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ABSTRACT: With exceptional electronic and gate-tunable optical properties,
graphene provides new possibilities for active nanophotonic devices. Require-
ments of very large carrier density modulation, however, limit the operation of
graphene based optical devices in the visible spectrum. Here, we report a unique
approach that avoids these limitations and implements graphene into
optoelectronic devices working in the visible spectrum. The approach relies on
controlling nonradiative energy transfer between colloidal quantum-dots and
graphene through gate-voltage induced tuning of the charge density of graphene.
We demonstrate a new class of large area optoelectronic devices including
fluorescent display and voltage-controlled color-variable devices working in the
visible spectrum. We anticipate that the presented technique could provide new
practical routes for active control of light−matter interaction at the nanometer
scale, which could find new implications ranging from display technologies to
quantum optics.

KEYWORDS: graphene, quantum dots (QDs), optoelectronics, nanophotonics, graphene field effect transistors (GFETs),
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Controlling light−matter interactions at the nanometer
length scale is a central goal of nanophotonics.1

Plasmonic nanostructures,2,3 photonic crystals,4 and quantum-
wells5 have been used to manipulate these interactions. Small
electro-optic effects6−8 and the lack of electric-field effect in
metals have been the challenges hindering active control of
nanophotonic devices. Very recently, graphene has provided a
new flexible platform for gate-controlled optical devices such as
optical modulators,9−11 tunable photonic microcavities,12,13 and
plasmonic devices.14−17 Indeed, these applications are mainly
based on Pauli blocking principle,18−21 that is, the optical
absorption of graphene can be blocked when the gate-induced
shift of Fermi energy is larger than the half of the excitation
energy. However, the working wavelength of these devices is
limited to infrared wavelengths.16 In order to suppress the
interband transitions in the visible spectrum, the Fermi level
needs to be modulated larger than 1 eV, which requires
extremely large gate-induced carrier densities or extreme
doping of graphene (>5 × 1013 cm−2).15,19 In fact, these
electrostatic doping levels are not practical with conventional
gate dielectric materials due to the dielectric breakdown. On
the one hand, electrolyte-based gating schemes can decrease
the working wavelengths down to near-infrared region,12,15,19,22

but on the other hand, requirements of liquid medium and
limited switching time of electrolytes significantly hinder the
realization of the full potential held by graphene for
optoelectronic applications in the visible spectrum.

To overcome these limitations, we used gate-controlled
fluorescence quenching of colloidal quantum-dots (QDs)
embedded in the dielectric layer of graphene transistors.
Since the rate of nonradiative energy transfer between QDs and
graphene depends on the concentration of free carriers in
graphene,22−25 the fluorescence of QDs can be controlled
through gate-induced carriers in graphene. Our method is
suitable for visible spectrum defined by the emission of the
QDs. Colloidal quantum-dots have enabled applications
ranging from biological imaging to display technologies26

owing to their high quantum yields, tunable and narrow
spectral emission, and photostability.27 Various excitation
mechanisms of QDs such as optical excitations, charge
injection, and energy transfer have been developed for light-
emitting applications.27 The lack of efficient electrical control of
the emission of QDs has been the challenge delaying the full
potential of quantum-dots for active optoelectronic devices.
Recently, energy transfer between two-dimensional sheets of
graphene and zero dimensional quantum dots have been
theoretically and experimentally studied.22,28−32 Integrating
QDs with graphene transistors yields a new class of hybrid
devices that enable gate-controlled fluorescence which could be
suitable for basic research and applied technologies. Unlike the
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previous studies, we here demonstrate solid state scheme to
control fluorescence of QDs and new optoelectronic devices
working in the visible part of the electromagnetic spectrum.
Our work has four novel aspects: (i) we demonstrate a new
fluorescence quenching scheme using graphene field effect
transistors, (ii) we demonstrate electrical control of fluo-
rescence intensity and lifetime of QDs, (iii) we show that
chemical doping of graphene can be used to control florescence
of QDs, and (iv) we implement gate tunable quenching of QDs
for new type of hybrid displays and color-variable devices
working in the visible spectrum.
We integrated colloidal QDs with back-gated graphene field-

effect transistors. We used CdSe/ZnS (Qdot 625, Catalog
Number A10197) with emission maxima at ∼625 nm,
purchased from Life Technologies Corporation. We drop
casted the diluted 4 nM of quantum-dot solution on the device

surface. Figure 1a shows the device layout. The gate dielectric
consists of two layers of Si3N4 (65 nm bottom layer and 25 nm
top layer) grown by chemical vapor deposition. Graphene was
synthesized on ultrasmooth copper foils (Mitsui Mining and
Smelting Co., Ltd., B1-SBS) by chemical vapor deposition at
1035 °C, as reported in our previous publications.33 After the
transfer-printing process of graphene, we fabricated source and
drain electrodes with standard UV-photolithography and
performed two layers of metallization process (SI, Figures 1−
6). In order to perform simultaneous electrical and optical
measurements, the devices were wire-bonded on conventional
ceramic chip holders. Figure 1b,c shows the device mounted on
a chip holder and a zoomed image of an individual graphene
transistor. The transistor has a channel width of 100 μm and a
channel length of 64 μm. The critical design aspects of the
devices include optimum dielectric thickness with very low

Figure 1. Graphene field-effect transistors integrated with QDs embedded in the dielectric layer. (a) Schematic shows the exploded view of the back-
gated graphene field effect transistor. The QDs are sandwiched between two dielectric layers (65 and 25 nm) and graphene is transfer-printed on the
top dielectric layer. (b) Photograph of the fabricated transistors wire bonded on a DIP chip holder. (c) Optical microscope image of a graphene-FET.
(d) Gate-dependent electrical resistance of graphene. The black line represents the fitting curve. The resistance reaches its maximum value at the
charge neutrality (Dirac) point VCNP = 2 V. The on−off ratio of the transistor is around 10.

Figure 2. Gate-controlled fluorescence quenching of QDs. (a) Fluorescence microscope images of the QDs in the channel area of graphene
transistors for various gate voltages ranging from −40 to 40 V. (b, c) The quenching of QD fluorescence for hole (blue) and electron (red) transport
regimes as the gate voltage varies from −40 to −20 V and 25 to 45 V, respectively. (d) Gate-dependent fluorescence intensity of QDs in the channel
area for negative and positive voltages. The gate voltage was swept from −40 V to +45 V. Blue and red color represent hole and electron transport
regimes, respectively. (e) Correlation between the measured fluorescence intensity and the resistance of the graphene. The arrows indicate the
direction of the voltage sweep.
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gate-leakage current (less than 1 nA), and deposition of the
dielectric on QDs without significant detrimental effects on the
fluorescence. Figure 1d shows the gate voltage dependent
electrical resistance of graphene. The resistance of graphene
reaches its maximum value (around 5 kΩ) at the charge
neutrality (Dirac) point VCNP = 2 V and on−off ratio around
10. The resistance of graphene can be expressed as

= +
μ +

R R2 L

W n nT c
0
2

g
2
, where RT is the total resistance, Rc is

the contact resistance, L and W are the width and the length of
the channel, μ is the carrier mobility, n0 is the minimum carrier
density, and ng is the gate induced carrier density. The ng is

tuned by the gate voltage Vg, as =
−

n
C V V

eg
( )g g CNP , where Cg is

the gate capacitance and e is the elementary charge. The fit of
the resistance (black solid line in Figure 1d) yields the field
effect mobility of 600 cm2/(V s), and n0 of 1.5 × 1012 cm−2.
We swept the gate voltage from −40 V to +45 V and

simultaneously recorded the drain current and the fluorescence
images of the QDs using a Nikon inverted fluorescence
microscope equipped with Hamamatsu EMCCD camera, (see
SI, Figure 1 for details). Electrical measurements were
performed using Keithley Model 2400 and 2401 Source
Meter Instrument. Gray scale fluorescence images of QDs at
five representative gate voltages are given in Figure 2a. We
observed strong fluorescence quenching at both positive and
negative gate voltages owing to the ambipolar charge transport
properties of graphene (SI, Movie 1).The fluorescence spectra
in Figure 2b,c show the gate-controlled quenching for hole and
electron transport regimes (SI, Figure 7). We did not observe a
significant spectral shift (<2 nm) or broadening in the emission
spectrum. The voltage dependence of the fluorescence intensity
of the QDs (averaged over the channel area) is given in Figure
2d. The blue and red dots represent the hole and electron
transport regimes, at negative and positive gate voltages,
respectively. Besides, we observed a plateau in the fluorescence
intensity for the gate voltages ranging from −20 V to +20 V.
The correlation of the fluorescence intensity and resistance of
the graphene layer is shown in Figure 2e. Indeed, the
fluorescence is significantly quenched by graphene when the
resistance is less than 1 kΩ (corresponding to charge density of
5 × 1012 cm−2). To gain more insight into the correlation
between resistivity and fluorescence quenching, we performed
similar experiments with a p-type graphene transistor with a
charge neutrality point at large positive voltages (SI, Figure 5
and SI, Movie 2). Unlike the ambipolar transistors, we observed
fluorescence quenching only for the negative voltages. These

observations suggest that the fluorescence quenching is
proportional to the carrier density in graphene.
In order to clarify the dominant energy transfer mechanism

involved in the gate-controlled quenching, we measured gate
voltage-dependence of fluorescence lifetime of the QDs. To
perform these experiments, we fabricated large area graphene
transistors with similar layout shown in Figure 1a but the
transistors have a large channel area (∼1 cm2, SI, Figure 6).
The transfer curve of the device is shown in Figure 3a. We
monitored the temporal evolution of fluorescence using a time-
correlated single photon counting system as we tuned the gate
voltage. Time-correlated single photon counting experiments
were performed using Horiba, NanoLog series of spectra-
fluorometers equipped with Fluoro3PS-Photomultiplier Power
Source. NanoLED laser diode with excitation wavelength of
390 nm at repetition rates of 1 MHz is used to excite QDs. The
lifetime trajectories of QDs were recorded for 400 ns time
durations. In fact, Figure 3b shows the fluorescence dynamics of
QDs embedded in the dielectric of graphene transistor for
various gate voltages. After fitting the lifetime trajectories, we
obtained the lifetime of QDs as a function of gate voltage,
Figure 3c. For the transistor with 25 nm spacer layer, we
observed a strong decrease in the lifetime from 15 to 5 ns for
the negative gate voltages owing to the large carrier injection.
The variation of fluorescence intensity of the devices with
different dielectric thicknesses is plotted in Figure 3d. Since the
transistor shows asymmetric ambipolar transport behavior with
large positive charge neutral point, the decrease in the lifetime
in the electron injection regime is relatively small owing to the
less gate-induced electron density.
The hallmark of Förster type energy transfer is the scaling of

the fluorescence with the distance from the surface of the
acceptor. The measured Förster critical distance (d0 ≈ 19 nm)
defines the length scale in our system. We performed similar
type of measurements with various spacer thicknesses (see
Figure 3c,d). When the QDs are very close to the graphene
surface (<d0), the fluorescence is significantly quenched with a
weak gate dependence. Whereas, for a distance of 50 nm (>d0),
there is a very weak quenching and weak gate dependence.
Maximum gate-induced modulation of fluorescence intensity
and lifetime is obtained at a spacer distance around 25 nm
(∼d0).
One remaining question is whether the observed fluores-

cence quenching of QDs is associated with the electric field on
the QDs. To clarify this ambiguity, we performed a controlled
experiment using chemical doping, which provides similar level
of charge densities but without electric field on QDs covered

Figure 3. Gate-controlled fluorescence lifetime of QDs. (a) Gate voltage-dependent electrical resistance of the large area graphene transistor. (b)
The lifetime trajectories of QDs for various gate voltages from 0 to −50 V. The dependence of extracted lifetime (c) and fluorescence intensity (d)
of QDs on the gate voltages between −50 to 50 V for various spacer layer thicknesses.
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with dielectric spacer layer thickness of 25 nm. We used the
same back-gated graphene field effect transistor configuration
and then controlled the carrier density on graphene with
chemical doping. Figure 4a shows the schematic representation
of the experimental system used for controlling the doping on
graphene with nitric acid vapor, which introduces strong p-type
doping.34 Figure 4b shows the transfer curves of the transistor
before and after the chemical doping. After exposing the
graphene transistor with nitric acid vapor, graphene becomes
highly p-doped (charge neutrality point shifts to large positive
voltages) due to the adsorbed electron accepting radicals (i.e.,
NO2 or NO3). However, the doping process contains volatile
chemicals desorbing from the device surface, which allow us to
recover the initial undoped state. After exposing the device to
the acid vapor, we observed a significant reduction in the
fluorescence intensity of QDs (Figure 4c). To quantify the
doping level, we measured the resistance of the device at Vg= 0
V. While the sheet resistance of graphene reduces from 800 to
410 Ω,34 fluorescence intensity decays concurrently one-third
of its initial value. The chemical doping on graphene is unstable
and electrical properties of graphene vary over time. The
fluorescence intensity recovers back to its initial value as the
adsorbed dopants leave the graphene surface. Figure 4d,e shows
the recovery of the fluorescence spectra and intensity of QDs.
To further understand the mechanism of the fluorescence

quenching, we performed control experiments in the absence of
graphene by replacing graphene with indium thin oxide (ITO).
ITO yields a metallic conducting channel with negligible gate
tunability. We measured the florescence intensity of QDs
integrated with the gate-dielectric where the ITO is the channel
material. We do not observe any modulation in the
fluorescence intensity (see SI, Figure 8). Accordingly, the
strong dependence of fluorescence quenching on the Dirac
point, the critical dependence on graphene-QD distance
together with the chemical doping, and the control experiments
with ITO electrodes further support that the fluorescence of
QDs can be tuned by changing the charge density on nearby

graphene. It should be emphasized that the interband transition
generates an electron−hole pair in the conduction and valence
bands. Large shift in Fermi energy (>1 eV) can block the
interband transition and reduces the fluorescence quench-
ing.28,32 However, here in this study, the Fermi energy is less
than 0.4 eV (SI, Figure 7), therefore the decay rate associated
with the interband transition cannot be tuned by the gate
voltage.
To show the promises of the method, we demonstrated a

new class of optoelectronic devices working in the visible
spectrum. Sandwiching QDs between two graphene electrodes
in array geometry provides a new design for a display device.
Figure 5 outlines the design and characterization of the
fabricated display device. The exploded view of the 5 × 5
passive matrix display is given in Figure 5a. The device has a
simple design with 5 bottom graphene electrodes and 5 top
electrodes patterned into a ribbon shape with a width of 30 μm
and a length of 200 μm. The graphene electrodes were
patterned by UV-photolithography and O2 plasma etching (SI,
Figure 8). A 25 nm thick dielectric layer was used to control the
QD-graphene distance. Optical micrograph of the fabricated
device is shown in Figure 5b. The gold contact pads in both
sides of the graphene ribbons are used to apply voltage bias to
address the pixels. After wire bonding the display on a chip
holder, we recorded the fluorescence image of QDs while
applying a bias voltage to the electrodes. We first generated a
static chessboard pattern by applying 20 V supply voltage, and
0 V to every other electrodes. The recorded fluorescence image
of the chessboard pattern and wiring diagram are given in
Figure 5c. The fluorescence of QDs is significantly quenched,
when the voltage difference is larger than 12 V between the top
and bottom graphene electrodes. The QDs at the intersections
of electrodes with the same voltage bias yield a bright pixel
owing to the high level of fluorescence. The fluorescence
contrast changes as the supply voltage varies from −20 V to
+20 V (SI, Movie 3). Figure 5d shows the fluorescence images
of the display device at various supply voltages. The plot of the

Figure 4. Controlling fluorescence quenching with chemical doping of graphene. (a) Schematic view of the experimental setup used for chemical
doping of graphene transistors integrated with QDs. (b) Transfer curves of the graphene transistor at undoped and chemically doped conditions. (c)
Recorded emission spectra of the QDs for undoped (Rs = 800 Ω) and doped (Rs = 410 Ω) conditions. (d) Recorded emission spectra of the QDs as
the adsorbed chemicals desorb from the graphene surface. (e) The recovery of the fluorescence of QDs during desorption of chemical dopants.
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intensity of a bright and a dark pixel as a function of Vs is shown
in Figure 5e. The variation of the intensity profile resembles the
results obtained in Figure 2. We observed that the charge
neutrality point varies among the pixels resulting in some
degree of inhomogeneity of the contrast. To generate dynamic
images on the passive matrix display, we built a scan and data
circuits. To select a pixel (to quench the fluorescence of QDs),
we apply +10 V to top electrode and −10 V to the bottom
electrode. Voltage difference of less than 12 V does not
generate significant fluorescence quenching which yields a
bright pixel on the display. We generated dynamic fluorescence

patterns of seven characters of the text “BILKENT” (the name
of our university). To generate the fluorescence image of a
letter (Figure 5f,g), the circuit scans the columns with a scan
rate of 100 ms and the data line refreshes the rows for every
100 ms. The yield associated with transfer-printing process of
graphene is quite high; however, there are some local defects
that generate bright dots on the display. In addition, we
observed some degree of hysteresis causing grayed appearance
of the previous characters, which is most likely due to the
charge injection into the dielectric. We tested the time response
of the display device by changing the switching time of the

Figure 5. Graphene-based passive matrix fluorescent display. (a) Schematic shows the exploded view of the 5 × 5 passive matrix display based on
graphene-enabled gate-controlled fluorescence. The letters and numbers label the top and bottom graphene electrodes, respectively. (b) Optical
microscope image of the fabricated display device. The size of the pixels is 30 μm × 30 μm. (c) Fluorescence image (at 625 nm) of the display biased
to generate a chessboard pattern. (d) Fluorescence images of the display as the drive voltage, Vs, varies from −20 V to +20 V. (e) Normalized
fluorescence intensity of a dark (red dots) and bright (blue dots) pixels as drive voltage Vs varies from −20 V to +20 V. The asymmetry in the
intensity is due to the shift in the charge neutrality point. (f) Schematic drawing of the electronic circuit used to generate dynamic fluorescence
pattern on the display. To select a pixel (to quench the fluorescence of QDs), the circuit applies −10 V to the bottom graphene electrode and +10 V
to the top graphene electrode while the rest of the electrodes are grounded. (g) Dynamic fluorescence pattern of 7 characters of the text
“BILKENT”. (h) Snapshots of the display with 200 ms time intervals as the scan circuits move the column from left to right while the data lines are
biased to −10 V. (i) Time trace of a pixel with various switching time between 10 ms to 2 s. (j) Generated fluorescence contrast of a pixel as a
function of the switching frequency.
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drive circuit. Figure 5h shows snapshot fluorescence images
with 200 ms time interval. The time trace of a pixel for various
switching times is plotted in Figure 5i. As the switching time
decreases, the contrast between the bright and dark pixels
decays. The hysteresis caused by the charge injection into the
dielectric layer is likely due to the limiting mechanism of
frequency response of the device. Figure 5j shows the
fluorescence contrast as a function of switching frequency
(SI, Movie 4 and SI, Movie 5).
Furthermore, monolithic integration of QDs with different

emission wavelength in a multilayer graphene device enables a
new class of voltage-controlled color-variable devices. Figure 6a

shows the device layout, which combines two graphene
capacitors integrated with different QDs having emission
wavelengths at 585 and 625 nm. The middle graphene
electrode is shared as a common ground electrode. To prevent
quenching due to the middle electrode, we deposited thick
dielectric layers (75 nm) on both sides of the electrode. The
variation of the carrier density on top and bottom electrodes
independently controls the fluorescence intensity of red and
yellow QDs. Figure 6 (b and c) shows the fluorescence spectra
of the multilayer capacitor for various biasing conditions. We
labeled the voltage of the top electrode as Vr and bottom as Vy
referring to red and yellow colors, respectively. The red and
yellow QDs can be quenched independently by adjusting Vr
and bottom as Vy. Figure 6b,c shows the recorded spectra as we
tuned Vy (Vr) from 0 to 100 V, while the other electrode was
kept at 0 V. This vertically integrated multilayer device
demonstrates the working principle of voltage-controlled
color variation which could find many applications for display

technologies that require multicolor operation from a single
pixel.
In summary, we here demonstrate graphene-QDs based

fluorescent display and voltage-controlled color-variable hybrid
optoelectronic devices working in the visible region. Our study
shows that the electrical control of carrier density in graphene
together with its optical transparency enables gate-controlled
fluorescence of QDs placed in close proximity of the graphene
surface. The near-field coupling between QDs and graphene
yields a nonradiative energy transfer, which is tuned through
controlling charge density on graphene. The presented hybrid
optoelectronic devices working in the visible spectrum show
the promises of the method which could find immediate
applications for light-emission and display technologies. Our
method can be scaled down to the single QD level; on the
other hand, it can be scaled up to large area applications. In
addition, unique mechanical properties of graphene allow us to
fabricate the hybrid photonic devices on flexible substrates.
Besides applied technologies, we anticipate that the presented
technique could provide new practical routes for active control
of light−matter interaction at the nanometer scale, which could
find new implications in quantum optics, for example,
electrically tunable emission of single photon sources.35
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