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ABSTRACT: Carbon “quantum” dots (or carbon dots) have emerged as a new
class of optical nanomaterials. Beyond the widely reported bright fluorescence
emissions in carbon dots, their excellent photoinduced redox properties that
resemble those found in conventional semiconductor nanostructures are equally
valuable, with photon−electron conversion applications from photovoltaics to CO2
photocatalytic reduction. In this work we used gold-doped carbon dots from
controlled synthesis as water-soluble catalysts for a closer examination of the
visible-light photoconversion of CO2 into small organic acids, including acetic acid
(for which the reduction requires many more electrons than that for formic acid)
and, more interestingly, for the significantly enhanced photoconversion with higher
CO2 pressures over an aqueous solution of the photocatalysts. The results
demonstrate the nanoscale semiconductor-equivalent nature of carbon dots, with
excellent potential in energy conversion applications.

■ INTRODUCTION

The level of carbon dioxide (CO2) in the atmosphere and its
significant environmental implications have generated much
concern, promoting the development of various carbon
sequestration strategies. Photocatalytic conversion is obviously
a compelling approach in this regard, in which CO2 is reduced
back to hydrocarbon fuels. Even more desirable is the use of
solar energy for the photoreduction, which presents a major
challenge for the effective photon harvesting by the catalysts
across the solar spectrum.1,2 Among widely employed photo-
catalysts for the purpose of CO2 reduction have been nanoscale
wide-bandgap semiconductors such as titanium dioxide (TiO2)
and cadmium sulfide (CdS) nanoparticles.1−4 However, as
limited by their bandgap transitions, these nanomaterials are
generally ineffective in harvesting visible photons over a broad
spectral range. Thus, various enhancement approaches
including the use of doped TiO2 nanotubes and/or dye
sensitization to extend the absorption of the photocatalysts into
the visible have been developed, with some significant
successes. For example, Feng et al. prepared TiO2 nanotube
arrays via the anodic oxidation of titanium foil in an
electrolyte.5 The arrays under sunlight could catalyze the
reduction of CO2 into methane, and the reduction efficiency
could be enhanced substantially after the arrays were “coated”
with ultrafine platinum nanoparticles.5 Woolerton et al. used
enzyme-modified TiO2 nanoparticles (Degussa P25) with a
ruthenium bipyridyl complex as a visible-light photosensitizer
for the CO2 photoconversion.6 Asi et al. synthesized a

nanocomposite of TiO2 with silver bromide for the visible-
light (420 nm and longer) photoreduction of CO2.

7

More recently, Cao et al. took a rather different approach to
using surface-functionalized small carbon nanoparticles, dubbed
“carbon dots” (Figure 1),8,9 for the absorption of visible
photons to drive photocatalytic processes.10 In the photo-
reduction of CO2, the carbon dots were surface-doped with a
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Figure 1. Cartoon illustration of the PEG1500N-functionalized carbon
dot, with the rainbow-colored “shell” signifying that the fluorescence is
from the passivated surface of the dot. The shell illustration does not
imply a true core−shell structure for the carbon dot, as the passivation
molecules covering the carbon particle surface likely form a structurally
random soft layer that is significantly different from the kind of shell
found in conventional semiconductor QDs.
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small amount of gold or platinum metal, which was designed to
concentrate the photogenerated electrons, similar to what was
widely practiced in the development of conventional nanoscale
semiconductor-based photocatalysts.4 The photocatalytic con-
version of CO2 was probed by quantifying the formation of
formic acid as a significant product,10 from which the estimated
quantum yields for the photoreduction were substantial in
reference to those achieved in the literature with the use of
semiconductor nanoparticles as photocatalysts.3,4,10 More
importantly in terms of a primary purpose in that study to
understand the photoexcited state processes in small carbon
nanoparticles,10 the photocatalytic reduction results served to
confirm the presence of photoinduced charge separation in
carbon dots, as already suggested by the fluorescence
quenching results of carbon dots with either electron donors
or acceptors.9,11

Beyond mechanistic implications (with some other carbon-
based photocatalytic systems12−14), the previous study opened
the possibility for carbon dots to serve as a new platform of
potent photocatalysts for more efficient CO2 photoreduction.
However, because it is a new platform, there is naturally the
demand for more experimental results for further validation. In
the work reported here, we used gold-doped carbon dots from
better-controlled synthesis as aqueous soluble catalysts for a
closer examination of the visible-light photoconversion of CO2
into small organic acids, including acetic acid (whose formation
requires many more electrons than that of formic acid),15 and
more interestingly for the significantly enhanced photo-
conversion with higher CO2 pressures over an aqueous solution
of the catalysts. The results from the pressure-dependent (and
thus CO2 concentration-dependent) study under otherwise the
same experimental conditions are particularly valuable in terms
of confirming the participation of CO2 in the reaction as the
source of the converted organic acids and also the photo-
catalytic functions of the carbon dots.

■ RESULTS AND DISCUSSION
The photocatalytic reactions were carried out in aqueous
solutions under pressurized CO2 conditions. In the catalyst
preparation, the fluorescent carbon dots with the core carbon
nanoparticles functionalized by oligomeric poly(ethylene
glycol) diamine (PEG1500N, Figure 1) were synthesized under
more controlled conditions (primarily more precise temper-
ature control in the functionalization reaction) for more
effective carbon particle surface passivation and the associated
bright fluorescence emissions, as reported previously.16 These
carbon dots in aqueous solution exhibited fluorescence
quantum yields of around 20% at 400−450 nm excitation,
comparable to or better than what were observed in other
batches of similarly synthesized PEGylated carbon dots in
previous studies.16 For the photochemical doping of the carbon
dots by gold metal, the aqueous solution of the carbon dots was
irradiated in the presence of gold salt HAuCl4, where the
electrons from the photoinduced charge separation in the
carbon dots were likely responsible for the reductive formation
of gold metal (Figure 2).17,18 Since the radiative recombination
of the surface-confined electrons and holes is believed to be
responsible for the observed fluorescence emission in carbon
dots,9 the metal doping was accompanied by rapidly
diminishing fluorescence intensities in the solution (Figure
2), as expected.17

The doping level of gold on carbon dots was monitored by
the emergence of the gold plasmon band in optical absorption

spectra (Figure 3). The association of the nanoscale gold and
carbon dots, namely, the doping, could be confirmed directly by
the transmission electron microscopy (TEM) imaging com-
paratively in both transmission and Z-contrast modes (Figure
3) and also indirectly by the observed complete fluorescence
quenching due to the doped gold interfering with the emissive
processes in carbon dots (Figure 2).17 The gold-doped carbon
dots used as photocatalysts in this study generally had a gold-
to-carbon (in the nanoparticle core) molar ratio of around
1:100.
The photocatalytic reduction of CO2 in an aqueous solution

of the gold-doped carbon dots was carried out at ambient
temperature (25 °C) in high-pressure cylindrical optical cells
(Figure 2) capable of taking the CO2 pressure up to at least
2000 psia, corresponding to an aqueous CO2 concentration of
up to 1.37 M (calculated according to data available in the
literature).19 Small organic acids in the reaction mixture were
targeted for detection and analysis quantitatively. The acids
were harvested by distilling the reaction mixture into a basic
aqueous solution (pH ∼11), followed by recovering the salts
thus formed for NMR characterization and other analyses.
The 1H and 13C NMR results suggested a substantial

presence of formic acid as a significant product of the CO2
photoreduction, as generally known in the literature,4,20−24 and
also acetic acid.15,25−30 Separately, the solution used in the
NMR measurements was acidified (pH ∼3) to convert the salts
to corresponding acids for GC-MS analyses, from which the
results also identified formic acid and acetic acid, as expected.
In the literature,15,25−30 acetic acid has been identified as a

product in CO2 photoreduction with the use of other
photocatalysts, though quantity-wise from minor to negligible
in almost all studies. Therefore, since the photocatalytic
activities of carbon dots are due to the photochemical processes

Figure 2. Cartoon illustrations of (upper) the high-pressure optical
reactor. (Lower left) Photoreductive doping of the carbon dot with
gold, completely quenching the dot-surface-based fluorescence
(illustrated as the change in the dot surface from rainbow to gray)
and (lower right) the gold-doped carbon dot as a photocatalyst for
CO2 conversion, where the doped gold (in yellow) was small in
quantity, insufficient to form a shell, and likely random in terms of size
and shape. The sacrificial electron donor was isopropanol added in
some experiments or PEG1500N molecules on the surface of the carbon
dots in the absence of isopropanol.
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in the core carbon nanoparticles, the concern was the potential
involvement of the carbon in the core as a source of carbon
atoms in the observed acetic acid. In control experiments, 13C-
labeled CO2 (NaH

13CO3 with 99%
13C as a source) was used in

the same photoreduction reactions. The 13C NMR results for
the formic acid and acetic acid suggested major enhancement
effects in both, with the corresponding 13C NMR signals readily
detected in many fewer scans than what was required for
samples without the 13C enrichment, due to the products from
13C-labeled CO2 (or, more specifically, H13COOH and
13CH3

13COOH).
Other experimental evidence against any potential involve-

ment of the carbon atoms in carbon dots included the
observation that the use of the same carbon dots without a gold
coating for the photocatalytic conversion of CO2 resulted in
much lower yields for both formic acid and acetic acid.
Mechanistically, it is believed that the photoexcitation of carbon
dots results in efficient charge separation, with the generated
electrons and holes trapped at surface sites on the carbon dots.
The electrons and holes would otherwise recombine radiatively
for the fluorescence emission in carbon dots, but the metal
doping interrupted the radiative recombination by scavenging
the electrons (Figure 2).9,17 Here the doped gold could
apparently harvest and concentrate the photogenerated
electrons in the carbon dots, thus more effectively in the
photocatalytic activities for the CO2 reduction, as generally
understood in the literature.2,4

In a further examination of the involvement of water as a
source of hydrogen in the formed organic acids, the
photocatalytic reduction of CO2 was performed in a deuterated
water solution under the same experimental conditions,

followed by the same product collection and isolation
procedures. In the subsequent 2H NMR characterization
(regular water as the solvent), the expected DCOO− and
CD3COO

− NMR signals could readily be detected at 8.47 and
1.89 ppm, respectively, suggesting the participation of D2O in
the photoreduction. A mechanism known in the literature in
which the involvement of water in the photocatalytic
conversion of CO2 might be associated with a two-step
reduction process, first the photocatalytic splitting of water for
atomic hydrogen and then the addition of hydrogen to CO2.

3,31

The observed deuteration of both formic acid and acetic acid
from the reaction in D2O is consistent with such a mechanism
and also reaffirms the mechanistic connection between the
formation of the two organic acids in the photocatalytic
reduction of CO2.
There are several ways to evaluate the performance of

catalysts in the CO2 photoreduction reaction,4 among which a
more popular one has been the R value measuring the amount
of products produced per hour of light illumination for a
specific amount of photocatalyst

=R
W
tW

P

C (1)

where WP is the amount of photoproducts in millimoles
(mmol), t is the photoirradition time in hours (h), and WC is
the amount of photocatalyst used in grams (g). For the gold-
doped carbon dots as photocatalysts in this work, quantitatively
the amounts of the small organic acids produced in the
photoreduction were subject to some variations with
experimental conditions such as different batches or quantities
of catalysts and reactor setups, which also affected the relative
populations of the two acids in the reaction mixtures.
Nevertheless, with the short-path optical cell as a high-pressure
photoreactor under a specifically controlled condition (CO2
pressure of 700 psia and photoirradiation in the 405−720 nm
wavelength range for 4 h), the observed R values for formic acid
and acetic acid were 1.2 and 0.06 mmol h−1 g−1, respectively.
The performance of the former compares favorably to what has
been reported in the literature for other photocatalysts. For
example, in the study by Zhao et al. on CO2 photoreduction
with the cobalt phthalocyanine−TiO2 nanocomposite as the
photocatalyst and visible-light irradiation, the best R value for
formic acid was about 0.15 mmol h−1g−1.22 Johne and Kisch
used ZnS nanoparticles loaded on a silica matrix as photo-
catalysts for CO2 reduction with 2,5-dihydrofuran as a reducing
agent and UV-light irradition, achieving a formate production
rate of about 0.29 mmol/h (or approximately 0.6 mmol h−1g−1

in terms of the R value).21

The significant acetic acid production with the use of gold-
doped carbon dots as photocatalysts is somewhat unique, as
this is generally a very minor product in the CO2 photo-
reduction with other catalysts.15,25−30 The previously highest R
value for acetic acid in the literature was from the work of
Pathak et al., where well-dispersed TiO2 nanoparticles were
used as photocatalysts for UV-light reduction in supercritical
CO2 under high pressure, though the estimated R value was still
rather small (on the order of 0.006 mmol h−1 g−1).28 Irvine et
al. also observed a significant amount of acetic acid in their
colloidal CdS-based photocatalytic CO2 reduction in aqueous
NaHCO3 with sulfite or hydroquinone as a hole acceptor
(320−580 nm photoirradiation), with an estimated acetic acid
production rate of about 0.00125 mM/h (or an R value of

Figure 3. (Upper) TEM images of the gold-doped carbon dots (left, in
transmission mode; right, in Z-contrast mode, where Z refers to the
atomic number so that the contribution of the doped gold is
emphasized). (Lower) Optical absorption spectra of the carbon dots
without (−) and with gold (−−) and recovered postreaction (−··−).
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about 0.004 mmol h−1 g−1).26 The relatively more efficient
formation of acetic acid in the work reported here reflects upon
the effectiveness of the gold-doped carbon dots as photo-
catalysts for visible-light-driven CO2 conversion, as the
reduction to acetic acid requires overall eight electrons,
regardless of any detailed mechanisms.15

+ + → ++ −2CO 8H 8e CH COOH 2H O2 3 2 (2)

Again in studies already reported in the literature,15,25−30

acetic acid has generally been a very minor or negligible
product in CO2 photoconversion. Therefore, the formation
mechanism for the product is poorly understood, except for a
general acknowledgment of the mechanistic complexity. Among
the three proposed mechanisms in the literature,4,26,29,32 two
assumed the dimerization of initially reduction-generated
radical or radical anion species as a key step in the formation
of acetic acid, specifically, OHC· or CO2

−· dimerized to OHC−
CHO or −OOC−COO−, respectively, followed by further
photoreduction.26,32 The other mechanism in the acetic acid
formation called for the reductive coupling of methanol and ·
COOH, both of which are from initial steps in the CO2
photoreduction process.29 A common theme is that acetic
acid shares intermediates with formic acid and/or reacts further
from the latter, signifying the important role of formic acid in
the understanding of the photocatalytic CO2 conversion.
For a more systematic evaluation of the photoconversion

under different CO2 pressures, the reactions were carried out in
the long-path high-pressure optical cell (thus a larger reactor
volume for more samples/product quantities and thus relatively
improved accuracy) under otherwise the same experimental
conditions for all CO2 pressures. The formic acid production
obviously increased with the increasing CO2 pressure (Figure
4), mainly because the CO2 concentration in aqueous solution

increases with increasing pressure. At 1900 psia, the amount of
formic acid was about an order of magnitude higher than that
produced under ambient CO2 pressure, which should
correspond roughly to the same magnitude of increase in the
photocatalytic reaction quantum yield for the formic acid
formation (around 0.3% in the CO2-saturated aqueous solution
under ambient pressure,10 estimated by using the method of

Mallouk and coworkers33,34). The strong CO2 pressure
dependence might be understood in terms of the importance
of the initial interactions between the photoexcited catalysts
and CO2 molecules in the conversion to formic acid, with more
CO2 molecules in the aqueous solution under a higher CO2
pressure in the optical cell and/or the involvement of more
complex multistep processes in the photoconversion reaction.
Shown in Figure 5 is a comparison of the R values for formic
acid and acetic acid from the experiments at different CO2
pressures.

The gold-doped carbon dots as photocatalysts were
apparently stable in terms of their optical properties and
catalytic activities. For example, upon continued photo-
irradiation for 6 h or longer in the photocatalytic reaction for
CO2 conversion, the optical absorption spectrum of the
photocatalysts postreaction exhibited no significant changes
from that prereaction (Figure 3). The photocatalysts could also
be recovered from the reaction mixtures and reused in the
subsequent photoreduction reactions of CO2. The difference
between the use of new and recovered photocatalysts is
generally within the typical experimental variation (the changes
in the results with the use of new catalysts in several
experiments under the same conditions).
In summary, carbon dots with a gold coating and thus

diminished fluorescence emission are potent photocatalysts for
the conversion of CO2 to small organic acids. The formation of
a significant amount of acetic acid, which requires many
electrons in the photoreduction, reflects upon the effectiveness
of the carbon dots as photocatalysts. The photocatalytic
functions are apparently not limited to the carbon dots
synthesized in this study, as even those prepared with carbon
soot from overcooked barbequed meat exhibited similar
activities.35 The substantially enhanced photoconversion in
aqueous solution of the catalysts under higher CO2 pressures is
not only important mechanistically, suggesting the role of the
CO2 concentration in the harvesting of photogenerated
electrons and thus the photoconversion quantum yield, but
also valuable technologically, with pressurized CO2 as a more

Figure 4. Results in terms of formic acid concentrations in the reaction
mixtures from a series of photoconversion reactions in aqueous
solutions of the carbon dots under different CO2 pressures (in the
long-path optical cell as the high-pressure reactor).

Figure 5. Comparison of R values for the photoconversion to formic
acid (o) and acetic acid (□) in reactions under different CO2
pressures.
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favorable reaction condition for larger quantities of the
photoproducts.

■ EXPERIMENTAL SECTION
Materials. Carbon nanopowder (purity >99%) was purchased from

Sigma-Aldrich, bis(3-aminopropyl)-terminated oligomeric poly-
(ethylene glycol) of average molecular weight ∼1500 (PEG1500N)
was purchased from Anvia Chemicals, CO2 gas (purity >99.5%) was
purchased from Airgas, and hydrogen tetrachloroaurate (HAuCl4·
3H2O) and sodium hydroxide (NaOH) were purchased from Alfa-
Aesar. Imidazole and fumaric acid were obtained from Aldrich
Chemicals, thionyl chloride (purity >99%) was obtained from Alfa
Aesar, nitric acid was obtained from VWR, and 13C-enriched sodium
bicarbonate (NaH13CO3, purity 97% and 13C content 99%) and D2O
were obtained from Cambridge Isotope Laboratories. HPLC-grade
solvents isopropanol, methanol, and phosphoric acid were supplied by
Fisher Scientific, and dialysis membrane tubing (MWCO ∼500) was
supplied by Spectrum Laboratories. Water was deionized and purified
by being passed through a Labconco WaterPros water purification
system.
Measurements. A Baxter Megafuge (model 2630), Eppendorf

(model 5417 R), and Beckman-Coulter ultracentrifuge (Optima L90K
with a type 90 Ti fixed-angle rotor) were used for centrifugation at
various g values. Optical absorption spectra were recorded on a
Shimadzu UV-2501PC spectrophotometer. NMR measurements were
carried out on Bruker (500 and 300 MHz) and JEOL (500 MHz)
NMR spectrometers. GC-MS analyses were performed on a Shimadzu
GC-MS instrument (model QP 2010) with an Rxi-XLB/or Rtx-5MS
column and an electron ionization (EI) MS detector. Transmission
electron microscopy (TEM) images were obtained on Hitachi 9500
TEM and HD-2000 scanning-TEM systems.
Photocatalysts. In the synthesis of PEG1500N-functionalized

carbon dots, an as-supplied carbon nanopowder sample (1 g) was
refluxed in an aqueous nitric acid solution (5 M, 90 mL) for 48 h. The
reaction mixture back at room temperature was dialyzed against fresh
water and then centrifuged at 3000g to retain the supernatant. The
recovered sample containing primarily small carbon nanoparticles was
refluxed in neat thionyl chloride for 12 h, followed by the removal of
excess thionyl chloride under nitrogen. The post-treatment carbon
particle sample (100 mg) was mixed well with carefully dried PEG1500N
(1 g) in a flask, heated to 140 °C, and stirred at constant temperature
under nitrogen for 72 h. The reaction mixture was cooled to room
temperature, dispersed in water, and then centrifuged at 20 000g to
retain the dark supernatant as an aqueous solution of the as-prepared
carbon dots.
For the metal doping of carbon dots, an aqueous dispersion of the

carbon dots was mixed with an aqueous solution of gold compound
(HAuCl4), and the mixture was irradiated with visible light. The
doping level was monitored in terms of the gold plasmon absorption
band.36,37

Photocatalytic Reactions. The CO2 photocatalytic reduction
experiments under different CO2 pressures were performed on a setup
consisting of a 1 kW xenon arc source coupled with a “hot filter” to
eliminate both infrared and UV radiation (transparent only in the
405−720 nm spectral region). Two stainless steel cylindrical optical
cells with flat fronts and back sapphire windows (2.5 cm in diameter,
sealed with teflon O-rings) were used as photochemical reactors with a
pressure limit of at least 2000 psia.28 The short-path cell had an optical
path length of 16 mm (∼4 mL in reactor volume), and the long-path
cell, 80 mm (∼20 mL in reactor volume). In a typical experiment, the
cell was first loaded (not completely full) with an aqueous dispersion
of the photocatalysts, purged with high-purity nitrogen gas under
ambient condition, and then sealed. Pressurized CO2 (in a syringe
pump) was introduced into the sealed cell through the metal tubing
and valve until the desired pressure in the cell was achieved, and the
actual pressure upon stabilization of the system was measured and
recorded by using a precision pressure gauge (Heise).
Some CO2 photocatalytic reduction experiments under ambient

pressure were carried out by using an ACE Glass immersion-well

photochemistry apparatus equipped with a 450 W medium-pressure
Hanovia lamp coupled with a cycling water filter and a glass or
solution filter. An aqueous dispersion of the photocatalysts in the
photochemistry apparatus was purged first with high-purity nitrogen
gas and then with CO2 gas (for about 60 min) for saturation, followed
by photoirradiation.

Aqueous NaHCO3 or NaH13CO3 solution (up to 80 mM,
mimicking mildly acidic conditions of pH ∼4.5−5.5) was used as
CO2 or

13C-enriched CO2 in the same photocatalytic reactions.
Isopropanol was added in some of the experiments described above

as a sacrificial electron donor, though no meaningful difference was
found in the outcome of the photocatalytic reduction (probably due to
the fact that PEG molecules of similar structural elements to those in
isopropanol were already in the reaction system).

Photoproduct Characterization and Analysis. The aqueous
reaction mixture post-photoirradiation was collected via slow
depressurization from the high-pressure optical cell into a cooled
flask, followed by short-path distillation into an aqueous NaOH
solution (pH ∼11) for the organic acids in the reaction mixture to be
trapped as salts. Upon the removal of water via evaporation, the
resulting solid sample was characterized by using NMR and GC-MS
methods. Formic acid and acetic acid (or formate and acetate in some
measurements) were identified, confirmed, and quantified. Imidazole
and fumaric acid were used as internal standards in the 1H NMR
quantification measurements.
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