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Abstract: A hybrid composite photodetector based on cesium lead bromine perovskite (CsPbBrs)
nanosheets and carbon nanodots (CDs) was fabricated on a quartz substrate by a one-step method
of spin-coating and hot-plate annealing. The responsivity of the CsPbBr3/CD hybrid composite
photodetector was 608 mAW™! (under a 520-nm laser diode source applied at 0.2 mWem™2), almost
three times higher than that of a CsPbBrs-based photodetector (221 mAW™). The enhanced
performance of the CsPbBr3/CD photodetector is attributable to the high band alignment of the
CDs and CsPbBrs;, which significantly improves the charge extraction at the CsPbBr3/CD interface.
Moreover, the hybrid CsPbBrs/CD photodetector exhibited a fast response time with a rise and decay
time of 1.55 and 1.77 ms, which was faster than that of a pure CsPbBr3 based photodetector, indicating
that the CDs accelerate the extraction of electrons and holes trapped in the CsPbBr3 film.

Keywords: all-inorganic perovskite; CsPbBrj;; carbon nanodots; charge transfer; carrier separation;
photodetectors

1. Introduction

Organic-inorganic halide perovskites have shown high performance in photodetectors [1-5], owing
to their outstanding electrical and optical properties, including tunable bandgap [6], strong optical
absorption [7], long carrier diffusion length [8], large carrier mobilities [9], and low deep state defects [10].
Moreover, they can be fabricated by low-cost, low-temperature solution-processing techniques such as
drop-casting [11], spray-coating [12], spin-coating [13], and doctor-blading [14]. Accordingly, they are
future candidate materials for low-cost, facile, flexible, and large-scale printable photodetectors [2,15].
Among the organolead halide perovskites, all-inorganic lead halide perovskites CsPbXs (X =1, Br, Cl) are
recognized for their high stability in humid environments (unlike organic-inorganic halide perovskites),
high absorption coefficient (2 X 10° em™1) [16], and large carrier mobility (1000 cm? V-Is™1) [17].
With these outstanding electrical and optical properties, photodetectors based on all-inorganic lead
halide perovskites should strongly outperform devices based on organic-inorganic halide perovskites or
2D MoS;, reaching the performance of silicon-based devices [18,19]. However, the actual performance
of solution-processed photodetectors based on all-inorganic perovskite film has been unsatisfactory,
exceeded not only by devices based on 2D MoS, or silicon, but also by photodetectors based on
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organic—inorganic hybrid perovskites [20-22]. Later, this poor performance was linked to the low
conductivity of solution-assembled film resulting from poor continuity of the film, which inevitably
creates interfacial traps that lower the carrier extraction and transport efficiency [19]. The performance
can be enhanced by fabricating bilayer heterostructure photodetectors, in which the perovskite layer
(which absorbs the light) is combined with another functional material such as graphene or a 2D
material (which transports the photocarriers). A hybrid phototransistor based on graphene—CsPbBrs_ I
perovskite nanocrystals achieved a high photo-responsivity of 108 A W~! and a detectivity of 10'® Jones
under 405-nm illumination at 0.07 mW~2 [23]. Song et al. [24], fabricated a hybrid photodetector based
on 2D MoS; and CsPbBr; nanosheets, which exhibited high photoresponsivity (4.4 AW™), an external
quantum efficiency of 302%, and a detectivity of 2.5 x 10'° Jones. Although these devices achieved
excellent performance, the transfer method of the graphene and 2D Mos, (mechanical exfoliation) is
complicated and expensive, and hence inappropriate for flexible and large-area fabrication.

Carbon nanodots (CDs) (novel nano-sized carbon structures) have also demonstrated excellent
performance in applications such as photocatalysis [25], bioimaging [26], and supercapacitors [27]. CDs
are favored for their excellent photoluminescence [28], low toxicity [29], biocompatibility [30], simple
synthesis [31], and high stability [32]. In optical and optoelectronic applications, CDs have been mainly
exploited in light-emitting diodes [33-35]. They also boost the performance of optical devices by
providing an electron transportation layer. Xie etal. [36] reported a core shell heterojunction photovoltaic
device composed of a silicon nanowire array and carbon quantum dots, which reached a power
conversion efficiency of 9.10% under AM1.5G irradiation. Guo et al. [37], fabricated a photodetector
based on zinc oxide quantum dots and CDs, which achieved a detectivity and noise equivalent power
of 3.1 x 107 cmHz"2/W and 7.8 x 10720 W, respectively. Moreover, in photosensing applications, it has
been demonstrated that the photoresponsivity of p—n junction based photodetectors can be increased by
the use of graphene nanosheets composites [38,39]. Dai et al. [40], demonstrated transparent and flexible
(TFT) based on solution processed-graphene nanosheets and amorphous indium-gallium-zinc-oxide
(a-IGZO) composites, with an achieved mobility of 23.8 (cm? V! s71), which is about thirty times higher
than that of the pristine a-IGZO TFTs (0.82 cm? V! s7!). However, to our knowledge, composites
of CDs and all-inorganic perovskites in photosensing applications have been scarcely reported.
Fang et al. [41] demonstrated an enhanced efficiency (17.62%) in mesoscopic perovskite solar cells after
incorporating graphene quantum dots (GQDs) into CH3NH;3Pbl;. The improvement was attributed
to the high conductivity of the GQDs, which facilitate electron extraction from the perovskite, and
effectively restrict the electron traps at the perovskite grain boundaries. It has also been reported that
perovskite materials have many defects at the surface or in the grain boundaries, which can introduce
local trap states [41]. During device operation photogenerated carriers can be absorbed in these trap
states. Carbon dots can passivate these trap states due to their surface and edge effects. Therefore,
compared to other carbon materials, carbon dot/inorganic perovskite composite layers have advantages
over other materials due to their better stability under thermal and humid conditions. In addition,
compared to the bilayer perovskite photodetectors mentioned above, single layer composite perovskite
photodetectors have potential advantages in production due to their simple and cheap fabrication
design. Thus, it is believed that excellent photo-generation characteristics of perovskite material and
carrier transport properties of carbon dots make a good combination for a single layer, cost effective,
visible range photodetector.

In this work, we fabricate a solution-processed hybrid photodetector based on all-inorganic cesium
lead bromine (CsPbBrs3) perovskite nanosheets and CDs. The CDs are combined with perovskite
to enhance the transport and separation of the photogenerated carriers in the perovskite. Here we
exploit the excellent alignment of CDs with the perovskites, which restricts the recombination rate
of the photogenerated carriers and enhances the photocurrent over the CsPbBrs device without CDs.
We demonstrate the higher performance of the hybrid CsPbBrs/CD composite photodetector (with an
on/off ratio of 102 and a responsivity of 608 mAW™!) than the CD-free perovskite-based photodetector
(with a responsivity of 221 mAW™1).
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2. Materials and Methods

Starting materials: All materials were purchased from Aladdin (Shanghai, china) and Sigma
Aldrich (Seoul, Korea) and used without further purification.

Preparation of perovskite nanosheets: The CsPbBr; nanosheets were synthesized by the method
in Song [24]. First, CsBr and PbBr; (molar ratio 1:0.5) were dissolved by ultrasonication in 15 mL of
dimethyl sulfoxide for 1 h, yielding a mixed solution. Second, 0.2 mL of the as-prepared solution
was dropped into 1 mL octadecylamine and acetic acid solution (50 mg/mL) and magnetically stirred
for 2 min. Then, 15 mL of toluene was injected into this solution. After a few minutes, the solution
was centrifuged, and the collected precipitate was redispersed in toluene and centrifuged once more.
Finally, the precipitate was dispersed in 4 mL of toluene to form 2 mg/mL perovskite solution.

Preparation of carbon nanodots: The carbon nanodots (CDs) were prepared by the method in
Barman [42]. First, an aqueous solution was prepared by mixing 0.1 g of branched polyethylenimine
with 10 mL of hot water. After adding 0.1 g citric acid and stirring the solution for 1 h, we transferred
the prepared solution to an autoclave and heated it at 230 °C for 5 h. The solution was cooled to room
temperature, centrifuged, and purified by dialysis. Finally, the CDs were collected from the solution
after drying for 24 h at 75 °C in a high vacuum, and frozen for further use.

Preparation of CsPbBr3/CD composite solution: The dried CDs were dispersed in 2 mL of ethanol
to form a 4 mg/mL CD solution. The CsPbBr3/CD composite solution was then prepared by mixing the
perovskite nanosheets and CD solutions at a volume ratio of 1:0.25. The composite solution was stirred
for 12 h and used without further modification.

Characterization of materials: The crystal structures and morphologies of the products were
analyzed by transmission electron microscopy (TEM, JEM-F200, Tokyo, Japan), field-emission scanning
electron microscopy (SEM, JEOL-7800F, Tokyo, Japan), and atomic force microscopy (AFM, NX-10-Park
Systems). The X-ray diffraction (XRD, Ultima IV, Rigaku, Tokyo, Japan) patterns were obtained by a
diffractometer (Ultima IV; Rigaku). The optical spectra were characterized by a photoluminescence
(PL) spectrophotometer (OPTIZEN 3220UV, Agilent Technologies Inc., USA) and an ultraviolet-visible
light (UV-vis) spectrophotometer (JASCO V-650, JASCO Deutschland GmbH, Pfungstadt, Germany).

Device fabrication process: A quartz substrate (SK-1300 series, 2.5 X 2.5 cm?, OHAIR Quartz
Co. Ltd., Seoul, Korea) was ultrasonically cleaned with acetone and isopropanol, then rinsed with
deionized water and dried under an N; flow. Subsequently, the substrate was treated by O, plasma
for 15 min, and the Cr/Au (4/80 nm) electrodes were fabricated by standard lithography, thermal
evaporation, and the wet etching process. The channel length and width of the electrodes were 20
and 1000 um, respectively. The composite solution was then spin coated on the treated substrate at
2000 rpm for 10 s and annealed at 100 °C for 15 min.

Device performance measurements: The photoelectric current-voltage (I-V) characteristics were
obtained by a measurement system equipped with a Keithley 4200 SCS parameter analyzer, and a
520-nm laser diode as the light source (MDL-III-520L, Changchun New Industries Optoelectronics
Technology Co. Ltd., Changchun, China). The current-time (I-t) characteristics were obtained under
the same laser diode source and a Keithley 4200 SCS with an optical chopper (SRS, SR540) at 1 Hz.
The response time was measured under the same laser diode source, optical chopper (f = 100 Hz), and
an oscilloscope (model TDS3012, Tektronix).

3. Results and Discussion

3.1. Device Structure

Figure 1 illustrates the structure of the CsPbBr3/CD hybrid composite photodetector fabricated on
the quartz substrate. Initially, Cr/Au (4 nm/80 nm) were thermally deposited on the quartz substrate by
standard lithography, thermal evaporation, and wet etching, yielding electrodes with a total effective
area of 2 x 107* cm? (Figure S1). The left image in Figure 1 shows the emission colors of the CsPbBr3
and CD solutions under white light. The CsPbBr3 solution emitted typically yellow light while the
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CD solution showed a watery emission [22,42,43]. The right image in Figure 1 is a schematic of the
composite materials containing mixed perovskite nanosheets and CDs. The small square shows the
unit cells of CsPbBrj and the CDs. The unit cell of perovskite nanosheets is typically a cubic structure
formed by Pb and Br bonded to both Cs atoms [44]. In contrast, the carbon nanodots form a spherical
graphitic-like structure [45]. The CsPbBr;/CD composite film on glass was almost 200 nm thick (as
verified by a step profiler) and was both compact and uniform (Figure S2). It is also worth mentioning
that the film thickness of the CsPbBr3/CD composite film (200 nm) was actually thinner than that of the
pure CsPbBrj3 film (228 nm), which indicated that the thickness of composite film was slightly reduced
when the carbon nanodots were incorporated [46]. This could have resulted from viscosity changes of
the composite solution after the addition of the carbon nanodots. However, as discussed later in this
section, the morphology of the CsPbBr; and CsPbBr3/CD composite film was analyzed to point out the
role of the CDs.
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Figure 1. Schematic of the device structure and composite materials.

3.2. Characterization of CDs, CsPbBr3, and CsPbBr3/CD Composite Solutions

The crystal structures and qualities of the CDs, CsPbBrs;, and CsPbBr3/CD were determined from
the low-magnification and high-resolution (HR) TEM images and from Fourier transform images (see
Figure 2). The CDs were narrowly distributed in size, with an average diameter of ~4.5 nm (Figure 2a).
The lattice fringes (0.21 nm) of the CD structure are clearly seen in Figure 2b (see also Figure S3a), and
the fast Fourier transform image of the selected area (enclosed by the dashed red circle in Figure 2b)
revealed the high crystallinity of the CDs [43,45]. TEM and HRTEM images of the CsPbBr; nanosheets
are shown in Figure 2d,e, respectively (see also Figure S3b). These images clarified the cubic structure
of the perovskite nanosheets, with a lattice fringe of approximately 0.58 nm [22]. Moreover, the Fourier
transform image in Figure 2f confirmed the crystalline structure of perovskite. Meanwhile, in the
TEM image of the sample combining the CDs with the CsPbBrs nanosheet solution, evidence of both
materials was expected. The presence of both materials was indeed confirmed in TEM images of the
composite sample (Figure 2g,h k). Carbon nanodots (dashed red circles) and perovskite nanosheets
(green-lined square) are clearly shown in Figure 2k. Moreover, to clarify that these nanodots were CDs
alone, we magnified their structure, as seen in Figure S3c,d. These images clearly reveal the hexagonal
honeycomb structure of graphite [45].
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Figure 2. TEM, HRTEM, and Fourier transform images of typical carbon nanodots (a), (b), (c) (top row)
and CsPbBr; (d), (e), and (f) (middle row). Bottom row shows an HRTEM image of the CsPbBrs/CD
composite (g), a magnified HRTEM image of the yellow box in (g) (panel (h)), and a magnified image of
the blue box in (g) (panel (k)). In (k), the dashed red circles and green-lined square outline the carbon
dots and a CsPbBr3 nanosheet, respectively.

The CsPbBr3 and CsPbBr3/CD composite films were further characterized by their powder XRD
patterns. The XRD spectra are displayed in Figure 3. The peaks in the spectra of the CsPbBrj film,
labeled 100, 110, 200, 210, 211, and 220, corresponded to the cubic crystalline structure of CsPbBrs
nanosheets as reported elsewhere [22]. However, the peaks in the XRD spectra of the CsPbBrs;/CD
corresponded only to the cubic structure of CsPbBr3; the characteristic CD peaks were absent. According
to the literature, the XRD patterns of CDs exhibit one peak between 20 = 20° and 20 = 30° (depending
on the size, structure, and synthesis process of the CDs) [47]. The discrepancy might be attributable to
coverage of the 4.5 nm-diameter CDs by the considerably larger perovskite nanosheets, which might
have dominated the XRD detection. Supporting this idea, the XRD pattern of perovskite and carbon
nanotube composite film in a previous study showed only the peaks of the perovskite structure [48].
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Figure 3. X-ray powder diffraction (XRD) patterns of CsPbBrz and CsPbBr3/CD film.

3.3. Optical characterization of the CDs, CsPbBr3, and CsPbBr3/CD Composite Solutions

6 of 13

The optical properties of the CDs, CsPbBr;, and CsPbBr3/CD composite solutions were
characterized by their UV-vis spectra. As shown in Figure 4a, the solution of pure CDs absorbed in
the deep-to-near UV region with a peak near 405 nm, corresponding to a bandgap of 3.61 eV [42,43].
In contrast, the CsPbBrj; solution absorbed wavelengths from the UV to the visible region with an
absorption peak at 520 nm, corresponding to a bandgap of 2.4 eV [22,24]. The absorption spectrum
of the CsPbBr3/CD composite solution displayed the same characteristics as that of pure CsPbBr;
solution, corresponding to the same bandgap. This result indicated that photon absorption by the
composite film was dominated by perovskite. Moreover, the absorption intensity was lower in the
CsPbBr3/CD composite solution than in pure CsPbBrj solution. This was confirmed by naked-eye
observation under white and UV (365-nm) light: the CsPbBr3/CD composite solution was lighter in

color than the pure CsPbBrj solution (see insets of panels (a) and (b) of Figure 4, respectively).
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Figure 4. Absorption spectra of CsPbBrs and CsPbBr3/CD film (a), photoluminescence spectra of
the carbon nanodots, CsPbBr3, and CsPbBr3/CD composite (b), energy-band structures of perovskite
(yellow) and CDs (cyan) with green arrow representing electron transfer from conduction band of
the perovskite into the conduction band of the CDs (c), and hypothesized recombination mechanisms
in pure CsPbBr; and CsPbBr3/CD composite (d). Insets in panels (a) and (b) show the colors of the

solutions under white and UV light, respectively.
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The PL spectrometer is a powerful optical analyzer of the charge transfer and recombination
processes in composite materials [49]. The PL spectra of the pure CDs, pure CsPbBr3, and composite
CsPbBr3;/CD solutions are presented in Figure 4b. The PL intensities of the pure CDs and CsPbBrs
solutions peaked near the bandgap peaks. The higher intensity of the CsPbBrj3 peak than the CD peak
indicated a higher recombination rate in perovskite than in pure CDs. However, the PL spectrum of
the CsPbBr3/CD composite solution peaked at a similar wavelength to the CsPbBr3 solution, revealing
that perovskite dominated the emission process in the composite solution. Nevertheless, the PL
intensity was almost one order of magnitude lower in the composite solution than in pure CsPbBrs3,
indicating a considerable amount of charge transfer at the CsPbBr3/CD interface. In other words,
the carbon nanotubes reduced the recombination rate of photogenerated carriers in the CsPbBrs/CD,
improving the light-absorbance performance over that of pure perovskite in photosensing applications
(as demonstrated later in this work). To understand the charge transfer across the CsPbBr3/CD interface,
we present the energy-band structures of the perovskite and CD materials in Figure 4c. This diagram
shows the valance band maximum (VBM) and conduction band minimum (CBM) with respect to
the vacuum level. The VBMs and CBMs of perovskite and CDs were obtained from Song et al. [24]
and Barman et al. [42], respectively. The hybrid composite system showed a type-II band alignment
with CBM and VBM offsets of 0.22 and 1.43 eV, respectively, from those of CsPbBr; perovskite and
pure CDs. This type of band alignment suggested that the photogenerated electrons in perovskite
moved into the CDs, while the photogenerated holes in perovskite were localized within the perovskite
(owing to the raised CDM of the CDs). This analysis consolidated the PL spectra shown in Figure 4b,
which hinted that the recombination rate was lower in the hybrid composite than in pure perovskite
solution. To understand how the hybrid composite limited the recombination rate, we hypothesized
the recombination mechanism in pure CsPbBrz and the CsPbBr3/CD hybrid composite (see Figure 4d).
When pure CsPbBrs absorbed photons with sufficient energy (similar to or greater than its own
bandgap), electron-hole pairs were photogenerated in the perovskite, and the electrons moved from
the valance to the conduction band, leaving empty spaces for the holes (absorption phenomenon).
Within one picosecond, the conduction-band electrons relaxed and finally recombined with the holes in
the valence band (the band-to-band recombination process) [46]. However, in the CsPbBr3/CD hybrid
composite, the recombination process was reduced because the electrons moved to the CDs while the
holes localized within the perovskite, thus reducing the recombination probability.

3.4. Performances of Photodetectors Based on CsPbBr3 and CsPbBr3/CD Composite Film

The performance of a photodetector based on the CsPbBr3/CD hybrid composite film was
compared with that of a photodetector based on pure CsPbBr;. The photoelectrical measurements were
performed under a 520-nm laser diode with a light intensity of 0.2 mWem™2. The [~V characteristics
of the pure CsPbBr; and CsPbBr3/CD hybrid composite photodetectors are shown in Figure 5a,b,
respectively. It can be observed that the I-V curves for the pure CsPbBrs and CsPbBrs/CD hybrid
composite photodetectors is symmetrical since the photocurrent value of each device (at—10 V and 10 V)
were almost the same [24]. The dark currents of the photodetectors based on pure CsPbBr; and the
CsPbBr3/CD composite film were 0.09 and 0.12 nA under a 10-V bias voltage, respectively. This result
was expected, as the CDs in the perovskite increased the conductivity of the hybrid photodetector.
Similarly, under irradiation with 520-nm laser light at 0.2 mWcem 2, the photocurrent of the CsPbBrs3/CD
hybrid composite photodetector was 24.46 nA (versus 9 nA in the CsPbBrs-based photodetector).
To further confirm the photocurrent enhancement in the hybrid composite device, we obtained the I-t
curves by irradiating both devices with positive signals generated from the same 520-nm light source
and a 1-Hz optical chopper [50]. The I-t curves of both devices are presented in Figure 5c. Under
the illumination conditions (0.2 mWcm™2), the photocurrents of the pure CsPbBrs-based and hybrid
composite-based devices sharply increased when the bias voltage (10 V) was applied, reflecting the
increase in carrier drift velocity. When the laser was turned off, the photocurrents sharply fell to their
initial values. The devices promptly generated a photocurrent with a reproducible response in the
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on-off cycles. In addition, the photocurrent was higher in the hybrid device than in the pure device,
and both currents were similar to those measured in the I-V curves under the same applied voltage.
The response, rise, and decay times of the hybrid composite devices are illustrated in Figure 5d,e f,
respectively. The rise and decay times are the times required for the photocurrent to reach 90% of its
peak value and decay to 10% of its peak value, respectively [51]. The hybrid photodetector exhibited
a rise and decay time of 1.55 and 1.77 ms, respectively. The hybrid device not only showed a faster
response time compared with that of the pure CsPbBr3 nanosheets (65.2 and 18.5 ms) reported by
Song et al. [24], but also better than those of devices based on all-inorganic micro-particles [52] and
nanorods [53]. This result confirmed two roles for the CDs in the hybrid composite device: enhancing
the conductivity of the composite film, and accelerating the electron extraction. To realize the effect
of the CDs on the device performance, we determined the on/off ratio (photocurrent to dark/current
ratio) and the responsivity R (electrical output per optical input) of the pure CsPbBrs and CsPbBr3/CD
hybrid composite photodetectors by Equations (1) and (2), respectively [54]:
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In these expressions, ljig,; and I g are the dark current and photocurrent of the device, respectively,
Popticar is the light power intensity, and A is the effective illuminated area of the device. The on/off ratio
of the CsPbBr3/CD composite photodetector was almost double that of the CsPbBr; photodetector
(217 vs. 102). Meanwhile, the R of the CsPbBr3/CD composite device was 0.61 AW~ almost three
times that of the CD-free CsPbBr3 photodetector (0.22 AW™1). Table 1 compares the responsivities of
the CsPbBr3/CD hybrid composite photodetector and other reported devices. The proposed hybrid
photodetector outperformed the previous devices based on CsPbBr; nanosheets, quantum dots, and
micro-particles. To further understand the role of the carbon nanodots in the performance enhancement
of the all-inorganic perovskites, we analyzed the morphology of the CsPbBr; and CsPbBr3/CD
composite films using the AFM and SEM, as shown in Figures S4-S7. The top-surface SEM and AFM
images of CsPbBr; film revealed that the film had a high surface roughness with many defects, which
resulted in poor performance (low conductivity) [19]. Moreover, when the CDs were blinded with
the perovskite, the surface roughness of CsPbBrs/CD composite film was reduced and became more
continues with fewer defects (Figure S8). As a result, the performance of the photodetector based on
CsPbBr3/CD composite film was higher than that of the pure perovskite based photodetector.

3.5. Working Principle of the CsPbBr3/CD Composite Photodetector

The working mechanism of the composite photodetector can be explained by the energy-band
structures of CsPbBr; and the CDs, as seen in Figure 4c, which revealed a type-II band alignment at
the interface. Under a light source with energy equal to or greater than the bandgap energy of the
composite (i.e., >2.4 eV) [24], the CsPbBrj3 absorbed photons, and the electrons in its valance band
moved up to the conduction band, leaving their empty spaces as holes. The electrons in the conduction
band of perovskite then moved downward into the conduction band of the CDs, because the CDs have
higher electron affinity (a lower conduction band) than perovskite. Meanwhile, the holes remained in
the valance band of perovskite because perovskite has a lower ionization potential (a higher valance
band) than the CDs [24,37,46]. This type-II band alignment efficiently enhanced the charge separation
at the CsPbBr3/CD interface, enhancing both the photocurrent and responsivity of the photodetector.
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Figure 5. [-V curves of (a) CsPbBrs and (b) CsPbBr3/CD hybrid composite photodetectors under dark
and illuminated (520 nm, 0.2 mWcm™') conditions. I-t curves of CsPbBr3 and CsPbBr3/CD hybrid
composite photodetectors (c), response times (d), rise times (e), and fall times (f) of the CsPbBr3/CD

hybrid composite photodetector.

Table 1. Summary of device performances of prepared perovskite photodetectors in the present work

and the existing literature.

Active Materials Poptical @ £ R(AW-1) T¢/T¢ (Ms) Reference
CsPbBr; nanosheets 0.35 mWem™2 @ 442 nm 0.25 0.019/0.025 [21]
CsPbBr3 QDs 0.40 mWem™2 @ 532 nm 0.005 0.2/1.3 [22]
CsPbBr3 micro-particles 1.0l mWem ™2 @ 442 nm 0.18 1.8/1.0 [52]
Single crystal CsPbBrs 1 mW @ 450 nm 0.028 90.7/57 [55]
CsPb(Br/I)3 nanorods 20 mw @ 450 nm 0.18 680/660 [53]
CsPbBr3/CD composite 0.2 mWem™2 @ 520 nm 0.61 1.51/1.77 Our work

4. Conclusions

We fabricated a solution-processed hybrid photodetector based on perovskite (CsPbBrs) nanosheets
and carbon nanodot (CD) composite film. The composite film was prepared by mixing solutions
of perovskite nanosheets (2 mg/mL) and CDs (4 mg/mL) at a volume ratio of 1:0.25. As revealed in
the photoluminescence spectra, the CDs limited the recombination rate in the hybrid CsPbBr3;/CD
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composite film by significantly enhancing the charge extraction at the CsPbBrs/CD interface. Moreover,
the photoelectrical measurements confirmed a photocurrent of 24.46 nA in the CsPbBr3/CD composite
(versus 9 nA in the CsPbBrs-based device), whereas the dark current was increased only to 0.11 nA
(from 0.09 nA in the CsPbBrs-based device). Consequently, the responsivity of the CsPbBr3/CD
hybrid composite photodetector was almost three times that of the CD-free CsPbBr; photodetector
(608 mMAW™! vs. 221 mAW™1).

Supplementary Materials: The following are available online at http://www.mdpi.com/2079-9292/8/6/678/s1:
Figure S1. Optical image of the device structure with a channel length and width of 20 and 1000 pm, respectively;
Figure S2. Cross-sectional SEM image of the device structure showing thickness of composite film; Figure S3.
HRTEM images of typical (a) CDs, (b) perovskite, and (c), (d) CsPbBr3/CD composite showing the hexagonal
honeycomb structure of the CDs; Figure S4. Top-surface SEM image of the CsPbBr; and the CsPbBr3/CD films in
(a) and (b), respectively; Figure S5. 2DAFM image of the CsPbBr3 film along with line profile of red line in (a) and
(b), 3D AFM image of the CsPbBr; film (c); Figure S6. 2DAFM image of the CsPbBr3/CD film along with line
profile of green line in (a) and red line in (b), 3D AFM image of the CsPbBr3/CD film (c); Figure S7. 3D AFM image
of the CsPbBr3/CD film showing defects on the surface of the film; Figure S8. Optical image of device channel
after depositing the CsPbBr3/CD.
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