated aq. NH,Cl, dried over MgSO,, and concentrated to
obtain the desired product (11.5 g, 89%) as a white solid. A
solution of hexadecane-1,2-diyl dimethanesulfonate (5.0 g, 12.0
mmol) in CH;CN (20 mL) was added to a solution of potassium
thioacetate (6.8 g, 60.0 mmol) in EtOH (60 mL) in a dropwise
manner at RT. The resulting solution was warmed to 50 °C, and
stirred for 16 h. The reaction mixture was concentrated using
a rotary evaporator. The residue was partitioned using H,O and
Et,0. The organic layer was separated, dried over MgSO,, and
concentrated. The residue was subjected to column chroma-
tography with hexane/EtOAc (30/1) as the eluent to obtain the
desired product (2.9 g, 65%) as a white solid. A solution of S,S'-
hexadecane-1,2-diyl diethanethioate (2.9 g, 7.7 mmol) in satu-
rated NaOH containing MeOH (142 mL) and THF (86 mL) was
stirred for 30 min at room temperature. A 1 N solution of aq.
HCI was added to the resulting solution until a pH of 3 was
attained. Then, the reaction mixture was concentrated using
a rotary evaporator to remove the MeOH, and the remaining
aqueous solution was extracted with Et,O. The organic layer was
separated, dried over MgSO,, and concentrated. The residue
was subjected to column chromatography with hexane/CH,Cl,
(30/1) as the eluent, to yield the desired product (2.1 g, 95%) as
a white solid.

Preparation of 0.25 M Zn-oleate solution

Zinc oxide (0.819 g, 10 mmol) and oleic acid (7.06 g, 8 mL at
25 °C, 25 mmol) were loaded into a 100 mL three-neck flask with
40 mL of 1-octadecene (ODE). The mixture was degassed for 2 h
at 110 °C, after degassing, to N, purging; and raise the
temperature at 300 °C, kept at 1 h until the solution is
transparent.

Preparation of 0.2 M Zn-DDT solution

Zinc stearate (3.792 g, 6 mmol) and 1-dodecanthiol (2.429 g,
3 mL at 25 °C, 12 mmol) were loaded into a 100 mL three-neck
flask with 30 mL 1-octadecene (ODE). The mixture was degassed
for 2 h at 80 °C, after degassing, to N, purging; and raise the
temperature at 200 °C, kept the temperature until the solution
is transparent.

This journal is © The Royal Society of Chemistry 2020
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Preparation of 1 M TOP-Se solution

Selenium powder (0.789 g, 10 mmol) were dissolved in 10 mL of
TOP at RT with stirring in the glove box.

Preparation of 0.2 M TOP-S solution

Sulfur powder (0.32 g, 10 mmol) were dissolved in 10 mL of TOP
at RT with stirring in the glove box.

Synthesis of green-light-emitting InGaP/ZnSe/ZnS QDs

Indium acetate (0.070 g, 0.24 mmol), zinc acetate (0.183 mg,
1 mmol), and myristic acid (0.496 g, 2.24 mmol) were dissolved
in 6 mL of octadecene (ODE) at room temperature. The
resulting solution was then degassed for 12 h at 110 °C, and
subjected to N, purging; the temperature was raised to 300 °C.
Subsequently, a solution of 0.048 mg of tris(trimethylsilyl)
phosphine (0.19 mmol) in 1 mL of ODE, and 0.5 mL of tri-
octylphosphine (TOP) were injected into the degassed solution
at 200 °C, and the temperature was increased to 300 °C; the
reaction was continued for 3 min. Next, the temperature was
reduced to 200 °C, and GaCl; solution (0.08 mmol; prepared in
1 mL of ODE) was slowly injected into the mixture; the reaction
was continued for 1 h. The ZnSe shell was formed by using
0.25 M zinc oleate solution (4 mL, 1.0 mmol) prepared in ODE,
which was mixed with the InP solution at 200 °C. After 10 min,
TOP selenide (0.5 M, 2 mL, 1 mmol) was injected into the
reaction mixture. The solution was heated to 320 °C and the
temperature was maintained for 1 h; after the ZnSe shell
coating, injection 1 M ODE-S solution (0.25 mL, 0.25 mmol)
repeat 3 times. The solution was cooled to 200 °C. For the
formation of the ZnS shell on the InP/ZnSe QDs, 0.2 M Zn-DDT
solution (Zn-stearate (632 mg, 1 mmol) dissolved in 4.5 mL of
ODE and 0.5 mL of 1-dodecanethiol) was injected when into
the mixture at 200 °C. After 10 min, the temperature was raised
to 300 °C and maintained for 120 min. The reaction mixture
was then cooled to RT. The resulting QDs were precipitated
and washed with acetone.

Synthesis of red-light-emitting InGaP/ZnSe/ZnS QDs

Indium acetate (0.070 g, 0.24 mmol), zinc acetate (0.011 g,
0.12 mmol), and myristic acid (0.16 mg, 0.72 mmol) were dis-
solved in 6 mL of ODE at room temperature. The solution was
then degassed for 12 h at 110 °C, and subjected to N, purging;
the temperature was raised to 300 °C, followed by the injection
of tris(trimetylsilyl)phosphine solution (0.06 mmol) in 1 mL of
ODE and 0.5 mL of 1 mmol TOP (0.5 M, 2 mL). The temperature
was maintained at 230 °C for 2 h for the formation of the QD
core. Tris(trimetylsilyl)phosphine solution was prepared as
described earlier. The temperature of the mixture was raised to
270 °C and the prepared tris(trimetylsilyl)phosphine solution
was added to the mixture in a dropwise manner; the reaction
was allowed to continue for 1 h. The processes followed from
this point until the GaP- and ZnSe/ZnS shell-preparation steps
are the same as those mentioned previously.
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Synthesis of blue-light-emitting ZnSe/ZnS QDs

Zinc acetate (183 mg, 1 mmol) and oleic acid (846 mg, 3 mmol)
were dissolved in 5 mL of ODE at room temperature; then, the
solution was degassed for 2 h at 110 °C. The solution was then
subjected to N, purging, and the temperature was raised to
280 °C. Next, 0.2 mmol diphenylphosphine selenide (DPP-Se)
(1 M, 0.2 mL) and 0.05 mmol trioctylphosphine telluride
(TOP-Te) (1 M, 0.05 mL) were injected into the reaction
mixture, and the reaction was allowed to take place for 30 min.
The mixture was then cooled at room temperature and
0.4 mmol TOP-Se (1 M, 0.4 mL) was injected into the reaction
mixture. The temperature was raised to 280 °C and the reac-
tion was allowed to continue for 1 h. Next, 1 mmol Zn-oleate
(0.25 M, 4 mL) was injected into the reaction mixture; the
reaction was allowed to occur for 5 min. Next, 0.4 mmol TOP-
Se (1M, 0.4 mL) was injected into the reaction mixture, and the
reaction was allowed to occur for 1 h. For the ZnS shell-
preparation step, 1 mmol Zn-oleate (0.25 M, 4 mL) was injec-
ted into the reaction mixture at 280 °C; the reaction was
allowed to occur for 5 min. The temperature was then reduced
to 230 °C, after which 2 mmol TOP-S (1 M, 2 mL) was injected;
the reaction was allowed to occur for 10 min. The reaction
mixture was then cooled to RT. The resulting QDs were
precipitated and washed with acetone.

Ligand exchange process

The QD solution was prepared without the work-up process.
After the synthesis of InP-based QDs, the solution was cooled to
RT and 1,2-hexadecanedithiol (2 mmol, 0.582 g) was added; the
temperature was then raised to 80 °C, and maintained for 12 h.
After the exchange process, the resulting QDs were precipitated
and washed with acetone.

Checking ambient solution stability

The QDs dispersed in hexane and stored in solution-state with
5 mL vial at R.T (25 °C) without any excitation.

Checking thermal solution stability

The QDs stored in 160 °C microwave oven at solid-state with
5 mL vial without any excitation.

Characterization

The absorption spectra were measured using a Scinco PDA S-
3100 UV/vis spectrophotometer. The emission spectra were
obtained using an Ocean Optics fluorescence spectrometer.
Transmission electron microscopy (TEM) images were recorded
using a Super-Twin transmission electron microscope operating
at 300 kV. X-ray diffraction (XRD) patterns were obtained using
a Rigaku Ultima III diffractometer equipped with a rotating
anode and a Cu Ko radiation source (A = 0.15418 nm). Ther-
mogravimetric analysis/Simultaneous Thermal Analyser-Mass
Spectrometer spectrum measured using a NETZSCH STA 409
PC + QMS 403C. The absolute PL QY measured using a quantum
efficiency measurement system with integrated sphere (QE
2000B, Osuka).
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