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ABSTRACT: In recent years, quantum dots (QDs) have emerged
as bright, color-tunable light sources for various applications such
as light-emitting devices, lasing, and bioimaging. One important
next step to advance their applicability is to reduce particle-to-
particle variations of the emission properties as well as fluctuations
of a single QD’s emission spectrum, also known as spectral
diffusion (SD). Characterizing SD is typically inefficient as it
requires time-consuming measurements at the single-particle level.
Here, however, we demonstrate multiparticle spectroscopy (MPS)
as a high-throughput method to acquire statistically relevant
information about both fluctuations at the single-particle level and
variations at the level of a synthesis batch. In MPS, we
simultaneously measure emission spectra of many (20−100)
QDs with a high time resolution. We obtain statistics on single-particle emission line broadening for a batch of traditional CdSe-
based core−shell QDs and a batch of the less toxic InP-based core−shell QDs. The CdSe-based QDs show significantly narrower
homogeneous line widths, less SD, and less inhomogeneous broadening than the InP-based QDs. The time scales of SD are longer in
the InP-based QDs than in the CdSe-based QDs. Based on the distributions and correlations in single-particle properties, we discuss
the possible origins of line-width broadening of the two types of QDs. Our experiments pave the way to large-scale, high-throughput
characterization of single-QD emission properties and will ultimately contribute to facilitating rational design of future QD
structures.
KEYWORDS: multiparticle spectroscopy, high-throughput single-particle spectroscopy, quantum dots, spectral diffusion, CdSe, InP

■ INTRODUCTION
Major advances in colloidal synthesis1 have facilitated large-
scale production of durable, color-tunable, and bright quantum
dots (QDs) with applications in light-emitting diode (LED)
devices,2,3 lasing,4 (bio)imaging,5 and solar energy conver-
sion.6−9 In recent years, much effort has been directed at
improving the quantum efficiency and/or color-purity of
various types of QDs, including the traditional families of II−
VI and III−V semiconductors, but also the more recently
discovered perovskites10 and nontoxic I−III−VI2 QDs.11

Narrow emission line widths and high photoluminescence
quantum yields (PLQYs) are desired for many applications.
Improving these key performance features requires uniform
and well-defined emission properties for all QDs within a
batch. However, eliminating property variations is challenging
as the origins often remain obscured in ensemble measure-
ments. Single-particle studies have revealed that the properties
among single QDs can be very different, even when they
originate from the same synthesis batch and are almost
identical in terms of size, shape, and composition.12−14 In fact,
emission properties are not only different from one QD to

another but are also often unstable. This manifests as blinking
and spectral diffusion (SD)�temporal fluctuations in the
luminescence intensity and color.15−24 Mechanisms of blinking
and SD have been identified for different types of semi-
conductor QDs.14,17−19,25,26 Knowledge of such undesired
mechanisms has facilitated steps toward rational design of
superior QDs�in particular CdSe-based core−(graded) shell
heterostructures.26−29 Despite these substantial developments,
extending design rules to the more promising but less well-
understood class of environmentally friendly III−V QDs
remains challenging. The best results have been obtained
with InP/ZnSe, InP/ZnS, or InP/ZnSe/ZnS core−shell-
(−shell) structures,30−37 but their mechanism of luminescence
is still under discussion. In particular, while a type-I band
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alignment is often claimed based on the bulk band
energies,31,32,34,35 delocalization of the electron38 or hole36

into the ZnSe shell has also been proposed. Furthermore,
defect-related trapping of charge carriers may strongly impact
the nature of the exciton.39−42 Experimental data with
simultaneous single-particle detail and statistical relevance
can help resolve such debates.
Here, we use multiparticle spectroscopy (MPS) as an

unbiased high-throughput technique to study variations and
fluctuations of the emission properties within batches of QDs.
In MPS, we simultaneously excite many (20−100) QDs and
spectrally disperse the photoluminescence from their diffrac-
tion-limited emission spots before focusing the image onto a
pixel-array electron-multiplying CCD (EM-CCD) detector.
Operating the EM-CCD at a frame rate of 10 Hz, we collect
statistically relevant information about temporal fluctuations of
single-particle emission spectra, as well as about particle-to-
particle variations that occur within the batch. Compared to
traditional single-particle spectroscopy, MPS facilitates a
characterization speed that is at least 10 times faster and is
unaffected by the problem of a user-selection bias.43−46 We
characterize the emission from a batch of CdSe-based and a
batch of InP-based core−shell QDs (N = 491 for CdSe/CdS/
ZnS and N = 154 for InP/ZnSe). The batch of InP/ZnSe QDs
has more heterogeneous emission properties than the CdSe/
CdSe/ZnS QDs and shows more SD. The time scales
associated with SD in InP/ZnSe are longer than in CdSe/
CdS/ZnS QDs. We ascribe the variations and fluctuations of
single-QD properties to variations in size, shape, and materials
properties and to the quantum-confined Stark effect
(QCSE).19,25,47 Interestingly, the strong SD observed in InP/
ZnSe QDs can be explained both in the framework of a
delocalized exciton and an exciton with a trapped charge
carrier. The introduction of MPS in the field of colloidal QDs
is an important step as it facilitates unbiased high-throughput
characterization of single-particle emission properties that may
greatly aid the development of future generations of QDs.

■ RESULTS AND DISCUSSION
Multiparticle Spectroscopy of Semiconductor Quan-

tum Dots. The most common method to obtain emission
spectra from individual QDs is time-consuming, making the
acquisition of statistically relevant data difficult. Particles are
typically measured one by one, guiding the emission of a QD
through the narrow entrance slit of a spectrometer. The
spectrometer contains a dispersing element such as a grating or
a prism that disperses the light before it is projected onto a
pixel-array camera. Calibration of the emission spectrum is
relatively straightforward: all luminescence detected on the
camera originates from a sharply defined position, and the light
diffraction by the dispersing element is known. Measuring
spectra of multiple QDs in this way usually involves scanning
over the sample area, although it is possible to use a densely
covered substrate and measure several QDs at different vertical
positions within the slit simultaneously.48

Rather than measuring the photoluminescence of selected
QDs one by one, we use MPS to measure emission spectra of
typically 20−100 QDs simultaneously. The method is inspired
by a recent study of QD blinking at the multiparticle level49

and slitless strategies that have previously been applied in the
fields of bioimaging and astrophysics.50−52 In MPS (Figure
1a), QDs are sparsely distributed on a glass substrate and
excited by wide-field illumination. Without the use of an
entrance slit, the emission from these QDs is directed to our
spectrometer that is equipped with a reflective diffraction
grating. Depending on the orientation of the diffraction grating
in the spectrometer, either the 0th-order (i.e., the specular)
reflection or the 1st-order diffraction is projected onto our
pixel-array EM-CCD camera. The 0th-order reflection is just
the real-space image of the field of view containing information
about the position of the individual emitters (see Figure 1b; an
example of a measurement on CdSe/CdS/ZnS core−shell
QDs). In the 1st-order diffraction (Figure 1c), light of different
colors is dispersed at different angles, with blue light diffracted

Figure 1. Multiparticle spectroscopy. (a) Luminescence from 20 to 100 QDs is collected simultaneously by a microscope objective. The image is
directed to the entrance of a spectrometer (without the use of a slit) equipped with a diffraction grating. By positioning the grating at different
angles, we project either the 0th-order reflection image (0) or the 1st-order diffraction image (1) onto a pixel-array camera. (b) Image of the 0th-
order diffraction of a field of view containing several tens of CdSe/CdS/ZnS QDs. (c) The corresponding image of the dispersed 1st-order
diffraction. The horizontally elongated emission spots contain spectral information. (d) Overlay of the 0th-order and 1st-order diffraction images.
(e, f) Zoom-in views of the 0th-order and 1st-order diffraction images of the QDs highlighted in (d) (vertically offset for clarity). To obtain
emission spectra, the wavelength axis is calibrated by fixing a center wavelength (625 nm in this experiment, approximately at the ensemble
emission peak) at the pixel number x that corresponds to the center of the emission spot in the 0th-order diffraction image. (g) Resulting single-
QD emission spectra of the two CdSe/CdS/ZnS QDs highlighted in (d).
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at smaller angles and red light at wider angles. The image of
the 1st-order diffraction thus contains the spatial information
in one dimension (vertical), while the other dimension
(horizontal) is a convolution of spatial and spectral
information (see Figure 1c). Overlaying the 0th-order and
1st-order diffraction images (Figure 1d), we see clearly that the
emission from each individual QD is dispersed horizontally
around its original position. We used a background-subtraction
procedure to obtain the clean images in Figure 1b−f, as
explained in the Supporting Information, Section S2. The
horizontal positions of the diffraction-limited emission spots in
the 0th-order diffraction image form the basis for wavelength
calibration of the numerous emission spectra in Figure 1c: the
horizontal pixel number of the emission spot coincides with a
center wavelength around which the light is dispersed (see
Figure 1e,f). The wavelength of pixel position x1 in the 1st-
order diffraction image is calibrated as λ(x1) = λcent + dλ(x1 −
x0*), with λcent the grating’s center wavelength, which depends
on the grating orientation, x0* the pixel position of the QD in
the 0th-order diffraction image, and dλ = cxd1−xd0* dλ0. cx d1−x d0* is a
correction factor that accounts for a small dependence of dλ on
x (ranges from 1.01 to 0.99 for the leftmost and rightmost
pixels). Using this calibration, we can reconstruct the emission
spectra of many individual QDs simultaneously (Figure 1g).
We verified that this calibration procedure of our MPS images
returns a QD emission spectrum correctly, independently of
the horizontal position of the QD on the sample (Supporting
Information, Section S3), and confirmed that the sample does
not drift on the time scale of our measurements (Supporting
Information, Section S5).

Using MPS, we can measure the emission spectra of many
single QDs with high time resolutions down to ca. 20−100 ms
(depending on the signal-to-noise requirements), resolving the
behavior of both blinking and SD. As we can simultaneously
characterize 20−100 QDs, it is possible to measure hundreds
of QDs within an hour�more than 10 times faster than single-
particle spectroscopy, and without user-selection bias. An even
better level of statistical information about single-QD line
widths and SD, and with better time resolution down to the ns
range, can be obtained using solution-phase photon-correlation
Fourier spectroscopy (sPCFS).43,53,54 However, sPCFS does
not capture SD because each individual QDs is probed for no
longer than a couple of milliseconds as they move through the
detection volume.54 Furthermore, it provides information only
about average single-particle line widths and relative emission
energies. sPCFS thus does not offer a complete picture of
emission variations and fluctuations. Our strategy of MPS fills
the gap of high-throughput characterization of absolute
emission energies, variations in single-particle properties, and
SD (at 10−2−103 s time scales) with a good level of statistics.
According to previous sPCFS measurements,54 this range of
accessible time scales is exactly the interesting range in which
SD occurs.
In this manuscript, we first demonstrate examples of single-

particle emission properties that can be extracted from high-
throughput MPS measurements, before characterizing varia-
tions among particles within a batch. We finish by identifying
correlations in the particle-to-particle variations and we discuss
the different behaviors observed for CdSe/CdS/ZnS and InP/
ZnSe QDs.

Figure 2. Spectral diffusion of single QDs. (a, b) Transmission electron microscopy images of the CdSe/CdSe/ZnS core−shell QDs and InP/ZnSe
QDs. Geometries of the core−shell(−shell) QDs are schematically shown in the insets. (c) Time trace of the emission spectra of a representative
CdSe/CdS/ZnS QD with a 100 ms time resolution. (d, e) Same as (c), but for two InP/ZnSe QD that exhibit weak and strong spectral diffusion.
(f−h) Time-integrated emission spectra corresponding to the time traces in (c)−(e). (i−k) Correlation between the single-frame (100 ms)
emission energy and line width, μSF and fwhmSF. The correlations are shown as two-dimensional (2D) histograms of μSF and fwhmSF, relative to the
time-integrated peak energy and line width, for the QDs in (c)−(h) (same colors). Note that the histograms are centered at values (just) below (0,
0) as the single-frame line width is narrower than the time-integrated line width. (l) Mean square energy difference, ⟨Δ2⟩, of the emission energy as
a function of the delay time between recorded frames. Colors correspond to the colors in (c)−(h). Solid lines are fits to eq 1.
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Spectral Diffusion of Single CdSe/CdS/ZnS and InP/
ZnSe Core−Shell Quantum Dots. MPS at high frame rates
reveals SD, i.e., fluctuations of the emission spectrum, of all
QDs in the field of view simultaneously. To optimize
fluorescence signal while maintaining a high time resolution,
we measured SD at a frame rate of 10 Hz for two different
types of QDs: a batch of CdSe/CdS/ZnS (N = 491) and a
batch of InP/ZnSe (N = 154) core−shell QDs. The CdSe/
CdS/ZnS QDs are the same batch as measured in ref 55. The
QDs are spherical, with a core diameter of 3.7 nm, and the
shell consists of 8 monolayers of CdS and 2 monolayers of ZnS
so that the total QD diameter is 9.2 ± 0.8 nm (mean ±
standard deviation).55 The InP/ZnSe QDs are truncated
tetrahedrons56 with a core size of 3.2 nm and an edge length of
10.5 ± 1.2 nm (Figure 2a,b). The CdSe/CdS/ZnS QDs show
minor SD. A representative time trace of the emission
spectrum is shown in Figure 2c. Upon close inspection,
small jumps (<5 meV) of the emission peak are apparent. Two
different types of behavior, observed in two different InP/ZnSe
QDs from the same synthesis batch, are shown in the time
traces in Figure 2d,e. The first InP/ZnSe QD (Figure 2d)
exhibits SD similar to that of our CdSe/CdS/ZnS QDs,
featuring only small spectral jumps. The second QD (Figure
2e), on the other hand, shows spectral jumps as large as 100
meV, as well as more gradual shifts. For every 100 ms spectral
frame, we fitted an empirical Gaussian function to estimate the
single-frame emission peak energy μSF and line width fwhmSF.
The emission peak energy μSF exhibits fluctuations because of
SD, which increases the line width of the time-integrated
emission spectra (Figure 2f−h). In the following analysis of
emission energy and line width, we used an intensity threshold
to reject frames during which the QD blinked off (Supporting
Information, Section S4).
More information about SD is encoded in the correlation

between the emission energy and line width that a single QD
features over the recorded frames. We describe the correlation
in terms of the Pearson correlation coefficient ρμ,fwhm: the
covariance of μSF and fwhmSF normalized to the product of
their respective standard deviations. Possible values range from
−1 (perfect negative correlation) to +1 (perfect positive
correlation). Figure 2i shows a 2D histogram of the single-
frame emission energies and line widths for the CdSe/CdS/
ZnS that was previously highlighted in Figure 2c. Higher
emission energies μSF are correlated with narrower line widths
fwhmSF, with a ρμ,fwhm of −0.69. The two previously selected
InP/ZnSe QDs exhibit two different types of behavior, with
the first showing a weak negative correlation between μSF and
fwhmSF and the second showing a more pronounced
correlation (ρμ,fwhm of −0.19 and −0.52, respectively). 2D
histograms are shown in Figure 2 j−k. We will further discuss
the observed correlations at a later point.

Based on the emission time traces (Figure 2c−e), SD in the
CdSe/CdS/ZnS and InP/ZnSe QDs appears to occur at time
scales of seconds, although it is not possible to identify SD at
sub-100-ms time scales because of the time resolution. To
quantify the relevant time scale at which SD occurs, we
calculate the mean square energy difference between emission
peaks, ⟨Δ2⟩ = ⟨[μSF(t) − μSF(t + τ)]2⟩t, as a function of delay
time τ between frames (Figure 2l). The emission energies of a
QD are correlated at short delay times, as indicated by the
small ⟨Δ2⟩. For longer delay times, ⟨Δ2⟩ increases because of
the fluctuations in emission energy, which we observed directly
in Figure 2c−e. ⟨Δ2⟩ reaches a plateau at delay times of several
seconds, indicating that the spectrum wanders within finite
bounds. The ⟨Δ2⟩-curves of the CdSe/CdS/ZnS QD and the
two selected InP/ZnSe QDs (Figure 2l) are qualitatively
similar. However, the characteristic time scales at which SD
takes place are different. We determine the characteristic time
scale of SD, tc, by fitting the model function

( ) (1 e ) 2t2 2 / 2c= + (1)

to the experimental ⟨Δ2⟩-curve, where Δ∞
2 is the plateau value

and 2σ2 is a constant offset accounting for the fit error on the
single-frame emission peak energy (Supporting Information,
Section S5). The exponential term is exactly the expected time
dependence of ⟨Δ2⟩ for a single charge diffusing randomly on
the surface of a spherical QD with a polarized exciton
(Supporting Information, Section S6) but may also be the
result of more complex charge diffusion and a polarizable
exciton. This model function provides a reasonable estimate
for the magnitude and time scale of SD, but is not an equally
perfect match to all experimental ⟨Δ2⟩-curves. The selected
CdSe/CdS/ZnS QD of Figure 2c has Δ∞

2 = 6.5 × 102 meV2
and tc = 0.16 s (blue solid line in Figure 2l). The two InP/
ZnSe QDs yield fit parameters Δ∞

2 = 4.7 × 101 meV2 and tc =
0.26 s and Δ∞

2 = 1.1 × 103 meV2 and tc = 1.2 s, respectively
(Figure 2l). Based on the values for tc, we can conclude that for
all QDs, SD probes the full range of possible emission energies
μSF (distributions in Figure 2f−h) within a time scale of a few
seconds. As indicated by the higher plateau value of the orange
⟨Δ2⟩-curve in Figure 2l, the range of energies over which μSF
fluctuates is much larger for this InP/ZnSe QD compared to
the other QDs. This is consistent with the time traces in Figure
2c−e.
Interparticle Variations within Batches of QDs. Our

method of MPS can statistically map out single-particle
fluctuations (Figure 2) on the one hand, and interparticle
variations on the other hand. Together, they determine the
emission properties of a batch of QDs. In Figure 3a, we show
the inhomogeneous broadening of our batches of CdSe/CdS/
ZnS and InP/ZnSe QDs, i.e., the distributions of time-

Figure 3. Variations in single-particle emission properties within batches of QDs. (a) Distribution of the time-integrated emission energy, (b)
single-frame emission line width, and (c) spectral diffusion-induced broadening. (d) As a result of spectral diffusion, the time-integrated emission
line width is broadened with respect to the single-frame line width. (e) Histograms of the relevant time scales associated with SD. Results are shown
for 491 CdSe/CdS/ZnS and 154 InP/ZnSe QDs (blue and yellow histograms, respectively).
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integrated emission maxima (491 and 154 single-particle
measurements, respectively). It is immediately evident that the
batch of CdSe-based core−shell QDs has a more well-defined
emission energy, while the batch of InP/ZnSe QDs shows
wider variations. The CdSe/CdS/ZnS QDs emit at 2.004 ±
0.014 eV and the InP/ZnSe QDs at 1.86 ± 0.07 eV. The
single-frame emission line width fwhmSF is a measure for the
homogeneous emission line width (Figure 3b), only affected
by SD-induced broadening on sub-100-ms time scales.54,57 For
CdSe/CdS/ZnS, this single-frame line width is narrow for all
particles: 61 ± 5 meV. The batch of InP/ZnSe, instead,
features a broader average line width and a much wider spread:
80 ± 16 meV.
Fluctuations of the emission spectrum are observed in both

types of QDs, as previously highlighted in Figure 2. For the
batch of CdSe/CdS/ZnS QDs, a large majority of 67.3% of
QDs exhibit a clear negative correlation between emission
energy and line width (−1.00 < ρμ,fwhm < −0.25). In other
words, most single-QD spectra broaden when they shift toward
the red, similar to Figure 2i. For the remaining QDs, a clear
negative correlation may be obscured by the fit uncertainty
which is large compared to the SD-induced spread of emission
properties (Supporting Information, Section S7). Most InP/
ZnSe QDs (76.1%) also exhibit spectral diffusion where the
emission energy and line width are negatively correlated,
similar to Figure 2k. The other QDs show no clear correlation,
similar to Figure 2j. Hence, the SD in CdSe/CdS/ZnS and
InP/ZnSe QDs are alike in terms of the predominantly
negative correlation between μSF and fwhmSF. Realize that
ρμ,fwhm quantifies the degree of correlation but does not carry
information about the ranges of μSF and fwhmSF over which the
single-QD spectrum fluctuates.
We define the SD-induced broadening of the emission

spectrum as the difference between the time-integrated and the
median single-frame line width. Histograms of this SD-induced
broadening and the resulting time-integrated emission line
widths are shown in Figure 3c,d. The CdSe-based QDs show
minor SD, with a broadening of only 1.5 ± 0.8 meV and thus
the time-integrated line width (62 ± 5 meV) is almost identical
to the single-frame line width (61 ± 5 meV). The batch of InP-
based QDs, on the other hand, features QDs with strong SD.
The SD-induced broadening of 10 ± 7 meV (mean ± standard
deviation) is a substantial contribution to the time-integrated
emission spectra that have a line width of 92 ± 25 meV,
compared to 80 ± 16 meV for the single-frame line width. We

note that our batch of InP/ZnSe QDs is highly heterogeneous:
while some QDs are strongly affected by SD and feature
emission line widths as broad as 120−150 meV, others are only
mildly affected by SD and have emission spectra as narrow as
50−60 meV�comparable or even superior to the Cd-based
QDs. Figure 3e shows the distribution of relevant time scales
associated with SD in the two batches of CdSe/CdS/ZnS and
InP/ZnSe. The characteristic time scale of SD tc (eq 1) in the
CdSe/CdS/ZnS QDs is rather uniform, with values of 0.22 ±
0.08 s (mean ± standard deviation). In our InP/ZnSe tc is 0.9
± 0.9 s, which is four times longer on average and more widely
distributed.
Based on the distributions of emission properties we can

conclude that the batch of CdSe/CdS/ZnS is a superior batch
of QDs, with little inhomogeneous broadening (Figure 3a),
and a narrow (Figure 3b) and stable (Figure 3c) single-particle
emission line width. Instead, the batch of InP/ZnSe QDs is
highly diverse, containing some high-quality QDs with narrow
emission line widths (Figure 3d), but also containing a large
fraction of QDs that is severely affected by SD (Figure 3c). We
speculate that the large variations in emission properties
among particles in our batch of InP/ZnSe QDs may be a
consequence of variations in size, geometry, composition,38

and defects.39−42 This discussion will be resumed later. At this
point, we emphasize that the heterogeneity of emission
properties observed in this batch highlights the unique
capabilities of MPS to characterize particle-to-particle
variations of the emission properties with strong statistics
and without a user-selection bias.
Having characterized the variations between particles within

the two batches of QDs, we will now explore possible
correlations in the emission properties. We did not observe
clear trends related to the brightness of the QDs, which
suggests that SD cannot be linked to large variations in the
PLQY, and hence will not discuss intensity-based correlations
in the following discussion. Figure 4a shows the relation
between the emission peak energy and the broadening due to
SD. Interparticle variations are uncorrelated for CdSe/CdS/
ZnS QDs. For InP/ZnSe QDs, instead, lower emission
energies appear to be associated with broader line widths.
Figure 4b shows the possible correlation between the emission
peak energy and the broadening due to SD. There is no clear
correlation for the CdSe/CdS/ZnS QDs, while for the InP/
ZnSe QDs stronger SD-induced broadening appears to be
correlated with lower emission energies. Figure 4c shows a

Figure 4. Correlations in single-particle emission properties. Each data point in (a)−(d) represents an individual QD. Results for CdSe/CdS/ZnS
(blue) and InP/ZnSe (yellow) are shown in the same plots. (a) Correlation between the emission peak energy and line width. (b) Relationship
between the SD-induced line broadening and the emission energy of the QDs. (c) Correlation between the time scale of SD and broadening due to
SD. (d) Magnitude of single-particle fluctuations in emission peak energy μSF and line width fwhmSF.
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positive correlation between the time scale of SD tc and the
SD-induced emission line broadening.
Figure 4d highlights the magnitude of the fluctuations in

emission energies and line widths due to SD. Large fluctuations
of μSF are in general associated with concomitant large
fluctuations in fwhmSF. Both μSF and fwhmSF fluctuate by up to
30 meV for InP/ZnSe versus approximately 2−6 meV for
CdSe/CdS/ZnS. The magnitude of the fluctuations is
unrelated to the correlation coefficient (Supporting Informa-
tion, Figure S7) but is, on average, very different between the
two types of QDs.

■ DISCUSSION
We can explain the SD of both batches of QDs (Figures 3 and
4) in terms of the commonly invoked QCSE.14,19,25,47 The
QCSE is the energy shift of the exciton state due to
polarization by an electric field. A fluctuating electric field,
and hence fluctuating exciton energy, is thought to originate
from the random movement of mobile charges.58 These
charges may be charged ligands hopping from site to site, or
charge carriers hopping between trap states on the surface or
inside the QD. If such hopping occurs on time scales of
milliseconds to seconds, it manifests as SD. The quantitative
effect, i.e., the magnitude of emission shift, depends on the
charge distribution in the excited state of the QDs and on the
position and charge of species on the QD surface. In the
following discussion, we shall take into account the nature of
the excited states in our CdSe/CdS/ZnS and InP/ZnSe QDs
to explain the differences in their interparticle variations and
fluctuations.
Mobile charges at the QD surface cause an electric field

across the QD and polarize the exciton wavefunction, which
not only lowers the emission energy (i.e., QCSE) but also
broadens the spectrum because of enhanced coupling of the
polarized exciton to optical phonons.19,25,47 This twofold effect
of wavefunction polarization causes the negative correlation
between emission energy and line width, which has been
reported before for CdSe-based core−shell structures.19,59 Our
experimental results reproduce this clear negative correlation
for the majority of the CdSe/CdS/ZnS (Figure 2i) and InP/
ZnSe QDs (Figure 2k). The correlation is less clear for a subset
of the QDs but, as discussed above, this may be a result of fit
uncertainties that are large compared to the observed SD-
induced spread of μSF and fwhmSF (Supporting Information,
Section S7).
The CdSe/CdSe/ZnS QDs show a minor SD-induced

broadening of 1.5 ± 0.8 meV (Figure 3c), seemingly
uncorrelated to the emission energy (Figure 4b). This
corresponds with fluctuations of the exciton energy of 3.2 ±
1.0 meV (Figure 4d; convolution with the single-frame line
width produces the 1.5 ± 0.8 meV broadening; see Supporting
Information, Figure S8). The model of the QCSE predicts that
the exciton energy red-shifts by an amount

E Fp F
1
2

2= ·
(2)

because of an instantaneous electric field F due to mobile
surface charges.14,25,47 Here, the first term describes the
interaction of the external electric field with a static dipole
moment of the excited state p, which may be absent (p = 0)
but can arise due to asymmetric (de)localization of the charge
carriers. The second term is the effect of the polarizability α of
the exciton wavefunction. High-resolution scanning trans-

mission electron microscopy and energy dispersive X-ray
(EDX) mapping show that our CdSe/CdS/ZnS QDs may have
slight off-center positions of the CdSe core (Supporting
Information, Section S8). As the electron delocalizes over the
CdS shell while the hole is confined to the core, an asymmetric
shell could produce a small dipole moment p. However,
previous experiments with intentional external electric fields
have shown that the quadratic term in eq 2 is the dominant
contribution to the QCSE in spherical CdSe-based nanocryst-
als.25,47

The magnitude of the energy fluctuations depends on the
maximum electric field that the exciton may experience due to
the fluctuating charges on the QD surface. As a back-of-the-
envelope calculation, we consider the maximum electric field
Fmax in the center of a spherical QD of radius R due to two
elementary charges at opposite side of the surface14,25,47

F
e

R2max
0

2 (3)

where e is the elementary charge, ε0 is the vacuum permittivity,
and ε is the relative permittivity of the QD material. The
QCSE is consistent with the estimated polarizability of the
exciton in our CdSe/CdS/ZnS QDs, which, to first order, is
the sum of electron and hole contributions:14,25

e
m R m R0.036 ( )e h

2

2 e e
4

h h
4= + = +

(4)

with me,h the effective masses of the electron and hole, and Re,h
the radii of the volumes in which the electron and hole are
delocalized. The contributions of the electron and hole to the
exciton polarizability are αe/4πε0 = 2 × 104 Å3 and αh/4πε0 = 8
× 103 Å3, as estimated assuming an electron with me = 0.11 m0
delocalized into the CdS shell and a core-confined hole with
mh = 1.14 m0.

60,61 Fluctuating electric fields on the order of 20
MV m−1 (eq 3) would hence explain emission energy
fluctuations of 3.2 ± 1.0 meV. The low polarizability and a
small off-center position of the CdSe core can thus explain the
minor impact of SD on our CdSe/CdS/ZnS QDs (Figure
5a,b). As a side note: as α scales with the fourth power of Re
and Rh (eq 4) and F scales with the inverse second power of
the QD size, the quadratic energy term of the QCSE ( F1

2
2 in

eq 2) depends hardly on QD size.
The clear negative correlation between fluctuations in μSF

and fwhmSF, which we (Figure 2i) and others19,59 have
observed in many single CdSe-based QDs, is not obvious for
interparticle variations within the batch of CdSe/CdS/ZnS
(ρμ,fwhm of −0.08; Figure 4a). We conclude that fluctuations at
the single-particle level and interparticle variations must have
different underlying causes. Although the correlated fluctua-
tions in emission energy and line width are consistent with the
QCSE, the uncorrelated variations at the ensemble level are
likely simply due to (slight) variations in size and/or shape/
geometry of the QDs (Supporting Information, Section S8),
while differences in wavefunction polarization play no
significant role.
The fluctuations of InP/ZnSe QDs are also consistent with

the QCSE. However, the emission properties of our InP/ZnSe
QDs are clearly more broadly distributed (Figure 3a) and
fluctuate more (Figure 3b,c) than those of the CdSe/CdS/ZnS
QDs. This wider inhomogeneous broadening of InP-based
confirms previous studies, which found similar trends.37,43 To
understand why the InP/ZnSe QDs are so different
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quantitatively, we consider two types of proposals for the
nature of the excited state in InP/ZnSe.
Shallow electron or hole traps in InP-based QDs have been

proposed, such as Zn on an In site in the core or In on a Zn
shell in the shell,39−42 from which radiative recombination
could occur. Carrier localization should be associated with
large lattice reorganizations and thus a red shift and line
broadening of the emission.14,39,41,42 The proposal of carrier
localization also implies reduced electron−hole wavefunction
overlap, which is consistent with previous observations that
exciton lifetimes are longer at the low-energy side of the
emission spectrum.62,63 The degree of carrier localization may
vary depending on the interdiffusion of core and shell
materials, which could cause the variations between QDs:
deeper localization causes a stronger red shift and more
broadening. Indeed, we observe that QDs emitting at lower
energies typically have broader time-integrated (Figure 4a;
correlation coefficient ρμ,fwhm = −0.48) as well as single-frame
(Supporting Information, Section S9) line widths. Localization
of a charge carrier at defect sites can also result in a significant
static dipole moment p in the excited state. This would interact
strongly with fluctuating external electric fields through the
linear term in eq 2,25 as has previously been observed for
CuInS2 QDs.

13,14 For example, if the hole is trapped 1 nm off-
center while the electron occupies the entire InP core, this
creates a dipole moment with magnitude p = 1.6 × 10−28 Cm.
In the presence of an external field of 20 MV m−1 of an InP/
ZnSe QD, the emission energy may change by as much as 20
meV. This is consistent with the observed fluctuations of the

emission maximum of 11 ± 7 meV due to SD (Figure 4d and
Supporting Information, Figure S8).
An opposite picture of the excited state of InP/ZnSe QDs

has also been proposed, in which the hole delocalizes into the
ZnSe shell and the electron remains core-confined.36 While
InP/ZnSe would be a type-I QD according to the bulk band
alignments, a charge disbalance at the core−shell interface
could change the band offsets and cause hole delocalization.38

Full delocalization of the hole would increase its polarizability
αh 100-fold according to eq 2, going from Rh = 1.5 nm for a
core-localized hole to Rh = 4 nm for a delocalized hole. As the
hole in InP is relatively heavy (mh = 0.6 m0; ref 34), the overall
exciton polarizability of our InP/ZnSe QDs would be as high
as α/4πε0 = 3 × 105 Å3. The 10-fold higher exciton
polarizability in InP-base QDs compared to CdSe-based QDs
may thus be responsible for the strong SD observed in (some
of) the InP/ZnSe QDs. The interparticle variations in emission
energy and line width could be due to differences in the charge
disbalance at the core−shell interface, which would cause
differences in delocalization and hence differences in polar-
izability. In this picture, correlations between emission energy
and line broadening emission (Figure 4a,b) could also be due
to the degree of (de)localization.
The two possible options for the nature of the excited state

in CdSe/CdS/ZnS and InP/ZnSe are illustrated in Figure 5.
Ironically, both a localized and a delocalized hole can explain
the strong SD that we observe for our InP/ZnSe QDs. In the
case of a localized hole, the static dipole moment p of the
excited state increases the influence of the QCSE through the
linear term in eq 2. In the case of a delocalized hole, the
exciton polarizability α is high and the influence of the QCSE
is strong through the quadratic term in eq 2. Interparticle
variations in the degree of (de)localization may well explain
the strong inhomogeneous broadening that we and
others37,39,43,64 have observed for InP/ZnSe QDs.
The different characteristic time scales of SD, as observed in

Figure 4c may be explained in terms of the different geometries
of the CdSe/CdS/ZnS and InP/ZnSe QDs. Specifically, the
spherical geometry of the Cd-based core−shell−shell QDs
implies that the energy shift of the exciton depends only on the
magnitude of the fluctuating charge disbalance on the QD
surface, irrespectively of where this charge disbalance occurs.
The InP/ZnSe truncated tetrahedra lack this spherical
symmetry so different possible locations of mobile charge on
the surface are inequivalent. For example, the exciton would be
affected less by a surface charge disbalance at the apices of the
tetrahedron than by one at the sides. The longer time scale of
SD in InP/ZnSe may be a consequence of this lower
symmetry: mobile surface charges need to move over a larger
area of inequivalent positions on the QD surface before all
possible emission energies are sampled. An alternative
explanation may be that the nature of the mobile charges is
different. Their mobilities may depend on the surface
chemistry of the QD.
Further experiments are required to get a complete picture

of SD and its underlying chemophysical dynamics. Regarding
our CdSe/CdS/ZnS and InP/ZnSe QDs, characterizing SD
while externally controlling the static electric fields across the
QDs25,47 may distinguish between contributions of a static
dipole moment (producing a linear field dependence; eq 2)
and/or strong polarizability of the exciton wavefunction
(quadratic field dependence; eq 2). Information from single-
particle lifetimes and excitation spectra may further help settle

Figure 5. Linear and quadratic contributions to spectral diffusion. (a)
CdSe/CdS/ZnS core−shell−shell QDs are nominally spherically
symmetric but a small offset of the core may result in a small intrinsic
dipole moment of the excited state p. (b) Exciton polarizability in
CdSe/CdS/ZnS QD is low because the electron effective mass is low
and the hole’s delocalization volume is small. (c) The proposal of hole
localization at defect sites in InP-based QDs39,41,42 comes with a static
dipole moment p in the excited state. Depending on the position of
this defect site, the interaction with external electric fields may be
strong. (d) The proposal of the hole delocalization into the shell
implies a large polarizability of the exciton, as the effective mass of the
hole is large. This would make the exciton energy strongly dependent
on fluctuating electric fields.
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this debate. The relevant time scales associated with SD�on
the order of seconds�may be related to binding and
dissociation of ligands on the surface. Such processes typically
have an activation energy that could be extracted from
temperature-dependent experiments or a systematic study with
different types of capping ligands. To design future QDs with
reduced SD, anchoring ligands in a rigid inorganic shell65 could
be a promising strategy.

■ CONCLUSIONS
In summary, we have introduced MPS as a high-throughput
method to measure individual emission spectra of 20−100
single emitters simultaneously at relevant time scales ranging
from tens of milliseconds to several minutes. MPS provides
statistically relevant information about variations and fluctua-
tions in absolute emission spectra. The results are not affected
by an undesired user-selection bias that is inherent to single-
particle spectroscopy. Using MPS, we characterized the
variations of the emission properties in a batch of CdSe/
CdS/ZnS and InP/ZnSe QDs. We find that the CdSe/CdS/
ZnS QDs have a well-defined emission energy and a narrow
line width (62 ± 5 meV). Our batch of InP/ZnSe is much
more diverse, with a wide distribution of emission energies and
featuring both wide and narrow line widths (92 ± 25 meV).
Although the line width of our CdSe/CdS/ZnS QDs is hardly
affected by SD (broadening of 1.5 ± 0.8 meV), SD can play a
substantial role for InP/ZnSe QDs (10 ± 7 meV). For most
QDs, SD exhibits a negatively correlated behavior between
single-frame emission energy and line width, which we ascribe
to the QCSE. Differences in homogeneous broadening and SD
between the two types of QDs are likely related to differences
in charge distribution/localization in the excited state or
differences in crystallite symmetry. Our data and discussion
may help in the further understanding of the excited states of
InP-based QDs, which is not yet as mature as for CdSe-based
QDs. Various variations and extensions of the MPS method are
possible, such as cryogenic measurements on the simultaneous
diffusion of dark and bright exciton, trion, and/or biexciton
emission lines,66 or polarization-resolved measurements to
correlate emission properties with nanocrystal anisotropy.67

MPS could further allow for statistically significant studies of
the influence of external parameters on single-QD emission,
such as ligand coverage, humidity, or gas environment, which
are otherwise very challenging. It may thus serve as a versatile
high-throughput technique to evaluate single-QD properties
and contribute to the development of future generations of
QDs with tailored emission properties.

■ METHODS
Synthesis of CdSe/CdS/ZnS Core−Shell−Shell QDs.

The batch of CdSe/CdS/ZnS core−shell�shell QDs was the
same as in ref 55. The synthesis procedure is described in ref
55.
Synthesis of InP/ZnSe QDs. Nanocrystals were synthe-

sized using a modified method based on Tessier et al.64 Briefly,
a mixture of 100 mg of indium(III) chloride, 300 mg of
zinc(II) chloride in 5.0 mL of oleylamine was degassed at 120
°C for 1 h and then heated to 180 °C under nitrogen
atmosphere. 0.46 mL of tris-(diethylamino)phosphine was
rapidly injected once the mixture reached the temperature of
180 °C. The formation of InP cores proceeded for 20 min,
after which 1.08 mL of stoichiometric TOP-Se (1.87 M) was

injected dropwise over the course of 10 min At 140 min, 4 g of
zinc stearate dissolved in 4 ml of oleylamine and 16 ml of ODE
(both previously degassed) was injected in the reaction
mixture. When the temperature reached 180 °C again, 3.36
mL of TOP-Se (1.87 M) was injected dropwise while
increasing the temperature to 320 °C. After 240 min the
reaction was stopped removing the heat source and cooling
with pressurized air. The InP/ZnSe NCs were precipitated by
adding 1 eq. volume ethanol and centrifuging at 2750 rpm for
5 min. The precipitate containing the NCs was collected and
redispersed in toluene. The washing step with ethanol was
repeated twice.
Sample Preparation for Multiparticle Spectroscopy.

In MPS, eliminating background luminescence is possibly even
more important than in “regular” single-particle spectroscopy,
as we use wide-field excitation scheme that may excite
fluorescent organic residues and/or impurities in/on the
glass coverslip as well as QDs. In the absence of an emission
slit, this background light strikes the diffraction grating and
subsequently the detector, causing a broad background profile
that complicates the identification of single-particle emission
spectra. Samples for MPS were prepared by drop-casting 40 μL
of QD solution (diluted from the crude QD solution by a
factor 105−107 in spectrophotometric-grade toluene; InP/
ZnSe QDs were diluted in a 1 vol % solution of ethyl
thioglycolate/toluene) onto glass #1.5 coverslips. After letting
the solvent evaporate, the samples were sealed in an inert
nitrogen atmosphere. An ideal QD coverage on the glass
substrate is around 20−100 particles per (100 μm)2. To
minimize background luminescence, the glass coverslips were
cleaned prior to drop-casting the QD solutions, using a low-
pressure plasma cleaner (Diener Zepto), operated at 0.2−0.4
mbar, at the maximum power setting.
Multiparticle Spectroscopy. MPS experiments were

performed on a homebuilt microscopy setup centered around
an inverted microscopy body (Nikon Ti-U) that held the
sample. Samples were excited in a wide-field setup using a 445
nm fiber-coupled laser (Coherent OBIS LX, 45 mW), operated
at full power in CW mode. The laser light was attenuated using
ND filters and focused onto the back-focal plane of an oil-
immersion objective (Nikon CFI Plan Apochromat Lambda
100×, NA 1.45), using a dichroic long-pass mirror. A laser
beam expander was used so that the excitation spot on the
sample surface was approximately Gaussian with a full width at
half-maximum (fwhm) of 60 μm. To optimize the
luminescence signal while limiting possible effects of photo-
degradation, we used mild CW excitation powers of 20−80 W/
cm2.
Luminescence was collected using the same objective and

was filtered using a 550 nm long-pass and 700 nm short-pass
filter for the measurements on CdSe/CdS/ZnS and a 500 nm
long-pass and 900 nm short-pass filter for the measurements
on InP/ZnSe (Thorlabs FELH550/FESH700 and FELH500/
FESH900). The emission light was then directed at the
entrance of a spectrometer (Andor Kymera 193i) equipped
with a reflective diffraction grating (150 lines/mm, blazed at
500 nm). The diffraction grating and mirrors inside the
spectrometer were positioned so that either the 0th-order or
1st-order diffraction image of the grating was directed at an
electron-multiplying CCD camera (Andor iXon Ultra 888).
For our measurements on InP/ZnSe QDs, the image was
cropped at the entrance of the spectrograph to select a narrow
horizontal region of ∼6.5 μm (50 pixels). We corrected for the
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wavelength-dependent detection efficiency of the setup using a
broadband calibrated light source (Ocean Optics HL-3Plus-
CAL).
Electron Microscopy Characterization. High-resolution

high-angle annular dark-field scanning transmission electron
microscopy (HAADF-STEM) images and EDX maps were
acquired on a Thermo Fisher Scientific/FEI Titan microscope
operated at 300 kV. HAADF-STEM images and EDX maps
were acquired with a 50 pA and 150 pA current, respectively.
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