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C
olloidal quantum dots (CQDs) have
generated great interest worldwide
for their promising applications in op-

toelectronic devices including light-emitting
diodes,1�3 photodetectors,4,5 lasers,6 solar
concentrators,7 and solar cells.8�14 Their
solution processability enables convenient
manufacturing andprospectively lower cost
compared to conventional single-crystalline
solar cells.15 Quantum-size tuning of the
nanoparticles' band gap enables the reali-
zation of tandem solar cells based on a
single materials system, an approach that
raises the asymptote on solar power con-
version efficiency beyond the Shockley�
Quiesser limit.16,17

Recently, the efficiency of CQD solar cells
has improved rapidly, with much progress
enabled by both new device architectures,
such as the quantum junction device, and
the realization of improved quantum dot
solids, including n-type CQD solids.18�23

All record-setting CQD solar cell perfor-
mance results to date have relied on a solid-
state ligand exchange,18�23 wherein the
long aliphatic ligands used in quantum
dot synthesis are displaced on the proces-
sing substrate. Spin-coating and layer-
by-layer exchange lead to vast material

waste: typically only 1�10% of the con-
sumed quantum dots are incorporated into
the final film.
Recently, progress has been reported to-

ward quantum dots that can instead be
deposited directly onto a substrate, forming
the final film in a single convenient and
waste-free step.24�27 The low performance
of these devices was ascribed to reliance on
a highly polar solvent, which, while it did
provide the needed electrostatic stabiliza-
tion using short ligands, also led to loss of
halide surface anions crucial to efficient
nanoparticle surface passivation.
In this work, we focus instead on produ-

cing a colloid that can be applied directly to
process photovoltaic-quality films and that
improves their performance considerably
over all prior reports. We were inspired by
two significant recent advances. In the first,
Talapin and colleagues have realized nano-
particles passivated using inorganic metal
chalcogenide ligands (MCCs),28�30 suggest-
ing that inorganic anions can be sufficient to
confer colloidal stability. In parallel, we have
shown31�34 that halide passivation, applied
in the solid state or the solution phase or
both, can benefit solar cell performance by
removing unwanted deep electronic trap

* Address correspondence to
ted.sargent@utoronto.ca.

Received for review July 1, 2014
and accepted September 16, 2014.

Published online
10.1021/nn503569p

ABSTRACT New inorganic ligands including halide anions have

significantly accelerated progress in colloidal quantum dot (CQD)

photovoltaics in recent years. All such device reports to date have

relied on halide treatment during solid-state ligand exchanges or on

co-treatment of long-aliphatic-ligand-capped nanoparticles in the

solution phase. Here we report solar cells based on a colloidal

quantum dot ink that is capped using halide-based ligands alone. By

judicious choice of solvents and ligands, we developed a CQD ink

from which a homogeneous and thick colloidal quantum dot solid is applied in a single step. The resultant films display an n-type character, making it

suitable as a key component in a solar-converting device. We demonstrate two types of quantum junction devices that exploit these iodide-ligand-based

inks. We achieve solar power conversion efficiencies of 6% using this class of colloids.
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states. Recently, based on solution-phase iodide treat-
ment and a layer-by-layer film-forming process, air
stable n-type CQD films were reported.23

We took the view that if a complete halide-based
ligand exchange can be made in the solution phase, a
number of advantages would be provided. The nano-
particles would be well-passivated and well-protected
from oxygen attack.23 This could enable the first n-type
quantum dot inks to be reported. The resultant inks
would allow direct processing of a photovoltaic-quality
CQD solid in a single step, overcoming the limitations
and wastefulness of the legacy layer-by-layer approach.

RESULTS AND DISCUSSION

We synthesized PbS CQDs using lead(II) oleate with
bis(trimethylsilyl) sulfide.23 Prior to ligand exchange,
the CQDs were dispersed in octane, and iodide salts
(both CH3NH3I and NaI worked well) were dissolved
in dimethylformamide (DMF) (γ-butyrolactone also
worked well). We mixed these two phases vigorously
and then kept them static until the phases became
well-separated (inset of Figure 1a). After removing the
top octane solution, we washed the CQDs in a polar
solvent to remove the organic residue. We precipitated
the CQDs via the addition of toluene and redispersed in
butylamine (γ-butyrolactone also worked well) for film

fabrication. A schematic of iodide-capped CQDs in
solution is presented in Figure 2. In addition to iodide

Figure 1. Absorption and emission spectra of CQDs in solution and film. (a) Absorption spectra of CQDs before and after
iodide ligand exchange. A clear exciton peak is observed, indicating that quantum confinement was preserved. The inset
images depict the two-phase ligand exchange process. Upon the completion of the ligand exchange, CQDs had transferred
from the top octane phase to the bottom dimethylformamide (DMF) phase. (b) Photoluminescence (PL) spectra of CQDs
before and after halide ligand exchange. The retention of the defined PL spectral feature confirms that quantum confinement
was retained following inorganic ligand exchange. Inset is the TEM image of the CQDs after ligand exchange (scale bar 5 nm).
(c) Absorption spectra of films before and after annealing. The exciton peak is retained even when the film is annealed at
100 �C. (d) Photoluminescence spectra of CQD films before and after annealing. The photoluminescence peak red-shifts with
increasing annealing temperature but retains its defined character.

Figure 2. Schematic of surface ion distribution in quantum
dot inks and films. (a) As-prepared CQDs after iodide ligand
exchange in butylamine. Iodide anions bind to lead atoms
on the CQD surface and are covered by methylammonium
countercations. Methylammonium can desorb from the
surface, stabilized by hydrogen bonds (red line) to butyla-
mine. (b) As-prepared CQD films. The CQD surface is cov-
ered by counterions, maintaining charge neutrality. (c) CQD
film after annealing. The ion pairs are eliminated, but the
majority of iodide ligands remain on the CQD surface,
providing passivation and charge-neutral stoichiometry.
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Figure 3. Characterization of films prepared from CQD ink. (a) Fourier transform infrared spectroscopy of CQD films with
organic or halide ligands. Before annealing, a C�H stretching peak can be observed. However, after annealing, no C�H
stretching peak was discernible following the halide ligand exchange. (b) X-ray photoelectron spectroscopy (XPS) measure-
ment of the iodide 3d peak. The peak at 619.4 eV indicates lead-bound iodide, consistent with iodide ligands bonded to the
CQD surface. After annealing, the iodide amount is reduced. (c) XPS measurement of the N 1s peak. After annealing, the N 1s
peak at 401.9 eV disappeared, confirming that the organic residue was eliminated. (d) X-ray diffraction of the inorganic CQD
ink confirms the presence of characteristic lead sulfide crystal peaks.

Figure 4. Electronic materials behavior of inorganic CQD ink-based films. (a) Quantum junction device structure: the n-type
film employed the CQD ink, and the p-type layer was prepared using hydroxide in solid-state ligand exchange. (b) Dark
current�voltage curve of the device, showing good rectification. (c) Dark current�voltage of the device without bottom
p-type CQD layer (the highest current of 5 mA is limited by the ammeter). No rectification of the device was seen, consistent
with the lack of junction with the aluminum-doped zinc oxide (AZO), thus the need for both p- and n-type quantum dots to
form the rectifying junction. (d) Capacitance�voltage curve of the device. The calculated electrondopingdensity of thefilm is
∼3 � 1016 cm�3, similar to the iodide ligand film that was prepared by solid-state ligand exchange.
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ligands required for CQD surface passivation, we pro-
pose that additional extra iodide ligands were bound
to surface lead atoms and counterbalanced by methy-
lammonium or sodium cations. These cations have
a shallow electron affinity and do not affect the CQD
passivation, as can be seen from density functional
theory (DFT) results (Supporting Information).35 The
zeta potential of CQDs in γ-butyrolactone indicates
a negatively charged CQD (�8.2 eV) (Supporting
Information), consistent with a more labile positive
counterion layer. Although the polarity of butylamine
is relatively low, its basic character enables it to remove
methylammonium ions partially from the CQD sur-
face (Figure 2a), stabilizing them in solution via hydro-
gen bonds (the calculated binding energy of methyl-
ammonium to CQD is 18 kcal/mol after inclusion of
solvent effects). The existence of unbalanced iodide
ions on the CQD surface gives rise to an electrostatic
repulsive interaction between CQDs, thereby stabiliz-
ing the colloidal nanoparticles in solution.36 The ad-
sorption of ions is critical to keep the colloidal character
of the CQDs: if we wash the CQDs one more time with
DMF and toluene to remove surface ions, then they can
no longer be redispersed in butylamine.
Absorption and emission spectra of exchanged CQDs

in solution (Figure 1a,b) reveal a slightly red-shifted

exciton peak, consistent with a decrease in confine-
ment due to a shallower iodide HOMO compared to
the original oleate ligands (Supporting Information).
The photoluminescence peak retains its intensity and
narrowness and is similarly shifted slightly to the red.
Transmission electron microscopy (TEM) (Figure 1b)
confirms that the nanoparticles remained distinct and
well-dispersed in the final colloid. Both bromide and
chloride ligands were also investigated in the ligand
exchange, but neither enabled a stable colloid, con-
sistent with the previous findings that the bonding of
chloride and bromide is insufficiently strong.23

We then turned to the realization of CQD solids
based on the halide-terminated quantum dot inks.
We found that butylamine, with its low boiling tem-
perature, facilitated the fabrication of homogeneous
thick films. The resultant film absorption and emission
spectra (Figure 1c,d) exhibit peaks at locations identical
to those in solution, confirming that quantum confine-
ment was retained.
To remove solvent residues, we annealed the films at

100 �C (Figure 2b,c). Remarkably, no obvious shift of
the absorption peak was observed even with anneal-
ing: the exciton peak remained sharp in both absorp-
tion and emission. Fourier transform infrared spec-
troscopy (FTIR) (Figure 3a) confirms that annealing
was sufficient to remove organic residue from the film
and produce an all-inorganic quantum dot solid. X-ray
photoelectron spectroscopy (XPS) shows the iodide
signal at 619.4 eV, consistent with iodide bound to the
CQD surface (Figure 3b).21 The N 1s peak at 402 eV in
nonannealed film indicates NH3þ species at a level of
few tens of ions per CQD (Figure 3c). After annealing it
was eliminated, indicating that annealing can effectively
remove the counterions from the film. The iodide
content in the film was reduced as well, suggesting that
ammonium ligands desorb paired with iodide, thus
maintaining the charge neutrality of CQDs (Figure 2c).
Based on DFT simulation, the energy of ion pair desorp-
tion is 40 kcal/mol, consistent with mild heat being
sufficient to remove ion pairs. The iodide to lead ratio in
the final film is 0.65. The large amount of iodine re-
maining in the films is sufficient tomaintainhigh-quality
passivation. X-ray diffraction (XRD) (Figure 3d) shows
the expected PbS crystal peaks in exchanged films.37

Recent reports indicate that the use of iodide treat-
ments can bring n-type doping to CQD solids and even
produce an air-stable n-type CQD film.23,38 We inves-
tigated the net doping type of the iodide-capped CQD
inks by deploying them in quantum junction solar cells
(Figure 4a).32 The bottom p-type layer is fabricated by
strongly oxidizing these lower layers using tetramethy-
lammonium hydroxide. The top half of the device
was formed using the directly deposited CQD ink layer.
We used ITO (indium doped tin oxide)-on-glass as the
substrate and aluminum-doped zinc oxide (AZO) and
silver as the top contact. The dark current�voltage

Figure 5. Photovoltaic device performance of quantum
junction devices employing inorganic CQD inks. (a) Current�
voltage curve of the quantum junction device under AM1.5
illumination. Anoverall power conversionefficiencyof 5.17%
was achieved. (b) External quantum efficiency (EQE) curve of
the quantum junction device. The shape of the curve is
similar to that of prior quantum junction solar cells. The
relatively high EQE value across the fully absorbed visible
range is consistent with the junction residing at the interface
between p-type and n-type CQDs.
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characteristic (Figure 4b) reveals excellent rectification.
We prepared control devices consisting of either (a)
only the bottom p-type layer or (b) only the top halide
layer and found that each failed to rectify (Figure 4c).
This is consistent with the view that the strongly p-type
bottom layer formed a junction with a top n-type layer.
Because the bottomp-type layer is known to have high
doping in the 1018 cm�3 range,20 capacitance�voltage
analysis of these junction devices allowed us to esti-
mate the doping density of the top n-type ink-based
film at ∼3 � 1016 cm�3.
We characterized the devices in air and found that

their rectification and performance were retained
compared to in-glovebox tests. The device perfor-
mance of the solar cells under AM1.5 illumination is
shown in Figure 5a. The short-circuit current and open-
circuit voltage are 20 mA/cm2 and 0.50 V, respectively.
The slightly lower photocurrent compared to the best
CQD devices is consistent with the known high defect
level in the highly oxidized p-type layer.32 The spec-
trally flat external quantum efficiency (Figure 5b)
across the 400�650 nm range in which substantially
all incident light is absorbed is again consistent with
the establishment of the rectifying junction at the
p-type to n-type CQD interface.23

In light of these indications of a high defect concen-
tration in the p-type layer, we turned to an improved

device, the inverted quantum junction (Figure 6a,b39),
with the goal of combining a higher performance
p-type film with our novel n-type layer.23 CQD films
were fabricated on a TiO2 substrate using the n-type
CQD ink, after which a thin mildly p-type MPA-treated
CQD layer (∼30 nm) was added, followed by a MoO3/
Au/Ag top contact. A cross-sectional scanning electron
microscope (SEM) image (Figure 6d) reveals that the
bottom ink-based layer was approximately 200 nm
thick.
The measured current�voltage curve under AM1.5

illumination is shown in Figure 6c. Compared with
conventional quantum junction devices, an improved
short-circuit current of 23 mA/cm2 is achieved, as-
cribed to the removal of the highly doped and defec-
tive p-type film. The power conversion efficiency ex-
ceeds 6%. The external quantum efficiency spectrum
of the device is shown in Figure 6d. The low external
quantum efficiency (EQE) value in the blue spectral
region suggests that the n-type layer is slightly less
than fully depleted.23

CONCLUSIONS

This study presented the first photovoltaic-quality
n-type colloidal quantum dot ink. It also represents
the first solution-phase inorganic-ligand-exchanged
quantum dot solid to be featured in a solar cell.

Figure 6. Photovoltaic device performance of inverted quantum junction devices employing inorganic CQD inks. (a) Diagram
of device structure. The n-type layer was fabricated using the inorganic CQD ink, and the p-type layer on top was made by
using mercaptopropionic acid (MPA) as ligand. (b) Simulated spatial band diagrams of the device operating at equilibrium,
with modeling performed using SCAPS. In light of themeasured n-type doping, the n-type CQD close to TiO2 is predicted not
to be fully depleted, which could lower the light-harvesting efficiency in the short-wavelength region. (c) Current�voltage
curves of the device under AM1.5 illumination. Over 6% power conversion efficiency was achieved. (d) EQE spectrum of the
inverted quantum junction device. The relatively low EQE value in the blue region is again consistent with the junction being
located at the n- to p-type CQD interface. Inset is the scanning electron microscopy image of the CQD film cross-section on
TiO2 substrate (scale bar 500 nm).
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The mechanism of colloidal stabilization using methyl-
ammonium iodide ligands was clarified using DFT
simulations. The best devices realized so far using this
new class of materials provided a 6% solar power
conversion efficiency. The ink canbe directly deposited
in a single step, with no requirement of solid-state
exchange, rendering it compatible with roll-to-roll pro-
cesses such as screen printing, spray coating, and blade

coating. The film provided an impressive stability at
100 �C andwas successfully tested in air. Thework proves
that halide-ligand-based inks offer a promising further
path to efficient, low-cost, and stable CQD solar cells.
During the time of preparation of this manuscript,

the Wang, Kovalenko, and Talapin groups presented
related solution-phase ligand exchanges; however, no
CQDs films nor devices were reported.40�42

METHODS
Ligand Exchange and Film Fabrication. CQDs were synthesized

using previously reported methods.23 A 4 mL amount of CQDs
dispersed in octane (10 mg/mL) was added to 3 mL of CH3NH3I
dispersed in DMF (80 mg/mL). These were mixed vigorously for
several minutes until the CQDs moved from the top octane
solvent to the bottom DMF phase. The DMF solution was
washed three times using octane. After precipitation of CQDs
by the addition of toluene, the nanoparticles were dispersed in
butylamine (200 mg/mL) for film fabrication. Films were pre-
pared by spin-coating at a spin speed of 6000 rpm.

Solar Cell Fabrication. The p-type film in the quantum junction
device was prepared by using tetramethylammonium hydro-
xide for ligand exchange, as reported previously.32 On the top of
the n-type CQD film, an aluminum-doped zinc oxide (30 nm)
film was prepared by sputtering, followed by thermal deposi-
tion of silver (300 nm).23 For inverted quantum junction solar
cells, the bottom TiO2 film is composed of two layers. The first
layer is fabricated by atomic layer deposition (220 cycle, Cam-
bridge Nanotech Savannah), and the second layer is prepared
by DS18 paste (300 nm), as previously reported.43 The top
p-type layer is fabricated by MPA ligand exchange, also as
previously reported.23 The top contact MoO3/Au/Ag layers are
fabricated using the same processes reported in previous
works.33

PCE Characterization. Current�voltage characteristics were
measured using a Keithley 2400 source-meter. The solar cells
were each tested in air. The solar spectrum at AM1.5 was
simulated towithin class A specifications (less than 25% spectral
mismatch) with a Xe lamp and filters (Solar Light Company Inc.)
with measured intensity at 100.6 mW/cm2. The source intensity
was measured using a Melles-Griot broadband power meter
and a Thorlabs broadband power meter through a circular
0.049 cm2 aperture at the position of the device and confirmed
with a calibrated reference solar cell (Newport, Inc.). The accu-
racy of the power measurement was estimated to be (5%.

Characterization. For FTIR measurement, the sample fabrica-
tion process is the same as that used for solar cell measurement.
The reflection model was used, and the curve was adjusted by
using the baseline correction method. The equipment model is
Bruker Tensor 27. Capacitance�voltage measurements were
performed directly on the photovoltaic devices using an Agilent
4284A LCRmeter at a frequency of 1 kHz. The scanning speed is
0.02 V/s.
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