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Carbon dots (CDs) are a rapidly progressing class of nanomaterial which show promise towards applications
in solar energy conversion due to their low toxicity, favorable electrochemical properties, and tunability. In
recent years there have been a number of reported CD syntheses, both top-down and bottom-up methods,
producing a diverse range of CDs with intrinsic properties dependent on the starting materials and utilized
dopants. This work presents a citrate buﬀer-facilitated synthesis of nitrogen-doped carbon dots (NCD) and
explores the impact of urea concentration on observed electrochemical and optical properties. Optical
absorbance and quantum yield of NCDs were found to increase with the dopant concentrations present
in the hydrothermal reaction mixture. Electrochemical analysis demonstrates that increased nitrogen
content results in the shifting of carbon dot oxidation potentials without the need of post-synthesis
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surface modiﬁcations. Over the range of molar ratios of dopant-to-citrate tested, the oxidation
potentials of NCDs shifted up to 150 mV towards more negative potentials. X-ray photoelectron
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spectroscopy conﬁrms the addition of pyrrolic and pyridinic nitrogen at diﬀerent levels in diﬀerent
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batches of NCDs, which are likely the source of the observed changes.

Introduction
Carbon dots (CDs) are an emerging class of carbon-based
nanomaterial rapidly gaining interest due to their optical and
electrochemical properties while maintaining low biological
and environmental toxicity.1 CD materials, rst identied in
2004 as uorescent byproducts of a carbon nanotube synthesis,2
have been implemented as substitutes for metallic nanoparticles and quantum dots in applications ranging from bioimaging and drug delivery to energy harvesting and fuel
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production.3–8 Within energy harvesting applications, CDs have
been shown to work as photocatalytic particles, charge transport materials, or uorescent light emitters.2,3,9–13 The widespread use of CDs has been attributed to their facile syntheses,
wide doping capabilities, and multiple post synthesis surface
functionalization strategies leading to a diverse range of materials, each suited for their intended purpose.
CD materials have been synthesized from both top-down and
bottom-up synthetic pathways; however bottom-up approaches
have produced more controlled and tunable products.14,15
Although top-down techniques are more eﬀective at bulk
conversion of macroscopic waste materials into usable CDs,
they oen produce polydisperse particles exhibiting broad
emission spectra and non-uniform doping concentrations per
CD.4,16,17 In general, bottom-up approaches, such as microwaveassisted pyrolysis or hydrothermal carbonization of a molecular
precursor, provide more control over the produced nanomaterial leading to small, monodisperse particles with surfaces
and compositions resembling the physical and chemical
structure of the used starting materials.18–20
In addition to producing more uniform particles, bottom-up
synthetic methods also provide control over CD doping by
selective inclusion of additional molecular precursors in the
reaction mixture rather than relying on heterogeneous
elemental compositions of bulk materials or biomass, as is
oen the case in top-down techniques.16,21,22 To this end,
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hydrothermally synthesized nitrogen-doped carbon dots
(NCDs) have become prevalent in the eld due to their
enhanced emissive properties originating from new electronic
states created by electron-rich nitrogen groups.22,23 Bottom-up
CD or NCD syntheses typically follow similar workows
regardless of the technique: a molecular carbon source such as
sucrose, citric acid, or primary alcohols is dissolved alongside
any desired dopant or alkaline agent and reacted to facilitate
carbon dot growth.24,25 These conditions are believed to initiate
polymerization of the carbon source into sheets that then grow
into three dimensional particles.26
CDs and NCDs have seen use in a number of elds thanks to
steady uorescence, excellent electrical conductivity, and eﬃcient electron transfer, with unique properties such as photoluminescence intensity25 and wavelength27,28 showing tunability
depending on the chosen synthetic route and chosen molecular
precursors.29–33 CD-based sensors synthesized from citric acid
improve detection of biological analytes such as dopamine or
environmental contaminants such as bisphenol A when
compared to unmodied glassy carbon electrodes.34 Similar
CDs synthesized with citrate as a carbon source and urea as
a nitrogen dopant have also been used as uorescence-based
sensor for Hg2+.35 By using diﬀerent molecular precursors
such as 1,2,4-triaminobenzene, Jiang et al. demonstrated how
a similar hydrothermal process could yield new, yellow NCDs
selective for the detection of Ag+ ions.36
Electrochemical properties of CDs and NCDs, such as band
gap and oxidation/reduction potentials, have also been shown
to exhibit tunability dependent upon synthetic conditions,
although to a lesser extent than optical properties, leading to
their incorporation in a number of diﬀerent energy harvesting
or photocatalytic applications.37,38 Rigodanza et al. demonstrated that by adding various commercially available quinones
into a novel microwave treatment of arginine and ethylenediamine, the oxidation and reduction potentials of produced CD
materials could be tuned to energetically match diﬀerent
systems.18
Wang
et
al.
showed
tunable
electrochemiluminescence properties in nitrogen-doped CDs upon
changing the concentration of ammonium hydroxide used in
the synthesis, however no direct measurement of oxidation
potential is reported.39 Peng et al. reported shi in oxidation
and reduction potential of nitrogen-doped CDs as a result of
both changing the identity of the carbon and dopant source as
well as pH of the electrolyte solution, but the impact of molar
ratio of dopant to carbon source was not investigated.40 Moving
beyond synthetic parameters, Privitera et al. demonstrated how
post-synthesis surface modication of nitrogen-doped carbon
dots with thiophene groups shied oxidation potentials to more
negative potentials, yet additional reactions may detract from
favorable cost or environmental properties of CDs depending
on the selected ligands.41
While the impact of the identity of carbon and dopant
sources have been well studied across CD research over the
years, the eﬀects of dopant concentration on intrinsic CD
properties has not had much attention.42,43 Few articles report
a dependence of optical properties on dopant concentration
during CD formation,44 and even less attention has been given

3376 | Nanoscale Adv., 2020, 2, 3375–3383

Paper
towards its impact on electrochemical properties.45,46 Considering the widespread use of CDs and doped CDs in energy
harvesting applications, this study seeks to identify the impact
of dopant concentration on optical and electrochemical properties, specically oxidation and reduction potential, as a way to
design CD materials better suited for specic sensing and
energy harvesting applications.

Experimental
Materials
All chemicals were used as purchased from the supplier without
further modication. Sodium citrate dibasic (Sigma Aldrich, St.
Louis, MO) and tribasic (Fisher Chemical, Loughborough, UK)
were used to create an aqueous citrate buﬀer (0.67 M) held at pH
6.2 which was used as the hydrothermal reaction solution of all
CD syntheses. Urea (Sigma Aldrich) was used as a nitrogen
dopant for select batches of CDs. Potassium chloride (Fisher
Chemical) was used to make all electrolyte solutions for electrochemical measurements. All water used was deionized H2O
(DI-H2O) (18 MU cm) obtained from an in-house purication
system (Barnstead Nanopure, Thermo Scientic, Waltham,
MA). Dialysis was performed using a 1 kDa molecular weight
cutoﬀ membrane for 18 h to remove unreacted starting material
(Repligen, Boston, MA). Lyophilization of the retentate was
performed at 0.021 mbar and 83  C (FreeZone 4.5 Plus, Labconco, Kansas City, MO).
Carbon dot synthesis
Undoped carbon dot synthesis. CDs were synthesized via
a hydrothermal synthetic method using a premade citrate
buﬀer. Briey, 15 mL of a 0.67 M solution of citrate buﬀer (10
mmol) held at pH 6.2 were added to an autoclave (Teon, steel
jacket, 43 mL, Parr Instrument Company, Moline, IL). To
synthesize the CDs, the citrate buﬀer was heated to 200  C for
4 h then cooled to room temperature. Aer CD synthesis, the
then yellow solution was dialyzed (1 kDa cutoﬀ membrane,
Spectrum, New Brunswick, NJ) against DI-H2O for 18 h. The CDs
were lyophilized and re-dissolved in DI-H2O to the desired
concentration of (mg mL1).
Nitrogen-doped carbon dot synthesis. To synthesize NCDs,
urea was chosen as a nitrogen source due to its widespread use
in similar doped CD syntheses. For all NCD syntheses, urea was
dissolved at varying molar ratios (hereaer denoted as moles of
urea : moles of citrate; i.e. “1 : 2” denoting 5 mmol of urea
added to 10 mmol citrate) in 10 mL of 0.67 M citrate buﬀer.
Once dissolved, the solution was heated to 200  C for 4 h then
cooled to room temperature with fan-assisted air ow. Aer
NCD synthesis, the yellow solution was dialyzed, lyophilized,
and dissolved in DI-H2O to the desired concentration
(mg mL1). A complete list of synthesized particles can be found
in Table S1.†
CD and NCD characterization
To determine the absorbance spectrum of CDs and NCDs,
spectrophotometric measurements were taken. CDs and NCDs
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were dissolved in water to 2–2.5 mg mL1 and 1 mL was added
to a quartz cuvette and loaded into a Cary 5000-Bio UV-Vis
spectrometer.
Fluorescence measurements of CDs and NCDs were made on
a Cary Eclipse uorescence spectrophotometer. Time-resolved
photoluminescence (PL) measurements were performed with
solutions dispersed on glass slides (Fisher Scientic, Pittsburgh, PA) using a custom-built epi-uorescence microscope
following Oreld et al. as modied from Dukes et al.47,48
Samples were excited under wide-eld illumination using
a 405 nm PicoQuant pulsed diode laser with a repetition rate of
2.5 MHz. The beam was reected with a 420 nm long pass (LP)
dichroic lter (Omega Optics, 3RD420LP) into an inverted
objective (Olympus UPLSAPO, apochromatic, water immersion,
1.2 N.A., 60  x) and brought into focus at the sample. Fluorescence from the focal region was collected by the same
objective, passed through the dichroic lter, further ltered by
a 450 nm LP dichroic lter, and focused through a 150 mm
aperture onto a single-photon avalanche photodiode (SPAD,
Micro Photon Devices PD-050-0TC). A time-correlated single
photon-counting unit (TCSPC, PicoHarp 300, 35 ps) was used
to generate a histogram of photon arrival times. The obtained
PL decay curves were tted using a multi exponential function:
t

t

t

IðtÞ ¼ A1 es1 þ A2 es2 þ A3 es3

(1)

where the t parameters si and Ai are the PL decay time and
amplitudes, respectively. The amplitude-weighted average
decay time, savg, was calculated to approximate the radiative
lifetime component, sr, and with the ensemble quantum yield,
QY, used to calculate the non-radiative lifetime component, snr,
such that:
QY ¼

sr
sr þ snr

(2)

PL spectra were collected on an ISS PC1 photon counting
spectrouorometer using a 300 W Xe arc lamp as the excitation
source. PL was measured with a 1 s integration time and a 1 mm
slit width. Quantum yield (QY) measurements were determined
by comparing the PL of the CD samples to that of a reference dye
(coumarin 152A in hexanes, QY  100%). All samples and dyes
used were diluted in their respective solvents so that their
optical densities (OD) at the excitation wavelength were less
than 0.1.
Infrared spectroscopy measurements of solid CD and NCD
samples were made on a Nicolet iS 5 FTIR spectrometer using
an ATR-IR crystal attachment for solid sample analysis.
High resolution transmission electron microscopy (TEM)
was performed on a FEI Tecnai Osiris 200 keV transmission
electron microscope. CDs and NCDs were deposited onto lacy
carbon-coated copper grids (Ted Pella, Redding, CA) by dipcoating grids in a 2.5 mg mL1 solution and air-drying
overnight.
X-ray photoelectron spectroscopy (XPS) analyses were performed using an Ulvac-PHI Versaprobe 5000. Solutions of the
particles were drop cast onto pieces of a silicon wafer, which
were then mounted onto a sample holder using BeCu clips. A

This journal is © The Royal Society of Chemistry 2020

100 mm diameter monochromatic Al Ka X-ray (1486 eV) beam
rastered over an approximately 800 mm by 400 mm area and
a takeoﬀ angle of 45 degrees oﬀ sample normal were used in
each acquisition. Pass energies of 187.7 eV and 23.5 eV were
used for the survey and high-resolution acquisitions, respectively. Charge neutralization was accomplished using 1.1 eV
electrons and 10 eV Ar+ ions. Binding energies were calibrated
by setting the peak corresponding to –CH2– type bonding in the
high-resolution carbon 1s spectrum acquired from each sample
to 284.8 eV.
Electrochemical characterization was performed on a CHI660a electrochemical workstation using a three-electrode
setup in a 25 mL 3-neck round bottom ask. A 3 mm glassy
carbon disk electrode (CH instruments, Austin, TX) was used as
the working electrode, a homemade platinum mesh was used as
the counter electrode, and a 3 M Ag/AgCl electrode (CH
instruments) was used as the reference electrode. The electrolyte solution used for each measurement consisted of 100 mM
KCl. Prior to each measurement, the glassy carbon electrode
was cleaned by rst hand-polishing using a polishing wheel
with 0.05 mm alumina MicroPolish (Buehler, Ltd, Lake Bluﬀ, IL),
then sonicating for 15 s in distilled water, and nally drying
with a stream of nitrogen gas. The platinum counter electrode
was ame polished on an open ame prior to each run.
For all electrochemical measurements, approximately 20 mL
of aqueous 100 mM KCl electrolyte solution was deoxygenated
with nitrogen for 15–20 min. The glassy carbon working electrode was conditioned in deoxygenated electrolyte solution
using a 100 cycle cyclic voltammetry experiment between 1.0 V
and 1.0 V at a scan rate of 200 mV s1. Background cyclic
voltammograms were recorded prior to the addition of puried
CD solutions at scan rates of 50, 100, 200, and 300 mV s1 and
used for background subtraction when specied. Cyclic voltammograms were recorded by scanning in the negative direction followed by a positive potential sweep using the potential
window and scan rate denoted per gure. Linear sweep voltammetry followed the same general experimental workow.

Results and discussion
CD and NCD synthesis and characterization
CDs and NCDs were produced using a hydrothermal, bottom-up
synthesis that was capable of tuning the electrochemical properties by varying the doping quantities in the reaction solution.
The doping quantities were, in turn, controlled by varying the
concentration of heteroatoms present in the reaction mixture
through the addition of urea to the citrate buﬀer.4,16 This
synthesis was adapted from Qu et al. who reported the
successful synthesis of CDs and NCDs by the hydrothermally
reacting aqueous citric acid solution containing either an excess
of base (sodium hydroxide) or alkaline dopant (urea, ethylenediamine, or diethyl amine).26 Presumably, in this synthesis
the increase in pH from the addition of base or alkaline dopant
facilitated the dehydration and polymerization reactions
between citrate molecules, a critical step in the citrate-based CD
formation mechanism. In our modied synthetic scheme, the
pH is increased by buﬀer rather than dopant (Fig. 1). By
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Fig. 1 Representation of the CD synthetic scheme. For NCD synthesis,
varying amount of urea (denoted as moles urea : citrate) was dissolved
in the citrate buﬀer prior to hydrothermal treatment. Photographs of
NCDs under ambient and UV (365 nm) light.

decoupling the role of the base and the dopant, lower ratios of
dopant could be added to the reaction mixture without
impeding solution conditions necessary for CD or NCD
formation.
The resulting CDs or NCDs products were rst subjected to
purication via dialysis. Before and aer purication, CDs and
NCDs exhibit a yellow and pale-yellow color, respectively, with
higher doping ratios leading to visibly darker solutions. The
need for purication was also apparent in obstructed TEM
images (Fig. S1A†) and broad absorbance spectra (Fig. S4B†) of
undialyzed product emphasizing the need for purication of
these materials prior to use. All products were therefore subjected to purication via dialysis with a 1 kDa cutoﬀ membrane
prior to lyophilization to remove unwanted byproducts.
Following purication, the size, crystallinity, and polydispersity of synthesized CDs were investigated to assess the
quality of the formed material. Changes in the doping ratio did
not impact the size distribution of the produced NCDs indicating that the citrate molecules were responsible for the
majority of the CD or NCD composition (Fig. S2†). Following

Representative TEM image of (A) undoped CDs, 4 h reaction
time (diameter ¼ 2.5  0.3 nm). (B) Undoped CDs, 4 h reaction time
exhibiting lattice. (C) FFT of (B) with spots matching lattice fringes at
a d-spacing of 2.40 Å. (D) 1 : 2 NCD, 4 h (3.0  0.5 nm). (E) Undoped
CD, 24 h (diameter ¼ 16  2 nm). All experiments were performed at
room temperature under 200 keV acceleration voltage and images
were processed using ImageJ.

Paper
a 4 h synthesis, the produced CDs (Fig. 2A) and NCDs (Fig. 2D)
exhibited diameters of 2.5  0.3 nm and 3.0  0.5 nm, respectively, with both amorphous and crystalline particles present
(Fig. 2B). The fast Fourier transform (FFT) revealed that crystalline particles exhibited a d-spacing of 2.40 Å for undoped CDs
(Fig. 2C) and 2.45 Å for NCDs, which are both in agreement with
the [100] plane of graphite.49 High resolution C(1s) spectra also
conrm the graphitic nature of both CDs and NCDs, with strong
peaks at 284.8 eV identifying the presence of graphitic C–C/C]
C bonding (Fig. S3†). These results are also in agreement with
previously reported CD syntheses in the literature, supporting
a sequential dehydration and polymerization of citrate molecules into nanoparticles as proposed by many groups in the
eld.19,22,26,50 When longer synthetic times were employed the
resulting particles increased in both size and polydispersity
across all doped and undoped samples (Fig. 2E). This change in
size and distribution is expected under the proposed CD
formation scheme suggesting a similar if not identical process
is at work under our novel buﬀer-assisted CD synthesis.26

Optical characterization of CDs and NCDs
The synthetic precursors, citrate and urea, both had featureless
absorbance spectra in all but the deep UV region (Fig. S4A†).
Therefore, any signicant change in the observed absorbance
following CD purication must be due to products of the
hydrothermal treatment. The absorption spectrum of undoped
CDs demonstrated a sharp absorption edge beginning at
270–280 nm, indicative of p / p* transitions within sp2
hybridized carbon (Fig. 3A).51 FTIR spectra collected on the
lyophilized CD samples conrmed the presence of multiple sp2
and sp3 hybridized carbon-containing functional groups such
as carbonyl, carboxyl, and alkene groups which contain pibonded electrons capable of undergoing p / p* transitions
explaining possible sources of these optical transitions in
undoped CDs (Fig. S5†).
When longer hydrothermal reaction times were employed in
the preparation of undoped CDs, no signicant change in the
absorption prole was observed, indicating that no new electronic transitions formed as a result of the extended reaction
time (Fig. S4C†).

Fig. 2
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Fig. 3 (A) Normalized absorbance spectrum of undoped CDs
synthesized for 4 h. (B) Excitation-independent emission spectra for
undoped CDs synthesized for 4 h.
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When excited between 300 and 330 nm, CDs exhibited weak
excitation-independent emission spectra (Fig. 3B). The majority
of this emission is believed to be due to radiative recombination
of excitons within the carbon–oxygen containing functional
groups in the CDs. The origin of uorescence in carbon materials is highly debated in the literature as both excitationdependent and excitation-independent behavior have been
characterized.3,52 Excitation-independent emissive behavior is
believed to be the result of both the uniformity of particle size
and homogeneity of functional groups throughout the CD
structure. This dependence on uniformity and functional
groups explains why optical properties are closely tied to
synthetic methods and precursors.36 Therefore, decreasing the
uniformity in the distribution and density of electronic states
expressed in the produced particles should result in excitationdependent behavior in the synthesized product. This was veried in the photoluminescence of polydisperse undoped CD
samples reacted for 24 h (Fig. S6A†), where the emission peak
redshied from 425 to 475 nm as the excitation energy
increased from 300 to 400 nm. The shi in uorescence from
excitation-independent to excitation-dependent behavior with
increased reaction time suggests particles synthesized under
4 h synthetic conditions exhibit more highly uniform surface
morphologies and size distributions than those formed from
longer hydrothermal reactions making them more applicable
for general biomedical and energy harvesting applications.
The addition of any concentration of nitrogen-containing
dopants into the synthesis signicantly impacted the optical
properties of the materials. The absorbance spectra of NCDs
exhibited the same absorption edge as the CDs in the UV region

Nanoscale Advances
(280–300 nm) as well as a new peak at 340 nm, attributed to
n / p* electronic transitions, suggesting new electronic states
tied to new functional groups resulting from heteroatom
doping (Fig. 4A).3,53–55 The FTIR analysis of NCD materials shows
many of the same stretches and bends attributed to the carbon–
oxygen containing functional groups found in undoped CDs,
while also conrming the presence of new nitrogen containing
groups such as pyrrolic nitrogen, nitriles, and amines based
new peaks observed in the spectrum (Fig. S5†). These additional
functional groups are all associated with nonbonding electrons
capable of undergoing n / p* transitions and are likely the
source of new intrinsic optical properties as seen in other
syntheses of NCDs.56
The emission spectra of NCDs also featured excitationindependent behavior, suggesting that uorescence is tied to
functional groups rather than other structure-based mechanisms such as core–shell behavior.57 NCD emission redshied
and increased in intensity with doping when compared to
undoped CDs (Fig. 4B).53,54 The drastic increase in quantum
yield (QY) from undoped CDs to highly doped NCDs is believed
to originate from diﬀerent electronic states and emissive pathways tied to the new nitrogen-containing functional groups.
When batches of NCDs synthesized under diﬀerent doping
ratios were compared, the quantum yield systematically
increased with the increase in the nitrogen/carbon ratio while
the emission wavelength stayed constant (Fig. 4C). This
systematic increase in QY suggests that many of the same
functional groups are present across batches of doped NCDs
but in diﬀerent quantities. Additionally, many of the same
electronic transitions identied in undoped CDs are still
present in NCDs as seen in the FTIR spectra, however their low
emission intensity is masked by those of the dopant-containing
functional groups when the ratio of dopant to citrate molecule
in the reaction mixture is signicantly large. Additionally, when
NCD batches were synthesized for 24 h, a similar transition to
excitation-dependent emission was observed as with undoped
CDs suggesting the same dehydration/polymerization formation mechanism is at work in the reported synthesis regardless
of the presence of dopant in the reaction (Fig. S6†). As such,
NCDs synthesized for under 4 h of reaction time exhibit
uniform surface functionalization, size, and optical emission,
promoting their use in a variety of biological or energy harvesting applications.
In order to further compare the emissive behavior of doped
and undoped carbon dots, the time-resolved photoluminescence (PL) was measured and t to the best order
polynomial (Fig. 4D). The PL traces were t with tri-exponential

Emissive decay lifetime and quantum yield values for
synthesized NCDs

Table 1
Fig. 4 (A) Normalized absorbance spectra of synthesized NCDs under

varying doping ratios. (B) Excitation-independent emission spectra
NCD samples under 340 nm excitation light. (All CD solutions
measured at concentrations of 2.5 mg mL1). (C) Relative quantum
yields for synthesized doped and undoped carbon materials. (D)
Relative lifetime emission measurements of doped and undoped CD
materials with third order polynomial best ﬁts.

This journal is © The Royal Society of Chemistry 2020

1 : 2 NCD
1 : 10 NCD
1 : 25 NCD
Undoped CD

sw (ns) s1 (ns) s2 (ns) s3 (ns) c2

Quantum yield

2.64
2.61
2.38
2.25

10.1%
8.9%
8.7%
0.9%

0.70
0.65
0.57
0.26

3.26
3.35
2.95
3.06

8.52
8.27
8.63
7.17

1.33
1.19
1.20
1.19
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decay functions, providing three time-constants (Table 1) that
were then used to calculate amplitude-weighted average PL
lifetimes, sw. Each CD and NCD sample exhibited a sw of 2–3 ns,
which agrees with previous lifetime measurements conducted
on hydrothermally synthesized NCDs from other groups
(Table 1).58
The origin of CD and NCD uorescence is complex, originating from multiple emissive transitions amongst electronic
states contributed by diverse functional groups within the CD
structure.16 Across the samples, there was a slight increase in
the average radiative lifetime of the CDs with the increase of
dopant concentration. The undoped CDs exhibited the shortest
lifetime, at 2.25 ns, while the 1 : 2 NCDs exhibited the longest
lifetime, at 2.64 ns. This change in lifetime indicates that the
addition of nitrogen groups provides a more eﬃcient radiative
recombination center in the CDs. Conversely, the non-radiative
component of the undoped CDs (239 ns) was an order of
magnitude larger than those of the NCDs (25 ns). The significant diﬀerence in the non-radiative component between the
doped and undoped samples further conrms the idea that
nitrogen functional groups are responsible for new nonradiative pathways that are much faster than those present in
undoped CDs.
High resolution XPS of the N(1s) region conrms the presence of new nitrogen-containing functional groups following
the doping procedure. The 1 : 2 NCD (Fig. 5B) and 1 : 10 NCD
(Fig. 5C) spectra show clear N(1s) signals, with the relative

Paper
intensity of the 1 : 2 NCD spectra being much greater than that
of the 1 : 10 NCD. The diﬀerence in peak intensity suggests that
higher doping concentrations during synthesis create more
nitrogen functional groups throughout the carbon dot, leading
to the enhanced absorbance and uorescence properties
observed. The identity of these functional groups, when
compared to the corresponding FTIR spectra, are most likely
pyridinic (–C3N/C–N]C) and pyrrolic nitrogen (C–N–C) at
398.5 eV and 400 eV, respectively, verifying their incorporation
into the nanoparticle.16,59–61 In the 1 : 25 NCD spectrum, a weak
nitrogen signal was detected (Fig. 5D), however its low intensity
relative to the baseline prevented condent tting of the peak.
Likewise, the undoped CD samples showed no evidence of
a nitrogen peak (Fig. 5A).
Interestingly, as the radiative lifetime of the NCDs increases
with dopant concentration, the non-radiative component
remains relatively unchanged indicating that the eﬃciency of
the new non-radiative pathway is not dependent on the structural changes induced by higher concentrations of doping
during the carbon dot synthesis. The carboxyl groups, which are
assumed to be the main radiative centers in undoped CDs,
likely still contribute a radiative pathway in the NCDs, but
because this pathway is highly ineﬃcient it becomes masked as
the dopant concentration, and resulting amount of nitrogen
functional groups, increase. High resolution XPS spectra of the
C(1s) peak conrm this rationale, as there is little change
between the corresponding spectra from the undoped and
doped CDs (Fig. S3†). The changes observed in the emissive
properties of CDs and NCDS with respect to doping highlight
how many intrinsic properties of the materials are structurally
dependent and thus, easily modiable doping routes can lead to
carbon dots exhibiting a range of properties.

Electrochemical characterization of CDs and NCDs

Fig. 5 High resolution N 1s XPS spectra of undoped CDs (A), 1 : 2
NCDs (B), 1 : 10 NCDs (C), and 1 : 25 NCDs (D).
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To apply CD materials to energy harvesting applications,
attaining the proper oxidation and reduction potential is crucial
in ensuring eﬃcient band alignment between adjacent materials. Using carbon dots doped to varying degrees, electrochemical properties were measured to identify the dependence
of the doping concentration on redox potential.
Cyclic voltammetry (CV) of undoped CDs synthesized for 4 h
showed two prominent oxidations peak potentials (denoted
Eox,1 and Eox,2, Fig. 6A), in both the initial scans as well as the
background subtracted scan (Fig. 6A inset). Only a single
reduction reaction (Ered) was observed in the potential window
tested for the undoped CDs at around 0.44 V (vs. Ag/AgCl).
Varying the particle size did not signicantly change the
observed oxidation and reduction potentials, indicating that
size had no impact on the energetics of observed electrochemical properties and, as such, 4 h syntheses were used for all
electrochemically tested materials (Fig. S7†).
The same electrochemical analysis was carried out on NCDs
synthesized under varying doping ratios. Sweeping the potential
in a positive direction showed two distinct oxidation peaks in all
NCD samples as seen in the undoped CDs (Fig. 6B). When
comparing the Ep of the two oxidation peaks across diﬀerent

This journal is © The Royal Society of Chemistry 2020
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Fig. 6 (A) Cyclic voltammograms of undoped CDs, 4 h. (Inset: background subtracted 4 h undoped CD cyclic voltammogram. Background scans
performed over the same potential window in mediator containing only 100 mM KCl). Scans taken at 200 mV s1 from 1.0 V to 1.0 V (vs. Ag/
AgCl) in 100 mM KCl. Arrows indicate direction of potential sweep. (B) Positive potential sweeps of NCDs synthesized with increasing amounts of
urea (undoped CD < 1 : 25 NCD < 1 : 10 NCD < 1 : 2 NCD). Scans taken at 200 mV s1 from 0.0 V to 1.0 V (vs. Ag/AgCl) in 100 mM KCl.
(Background subtracted negative scans as well as full cyclic voltammograms present in Fig. S7†).

doping concentrations for NCD preparation, a shi of Eox,1 and
Eox,2 to more negative potentials occurs with increased dopant
levels. Over the range of dopants tested, Eox,1 and Eox,2 shi
100 mV and 150 mV more negative, respectively, without the
need of any post-synthesis surface modications (Table 2).
Nitrogen is considered to be an n-type dopant with respect to
carbon, meaning that the inclusion of pyrrolic and pyridinic
nitrogen in the particle introduces more electron density to the
particle in the form of nonbonding electrons. Pyrrolic and
pyridinic nitrogen content in carbon materials are believed to
aﬀect catalytic properties of carbon in oxygen reduction, suggesting that such nitrogen groups are also responsible for the
observed changes in carbon dot electrochemical properties.44,62,63 Increasing the ratio of nitrogen-containing groups to
oxygen or carbon-containing groups in the CD eﬀectively shi
the particle composition from electron withdrawing to electron
donating groups, which could explain the overall negative shi
in oxidative peak potential of the particle surface as the doping
ratio is systematically increased over the range of tested dopant
levels.41,64

Measured oxidative peak potentials for CD and NCD samples.
Peak potentials were sampled from diﬀerent CD and NCD batches
synthesized from separate 0.67 M citrate buﬀers

Table 2

1 : 2 NCD
1 : 10 NCD
1 : 25 NCD
Undoped CD

Eox,1 (V vs. Ag/AgCl)

Eox,2 (V vs. Ag/AgCl)

0.35  0.02
0.40  0.02
0.39  0.03
0.45  0.03

0.65  0.001
0.75  0.02
0.79  0.01
0.81  0.02

This journal is © The Royal Society of Chemistry 2020

To further characterize the electrochemical properties of the
as produced CDs and NCDs, the correlation between peak
current (ip) and scan rate (n) was studied using linear sweep
voltammetry (LSV) (Fig. S8A†). When the ip was plotted against
n1/2 and n (Fig. S8B and C†), the increase in current was found to
be more linear with n1/2 (Fig. S9†) indicating that electron
transfer was governed by diﬀusion of the carbon dots to and
from the electrode surface, rather than an absorption step.65,66
The same linear dependence on n1/2 was seen for 1 : 2 NCDs
(Fig. S10†). This is of particular interest in energy harvesting
applications as it promotes the use of carbon nanoparticles as
freely diﬀusing mediators or tunable, environmentally benign
catalysts in photoelectrochemical applications without the need
for post-synthesis surface functionalization.

Conclusions
In this work CDs and NCDs were synthesized using a buﬀerassisted hydrothermal synthesis. A variety of NCDs were
produced and exhibited tunability in regard to both optical and
electrical properties, notably quantum yield and oxidation
potential. While it was understood that nitrogen doping can
increase the emissive properties of CDs, our ndings suggest
that many of the same emissive groups contribute to the electrochemical performance of the carbon dots. The negative shi
in oxidative peak potential and gradual increase in quantum
yield indicate that the new pyrrolic and pyridinic sites contained both on the surface and in the core of the carbon dot play
a key role in dening the electronic structure of carbon dot
materials. In the case of nitrogen doping, the new electronic
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states tied to these nitrogen-containing functional groups
contribute more emissive electronic pathways. These new
electronic states could also contribute new non-bonding electrons more accessible to oxidation than pi-bonded electrons
shared amongst sp2-functionalized carbon. When assessing
carbon nanomaterials for uses in various applications, varying
the doping ratio during synthesis provides a quick and eﬃcient
way to tune CD compatibility with additional materials without
the need of additional chemical modications.
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