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A review on advancements in carbon quantum dots
and their application in photovoltaics
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and Geeta Bhatt*<®

Carbon quantum dots are a new frontier in the field of fluorescent nanomaterials, and they exhibit
fascinating properties such as biocompatibility, low toxicity, eco-friendliness, good water solubility and
photostability. In addition, the synthesis of these nanoparticles is facile, rapid, and satisfies green
chemistry principles. CQDs have easily tunable optical properties and have found applications in
bioimaging, nanomedicine, drug delivery, solar cells, light-emitting diodes, photocatalysis,
electrocatalysis and other related areas. This article systematically reviews carbon quantum dot structure,
their synthesis techniques, recent advancements, the effects of doping and surface engineering on their
optical properties, and related photoluminescence models in detail. The challenges associated with
these nanomaterials and their prospects are discussed, and special emphasis has been placed on the
application of carbon quantum dots in enhancing the performance of photovoltaics and white light-

rsc.li/rsc-advances emitting diodes.

1. Introduction

In recent years, carbon-based nanomaterials like fullerenes,
carbon nanotubes, graphene, graphene derivatives, nano-

“Department of Electronic Science, South Campus University of Delhi, New
Delhi-110021, India

*Bhaskarcaharya College of Applied Sciences, University of Delhi, New Delhi-110075,
India

‘Deen Dayal Upadhyaya College, University of Delhi, New Delhi-110075, India. E-mail:
geeta.bhatt@bcas.du.ac.in

ACSIR-National Physical Laboratory (NPL), New Delhi-110012, India

‘Non-Collegiate Women's Education Board, University of Delhi, New Delhi-110007,
India

Pawan Kumar has been in
academics and research for the
past 9 years. He is pursuing his
PhD in the application of carbon
quantum dots in photovoltaics.
He is also interested in the area
of microbial fuel cells. He is
currently an Assistant Professor
at Bhaskaracharya College of
Applied Sciences, University of
Delhi. He is a recipient of the
Ghasi Ram Mittal Memorial
Award for academic excellence
as well as a recipient of the Transformation Teachers Award from
Sharda University, Noida.

4714 | RSC Adv, 2022, 12, 4714-4759

diamonds, and carbon-based quantum dots have attracted
widespread attention in various disciplines due to their unique
structural dimensions, and excellent physical and chemical
properties.” It has been experienced by researchers that nano-
diamonds are difficult to prepare and separate, whereas other
nanomaterials like CNTs, fullerenes and graphene exhibit poor
water solubility and difficulty in providing strong fluorescence
in the visible region. These unwanted features have limited
their applications in various fields.> Non-carbon nanomaterials
like semiconductor quantum dots (SQDs) are well known for
their good fluorescence, but their toxic nature (due to the
presence of heavy metals) is not suitable for biological appli-
cations like bioimaging, biosensors, and drug delivery. On the
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other hand, carbon quantum dots (CQDs), novel zero-
dimensional fluorescent carbon-based nanomaterials, do not
exhibit toxicity and therefore have an edge over other carbon-
based nanomaterials.®* CQDs were accidentally discovered in
2004 by Xu et al. while segregating single-wall carbon nanotubes
from carbon soot using gel electrophoresis.* However, CQDs
were not named as such at that time and were known as fluo-
rescent carbon nanoparticles instead. Soon after this discovery,
Sun et al. (in 2006) synthesized non-toxic carbon nanoparticles
of different sizes (<10 nm) via laser ablation and their group
referred to these nanoparticles as carbon quantum dots
(CQDs).* Since then, CQDs have appeared as a very valuable
asset of nanotechnology and are considered rising stars among
the various carbon-based nanomaterials. Due to their strong
luminescence, CQDs are also called carbon nano-lights.®
CQDs are very well known for their (i) small size (<10 nm), (ii)
relatively strong fluorescence, (iii) fast and facile synthesis, (iv)
good water solubility, (v) biocompatibility, (vi) chemical inert-
ness (vii) photostability, and (viii) easily tunable optical prop-
erties. This allows the use of CQDs even in applications that are
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limited for other carbon-based nanomaterials such as
biomedicine and bioimaging, thus widening their scope. CQDs
possess a powerful ability to bind with organic and inorganic
molecules due to the existence of various functional groups on
their surfaces (-OH, ~-COOH, -NH,, etc.) through a series of
chemical treatments. The spectacular electronic properties of
CQDs (electron-donor or electron-acceptor, depending on the
chemical structure) cause chemiluminescence and electro-
chemical luminescence. This graces CQDs with potential for
suitable application in the fields of optoelectronics, catalysis,
photovoltaics, etc. They have been intensively researched since
the last decade and are considered next-generation carbon
nanomaterials because of their interesting properties and
manifold applications in solar cells, light-emitting diodes,
electrocatalysis, biomedicine, bioimaging, etc.”

The present research on CQDs is mainly focused on two
aspects: (i) developing a more facile, economic and eco-friendly
synthetic method and (ii) enlarging the application field of
CQDs.

This paper systematically reviews in detail the carbon
quantum dot structure, synthesis approaches and recent
advancements in synthesized carbon quantum dots, the effects
of doping and surface engineering on its optical properties,
followed by the emission models. The challenges associated
with carbon quantum dots, their future prospects and their
application in solar cells are also covered in this review.

2. Structure of CQDs

CQDs have a core-shell structure formed through the nucle-
ation process, which involves the gradual growth of the core and
a “self-passivated” shell comprising functional groups.®
Detailed investigation revealed that the core (intrinsic states)
can be either graphitic crystalline (sp®) or amorphous (mixed
sp®/sp’) based on the degree of the presence of sp® carbon in the
core. Most researchers have reported graphitic crystalline (sp?)
cores.”™ The cores are small in size (2-3 nm) with a typical
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lattice spacing of ~0.2 nm." The type of core depends on the
synthesis technique, precursors used, and other synthetic
conditions (like temperature, duration, pH, etc.).*>'* In general,
reaction temperatures over 300 °C lead to outstanding graphi-
tization (sp?), whereas lower temperatures lead to an amor-
phous core unless sp?/sp® hybridized carbon is present in the
precursor.™ The present understanding of the core is simply an
outcome of the evidence based on different characterization
techniques like Transmission Electron Microscopy (TEM) or
High Resolution (HR)TEM, X-ray diffraction (XRD), and Raman
spectroscopy.

TEM or SEM provides morphological information and is
often used to measure the size of the CQDs.” The crystal
structure can be observed using TEM if the electron diffraction
pattern is observed.'® The crystal structure of CQDs can also be
studied by XRD where the broad peak at 23° specifies highly
amorphous carbon. However, the presence of two broad peaks
at 25° and 44°, indicates a low-graphitic carbon structure cor-
responding to (002) and (100) diffraction.’”

The degree of disordered graphite is determined by Raman
spectra, where peaks found near 1360 cm ' and 1560 cm '
represent the D and G bands. The intensity ratio of the two
bands (Ip/lg), indicates the atomic ratio of sp® vs. sp> carbon
hybridization.*®"

The shell of CQDs is typically amorphous, consisting of
functional groups (resulting in surface states) such as oxygen,
amino-based groups or polymer chains, etc., which depend on
the starting materials or dopant species. The functional groups
and general structure of CQDs are determined through X-ray
photoelectron spectroscopy (XPS), Fourier transform infrared
(FTIR) spectroscopy, nuclear magnetic resonance (NMR),
elemental analysis (EA), and matrix-assisted laser desorption
ionization time-of-flight (MALDI-TOF).>

XPS is used for the quantitative analysis of the elemental
composition and carbon bonding configurations of the CQDs,
which were qualitatively verified by FTIR and NMR.** The
surface area of the carbon structure is measured by nitrogen
sorption analysis.>® UV/Vis absorption spectroscopy also gives
qualitative information about the abundant C=C and C=0
conjugate structures present in CQDs.*

CQDs can be easily functionalized with different functional
groups over their surface (like hydroxyl, carboxyl, carbonyl,
amino, epoxy, etc.) and allow the binding of both organic and
inorganic moieties (Fig. 1).>* Based on the functionalities, the
surfaces of CQDs exhibit either hydrophilic or hydrophobic
properties that eventually decide the thermodynamic stabilities
of CQDs in different solvents (especially in water) ie., the
surface chemistry of the shell controls the stability of the CQDs
aqueous solution.”

Sun et al. in 2006, observed that the bare CQDs did not
exhibit emission upon photo excitation but strong photo-
luminescence (PL) was recorded for the surface-modified
CQDs.*

The magnitude of the surface zeta potential indicates the
degree of electrostatic repulsion among CQDs. The smaller the
magnitude of the zeta potential, the lower is the electrostatic
repulsion, which suggests less stability of the CQDs aqueous
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Fig. 1 General structure of CQDs (This figure has been adapted/
reproduced from ref. 23 with permission from Hindawi, Copyright
2019).

solution and the tendency of CQDs to aggregate. The shell of the
CQD defines its unique optical properties and its ability to act as
an electron-donor/acceptor.”® Surface alteration by different
functionalities, passivating agents, and solvent brings
substantial variation in the optical properties of CQDs.*
Depending on the surface moieties, the surface-related elec-
tronic acceptor levels can be modulated, which may affect the
PL properties of CQDs. All in all, the structure of CQDs defines
their intrinsic properties.>

3. Synthesis approach

There are various methods for the synthesis of CQDs, which are
broadly categorized into two approaches, namely the “bottom-
up” and the “top-down” approaches, schematically represented
in Fig. 2. Although the synthesis of the CQDs is facile, there are
certain major challenges associated with their synthesis such as
the aggregation of nanoparticles during carbonization,
controlling the size and uniformity, and tuning of surface
properties.”

In the bottom-up approach, nanostructures are built up from
organic molecules (carbohydrates, organic acids and amines) or
polymer precursors by hydrothermal/solvothermal, microwave,
or pyrolysis methods. On the other hand, in the top-down
approach, nanoparticles are obtained by cleaving or cutting
the large carbon cluster structure into small carbon nano-
particles until the desired particle size is reached. This is ach-
ieved either via chemical or physical techniques like laser
ablation, arc discharge, chemical ablation, or the electro-
chemical method.*”*®

In general, the top-down approaches facilitate the synthesis
of crystalline CQDs with relatively intact structures but this
typically requires several steps for the decomposition of carbon
materials in harsh conditions and involves strong oxidants,
concentrated acids, and elevated temperatures. Also, the size
distribution and morphology of CQDs produced with this
approach cannot be precisely controlled.*

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 2 Schematic illustration of the synthesis approaches of CQDs.

On the other hand, the bottom-up approach tends to
produce amorphous CQDs (amorphous carbon cores) with
abundant doping sites and functional groups.”® However, crys-
talline CQDs have also been reported by some researchers.™

In the bottom-up approach, the structure and size of CQDs
are dependent on various factors like the molecular structures
of the precursors, solvent, reaction conditions (reaction time,
temperature, pressure, etc.). The reaction conditions are crucial
because they impact the reactants and the highly random
nucleation and growth process of CQDs. Though very difficult,
some research groups have been successful in synthesising size
and composition-controlled CQDs by careful optimization of
reaction parameters.>®

Although both approaches have been used for the synthesis
of CQDs, the bottom-up approach is cost-effective and envi-
ronmentally friendly and is thus most commonly used.*

In both approaches, post-treatment can be done to modify the
surface functional groups and improve the performance of CQDs.
Also, the CQDs can be modified during the synthesis. Surface
passivation of CQDs removes the emissive traps from the surface
and thus enhances the quantum yield (QY). Similarly, doping with
heteroatoms such as N, and P or metals such as Au or Mg can be
done to improve their electrical conductivity and solubility.”

3.1 Bottom-up approach for the synthesis of CQDs

As mentioned previously, the bottom-up approach is based on
the synthesis of the nanostructures from organic molecular
precursors. This approach is broadly divided into three types: (i)
hydrothermal/solvothermal method, (ii) microwave irradiation
method and (iii) pyrolysis method.

3.1.1 Hydrothermal/solvothermal method. Hydrothermal
synthesis is a one-step, cost-effective, non-toxic, and eco-
friendly synthetic technique to synthesize the CQDs via chem-
ical reactions. In this process, the chemical species with solvent
are transferred to a Teflon-lined stainless steel chamber called
an autoclave and the solution is heated above ambient
temperature and pressure.”

© 2022 The Author(s). Published by the Royal Society of Chemistry
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The optical and electronic properties of these CQDs can be
tuned by varying the organic precursors and altering the
temperature but it offers poor control over the size of the CQDs.”

In 2010, Zhang et al. for the first time synthesized CQDs by
using r-ascorbic acid (carbon source) in the presence of ethanol
through a one-pot hydrothermal method. This one-step process
does not require any chemical (strong-acid) treatment or addi-
tional surface engineering. The average diameter of CQDs was
~2 nm, QY of 6.79% and the CQDs aqueous solution was stable
at room temperature for over 6 months. In addition, the fluo-
rescence of these CQDs remained insensitive over a broad pH
range and even in solvents having strong ionic strengths (e.g.
2 M NaCl).*

In 2016, Takashi et al. synthesized a series of nitrogen-doped
carbon quantum dots (N-CQDs) from an aqueous solution of
citric acid and urea at various heating rates, reaction times,
reaction temperatures, and precursor concentrations. They
concluded that temperature is a more important factor for
obtaining highly fluorescent N-CQDs than reaction time and
reported the highest QY of 39.7%. These N-CQDs were then
embedded in polyvinyl alcohol (PVA) nanofibers and it was
observed that the luminescence intensity of the N-CQD-PVA
composite nanofibers was two times that of the N-CQDs in
solution.*

In 2019, Zhao, et al. developed ultra-high yield CQDs from
renewable biomass hydrothermal carbons in the presence of
low-concentration NaOH/O, solution. The average diameter of
the CQDs was 2.9 nm with QY up to 16.6%. These CQDs were
used for the effective and selective detection of Cu®" with
a linear range of 0-30 pmol L' and detection limit of 85 nmol
L. This enables the application of CQDs as fluorescent Cu**
nanoprobes.?

In 2020, Yang, et al. synthesized amorphous CQDs from
expired passion fruit shells through hydrothermal synthesis.
The CQDs were spheres with diameters <5 nm and QY of 1.8%.
Their research provided novel ideas and trends for the resource
utilization of expired fruits.*® The synthesis of CQDs from citric

RSC Adv, 2022, 12, 4714-4759 | 4717
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(a) Synthesis of CQDs from citric acid and EDA through a hydrothermal method (this figure has been adapted/reproduced from ref. 31 with

permission from World Scientific, Copyright 2018). (b) Synthesis of CQDs from lemon juice, onion juice and ammonia through the microwave
method (this figure has been adapted/reproduced from ref. 39 with permission from Elsevier, Copyright 2019). (c) Synthesis of CQDs from fennel
seeds via the pyrolysis method (this figure has been adapted/reproduced from ref. 11 with permission from Nature, Copyright 2019).

acid and EDA through hydrothermal methods is shown in
Fig. 3(a).

3.1.2 Microwave irradiation method. In comparison to
hydrothermal synthesis, the microwave irradiation method is
faster, requires a lower temperature and can be halted at any
time to avoid overheating the sample.*® In recent years, this

4718 | RSC Adv, 2022, 12, 4714-4759

synthetic technique has received significant attention due to its
rapid, cost-effective, easily scalable, energy-efficient,*” and eco-
friendly nature,”* but it is difficult to precisely control the
size of CQDs with this method.”

In this method, the aqueous solution consisting of carbon
precursors is heated in the microwave oven till the CQDs are

© 2022 The Author(s). Published by the Royal Society of Chemistry
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synthesized. The microwave radiation can heat the polar
molecules, which have an electric dipole moment. An oscil-
lating external electric field rotates the polar molecules and this
process is called dipole rotation, dipole polarization, or dielec-
tric rotation. These rotating molecules push, pull or collide with
the neighbouring molecules and energy gets transferred to all
parts of the material in the form of heat. This is because the
temperature of molecules is related to their kinetic energy
(angular velocity). This phenomenon of heating is called
dielectric heating.***® Synthesis of CQDs from lemon juice,
onion juice and ammonia through microwave methods is
shown in Fig. 3(b).

In 2009, Zhu et al. developed a microwave irradiation
method to synthesize CQDs. They heated an aqueous solution
of saccharide (glucose, fructose, etc. as a carbon source) and
PEG200 (a coating agent) for 2-10 min at a power level of 500 W
in a microwave oven. The solution gradually changed from
colorless to yellow and then to a dark brown solution upon
heating. The resultant product was further diluted with distilled
water to finally obtain the fluorescent CQDs. The particles had
a diameter between 2.75-3.65 nm with narrow distribution
based on heating duration, and the highest reported QY was
6.3%. The results showed that particle size and the fluorescent
QY of CQDs depend on the reaction time.*

In 2012, Wang et al. synthesized fluorescent (blue) and water-
soluble CQDs from eggshell membranes (a common protein-
rich waste in daily life), which can be obtained easily and
cheaply. The CQDs were spherical with a diameter of ~5 nm
and QY of 14%. They designed a sensitive CQD-Cu®" system for
the detection of glutathione, which exhibited a linear range of
0.5-80 pmol L™ ! and detection limit of 0.48 umol L™.%

In 2017, Roshni et al synthesized highly fluorescent,
aqueous soluble and significantly photostable nitrogen-doped
CQDs from sesame seeds. The CQDs were spherical with an
average diameter of 5 nm and QY of 8.02%. The prepared CQDs
were effectively used for the detection of Fe(mr) and the limit of
detection (LOD) was found to be 2.56 pM of Fe(ur).*’

In 2018, Vaneesa et al. prepared a white-light-emitting CQD
solution consisting of nitrogen-doped blue fluorescent CQDs
and 2,3-diaminophenazine (DAP), a yellow fluorescent dye.
These were synthesized simultaneously upon microwave-
heating the mixtures of o-phenylenediamine (0PD) and citric
acid (CA) for 10-15 min. During synthesis, the oPD has two
roles: it serves as a doping agent to improve the blue fluores-
cence intensity of the CQDs while simultaneously reacting with
itself to form the yellow fluorescent dye DAP. The prepared
CQDs solution exhibits two fluorescence emission peaks; one at
430 nm and the other at 560 nm, originating from the CQDs and
DAP, respectively. They found that the intensity ratio of both
fluorescence peaks is pH-dependent. Thus, the emission colour
of the CQD solution can be tuned precisely and reproducibly
from blue to white to yellow by careful control of the pH. The
size of the synthesized CQDs was 1.1 & 0.3 nm and the QY was
5.4% for the pH value of 5.4.**

In 2020, Aysel et al. synthesized fluorescent CQDs from
roasted chickpeas (as carbon source) in a single step through
microwave heating without using any chemicals. The obtained

© 2022 The Author(s). Published by the Royal Society of Chemistry
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CQDs were amorphous with an average diameter < 10 nm, and
the highest QY of 1.8%. They demonstrated that these CQDs
were sensitive and selective for the determination of Fe*" ions.*?

In 2020 one research group synthesized CQDs from citric
acid and urea for different heating durations. The majority of
the CQDs exhibited blue emission under UV radiation (365 nm)
and the emission was excitation independent. It was observed
that the heat duration affected the stability and bandgap of the
synthesized CQDs. The stability was highest for the CQDs
synthesized in 165 s (minimum heat duration required for CQD
synthesis in our study) but at the cost of lower PL.*®

3.1.3 Pyrolysis method. In this process, the organic
compounds are decomposed at an elevated temperature
(usually above 430 °C) and under pressure in the absence of
oxygen. Sometimes, a strong acid or alkali is also used, which
serves as a catalyst. This process simultaneously involves
changes in the physical phase and chemical composition and is
an irreversible process. The synthesis of CQDs from fennel
seeds via the pyrolysis method is shown in Fig. 3(c).

Liu et al. in 2009 reported a novel route for the synthesis of
CQDs through pyrolysis. The CQDs were derived from
surfactant-modified silica spheres (carrier) and resol (carbon
precursor). Although the synthesis of CQDs requires multiple
steps, it does not require elaborate equipment. The prepared
CQDs (blue emission) were amorphous with diameters of 1.5-
2.5 nm and QY of 14.7% (when passivated with PEG). Further-
more, the CQDs were stable for a wide range of pH values (pH 5-
9) with only a slight decrease in the photoluminescence QY to
11.0% and 12.1% for pH 5 and 9, respectively.*

Multistep procedures are considerably time consuming and
complicated; some comparatively simple but less effective
preparative methods had also been developed by that time.**

To overcome these problems, In 2010, Pan et al. reported
a fairly effective one-step synthetic method for highly fluores-
cent CQDs through the pyrolysis of ethylenediamine-tetraacetic
acid (EDTA) salts at low temperatures. The CQDs produced
highly blue fluorescence, with a PL quantum yield (QY) as high
as 40.6%, much higher than those reported up until that time
(QYs < 15%). The average diameter of the CQDs was ~6 nm.
They also observed that the PL properties strongly depend on
pH, solvent, spin, and excitation wavelength.*

In 2015, Martindale et al. (2015) synthesized CQDs by the
pyrolysis of citric acid at 180 °C. The prepared CQDs exhibited
an average diameter of ~6 nm and QY of 2.3% (excitation at 360
nm).*®

In 2016, Wang et al. synthesized nitrogen-doped carbon dots
(N-CQDs) by the direct pyrolysis of citric acid and ammonia at
200 °C for 3 h with a heating rate of 10 °C min " in the air. The
CQDs had a diameter of 10.8 nm and exhibited a high QY of
~36%. They observed that the excitonic absorption of CQDs
depends on the concentration of N-dopant in CQDs, which can
be readily modified by the mass ratio of the reactants.”

In 2017, Rong et al. also synthesized N-CQDs by a one-pot
solid-phase pyrolysis method using guanidinium chloride and
citric acid as the catalyst, nitrogen and carbon source. The
synthesis was free of acid, alkali, organic solvent, or further
modification and passivation. These N-CQDs had an average

RSC Adv, 2022, 12, 4714-4759 | 4719
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size of 2.2 nm and QY of 19.2%, and have been intensively used
in metal-ion detections (like Fe’*) and bioimaging.*®

3.2 Top-down approach

3.2.1 Chemical ablation. Chemical ablation is an oxidative
acid treatment for the synthesis of CQDs. In this process, strong
oxidizing acids (like H,SO4, HNOj3, hydrogen peroxide) convert
small organic molecules to carbonaceous materials (carbon-
ization), which can be additionally cut into tiny sheets by
controlled oxidation. This method is most accessible and allows
various sources to be used but requires harsh conditions,
drastic processes, multiple steps and also offers poor control
over the sizes of CQDs.”

In 2007, Liu et al. used the combustion soot of candles for
the synthesis of CQDs by utilizing an oxidative acid treatment
(using HNO; or H,0,/AcOH). The resultant black homogeneous
solution was then purified through a series of processes such as
centrifugation, dialysis and polyacrylamide gel electrophoresis
(PAGE) to get pure fluorescent CQDs of different particle sizes.
This oxidative acid treatment (i) breaks down the carbon
aggregates into CQDs, (ii) solubilizes the CQDs, and (iii) influ-
ences the PL properties of CQDs. The size of the CQDs was
~2 nm and the maximum obtained QY was 1.9% (excitation at
366 nm).**

In 2009, Peng and Travas-Sejdic synthesized CQDs using
carbohydrates as the starting material. They dehydrated the
carbohydrates with conc. H,SO,, producing carbonaceous
materials that were then broken into individual CQDs with
HNO;. These CQDs were finally passivated with amine-
terminated compounds (4,7,10-trioxa-1,13-tridecanediamine).
This surface passivation significantly enhanced the PL inten-
sity such that the QY dramatically increased from 1% to 13%.
The CQDs were crystalline with a diameter of ~5 nm and lattice
spacing of 0.32 nm. The zeta potential of the CQDs changed
from a negative value (—37.3 mV) to a positive value (3.46 mV)
after passivation due to the conversion of the carboxylic func-
tional groups to amide groups. They concluded that the emis-
sion wavelength of CQDs could be tuned by changing the
precursor and the duration of the HNO; treatment.’® In 2014,
Mingbo et al. reported the synthesis of N-CQDs using petroleum
coke and ammonia as shown in Fig. 4(a). The petroleum coke
was oxidized in the mixture of H,SO, and HNOj;, followed by
functionalization through hydrothermal ammonia treatment.
They observed that the QY and fluorescence lifetime of CQDs
were enhanced significantly from 8.7 to 15.8% and 3.86 to 6.11
ns, respectively, after the hydrothermal treatment in ammonia
(incorporation of N). The CQDs (untreated with ammonia) and
N-CQDs were both soluble in water, had uniform particle
distribution, strong luminescence, and high sensitivity to pH
(in the range of 2.0-12.0). Nitrogen doping and uniform size
distribution helped in improving the radiative recombination
and hence the fluorescence properties of CQDs.>

Post-synthesis surface passivation was done in most of the
research to enhance the QY of the CQDs but it adds one more
synthesis step. To overcome this, In 2019 Chao, et al. synthe-
sized CQDs of different microstructures by the selective
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oxidation of graphitized activated carbon using HNO;/HCIO, as
the oxidant. The fluorescence of the CQD solution was tuned
from yellow to green by regulating the degree of graphitization
of the carbon precursor through heat treatment at elevated
temperature (up to 2500 °C) without any post-synthesis surface
passivation. The QY of CQDs increased from 2.3% to 8% at the
higher temperature. The fluorescence properties of the CQDs
were further improved upon their chemical reduction by
sodium borohydride (reducing agent). The prepared CQDs had
no cytotoxicity and thus were used for HepG, cell bioimaging.>

3.2.2 Electrochemical carbonization. The electrochemical
approach is a non-selective chemical cutting process of a carbon
material such as graphite, carbon nanotubes, or carbon fiber
electrodes for the synthesis of ultrapure CQDs. In this method,
an electrochemical cell is used, which typically consists of three
electrodes (working, counter and reference) and electrolyte
solution. The working electrode is made of carbon (graphite,
carbon-nanotube, etc.) and the counter electrode was platinum
(Pt). The potential was applied on the electrode(s), which caused
the judicious cutting of carbon material into ultra-small parti-
cles (tiny particles of graphite) yielding CQDs. This synthesis of
CQDs results in the change in the colour of the electrolytic
solution from yellow to dark brown. The alkaline solution is
necessary for the synthesis of CQDs.*

Among all the various methods, the electrochemical method
is advantageous because of its simplicity,” low cost and easy
manipulation.® It allows the fine-tuning of the size and nano-
structure’” by controlling the applied voltage/current, can
proceed under aqueous or nonaqueous solutions,*” and can be
used at normal temperature and pressure.” The only limitation
with this technique is that it allows only very few small molec-
ular precursors for CQDs synthesis.”

In 2007, Zhou et al. first reported the synthesis of CQDs from
multiwalled carbon nanotubes (MWNTSs) in the presence of
tetrabutylammonium perchlorate (TBAP) as an electrolyte. They
used the MWNTs-coated carbon paper as the working electrode
and Pt wire as the counter electrode. The applied potential was
cycled between —2.0 and 2.0 V at a scan rate of 0.5 V s~ . As the
cycles increased, the electrolytic solution was found to change
from colourless to yellow and finally to a dark brown colour, and
emitted a blue colour upon UV irradiation. This solution was
further purified and filtered to give the CQDs. The obtained
CQDs exhibited a uniform spherical shape, narrow size distri-
bution (2.8 £+ 0.5 nm in diameter), and QY of 6.4% (excited at
340 nm).>®

In 2009, Zheng et al. used graphite as a working electrode
and Pt mesh as the counter electrode (along with a reference
electrode) in the presence of phosphate buffer solution (PBS) at
neutral pH. The potential applied at the working electrode was
cycled between —3.0 V and 3.0 V at 0.1 V s~ *. As the number of
scan cycles increased, the colour of the electrolyte solution
changed from colourless to yellow and finally to dark-brown.
This resultant solution was directly ultra-filtered through a 10
kDa molecular weight cutoff membrane and as a result,
spherically-shaped nanoparticles (CQDs) with an average size of
~2 nm were obtained.>®

© 2022 The Author(s). Published by the Royal Society of Chemistry
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(a) Preparation of CQDs and N-CQDs from petroleum coke through the chemical ablation method (this figure has been adapted/

reproduced from ref. 51 with permission from Elsevier, Copyright 2014). (b) Electrochemical synthesis of CQDs from simple organics. In simple
conditions, one Pt sheet was used as the anode, the other one as the cathode and the simple organics as the carbon source. Under a suitable DC
control, the organics were broken into CQDs (this figure has been adapted/reproduced from ref. 53 with permission from Wiley-VCH, Copyright
2014). (c) Synthesis of CQDs through the laser ablation method (this figure has been adapted/reproduced from ref. 92 with permission from

Elsevier, Copyright 2018).

This conventional electrochemical method needs compli-
cated post-synthesis purification of CQDs. Thus, to overcome
this complicated time-consuming step, in 2014, Deng et al.
synthesized CQDs by a novel one-pot electrochemical carbon-
ization technique. They used two Pt electrodes (as anode and
cathode) and one calomel electrode (reference) with NaOH/
EtOH as the electrolyte (alkaline medium with OH™ species)
as shown in Fig. 4(b). The synthesis potential was varied from
3.0-9.0 V (electrochemical carbonization time was between 3-4
h) and this successfully resulted in high-quality CQDs from
different small molecular alcohols. They speculated that the
CQDs were synthesized from ethanol electrochemical oxidation
and dehydration at a suitable potential. The size of the as-
prepared CQDs was adjusted simply by varying the applied
potential and they observed the diameters of 2.1, 2.9, 3.5, and
4.3 nm, for 3.0, 4.0, 6.0, and 7.5 V, respectively (which increased
with the applied potential). These CQDs also exhibited a high
QY of 15.9%, which is typically not attained with the conven-
tional electrochemical method. In addition, they successfully
demonstrated the luminescence microscopy of the CQDs in
human cancer cells. The results specified that the prepared
CQDs have acceptable toxicity and hence, are suitable in
imaging applications.>

In 2019, Priyanka et al. synthesized carbon nanospheres
(CNSs) with an average diameter of 7 nm through an electro-
chemical method by using only two graphite electrodes
(working and counter electrode) immersed in ultrapure water
(an electrolyte medium). The synthesis of the CNSs took place
due to multiple cyclic voltammetry (CV) scans (35 cycles) in the

© 2022 The Author(s). Published by the Royal Society of Chemistry

potential range of £2.0 V. They fabricated sensors using CNSs
for the successful detection of the antibiotic ciprofloxacin.*”

In 2020, Xiao et al. prepared a platinum (Pt), CQDs-coloaded
graphene composite through the electrochemical method fol-
lowed by hydrothermal treatment. They used the graphite
powder as the cathode and Pt wire as the anode immersed in
propylene carbonate (PC) with tetrabutylammonium tetra-
fluoroborate (TBA BF,; 0.1 M), and a voltage of 30 V was applied
for 12 hours. As a result, graphene was obtained by the elec-
trochemical exfoliation of graphite, while carbon quantum dots
(CQDs) and Pt nanoparticles (NPs) were simultaneously gener-
ated in situ in the electrolyte. CQDs (with an average size of 4.1
nm) evolved from the propylene carbonate solvent and Pt nano-
particles were derived from the reduction of the Pt intermediate
species generated from the anodic dissolution of the Pt counter
electrode during the electrolysis process. They observed that
with the increase in the working voltage, the color of the elec-
trolyte solution turned from colorless into dark brown, and the
concentrations of CQDs and Pt NPs in the solution increased.®

Typically, the CQDs synthesized through this process do not
possess good QY and thus are not used in imaging and sensing
applications.”

3.2.3 Laser synthesis. Laser synthesis has been one of the
widely used techniques for synthesizing CQDs of varied sizes. In
this method, the laser is used to irradiate complex organic
macromolecules (target carbon source) immersed/suspended in
liquid, and detaches nanosized carbon particles (CQDs) from
the larger molecular structures. The laser can be operated either
in continuous wave mode or in pulsed mode.*

RSC Adv, 2022, 12, 4714-4759 | 4721
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Laser synthesis methods for CQDs can be classified into two
categories: (i) laser ablation of carbonaceous solid targets
immersed in a liquid, and (ii) laser fragmentation of suspen-
sions containing powdered carbon material.** A demonstration
of the synthesis of CQDs via laser is shown in Fig. 4(c).

Since laser synthesis constitutes a single-step, green, and
straightforward procedure that neither requires the use of
external chemical agents nor creates the by-products that may
lead to further cross chemical effects, this technique has stood
out above the various synthesis techniques of the bottom-up
approach and guarantees the synthesis of high-purity CQDs.*
In addition, this method is rapid and allows tuneable surface
states but at the cost of low QY and with poor control over the
size of CQDs.”

In 2006, Sun and co-workers used this technique for the first
time for the synthesis of CQDs. They used a Nd:YAG laser (A =
1064 nm and pulse frequency = 10 Hz) to irradiate a carbon
target (a processed blend of graphite powder and cement) in the
presence of water vapor using Ar as a carrier gas (at 75 kPa and
900 °C). The resultant nanoparticles were refluxed in HNO; (for
12 hours) and the surface was passivated by coupling organic
molecules such as amine-terminated polyethylene glycol
(PEG1500N) and poly(propionyl ethyleneimine-co-ethyl-
eneimine) (PPEI-EI). The passivated CQDs exhibited bright
luminescence with QY varying from 4% to >10%. This variation
in QY might depend on the effectiveness of the reaction for
surface passivation.’

In 2009, Du et al. reported an effective method for synthe-
sizing and simultaneously modifying the surface of fluorescent
CQDs. They used a Nd:YAG pulsed laser (wavelength of 1.064
um and power density of 6.0 x 10° W ecm™?) to irradiate graphite
powders dispersed in three kinds of solvents, namely diamine
hydrate, diethanolamine, and polyethylene glycol (PEG200N),
respectively. To accelerate the motion of carbon particles,
ultrasound was also employed during laser irradiation. As
a result, a homogeneous black suspension was obtained, which
upon centrifugation resulted in a colourful supernatant. The
supernatant from the suspension of graphite in PEG200N,
diamine hydrate and diethanolamine resulted in CQDs with QY
of 5%, 3.7% and 7.8%, respectively. Interestingly, the size
distributions of CQDs in all three solvents were identical. The
results proposed the surface states to be the cause of the origin
of the luminescence.”

Khan et al. in 2009, Liu et al. in 2010, and Singh et al. in 2010
made various attempts at controlling the size and novel nano-
structures of CQDs by adjusting the liquid medium.

In 2011, Shenglian et al. tailored the size of CQDs by modi-
fying the laser parameters. They synthesized CQDs with average
sizes of about 3, 8, and 13 nm with QY of 12.2%, 6.2% and 1.2%,
respectively, by irradiating graphite flakes in polymer solution
with a laser. It was observed that the size of CQDs could be
controlled by tuning the laser pulse width. They concluded that
(i) the laser pulse width could affect the nucleation and growth
process of CQDs, thus producing the different size distribution,
and (ii) the long-pulse-width laser would be a better option for
controlling the size and morphology of the nanostructures in
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the diverse material frameworks in comparison with a short-
pulse-width laser.**

In 2018, Carlos et al. synthesized CQDs from carbon glassy
particles suspended in polyethylene glycol 200. The average size
of the CQDs was ~3 nm and the highest QY observed was 4.5%
when synthesized by flow jet. They applied the synthesized
CQDs in bio-imaging for cancer epithelial human cells and
observed that the CQDs preserved the information of cells even
if the cell died.”

3.2.4 Arc discharge. This is the first method by which the
CQDs were synthesized. In 2004, Xu et al. synthesized SWCNTs
by the arc discharge method and when these SWCNTs were
separated and purified through preparative electrophoresis,
carbon nanoparticles with fluorescence (CQDs) were also acci-
dentally obtained.? Since their discovery in 2004, CQDs have
attracted the attention of various researchers.

In 2006, Bottini et al. synthesized CQDs from pristine and
SWCNTs using an arc discharge method that resulted in CQDs
displaying bright emission (PL) in the violet-blue and blue-
green regions, respectively.

Moreover, the pristine carbon nanotube-derived CQDs were
hydrophobic and had a narrow distribution of the maximal
lateral dimension. On the other hand, SWNTs-based fluorescent
CQDs were superficially oxidized and/or additionally coated
with a thin layer of carbon. These CQDs had the capacity to
aggregate when dispersed in water, showed a wider distribution
of maximal lateral dimension and exhibited molecular-weight-
dependent PL.**

The morphological characteristics of the CQDs synthesized
by different methods using various precursors are summarized
in Table 1 below.

Efforts were made to analyse the effects of the synthesis
methods on the crystal structure through a statistical distribu-
tion (Fig. 5) for the research articles summarized in Table 2. The
papers reviewed in this article have been taken as representative
samples based on various CQDs techniques, precursors used
and the CQD structure from the broad repertoire. Interestingly,
the statistics show that the hydrothermal technique is the most
frequently used method for the synthesis of CQDs. This must be
due to the simple operating conditions, low energy consump-
tion, and low-cost apparatus as concluded
reports.****'* On the other hand, the electrochemical method is
the least frequently used technique because of the small
number of available precursors for this technique and the
tedious purification process.”** Also, the statistics show that the
chemical oxidation method offers a high possibility of
providing crystalline CQDs, followed by hydrothermal methods.
It is important to note that many research groups do not specify
the crystal structure in their study. As a consequence, it would
be incorrect to draw any correlation between the crystal struc-
ture and the synthesis method. It has been mentioned in
various studies that a large number of parameters like synthesis
time, temperature, method, pH, precursors, etc., affect the
synthesis of CQDs,"** but it becomes very important to statis-
tically analyse these parameters so that optimised control
conditions can be well described for reproducing CQDs with the
same properties.

in various

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online
RSC Advances

Review

€S

154

0¢tT

LE

79

14

0T

0s

194

snoydiowry

snoydioure
a1am og

QuI[[eISAID

pauonuawW J0N

QuITeISAID

snoydiowry

snoydiowry

auI[eISAID

snoydioury

pauonUaW JON

wu €% (A §°2)add
wu §°¢ :(A 0°9)add
wu 6°7 (A S'F)AOD
wu 17 :(A 0°¢)add

wu £°Z :ddD-N
wu 'S :add

wu 9 F 6

wu G~

wu §°¢7 D o[dwres
wu 1°80 :g odures
wu g€ v opdures

wu G L~

pauonuaw J0N

wu G~

wu Gc-S°'T Jo

adue1 ay ur paynqInsiq

wu G~

poatrea sem [enuajod parjdde sy, 034[01309[0 Se HOII/HOEN pue
9POI1I3[2 90UIJAI Y} Sk pajoe Areqjided urddng ajqeisnlpe Ajoa1y e
UO PIIUNOW JPOIIII3 [SWO[ED Y *SIPOIIIIS 193UN0D pue JunIom oY}
SE PISN 2I9m WD € JO IUBISIP & 38 Pade[d (,Wd ¥ X ) $399Ys 3d OML
SQOD-N 2w 0} BIUOWUIE UT A[[eWIajoIpAY (pazijeuonouny)
Ppajean a1am SqOD IpeW-se aYL ‘SAOD 393 03 4 7£ 10J ODMIA Bd 00SE
YIM PazZATeIp I9U}IN pue JUBIQUISW B Y3NOIY) PaIal[y A[[euy a1am
A9y, "Xnjo1 Ul Y ¢T 10J D, 02T I& Ydeq [I0 Uk Ul SULLINS JULISUOD Iopun
Pa3eay uays ‘4 ¢ 10 SUORIPUOD dIUOSEN[N I9PUN YSe[j B Ul EONH pue
YOSTH PoIeI}uaduod JO SINIXIUWI B }IM PIZIPIXO SEM 0D WINI[01IdJ
I93em pazIuoldp jsurede pazAferp pue uonnjos £0D%eN snoanbe
3m pazifennau Apuanbasqns pue proe ounyd[ns pajenuasuod
3uisn pajeIpAyap uay} Ire ur D, 00T 03 pPaeay Sem auolde[o1fing-3
S9INUIW G I0J UIAO IABMOIIIW DNISIWOP € UI PIjeay pue uonnjos
HOEN JO [W G Ul POXIW dIoM SIYSE NSH "SOYSe JNSH WIoj 03 Y ¢ 10§
D, 00F 38 90BUINJ [N B UI PIISNQUIOD PUE PILIP SEM NSH PIUL[d
YL ‘sanunduwil 9A0WAI 03 193eM PIZIUOIIP JO SSeW B 3m A[ySnoroys
paysem pue [[9Ys33a ysaly e woj JJo pafoad A[[njored sem NSH
s1opmod rydeis jo yuswosow

9y 93padxa 0} UOTIBIPRIII I9se] 9y} Surnp pakojdws sem punosen[n
‘osTv ‘uonnjos (N00STOAd) (09413 ausidyra)Ajod ayy ur pasiadsip
(w ¢ 9z1s 93e194R) saxeyy arydels uo (sInoy ) pajeIpeL sem (,_wd
M 40T X §JO A1suap 1omod pue wu $90T = Y) 19se] pasind DVA:PN V
sofonredouru uogIed JUIISIION])

A3uomns paureyuod juejeuradns snosuaZowoy JUBINSAI Y}

pue payund semjonpoid oy, *a1oydsoune IN B Ul | _UIW D, 0T JO 338l
duneay eIk Y ¢ 10] D, 00F 38 90BUINJ 3N} B UI PIUII[ED SeM BNZ-V.LAA
3UISNO0J INOYIIM INIXTW Y3 dJBIPLLIT

0) pasn Sem (WU Z€S JO YISUI[oABM JTUOWIRY PUOIAS B (M WIW §
= 199Welp weaq ‘su § = yIpm asind ‘zH o¢ = Aouanbaiy asind) 1ose]
pasind DVA:PN V ‘[[90 sse[3 e ojur paddoip sem axmxrur paredaxd
SIY) JO [W § PUB UONEdIUOSENN YINOoIy) (193em 10 ‘OU03ade ‘[OuById
SE [ONS) JUIA[OS JO [W OS UI pasIadsIp sem [eLISIBW UOGIEI-OUBN
((Vvad.Ll) surwerpauedapln-€1T-exot-01‘,y) spunoduwod
poreurwia)-aurwre ursn pajearssed a1om saponredoueu asayy ‘A[feurd
‘ploe oInIU YIIm Jusunyean Aq saponredoueu d1uadoqied [enplarpur
0JUT UMOP U0I] U3} 2Iom Jey] S[BLIdjew snoddeuoqied Surnpoid
‘p1oe dLINJ[NS PaIeIIUIIU0D SUISN PAJBIPAYDP IoM SAIBIPAYOQIed YL,
saOD jusdsaurwnjojoyd Io[odnNWw

‘a1qnos-103em Ul paj[nsal Afeuy uoneaissed soejins opdwis pue
JUdWILaI} PIOY "SAOD PIZISOUBU PIIBIdUIS SIILLIED BII[IS JO [RAOWIDI
pue 10sindaid jo jusunean; axmyeraduwal-ydiy yuanbasqns ayL,
NOOSTOEd YIm parean) a1om sqOD Y} ‘Afeuld “edy S/ pue

D, 006 e sed Ia11Ied & sk 1y 3ulsn (19[qqng Iajem e y3noiy3) inodea
193eMm o 2ouasaxd oy ur 3day] sem yoTym 33183 U0GIEd AY) UO JUIPIOUl
sem (zH 0T = Aouanbaig as[nd ‘wru $90T = v) 19S8] DVA:PN PIUYNIMS-O

sjoyoo[e
1Y 31oM-TE[NDI[OW-MO'T

900 Wnajo1ad

auojoe[o1fIng-3

sayse
(Wsd) suerquiowt [[oys33q

soxep aydein

(viaa) poe
O1190BRI))-UTWRIPIUAYIH

sofontedoueu uoqie)n

(9s0on[3) sayerpAyoqien

saysodwiod eorfIs
/zTa/1owA[od S¥I-a31[[AIEeS

Juowad pue 1opmod yydern

UOTeZIUOCTeD
[e9TWaY201309[d

UOIBPIXO [Ed1WaYD

UOTIEPIXO [BITWAYD

uoneIpeLl
SABMOIIIN

uone[qe I1ase]

SISA[0IAd

uoneIpelIl I9se]

UOIIEPIXO [BI[WAYD

JUIWIBI} [BITUIIYD
Aq pamor[o] SIsA[014d

uome[qe 19seT

¥10¢T

¥10¢T

(41014

(44

T10C

0107

0T0CT

600C

600C

900¢T

7od

Ayurprersdrd

(uru) s@dD Jo azis ‘ay

(3o11q) 21npaocoid onaIuss

(s)10s1n021d

onbruyoa) srsoyIuis

Ie9X

,51051n23.d JuaIayIp Buisn spoyiaw yuaiayip Aq pazisayiuAs sqoD Jo suonduosap aanesedwod jedibojoydiow T a1qel

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)

"INV ET:0G:TT 9202/Se/y U0 papeo umod '2z0eg Afenige 80 U0 paus!idnd 801l Ss300y uado

RSC Adv, 2022, 12, 4714-4759 | 4723

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online

Review

RSC Advances

€€ wu g> BIIN pUEB PIoR JINID [ewIoyI0IpAH 910C
197eM
ul pas1adsip ‘paurelqo a1am sqOD pue UoNe3nJINuad JuamIapun
IR} UONN[OS YOB[]-UMOI] B UI PII[NSAI SIYL ", _UIW D, S JO
uonerowodde  dwer 3uneay e yum ‘y S 10j D, 00 I8 PAIBAY Sem UONN[OS JUBINSIT sururerpausjiuayd
8 pauonuaw 10N 0} 9Np PaINSEIW JON 97} puE I9JeMm PISTUOIIP JO [WI OT UT PIAJOSSIP IdM SIOSINIAIJ -d pue proe 211D [ewIayI0IPAH 910C
uonen[y pue UONEIIUOS
Aq pamor[o} 1y JuImorj Jo uonoaoid a3 1opun arnjeradua] Woox
03 Pa[00d SeM dqn3 z3renb oy3 ‘UORDESI A DYV Y T 10§ | _UIW [W 0L
(wu £-g Jo 98ueI a1 /0 JO 9IBI B JB 1030€II 33 OJUI PIINPOIIUT SEM IY/°HD JO dINIXIW &
LET QUITRISAID Ul paINqIISIp) WU 6°¢ uay, "a1oydsounye 1y ue ul D, 000T 01 Pajeay] sem aqny zyrenb oy, TH%D aad 9107
(pa1) wru g*z-£"0 TAOD SUOISUWIP JUIIJIP JO SAOD UT SINSII SIYT, "UONBINJLIIUD
(uo013) Aq POMO[[0] UIAO ABMOIDIW B UI UIW § I0] Pajeay SI uonnjos ay3 proe UONRIPRLI
911 pauonuAW JON WU 0°2-6°0 ‘TAOD  PUE I19JeM Ul PIAJOSSIP 2IoM SUOIEIIUIOUOD JUIIPIP YIIM SIOSINIAIJ OIWLIO} PUE BAIN ‘pIdok NI ABMOIOTIA 910C
wu OT> :$dOD-L uonen(y Aq pamoyoj arnjeradura SUTUR[OURYIAN
uoneIrdwor3de WOOI 03 [00D 0} PIMO[[E U] ST I 'Y S 10] D, 00T J& PAJeaY IO JUIEI)AIIUIAYIoWeXY 10
0] anp paInsedwr PUE dAB[D0INE [99]S SSI[UTR)IS PAUI[-UOJJAL B Ul Pade[d pue 1oyem QUIWEBIPAUIAYID :S10S1N01d
¥0T pauonuaW JON 10U SAOD-H ‘SADD-A  JO [W QT UI PIA[OSSIP 2I9M I0SINd31d SUIWUE UB JO SUO PUB PIOE JLNID suIwe pue proe dIID [ewIoyI0IpAH 910C
(po1) wu 89°9 :(A)adO
(o8ue10)
wu 06'% :(0)add SUOISUdWIP JUIHPIP JO SAOD Ul NS
(mor104) SIYL, "UOne3NJIIIUID Aq pamo[[oj ainjeradura) wWool 03 A[[eInjeu
wu g/°¢ (X)add [005 0] PAMO[[e dToM STUBIILAI AL, "PIOB OLINJ[NS PAJLIIUIOUOD
(us013) Jo 2ouasqe/aouasaid ay) ur s10s1nd21d JO SUOBIIUIIUOD JUIIHIP
Krurreis£io wu 172 (9)add pUe SOWI} UONOBII JUIIPIP 10J D, 00T I8 JUSWIBII} [BULISYIOA[OS (Nva@) suareypydeuoururerp
06 Jooa1dop ydrH  (onyq) wiu S6°1 (9)ado Aq Pamo[[0] ‘UOTIN[OS [OUBYID UE UI PIA[OSSIP 1M NV pue VD pue (vD) proe o1nin [euLIdYI0IpAH 910¢
uonesNJIIuad pue
uonEdIuOSen|n Aq PAaMO[[O} ,_UIW D, 0T JO 9381 SUNEaY B [IM Y €
(wu 61~/ Jo 93ueI 9y3  10J D, 00T e ITe UI PaJea] UL} pue Jeoq ure[eo1od € 0jul paiIajsuen)
¥ snoydiowry Ul paynquisIp) wiu 80T pUE I9YeMm PIJ[IISIP [W QT Ul PIA[OSSIP Ik BIUOWIWIE PUB YD)  BIUOWIWE pue (VD) PIoe LD SIsA[0I4d 910C
uonn[os sqOD pasiadsip-[[om ur synsa1
SIyL, -arnjeraduwa) woox 03 3urjood Ydmb Aq pamof[o} Y € 103 D, 09T (MV) 1978M BTUOWIWIE
7€ 9AB[O0INE PAUI[-UO[JA], © Ul PJeay U} pue ‘(127em-I(1) I1ojem pue (V™) QUIUIerpaus[Ay31a
921 auI[eISAID WU £°0 F £'€~  PIZIUOIAP [W (T UI PIXIW 2I9M AV JO STUNOWE SNOLIEA PUEB VAA ‘VD ‘(vD) proe o1 [ewIoyI0IpAH ST10C
(&19doad anbrun e sey yojeq yoes) sayoreq JUIIPIP Ul s@OD Y3 Ul
pa3rnsaz sty “Ayderdoyewoiyd y3noiyy pagrnd sem yorym rapmod (vaa-ov) aprwejooe
snoydioure aoD 123 03 payerodead sem TonN[os AOD JULINSII YT, *drnjeraduw (IAq1e0ute-z)-N 10 (vad
Jwos pue WOOI 0} A[[EINJEBU [00D 0) PIMO[[E USY) 9I9M SI0OBII YT, 1) QUIWEIP-7‘T-ouByIa[AYIa
SUI|TeISATD d1oM wu 9-g JO Y 0T 10] D, OFT J& P2Ied] PUE dAB[DOINE PIUI[-UO[JAT, B 0} PIII2JSUEI] -N 10 (V@d) surwerp
80T sayoleq oWIOS  J8ueIay) Ul pAINGINSIJ  SeM UONN]OS 3y pue Iajem aIndenn Ul PIA[OSSIP 219M VAHA PUE VD Qud[Ay3e pue (VD) pIoe o1nID [ewIaYI0IPAH ST0C
(uoneprxo
Jo 9a139p a3
M PISeIOUT Aydexdoreworyd uwnjos ydnory) uoneoyund pue
ssausnotdioure) 3urjooo [ernyeu Aq pamo[[o} ‘Y 0T 10J D, 09T J& PIJLAY PUB JAB[O0INE
snoydioure [993s ssafurels paut]-(jousyd-v.vd)Ajod e 0jul paiIdjsues) sem UONN[OS
9t 0) auI[esdin WU ¢~ U} ‘Io)em JO [W (S UI PIA[OSSIP 21am aurwrerpausjuayd-d pue ea1in  surwerpaudjdusyd-d pue eain [ewIayI0IPAH ST0C
S9ZIS JUIJIP JO
SAOD JO SISAYIUAS ) UT PIAINSAI YIIYM SINOY H—¢ 10J SIOA 6-€ WOIJ
pEN| Arurreishin (uru) s@OD Jo az1s Ay (3o11q) 2anpaodoid onIUAS (s)10smnoa1g  anbruyoa sisayuss IedX
(‘PU0D) T ol19eL

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)

"INV ET:0G:TT 9202/Se/y U0 papeo umod '2z0eg Afenige 80 U0 paus!idnd 801l Ss300y uado

© 2022 The Author(s). Published by the Royal Society of Chemistry

4724 | RSC Adv, 2022, 12, 4714-4759


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online
RSC Advances

Review

wu 72 (D, 08T)adD
wu 6°¢ (D, 09T)aAdD
wu 6°T (D, 0FT)adD
wu €T (D, 021)add

)ado

uonen[y pue TOH YIIM judunean) ‘Surjood [ernjeu Aq

pamoyjo3 (wdx 000T) SulLins Yam Y 1 10§ (D, 08T PUE ‘D, OFT ‘D, 0T
‘Do 00T 10) D, 09T & PAIBAY Sem dABR[D0INE YT, "BJIN T Je a1nssaxd
o) doay] pue ITe AOWIAI 0} JAB[DOINE I OJUT UMO[] SEM ZQ U}
pue ‘pafeas sem 1aquieyd ayL, ‘(A T°0) HOEBN JO [W G YIIM dAB[D0INE

(sso[n[[ed pue ‘uesolryod
‘urudy| ‘sasorn[aorway)

¥e snoydiowry wu ¢'¢ (D, 00T [991S-SSa[UIBIS PAUI[-UO[JIL B 03 PIPPE Sem UOGIEd [BWIdYIOIPAH  SSBWOIq UOgIed [BWIdYI0IpAH [eULIaYI0IpAH 610¢
SAOD 193 03 passaoord pue 19)em PIZIUOIAP
U3IIM POXIW Sem J] “paurelqo sem 3onpoid Aeid->rep e pue axmyeradwoy
WOO01 0} UMOP [00D 0} PIMO[[E Sem [qIoNId 3y ‘Ajpusanbasqng
'SINOY ¢ 10§ D, 00 Jo ainjeradwua) Juelsuod e je aed jeay e (erpur
1T QuI[[eISAID wu 16°0 F 06°€ Zursn (dno a[qronio ur) pajeay sem 1opmod [oUULJ YSTUAIZ pUNOID ‘SPaas [JeMS) SPaas [ouuag SISATOIAd 6T0C
SAOD JO UOIIBWLIO} 9} 03 SUIPEI[ ‘SINIJ0 SIA[NIJ[OW
VAd JO UOTIRIPAYDP IB[NIS[OWEIIUI Y3 ‘D, 09T UBY} I9Y3IY SOW03q
a1nyeraduwio) JUSWUOIIAUD Y} 9DUQ JUSWUOIIAUS JUIPUNOLINS
Y3 pue SINNY Jo asu1 armeradwa) ay) sasned suoxnd[d 30y Jo
UONBZI[BWLIAY) 93 PUE S93e3S A319Ua-YS1Y 9} 03 Pa3IoXa I SINNY Ul
SUOII[2 A1) NS B SV “W[Y VAJ/ANNV 93 U0 (2d09S0IoTtI PaIIaAUT sofontedoueu
ue Jo (S8°0 = VN) Sud[ 2A192[qo x 09 Yy3noIy3) pajerpellr a1om (sj 0€T pro3 asuap yim padop ssadoxd
86 pauonuaw J0N pauonuaw JON  JO uoneInp ‘ZHW 9/ jo el uonnadai) sasind 19se] PUOIISOIWY YL, wy (VAd) (1oyoare [Auta)djod [eULIDY) WND I9SeT 6107
wu $%°0 F 05°S S9ZIS JUIYPIP JO saOD jo uoneredas dsryderdoyewroryd aurweAy3IaLn
wu 8%°0 F ¢8'% y3 Aq pamor[o ‘Y 8% 10J D, 0TT O3 PAIBAY PUE IAB[O0INE [99)S pue (VAld) opHpAyueIp
WU 8¢'0 F ¢€'%  -SSI[UIRIS PAUI[-UO[JOL, B 0 PAII9JSURI) Sem UOIIN[OS JUBI[NSAI 3Y) pUE o1jAx0qIRdRI}OIOUSAIad
60T auI[eIsn wu ¢€'0 F 10°€ 197em d1ndenyn Jo (W § ur pasiadsIp a1om SurWeAYISL) pue VAL -0T'6'v'E [eULIdYI0IPAH 810¢
dva (surzeuaydoururerp-¢‘g)
o1ued1o 3umrue-mor[aA oyl pue sad) SumIs-anjq Jo 2INXIW € Jo
$3s1su02 3onpoid JueINsal AYT, (A 00€ JO Tamod) 1010B2T IABMOIDTW ©
wu  £q D, STT I8 UMW G JOJ Pedy Sem UONN[OS JUBINSAI dY) pue HOEN (VD) proe o110 pue UONRIPRIII
1% pauonuaw J0N T'T~I0 WU €0 F I'T y3m Suore 193em aindenn [W QT UI PIA[OSSIP aIom YD pue qdo (ado) surwerp-aud[Ausayd-o QABMOIDIA 810¢
(snoydiowre) U $T 10J D, 08T e pazA[oiAd pue aAe[oOINE UE UT PI[BIS QUTWBTPIUIAYID
LT Knur[eishio mo WU 9-7  Sem dUIWEIPAUBYId puk pIoe 1o Surureuod uonnos snoanbe uy pue pioe oD SISA[014d £10T
YOSSIA pue [oueyId “TDH UM PIJBII) SeM UONN[OS JUBINSAI
9y, "o1nje1adua) wool e Y ¥ 10§ (ZHY 0F ‘M 00€) POIEdIUOSEN [N Sem poylow
uonnjos YL, (N T) uonnjos HOEN Jo aunjoa [enba ue jo uonippe [ed1wIayd druosenn
8T auI[eIsn wu ¢-T 93 A PaMO[[0] I93eM PIZIUOIIP [W OS Ul PIA[OSSIP SBM IS0IN[D 2s0oNn[DH Ppaisisse-e[V £10T
Aydeidorewroryo uwnjod eoIfIs via pagrnd aram sadd
-1 pue sadD padopun *ainjeraduwra) wool 03 Pajood A[[einjeu pue
U 8 10J D, 08T 03 PJEIY PUE JAB[DOINE [99)S-SSI[UILIS PAUI[-UO[JOL, © QUIWBIPAUIZUA]
wu 81°6 :adD-padopun 03 palIgjSuLI} 919Mm SUOIINOS JUBINSIY [OURYID Ul PIA[OSSIP Se pIoe -Z‘T-0IONJIP-S‘¥
S/ snoydiowry WU g6'G :qOD-d  OlIelIe) PUE QUTWEBIPIUIZUI]-Z T-0I0N[JIP-S Y IO SUTWEBIPIUSAUSYJ-0 10 (8 9€°0) QUTUIRIPIUSAUIYJ-0 [eULIaYI0IpAH £10T
paredaid arom sgOD-N snolrea pue
paLieA sem sUORN[OS 10SINd31d 9Y3 UI BAIN PUE YD) JO UONBIIUIIUOD
€303 9y "paiins 3uraq a[Iym D, 08T-0ET I8 Pajeay pue sAe[OINE
QUITeISATd [993S SSI[UTRIS [W OS B OJUT PAIIdJSULI 9IaM SUON[OS Josinoaxd
Arenxeq QUL "UTW QT 10J D, S¢ I& 19yem aind Ul PIAJOSSIP 219M BIIN pUB YD
pEN| Arurreishin (uru) s@OD Jo az1s Ay (3o11q) 2anpaodoid onIUAS (s)10smnoa1g  anbruyoa sisayuss IedX
(‘PU0D) T ol19eL

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)

"INV ET:0G:TT 9202/Se/y U0 papeo umod '2z0eg Afenige 80 U0 paus!idnd 801l Ss300y uado

RSC Adv, 2022, 12, 4714-4759 | 4725

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online

Review

RSC Advances

384 snoydiowry

ZTT snoydiowry

QUITBISAID :a0dD
snoydioure

61 :dOD-N

9€T snoydiowry
(oseyd

SUI[[BISATD

Meam Im)

ce snoydiowry

QUI[BISAID
J1001paW
*dOON

GeT wﬁw:muwbo NQOU

6¢€T pauonULW JON
(9oejINnS

snoydioure
LTT  (Im) QUI[EISAID

/6 pauonuaw 30N

wu y1°0T

(wu 9-1 Jo a3uex
Y} ul paINqLISIp) W ¢

wu 0T~ :ddd
WU [T 9ZIS 93eIoAy

wu £1-£ :dOD-N

(wu ¢-¢'1 jo a3uer
Y3 Ul paINqLISIP) WU 7

wu 6>

wu 6'T F S'6
wu H~
(wru 9-¢ jo a3uex

oy Ul PAINQLISIP) WU ¢

wu 9

SAOD-N pa11sop

a3 2413 03 Aydeidorewroryd uwin(od y3noiyy passed sem juejeuradns
MOT[eA-umoiq a3 ‘Affeury "uonednyimuad dajs-nnw A4q pamojoy
IoJeMm JO [WI GT UI POAJOSSIP USY) pue ainjeraduua) wool 0} umop
Pa[00d sem 3)sed Yoe[q paureIqo-se YL, ‘Y € 10J D, 00T I& 2eUIN &
ur 3day] pue 2AB[O0INE [RWLISYIOIPAY [W OOT B UI PAXIW 2IoM JUFedl
-00 (JW 7) dUIWEIPaUAYIS pue (T 07) 9oIn[ oW Ysalj paialid
uoneINJIIIUID

Aq pamof[oj ‘HOEN PUE PIdE LI JO JUSUIIBII) [EULIDYIOIPAY

Aq pazisayauhs a1am sgOD ‘puey 1930 aY3 UQ SAOD-N MO[[0Y P[aIA
03 Aydexrdojewroryd uwinjod 0y p3oafqns pue arnjeraduwa) WooI 03
Pa[005 ST uonnjos un[nsal 9y, “SULLINS SNONUNUOD I9PUN IqUILYD
[eWIaYI0IPAY [99)S-SSI[UTEIS PAUI[-UO[JL, € UI D, 00T & £ 10 PaJeay
U2} SeM 2IMIXTW YL, *(UI 0S : 00T) HOYHN PUE [OUBID JO IMXIW ©
ul paafossip a1am (pinbiy) ajeipAyouowr aurzeipAy pue (prjos) gHA
Y 9T pue § ‘¥ ‘¢ ‘1 ‘50 10J D, 08T IB dAR[DOINE

PAUI[-UOJJAL, W Q0T B OIUI PILIDJSUBI} Sem UOIIN[OS JUBINSI

a1} pue 19Jem a1nd Jo W O£ UT PAA[OSSIP Sem 1opmod UeSOIYD
SaOD Y3 urelqo 03 SIsA[erp pue

uone3NJIIIU AQ PaMO[[0] PAIAY Sem UOIN[OS UMOI] JUBI[NSI YL,
"D, 08T € [ € 10J Pa3eay pUe 1030831 Paul] sudAjooionfyenalfjod e
ojur Ind sem 193em aind-enn [w of ur pappe 1opmod SAdd

SAOD-N 3urp[aIf uone3njInuad JuamIapun

(uomnyos painojod yoe[q A[doap) 3onpoid Sunnsar oy pue
arnjeraduro) WooI Je A[[eINJeU UMOD [000 0 PIMO[[E SeA dAB[O0INE
o) ‘uonoeal A Jo uona[dwod Y] IV "9AR[I0INE ) JO IdqUIBYD
aInssaxd [99)S SSO[UIE)S PaJROI-UO[JAL, Y} UI Y §°¢ 10J D, OFT I
Ppa)esy pue [OUBIOW [W ST UT PIA[OSSIP a1om eain pue dnids A1o33ef
SAOD 9413 03 padnjIrIudd

pue soponted pajoeaIun 2A0WAI 03 (NDA) SUBYISWOIOTYDIP

Y21m pasull sem (uonnjos umoiq yiep) jonpoid Sunnsax

o) pue armjeraduwa) WooI Je A[[eINIeu UMOp [00d 0} PIMO[Te

SeM 9AB[O0INE Y} ‘UONOEBAT A1) Jo uond[duwiod ay) 101V "dAE[O0INE
213 Jo 1oqureyd 21nssaid [291S SSA[UTEIS PAILOI-UO[IRL, 9} UI Y §°Z 10§
D, OFT J& Pajeay pue [OUBYIOW [W G Ul PIAJOSSIP sem dnids A1033e[
SAOD PAIIsap 3 3103 03 pasATerp pue paSnJLnIuad Sem UOIN[OS
3unnsa1 oy, "197eM PIZIUOIAP JO [W 0T Ul SUIA[OSSIP Aq PIMO[[0F
U2AO UE UTI Y ¢ 10J D, 08T I8 P2IeaY Sem UOHN[OS )eNID WNIUOW WY
Ayderdorewoayd uwnjod Aq uoneredas Juamiapun pue ‘arnjeradural
woo1 0) AJ[EINIEU PI[00 U} UONN]OS UMOI( JUBINSIT YT,

"D, 00T J€ SINOY 6 10J SAB[D0INE [99)S SSI[UIEIS UO[JOL, € UI Pajeay pue
P27BOTUOS ‘JOUBYID JO [WI 00T UT PIAJOSSIP 19M NV PUE pIdoe dINID)
SaOD pa1Isap

913 393 03 pue soponIed 23e32133e 9A0WAI 03 PAZNJIIIUD SeM UOHN]OS
Bunnsa1 oy, 'sa[24d G¢ 10 A 0°¢F o 23uer [enuajod 9y I SUBDS
Anjoururelfoa d1[o4D ‘WINIPaW )AJOIII[2 Uk Sk 193em aindenn pue
9POI0Id 19)UNOD PUL FJUDIOM () SB Pasn d1am spol Aryderd omy,

I9)UI[ UOYI0D ISBM

somn[ uowa] snN1D

ayeIpAyouowr
auizeipAy pue gHAd

s1opmod uesoIYD

(s149)
S[roys iy uoissed pairdxg

eaIn pue (£1233e()
1e3ns aued [B3NJLIIUID-UON

BN WNIUOWWY

NVd pue proe J1nr)

poi aydein

[ewIaI0IpAH

[ewIaI0IpAH

[ewIa30IpAH

[ewIa30IpAH

[ewIay30IpAH

uoneIpeLl
ABMOIIIIN

[ewIaI0IpAH

UOT}eZIUOCIeD
[BOTWIYI01393[H

020¢T

020¢

020¢T

0207¢

0207¢

610C

6T0¢C

610C

6107C

‘398 AyrurpreisAiD

(uru) s@OD Jo az1s Ay

(3o11q) 2anpaodoid onIUAS

(s)10s1nd21d

anbruyoa sisoyuis

19X

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)
"INV ET:0S:TT 9202/SZ /7 U0 papeojumod "Z20g Areniged 80 UO paus!idnd 9[o1lY ss800y uadO

(‘ProD)

To19eL

© 2022 The Author(s). Published by the Royal Society of Chemistry

4726 | RSC Adv, 2022, 12, 4714-4759


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online
RSC Advances

Review

wu §y—6°1 :a8uelr

‘(yuasaid 10a010ym) 10ded 1B Jo 1ST ay3 pue 1aded oy sapnjoul 9[qe) dA0qE ) UI pauonuawW jou, ueyrodwy ,

SaOD Jo sa1monns pros 2onpoid 03 UdA0

Ire-30y e SUIsn palp sem uonn[os ay} ‘A[[euy pue sAep ¢ 10j 191em
aindenn ur sisferp payeadal Aq pagund sem anpisal paurelqo oy,
‘urwi 8 103 £ouajod Y31y JB USAO SABMOIDIW B Ul PIJEIY SBM UONN[OS

STT QUITRISAID IS)OWRIP WU I8°¢  STY) PUR I9JBM PIZIUOISP JO [WI 00T UT PIA[OSSIP Sem (3 00T) PIoB OLIID pIoe o1 AARMOIDIIN 120T
uonen[y pue uonednyInuad Aq pamo[[oj ‘uonnjos AOD UMOI]-YIep
9pNId B WLIOJ 0 PAPPE Sem Id)em PIZIUOIAP JO [W 00T U} ‘A[[ermeu
a1njeraduwa) WOOI 03 PI[O0D 2I9M SINPISAI PI[OS UMOIG-Iep (vaawry)
PauTe)qO S, “UTW S J0J USAO JABMOIOIWI Y} UT PAILY| Sem UONN|OS SUIUIRIPAUBIIPIN-ET‘T
10s1n021d JUBINSIT 9Y) pUR 19JM PIZIUOIDP JO W OT Ul PAA[OSSIP  -BXOIN-0T‘‘y pue (VIAd) proe
LIT snoydioury wu 0g> A19391dwIod a1om YVAALL PUB VIAI JO SIUNOWE PaUTULIOpald O1}90BRIIAIUTWRIPIUSAIY AARMOIDIA 120T
(ura
6-¢ :93uel Ia3oWeIq) $105IN031d JUSISPIP 2213 oY
(reanginy) 10} paurelqo a1am SAOD IUIPIA SAOD Y2 AL 0 UONBINJLIIUID
wu 09'0 F ¥6°'€  pUe uonen[y ysnoIy) pagrind sem uonnjos paurelqo ayJ, ‘yreq ajem
(rexngingiAyrowdxo1pAy)  -a91 ue ur 31 Suroerd 4q (D, 0€~) a1njerodwa) woo1 03 pajood Apider
WU 95°0 F GE'S  Sem I0JOBAI ) PUE JJO PIUIN] Sem I2)edY] oY) It} 19V "UIW o€ JO
(eso[nyeo  owIn 20USPISAI B 10J D, 0TT I8 PAIBIY PUEB PISO[D SI 10J08I A, "19IeMm [eanyiny
aul[[eIsAI00Io1U) (1a) pazruorap sem 3sa1 9} pue 1051n231d Jo (/M) 90T Sururejuod pue ‘[eInyInJAyIowAXoIpAY
STT pauonuaw J0N wu $5°0 F 9€'9 uonnN[oS [W G§ B YIIM PIPEO] SeM J0J0BIT [BULIYIOIPAY oY, £350[N[[20 SUI[[BISAIDOINA [eULIdYI0IPAH 120¢
sadD Y3 2413 03
uonen[y pue uonednyinuad ydnoiyy uoneoyrnd Aq pamo[[o} D, 06T
e SINOY 9 10] PILAY Sem INIXIW ) UYL, *dPIXOIPAY WNTUOWUTE
pue opIXOIPAY WINIPOS :SaSeq 0M] [IIM Pa3da1Iod sem HA ay3 ‘UuayL (eseyd ersouewodwe))
PIT snoydiowry L€ "9AB[OOINE ) UI I9JeM PI[[NISIP JO 3 ST Ul pappe sem (3 GT) a1sed 1nig oom([ ronqureD [eWIaI0IpAH 120T
saOD ul s3nsax
UOTEZNJIIIUD-21 Aq PIMO[[0J UOTIen[J UYL, ‘Ut ¢T 10§ wdi 000€
Je UonedNJLIUID Aq pamo[[oj pue a1njeraduwd) wool 03 Pa[0od
(wu  sem UONN]OS JUBINSII AL, "UIW ¢ I0] STIEM (SE I8 USAO JABMOIOIW E
€°0T-S'% JO 93UeI 9Y)  UI PLaY UIY) SEM dIMIXIW STY, "UTW ST 10} PaIBdTUOSEII[N PUE I9)em uoneIpeLl
ka4 snoydiowry ul paInqguusip) wiu £'g¢  aand-enpn jo [w 0¥ ul pappe sem (3 z) 1opmod auy seadyd1yo pajseoyq seadD1yo paiseoyd QABMOIDTIA 020¢
sado
Pa11sap a3 9AL3 03 PagNJLIIUID pue PaIdly sem jonpoid juelnsax
YL "M 00¥ JO [9A9] 1omod WNWIXEW B B UTW G 10J JABMOIOIW ©
Ul Pa1eay U3 Sem oIy ‘103081 UO[JA, & UT paoe[d sem aqn) a3 pue uoneIpeLl
aqn) Z)y1enb B UT 107eM [W 07 YIIM PIXTU SBM 3)SeM I2)JUI[ U0JI0D JIPIOY ARMOIOIA
pEN| Arurreishin (uru) s@OD Jo az1s Ay (3o11q) 2anpaodoid onIUAS (s)10smnoa1g  anbruyoa sisayuss IedX
(‘PU0D) T ol19eL

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)
"INV ET:0S:TT 9202/SZ /7 U0 papeojumod "Z20g Areniged 80 UO paus!idnd 9[o1lY ss800y uadO

RSC Adv, 2022, 12, 4714-4759 | 4727

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

Open Access Article. Published on 08 February 2022. Downloaded on 4/25/2026 11:50:13 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

u Not Mentioned
® Amorphous

m Crystalline

Number of Research papers

2
) | i = B

Hydrothermal Pyrolysis Electrochemical Laser Ablation

Synthesis

Chemical
Oxidation

Microwave

Fig. 5 Types of CQDs reported by various research groups for
different synthesis methods.

4. Optical properties of CQDs

It was the optical properties of CQDs that drew the immediate
attention of researchers towards them after their discovery.
Whether synthesized through the bottom-up or top-down
approach, CQDs show excellent optical properties, namely
absorbance and photoluminescence (PL), which are useful in
many applications. This section briefly covers the optical
properties of CQDs.*

4.1 Absorption

In the UV region of each curve, a single peak was observed at
255 nm with a shoulder at 282 nm, corresponding to the w-m*
transitions of C=C and C=N bonds, respectively, in the
aromatic rings, which do not typically generate PL.>***

An absorption peak at around 335 nm corresponds to the n-
7* transition of the C=0 bond,* while the visible absorption
band is attributed to the amino groups on the surface of N-
CQDs."

Typically, CQDs exhibit strong absorption in the ultraviolet
(UV) region (250-350 nm) and a weak absorption tail in the
visible spectrum. The entire absorption spectrum is distributed
into three bands, namely, (i) the core band, (ii) edge or molec-
ular band, and (iii) surface band, as shown in Fig. 5.%

The absorption peak appears at around ~240 nm due to the
m-m* transition of C=C bonds (core-sp> carbon network),
whereas the peaks at around ~340 nm correspond to the n—-m*
transitions of C=0 and C=N bonds (N- and O-containing
structures present as functionalities) at the edge of carbon
structures as shown in Fig. 6. The extended long tail in the
visible region of the spectrum arises from the lower energy
surface states (surface functional groups).®® Sometimes the
absorption band is also seen in the visible region and that is
related to the functional groups such as the amino group.”

Sometimes the shoulder is also observed at ~280 nm due to
the m-m* transition of C=N bonds in aromatic rings. The
peaks/shoulder of the UV region arising from m—-mt* transitions
typically do not contribute to emission.”**® Broad spectral
features in the absorption spectrum of CQDs are due to the
surface defects ingrained in CQDs.*
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The optical properties of CQDs can be modified by (i)
passivating agents, (ii) functional groups and (iii) doping/co-
doping with heteroatoms.®” Surface passivation involves the
formation of a thin insulating (protective) layer of coating
materials such as oligomers (poly ethylene glycol (PEG)), thionyl
chloride, thiols and spiropyrans, etc., on the surface of carbon
quantum dots. This protective layer shields CQDs from the
adhesion of impurities, and provides stability, long usage of
CQDs,” and eliminates the dissipation of photoinduced
carriers from surface sites, which improves their fluorescence
intensity.®® In contrast to the bare counterparts, surface-
passivated CQDs become highly optically active, displaying
significant PL from the visible to near-infrared spectral
regions.®® Surface passivation enhances the quantum yields of
carbon quantum dots to the maximum of 55-60%.% Peng et al.
observed that the absorbance of CQDs increased to longer
wavelengths in the range of 350-550 nm after surface passiv-
ation with 4,7,10-trioxa-1,13-tridecanediamine (TTDDA).*
Surface functionalization can be accomplished by coordination,
-1 interactions and covalent bonding. Since the CQDs are
oxygenous in nature, they are feasible for covalent bonding with
functionalizing agents.®”

Surface functionalization introduces functional groups like
carbonyl, carboxyl, hydroxyl, amines, etc., on the surface of
CQDs, which can greatly contribute to the absorption and
emission in the UV-visible region. CQDs rich in surface oxygen
groups are usually p-doped due to the larger electronegativity of
oxygen atoms relative to carbon atoms. Replacing oxygen
functional groups on the CQDs surface with nitrogen-
containing groups can readily transform CQDs into an n-type
semiconductor.”

Compared to bare CQDs, the functionalized ones exhibit
excellent photo-reversibility, high stability, good biocompati-
bility and low toxicity. Surface passivation/functionalization
stabilises the defects and thus facilitates more effective radia-
tive recombination of surface-confined electrons and holes.®” A
schematic illustration of surface modification is shown in
Fig. 7. Yongqgiang Dong et al. used branched polyethylenimine
during the synthesis of CQDs, which served as both passivation
and functionalization agents and thus no additional modifica-
tion steps were required during the post-synthetic treatments.”

Doping/co-doping with heteroatoms (like nitrogen (N),
boron (B), fluorine (F), phosphorous (P) and sulphur (S)) is also
an effective way to alter the absorption spectrum of CQDs. The
dopant alters the m-7* energy level (associated with core-sp>
carbon network) and thus modifies the electronic structure,
bandgap and hence the optical properties of CQDs.”

Darragh Carolan et al. noticed that the bandgap of the CQDs
increase gradually from 2.2 to 2.7 eV with the increase in the N-
dopant concentration.®® On the contrary, various studies have
shown that nitrogen-doping results in CQDs size reduction
(notable redshift of the optimal excitation wavelength and the
strongest emission peak), which may depend on the distribu-
tion of varying sizes of N-CQDs and the features of multi-surface
emission points.*

JingJing Yu et al. calculated 2.15 eV as the bandgap of un-
doped CQDs, which decreased to 2.14, 1.94, and 1.54 eV with

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online
RSC Advances

Review

WU 0pS 03 8% WOy JIYs-pal &

SMOYS [I3UI[oABM UOISSTUId WNWIXEW ) ‘WU 0TS

03 SaseaIoUT 19N} YIJUI[IABM UOTIBIIOXD O}

SY ‘WU 0% 03 WU 0gE WOIJ SISLaIUT YI3Ud[oAeM
UOTIBIIOXS UIYM WIU G/F Je surewral yead uorssiwa
JUL, "UONBIOXD WU OFE @ UOISSIWD an[q :AOD-N
wu 08S 03 g€ WOIJ SaSeaIdUl

33Us[oABM UOTIBIIOXD 9 SB WU 009 03 08F (ado-N 103)
(ado-N) w01y PYIys-pai syjead pue SaLIeA AJISUUI UOISSIWD [ewIaY3I0IpAY
uonearssed doejIns S91B)S 20BJINS AU "UOIIBIIOXD WU OFE B UOISSTW MO[[A :adD %8°ST :dOD-N + UOTIBPIXO
15 ON pue Surdod-N pue JUSWAUGUOD WINJUEN) SadD Ioq ur uoIssIwa juapuadap-uoneoxy %L°8 :AOD [esrwayD nm oq3urn
suoryreIny3
Jjo 3uisuas
UO-UIN) JARISUIS 10J Hd yim sasea1our A1suaur uoIssTuy uoneIpe]
L¢  9qoid yusdsaionyj y pauonuaw 30N pauonuaw 0N UONBIIOXd WU S9¢ B UOISSIWD an[g %¥1 ABMOIDIA 3uem 10
33ud[oALM UOIIBIIOXD
U3 Y3Im sarrea yead pue AISUUI UOISSIWD 9} 9% T0 :D d[dures
:so[dures a3 [[€ UI UOISSIWS Juapuadop UOIIBIIOXT  9%¢ 90 g o[dwes
79 ON ON JuswdUYuod wnjuend) (so[dures ¢ [[e) UOILIIOXS WU G9¢ € UOISSIWD anjg  %¢ ¢l vV ojdwes uone[qe 19se ny 3uerduays
urds pue JuaA[os ‘Hd 03 9ARISUIS OS[e ST UOISSTWH
wu 005-02€ WOy
PaseaIoul ST YIJUI[IABM UOIIBIOXD o) Sk (WU 0TS
-Gz¥ woIy) syIys pai yead pue sasea1dop Arsuaul
s13snpo ds [rews UOISSTW 1]} :UOISSTW Juapuadap-uoneoxy
(37 ON duidog-N  jo de3 OINN'T-OWOH 23181 UOTIBIIOXd WU G9¢ (B UOISSTWD anjg 9%9°0% SISA[014d ued nASuaq
wu 087-00€ WOoIJ
paseazoul ST Y13Ua[aABM UOTIBIIOXD ) SB (WU 05
-00% wo1j) SYIYs pax yead ay3 pue sorrea Arsuajul
JusWaUYUOod Wwnjyuenb UOISSIW 9]} :UOISSTWD Juapuadap-UuoneIrdxy
70T ON uonearssed aoeying pue sajels a0ejIng UONBIIOXS WU 09€ B UOISSIWD an[g — uone[qe I19se] T noASuerx
wu 09€ PU0Aaq SISeaIdul YISUI[IABM UOIIBIIOXD
a3 Sk sYIys pai yead ay) pue sariea Asusjur
JuswaUYUod wnjuenb UOISSTUWd 9]} :UOISSTW JUdpuddop-uoneIroxy UuonepIXo
0S ON uonearssed aoeying pue sajels a0ejIng UONBIOXd WU 09€ @ UOISSIWD an[g %ET [esrwayD duad InH
wu
00S—0¢€ WOIJ SaseaIou] Y33ua[oAem UOIIBIIOXS ) jusuIean)
Se SYIYS pal yead UOISSIWD JY) pue SILIeA AISUIUL [eorwayd
JusWaUYUO0d wnjyuenb UOISSTW 91} :UOISSTWD Juapuadap-uoneIrdxy Aq pamor[oj
5% durdewriorg  uomnearssed a0ejINg pue sa3els 2oeJIng UONBIIOXd WU G9¢ (B) UOISSTW anjg %0L T SISATOIA] nry my
S9SBaIOUI )3UI[oABM JUIPIOUL
Y3 Se SYIYs pai yead UOISSIWD Y} PUB SISBIIIIP
JusWAUYUO0d Wnyuenb  AJISUL)UT UOISSIWID :UOISSIWD Judpuadop-uoneoxy
S ON uonearssed aoeying pue saje)s 20eJINng UONBIIOXS WU 00F ® UOISSIWD an[g %0T< uone[qe I9se ung 3urd-ex
‘794 uonyeorydde uonearssed (29 ‘sajels d0eJINS ‘pUR() SOTISTI2)OBIBYD UOISSTUH (3soydry) LA0 % anbruyoa) dnoid
ur pakojdua sorjans/Surdoqg ad£y Aq pasned uorssTwy SISOUAS Aq s1sayyuis

sadD paredaid

sdnoJb yoieasal snolea Ag pPazisayiuAs sqoD JO SONSHSIdRIRYD UOISSILUS aAeiedwoD) g aqel

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)

"INV ET:0G:TT 9202/Se/y U0 papeo umod '2z0eg Afenige 80 U0 paus!idnd 801l Ss300y uado

RSC Adv, 2022, 12, 4714-4759 | 4729

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online

Review

RSC Advances

Ly

80T

9T

€S

0sad

S[[90 Ie[os
3IIMOUBU-UODI[IS

uoneorjdde-oig

201w JO
durdewrtorq oma uy

S[1od
B[9H jo Jurdewr-org

duidoa-N

uonearssed aoejins
pue Surdog-N

durdoa-N

duidoa-N

paimbax
jou uonearssed
aoejins ‘padopun

wu 005-00€

WOIJ PISeaIdUT ST YIFUI[oABM UONEIIOXD o) Sk (WU
0TS-STF woly) sYIys pa1 yead pue sarrea Asuaul
UOISSTWD 9]} :UOISSTWS JUapuadop-uoneIroxy
UONBIIOXd WU S9¢ (B UOISSIWD an[g

WNIPW JIPIOE IO JISB] 003 I0] SISBIIIAP 1

Inq g-¥ sonfea Hd 10J JULISUOD ST AJISUIIUT UOISSTUIH
wu

06£-00€ WOIJ PISBAIIUT ST YISUI[IABM UOTIBIIOXD
91} SB SISB2I09P AJISUIUT UOISSIUID 2} INq

(wru oy punose je sreadde yead) yyead uorssturd ur
JJIYS OU ISOW[e :UOISSTWD JUdpuadopuI-UOTIBIIOXH
UONBIIOXd WU S9¢ B UOISSTWD an[g

wu

00S-00€ WOIJ PISBAIIUT ST YISUI[IABM UOTIBIIOXD
a3 se (usa13 03 anjq woiy) syrys yead pue Arsuajul
UOISSTUWID 9]} :UOISSTWS JUdpuddop-uoneIroxy
(sado

VAF-1d 10J) UONEBIIOXS WU (09€ B UOISSIWD an[g
saLrea Asuajur

a3 INq YI3us[aAem UOTIBIIXS o3 Y3m adueyd jou
S20D JBY} 913U UOISSIWS d1y10ads & aaey sojdures
¥ 93 JO UoBd :UOISSTWId Judpuadop-uoneIroxy
(uoryeprxo jJo $92139p JUIIPIP

duraey s@dD JO $195-F PAOIas Aq) UONIBIIOXD

WU 69¢ (B UOISSIWD Pal pue mo[[ah ‘uaaid ‘ang

S33e)s dJelINg

S3Je)s dJelINg

S91B)S 2100
PUE 90U0SI0N[J TR[NOI[OW
10 S97€)S Te[NOI[ON

S9Je)s JJelIng

SuoOnRIPUOd diseq

I9pun pasearddp Ing ‘suonIpuod dproe opun Hd
Jo yuapuadapur a1am sAdD Y3 jo Asuaiur Td 9YL
wu

00S-WU Q€ WOIJ SISBIIIUT YISUI[9ABM UOTILIIOXD
93 Se SPIYS pai yead UOISSTWS pue SaLIeA AJISUIUL
UOISSTW 9} :UOISSTWd Juapuadap uonedxy

(A s2) ado

10 SOSBAIVAP U} PUE (A 0°9) AOD 10j WNWIXEU B
sayoeal1 pue ‘(A §'¥) AOD 10j sasea1dur I ‘(A

0°€) DD 10J MO[ AI9A ST UOISSIWD JO AIsuajul Ay,
(srenuazod JuaIdHIP I9pUN PIzZISAYIUAS SAOD

JO $39s-F [T £q) UOIIBIIOXS WU G9¢€ (B) UOISSIWS an[g

S3Je)s 2JeyINS
pue juawouyguod ESHENSO

%9€~

%08°¥8

(a@do
VAdE-OV) %9€°9%
(a@do
vad-d) %L0°LL

%SE~
%0°S (A §*2)add

%6°ST :(A 0°9)AdD

%16 (A S7)ADD

%07 (A 0°€)adD

%6°ST (A 0°9)AdD

SISA[01Ad

[ewIayI0IpAH

[BULIOYI0IPAH

[BWISYI0IPAH

UOTIeZIUOqTEed
[e21UIdYO01309[H

Suep oey

uey uadny

duos uiqng

duig my

duaqg myuerf

708

uonyeorjdde
ur pakordwa
sadD paredaig

uonearssed
soejans/3urdoq

(029 ‘saye1s aoeJINS ‘puRq)
ad£y Aq pasned uorssTwug

SOTISTIA)OBIBYD UOISSTUH

(3s2uB1y) ,A0 %

anbruypoay
SISOYIUAS

dnoid
Aq s1sayIuAs

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)
"INV ET:0S:TT 9202/SZ /7 U0 papeojumod "Z20g Areniged 80 UO paus!idnd 9[o1lY ss800y uadO

(‘puoD) ¢ egel

© 2022 The Author(s). Published by the Royal Society of Chemistry

4730 | RSC Adv, 2022,12, 4714-4759


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online
RSC Advances

Review

paimbax
jou uonearssed

aoD jo Aisuaul Td ay3 ul asea1our [enpeid €

ur paj[nsai d1seq 03 o1proe woiy Hd ay SurSueyn
sasea1dap Asuaiul yead ay3 A[UO WU 0 E-0F T WOIJ
SalIBA )SUS[oABM UONIBIDXS a3 st uonisod yead
1d 943 Ul JIYS OU :UOISSTWI Juapuadapur-uoneoxy

sadD paredaig

11 ON aoejIns ‘padopun So7e1S 20BJING UOEBIIOX? WU S9¢ (B UOISSIWD ang %S'6 sisjo1dd  198e( eysuey
UOISSTUID JUapUdap-UOTIeIIOXd PAIIYXD
SWOS pUE UOISSTWS JUapuUadopul-uone)oxs
P9IIQIYXD $39S WS ‘suonnjos DD JO SI3S ¢ JO INO
S91€)S 20BJINS (@do 3o s19s
60T ON Buidog-N pue JUSWAUGUOD WMUENY)  JUIIIPIP Aq) UONEIOXD WU S9¢ B PaTelyur o) an[g (on1q) %162 [EWIdYI0IPAH nry Ixoz
aantsuas Hd osye s1 enoads UOISSTWD YL, uoneIpell BBSSOUBA
5% a1 onym  uoneassed aoeyng 90UQ0SI0N[J IR[NII[ON UOIIBIIOXd WU O0F B UOISSIWId anjg %¥'S ABMOIOIA 19819q19)UTH
wu 00S-09€ WOIJ SALTRA ISUI[IABM
UOIIBIIOXD ) S8 WU 0SS—08F WIOIJ SILIBA UOISSTW
UOEIIOXD
wu 09¢ ® UoIssTwa uaaid :qdD-padopun
wu 085—09¢ WOIJ SILTRA
uonoNap UOIIBIOXD ) S8 WU 009-0SS WIOIJ SILIBA UOISSTW
+ 3y Ie[nyeoenul %8¢
9AIISUIS pue urdop UOIIBIIOXd WU 09€ B UOISSTW MO[[o4 :qDD-A :@OD padopun
S/ durdew [[90 pay  -N ‘Surdop-g :adD-A S9J€)S 208BJING sAOD Y3oq Ul uoIssTwd juapuadop-uoneiroxy %TE :dOD-d [BULIOYI0IPAH onz 3uayouen
soyels WU 08F—00€ WOIJ SILIBA [ISUI[IABM UOIIEIOXD
90BJINS PUE 20UISIION[] o1 se sadueyd uonisod yead pue Aisuaur
Ie[nod[oW SAOD-Y ead UOISSIWS 3} ‘UOISSTWD JUIpUIdop UOneIoxXy
SAOD-2 sAeIs
90BJINS pue (UOISSTW (sadd
de3pueq 2100) JuawdaUYUOD (sadD -ourwreIpausAYId)
¥0T ON duidoa-N wnuenb :s@dD-1 o sadA ¢ [[e Aq) uoneIdXs WU Oz @ UOISSIWD anjg %€S [ewWLIOYI0IpAH  Ioprauyds uern(
saod ay e
10J Y23Ud[oABM UOTIBIIOXD Y3 JO 2Andadsalil ‘owes
oy surewrar uonisod a3 Inq sorrea Arsuajur yead
UOISSTUId 9} :UOISSIWS Juapuadopur Uoneoxy
(sadD anjq 103 AO 1s9YS1Y a3 ym ssaooxd
SISaIuAs ) ur uonesyipow Aq paredaid arom
uoneaissed (uorsstwa de3pueq) SAOD JO SI0[0D JUIJIP §) UONBIIXD WU S9E®
06 aa1 aoeyins ‘urdod-N JUSUWIAUYZUOD Wnjuend) UOISSTW Pal pue d3uelo ‘Mof[ah ‘usaid ‘onjg  (AdD an[q) %S~ [euoyloIpAH  uengx Suofdueq
e uonyeorjdde uonearssed (29 ‘sajels ddeJINS ‘pUR() SOTISTIA)OBIBYD UOISSTUH (3soydry) A0 % anbruypoay dnoi3
ur pakordwa soejans/3urdoq ad£y Aq pasned uorssTwug SISOYIUAS Aq s1sayIuAs

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)
"INV ET:0S:TT 9202/SZ /7 U0 papeojumod "Z20g Areniged 80 UO paus!idnd 9[o1lY ss800y uadO

(‘puoD) ¢ egel

RSC Adv, 2022, 12, 4714-4759 | 4731

© 2022 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

View Article Online

Review

RSC Advances

ST Surdew awososAT

S[[92 1e[0S
ceT UODI[IS UI[[BISAID

ovT 0ssa

€ ON

T€T 0Ssa

s1aqgoueu (VAd)

ce [oyooe [Autakjod

sqoxdoueu
Pe N0 JuddsaIoN[g

uonyearssed
aoeyins ‘Surdod-N

duidoa-N

duidoa-N

duidoa-N

auop
jou uonearssed
aoeyins ‘urdod-N

parearssed
-uou ‘padopun

Ssjueloeal Jo uoneziuesIoar
[ean3ongs pue up[UI[SSOId
uoneuadoreyaq

S9JeIS 20BJINS
pUEB JUWAUYUO0d Wwnjuend)

S3Je)s dJelIng

S3Je)S dJelINSg

S9)BIS 20RJINS
pue (uorsstws dedpueq)
JUSWAUYUO0D Wnjuend

payads joN

$97B1S 9100
U0qIed PUB S$93BIS 90BJING

wu 07s

—~00F WOI Sasea1dul 3SUI[oARM UONRIIIXD A} SB
S9SBAINAP UAY} PUE SISBIIIUI A)ISUIUT UOISSTWD a1}
nq (wu pgs punoire je sreadde yead) yyead uorssiwd
U3 UI PYIYS OU :UOISSIWD JUdpUadopul-UOTIBIIOXT
UONBIIXd WU 0ZS—-00F B UOISSIWD UdIID
a1n3onns parednuod ay) woij pansal Yorym
‘SOD-IN 23 JO Td 9pOoW UONISUBI}-I[3UIS 9}

0} PIINQLIIE ST UOISSTUWD JUIPUIdopUI-UONBIIOXT
UONEBIIOXD WU 09€ B UOISSTUId pay

(sse001d uondiosqe uojoyd-nnuw e 10 UONISULI)
UOISI2AU0-dN) WU OFS 03 0SF WoIj A3uel a1

ul pajedo] a1e syead uoISSTWa Td 9y ‘WU 00T 03
00, WoIj sadueyd YI3U[aABM UOIIBIIIXS ) Sk ‘OS[Y
WU 0SS-0TE WOIJ SISBIIIUT YISUI[aALM

UONEBIIIXD Y Sk sYIYs yead pue sarrea Aisuajur
UOISSTW 91} :UOISSTWD JuUapuadap-uoneIrdxy
UONBIIOXS WU S9¢ (B UOISSIWD an[g

WU 0SH-00€ WOIJ SalIeA Yi3uajorem

UOIIBIIOXI 9} Sk SYIYS Yead oY) pue saLIeA A1suajul
UOISSTWD 91} :UOISSTWD Juapuadap-uoneIrdxy
UOBIIOXd WU 09€ (B) UOISSTUID UIILI-MO[[9X

WU 00F—-09€ WOIJ SISBIIIUT YISUI[9ABM UOTIBIIOXD
93 S SasBaI109p A)ISUIUI UOISSTW 3y Ing (WU
0¢s punoie je sieadde yead) yead uorssiws ay) ul
JIYS OU ISOW[E :UOISSTWD JUIPUIdopUI-UOTIBIIOXH
wu 00§ pue WU 09¢ ® UOISSIWD UIIID
armyeradwa) 9y YIm SISEIINIP

U9V} PUE SISBIOUT ISIY A}ISUIUT UOISSIWD Y} pue
‘arnyeradwal a3 Aq ISOW 3y} Pajodye SI UOISSTWH
uonenUIOU0d J0s1ndaxd [eniur pue arnjeraduwal
/own 3uneay oY) [IIM SOLIeA AISUIUT UOISSTWH
UONBIIXd WU S9¢ B UOISSIWD an[g

wu

0F6-09/ WO} pariea YiSus[aAem UOIIBIIOXS Y3 S
(uorssta 2d4) $3)01S-IIUR) UOISSTWID UOISIdAU0IAN
Y3 PAQIYXd SADD 9SAYL "WU 0FS—-00F WO}
Pasea1oul Y13US[oAeM UOTIEIIOXD I} Sk (WU 6/€
—T¥€) poyIys pal os[e yead oy, "WU 00y-07E WOIj
S9SB2IOUT 13US[2ABM UOTIRIIIXD o) Sk (WU 68F-EF¥
wo1y) PYrys pax Ajenperd yead pue sarrea Asuaul
UOISSTW 91} :UOISSTW Juapuadap-uoneoxy
UOIIBIIOXd WU ¢9¢ B UOISSIWD Uaaid-an[g

(us013) %6¥°06

(pa1) %19

pauOnUSW JON

%8'T

%0L

%L 6E

%9°9T

[ewIayI0IpAH

[ewIayI0IpAH

[BULIOYI0IPAH

[ewWISYI0IPAH

[ewIayI0IpAH

[ewIayI0IpAH

[ewIayI0IpAH

3uor, 111

[V Zeywniy

duex Surwuid)

Suex Suey

zery erqey

130 1yseyeL

oeyz 3uenysnx

e uonyeorjdde
ur pakordwa
sadD paredaig

uonearssed
soejans/3urdoq

(029 ‘saye1s aoeJINS ‘puRq)
ad£y Aq pasned uorssTwug

SOTISTIA)OBIBYD UOISSTUH

(3s2uB1y) ,A0 %

anbruypoay
SISOYIUAS

dnoid
Aq s1sayIuAs

'80US217 PaNoduN '€ [ RJBWWODUON-UO NG LMY suowiwoD aaieas) e sopun pasusol|stapnesiyl |IIETEEL (o)

"INV ET:0G:TT 9202/Se/y U0 papeo umod '2z0eg Afenige 80 U0 paus!idnd 801l Ss300y uado

(‘PIuoD)

Z¢olqel

© 2022 The Author(s). Published by the Royal Society of Chemistry

4732 | RSC Adv, 2022, 12, 4714-4759


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

Open Access Article. Published on 08 February 2022. Downloaded on 4/25/2026 11:50:13 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

Review
o [or) <
Y [\ 7o) "
~ < — —
o0
3£
S
5] S X
wn —
a) g =
Seo| s g =
S) < v g8
—58._4 [=IN7} S 0B
So%| £ 2 =8 2
= 3 =) E 2T
c S .8 o= T ¥ O
soaeg | 84 20T
13 o o
L E o Qv S 5 & =]
AT ® A AE Z
2 g &
8 €8 =i 5
g _| 5¢ 58 5
S o . N = N
=] -~ — o —
% .S o .8 T o ]
wE| 288 wS& g5
= > ISR o -2 o .2
2.3 S235 o2 £58
25| B g o [SRE=I= ==
Q= S g g 5 5 5 5
Aol P as IR~ [P R=1
N
L O
<Y
I
> 0
23
T @
[}
22| 3 g g
O = =} < <
o3| B @ k7
12}
.95 & [ [
a s @ S s
= g = b= b=
ES| o 5 5
Ra | Z ] [}
=}
s
s 3
g5 =5
2L 2%
a2 A
=5 .._4£
ESg ESg
Q.)":CJ v n S
cuvvogcu®og
S nd oS 8BS O
BYsFEEET S
Scdvo8dcol8
TSESTS2ST
X'ma P xX'pT DX
Ommaﬂ)mv [5)
2 2 E 8
s| EEXYSEExSE
B C@@mﬁwgmc
A7) m‘amsm‘aggo
5| Sg2g33ggn
B
5 ©58.5@5356@
=] g 80 g g 0 g
< So2E885oLES§
< =g oE =g = =
[3] noT e 7 B N = 7}
gl 222528 259
o EQB‘QEQB‘QE
‘@ TR BV oK BL O
2 o2 E0 o SV o
a 50823508 25
= X e S = X2 8=
= MAE.E 2MmM.E 2/
—
=
wn
E
o0 .
= =
= =
3 o
X [=]
AEE
3 wn .
X — o IS §
=
S
E=}
5]
v o v o 3
a8l =38 = =g =
Gg—« g5 85 o Qe 9
$Z| 3= E5  Ef e
'E_g = g M E.‘é‘ <
=] o= 9 x @3
=8 o = o = SR %
x8| =& = E ©cs °
— >
he] B
- [
c = s
(e} > _— o
) 2 ’§° g 8
- — =
— < — —
~ $Q ] o 5 2
g < 5 o 8 = >
e} & 0 2] ‘= —
S S > < Q =4
= @n’ oo < jas — N

© 2022 The Author(s). Published by the Royal Society of Chemistry

View Article Online

RSC Advances

core band A
r-x7 transition from the
"carbon network

sp

flu. intensity

v
8
2 edge/molecular band
'ﬁ n-2* transition of N & O-
7 contaning groups
£
surface band ¢
lower energy states from
surface-functional groups
200 300 400 500 600

wavelength, nm

Fig. 6 Different bands of the absorption spectrum of CQDs (this figure
has been adapted/reproduced from ref. 66 with permission from the
American Chemical Society, Copyright 2017).
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Fig.7 Schematic illustration of the surface modification of CQDs (this
figure has been adapted/reproduced from ref. 94 with permission
from the Royal Society of Chemistry, Copyright 2019).

the doping of pyridine N, amino N, and C=O0 groups, respec-
tively. Dipayen Sen et al. observed that the doping of boron (B)
in CQDs introduced new electronic states and pulled down the
conduction band minimum (CBM), resulting in the intense
reduction of the CQDs bandgap (by ~48-57%).*

In 2014, Zhou et al. proposed that phosphorus can form
substitutional defects in CQDs, thus behaving as an n-type
donor. Based on this, they synthesized phosphorus-doped
CQDs (P-CQDs) via a hydrothermal process for different reac-
tion time periods (1, 3, 5, and 9 h at 200 °C) using phosphorus
tribromide (P source) and hydroquinone. The P-dopant in CQDs
showed strong blue emission (25.1% QY) in comparison to the
un-doped/pristine CQDs (3.4% QY), as shown in Fig. 8.7

In 2015, Bourlinos et al. observed that B-doped CQDs have
a substantially enhanced nonlinear optical response in contrast
to the un-doped CQDs.” In 2017, Zuo et al. prepared F-doped
CQDs via a hydrothermal method (180 °C for 8 h) from citric
acid (as the C source), and 4,5-difluorobenzene-1,2-diamine (as
the F source). F atoms were chosen because they possess high
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Fig. 8 Changes in the fluorescence properties of CQDs after p-
doping (this figure has been adapted/reproduced from ref. 73 with
permission from the Royal Society of Chemistry, Copyright 2014).

stability in the aromatic ring. They also prepared un-doped
CQDs for comparison and observed that (i) the F-CQDs exhibi-
ted two maximum emissions: one at 550 nm (yellow fluores-
cence) when excited by wavelengths of 360 to 500 nm, and
another at 600 nm (red fluorescence) when excited by wave-
lengths of 540 nm to 580 nm. This was quite different from the
excitation-dependent feature of un-doped CQDs, where (ii)
a striking red shift (more than 50 nm) in emission wavelength
was measured due to the F-doping, and (iii) F- CQDs displayed
enhanced QYs of 31% and 14%, corresponding to the emission
wavelengths of 550 nm and 600 nm, respectively. The un-doped
CQDs exhibited QYs of only 28% and 11% at emission wave-
lengths of 500 nm and 550 nm, respectively.”” The emission
behaviours of the as-synthesized CQDs are shown in Fig. 9.

This doping method has been proved to be an effective way
to enhance the electron transfer and thus the performance of
the CQDs as photocatalysts. Wu et al. synthesized Cu-N co-
doped CQDs through a one-step pyrolytic synthesis and they
observed that the electron accepting/donating abilities of CQDs
could both be enhanced, together with the increased electric
conductivity. These merits ultimately facilitated the entire
electron-transfer process in CQDs and further improved the
photocatalytic oxidation of 1,4-dihydro-2,6-dimethylpyridine-
3,5-dicarboxylate (1,4-DHP).”®

In 2018, Meiling et al. reported the highest QY of 90% for the
N-doped CQDs after optimizing (i) the precursors, (ii) the
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reaction duration, (iii) excitation wavelength and (iv) the pH-
dependence of the photophysical properties of N-CQDs.”

4.2 Photoluminescence

Photoluminescence (PL) is the emission of light from a material
upon the absorption of light (photon). There are two types of PL,
namely, fluorescence and phosphorescence. Fluorescence is
prompt photoluminescence that occurs very shortly after the
photoexcitation of a substance. In this type of PL, the radiative
transition does not require a change in the spin multiplicity. On
the other hand, phosphorescence is long-lived photo-
luminescence that continues long after the photo-excitation has
ceased. In this type of PL, the radiative transition involves
a change in the spin multiplicity. It is fluorescence that is often
seen in the CQDs and thus, the term PL is used synonymously
with fluorescence unless explicitly specified.

Typically, the main emission band of CQDs is located at
~450 nm (blue) when excited in the n-m* absorption band
(~350 nm) and this emission is quite intense,* while the exci-
tation in the far UV (~250 nm) band (7w-m* absorption transi-
tion) typically returns very low, or shows no
photoluminescence.>**® The distinguishing emission property
of CQDs is that its photoluminescence spectrum is mostly
excitation-wavelength  dependent, where the emission
undergoes (i) a bathochromic shift as the excitation (beyond 400
nm) red shifts, and (ii) a decrease in intensity because of low
optical absorption in the visible range.®

According to previous reports, most of the CQDs emit blue to
yellow irrespective of the top-down or bottom-up methods used.
Moreover, the strongest luminescence is often blue or green.””®
Wang et al. reported that functional oxidized carbon groups
contribute to green emission in CQDs.*>*' In 2018, Sun et al.
prepared three kinds of CQDs using citric acid and urea for
different precursor mass ratios (citric acid : urea) and methods.
The optical characteristics of all the prepared CQDs are shown
in Fig. 10. They reported that the oxidized functional groups
(containing C=0) are responsible for the green luminescence
(the carboxyl groups play the key role in it) and the blue

Excitation
at 480 nm

Excitation
at 540 nm

While
Fo -~
Frmy
—

Emission ¥ \ ¥ Emission
at 550 nm ' . at 550 nm
Excitation Excitation
at 480 nm at 540 nm

Striking Red Shift of Fluorescence by Fluorine Doping

(b)

(a) Synthesis of F-CQDs (yellow) and un-doped CQDs (green) by a hydrothermal process. (b) Comparison of excitation/emission in both

F-CQDs and un-doped CQDs (this figure has been adapted/reproduced from ref. 75 with permission from the American Chemical Society,

Copyright 2017).
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(1:2) under UV radiation (excitation 365 nm); (b) the absorption and emission spectra of CQDs in (i), (i) and (iii) (this figure has been adapted/

reproduced from ref. 82 with permission from the Royal Society of Chemistry, Copyright 2018).

emission must be caused by the hydroxyl surface functional
groups.*

Interestingly, the PL properties of the CQDs can be tuned by
modifying the surface states, varying the synthesis route,
doping with a heteroatom, choosing different precursors, and
various other ways.”

As per the review by Mintz et al., QY largely depends on the
synthesis conditions, with the highest values being recorded in
bottom-up technique approaches (up to 99%), whilst the QY in
top-down routes is typically not larger than 15% (but a value of
50% was reported for Zn-doped CQDs prepared by laser abla-
tion). The lifetime of the fluorescence was in the nanosecond
range (4-15 ns), and no significant differences were recorded
with the different synthetic approaches (with very few
exceptions).®

4.2.1 Fluorescence. PL is one of the most alluring features
of CQDs, both from the fundamental and application points of
view. Unfortunately, it is simultaneously the most controversial
topic from an understanding point of view because the lumi-
nescence mechanisms of CQDs are not precisely clear due to
incomplete experimental and theoretical understanding. This
considerably impedes the advancement of CQDs with preferred
optical properties.?

The majority of researchers observed that CQDs exhibit
excitation-dependent emission behaviour, whereas indepen-
dent excitation-emission (contrary behaviour) has also been
reported by several researchers. Generally, this disagreement in
the PL mechanism of CQDs originates due to the different
phenomena observed in the same kind of material. Thus, the

© 2022 The Author(s). Published by the Royal Society of Chemistry

researchers are focussing on pursuing the origin of the
excitation-dependent photoluminescence. However, this chase
is inherently difficult because of the diversity of preparation
methods, precursors and other parameters that affect both the
structure and the composition of the CQDs.*

With the evolution of CQDs, theories related to the origin of
PL have also gradually matured. To date, three theories that
explain the excitation-dependent PL have been considered the
most, namely, (1) size-dependent emission (quantum confine-
ment effect or the core emission), which is related to the
conjugated rt-domains of the carbon core; (2) the surface states,
which are related to the presence of functional groups con-
nected to the carbon backbone; (3) the molecular state, where
the emission originates from free or bonded fluorescent
molecules.>> %83

(1) Size-dependent emission (quantum confinement effect) or the
core emission. Several published research articles suggest that
quantum confinement (QC) in CQDs is responsible for the
excitation-dependent emission and some of them give strong
evidence for it.

The QC theory is very natural to consider because metal-
based quantum dots are well known to possess emission
based on this phenomenon. This phenomenon is related to the
size of the nanoparticles® and typically, the size distribution of
the synthesized CQDs is <10 nm, which is comparable to the
quantum size range.*

When the size of CQDs is smaller than their exciton radius,
they would exhibit particle size-dependent PL behaviour, which

RSC Adv, 2022, 12, 4714-4759 | 4735
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essentially originates from the energy band-gap transition of
conjugated m-domains in the sp>-carbon-constructed core.*

A series of theoretical calculations have demonstrated the
relationship between PL emission and sp®>-domain size. It is
worth mentioning that the size of sp>-domains (core) is the
main controlling factor of the quantum confinement effect,
though the particle size seemingly shows a similar algebraic
relation with the PL emission.®®

Carbon-core states participate in the PL of CQDs through the
radiative recombination of electrons and holes in the core,
resulting from the m-* transitions of sp® clusters assisted by
the quantum confinement effect.®>**

The core emission is usually at shorter wavelengths with low
QY but the presence of graphitic nitrogen and hybridized
oxygen functional groups with the core® allows the red-shifting
of emission properties.*

Li et al. suggested that the excitation-dependent emission is
due to the optical selection of differently sized nanoparticles for
different excitation wavelengths.®*

Bo Zhi et al. synthesized CQDs from malic acid with the size
distribution ranging from 6.2 + 2.0 to 9.2 £ 1.7 to 15.6 +
6.0 nm. These CQDs correspond to decreasing optical bandgap
energies from 2.97 eV to 2.91 eV to 2.21 eV, respectively. They
observed the red-shifts in emission with the increase in the
excitation wavelength.?” Yang et al. generated a series of highly
crystalline nitrogen-doped CQDs by carefully controlling the
synthesis conditions. The authors observed that along with the
emission red-shift, the average CQD diameters increased from
1.95 nm (blue CQDs) to 6.68 nm (red CQDs). They deduced that
the red shifting emission revealed the bandgap transitions in
CQDs derived from the quantum confinement effect.®**”% Kang

4736 | RSC Adv, 2022, 12, 4714-4759

et al. also reported the red-shift in the emission from the UV to
the near-IR as the dimensions of CQDs increased from 1.2 to
3.8 nm and correlated with the phenomenon of the quantum-
confinement of the nanoparticles.®

Yuan et al. successfully synthesized bright multicolour (blue
to red) bandgap fluorescent CQDs (MCBF-CQDs) through
hydrothermal synthesis with a QY of up to 75% for blue fluo-
rescence. This was done by controlling the fusion and carbon-
ization of citric acid (CA) and diaminonaphthalene (DAN) with
a unique amino-substituted rigid carbon skeleton structure
(nitrogen source). The prepared MCBF-CQDs were highly crys-
talline, highly surface-passivated and nitrogen-doped. They
chose five different conditions and thus attained the CQDs with
five different average sizes (different bandgaps and different
colours). The CQDs with the average size of 1.95 nm, 2.41 nm,
3.78 nm, 4.90 nm and 6.68 nm resulted in blue, green, yellow,
orange and red fluorescence, respectively, when excited by UV
light (365 nm) as shown in Fig. 11. The gradual increase in the
size of CQDs was consistent with the red-shifted PL wavelength
and the first excitonic absorption peak wavelength. This clearly
reveals that the emission in these CQDs is due to the bandgap
transitions that originate from the quantum confinement
effect. They effectively took advantage of the excellent bandgap
emission of these MCBF-CQDs and for the first time, fabricated
monochrome LEDs from blue to red by directly using MCBF-
CQDs as an active emission layer. The L.« reached about 136
cd m™? for blue LEDs, which is the best performance ever re-
ported for CQD-based monochrome electroluminescent LEDs.
The LEDs all showed substantial stable EL and voltage-
independent emission color, which are of great significance
for display and lighting technology.”

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Though some researchers give strong evidence for QC
theory, several published papers do not have the data to support
this theory, thus it is not the most common theory. In recent
years, most researchers have not used quantum confinement as
the only factor for the PL mechanism of CQDs but it is often
used in conjunction with another concept.”

(2) Surface states. The theory of surface states is frequently
used and thus received general acceptance for the PL mecha-
nism of CQDs. According to this theory, it is the surface state
that controls the emission of the CQDs. Solid-state physicists
explained that the surface state controls the electronic
properties/structure of semiconductors.” Sun, et al. applied this
concept to CQDs for the first time in 2006.° Semiconductor
surface states are classified into intrinsic and extrinsic surface
states. Intrinsic surface states are electronic states that occur
due to the termination of the crystal lattice (clean and well-
ordered surface) facing the environment (semiconductor/
vacuum interface).

Intrinsic surface states are modelled computationally either
as Shockley or Tamm states. Shockley surface states are
modelled using a “nearly-free electron” approximation and can
be used accurately for narrow-gap semiconductors (bandgaps of
approximately 1-2 eV). Tamm states are modelled using the
“tight bound” approach, where electronic states are expressed
as a linear combination of atomic orbitals (LCAO). These states
are quite accurate for broad gap semiconductors (2-4 eV
bandgaps).>

Extrinsic surface states or surface states are the electronic
states that arise from (i) the surface with defects (where the
translational symmetry of the surface is broken), (ii) the surface
with adsorbed or bonded chemical species (functional groups),
and (iii) the interfaces between two materials (semiconductor-
oxide or semiconductor-metal interface). Extrinsic surface
states are much more difficult to characterize and model than
intrinsic surface states.

In CQDs, the surface state is determined by the hybridization
of carbon backbones and functional groups connected to CQDs,
and their energy gap is correlated to the extent of the m-electron
system and surface chemistry.** The surface states in CQDs are
associated with the (i) functional groups, (ii) defects (accom-
panied by a large number of non-perfect sp> domains) and (iii)
heteroatom dopants that can serve as a capture center for
excitons and thus result in surface states-related fluorescence.
Different functional groups on CQDs have different structural
configurations and hence different energy states, consequently
resulting in more recombination possibilities for electrons and
holes captured by the surface states.”

The abundant surface functional groups associated with
CQDs can form broadly distributed surface states and thus
a large number of transition modes. These states play dominant
roles under different excitations and result in the fluctuation of
the PL peak positions and intensities. This is excitation-
dependent behavior, which is consistent with the phenom-
enon observed in some special semiconductors.***

It has been verified that extrinsic surface states are intro-
duced by both surface functional groups (oxygen/nitrogen-
based groups, polymer chains, etc.)*>*® and heteroatoms (N, P,

© 2022 The Author(s). Published by the Royal Society of Chemistry
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S, Cl, B, etc.)*®® in the CQDs, which can provide emissive trap
states/sites (ETSs) or the density of states (DOS) for photo-
excited electrons, and hence control the PL processes.>**
Heteroatoms also manipulate the intrinsic surface states of
CQDs. The experimental evidence has shown that radiative
recombination induced by surface-confined electrons and holes
in the CQDs is the cause of the observed bright PL.°**” On the
contrary, many research articles claim that extrinsic surface
states do not explicitly control the PL of CQDs.*®

Ding et al. synthesized CQDs with tuneable PL from urea
and phenylenediamine through a one-pot hydrothermal
method and used silica column chromatography for the
separation. The separated CQDs showed bright and stable
luminescence in gradient colors (blue to red) under UV radi-
ation (365 nm) as shown in Fig. 12(b). These samples exhibited
a graphitic carbon core structure with similar particle size
(average size 2.6 nm with broad size distributions) but the
surface state (especially the degree of oxidation) gradually
varied among the samples. With the increasing incorporation
of oxygen species (as seen from FTIR and XPS) into their
surface structures, the bandgap was gradually reduced and
consequently, a red shift in the emission peak was observed
from 440 nm to 625 nm. Interestingly, they found that the
energy states rely on the surface groups (degree of oxidation)
and structures but not on the particle size as shown in Fig. 12;

hydrothermal
160°C, 10 h

I
C + HN—( )—NH,
(a) H,N7""NH,

300 400 500 600 700 800
Wavelength (nm)
(d) Increasing degree of surface oxidation
_
LUMO === = =
VWA hy , hv hv ~ [AAA>hv

HOMO =—== ~,

v

@ I

@ —C-dots@— core of C-dots ()—amorphous region

Fig. 12 (a) Synthesis of CQDs from urea and phenylenediamine. (b)
Fluorescence of the CQDs under excitation at 365 nm. (c) The emis-
sion spectrum of the synthesized CQDs, and (d) the variation in the
bandgap of the CQDs (no change in size) with the degree of surface
oxidation (this figure has been adapted/reproduced from ref. 26 with
permission from the American Chemical Society, Copyright 2015).
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thus, surface states were the dominant factor controlling the
PL variations.>®

Zhang et al. prepared two types of CQDs (CQDs1 and CQDs2)
through different precursors and different methods and found
that both of the CQDs displayed blue PL. However, one
exhibited excitation-independent PL, while the other showed
excitation-dependent PL. XPS showed that the surface oxygen
level was higher in the CQDs that exhibited excitation-
dependent PL. They also concluded that the surface oxidation
controls the PL.*”®

Recently, Yuan et al. synthesized four different kinds of CQDs
using hydrothermal processes under identical conditions using
different nitrogen precursors. They observed that the emission
color changed with the variation in nitrogen functionalities. They
could see clear differences in the type and amount of nitrogen
functionality in each sample. The red emission was attributed to
the distortion of p-phenylenediamine; green due to pyridinic
nitrogen, blue emission due to pyrrolic nitrogen. These rela-
tionships were further confirmed by the presence of red and blue
emissions in CQDs prepared from proline. Based on the obser-
vations, they suggested a representative structure for each type of
CQDs and created an energy level diagram to illustrate the effect
of surface nitrogen functionalization on the bandgap of CQDs, as
shown in Fig. 13.'*

Sun et al. in 2018, hydrothermally synthesized CQDs from
citric acid and urea (H-CQDs), which emitted a blue color while

View Article Online

Review

those synthesized by microwave radiation (M-CQDs) emitted
a green-blue or green light, depending on the mass ratio. XPS
revealed that the concentration of C=0 was much higher in M-
CQDs then H-CQDs and observed the excitation-dependent
emission spectrum. They concluded that carboxyl (COOH) and
carbonyl (C=0) functional groups are responsible for the green
emission while hydroxyl (OH) groups are responsible for the
blue emission.*

Due to the increasing success of surface state theory to
explain the excitation-dependent PL of CQDs, it has become
much more common as compared to quantum confinement
and molecular state.

Yu et al. concluded that both surface states and the carbon
core are critical in regulating the PL because the bandgap of the
surface states (4.5 eV) is narrower than that of the core (5.0 eV).
Oxygen, nitrogen elements, and related chemical bonds will
produce impurity levels in the bandgap, which lead to changes
in the excitation and emission spectra of CQDs. As shown in
Fig. 14, there may be an energy transfer process between the
carbon core and the surface state. The CQDs display five emis-
sion bands centered at 305, 355, 410, 445, and 500 nm, which
are correlated with the electron transition at intrinsic C (4.1 eV),
graphitic N (3.5 eV), pyridine N (3.0 eV), amino N (2.8 eV), and
C=0 (2.5 eV) related levels, respectively.'**

(3) Molecular state. According to this theory, various “fluo-
rescent molecular fragments” are synthesized, which are free or
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Fig. 13

(a) Synthesis of CQDs using different precursors, (b) the proposed structures of different CQDs, (c) the proposed energy levels of surface

states of CQDs, and (d) nitrogen percentages in different CQDs (this figure has been adapted/reproduced from ref. 100 with permission from the

Royal Society of Chemistry, Copyright 2018).
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Surface state

Carbon core

Fig. 14 Energy band structure and possible PL processes for CQDs
(this figure has been adapted/reproduced from ref. 101 with permis-
sion from MDPI, Copyright 2018).

attached to the surface of CQDs in the preparation process of
CQDs by bottom-up methods.>>*

Since the bottom-up methods support highly reactive
conditions (e.g., a high reaction temperature, high pressure,
and/or a long reaction time, etc.),'* one can expect other side
reactions as well. In other words, small molecules or even
molecular luminophores can be produced during CQDs
synthesis, which may attach to the surface of CQD backbones,
granting them bright emission characteristics.*

Though several papers are available with strong evidence,
the scope of this theory is limited to the precursors like citric
acid/fluorescent precursors and also this theory cannot

View Article Online
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completely explain the excitation-dependent emission that
CQDs usually possess.>

Rogach et al. hydrothermally synthesized three different
CQDs by reacting citric acid with three different amine
precursors (e.g., ethylenediamine, hexamethylenetetramine,
and triethanolamine) as shown in Fig. 15. They analysed the
carbon and nitrogen species within the CQDs via XPS, and
compared their optical performance with that of citrazinic acid
(a molecular fluorophore belonging to the pyridine family). This
study confirmed the presence of the derivatives of citrazinic
acid and their contribution to the blue fluorescence of
ethylenediamine-CQDs (e-CQDs) and hexamethylenetetramine-
CQDs (h-CQDs).*** The differences in the PL QY of the prepared
CQDs are shown in Fig. 15 and 16.

Song et al., in 2015, synthesized high quantum yield CQDs
from citric-acid and EDA through a hydrothermal method and
discovered a bright blue fluorophore (imidazo[1,2-a]pyridine-7-
carboxylic acid, 1,2,3,5-tetrahydro-5-oxo-, IPCA) through the
separation of CQDs. These CQDs have two PL centres: carbon
core states (resulting from the core) with low QY and molecular
state (resulting from IPCA) with high QY.**

Recently, Righetto et al. claimed the observation of free
molecules by combining fluorescence correlation spectroscopy
and time-resolved electron paramagnetic 106
However, the reported fluctuations and rotations of carbon
layers may account for the estimated molecular hydrodynamic
radius in the case of molecules attached to or inserted within
the layers.®* In addition, aggregates of fluorophores were also
reported to play a role in the absorption and emission
features.'” According to these findings, CQDs may be

resonance.

Carbon Dot Fluorophore
HO._O
= A e + 7
o (@)  HN p |
Citric Acid -
)
OH
N
4 r ? HO.__O
N N
OH S
N 200 °C
HO 4 ®) N = XA X
|
X “weoc 5h
0”7 N7 “SoH
4 NH, + 6 COH, H
(0]
OH
HO OH
~—— 200°C
(o) o A, +
Sh
HO

Fig. 15

(a) Reaction of citric acid and ethylenediamine, resulting in e-CQDs and the fluorophore IPCA. (b) Reaction of citric acid with hexa-

methylenetetramine, producing h-CQDs and citrazinic acid and/or 3,5 derivatives (marked by —X) due to the decomposition of hexamethy-
lenetetramine to ammonia and formaldehyde at temperatures exceeding 96 °C. (c) Reaction of citric acid and triethanolamine, resulting in t-
CQDs and no derivatives of citrazinic acid since the tertiary amine prohibits their formation. (a—c) Images of the purified reaction products under
ambient light and the corresponding diluted solutions under UV light excitation (this figure has been adapted/reproduced from ref. 104 with

permission from the American Chemical Society, Copyright 2016).
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rationalized as hybrid particles, built from fluorophores, that
eventually aggregated, within or attached to a carbonized core.
To further support this picture, it was shown that the temper-
ature and time of synthesis can modify the molecular state/core
state equilibrium. It is interesting to note that multiple parallel
routes were proposed to explain the formation of CQDs during
the hydrothermal synthesis of CA and EDA, including direct

a

» 10

32% PL QY 3200m
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carbonization and polymers- or molecules-mediated carbon-
ization, thus supporting the formation of a mix of different
emission centers in the same CQD or the formation of
a heterogeneous mix of different CQDs characterized by distinct
emissions.®

4.2.2 Phosphorescence. Phosphorescence is one of the
recently discovered properties of CQDs, observed when CQDs
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Fig. 16 PL peak position (@) and normalized PL intensity (A) as a function of the excitation wavelength for citrazinic acid (a) and the three CQD
species (b—d). Emission pathways are illustrated in the simplified Jablonski diagrams: the arrow colors represent the shift in the emission
wavelengths from blue to green (high to low energies), and arrow thickness indicates the relative intensities of different transitions. Schematic
structures for each CQD species are drawn on the right. The attachment of molecular fluorophores is depicted by the hexagons for both e- and
h-CQDs (this figure has been adapted/reproduced from ref. 104 with permission from the American Chemical Society, Copyright 2016).
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Fig. 17 Minimum and maximum QYs for different synthesis techniques.

are dispersed in a polyvinyl alcohol (PVA) matrix at room
temperature and excited with UV light. Several investigations
suggested that carbonyl groups attached on the surface of
CQDs provide excited triplet states that are responsible for
phosphorescence in CQDs. The PVA matrix molecules guard
the triplet excited state from rotational or vibrational loss by
making these carbonyl groups inflexible with hydrogen
bonding.”

In 2013, Deng et al. reported room-temperature phospho-
rescence (RTP) from CQDs in a polyvinyl alcohol (PVA) matrix.
They obtained a phosphorescence peak at 500 nm with an
average lifetime of 380 ms under the excitation of 325 nm
(Fig. 12). The phosphorescence emerged from the aromatic
carbonyls of CQDs (C=O0 on the surface), and the PVA matrix
effectively shielded their triplet states from being quenched by
intramolecular motions and oxygen.’

In 2019, Lu et al. prepared ultra-long phosphorescent carbon
dots (P-CQDs) through microwave synthesis. These P-CQDs
exhibited yellow-green (525 nm) phosphorescence for up to
9 s when excited at 354 nm. They observed that (i) the room
temperature phosphorescence (RTP) intensity of P-CQDs grad-
ually decreased with increasing pH because protonation disso-
ciated the hydrogen bonds and disturbed the phosphorescent
sources and (ii) the phosphorescence of P-CQDs was quenched
by introducing the tetracyclines (TCs).""* The potential appli-
cations include chemical and biological sensing and time-
resolved imaging.

Comparative emission characteristics of CQDs synthesized
by various research groups are given below in Table 2.

Based on the data collected from the research papers
reviewed in this article, a statistical distribution of the
minimum and the maximum QY for various methods are shown
in Fig. 17. It is interesting that the hydrothermal method is
capable of providing the maximum QY of ~90% and has been
the most commonly used technique for synthesis, as seen in
Fig. 5. The microwave technique is a runner up, capable of
providing the maximum QY of ~85%. Fig. 17 also shows that
CQD synthesis through laser ablation exhibits poor QY with
a maximum value of ~12.2%. It is noteworthy that various

© 2022 The Author(s). Published by the Royal Society of Chemistry
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factors affect the QY of the CQDs, like the precursor, synthesis
duration, temperature, etc.**"*

5. Applications of CQDs in solar cells

The sun provides about 120 000 terawatts of power to the earth's
surface, which is approximately 6000 times the present rate of
the world's energy consumption. Solar energy is a green and
inexhaustible energy resource that, if exploited fully, can bring
a paradigm shift and make the planet earth completely free
from fossil fuel-based electricity generation."*® Solar cells are
electronic devices (consisting of p-n junctions) that convert
light into electricity through the photovoltaic (PV) effect.
Research efforts have led to the development of different cate-
gories of solar cells like single or multi-junction semiconductor
solar cells (Si or GaAs based), thin-film solar cells, quantum dot
solar cells, organic/polymer solar cells, perovskite solar cells,
dye-sensitized solar cells, etc. Flexible, low-weight and trans-
parent solar cells become important in comparison to other PV
technologies for certain applications like foldable mobile/
media player chargers, transparent door curtains, window
shades, etc.’ To attain better performance, these devices
usually employ inorganic quantum dots (SQDs) but it happens
at the cost of environmental and health issues due to the
presence of carcinogenic materials like Cd, Pb, etc. in SQDs.**
In this situation, the low cost and eco-friendly fluorescent CQDs
are the best alternative to SQDs. CQDs exhibit large absorption
coefficients, broad absorption spectra,”* and good photo-
induced electron transfer/charge separation ability and large
two-photon absorption cross-section.’*® These characteristics
make CQDs important contestants for photovoltaic applications
where they can be used as light absorbers to generate e-hole
pairs,”* electron acceptors/donors, electron sinks (which
effectively transfer electrons and prevent the electron-hole pair
recombination), or hetero-junction-forming charge dissocia-
tion sites, which make them work as charge carrier sources,
etc.”®®”” Due to these features, CQDs have been used in
different functional layers of solar cells: electron-transporting
layers (ETL), active absorbing layers, hole-transporting layers

RSC Adv, 2022, 12, 4714-4759 | 4741
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from ref. 131 with permission from Elsevier, Copyright 2019).

(HTL), dopants in the active layer, and as an interlayer spacing
simply to align and adjust the energy levels of other compo-
nents."”® As a result, CQDs-based solar cells are expected to
display superior performance. This article reports two recent
reviews'**?® that deal with the role of CQDs in specific types of
solar cells. However, the present section is not restricted to any
specific type but rather discusses the various possible roles of
CQDs in different types of solar cells exploited by the
researchers.

5.1 CQDs as energy down-shift (EDS) material

The solar spectrum that reaches the earth's surface ranges from
250-2500 nm. To exploit the extreme potential of solar energy,
the solar cell must absorb the maximum spectrum, but in
practical scenarios, it is difficult to achieve specifically when
considering UV radiation. For instance, UV radiation coming
from the sun degrades the sensitizer of the DSSCs and hence
affects its long-term stability, especially when Ru-free dyes
(indoline dyes D149, etc.) are used. Poor long-term stability is
the major drawback of the DSSCs." At the same time, Ru-free
dyes are highly desired for cost-effective and environmentally
friendly photovoltaics systems. Thus, various strategies have
been developed to address such concerns. One of the commonly
used techniques for such purposes is to use energy down-shift
(EDS) materials. EDS materials absorb UV photons and in
turn generate low-energy photons. CQDs are among the
emerging EDS materials due to their low cost, simple synthesis,
good absorbance in the UV region and emission in the visible
spectrum, and eco-friendliness. As such, the use of CQDs is one
of the very practical approaches to efficiently utilizing the high-
energy radiation of the solar spectrum. The application of CQDs
in the DSSCs as EDS converts the incident UV into visible light,
which is then absorbed by the sensitizer layer. This not only
protects the DSSCs from UV radiation but also improves the
external quantum efficiency (EQE) in the range of 300-
400 nm."*

In 2015, Xugen Han et al. prepared highly luminescent CQDs
(QY up to 84.8%) through a hydrothermal method from citric
acid (carbon source) and ethylenediamine (nitrogen source),
together with adding moderate ammonia water (AW) to achieve

4742 | RSC Adv, 2022, 12, 4714-4759

both an appropriate inner structure and excellent N passivation.
The high-yield CQDs aqueous solutions were mixed with poly-
vinyl alcohol (PVA) aqueous solutions (5 wt%) to obtain the
CQDs/PVA solution. The resultant solution was spin-coated on
the SINW solar cells and heated at 80 °C for 20 min to form the
EDS layers, the thickness of which was adjusted by the spin-
coating times. An effective enhancement of Js¢ and hence the
PCE from 10.85% to 10.96% was observed due to the presence
of the EDS layer. The underlying mechanism of the enhance-
ment is attributed to the competing result of the deterioration
of the surface reflectance and the optical absorption
redistribution.**®

In 2019, Riaz et al. synthesized N-doped CQDs by a one-pot
hydrothermal method wusing citric acid and 2,3-di-
aminonaphthalene (DAN) and applied them as EDS in DSSC.
The average size of the synthesized CQDs was 5 nm and QY of
70%. These CQDs absorbed the UV radiation coming from the
sunlight and emitted a green wavelength (500-550 nm) that was
also absorbed by the active layer of DSSC in addition to the
spectrum already absorbed by it. As a result of more photon
absorption, more carriers were generated and improved Jsc was
recorded. The enhanced absorption of photons was verified by
the EQE test as shown in Fig. 18(a); consequently, the PCE of the
DSSC was enhanced after the incorporation of CQDs as shown
in Fig. 18(b). The highest recorded PCE was 8.2% for CQD-3 in
comparison to 7.3% for CQD-0. After 3 weeks, the PCEs of CQD-
0 and CQD-3 were observed to be 2.1% and 6.3%, respectively,
which signifies that the CQDs layer significantly resists the
photodegradation of sensitizers. The employment of CQDs not
only improved the efficiency by ~10% but also enhanced the
stability of the solar cell.***

In the same year, 2019, J. E. Pelayo-Ceja et al. synthesized
CQDs by an electrochemical method and wused poly-
methylmethacrylate (495 PMMA A2 from Microchem) as the
matrix for the dispersion of these CQDs because of its high
transparency (93%), low fragility, high weather- and UV-
resistance and excellent thermal insulation. The resultant
PMMA and CQDs solution was spin-cast on the commercially
available solar cell. The result indicated that the PCE of solar
cells improved by 4.6% upon the incorporation of CQDs. The

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Copyright 2022).

enhancement in the cell efficiency was mainly in the range 300-
480 nm due to the improved absorption of incident sunlight by
the down-shifting nanostructures (CQDs) present on the inci-
dent surface.™

In 2020, Mumtaz Ali et al. coated (layer by layer self-
assembled uniform coating) eco-friendly red-emissive hollow
nitrogen-doped CQDs (NR-CQDs) as an efficient energy-down
shifting layer on crystalline silicon solar cells (c-Si SC). A
unique hollow and conjugated structure of NR-CQDs was
designed to achieve a large Stokes shift of around 255 nm (UV
excited - red emission) that caused the PCE to increase by
5.8%.'%

In 2021, Tiezheng Lv et al. coated a luminescent and anti-
reflective (AR) silica layer on the top glass of a solar panel for
solar panel encapsulation by utilizing the covalent bonding
between CQDs and porous silica matrix. They found that the
PCE of the solar panel was enhanced from 20.76% (only AR
coating) to 20.94% (AR-CQD coating) due to the improvement in
the short circuit current Isc. Improved Igc is attributed to the
higher EQEs by the AR-CQD coating in the UV range (300-400
nm) in contrast to only AR-coated film. However, in the rest of
the spectrum, the role of the CQDs was not prominent. EQE was
even slightly lower at longer wavelengths in AR-CQD film,
probably due to the surface scattering caused by the aggregated
CQDs inside porous silica as shown in Fig. 19. The results
revealed that the inclusion of CQDs was compatible with the
standard AR process of photovoltaic glass with no additional
cost and provided a better means for solar panel encapsulation
with enhanced performance.™*

5.2 CQDs as sensitizers or co-sensitizers

Sensitizers are photosensitive materials that absorb incoming
light and transfer the excited electrons to the neighbouring
molecules. Numerous inorganic and organic/metal-free dyes/
natural dyes like N3, N719, N749 (black dye), K19, CYC-B11,
C101, K8, D102, SQ, Y123, Z907, Mangosteen, and many more
have been utilized as sensitizers in DSSCs.** Among the various

© 2022 The Author(s). Published by the Royal Society of Chemistry

available dyes, Ru-based sensitizers (dyes) are typically
employed in most of the advanced DSSCs because these dyes
have carboxylate ligands that anchor the dye to TiO, and thus
offer extraordinary stability when being adsorbed on the TiO,
surface.'?>1>?

Ru-based sensitizers generally offer superior performance
and possess the capability to provide highly efficient DSSCs
but their synthesis is often time-consuming, relying on the Ru-
metal centre which is rare and expensive, and the range of
application of Ru dyes is limited to DSSCs."**'** Thus, they are
not suitable for cost-effective and environmentally friendly
photovoltaic systems and consequently, metal-free organic
dyes are developing at a fast pace to address the mentioned
challenges. Metal-free organic dyes have low cost, are envi-
ronmentally friendly and have higher absorption coefficient
(one order of magnitude higher than Ru complexes), but the
efficiencies based on these devices are lower as compared to
those based on Ru dyes and these dyes exhibit poor stability
under elevated temperatures.”” As a consequence, there is
a constant search for more suitable and effective sensitizers or
co-sensitizers for solar cells. As such, many researchers have
employed CQDs as sensitizers or co-sensitizers as novel
materials because of their low cost, sustainability and eco-
friendliness.'**

In 2012, Peter Mirtchev et al. synthesized the CQDs (sp”
hybridized core capped with hydroxyl, carboxyl, and sulfonate
groups) and applied them as the sensitizer on the photo-anode
of nanocrystalline TiO, solar cells. These surface functional
groups enabled the coordination of CQDs to TiO, in the same
fashion as done by the carboxylate ligands of the dye and
enhanced the PCE of DSSC to 0.13% in comparison to 0.03%
(non-sensitized nano-crystalline TiO,). The enhancement is
attributed to the broad absorption spectrum throughout the
visible region. Still, the current density, Jsc, reported in their
study was much lower than the value routinely obtained
through Ru sensitizer solar cells. The reason for the lower
current density was proposed to be the different emission trap
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sites available on the CQDs surface that serve as the recombi-
nation centres.***

In 2016, Wang et al. synthesized the nitrogen-doped CQDs
from citric acid and ammonia through a direct pyrolysis
method for different mass ratios. The absorption was maximal
for the mass ratio of 1 : 4 for ammonia : citric acid with a QY of
~36%. These CQDs were used as the sensitizer in the fabrica-
tion of TiO,-based solar cells with a PCE of 0.79% under 1 sun
illumination (AM 1.5). It was the highest recorded PCE for
CQDs-based DSSCs at that time. Their group concluded that the
enhanced performance of the solar cell was due to the enriched
absorption of CQDs/TiO, in the visible spectrum and more
electron transfer from CQDs to the conduction band of TiO,."**

In 2017, Quanxin Zhang et al. grew CQDs in situ from citric
acid and ethylene-diamine on the TiO, surface through the
pyrolysis method to form a hybridized CQD/TiO, photo-anode.
This photo-anode was used in the solar cell and an excellent
PCE of 0.87% was observed, which was higher than all of the
reported PCEs of CQD-based solar cells at that time through the
adoption of a simple post-adsorption method. This CQD layer
enhanced the absorption and reduced the PL of the CQD/TiO,
layer, which resulted in more electron-hole pair generation and
the transfer of carriers to the TiO, layer, respectively. As a result,
the overall PCE of the fabricated solar cell was increased.™’

(b) Sy 550 -s.saLUMO (d)
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The band alignments of TiO, and CQDs are suitable for
causing the injection of photo-generated electrons of CQDs into
the conduction band of the adjacent TiO, in intimate contact.**®

In 2019, Bhavita Mistry et al. prepared un-doped CQDs
(quantum yields 5.2%) and nitrogen-doped CQDs (quantum
yield 9.8%) and used them as green sensitizers in the fabrica-
tion of TiO,-based quantum dot solar cells. They observed that
the presence of nitrogen in CQDs facilitated photo carrier
injection in the TiO, layer that improved the photocurrent of
the solar cell device and the highest PCE of 0.56% was recorded
(for 0.25% nitrogen-doped CQDs), which was almost double
that of the PCE of the un-doped CQDs solar cell (0.30% PCE)
when measured under 1 sun. They further noted that the PCE
(0.25% nitrogen-doped CQDs) was almost doubled (PCE 1.20%)
under a low light intensity of 0.1 sun illumination (AM 1.5)."*

In 2020, Qiming Yang et al. synthesized N-CQDs using
hydrothermal methods for different durations (0.5, 1, 2, 4, 8, 16
hours) as shown in Fig. 20(a). Each of these N-CQDs possessed
different characteristics (Fig. 20(b)) and they were employed as
co-sensitizers in DSSCs (N719 dye) fabricated by the group;
enhanced performance was observed for all the solar cells. One
of the fabricated devices exhibited the highest PCE, up to 9.15%
(with N-CQDs synthesized for 2 hours) under irradiation at one
standard sun (AM 1.5), which was much higher than the 8.5%

—0.5h
——1h
——2h
———4h
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w16h
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T T
0.2 0.3
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0.1 0.5

ntum dots (CQDs) by a hydrothermal method and images of nitrogen-

doped carbon quantum dot (N-CQD) aqueous solutions synthesized at different heating times under UV light irradiation. (b) The energy level of
N-CQDs with different heating times. (c) Energy level distribution and charge transfer processes at the interface. (d) Characteristic photocurrent
density—voltage (J-V) curves for N-CQDs sensitized solar cells under simulated sunlight (AM1.5, 100 mW cm™2) (this figure has been adapted/

reproduced from ref. 140 with permission from MDPI, Copyright 2020).
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efficiency of the controlled device without N-CQDs as shown in
Fig. 20(c) and (d). The enhancement was attributed to the
following: (i) the energy levels of N-CQD match well with the
energy levels of TiO, and the reduction potential of I/,
therefore, the electrons can inject into the TiO, but not into the
electrolyte, thus serving as an electron-blocking layer. (ii) The N-
CQDs, under photoexcitation can serve as charge transfer
antennas to receive and transmit energy to the N719 dye
through the Forster resonance energy transfer (FRET) mecha-
nism. Consequently, this mechanism significantly enhanced
the light absorption ability of the device. (iii) Optimized N-CQDs
exhibited excellent up-convention luminescence, which broad-
ened the absorption spectrum of the device and enhanced the
light-harvesting ability in the long-wavelength range.**®

5.3 CQDs as an electron transport layer (ETL)

The purpose of an ETL between the active layer and the cathode
is to extract electrons from the active layer towards the cathode
and reduce the recombination of free electrons and holes on
defects that exist on the interface (active layer and cathode).
TiO, and ZnO films are widely used metal oxide ETLs in
perovskite solar cells (PSCs). To date, TiO, has been used as an
ETL in most reported PSCs and is also widely applied as the ETL
in DSSCs. TiO, has a favourable band edge (HOMO/LUMO)
position (—7.63 eV/—4.4 eV) for the extraction and injection of
charge carriers, facile fabrication and, most importantly, low
cost. However, low electron mobility, a high density of trap
states below the conduction band (CB), and relatively high
processing temperatures are significant problems. Some of the
issues of TiO, are addressed by ZnO as it has a conductivity
several orders of magnitude that of TiO,, thus significantly
minimizing the recombination losses and it also does not
require high-temperature processing. However, ZnO also has
degradation problems like TiO,, which reduces the device
stability.*****> They came across another ETL material, namely
tin oxide (Sn0O,), which appears as a possible alternative to both
ZnO and TiO, in certain aspects. SnO, requires low-temperature
processing, high electron mobility, adequate HOMO/LUMO
position, excellent stability, and high transparency in the
visible and near-infrared regions. However, metal oxide ETLs

(a)

Fig. 21

View Article Online

RSC Advances

(TiO,, ZnO, SnO,) are chemically and physically more stable
than organic ETLs but have a relatively higher population of
defects and traps on the surface as compared to organic ETLs."*

CQDs are emerging among the various organic materials as
favourable ETL due to their photo-stability, low toxicity, good
electron extraction capability, easy bandgap tunability, etc.
CQDs as ETLs are employed by researchers in two ways: (i)
completely replacing the existing ETL, or (ii) co-mingling with
the existing ETL to improve its performance.

In 2016, Lingpeng Yan et al. synthesized the CQDs by
chemical vapour deposition (CVD) in an Ar atmosphere using
C,H, as the carbon source, having an average diameter of
3.5 nm. Their group fabricated the solution-processed organic
solar cell (ITO/PEDOT:PSS/donor:acceptor/CQDs/Al) with CQDs
as the ETL as shown in Fig. 21. The results indicated that the
optimized PCE of P3HT:PCq,BM, PTB7:PC¢;BM and PTB7-
TH:PC,,BM devices using CQD as ETLs reached 3.11%, 6.85%
and 8.23%, respectively, which are comparable with the LiF (as
ETL)-based devices. CQDs-ETL offered lower resistance and
thus a better interfacial connection between the Al electrode
and the active layer. This lower interfacial resistance and better
electron injection resulted in excellent device performance. The
long-term thermal stability of these devices having CQDs-ETLs
was also improved significantly due to reduced diffusion of
CQDs in the active layer.**®

In 2017, Hao Li et al. synthesized CQDs through a one-step
alkali-assisted ultrasonic chemical method from glucose.
Their group used the CQDs/TiO, composite layer as the ETL in
planar n-i-p hetero-junction perovskite solar cells and boosted
the PCE to 18.89%.

The presence of CQDs enhanced the electronic coupling
between the CH;NH;PbI;_,Cl, and TiO, ETL interface, which
improved the electron transport property (charge extraction and
injection) at TiO,/perovskite (from perovskite to TiO,). This
resulted in enhanced short-circuit current density (Jsc), open-
circuit voltages (Voc)."**

In 2019, Xiaomeng Zhu et al. built a planar heterojunction
(PHJ) CH3NH;3PbI; perovskite solar cell using CQDs-doped
PCBM as the electron transport layer having device structure
FTO/PEDOT:PSS/MAPbI;/PCBM:CQDs/BCP/Ag. The doping
with CQDs led to a PCE of 18.1% in comparison to 13% PCE
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(a) Organic solar cell device structure with CQDs (C in C-CQDs indicates the carbon vapour deposition method). (b) Energy level diagram

of the solar cells with CQDs as ETLs and P3HT:PCg;BM, PTB7:PC4:BM or PTB7-Th:PC7,BM as the active layer (This figure has been adapted/
reproduced from ref. 143 with permission from Elsevier, Copyright 2016).
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(a) Energy level diagram of PTB7-Th:PC71BM solar cells. The work-functions of ITO, ITO with PEl, and ITO with CQD-doped PEIl were

measured by Kelvin probe force microscopy. (b) A diagram of the summarized concept; CQD-doped PEl induced a stronger internal field due to
the lower work-function. This strengthened internal field induced better exciton dissociation efficiency. (c) The J-V characteristics of PTB7-
Th:PC71BM solar cells with pristine PEl and CQD-doped PEI with various doping ratios. (d) EQE curves of PTB7-Th:PC71BM solar cells with
pristine PEl and CQD-doped PEI with various doping ratios (this figure has been adapted/reproduced from ref. 146 with permission from Elsevier,

Copyright 2021).

(39.2% increment) of the pure PCBM-based devices. Also, the
CQD doping improved the long-term stability of perovskite solar
cells by preventing the diffusion of I".'*

In 2021, S. Park et al. synthesized CQDs having NH, ligands
using neutral red powder and ethylene-diamine from micro-
wave irradiation. They incorporated these CQDs in different
ratios in the polyethyleneimine (PEI) layer of fabricated solar
cells (ITO/CQD-doped PEI/PTB7-Th:PC;;BM/Mo00O;/Ag). The
purpose of the PEI layer in solar cells is to modify (reduce) the
work function of ITO, and the presence of CQDs in PEI
enhances this effect as shown in Fig. 22(a) and (b). As a result,
the incorporation of CQDs in PEI effectively enhanced the
performance of all the solar cells (different CQD concentra-
tions). The effects of CQD concentration on Jsc and % EQE are
shown in Fig. 22(c) and (d). The highest PCE recorded was
9.468% for 2% CQDs in comparison to PCE of 8.549% for
pristine PEI layer-based solar cells. Their group concluded
that the enhancement of solar cell efficiency could be attrib-
uted to (i) the improved electron transport properties as
a result of CQD doping and (ii) the increase in the exciton
dissociation probability due to the strengthened internal
field."*

5.4 CQDs as the hole transport layer (HTL)

In order to facilitate more efficient charge separation and
prevent interfacial recombination within these devices, HTLs
have been employed to obtain high-performing devices. The
most widely used HTL is PEDOT:PSS but its strong acidity and

4746 | RSC Adv, 2022, 12, 4714-4759

hygroscopicity reduce the device stability. In addition, its
insulating nature reduces the electrical conductivity and hence
reduces the device performance.”” The inorganic semi-
conductor materials-based HTLs are known for improved device
stability but they suffer from the problem of high
manufacturing cost. Therefore, CQDs are the best alternatives
that offer a win-win situation over the said materials.**>**

In 2016, Sofia Paulo et al. synthesized CQDs from citric acid
and p-phenylenediamine using a hydrothermal approach. The
cyclic voltammetry measurements confirmed that the HOMO
and LUMO energy levels of CQDs are suitable for hole transfer
and electron blocking from the perovskite to CQDs. They used
CQDs as the HTM (hole transport material) for perovskite solar
cells for the very first time in MAPI (methylammonium lead
iodide) solar cells and observed a PCE of 3%. This efficiency was
quite low in comparison to the PCE of 8.06% observed with
another similar device fabricated using spiro-oMeTAD as the
HTL. This poor performance of CQDs as HTL-based devices was
due to the poor perovskite coverage over the mp-TiO, surface, as
revealed by ESEM analysis of the devices.™®

In 2021, a new approach was proposed by Duong et al,
utilizing the potential of both PEDOT:PSS and CQDs. Their
group synthesized the N-CQDs (nitrogen-doped) using a sol-
vothermal process and O-CQDs (oxidised) using a chemical
oxidation method and studied their impact as HTL on the
performance of fabricated solar cells in the presence of
PEDOT:PSS. They found that the performance of solar cells
improved when CQDs were incorporated and the highest PCE of

© 2022 The Author(s). Published by the Royal Society of Chemistry
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Fig. 23 OPV device performance and characterization. (a) Energy band diagram of the OPV device. (b) Current vs. potential (J-V) curves (inset:
OPV device with the structure ITO/PEDOT:PSS/active layer/TiO,/Al). (c) Photovoltaic response, and (d) EQE spectra of OPV devices (this figure
has been adapted/reproduced from ref. 149 with permission from Elsevier, Copyright 2021).

8.57% was recorded with N-CQDs in comparison to 8.17% for O-
CQDs and 7.26% in the absence of CQDs, as shown in Fig. 23.
The incorporation of N-CQDs in PEDOT:PSS drastically (i)
reduced the resistance, (ii) increased the work function, (iii)
modified the surface energy, and (iv) smoothed the surface
morphology of PEDOT:PSS. Moreover, it weakened the

electrostatic interaction between PEDOT and PSS, which resul-
ted in the m—m stacking of PEDOT and the hydrophilic inter-
action of PSS with N-CQDs as shown in Fig. 24. The interactions
in the presence of N-CQDs were quite strong in comparison to
oxidized CQDs (O-CQDs). The combination of PEDOT:PSS and
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(a) Potential energy scan for each pair of N-CQD/PEDOT and O-CQD/PEDOT; (b) - stacking of PEDOT with N-CQDs and elec-

trostatic interactions of PSS with N-CQDs (this figure has been adapted/reproduced from ref. 149 with permission from Elsevier, Copyright 2021).

© 2022 The Author(s). Published by the Royal Society of Chemistry

RSC Adv, 2022, 12, 4714-4759 | 4747


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d1ra08452f

Open Access Article. Published on 08 February 2022. Downloaded on 4/25/2026 11:50:13 AM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

View Article Online

Review

Table 3 Performance characteristics of the P3HT:CQDs based bulk heterojunction solar cells (this table has been reproduced from ref. 151 with

permission from Elsevier, Copyright 2018)

Device structure Voc (V) Jsc (mA em™2) FF PCE (%)
ITO/ZnO/P3HT/M00;/Al 0.55 0.27 0.52 0.08
ITO/ZnO/P3HT:C—CQDS/MOO3/A1(2.5%) 0.60 0.64 0.57 0.22
ITO/ZnO/PSHT:C-CQDS/MOO3/A1(5%) 0.62 0.77 0.60 0.29
ITO/ZnO/P3HT:C—CQDS/MOO3/A1(10%) 0.63 0.62 0.61 0.24
ITO/ZnO/P3HT:H—CQDS/MOO3/A1(5%) 0.56 0.36 0.50 0.10
mg/mi 8= P3HT
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Fig. 25 (a) PL spectra of P3HT (10 mg ml™), C-CQDs (1 mg ml™) and P3HT:C-CQDs (P3HT: 10 mg ml™, C-CQDs content: 0, 2.5, 5, and 10 wt%
vs. P3HT) composite films at an excitation of 450 nm. (b) UV-Vis absorption spectra of P3HT and P3HT:C-CQDs (1 : 5%) in the solid state (this
figure has been adapted/reproduced from ref. 151 with permission from Elsevier, Copyright 2018).

N-CQDs enhanced the charge extraction and charge injection,
resulting in the improved performance of the solar cells."*

5.5 CQDs as donor/acceptor

Many reports are available where CQDs have completely
replaced the fullerene derivatives as acceptor materials in
photovoltaic devices."** Some research groups have considered
the incorporation of CQDs in the active layers as “CQDs as
acceptor” material but in this review, we have categorised it as
“CQDs as dopant”, where CQDs may either accept or donate
electrons.

In 2015, Feng et al. synthesized CQDs, by a hydrothermal
method, having an average diameter of 6.2 nm and a pretty
good QY of 12.1%. Their group noticed that the PL of P3HT
was quenched drastically upon the incorporation of the
synthesized CQDs in P3HT (mass ratio 1 : 1). The quenching
was attributed to the transfer of electrons from the P3HT to
CQDs; i.e., the CQDs accepted electrons from the photo-
excited P3HT. The adequate charge transfer takes place
because the bandgap energies of the CQDs align well with
those of the P3HT.***

In 2018, Bo Cui et al. synthesized C-CQDs by chemical
vapour deposition (CVD) in an Ar atmosphere using C,H, as
a carbon source, having an average diameter of 3.5 nm. Their
group fabricated the solution-processed inverted organic solar
cell (ITO/ZnO/P3HT: C-CQDs/Mo0O;/Al), where P3HT acted as
a donor with C-CQDs as an acceptor. The amount of the C-
CQDs in the active layer was varied as 0, 2.5, 5.0 and 10 wt%
(ratio to P3HT) and the performances of all the solar cells were
compared. The photo-induced charge transfer occurred

4748 | RSC Adv,, 2022,12, 4714-4759

between P3HT and C-CQDs because photoluminescence
quenching was seen in the P3HT:C-CQDs composite film. It
was recorded that V¢ and FF increased with the increase in C-
CQDs concentration and reached the maximum value for
10 wt% CQDs. Likewise, Jsc also increased with C-CQDs
concentration but reached its maximum value for 5 wt% C-
CQDs and then decreased, and the highest PCE was exhibi-
ted by 5 wt% C-CQDs based solar cells.”* The effects of C-
CQDs concentration on the performance of solar cells is
shown in Table 3.

The PCE of this device was 0.29%, which was ~2.5 times
higher in comparison to the device without using C-CQD
(0.08%)."** The enhancement in the performance of solar cells
in the presence of C-CQDs is attributed to the improved
absorption by the C-CQD:P3HT composite film and efficient

50 nm

Fig.26 (a) FETEM image of P3HT:C-CQDs composite films (1 : 5%). (b)
FETEM image of P3HT:H-CQDs composite films (1 : 5%) (this figure
has been adapted/reproduced from ref. 151 with permission from
Elsevier, copyright 2018).
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charge transfer from P3HT (donor) to C-CQDs (acceptor) as
shown in Fig. 25.

They also compared the performance of the hydrothermally
synthesized CQDs (H-CQDs) and found the PCE of only 0.1% for
5 wt% H-CQDs. The inferior performance with H-CQDs was due
to the aggregation (poor dispersion) of H-CQDs in the P3HT
matrix,"** which was seen via the FETEM image shown in
Fig. 26.

In addition to the acceptor, CQDs can function well as
electron donors or co-electron acceptors when coupled with the
PCBM fullerene derivatives. In 2016, Alberto Privitera et al.
synthesized N-CQDs functionalized with different thiophene-
containing groups. The functionalization was done to (i)
enhance the electron-donating ability of the CQDs and (ii)
improve their solubility in nonpolar solvents. They demon-
strated that the PL of a thin film of the CQD:PCBM blend gets
quenched significantly due to the transfer of electrons from
CQDs (donor) to the PCBM (acceptor), which was verified by
electron paramagnetic resonance (EPR). With the help of time-
resolved EPR spectroscopy, they also observed that different
functionalization derivatives on CQDs modified the charge
transfer efficiency of the CQD:PCBM blend." At present, very
few studies exist that focus on the CQDs as electron donors and
thus it offers wide room for further investigation to exploit its
full potential.

5.6 CQDs as a dopant

Doping is a very frequently used technique to modify the
optoelectronic properties of the base material. Reports have
revealed that CQDs can be alternative eco-friendly dopant
materials for commercial solar cells in the near future. In 2018,
Bo Cui et al. synthesized CQDs by chemical vapour deposition
(CVD) in an Ar atmosphere using C,H, as a carbon source
having an average diameter of 3.5 nm. Their group fabricated
the solution-processed organic solar cell (ITO/ZnO/
P3HT:CQDs:PC¢;BM/M00;/Al), with P3HT as the donor,
PC4,BM as the acceptor and CQDs as the doping material
(varying doping concentrations 0, 0.025, 0.05, 0.075 and
0.1 wt%). They observed that the PCE efficiency increased from
3.3% to 3.67% (11% enhancement) as the dopant (CQDs)
concentration increased from 0 to 0.075 wt%, but the PCE
decreased to 3.55% with a further increase in the doping
concentration to 0.1%. The enhancement in PCE is attributed to
(i) the absorption and scattering by well-dispersed CQDs in the
active layer, which might improve Js¢, and (ii) the lower series
resistance of the device doped with CQDs that improved Jsc and
the fill factor (FF).***

In 2021 Kiran et al. fabricated DSSCs and found that the PCE
of the cell was boosted to 8.75% after doping the active layer
with synthesized N-CQDs (co-active layer) under single-sun
irradiation. The incorporation of the N-CQDs in the photo-
active layer synergically enhanced the absorbance and reduced
the recombination between the photo-anode and electrolyte.
They also employed the N-CQDs as sensitizers and co-
sensitizers in DSSCs and consequently, enhanced perfor-
mance was also observed in both cases. The maximum

© 2022 The Author(s). Published by the Royal Society of Chemistry
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enhancement was demonstrated when N-CQDs were applied as
the co-active layer. A large number of anchoring sites for dyes,
highly conducting photo-anode, fast charge carrier trans-
portation, and inherent light-emitting photo-fluorescent prop-
erties of N-CQDs in mesoporous titania were considered to be
responsible for this enhancement."*

A comparative study of the effects of CQDs on the perfor-
mances of different types of solar cells is summarized below in
Table 4.

6. CQD-assisted white LEDs (WLEDs)

The CQDs have broad emission characteristics (full width half
maxima > 80 nm) in comparison to the commercial rare-earth
phosphors and traditional semiconductor QDs that exhibit
narrow emission bandwidth. The broad emission exhibited by
CQDs is due to their strong electron-phonon coupling, as well as
highly dispersed particle size."®*** This makes CQDs suitable
materials for application in WLEDs.

The emission spectrum of the WLED spectrum ranges from
400 to 760 nm."*'*® WLEDs, due to their advantages of high
luminous efficacy, high luminance, long lifetime, fast response
speed and energy conservation, have become strong contenders
as future solid-state lighting sources.'*>**>

There are mainly two approaches through which CQD-based
WLEDs are fabricated. In one of the approaches, CQDs are used
as light-converting phosphors that are optically pumped by blue
or UV LED chips (employed as primary light sources) to generate
white light. This type of WLED is sometimes referred to as
phosphor-converted WLEDs (pc-WLEDs). In another approach,
CQDs are used as an emitting layer and the electroluminescence
properties of CQDs are utilized to generate the white light. Here,
the electrons and holes are forced to move into the active CQD
layer by an external voltage and they recombine radiatively. This
type of WLED is sometimes referred to as electroluminescent
WLEDs (e-WLEDs).'*® Interestingly, e-WLEDs exhibit higher
efficiency in contrast to pc-WLEDs.'**

Originally, CQD-based WLEDs were prepared by simply
coating yellow CQDs on blue GaN chips.'®* Due to the lack of
a sufficient red component, these cold WLEDs (correlated color
temperature, CCT > 5000 K) exhibit an inferior color rendering
index (CRI) and the emitted excessive blue light from the chips
is harmful to human retina.'® Thus, a sufficient red emission
component is required to get warm WLEDs (CCT < 4000 K). This
necessitates the employment of red emission CQDs in WLED
and consequently, red CQDs (R-CQDs) are becoming increas-
ingly important. Efficient R-CQDs are crucial for preparing
high-performance warm WLEDs but are rarely reported because
the required larger sizes of sp® m-conjugation domains make
them more susceptible to defect formation and more vulnerable
to environmental perturbation.*®

In 2017, Zifei Wang et al. developed R-CQDs (QY up to 53%)
and used them in combination with their blue-CQD, green-CQD
phosphors and they successfully obtained CQD phosphor-based
warm WLEDs exhibiting CIE coordinates (0.3924, 0.3912), CCT
(3875 K) and CRI (97) as shown in Fig. 27. The highest luminous
efficiency of the optimized warm WLED was 31.3 Im W-1, which
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Fig. 27 (a) Images of blue, green, and red CQD phosphors under sunlight and UV light. (b) Emission spectra of the mentioned CQDs. (c)

Schematic diagram of warm WLEDs consisting of blue, green and red CQDs films. (d) Photograph of the operating warm WLED with brilliant
warm white emission (this figure has been adapted/reproduced from ref. 166 with permission from Wiley-VCH, Copyright 2017).

is comparable to that of semiconductor QD- and rare earth
phosphor-based WLEDs.*** R-CQDs must possess both (i) high
QY and (ii) good solubility in organic solvents for preparing
CQD-based warm e-WLEDs.'®* Therefore, efficient R-CQDs were
widely studied for warm WLEDs (CCT < 4000 K) for both pc-
WLEDs and e-WLEDs.

Single-component white emission CQDs (SCWE-CQDs) have
also attracted intensive attention from researchers for WLED
applications as they can further imitate sunlight to achieve high
color quality white emission. SCWE-CQDs offer advantages
such as no color fading over time, no phase separation and
simple device fabrication procedures.'® SCWE has been real-
ized by surface defect state emission (multiple energy levels)'*®
and -7 stacking effects.*®®

In 2017, Jinyang Zhu et al. prepared white emission carbon
dots (CDs) by introducing hexadecyltrimethylammonium
bromide (CTAB) to modulate the emitting states of CDs (Fig. 27
(a)). The results showed that the QY improved to 12.7% from
5.4% and the long-wavelength intensity of CD-CTAB increased,
indicating that CTAB modification resulted in more contribu-
tions to the surface-related emissions and thus led to the SCWE
properties.’”®

Heteroatom doping groups also contribute to the surface
states in CQDs to realize SCWE due to their different electronic

© 2022 The Author(s). Published by the Royal Society of Chemistry

structures and electronegativities as compared with carbon.
Surface states are also introduced through the doping of
heteroatoms. Since different heteroatoms exhibit different
electronic structures and electronegativities as compared with
carbon, SCWE can also be realized.

In 2016, Sungan Do et al. synthesized nitrogen and sulfur-
doped carbon nanodots (N-CNDs and S-CNDs, respectively).
Upon studying the chemical structure and energy structure of
the N-CNDs and S-CNDs, respectively, they believed that the
excited electrons were transferred from the LUMO to the O, N, S
states, which on de-excitation recombined with the holes in the
HOMO, contributing to the SCWE combined with blue (420
nm)/green (514 nm)/yellow (575 nm) emission.'”* However,
surface defect states limit the efficient charge injection in the
active emissive layer of CQDs, thus limiting the performance of
electroluminescent WLEDs applications. Therefore, efficient
bandgap SCWE-CQDs are needed for their further application.

The 7-7 stacking effect commonly leads to red-shifted and
wider emission peaks for CQDs, which offer an interesting
prospect to realize efficient SCWE with high CRI by simulta-
neously utilizing the fluorescence of individual CQDs and their
aggregations inducing a red-shifting emission band.'*

However, the larger aggregation size of CQDs makes them
prone to self-quenching, which reduces the emission intensity

RSC Adv, 2022, 12, 4714-4759 | 4751
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of red light in the emission spectral region. Therefore, it is
highly essential to overcome self-quenching and also to
increase the aggregation size of CQDs so that the emission
peaks get further broadened and shift the aggregation-induced
emission band at long wavelengths to the red spectral region."”
In 2018, D. H. Kim et al for the first time, realized high-
performance warm CQD based e-WLEDs due to their high-
efficiency bandgap red emission and good solubility. Parts of
the SCWE-CQDs were also used as the active emission layers in
the electroluminescent WLEDs. However, owing to the nature of
the surface defect-state emission, the lower luminescence, and
carrier transfer performance, the efficiency of these kinds of
WLEDs were lower."”?

If the CQDs possess fluorescence and phosphorescence
simultaneously, not only can they achieve ultra-broad emission
peaks, they could also improve the theoretical maximum effi-
ciency in electroluminescent WLEDs. In order to achieve that,
we need to introduce such heteroatoms as N, O, S and P into the
luminescent skeletons to facilitate the intersystem crossing,
and to modulate the aggregation behaviors to suppress the non-
radiative dissipation.'®®

In 2019, Ting Yuan synthesized blue-yellow fluorescence-
phosphorescence dual emissive carbon nitride quantum dots
(W-CNQDs) that resulted in 25% white emission efficiency,
which is the highest value among white-emitting materials to
date. Experimental and theoretical investigations revealed that
the carbonyl groups at the rim of the W-CNQDs play a key role in
promoting intersystem crossing and inducing intermolecular
electronic coupling, affording intensive
phosphorescence.”*

yellow

7. Conclusion and future prospects

In this feature article, we have portrayed the recent progress in
the field of CQDs, focusing on their structures, synthetic
methods, surface modification, doping, optical characteristics,
luminescence mechanism, and application in the field of
photovoltaics.

CQDs have a core-shell structure in which the core can be
either graphitic crystalline (sp*) or amorphous (mixed sp*/sp?).
Most researchers have reported graphitic crystalline (sp?) cores.
The type of core depends on the synthesis parameters (synthesis
method, precursors, solvent, reaction time, temperature, pH,
etc.). The shells of CQDs are typically amorphous, consisting of
functional groups such as oxygen-based or amino-based groups,
polymer chains, etc., depending on the starting materials or
dopant species. Citric acid is currently the most commonly used
precursor and it has produced CQDs with high QYs (refer to
Table 1). Among the various synthesis methods, the bottom-up
routes are cost-effective and eco-friendly but offer poor control
over the size of CQDs. On the other hand, the top-down routes
offer some room for size control of CQDs but they are expensive.

The optical properties of CQDs are extremely fascinating and
they can be easily altered by various means. As per the above-
detailed investigation, the following observations were made.
(i) Surface engineering (functionalization or passivation) and
doping/co-doping of heteroatoms (N, B, F) have been extensively
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practised by many researchers and are proven to be effective in
enhancing the QY of CQDs to a large extent. (ii) The inclusion of
heteroatoms (either in the CQD core or functionalized around
the periphery), leads to a bathochromic shift in optical prop-
erties (both absorbance and emission). (iii) Synthetic parame-
ters and the type of dopant have a tremendous influence on the
ultimate QY of the synthesized CQDs. High QYs, above 90%,
have been reported (blue emission) in N-doped CQDs after
optimizing various synthetic parameters. However, the expla-
nations for the upgrade in the QY of the doped/co-doped CQDs
in contrast to the undoped CQDs have not been completely
assessed by many researchers. The QY and PL are extremely
important parameters in assessing the utility of CQDs in
applications like photovoltaics, bio-sensing, bio-imaging, etc.

The photoluminescence mechanisms have been reviewed in
detail in this article to clarify the origin of their photo-
luminescence and excitation-dependent emission. Vast
numbers of papers have been published in the past fifteen years
on the CQD synthesis by different techniques and different
starting materials, and contrary behaviours have been observed.
Therefore, the mechanisms reported in the literature cannot be
claimed as general, but they can be applied to a specific subset
of CQDs. Three mechanisms have been reported: (i) core state
(size-dependent emission or quantum confinement (QC) effect),
(ii) surface state and (iii) molecular state. The core state model
is suitable for describing the emission from crystalline CQDs,
where the dimensions of the core or the presence of graphitic
nitrogen cause the redshifting of the optical properties. It is
difficult to control the size of the conjugated m-domains in
CQDs, thus the quantum size effect is not easy to use to
modulate the color-emission from CQDs. Though some
researchers give strong evidence for QC theory, several pub-
lished papers do not have the data to support this theory, thus it
is not the most common theory. According to the surface states
model, emission originates from the surface states. The func-
tional groups and heteroatoms on the CQDs create the surface
states within the bandgap. Different functional groups on CQDs
have different structural configurations and hence different
energy states and consequently, a large number of transition
modes. Different states play dominating roles under different
excitations and result in excitation-dependent emission.
Controlling the surface states is the most primary and easy
method to modulate the color emission from CQDs in which N-
related functional groups have been very effective. As such, this
theory has been proposed very frequently as seen in the above
literature review, and has received general acceptance. Accord-
ing to the molecular model, fluorescent molecular fragments
formed during CQD synthesis are responsible for the emission.
Many research articles give strong evidence in support of this
theory but the scope of this explanation is limited to specific
organic carbon precursors such as citric acid and also it fails to
completely explain the excitation dependent emission. There
are few reports on the use of molecular state mechanisms to
modulate the color-emission from CQDs because reactions are
difficult to control. The contradiction in the literature reflects
variations in the CQDs' properties based on the preparation
methods.

© 2022 The Author(s). Published by the Royal Society of Chemistry
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The enormous surface area, good conductivity, and quick
charge transfer of CQDs enrich them with extraordinary
potential for photovoltaic application. CQDs have been used as
sensitizers/co-sensitizers, energy downshifting layers (EDSL),
electron transporting layers (ETL), hole transport materials
(HTM) in different solar cells, and their presence has improved
the overall performance of solar cells (as shown in Table 4).
CQDs in the solar panel encapsulation layer has shown
enhancements in the performance of solar panels.

R-CQDs are necessary for the fabrication of warm WLEDs
whose emission is closer to pure white light. Bandgap SCWE-
CQDs with high QYs and solubility are urgently required for
improved luminescence and carrier transfer performance of
SCWECQD-based electroluminescent WLEDs. Room temperature
phosphorescence and thermally-activated delayed fluorescence
are required to successfully realize highly efficient e-WLEDs.

Although intense research has been conducted in the last
fifteen years on CQDs, many challenges need to be resolved for
the widespread adoption of CQDs. (1) It is critical to synthesize
CQDs of desired structure and size because precise control over
various synthesis parameters is required, which is hardly
available to date with a few exceptions. As such, there is a need
to develop the manufacturing processes to efficiently control
the core structure or the chemical composition of the emitting
surface centres. This will allow (i) the precise tuning of color
emission and QY on a large scale, (ii) large-scale production of
CQDs that will lead to the rapid growth of CQDs-based
commercial applications, and (iii) a better comprehension of
the emission mechanism. (2) The large degree of inconsistency
within the literature, related to the material's classification,
synthesis approach, purification, and subsequent character-
izations of the CQDs properties hinders the progress of the
CQDs field. Consistency in the said areas is a must for precise
comparative study and appropriate conclusions. (3) The CQDs
have low values of QY except for some limited cases and the QY
are even lower or compromised when measured at longer
wavelengths. Efforts must be made to extend the spectrum of
CQDs, especially in the near-IR region, which will create
opportunities for CQDs to find widespread applications
including organic bioelectronics. (4) Though the incorporation
of CQDs has improved the performance of solar cells, their true
potential has not been realized yet due to insufficient knowl-
edge of the charge transfer mechanism associated with CQDs.
Thus, profound knowledge of charge transfer dynamics is
needed for fabricating high-performance CQDs-based solar
cells. (6) Though R-CQDs have been reported by many
researchers, long-wavelength emission and high QYs of these
CQDs are difficult to realize, which are necessary for achieving
warm WLEDs of high color quality. Despite these challenges,
CQDs hold a bright future as an alternative to conventional
fluorescent materials and seem to be the leading material in the
near future for commercial solar panels.
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