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Quantum dot and electron 
acceptor nano‑heterojunction 
for photo‑induced capacitive 
charge‑transfer
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Capacitive charge transfer at the electrode/electrolyte interface is a biocompatible mechanism for the 
stimulation of neurons. Although quantum dots showed their potential for photostimulation device 
architectures, dominant photoelectrochemical charge transfer combined with heavy‑metal content 
in such architectures hinders their safe use. In this study, we demonstrate heavy‑metal‑free quantum 
dot‑based nano‑heterojunction devices that generate capacitive photoresponse. For that, we formed 
a novel form of nano‑heterojunctions using type‑II InP/ZnO/ZnS core/shell/shell quantum dot as 
the donor and a fullerene derivative of PCBM as the electron acceptor. The reduced electron–hole 
wavefunction overlap of 0.52 due to type‑II band alignment of the quantum dot and the passivation of 
the trap states indicated by the high photoluminescence quantum yield of 70% led to the domination 
of photoinduced capacitive charge transfer at an optimum donor–acceptor ratio. This study paves the 
way toward safe and efficient nanoengineered quantum dot‑based next‑generation photostimulation 
devices.

Neural interfaces that can supply electrical current to the cells and tissues play a central role in the understanding 
of the nervous system. Proper design and engineering of such biointerfaces enables the extracellular modulation 
of the neural activity, which leads to possible treatments of neurological diseases like retinal degeneration, hearing 
loss, diabetes, Parkinson and  Alzheimer1–3. Light-activated interfaces provide a wireless and non-genetic way to 
modulate neurons with high spatiotemporal resolution, which make them a promising alternative to wired and 
surgically more invasive electrical stimulation  electrodes4,5.

The charge injection mechanism at the device/tissue interface is an important parameter that affects the 
efficiency and safety of neuromodulating devices. The safe modulation of neural activity requires the avoidance 
of irreversible faradaic reactions, which might be harmful to the biological  tissues6,7. In that regard, capacitive 
stimulation is accepted as a safe method that modulates the cell membrane by inducing transient displacement 
currents without any direct charge transfer from the electrode to the biological  medium6,7. Hence, both electri-
cal and optical neurostimulators are material- and device-wise engineered to induce capacitive currents. For 
example, titanium nitride (TiN)-based capacitive electrodes for electrical stimulation inject charges through the 
electrode–electrolyte double  layer8. The capacity of such electrodes charging and discharging the double layer 
can be improved by additional dielectric coatings of tantalum/tantalum oxide (Ta/Ta2O5). Moreover, silicon, 
organic semiconductors and carbon nanotubes have been used for capacitive photostimulation of  neurons9–13.

Colloidal quantum dots (QDs) are promising nanomaterials for neural interfaces due to their advantageous 
structural and optoelectronic properties such as tunable bandgap, high absorption in the visible spectrum, solu-
tion processability and  stability14. Photostimulation devices based on HgTe, CdSe and InP QDs were previously 
reported in the literature that can efficiently stimulate neurons and evoke action  potentials15–18. These devices, 
however, either contain toxic-heavy-metals or operate photoelectrochemically, both of which might harm the 
tissues in the long-term use. Heavy-metal-free QD-based neural interfaces that have dominant capacitive charge 
injection have not been reported in the literature yet.
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In this study, we demonstrate QD-fullerene donor–acceptor nano-heterojunction photoelectrodes that pro-
duce capacitive-dominant photoresponse. For that we nanoengineer toxic-heavy-metal-free InP-based QDs 
and QD-fullerene nano-heterojunctions. While InP/ZnS QD leads to faradaic charge transfer, lower exciton 
binding energy and better passivation of surface traps of InP/ZnO/ZnS nanostructure facilitated capacitive 
charge transfer, which is maximized by tuning the donor–acceptor ratio. Therefore, we found out that the car-
rier localization and surface states of quantum dots at the nano-heterojunction has a vital role for the control 
of the bioelectrical currents.

Results
Figure 1 demonstrates the device architecture and corresponding energy band diagram of the photoelectrodes. 
The intermediate layer of ZnO nanoparticles serves for electron transport and hole blocking purposes due 
to its high electron mobility and large energy barrier at the valence band, respectively. Owing to the electron 
accepting property of fullerenes and the energy alignment of the QD and [6,6]-phenyl C61 butyric acid methy-
lester (PCBM), the photoactive layer consisting of InP-based QD and a fullerene derivative of PCBM forms a 
donor–acceptor nano-heterojunction. PCBM captures the photogenerated electrons from the quantum dots and 
the holes remain in the  QDs19.

InP-based QDs were used for bio-applications because of their intrinsically non-toxic and heavy metal free 
 composition22. We synthesized InP core QDs via hot injection method and grew ZnS and ZnO shells for the 
formation of InP/ZnS core/shell and InP/ZnO/ZnS core/shell/shell nanostructures (see “Methods” for the details 
of the synthesis)17,23. The transmission electron microscopy (TEM) analyses of InP core, InP/ZnS, InP/ZnO and 
InP/ZnO/ZnS QDs reveal their mean particle sizes as 3.3 nm, 4.7 nm, 4.3 nm and 5.3 nm, respectively, indicat-
ing revealing the successful shell growth. (see Fig. 2a and the supporting information). X-ray diffraction (XRD) 
analysis of InP/ZnO/ZnS QDs shows the corresponding crystallographic diffraction peaks of InP, ZnS and ZnO, 

Figure 1.  (a) The schematic of the quantum dot and PCBM nano-heterojunction device structure, and (b) 
the electron transfer from the InP-based quantum dots to PCBM. (c) The energy band alignment based on our 
previous  reports20,21. InP/ZnS core/shell and InP/ZnO/ZnS core/shell/shell QDs were incorporated into the 
photoelectrode architecture.
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indicating the formation of InP/ZnO/ZnS core/shell/shell nanostructures (Fig. 2b) X-ray photoelectron elec-
troscopy (XPS) analysis of InP core, InP/ZnO, InP/ZnO/ZnS and energy dispersive X-ray spectroscopy (EDS) 
of InP/ZnO/ZnS were provided in Supporting Information to further confirm the growth of ZnO and ZnS shells 
in InP/ZnO/ZnS core/shell/shell nanostructure.

We next investigated the optical properties of the QDs. Figure 2c shows the absorption and photolumines-
cence (PL) spectrum of InP core, InP/ZnS and InP/ZnO/ZnS QDs. The conduction band energy levels of InP 
and ZnO were expected to lead to a type-II behavior in InP/ZnO/ZnS QD, where electron tends to delocalize 
to the ZnO shell, while the hole is confined in the core. This causes a significant red-shift in the absorption 
and emission spectrum of InP/ZnO/ZnS compared to InP core and type-I InP/ZnS QDs (Fig. 2c) (normalized 
absorption profiles can be seen in Supplementary Fig. S4). Moreover, growing ZnS and ZnO shells on InP core 
leads to enhanced photoluminescence quantum yield (PLQY) values, which are 7%, 28%, and 70% for InP core, 
InP/ZnS, and InP/ZnO/ZnS, respectively (Fig. 2d). The significant enhancement in the PLQY of InP/ZnS and 
InP/ZnO/ZnS nanocrystals indicates the successful passivation of nonradiative surface  states24.

To investigate the electronic properties of the QDs in detail, we conducted quantum mechanical calculations 
by solving self-consistently the Poisson–Schrödinger equations in the effective mass approximation and using 
BenDaniel–Duke boundary  conditions29. The material parameters used in the calculations are listed in Table 1. 
All Coulombic interactions have been taken into account on both energy eigenvalues and  wavefunctions29. At 
the end of the calculations, single particle energies of electron and hole and corresponding radial wavefunc-
tions have been determined. Using these values, exciton binding energies, overlap integrals, oscillator strengths, 
absorption wavelengths, and transition energies have also been calculated. Figure 3 shows the confinement 
potential profiles, and electron and hole density functions for InP core (top panel), InP/ZnS core/shell (middle 
panel) and InP/ZnO/ZnS core/shell/shell (bottom panel) QDs. It should be noted that the maximum values of 
the density functions are normalized to unity for the consistency of scaling. When we look at the top panel of 
the Fig. 3, we see that both electron and hole wavefunctions are confined completely in the core region meaning 
that the exciton binding energy will be large due to strong attractive Coulomb interaction between the electron 
and hole. In InP/ZnS core/shell QD, although the electron and the hole are still confined to the InP core, a small 

Figure 2.  Structural and optical properties of QDs. (a) TEM image of InP/ZnO/ZnS QD. Scale bar is 20 nm. 
Insets: HR-TEM image of InP/ZnO/ZnS QD with 5 nm scale bar (top), the size distribution (N = 200) (bottom). 
(b) XRD pattern of InP/ZnO/ZnS QD. (c) Absorption and emission spectrum of InP core (black), InP/ZnS 
(orange) and InP/ZnO/ZnS (red) QDs dispersed in toluene each at the concentration of ~ 0.5 micromolar. (d) 
PL quantum yields of InP, InP/ZnS and InP/ZnO/ZnS QDs (measured in an integrating sphere with excitation 
wavelength of 375 nm).
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portion of the electron wavefunction penetrates to the ZnS shell and hence, it is expected that the exciton bind-
ing energy will be smaller when it is compared to the single InP core QD. The exciton binding energies in these 
structures is calculated as 116 meV and 100 meV for InP and InP/ZnS QD, respectively. Moreover, although InP/
ZnO/ZnS QD has a type-II energy band alignment as seen from potential profile in the bottom panel of Fig. 3, 
the electron density does not localize completely in ZnO shell and expands through the whole structure due 
to its light effective mass, smaller spatial volume and also smaller potential depth, while the hole is completely 
confined in the InP core. This spatial expansion of electron density decreases the attractive Coulomb energy, i.e. 
the binding energy, between electron and hole. As a result, InP/ZnO/ZnS QD has a lower binding energy, i.e. 
88 meV, compared to the binding energies of type-I InP core and InP/ZnS core/shell QDs. Electron delocaliza-
tion to the shell indicates a possible transition from type-I to type-II  heterostructure17, which are known to be 
more favorable for photovoltaic applications and exciton  dissociation30,31. This transition can also be deduced 
from the electron–hole wavefunction overlap ratio. The overlap value is 0.89 for InP core QD and 0.76 for InP/
ZnS core/shell QD, while it is considerably lower (0.52) for InP/ZnO/ZnS QD.

We investigate the photoresponse of InP/ZnO/ZnS QD-PCBM nano-heterojunction photoelectrodes (see 
Supplementary information for the preparation of QD:PCBM blend and the corresponding absorption profiles 
in Supplementary Fig. S5). Figure 4a shows the photocurrent/photovoltage measurement configuration. We use 

Table 1.  Materials parameters used in the calculations.

Materials me/m0 mh/m0 εs/ε0 Ec (eV) Ev (eV) Eg (eV) Ep (eV)

InP 0.0825 0.6925 12.925 − 4.826 − 6.1426 1.3426 1725

ZnS 0.2525 0.5925 8.925 − 3.926 − 7.6226 3.7226

ZnO 0.2427 0.7827 8.828 − 5.1826 − 8.5826 3.4026

Figure 3.  Radial distributions of electrons and holes throughout the InP core (top panel), InP/ZnS core/shell 
(middle panel) and InP/ZnO/ZnS core/shell/shell (bottom panel) quantum dots. The colored areas show the 
core region, ZnS shell region, and ZnO shell region. Blue lines show the respective conduction and valence 
band potential profile of each QD. The bending of the potential profiles is due to attractive Coulomb potential 
between the electron and hole.
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a three-electrode electrochemical setup while illuminating the samples with a pulsed LED (see “Methods” for 
the details of the measurement setup). The photoresponse analysis was performed in the artificial cerebrospinal 
fluid (aCSF) to mimic the working conditions in a biological medium (see “Methods” for the preparation of the 
aCSF). InP/ZnO/ZnS QD-based devices display rapid charging/discharging spikes with rise/fall times of 200 µs 
(Fig. 4b). The amplitude of the transient capacitive peaks for the QD:PCBM 1:1 and QD:PCBM 1:3 devices (57 
µA  cm−2 and 45 µA  cm−2) are close to each other, while it is substantially lower for the QD:PCBM 1:7 devices (15 
µA  cm−2) (Fig. 4b) (1:1, 1:3, 1:7 are the QD:PCBM volume ratios in the blend). Here, QD-PCBM blend consists 
of electron-donating QD and electron-accepting PCBM, and the number of acceptors per each donor, i.e. the 
QD:PCBM ratio, affect the photoresponse of the  device31. Sufficiently high number of acceptors per each donor 
lead to an efficient charge separation. However, at QD:PCBM 1:7 ratio, the imbalance of acceptors per each donor 
prevents the effective transfer of separated charges to the other layers due to unbalanced charge transportation 
between QD and PCBM  materials32. Moreover, the ratio of capacitive current to electrochemical current is 
maximum in the QD:PCBM 1:3 device (2.5), while it is similar for QD:PCBM 1:1 and QD:PCBM 1:7 devices 
(1.43 and 1.47) (Fig. 4c). This indicates that the most effective photoactive layer for the highest ratio of capacitive 
photocurrent is InP/ZnO/ZnS-PCBM 1:3 blend, which provides both high transient peak and 2.5 times greater 
capacitive photocurrent compared to the photoelectrochemical/resistive current (Fig. 4c). The corresponding 
photovoltage values for the devices with different ratios of QD:PCBM are shown in Fig. 4d. These photovolt-
ages show the highest values that can be supplied by the devices. Our best performing QD:PCBM 1:3 device 
can generate 46 ± 4 mV photovoltage, which would be sufficient to induce action potentials on excitable  cells33.

Figure 5a shows the photoelectrical response of the nano-heterojunction devices with InP/ZnS quantum 
dot at the QD:PCBM 1:3 ratio. The steady-state photocurrent under continuous light intensity indicates that the 

Figure 4.  Photocurrent measurement configuration and response of InP QD-based devices. (a) Three-electrode 
photocurrent/photovoltage measurement setup used for the photoresponse analysis of the photoelectrodes. 
(b) Photocurrent density traces of the devices with InP/ZnO/ZnS:PCBM volume ratios of 1:1 (black), 1:3 
(red), 1:7 (orange). Inset shows the components of the photocurrent. Capacitive and resistive components of 
the photocurrents were defined based on another  study9. Capacitive current is the peak photocurrent reached 
after the light onset, while resistive current is the photocurrent remained after 90% of the illumination duration 
passed. (c) The ratios of the capacitive to resistive components for devices with different QD:PCBM mixing 
ratios. (d) Peak photocurrent density and photovoltage values for different mixing ratios. Illumination: 10 ms 
pulsed LED with 445 nm nominal wavelength and optical power density of 57 mW  cm−2 (N = 4).
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photocurrent is dominated by electrochemical processes. The trace in Fig. 5a also shows that the InP/ZnS-based 
device shows significantly slower charging/discharging dynamics with rise/fall times of 2 ms compared to 200 µs 
of InP/ZnO/ZnS based devices. The reasons behind the different behaviors of InP/ZnS-based and InP/ZnO/ZnS-
based devices can be attributed to the processes at the QD-PCBM nano-heterojunction and electrolyte interface 
(Fig. 5b). The incident light pulse will be absorbed by quantum dots, leading to the generation of electron–hole 
pairs. These electron–hole pairs are bound together with an exciton binding energy,  Eb, which were calculated for 
each QD via the quantum mechanical simulations. For efficient charge separation, the energy offset between the 
lowest unoccupied molecular orbit (LUMO) levels of the donor and acceptor materials should be sufficiently large 
to overcome  Eb

34. Our quantum mechanical simulations showed that type-II InP/ZnO/ZnS QD has a significantly 
lower  Eb compared to InP/ZnS. Hence, InP/ZnO/ZnS-based devices have a more efficient charge separation 
compared to InP/ZnS-based ones. Besides, even though excitons are formed also in PCBM, those excitons are 
not expected to reach the donor–acceptor interface due to the small exciton diffusion length in  PCBM35,36. Thus, 
the excitonic contribution of PCBM to the photocurrent is almost negligible (see Supplementary Fig. S11 for 
photocurrent of the devices without QDs).

At the QD-PCBM interface, the electron is transferred to PCBM, while the hole stays trapped in the QD. Due 
to the much higher molar ratio of PCBM in the QD:PCBM blend, each QD is surrounded by multiple PCBM 
(check the schematic in Fig. 1b for a qualitative demonstration). Thus, most of the device-electrolyte interface 
will be covered by PCBM. The potential barrier due to the band bending at the PCBM-electrolyte interface blocks 
the electrons from migrating to the solution and ZnO layer captures the electrons. As a result, holes trapped in 
the QDs, which are away from the surface, induce the formation of an oppositely charged double layer at the 
electrolyte interface, generating a capacitive photocurrent. The direction of the photocurrent from the electrode 
to electrolyte also confirms the hole-based displacement current. However, the existence of the surface states 
still mediate charge exchange at the interface, leading to photoelectrochemical  processes37. Owing to its higher 
PL QY and core/shell/shell nanostructure of InP/ZnO/ZnS, which implies an improved passivation of surface 
states compared to InP/ZnS, the InP/ZnO/ZnS-based interfaces advantageously have low photoelectrochemical 
charge transfer with the electrolyte. Consequently, while type-I InP/ZnS-based devices produce predominantly 
photoelectrochemical current, type-II InP/ZnO/ZnS-based devices can generate capacitive currents, which was 
facilitated by the effective charge separation and less amount of nonradiative recombination sites of InP/ZnO/
ZnS QDs.

Conclusion
In this study, we report the successful demonstration of heavy-metal-free and capacitive QD:fullerene nano-
heterojunction devices for prospective non-invasive QD-based neurostimulation applications. For that, we syn-
thesized type-I InP/ZnS core/shell and type-II InP/ZnO/ZnS core/shell/shell nanostructures. We tested their 
photoresponses in a nano-heterojunction of QD:PCBM donor–acceptor system for effective exciton dissociation 
and charge transfer. InP/ZnO/ZnS-based nano-heterojunction achieved photocurrent with capacitive dominance, 
which has 2.5 times higher capacitive photocurrent than the resistive photocurrent, while InP/ZnS-based devices 
are predominantly governed by photoelectrochemical processes. We ascribe that difference to the following 
two main reasons: (i) The type-II band structure of InP/ZnO/ZnS QD results in a lower exciton binding energy 
compared to type-I InP/ZnS, leading to more effective charge separation. (ii) The core/shell/shell composition 
of InP/ZnO/ZnS yields fewer surface states, which diminishes the possible charge transfer between electrolyte 
and surface states. The conceptual understanding and the unconventional device structures in this study pave 
the way toward safe and effective quantum dot-based biointerfaces.

Figure 5.  (a) Photocurrent density of the InP/ZnS-based photoelectrode with InP/ZnS:PCBM ratio of 1:3. 
(b) Schematic showing qualitatively the proposed ongoing processes at the QD:PCBM-electrolyte interface 
upon illumination. The processes are numbered according to their occurrence sequence.  Ecb,  Evb,  Ess stands for 
conduction band, valence band and surface state energy levels, respectively.
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Methods
InP core, InP/ZnS core/shell, InP/ZnO/ZnS core/shell/shell QD synthesis. For InP core synthesis, 
we mixed 0.01 mmol stearic acid, 0.01 mmol zinc undecylenate and 0.2 mmol hexadecylamine in 6 mL 1-Octa-
decene in a three-neck flask. Then, 0.1 mmol indium chloride was injected into the flask in inert atmosphere. The 
temperature of the solution was increased to 120 °C. To obtain water-free and oxygen-free reaction environment, 
20 min evacuation was applied. We then apply refilling in the nitrogen atmosphere and increase the temperature 
to 230 °C. After the solution reaches 230 °C, we inject 0.2 mmol stock solution of Tris(trimethylsilyl) phosphine 
into the reaction. The solution was kept at 230 °C 20 min. We cool down the solution to the room temperature 
and allocate half of it, labeling it as InP Core.

For ZnS shelling, we add 0.15 mmol zinc diethyldithiocarbamate and 2 mL 1-Octadecene into the remaining 
InP core solution. We increase the reaction temperature to 180 °C and leave at that temperature 30 min under 
rigorous stirring. Then, we cool down the solution to room temperature. We wash the solution with toluene and 
ethanol. Finally, we re-disperse the purified solution in toluene.

For ZnO shelling, first, the InP core solution was cooled down to 80 °C. ZnO stock solution was prepared 
by adding 245 µL oleylamine (OAM), 8 µL oleic acid (OA) and 6,5 mg zinc acetylacetonate hydrate into 1.6 mL 
1-octadecene. Afterwards, ZnO stock solution was heated to 80 °C, and mixed until zinc acetylacetonate hydrate 
was completely dissolved. Then, the ZnO stock solution was added to InP QD solution at 80 °C. Then the solu-
tion was heated to 250 °C and kept stirring at that temperature for 30 min. Then, we cool down the solution to 
room temperature. We wash the solution with toluene and ethanol. Finally, we re-disperse the purified solution 
in toluene.

Photoelectrode fabrication. To clean the samples before the fabrication, the unpatterned Glass/ITO sub-
strates were sonicated in Hellmanex III solution (1.5% in deionized water), deionized water, acetone, and IPA 
consecutively for 15 min each. After drying the samples under 50 °C for 20 min, the substrates went through 
UV ozone treatment for 15  min. 0.45  M ZnO precursor sol–gel solution was prepared by mixing 219.3  mg 
zinc acetate dehydrate (Zn(CH3CO2)2·2H2O), and 73 mg of Ethanolamine  (HOCH2CH2NH2) in 2 mL 2-Meth-
oxyethanol  (C3H8O2). The mixture was ultrasonicated at 50 °C for 15 min to obtain a uniform solution. The 
ZnO precursor sol–gel solution was spin coated on cleaned substrates at 2000 rpm for 60 s, followed by baking 
at 290 °C for 15 min. For the active layer, InP/ZnS:PCBM and InP/ZnO/ZnS:PCBM solutions were prepared 
by mixing previously prepared QD solutions in toluene (~ 30 Mµ ) and PCBM solution in o-dichlorobenzene 
(30 mg mL−1) with a volume ratios of QD:PCBM 1:1, 1:3, 1:7. The mixture was stirred for 1 h to obtain uniform 
QD:PCBM solutions. The QD:PCBM layer was formed by spin coating 50  μL of the QD:PCBM solution at 
2000 rpm for 60 s, followed by baking at 120 °C for 15 min.

Optical characterization. Edinburgh Instruments Spectrofluorometer FS5 was used to characterize the 
optical properties (UV/vis absorption, photoluminescence, quantum yield) of QDs. Integrating sphere module 
was used for the quantum yield measurements.

Photocurrent measurements. The photoresponses of the devices were measured in three-electrode elec-
trochemical measurement with Ag/AgCl as the reference electrode, platinum rod as the counter electrode and 
the thin film samples as the working electrode in aCSF solution by dipping 1  cm2 active area of each sample using 
Autolab Potentiostat Galvanostat PGSTAT302N (Metrohm, Netherlands). aCSF solution was prepared using the 
following materials stirred in deionized water: 10 mM of 4-(2-hydroxyethyl)-1-piperazineethanesulfonic acid 
(HEPES), 10 mM of glucose, 2 mM  CaCl2, 140 mM of NaCl, 1 mM of  MgCl2, 3 mM of KCl. After obtaining uni-
form solution, NaOH was slowly added until the pH of aCSF solution reaches 7.4. For illumination, 10 ms light 
pulses (Thorlabs M450LP1 LED, 445 nm peak wavelength) were applied. Thorlabs DC2200 Driver was used to 
control the LED. Optical power was measured via Newport 843-R power meter.

X‑ray photoelectron spectroscopy (XPS). The XPS spectra of quantum dot samples were taken by a 
Thermo Scientific K-Alpha spectrometer using an Aluminum anode (Al Kα = 1468.3 eV) at an electron take-off 
angle of 90° (between the sample surface and the axis of the analyzer lens). The spectra were recorded using an 
Avantage 5.9 data system. The binding energy scale was calibrated by assigning the C1 s signal at 284.5 eV.

Energy dispersive X‑ray spectroscopy (EDS). EDS was performed using a JEOL Centurio detector, 
with a spot size of ca. 1 Å and probe current of 700 pA. Analysis was conducted on a JEOL JEM-ARM200CF 
spherical aberration-corrected scanning transmission electron microscope (STEM) operated with an accelerat-
ing voltage of 200 keV.

Received: 3 August 2020; Accepted: 12 January 2021

References
 1. Bareket-Keren, L. & Hanein, Y. Novel interfaces for light directed neuronal stimulation: Advances and challenges. Int. J. Nanomed. 

9(Suppl 1), 65–83. https ://doi.org/10.2147/IJN.S5119 3 (2014).

https://doi.org/10.2147/IJN.S51193


8

Vol:.(1234567890)

Scientific Reports |         (2021) 11:2460  | https://doi.org/10.1038/s41598-021-82081-y

www.nature.com/scientificreports/

 2. Normann, R. A. Technology insight: Future neuroprosthetic therapies for disorders of the nervous system. Nat. Clin. Pract. Neurol. 
3, 444–452 (2007).

 3. Perlmutter, J. S. & Mink, J. W. Deep brain stimulation. Annu. Rev. Neurosci. 29, 229–257 (2006).
 4. Mathieson, K. et al. Photovoltaic retinal prosthesis with high pixel density. Nat. Photonics 6, 391 (2012).
 5. Maya-Vetencourt, J. F. et al. A fully organic retinal prosthesis restores vision in a rat model of degenerative blindness. Nat. Mater. 

16, 681–689. https ://doi.org/10.1038/nmat4 874 (2017).
 6. Merrill, D. R., Bikson, M. & Jefferys, J. G. Electrical stimulation of excitable tissue: Design of efficacious and safe protocols. J. 

Neurosci. Methods 141, 171–198. https ://doi.org/10.1016/j.jneum eth.2004.10.020 (2005).
 7. Cogan, S. F. Neural stimulation and recording electrodes. Annu. Rev. Biomed. Eng. 10, 275–309. https ://doi.org/10.1146/annur 

ev.bioen g.10.06180 7.16051 8 (2008).
 8. Weiland, J. D., Anderson, D. J. & Humayun, M. S. In vitro electrical properties for iridium oxide versus titanium nitride stimulating 

electrodes. IEEE Trans. Biomed. Eng. 49, 1574–1579 (2002).
 9. Jiang, Y. et al. Rational design of silicon structures for optically controlled multiscale biointerfaces. Nat. Biomed. Eng. 2, 508–521. 

https ://doi.org/10.1038/s4155 1-018-0230-1 (2018).
 10. Gautam, V., Rand, D., Hanein, Y. & Narayan, K. S. A polymer optoelectronic interface provides visual cues to a blind retina. Adv. 

Mater. 26, 1751–1756. https ://doi.org/10.1002/adma.20130 4368 (2014).
 11. David-Pur, M., Bareket-Keren, L., Beit-Yaakov, G., Raz-Prag, D. & Hanein, Y. All-carbon-nanotube flexible multi-electrode array 

for neuronal recording and stimulation. Biomed. Microdevice 16, 43–53 (2014).
 12. Melikov, R. et al. Bidirectional optical neuromodulation using capacitive charge-transfer. Biomed. Opt. Express 11, 6068–6077 

(2020).
 13. Han, M. et al. Organic photovoltaic pseudocapacitors for neurostimulation. ACS Appl. Mater. Interfaces. 12, 42997–43008 (2020).
 14. Efros, A. L. et al. Evaluating the potential of using quantum dots for monitoring electrical signals in neurons. Nat. Nanotechnol. 

13, 278–288 (2018).
 15. Pappas, T. C. et al. Nanoscale engineering of a cellular interface with semiconductor nanoparticle films for photoelectric stimula-

tion of neurons. Nano Lett. 7, 513–519. https ://doi.org/10.1021/nl062 513v (2007).
 16. Lugo, K., Miao, X., Rieke, F. & Lin, L. Y. Remote switching of cellular activity and cell signaling using light in conjunction with 

quantum dots. Biomed. Opt. Express 3, 447–454 (2012).
 17. Bahmani Jalali, H. et al. Effective neural photostimulation using indium-based type-II quantum dots. ACS Nano 12, 8104–8114. 

https ://doi.org/10.1021/acsna no.8b029 76 (2018).
 18. Bahmani Jalali, H. et al. Biocompatible quantum funnels for neural photostimulation. Nano Lett. 19, 5975–5981. https ://doi.

org/10.1021/acs.nanol ett.9b016 97 (2019).
 19. Biebersdorf, A. et al. Semiconductor nanocrystals photosensitize C60 crystals. Nano Lett. 6, 1559–1563 (2006).
 20. Karatum, O. et al. Light-emitting devices based on type-II InP/ZnO quantum dots. ACS Photonics 6, 939–946 (2019).
 21. Melikov, R. et al. Plasmon-coupled photocapacitor neuromodulators. ACS Appl. Mater. Interfaces. 12, 35940–35949. https ://doi.

org/10.1021/acsam i.0c094 55 (2020).
 22. Wegner, K. D. et al. Influence of the core/shell structure of indium phosphide based quantum dots on their photostability and 

cytotoxicity. Front. Chem. 7, 466 (2019).
 23. Bahmani Jalali, H., Melikov, R., Sadeghi, S. & Nizamoglu, S. Excitonic energy transfer within InP/ZnS quantum dot Langmuir–

Blodgett assemblies. J. Phys. Chem. C 122, 11616–11622. https ://doi.org/10.1021/acs.jpcc.8b007 44 (2018).
 24. Borchert, H. et al. Investigation of ZnS passivated InP nanocrystals by XPS. Nano Lett. 2, 151–154 (2002).
 25. Sahin, M. Effect of the shell material and confinement type on the conversion efficiency of core/shell quantum dot nanocrystal 

solar cells. J. Phys. Condens. Matter 30, 205301 (2018).
 26. Hinuma, Y., Grüneis, A., Kresse, G. & Oba, F. Band alignment of semiconductors from density-functional theory and many-body 

perturbation theory. Phys. Rev. B 90, 155405 (2014).
 27. Manasreh, M. O. Introduction to Nanomaterials and Devices. (Wiley Online Library, Hoboken, 2012).
 28. Sadao, A. Properties of Group-IV, III-V and II-VI Semiconductors. (Wiley, Hoboken, 2005).
 29. Şahin, M., Nizamoglu, S., Kavruk, A. E. & Demir, H. V. Self-consistent computation of electronic and optical properties of a single 

exciton in a spherical quantum dot via matrix diagonalization method. J. Appl. Phys. 106, 043704 (2009).
 30. Kagan, C. R., Lifshitz, E., Sargent, E. H. & Talapin, D. V. Building devices from colloidal quantum dots. Science https ://doi.

org/10.1126/scien ce.aac55 23 (2016).
 31. Bang, J. H. & Kamat, P. V. CdSe quantum dot–fullerene hybrid nanocomposite for solar energy conversion: Electron transfer and 

photoelectrochemistry. ACS Nano 5, 9421–9427 (2011).
 32. Mukhopadhyay, S. & Narayan, K. Rationalization of donor–acceptor ratio in bulk heterojunction solar cells using lateral photocur-

rent studies. Appl. Phys. Lett. 100, 92 (2012).
 33. Bareket, L. et al. Semiconductor nanorod-carbon nanotube biomimetic films for wire-free photostimulation of blind retinas. Nano 

Lett. 14, 6685–6692. https ://doi.org/10.1021/nl503 4304 (2014).
 34. Gong, X. et al. Bulk heterojunction solar cells with large open-circuit voltage: Electron transfer with small donor-acceptor energy 

offset. Adv. Mater. 23, 2272–2277 (2011).
 35. Cook, S., Furube, A., Katoh, R. & Han, L. Estimate of singlet diffusion lengths in PCBM films by time-resolved emission studies. 

Chem. Phys. Lett. 478, 33–36 (2009).
 36. Burkhard, G. F., Hoke, E. T., Scully, S. R. & McGehee, M. D. Incomplete exciton harvesting from fullerenes in bulk heterojunction 

solar cells. Nano Lett. 9, 4037–4041 (2009).
 37. Morrison, S. R. The Chemical Physics of Surfaces (Springer Science & Business Media, New York, 2013).

Acknowledgements
This work is supported by European Research Council (ERC) European Union Horizon 2020 (639846). The 
authors sincerely thank Koc University Boron and Advanced Materials Application and Research Center 
(KABAM) and Koc University Surface Science and Technology Center (KUYTAM) for the use of the facilities. 
We gratefully acknowledge the Center Research Laboratory at the University of Bayburt for TEM analysis.

Author contributions
O.K. and S.N. designed the experiments. O.K., G.O.E., R.M., A.O. and C.W.O. conducted the experiments. M.S. 
performed the simulations. O.K., M.S., and S.N. wrote the manuscript with input from all authors.

Competing interests 
The authors declare no competing interests.

https://doi.org/10.1038/nmat4874
https://doi.org/10.1016/j.jneumeth.2004.10.020
https://doi.org/10.1146/annurev.bioeng.10.061807.160518
https://doi.org/10.1146/annurev.bioeng.10.061807.160518
https://doi.org/10.1038/s41551-018-0230-1
https://doi.org/10.1002/adma.201304368
https://doi.org/10.1021/nl062513v
https://doi.org/10.1021/acsnano.8b02976
https://doi.org/10.1021/acs.nanolett.9b01697
https://doi.org/10.1021/acs.nanolett.9b01697
https://doi.org/10.1021/acsami.0c09455
https://doi.org/10.1021/acsami.0c09455
https://doi.org/10.1021/acs.jpcc.8b00744
https://doi.org/10.1126/science.aac5523
https://doi.org/10.1126/science.aac5523
https://doi.org/10.1021/nl5034304


9

Vol.:(0123456789)

Scientific Reports |         (2021) 11:2460  | https://doi.org/10.1038/s41598-021-82081-y

www.nature.com/scientificreports/

Additional information
Supplementary Information The online version contains supplementary material available at https ://doi.
org/10.1038/s4159 8-021-82081 -y.

Correspondence and requests for materials should be addressed to S.N.

Reprints and permissions information is available at www.nature.com/reprints.

Publisher’s note Springer Nature remains neutral with regard to jurisdictional claims in published maps and 
institutional affiliations.

Open Access  This article is licensed under a Creative Commons Attribution 4.0 International 
License, which permits use, sharing, adaptation, distribution and reproduction in any medium or 

format, as long as you give appropriate credit to the original author(s) and the source, provide a link to the 
Creative Commons licence, and indicate if changes were made. The images or other third party material in this 
article are included in the article’s Creative Commons licence, unless indicated otherwise in a credit line to the 
material. If material is not included in the article’s Creative Commons licence and your intended use is not 
permitted by statutory regulation or exceeds the permitted use, you will need to obtain permission directly from 
the copyright holder. To view a copy of this licence, visit http://creat iveco mmons .org/licen ses/by/4.0/.

© The Author(s) 2021

https://doi.org/10.1038/s41598-021-82081-y
https://doi.org/10.1038/s41598-021-82081-y
www.nature.com/reprints
http://creativecommons.org/licenses/by/4.0/

	Quantum dot and electron acceptor nano-heterojunction for photo-induced capacitive charge-transfer
	Results
	Conclusion
	Methods
	InP core, InPZnS coreshell, InPZnOZnS coreshellshell QD synthesis. 
	Photoelectrode fabrication. 
	Optical characterization. 
	Photocurrent measurements. 
	X-ray photoelectron spectroscopy (XPS). 
	Energy dispersive X-ray spectroscopy (EDS). 

	References
	Acknowledgements


