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Abstract: BiyS; has gained considerable attention as a semiconductor for its versatile functional
properties, finding application across various fields, and liquid phase exfoliation (LPE) serves as a
straightforward method to produce it in nano-form. Till now, the commonly used solvent for LPE
has been N-Methyl-2-pyrrolidone, which is expensive, toxic and has a high boiling point. These
limitations drive the search for more sustainable alternatives, with water being a promising option.
Nonetheless, surfactants are necessary for LPE in water due to the hydrophobic nature of Bi,Ss, and
organic molecules with amphoteric characteristics are identified as suitable surfactants. However,
systematic studies on the use of ionic surfactants in the LPE of BiyS3 have remained scarce until
now. In this work, we used sodium dodecyl sulfate (SDS), sodium dodecylbenzene sulfonate (SDBS)
and sodium hexadecyl sulfonate (SHS) as representative species and we present a comprehensive
investigation into their effects on the LPE of BiyS3. Through characterizations of the resulting
products, we find that all surfactants effectively exfoliate BiyS3 into few-layer species. Notably,
SDBS demonstrates superior stabilization of the 2D layers compared to the other surfactants, while
SHS becomes the most promising surfactant for obtaining products with high yield. Moreover, the
resulting nano-inks are used for fabricating films using spray-coating, reaching a fine tuning of
band gap by controlling the number of cycles, and paving the way for the utilization of 2D Bi,S3 in
optoelectronic devices.

Keywords: Bi,S3; surfactant-assisted liquid phase exfoliation; nano-ink; spray-coating

1. Introduction

Metal chalcogenides cover a large family of 2D materials, which have gained recent at-
tention due to their potential significance in many technological applications [1-6]. Among
them, BiS3 emerges as a potential candidate in thermoelectric applications, energy harvest-
ing, biomedicine, sensors and optoelectronics, due to its low thermal conductivity, strong
spin-orbit coupling, direct band structure and high absorption coefficient [7-12]. As shown
in Figure 1a, BiyS3 possesses a lamellar structure in which the bismuth and sulfur atoms are
bonded through strong covalent bonds inside the layer, and these layers are linked by van
der Waals (vdW) forces to one another [13]. This unique layered structure allows the vdW
interactions between layers in bulk BiyS3 to be broken by mechanical force, thus producing
2D layered Bi,Ss.
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Figure 1. (a) Crystalline structure of BiyS3 along the c-axis highlighting the vdW architecture and
molecular structures of (b) SDS, (¢) SDBS and (d) SHS.

Liquid phase exfoliation (LPE) is a simple and scalable technique used to produce
2D layered materials. This procedure consists of delaminating the layers of the material
dispersed in a solvent by mechanical force. In sonication-assisted LPE, the sonication
generates the growth and collapse of microbubbles in the solvents, thus resulting in shock
waves. These waves can exert shear forces on bulk materials, disrupt the vdW interactions
between the layers of the 2D structures and ultimately lead to the formation of layered
materials [14-16]. The type of solvent plays an important role in the efficiency of the
exfoliation, and the solvent typically used for exfoliating Bi;S3 is N-methyl-2-pyrrolidone
(NMP) [17-20]. Considering the high cost, high boiling point and toxicity of NMP, replacing
it with water has become a more eco-friendly and sustainable strategy.

Since BiyS; is hydrophobic, surfactants are needed to separate and stabilize the
nanocrystals in H,O. In LPE, the frequently used surfactants are anionic surfactants that
can counteract vdW attraction between the material layers, inhibiting restacking by electro-
static force with each single layer [21,22]. One of the most employed surfactants for metal
chalcogenides is the anionic surfactant sodium dodecyl sulfate (SDS), and its structure is
shown in Figure 1b [23,24]. The molecule contains an anion with Cy, alkyl chain and SO4~
group on the terminal of the carbon chain. The carbon chains construct semi-micelles on the
basal plane of metal chalcogenides to prevent the restacking of the exfoliated nanosheets,
while the terminal SO4~ group forms a H-bond with water and stabilizes the exfoliated
layers [25]. Our previous work also proves the possibility of exfoliation of Bi;S; with
SDS [26]. Moreover, surfactants with a similar structure to SDS but different functional
groups have been reported in LPE, such as sodium dodecylbenzene sulfonate (SDBS). It
has been reported that the benzene ring in SDBS improves the colloidal stability of ex-
foliated MoS; [27]. Furthermore, it has been reported that by changing the alkyl chain
length, the stability of the exfoliated suspension and optoelectronic property of the colloidal
nanocrystals can be optimized as well [28]. However, a study regarding the influence of the
carbon chain of the surfactant on the LPE process is still missing. In addition to the type
of surfactant, the concentration of the surfactant significantly influences the quality and
yield of exfoliated metal chalcogenides [21,29]. Therefore, surfactant concentration will be
a crucial parameter in optimizing the harvesting of exfoliated BiyS; with good quality and
high yield.
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Based on the above background knowledge, in this work we systematically investi-
gate how surfactant type and concentration impact the quality of exfoliated Bi,S3. Three
different surfactants have been chosen, SDS, SDBS and sodium hexadecyl sulfate (SHS),
to compare the influence of different functional groups and carbon chain lengths on the
LPE of BiyS; (Figure 1). It has been reported that controlling the concentration of the
surfactants less than their critical micelle concentration (CMC) can result in better-quality
exfoliated samples, while other studies reached contradictory conclusions [30,31]. In our
study, we set the concentrations from 8.2 mM to 0.5 mM for all the surfactants for better
comparison, considering that the CMCs of SDS, SDBS and SHS are 8.2, 2.7 and 0.55 mM,
respectively [32-35]. By assessing the band gap, stability and yield of the exfoliated Bi,S3, it
is found that SHS results in the largest band gap and yield, while the colloidal suspension
is more stable with SDBS. As to the influence of the concentration, a higher concentration
of all the surfactants tends to form exfoliated samples with a higher band gap. Only SHS
shows a correlation between the concentration and the sample yield, and the record yield of
1.4% is obtained with 8.2 mM SHS. Moreover, concentration does not influence the stability
of the suspension. Eventually, we also show that the suspension can be made into BiyS3
thin films with a tunable band gap through ultrasonic spray-coating, which is a promising
perspective for the use of these nano-inks in the field of eco-friendly, solution-processed
optoelectronics.

2. Materials and Methods
2.1. Materials and LPE Process

Fluorine-doped tin oxide (FTO) coated glass slides, BiS3 (99%), SDS and SDBS were
purchased from Sigma Aldrich and used without further purification. SHS was purchased
from TCI Chemicals and used without further purification. All the exfoliations were
performed using a Baudelin Sonopuls tip sonicator and the samples were cooled to 0 °C
with an ice bath during the process. The tip sonicator operated with 80% power using
pulses of 1 s on/1 s off for 4 h.

In all the experiments, the suspension volume was 150 mL with a concentration of
the bulk materials of 10 mg/mL. The concentrations of all the surfactants were adjusted to
8.2mM, 4.1 mM, 2.0 mM, 1.0 mM and 0.5 mM, respectively. The suspensions obtained after
the sonication were centrifuged firstly for 30 min at 1500 rpm to reserve the supernatant,
then this supernatant was centrifuged for 30 min at a higher speed of 3000 rpm to obtain
the final colloidal suspensions. A Universal 320 Hettich centrifuge was employed for the
centrifuge treatment.

Thin Bi,Ss films were fabricated using the Nadetech Innovations Ultrasonic Lab Spray
Coater on FTO glass substrates measuring 15 x 15 mm, and the suspensions from the
previous steps were directly used as inks for the spray-coating. We used N, pressure with
0.10 bar to get a uniform spray. The speed of the nozzle was 400 mm/min, and the working
flow of the suspension was 25 mL/h.

2.2. Characterizations

UV-visible (UV-vis) absorption spectra of the colloidal suspensions were captured
using a Goebel Uvikon spectrometer, employing a quartz cuvette with an optical length of 1
cm. The spectra were recorded from 350 to 1000 nm with a scan interval of 0.25 nm. Raman
spectra were acquired using a Bruker Senterra instrument equipped with a 532 nm laser
excitation source at a power of 2 mW. Integration time was set to 6 s with 60 co-additions.
Samples were prepared by drop-casting suspensions onto silicon slides for analysis. Dy-
namic Light Scattering (DLS) and Zeta potential (ZP) measurements were conducted on a
Malvern Zetasizer Nano-ZS device, averaging results from three separate measurements for
accuracy. Measurements were performed in Rotilabo precision glass cuvettes with a light
path of 10 mm and a volume of 3.5 mL. High-Resolution Transmission Electron Microscopy
(HRTEM) imaging was performed using a non-aberration-corrected Transmission Electron
Microscope (TALOS F200X, Thermo Scientific, Eindhoven, The Netherlands) operating at
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200 kV. Images were captured using a 16Mpxls CMOS camera with an exposure time of 1 s.
The fast Fourier transform (FFT) pattern was converted with the Velox software (Thermo
Scientific Velox Software, Thermo Fisher Scientific Inc., Waltham, MA, USA).

2.3. Calculation Methods of the Sample Concentration

UV-vis spectra were employed to calculate the final concentration of Bi;S;. A calibra-
tion line was obtained using a set of dilutions from a suspension with a known concen-
tration, and this concentration of samples was obtained using filtration of the products.
The slope of the calibration line corresponds to the extinction coefficient of the dispersed
material. The final concentrations of Bi;S; samples were obtained with the Lambert-Beer
law (Equation (1)):

A = ¢bc (1)

where A represents the absorbance of the material, ¢ denotes the extinction coefficient of
the dispersed nanosheets, and c signifies the concentration of the suspension. Specifically,
we utilized the absorption value at 500 nm as A. The value of ¢ is derived from calibration
lines established using several standard Bi,S; suspensions with known concentrations. For
BiySs, the calculated ¢ is determined to be 7.4 mg/mL-cm.

To compare with the concentration calculated from UV-vis spectra, freeze-drying was
used to obtain the final concentration as well. Before freeze-drying, dialysis was performed
using a cellulose dialysis bag (Carl Roth) 14 kDa, filling each bag with 20-25 mL of the
desired suspension and closing both sides with a plastic pin once filled. The bag was then
left in a suitable beaker with Milli-Q water for 3 days, changing the water 3 times per day.
Freeze-drying was performed at —10 °C for 16 h and at a pressure of 1 mPa.

3. Results and Discussion
3.1. Characterizations of the Resulting Nanomaterials
3.1.1. TEM Analysis

The exfoliated Bi,S3 nano-inks were prepared using the surfactant-assisted LPE method
outlined in Section 2.1 and a typical exfoliated Bi;S; sample was used to characterize the
morphology and crystal structure of the colloids. As depicted in Figure 2a—c, nanosheets of
irregular shapes are observed, predominantly appearing as a few layers of around 10 nm of
thickness rather than single layers. The size distribution of the exfoliated samples ranges from
50 to 350 nm, with the size of around 150200 nm as the dominate value (Figure S1). Study
of the selected area electron diffraction (SAED) illustrates that the crystalline nanosheets can
be indexed to orthorhombic structured BiyS; (ICSD: 30775) (Figure 2d). Figure 2e,f depict the
HRTEM image and its corresponding FFT pattern, revealing lattice planes within the nanosheets.
These planes exhibit spacings of 0.79 nm and 0.36 nm, indicative of the 101 and 301 planes,
respectively. This small nanosheet shows a [010] orientation, since it is possible to break the bulk
Bi,S; in the direction of [010] to obtain nanoribbons (Figure 1a) [31].
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"(a)

Figure 2. TEM image of exfoliated Bi;S3 with (a) SDS, (b) SDBS and (c) SHS. The scale bar in each
panel is 200 nm. (d) SAED pattern and (e) HRTEM of typical BiyS3 nanosheets. (f) is the FFT pattern
of region (e).

3.1.2. UV-Vis Analysis

Figure 3a—c show the UV-vis absorption spectra of Bi,S3 samples exfoliated with
different types and concentrations of surfactants. It can be observed that there is a growing
absorption intensity when the wavelength decreases for all the samples [21,22]. In samples
with the highest surfactant concentration, there is a notable rapid decline in absorption
intensity beyond 550 nm. This phenomenon could likely be attributed to the strong
influence exerted by the elevated concentration of surfactants (Figure S2). As a consequence,
this high concentration of surfactant gives less scattering in the spectrum. The band gap of
all the samples was calculated with the Tauc Plot equation (Equation (2)):

(aho)'/™ = A (ho — Eg) )

where « is the absorption coefficient, & is the Plank constant, v is the frequency, Eg is
the band gap energy and n is 1/2 for Bi,S3 with a direct band gap [36]. The values are
shown in Figure 3d—f and Table 1. In general, all the samples have a broader band gap
ranging from 1.74 to 2.44 eV in comparison to the band gap of bulk Bi,S3 (1.3 eV) [37].
This is evidence that all the samples were exfoliated to nanoscale. Regarding the impact
of surfactant type, SDS yielded nano-inks with a lower band gap ranging from 1.85 to
2.03 eV, whereas samples with SHS exhibited a higher band gap range of 2.08 to 2.3 eV.
This indicates that samples derived from SHS possess a smaller size in terms of thickness
or particle size. Concerning surfactant concentration, the overarching trend is that higher
concentrations lead to broader band gaps. It is worth noting the detected non-linear change
in band gap with surfactant concentration. This complexity arises from various factors
influencing the band gap: not only is it connected to quantum confinement effects, but it is
also significantly impacted by the atomistic arrangement on the nanosheet surface, which
is dictated by the nature of the capping surfactant [28]. Though higher concentrations are
not strictly related to higher band gap, all these concentrations still result in samples with a
widened band gap, which is proof that all the concentrations can exfoliate bulk Bi,S3.
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Figure 3. UV-vis absorption spectra and corresponding Tauc plots of exfoliated Bi»S3 nano-inks with

(a,d) SDS, (b,e) SDBS and (c,f) SHS.

Table 1. Optical band gap values extrapolated from Tauc plots of all exfoliated BiyS3 nano-inks.

Surfactant Surf. Concentration (mM) Band Gap (eV)

8.2 2.03

4.1 1.74

SDS 2.0 2.01
1.0 1.95

0.5 1.85

8.2 2.13

4.1 2.11

SDBS 2.0 2.10
1.0 1.99

0.5 1.97

8.2 2.30

4.1 2.37

SHS 2.0 244
1.0 2.10

0.5 2.08

3.1.3. Raman Analysis

Figure 4 displays the Raman spectra of Bi;Sz samples with all the surfactants. It is
possible to identify two main active modes, namely the Bz and Ag Raman modes, in all the
samples. The peaks located at 188 cm ! and 237 cm ™! belong to B1g mode, which arises
from longitudinal vibrations, while the Ag transversal modes are noticeable at 106 cm~ 1,
170 cm ™! and 265 cm™! [38] After the exfoliation of the material, the frequency of the
longitudinal optical phonon is higher, so the ratio between the two modes decreases [39].
The two modes with the most identifiable peaks (B;g mode at 237 em ! and A; mode
at 265 cm~!) were chosen to characterize the surficial property of the exfoliated samples.
Specifically, the intensity ratio of Ag mode and Bz mode is calculated to determine whether
the samples were exfoliated [19,40]. In bulk Bi,S;, the Ag /By ratio is 1.68 [26], while for
all the exfoliated Bi,S3, the Ag /By ratio ranges from 1.02 to 1.32 (Table 2), which is clear
evidence that all the samples were exfoliated, and the surficial molecular vibration modes
are different from the bulk Bi;S;. When comparing band gap values with Ag/Bg ratios
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in Raman spectra, a linear correlation is not emerging. Initially, a lower ratio of Ag/Big
suggests a higher band gap, yet this association is due to the quantum confinement effect,
which is related to layer count, nanosheet anisotropy and average size. In these experiments,
the average size of the nanosheets is not controlled, thus it is difficult to build a linear
relationship between the average number of layers and the band gap values. However,
there is no report in the literature related to the values of Ag/Bjg ratio and its connection to
any layer property of exfoliated Bi,Ss, thus we do not obtain any further information from
Raman spectra. Concerning the Raman mode shift in the samples, a distinct shift compared
to bulk BiyS3 was not observed, except for Bi,S; SDBS 8.2 mM. This is likely due to the
fact that the frequency of the Raman mode does not vary significantly whether Bi,S; is in
bulk form or exfoliated. Another prominent mode observed in the samples using SDBS
appears at around 122 cm~ 1. This mode corresponds to a Bi-O stretching characteristic of
(3-Bi O3, which may be associated with a non-stable oxide phase likely induced by laser
irradiation [41].
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Figure 4. Raman spectra of BiyS3 (a) SDS, (b) SDBS and (c) SHS.

Table 2. Ag/ By ratio of all Bi»S3 samples.

Surf. Concentration

2D Material Surfactant (mM) Ag/Byg Ratio
8.2 1.20
4.1 1.18
BirS; SDS 2.0 115
1.0 1.07
0.5 1.32
8.2 1.32
4.1 1.25
BiyS3 SDBS 2.0 1.19
1.0 1.17
0.5 1.02
8.2 1.30
4.1 1.12
BirS; SHS 2.0 1.30
1.0 1.25
0.5 1.25

3.1.4. Zeta Potenzial and DLS

ZP analysis was conducted to evaluate the stability of the Bi;S3 colloidal suspensions
from the surfactant-assisted LPE method. Generally, when the ZP values are between —20
and —30 mV, the suspension shows a short-term stability, while samples with —30 mV
ZP values show a long-term stability of up to several months [42]. Figure 5a illustrates
that all Bi,S; water-based inks exhibit a ZP value below —30 mV, indicating long-term
colloidal stability of more than one month. Specifically, the ZP values of most Bi;S3 samples
are in the range between —30 and —50 mV, and the surfactant concentration appears to
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have minimal impact on them. An exceptional value of —80 mV is observed for the ink
produced using 8.2 mM of SDBS, indicating that the colloidal suspension obtained under
these experimental conditions exhibits outstanding stability.
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Figure 5. Zeta potential (a) and DLS (b) trends for the exfoliated BiyS3 nano-inks.

The average particle size of each sample was estimated by DLS and the results are
shown in Figure 5b. The average particle size of Bi,S; remains approximately 100 nm
for SDBS, and the particle size shows a slight decrease when the surfactant concentration
increases. Upon comparing the concentration with the obtained band gap values, a positive
correlation becomes evident. Higher band values correspond to increased surfactant
concentration, resulting in a slight reduction in the average particle size. The sizes range
from approximately 110 nm to 90 nm, spanning surfactant concentrations of 0.5 to 8.2 mM,
respectively. With SDS, the average particle size of BiyS3 ranges from around 200 nm to
125 nm from the lowest to highest surfactant concentration and it drops dramatically when
increasing the concentration of SDS. It is apparent that some inconsistencies emerge in
band gap values versus average particle size calculated from DLS. This discrepancy may
arise from the fact that for 2D and 1D materials, DLS primarily estimates the lateral length
of the nanosheet rather than the thickness [43]. Since both small thickness and small lateral
length of the nanosheets correspond to higher band gap values, because of the quantum
confinement, the influence of layer thickness is not considered in the values of DLS, thus
causing the mismatch between band gap values and average particle size, as measured
from DLS. Additionally, surface chemistry can influence band gap values as well, and
this factor has not been well studied for exfoliated BiyS3 with surfactants yet. Meanwhile,
the trend in particle size using SHS shows a rough range mostly under 200 nm, but little
correlation with the concentration of SHS and band gap values, as shown in Figure S3. This
trend in particle size agrees with the result from the band gap calculation in Table 1, in
which we expect samples with SDS to have roughly larger size than samples with SDBS.

3.2. Yield and Final Concentration of the Nanomaterials

The yield of the exfoliated material is another crucial metric used to evaluate the effects
of the surfactants and the associated experimental variables. As described in Section 2.3, UV-
vis spectra are employed to quantify the final concentration of the samples. All the results
are listed in Table 3 and shown in Figure 6. Apparently, samples with SHS demonstrate
superior values compared to those treated with the other two surfactants. Especially with
surfactant concentrations higher than 2.0 mM, the concentration of SHS reaches more than
0.05 mg/mL and yields more than 0.5%, while all the samples obtained with SDS and
SDBS have a concentration lower than this value. Moreover, higher SHS concentration can
result in higher yield, and we are able to obtain the maximum sample concentration of
0.14 mg/mL and yield of 1.4% in this work with 8.2 mM of SHS.
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Table 3. Product concentration and yield for LPE Bi,S; calculated from Lambert-Beer law and from

weighted freeze-dried samples.

Product Product
Surfactant . . . .
. Concentration with  Concentration with . o
Surfactant Concentration . . . Yield (%)
(mM) UV-Vis Absorption Freeze-Drying
(mg/mL) (mg/mL)
8.2 0.03 0.3
4.1 0.02 0.2
SDS 2.0 0.02 0.2
1.0 0.02 0.2
0.5 0.01 0.1
8.2 0.04 0.04 0.4
4.1 0.04 0.4
SDBS 2.0 0.02 0.2
1.0 0.04 0.4
0.5 0.01 0.1
8.2 0.14 0.08 1.4
41 0.11 0.44 1.1
SHS 2.0 0.07 0.7
1.0 0.02 0.2
0.5 0.02 0.2
i
-
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Figure 6. Final concentration exfoliated BiyS; nano-inks.

To validate this data, selected samples with higher concentrations were subjected to
freeze-drying after removing the surfactant through dialysis, and different values compared
to the calculated concentration from UV-vis spectra were obtained. This is probably due
to the residual presence of surfactant in the dispersion or the loss of samples during the
operation.

3.3. Production of Thin Films with Ultrasonic Spray-Coating

To test the potential for solution-processing of the prepared, water-based nano-inks,
we produced thin films of Bi;S3 using the ultrasonic spray-coating method, which is
very suitable for deposition of nanomaterial inks and might pave the way to potential
applications of these colloids in the sustainable fabrication of optoelectronic devices. With
the BiyS; nano-ink exfoliated with 2.0 mM of SDBS, we sprayed for multiple steps on
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transparent substrates, to be able to detect the change in band gap as a function of the
number of layers deposited. The colloidal ink was directly used without further dilution,
since the concentration of the product was already very low (0.02 mg/mL). Figure 7 shows
the UV-vis spectra of the thin films prepared from spraying exfoliated BiySs. From the
corresponding Tauc plots, the band gap values of the Bi,S; thin films are found to be 1.43
and 1.26 eV for 30 and 50 spray-steps, respectively (Figure 7b). The intense absorption
is consistent with the remarkable extinction coefficient of Bi,S3 [44]. Furthermore, the
absorption spectrum is clearly characterized by fringes. These fringes are evidently due to
the FTO film between the glass substrate and Bi,Ss thin films. In fact, it is remarkable that,
for the two different Bi,S; thin films, the spectral position of the fringes is the same. It is
evident that by adjusting the number of sprayed layers, the tuning of the band gap of the
BiyS; film is possible. These values are smaller than the band gaps of the nanosheets in the
suspension (Table 1), which is likely due to the nanosheets aggregation at the solid state,
within the film. Figure 7c,d display the SEM images of the as-synthesized thin films. In
Figure 7d, after 50 layers of spray coating, the sample shows a uniform Bi,S3 surface, while
the sample with 30 layers is not fully covering the transparent conductive oxide substrate.
The full-view images of Figure 7c,d are shown in Figure S4.

(b) [—81,S, SDBS 2.0mM 20 layers
—— 30 layers Bi,S, SDBS 2.0mM 30 layers
—50 |ayers 0.6 Bi,S, SDBS 2.0mM 50 layers
AN
—~~
D 04¢
~
2
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: . . . 0.0 = : " .
400 600 800 1000 1200 10 15 20 25 30 35

Wavelength (nm) Energy (eV)

Figure 7. (a) UV-vis spectra and (b) Tauc Plot of Bi,S3 thin films produced from multiple ultrasonic
spray-coating steps from the 2 mM SDBS nano-ink. Top-view SEM images of the Bi,S3 thin films
with (¢) 30 and (d) 50 sprayed layers.

4. Conclusions

In conclusion, we conducted a systematic investigation into the surfactant-assisted
LPE of Bi,Ss. Utilizing three distinct ionic surfactants (SDS, SDBS and SHS), we performed
exfoliation processes in water to generate stable colloidal suspensions, through a green
method that is a good alternative to the use of toxic organic solvents. Through compre-
hensive characterization employing various techniques, we compared the quality of the
exfoliated 2D Bi;S; nanosheets present in the inks in terms of layer size, colloidal stability
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and product yield. It is found that with SHS, an exfoliated Bi,S3 with smaller particle size
and higher yield can be obtained, but SDBS can lead to more stable colloidal suspensions
compared to the other two surfactants investigated. Moreover, SHS with higher concen-
trations results in a higher yield in the exfoliated product, with the 8.2 mM concentration
providing the optimal value of 1.4%. Considering that the CMC of SHS is only 0.55 mM,
our results surprisingly indicate that the best concentration is high above the value of CMC.
Moreover, we found that uniform Bi,Ss films with a tunable band gap can be obtained
with ultrasonic spray-coating, while further optimization of the film fabrication process is
needed to obtain films for practical applications in optoelectronic devices.

Supplementary Materials: The following supporting information can be downloaded at: https:
/ /www.mdpi.com/article/10.3390/colloids8030028 /s1, Figure S1: Histogram of the distribution of
particle size BiySs; Figure S2: UV-vis spectrum of SDS 8.2 mM; Figure S3: DLS Bi,S3 SHS; Figure S4:
SEM images of the BiyS3 thin films with (a) 30 (b) 50 layers. Table S1: Parameters of LPE process.
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