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ABSTRACT: In the field of supramolecular chemistry, host−
guest systems have been extensively explored to encapsulate a wide
range of substrates, owing to emerging functionalities in nano-
confined space that cannot be achieved in dilute solutions.
However, host−guest chemistry is still limited to encapsulation
of small guests. Herein, we construct a water-soluble metallo-
supramolecular hexagonal prism with a large hydrophobic cavity by
anchoring multiple polyethylene glycol chains onto the building
blocks. Then, assembled prisms are able to encapsulate quantum dots (QDs) with diameters of less than 5.0 nm. Furthermore, we
find that the supramolecular cage around each QD strongly modifies the photophysics of the QD by universally increasing the rates
of QD relaxation processes via ultrafast electron and vibrational energy transfer. Taken together, these efforts expand the scope of
substrates in host−guest systems and provide a new approach to tune the optical properties of QDs.

■ INTRODUCTION
Since the discovery of crown ethers half a century ago,1

substantial efforts have been made with the goal of developing
artificial molecular nanospaces, such as cyclodextrins,2

calixarenes,3 cucurbiturils,4 and pillararenes,5 to explore
host−guest chemistry. In addition to covalent macrocycles, a
variety of polycyclic architectures or three-dimensional (3D)
covalent containers also emerged after the pioneering
discovery of cryptands6 and spherands7 via either multistep
synthesis8 or one-step dynamic covalent chemistry.9 Despite
the rapid growth of covalent macrocycles and containers, the
encapsulation substrates available for host−guest chemistry
have been limited to small molecules and ions.10−12 In order to
encapsulate larger guest molecules, multiple, cooperative
hydrogen bonding interactions have been employed to
engineer supramolecular capsules and cages with increasing
size.13 More recently, coordination-driven self-assembly of
metallo-supramolecular cages has continuously pushed the
limits of non-covalent containers in terms of size, complexity,
and diversity.14 To date, the largest reported metallo-
supramolecular cages have a sub-10 nm diameter.14i

Even with the wide array of available molecular and
supramolecular hosts, fullerenes have remained the largest
guest substrates for the past 3 decades15−17 because the
assembled hosts do not have sufficient binding forces to trap
larger substrates. In a few cases, such as the encapsulation of
small proteins within metallo-supramolecular cages, covalent

bonds are required to anchor the protein to the host
backbone.18 A similar covalent/coordination anchoring strat-
egy has been applied for the growth of nanoparticles within
host cavities.19 Looking beyond small molecules as guests,
encapsulation of other substances, for instance nanoparticles,
remains a formidable challenge which cannot be overcome by a
simple extension of conventional host−guest chemistry. The
encapsulation of nanoparticles in supramolecular cavities is
poised for expanding the host−guest functionalities beyond
proceeding analogues. Among the various types of nano-
particles, semiconductor quantum dots (QDs)20 and metal
nanoparticles21 have attracted substantial attention due to their
distinctive, tunable optical properties. Moreover, the optical
properties of QDs within a confined space can be reshaped by
their intimate interactions with the hosts. Acceptor−donor
systems built around QDs and metal nanoparticles display size-
and shape-dependent charge and energy transfer processes,22

which can be further regulated by the local environment
surrounding the nanoparticles.23 Particularly, encapsulation of
a nanoparticle within a host should allow precise control over
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transfer processes between them. However, it remains a
longstanding challenge to construct discrete nanospaces with
molecular precision to encapsulate nanoparticles and explore
the photophysics of host−guest complexes.

Here, we report an alternative yet widely applicable strategy
for encapsulating inorganic nanoparticles in supramolecular
cavities by leveraging the hydrophobic effect. A giant water-
soluble supramolecular host system with a large hydrophobic
interior is constructed by introducing multiple polyethylene
glycol (PEG) chains into the framework of terpyridine (TPY)-
based metallo-supramolecular hexagonal prisms. Such a design
of the host allows the selective encapsulation and confinement
of hydrophobic QDs with diameters less than 5.0 nm in the
supramolecular cavity. To unveil the interactions between the
supramolecular hosts and QD guests, we employ a suite of
optical measurements spanning femtosecond to microsecond

time scales. We discover that the intimate contact between the
supramolecular hexagon cavities and QDs transforms the
photophysical properties of the latter through ultrafast electron
transfer. Moreover, the supramolecular cages can serve as
passivation layers and accelerate hot carrier cooling in the
QDs, likely through near-field vibration mode coupling to the
lattice phonons of the QDs. These findings reveal that a
marriage between supramolecular systems and inorganic
nanoparticles expands the canon of the complex functionality
by encompassing the organic and inorganic chemistries, as well
as opening the door for a paradigmatic shift in the design of
host−guest systems for various types of applications.24

■ RESULTS AND DISCUSSION
Synthesis and Characterization of Supramolecular

Hexagonal Prisms. In a previous study, we constructed a

Figure 1. (a) Synthesis of ligands L1 and L2 and coordination-driven self-assembly of hexagonal prisms HP1 and HP2. (b) Molecular modeling of
HP1 (ethylene glycol and alkyl chains are omitted for clarity). Conditions: (i), 4 Å molecular sieves, dimethyl sulfoxide (DMSO), 90 °C, 24 h. (ii),
NaN3, N,N-dimethylformamide (DMF), 90 °C, 36 h. (iii), CuBr, N,N,N′,N′,N″-pentamethyl diethylene triamine (PMDETA), DMF, 50 °C, 24 h.
(iv) DMSO, 80 °C, 12 h.
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hexagonal prism by assembling 12 pentatopic TPY ligands with
30 metal ions.25 In this work, we design supramolecular prisms
with hydrophobic interiors and hydrophilic exteriors by
introducing different lengths of ethylene glycol chains onto
the pentatopic TPY ligands L1 and L2 via a “click” reaction
(Figure 1a and Schemes S1 and S2 for details). Such
multiarmed building blocks with multiple tridentate TPY
moieties afford enhanced coordination stability, which ensures
the structural integrity of assemblies with long PEG chains. L1
linked with an oligomer of ethylene glycol is synthesized as a
model system for self-assembly of supramolecular prism to
facilitate full characterization by nuclear magnetic resonance
(NMR) spectroscopy and mass spectrometry (MS) (Figures
S14−S25 and S28−S29), while L2 with long PEG chains is
used to further improve the water solubility of prism for the
encapsulation of QDs.
HP1 and HP2 are constructed by self-assembly of Cd(II)

with L1 and L2, respectively, in DMSO at 80 °C for 12 h with
a ratio of 5:2 (Figure 1a). After that, electrospray ionization
MS (ESI-MS) of HP1 shows a dominant set of peaks with
continuous charge states ranging from 17 + to 23 + due to the
successive loss of the counterion (Figure 2a). The average

molar mass of HP1 is deduced to be 45502 Da, matching well
w i t h t h e m o l e c u l a r f o r m u l a o f
[C2088H1872Cd30F432N228O96P72]. Traveling wave ion mobility
MS (TWIM-MS) of HP1 shows a series of bands with a
narrow drift time at each charge state,26 indicating that no
other isomers or structural conformers exist (Figure 2b).
However, ESI-MS only exhibits unresolved signals with severe
superimposition for HP2 because of the polydisperse nature of
the 12 long PEG chains and multiple charges on the backbone
(Figure S43).

Further evidences for the formation of the desired
supramolecular structure are provided by detailed NMR
studies (Figure 3a). When compared with the proton signals
of L1, the 1H NMR spectrum of HP1 shows a broad pattern,
suggesting the formation of large complexes. After self-
assembly, the signals of TPY-Ha,b,c3’.5’ protons display
characteristic downfield shifts. Assignments of the other signals

are assisted by 2D correlation spectroscopy (2D COSY) and
2D nuclear Overhauser enhancement spectroscopy (2D
NOESY) NMR (Figures S31−S34). Moreover, 2D diffusion-
ordered spectroscopy (2D DOSY) of HP1 exhibits a single
band at log D = −10.18, indicating the formation of a discrete
structure (Figure 3b). HP2 shows similar sets of 1H NMR
spectrum as HP1 (Figure S35) and 2D DOSY signal at log D =
−10.44, corresponding to a larger assembled structure (Figure
3c) because of the long PEG chains. The assembled
supramolecular prism has a hydrophobic cavity with an
external diameter of around 6.8 nm according to molecular
modeling (Figure 1b, disordered PEG chains were not taken
into account during the simulation). The introduction of 12
long PEG chains to the framework of supramolecule HP2
renders its exterior hydrophilicity and well solubility in
CH3CN/H2O (v/v, 1:4) mixtures.
Size-Selective Separation of QDs. In this work, we

utilize CdSe/CdS core/shell QDs as proof-of-concept
inorganic guests on account of their high relevance to
biolabeling and photocatalysis.27 Considering that the
diameters of the base face windows and the internal cavity of
the metallo-supramolecular prism are estimated as ca. 3.0 and
5.0 nm (Figure S57), respectively, we reasoned that only QDs
with a suitable size could fit in the inner space of the cavity
(Figure 4a). To explore the size selectivity of encapsulation,
QDs with broad size distributions ranging from 2−9 nm were

Figure 2. (a) ESI-MS and (b) TWIM-MS plots (m/z vs drift time) of
HP1.

Figure 3. (a) 1H NMR spectra (600 MHz, 300 K) of L1 in CDCl3,
HP1 in CD3CN, and HP2 in CD3CN. DOSY spectra of (b) HP1 and
(c) HP2 in CD3CN.
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prepared for the following studies (Figures 4e and S47).28

With oleic acid passivation layers on the surface, the QDs are
insoluble in polar solvents like CH3CN or water. Upon mixing
HP2 in CH3CN/H2O (v/v, 1:4) with QDs dispersed in n-
hexane, a gradual transfer of the QDs from the upper layer to
the bottom layer could be clearly observed by tracing the
characteristic absorption and emission of QDs (Figure 4b),
suggesting the possible encapsulation of QDs in HP2 (see
more details in the Supporting Information).

Fluorescence (FL) spectra were then collected to character-
ize the QDs before and after the encapsulation. The FL
spectrum of the initial QDs solution showed a broad band
centered at ca. 601 nm, with a full width at half-maximum
(FWHM) as ca. 39 nm (Figure 4c). After extraction, the
unencapsulated QDs that remained in the upper layer

exhibited a narrower curve peaked at ca. 604 nm, with an
FWHM estimated as 29 nm, indicating that the unencapsu-
lated QDs have a larger size and narrower distribution than the
initial nanoparticles. By treating the bottom layer with sodium
bicarbonate to dissociate HP2, the encapsulated QDs were
isolated and characterized by FL spectroscopy as well.
Compared with the spectra of the initial and unencapsulated
QDs, the emission curve of isolated QDs displays a blue-shift
around 5 nm, and the FWHM value is estimated as 34 nm,
indicating the smaller size of the corresponding QDs. Control
experiments were also performed by using L2 solution or pure
CH3CN/H2O as the extraction phase, respectively. Both the
control groups did not extract any QDs from the upper layer,
without showing any color change in the extraction phase
revealed by the photographs (Figure S44a,b). More control

Figure 4. Size-selective encapsulation of QDs by HP2. (a) Cartoon representation of the size-selective encapsulation of QDs in HP2. (b)
Photographs of the encapsulation process via extracting QDs from the n-hexane phase to a CH3CN/H2O (v/v, 1:4) solution of HP2 at 0, 12, and
24 h, at room temperature; the top photograph was taken under ambient light, and the bottom photograph was taken in the dark upon illumination
by a UV lamp with an excitation wavelength of 365 nm. (c) Fluorescence spectra of the initial QDs (0.02 mg/mL, green line), the remaining QDs
in the upper layer after extraction (ca. 0.01 mg/mL, red line), and the isolated QDs (ca. 0.01 mg/mL, black line) after disassembling HP2. All QD
samples were dissolved in n-hexane, and the excitation wavelength was 510 nm. TEM images of (d) HP2; (e) initial QDs; (f) QDs in the upper
layer after extraction; (j,k) HP2⊃QDs in the bottom layer after extraction; and (l) QDs isolated from HP2⊃QDs complexes after the disassembly
of HP2 (insets display the enlarged images; scale bar, 20 nm). Diameter histogram of 200 individual dots shown in the TEM images (Figures g−i,
m−o, and S45−S50): (g) HP2; (h) initial QDs; (i) QDs in the upper layer after extraction; (m) HP2⊃QDs; (n) QDs encapsulated inside HP2;
and (o) separated QDs after disassembling HP2.
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experiments were carried out by mixing L2 and QDs in their
common good solvents (CHCl3/toluene, v/v, 4:1). After
mixing L2 and QDs, the characteristic absorption bands and
emission peaks of QDs did not change significantly (Figure
S59a,b), and no proton resonance peak shift of L2 was
observed in the 1H NMR spectrum (Figure S41), indicating
that no ligand exchange could occur between L2 and QDs. All
these results suggest that HP2 can selectively encapsulate QDs
according to their sizes, that is, the large QDs are unable to be
hosted by HP2 and mainly stay in the upper layer, while the
small ones can be encapsulated and dispersed in the aqueous
phase.

Transmission electron microscopy (TEM) was then applied
to further prove the formation of HP2⊃QDs, and the size
selectivity of the host−guest chemistry. First, doughnut-like
structures of empty HP2 are clearly observed in TEM images

(Figures 4d and S46a−e), with average inner and outer
diameters around 4.5 ± 0.7 nm and 9.8 ± 1.1 nm, respectively
(Figures 4g and S46f). The measured inner diameter agrees
well with the theoretically estimated cavity size (Figures 1b and
S57), while the outer diameter is larger than the simulated
value, owing to the PEG chains were not taken into account
during the simulation. After extraction, the QDs in the upper
layer have an average diameter of ca. 7.4 ± 1.9 nm, revealed by
TEM observations (Figures 4f,i, and S49). The value is slightly
larger than that of the initial QDs (7.0 ± 2 nm, Figures 4e,h,
and S47), agreeing well with the FL results. Additionally,
encapsulation of the QDs in HP2 is clearly visible in the TEM
images of the samples collected from the bottom layer (Figures
4j,k, and S48). The high-contrast QDs are mainly located in
the center of doughnut-like HP2 structures with relatively low
contrast. Although some of the hosts are observed to be

Figure 5. Characterizations of QDs (ca. 3.7 nm) and HP2⊃QDs complexes. (a) Photographs of the encapsulation process via extracting 3.7 nm
QDs from the n-hexane phase to a CH3CN/H2O (v/v, 1:4) solution of HP2 from 0 to 28 h at room temperature; the top photograph was taken
under ambient light, and the bottom photograph was taken in the dark upon illumination by a UV lamp with an excitation wavelength at 365 nm.
(b) TEM image of HP2⊃QDs (enlarged images are displayed in insets, scale bar, 20 nm). Diameter histogram of 200 individual dots shown in the
TEM images correspondingly (c,d, and S52): (c) HP2⊃QDs; and (d) QDs encapsulated inside HP2. (e) High-angle annular dark-field scanning
transmission electron microscopy (HAADF-STEM) image and the corresponding energy-dispersive X-ray spectroscopy (EDS) mapping images of
a randomly selected region containing the HP2⊃QDs complexes, scale bar, 5 nm. (f) Dynamic light scattering (DLS) results of HP2, QDs, and
HP2⊃QDs. DOSY spectra of (g) HP2 in CD3CN/D2O (v/v, 1:4) and (h) HP2⊃QDs in CD3CN/D2O (v/v, 1:4); * labeled peaks are ascribed to
oleic acid.
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aggregated together, each of them contains QDs. The
aggregation might take place in the solution or during the
sample preparation stage when the solvent is removed, perhaps
driven by the interactions among PEG chains of different
cages.

Further examination of the TEM images reveals that in most
HP2⊃QDs complexes, only one QD with a comparable size to
the cavity is observed (Figures 4j,k, and S48). However, out of
our expectation, some supramolecular prisms are found to host
two or three QDs with a size of ca. 2 nm (Figure 4k). We
speculate that two or three small QDs could be aggregated
together within one host. As a result, HP2 can selectively
encapsulate QDs with a diameter below 5.0 nm. It is worth
noting that some of the encapsulated QDs have a larger size
than the diameter of the base face windows. These QDs could
enter the cavity through the mechanism of partial dissociation

of the metallo-cage (Figure S58),29 owing to the dynamic
nature of coordination bonds. After the dissociation of HP2,
the QDs can be isolated, and their sizes are measured as ca. 3.7
± 0.9 nm by TEM (Figures 4j−o, S48 and S50). Therefore,
our metallo-supramolecular system provides a potential
platform for separating QDs according to their sizes.
Photophysics of HP2⊃QDs Complexes. According to

the previous observations, we can draw the conclusions that (i)
the QDs with sizes above the cut-off diameter cannot be
encapsulated; and (ii) the QDs with too small sizes result in
the co-encapsulation of multiple particles. To simplify the
system for further photophysical studies, we synthesized QDs
with an average diameter of 3.7 nm as the guest.28 A similar
encapsulation process was performed in a biphasic system. The
gradual transfer of the QDs from the upper n-hexane phase to
the bottom CH3CN/H2O layer can also be clearly observed

Figure 6. Steady state and ultrafast optical characterization (a) Energy levels of QDs (ca. 3.7 nm). in the state and (b) the exciton basis. (c)
Absorption and photoluminescence spectra of bare QDs. (d) Absorption and photoluminescence spectra of HP2⊃QDs, as well as the PL spectrum
of HP2. TA spectra of bare QDs (e) and HP2⊃QDs (f) after excitation by 2.92 eV pulses. The temporal axis is logarithmic. The curves are linecuts
at a time delay of 1 ps. The average number of carriers per QD is kept below 0.5 to minimize many−body interactions. The most prominent 1S and
1P transitions are correspondingly marked in (c) and (d). (g) Temporal slices of the 1S and 1P bleach features from (c) and (d). Solid lines are fits
based on an exponential growth and biexponential decay model convolved with the instrument response function (IRF, gray). Note that the x-axis
is linear for time <2 ps and logarithmic for time >2 ps.
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(Figure 5a). It is worth noting that the characteristic color of
the QDs in the upper layer was completely faded after 28 h,
suggesting that all the QDs were encapsulated. In sharp
contrast, when 5.7 nm QDs were used, negligible color change
was observed in the CH3CN/H2O phase (Figure S44c),
indicating the size was beyond the accessible range for the
encapsulation, further confirming the size selectivity of this
host−guest system.

To confirm the encapsulation, we performed detailed TEM,
STEM, DLS, atomic force microscopy (AFM), and NMR
studies of the bottom layer containing the putative host−guest
complexes of HP2 and 3.7 nm QDs. HP2 dissolved in
CH3CN/H2O (v/v, 1:4) and 3.7 nm QDs dissolved in n-
hexane are used as the references. Encapsulation of 3.7 nm
QDs (Figure S51) in HP2 could also be clearly observed in the
TEM images (Figures 5b and S52). Due to the comparable
sizes of the supramolecular cavity and QDs, each HP2 contains
one QD on average. After encapsulation, the average size of the
complexes is expanded from 9.8 ± 1.1 nm to 11.2 ± 1.3 nm
(Figures 4g and 5c). The QDs inside the complexes have the
diameters of 3.6 ± 0.8 nm (Figure 5d). EDS mapping shows
the distributions of characteristic elements as expected
(Figures 5e and S53). For instance, Se is only observed in
the inner core of the observed dots; S is dispersed in the shell
out of the CdSe core; F from the counterion of HP2 (i.e.,
PF6

−) is mainly observed in the outer rim surrounding the
QDs; Cd, an element that is contained by both QDs and HP2,
is found across the whole area of the dots (Figures 5e and
S53). DLS also confirms the formation of HP2⊃QDs by

showing an expansion in size from 13.4 ± 1.1 nm to 15.7 ± 2.1
nm (Figure 5f). Moreover, AFM reveals a series of dots with
3.3 ± 0.6 nm in height and concave centers for HP2 (Figure
S54). In contrast, AFM measurements of HP2⊃QDs show
they are not concave-shaped and have an increased height of
5.0 ± 1.0 nm, further indicating the encapsulation of QDs
within cages (Figure S56).

1H NMR spectra of HP2 in CD3CN/D2O (v/v, 1:4) under
various concentrations did not display any fragment signals,
suggesting the stability of HP2 under the encapsulation
condition (Figure S40). Moreover, the spectra of HP2 before
and after the encapsulation did not show obvious changes in
the aromatic region (Figure S42), confirming the integrity of
the supramolecular backbone during the host−guest process
without obvious decomposition. Finally, 2D DOSY was
performed for both HP2 and HP2⊃QDs in CD3CN/D2O
(v/v, 1:4). After encapsulation, oleic acid displays signals at the
same band with the HP2 signals, indicating the successful
encapsulation of QDs in HP2 (Figure 5g,h). It also reveals that
oleic acids that undergo phase transfer still stay on the QDs’
surface after the encapsulation. We propose that these surface
ligands with long aliphatic chains play a key role in the host−
guest process and could provide van der Waals attractions with
the hexyloxy moieties on HP2 to facilitate the encapsulation
and stabilize the formed complexes.30 After encapsulation, 2D
DOSY spectrum of HP2⊃QDs shows a single band at log D =
−10.48, smaller than log D = −10.33 of HP2. These results are
in accordance with the expected increase in size of HP2⊃QDs
after complexation. As a result, through monitoring the 2D

Figure 7. Two-dimensional electronic spectroscopy (2DES) and time-resolved photoluminescence (TRPL) measurements. 2DES responses
of bare QDs (ca. 3.7 nm) (a) and HP2⊃QDs (b) 100 fs after excitation by a broadband pump. (c) Red-shift of the bleach maximum at different
waiting times for a pump energy of 2.27 eV. Because the QD data always shows a larger red shift, there is no FRET from HP2 to the QDs. (d)
Normalized diagonal and antidiagonal cuts of 2DES responses that are corrected for non-uniform pump intensity at a pump−probe waiting time of
500 fs. Solid lines are fits using the model described in ref 42. QDs (HP2⊃QDs) have a homogenous linewidth of 36 meV (45 meV) and an
inhomogeneous linewidth of 35 meV (36 meV). (e) TRPL curves excited with 2.82 eV pulsed light and collected with a 2.07 eV bandpass filter on
a double-logarithmic scale. IRF is shown in gray. Solid lines are fits using a triexponential decay model convolved with the IRF. (f) Left: time-
dependent PL intensities of a bare QD (green) and a QD in HP2 (purple). Right: the corresponding count rate histograms. The weakly emissive
and non-blinking “gray” states observed for the HP2⊃QDs provide further evidence of QD charging. (g) Sketch of QD charging and decay
mechanism. (h) PL spectra of HP2 (orange) and QD (green) mixture as a function of mixing time. The inset shows how the QD PL is quenched
with the mixing time.
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DOSY spectra of the complexation solution, a HP2⊃QDs
sample with a negligible amount of free HP2 can be obtained.

The successful encapsulation of QDs (ca. 3.7 nm) into HP2
provides us an ideal platform for interrogating the energetics
and carrier dynamics of QDs in a precisely confined nanospace,
which may feature host−guest electron and energy commu-
nication. Due to quantum confinement, the band structures of
QDs are composed of discrete energy levels (Figure 6a).
Optical transitions among these energy levels give rise to
excitonic states, with the most prominent being the 1S (1S3/2
→ 1Se) and 1P (1P3/2 → 1Pe) transitions (Figure 6b). Upon
encapsulation of 3.7 nm QDs with HP2, the originally distinct
absorption peak of the former (Figure 6c) becomes obscured
(Figure 6d). The emission spectrum of HP2⊃QDs comprises
two major peaks (Figure 6d): a sharp peak at 2.05 eV from the
QDs and a broad peak at 2.4 eV associated with metal-to-
ligand charge-transfer (MLCT) states in HP2.31

To unveil the effects of encapsulation on the QDs’ carrier
dynamics, we use ultrafast transient absorption (TA) spec-
troscopy to investigate the generation and subsequent decay of
electrons in conduction bands.32 Figure 6e,f show the TA
spectra of QDs and HP2⊃QDs, respectively, as a function of
time following excitation with ultrafast 2.92 eV pulses. The rate
that hot electrons cool and occupy the 1S state is faster for
encapsulated QDs than for bare QDs (0.49 ps vs 0.80 ps,
Figure 6g). Moreover, the biexponential relaxation dynamics of
both 1S and 1P electron states are significantly faster for
encapsulated QDs. A similar increase in relaxation rate upon
encapsulation is observed in time-resolved photoluminescence
(TRPL) experiments (Figure 7e) where the triexponential,
weighted-average luminescent lifetime changes from 28 to 13
ns following the encapsulation of QDs into HP2.

There are primarily three possible mechanisms which could
be responsible for the increase of carrier filling rate upon
encapsulation of QDs: (i) a change in QDs’ passivation and
surface-trap density due to HP2 overlayer, (ii) Förster
resonance energy transfer (FRET) between the excited
MLCT states of HP2 and QDs, and (iii) charge injection
from HP2 to QDs.

Hot electrons in QDs relax to the band edge by an Auger-
like mechanism where electrons transfer excess energies to
holes, followed by the subsequent fast hole relaxation through
their dense spectrum of states. It is known that changes to the
QDs’ surface do not affect hole trapping/relaxation rates.32 As
such, passivation and trapping cannot explain the increase in
the 1S filling rate upon encapsulation.

Although the HP2⊃QDs system fulfills the two criteria for
FRET to occur, that is, an overlap between HP2 emission and
QDs absorption, and their close enough distance,33 our two-
dimensional electronic spectroscopy (2DES) measurements
exclude FRET. Specifically, if FRET exists, it would be
manifested in the 2DES map along the probe axis as a
smoothly red shifting peak from the acceptor absorption
maximum at early times to the donor emission maximum at
late times.33 Figure 7a,b shows slices from our 2DES datasets
at a pump−probe waiting time of 100 fs (see Figures S61−S63
for full datasets). The diagonal bleach features along with
crosspeaks indicate rapid bleaching of band edge states from
resonant and hot excitation, respectively. Figure 7c shows how
the bleach feature along the probe axis red-shifts due to
thermalization and cooling. Notably, QDs in HP2 exhibit less
red-shifting than non-encapsulated QDs. This suggests that
FRET is not present within the pump energy range employed

in our measurements. This lack of FRET might be due to the
weak emission of the short-lived MLCT states,31b,c,34 as well as
the random orientations of the optical transition dipoles in the
encapsulated QDs,35 with respect to the MLCT states.

The existence of charge transfer between HP2 and QDs
(Figure 7g) is confirmed by monitoring the time-dependent
PL spectra of the HP2⊃QDs species during their encapsula-
tion process (Figure 7h). HP2 emission decreases slightly in
intensity while QDs emission is heavily quenched, evident of
charge transfer-induced quenching. Moreover, our single QDs
measurements show that bright, band edge emission from the
QDs with characteristic on−off blinking (Figure 7f, green) is
changed upon encapsulation to a weakly emissive, rapidly
decaying gray state with suppressed blinking (Figure 7f, purple,
see Figure S67 for second-order photon correlation spectros-
copy). Suppressed blinking and increased relaxation rates are
indicative of charged exciton formation in QDs, which in this
case is mediated by HP2.36 Given the relative energy levels of
the QD band edges,37 and the excited state redox potentials of
the TPY-Cd(II) complexes derived from the emission
maximum and ground state redox couple (Figure 7g),38 we
attribute this charging channel to electron injection from the
TPY-Cd(II) complexes to the QDs, probably through a
hopping mode.39 By fitting the 2DES datasets (see fitting
details in Supporting Information), the average charge transfer
rate from HP2 to QDs is estimated to be kCT = 1/330 fs−1(see
Figure S66). Note that the rate decreases as the pump
frequency increases; this correlates with our TA observations
which use a larger excitation frequency and yields kCT

TA = 1/1.3
ps−1. Our derived charge transfer rate is faster than the few
picosecond time constant previously reported in QDs/metal
oxide and QDs/Rhenium-polypyridine systems.37,40

The encapsulation of QDs in HP2 not only facilitates charge
transfer that has strong implications for their potential usage in
photocatalysis but also modifies the QDs’ relaxation and
recombination dynamics that are intimately related to their use
in energy conversion technologies.41 In 2DES measurements,
we extract the homogeneous and inhomogeneous linewidths of
the QDs resonance for both samples (Figure 7d).42 The QDs
and HP2⊃QDs have similar inhomogeneous linewidths of 35
meV (1/19 fs−1) and 37 meV (1/18 fs−1), respectively, which
indicates that HP2 does not meaningfully increase the local
environmental inhomogeneities felt by the QDs. Conversely,
the homogeneous linewidth increases from 36 meV (1/18
fs−1) to 45 meV (1/15 fs−1) upon encapsulation. This suggests
that the dephasing rate of the excitons increases by 25%, which
is predominantly caused by an increase in exciton-phonon
scattering rates.43 We posit that this more efficient exciton-
phonon coupling is mediated by the high-density vibrational
modes supplied by the HP2 cavities. These vibrational modes,
overlapping in energy with many of the lattice phonon modes
in the QDs (see Figure S69 for infrared absorption and Raman
spectra), constitute a chaotic, dephasing bath that helps
promote the dissipation of the excess electronic energy in the
QDs.44 This effect, in combination with the charge transfer
process, accounts for the universal increase in the decay and
dephasing rates of the encapsulated QDs across femtosecond
to nanosecond timescales.

■ CONCLUSIONS
In this work, we constructed water-soluble metallo-supra-
molecular prisms by introducing long, hydrophilic PEG chains
onto the backbone of the pentatopic TPY-based ligands. Upon
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self-assembly, the resultant prismatic cavity solvates, confines,
and completely encapsulates hydrophobic QDs of suitable
diameters. Using a suite of optical techniques, we showed that
the host profoundly influences the dynamics of its QD guest.
The host both injects photoexcited charges into the QDs and
universally increases the QDs’ ability to dissipate energy to its
environment. These endeavors increase the observed size limit
of guests from fullerenes (∼1 nm diameter) to inorganic
nanocrystals (2−5 nm diameter). This work further demon-
strates the ability of a host cavity to alter the optical properties
of its non-covalently attached inorganic guest.

In one of our ongoing studies, we are focusing on
investigating different QDs with various surface ligands to
understand the driving force more deeply in the host−guest
system, as well as the different photophysical features of the
corresponding HP2⊃QD complexes. Further efforts will also
focus on tuning the geometry of the hydrophobic interior to
investigate how cavity shape and size influence the guests’
optical properties.
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