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ABSTRACT: Silsesquioxanes (SQs) are of considerable
interest for hybrid electronic and photonic materials. However,
to date, their photophysical properties have not been studied
extensively, thus their potential remains conjecture. Here we
describe the first known efforts to map structure−photo-
physical properties as a function of cage symmetry and size by
comparing identically functionalized systems. Our focus here is
on the solution photophysical properties of the title
stilbenevinyl-SQs, which were characterized using single
photon absorption, two-photon absorption, fluorescence
emission, and fluorescence lifetime kinetics. We offer here
the first detailed photophysical study of the larger pure T10 and
T12 silsesquioxanes and show photophysical properties that
differ as a function of size, especially in their fluorescence behavior, indicating that cage size and/or symmetry can strongly affect
photophysical properties. We also find that they offer excitation-dependent emission (evidence of rare “red-edge” effects). The
T10 stilbenevinyl-SQ offers up to a 10-fold increase in two-photon absorption cross section per chromophore over a free
chromophore, signifying increased electronic coupling. The SQ cage compounds show “rise times” of 700−1000 fs and low
anisotropy (∼0.1) in fluorescence lifetime kinetic studies. These results indicate excited state energy transfer, unobserved for the
free chromophores and unexpected for systems with “inert” silica cores and for 3-D hybrid molecular species. These findings
provide the first detailed photophysical study of chromophore-functionalized T10 and T12 silsesquioxanes and show that SQs may
be considered a separate class of compounds/materials with anticipated novel properties of value in developing new components
for electronic and photonic applications.

■ INTRODUCTION

Silsesquioxanes (SQs) are of considerable interest for hybrid
electronic and photonic materials applications.1−4 They have
gained recent attention due to their unique 3-D oriented
functional groups,5−8 potential for high degrees of functional-
ization,9−15 and high thermal stabilities deriving from the heat
capacity of the silica core.15,16 SQs functionalized with
conjugated organic groups offer high absorption, unexpected
emissive properties, tunable band gaps, and charge delocaliza-
tion.3,4,9,17,18 Until recently, most work on SQs focused on the
T8 compounds, with more than 17 reviews on the subject, with
minimal emphasis given to the T10 and T12 compounds
described herein.3,12,14,19−32

To date, very little work has targeted mapping the
photophysical properties of SQs as a function of structure
and symmetry, let alone cage sizes. In part, this is because the
synthetic tools and separation methods that allow the synthesis
and isolation of well-defined compounds were not sufficiently
refined. We report here the development of both synthesis and
separation methods that provide access to the pure, individual,
stilbenevinyl-SQ cage compounds.4,9,15,17,33 Strong motivation
for the current work arises because their photophysical behavior

often differs considerably from pure organics. Thus, there is
considerable potential to develop SQs with entirely different
photonic/electronic properties of potential value for multiple
applications as alternatives to organic components currently in
commercial use or being considered for commercial use.
Most review articles to date give little attention to the larger

cages; see Figure 1. Indeed, very few studies of the larger cage
systems have been reported.9,14,19,33−35 Recently, facile access
to the T10 and T12 cages was occasioned by the discovery of F

−-
catalyzed rearrangement of T8 cages, T-resins, or directly from
RSi(OEt)3.

9,33−35 This method allows isolation in high purity of
the higher cage compounds after a simple 2 day reaction,
though usually as a mixture of cage sizes.
F− catalysis offers a distinct advantage over the slow

syntheses (weeks) and low yields (5−30%) reported for
many T8 cages.

3,12,23,30,36,37 Thus, our current efforts focused
on isolating larger cage sizes and thereafter mapping their
respective properties.9,33
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The few reports that discuss the separation of T10 and T12
SQs typically discuss their removal (as byproducts) during the
purification of T8 SQs.5,14,30,38 Thus, we report here the
synthesis, purification, and detailed studies of the photophysical
properties of the model systems p-R-stilbenevinyl T8, T10, and
T12 SQs. The first paper in this series developed a synthetic
approach to mixed T10/12 p-R-stilbenevinyl-SQs and mapped
their basic photophysical properties in solution. Since our
previous study looked at cage mixtures, we sought to ascertain
the properties of the pure T10 and T12 p-R-stilbenevinyl-SQs,
since the mixture offered properties that often differed from
those of the T8 p-R-stilbenevinyl-SQs.9,17 Figure 2 depicts
stilbenevinyl-SQs prepared and purified in the current studies.
These compounds serve as models for beads on a chain (BoC)
oligomer and polymer systems explored briefly below and in
other papers. These same models can be considered a first step
in characterizing the photophysical properties of dendronized
BoCs; see the other related papers.39,40 Finally, they also serve
to provide baseline properties for the design of next generation
cage systems.
The photophysical mapping efforts encompass emissive

behavior, two photon absorption cross sections, fluorescence
lifetime kinetics, and initial solid-state (film) studies.41−49

These properties have not been studied extensively for any
hybrid 3-D molecules, let alone SQs. In-depth studies have
been done on fullerenes;50−53 however, only simple steady-state
spectroscopic studies of hybrid molecules such as carboranes
are reported and show lessening conjugation on going from
ortho to meta to para, as evidenced by a blue-shifting
emission.54,55

A further objective of the work reported here was to identify
properties that allow selected compounds to be designed and
synthesized as possible components for hybrid photovoltaic and
related photonic and electronic applications. One outcome of
our design efforts is reported in a coincidentally submitted

paper, where we find that rigid organic linkers provide
improved 3-D conjugation.40

The first step in these studies used tetrabutylammonium
fluoride (TBAF) catalyzed rearrangement to generate vinyl-
T10/12 mixtures. Thereafter metathesis with p-Br-styrene
followed by Heck cross-coupling with p-R-styrene provided
high yields of the T10 and T12 stilbenevinyl-SQs. Only at this
juncture were the mixtures amenable to separation via a
combination of selective precipitation and/or GPC, as
discussed just below.
The isolated compounds were then characterized by

MALDI-ToF, 29Si NMR, steady-state spectroscopy, two-photon
absorption (TPA) spectroscopy, and fluorescence lifetime
kinetics. We also offer some comparison to theoretical
calculations with regards to the types of interactions possible
with the chromophore and cage. This overall analysis offers the
first in-depth study of the photophysical properties of T10 and
T12 silsesquioxanes, which can offer significant value in
photonic and electronic applications due to their robust nature,
absorption efficiencies, and unique 3-D symmetries.

■ EXPERIMENTAL SECTION
Analytical Methods. Gel Permeation Chromatography (GPC).

All GPC analyses were done on a Waters 440 system equipped with
Waters Styragel columns (7.8 × 300, HT 0.5, 2, 3, 4) with RI detection
using a Waters 2410 refractometer and THF as solvent. The system
was calibrated using polystyrene standards and toluene as reference.
Analyses were performed using PL Caliber 7.04 software (Polymer
Laboratories, Shropshire UK).

Matrix-Assisted Laser Desorption/Time-of-Flight Spectrometry.
MALDI-ToF was done on a Micromass TofSpec-2E equipped with a
337 nm nitrogen laser in positive ion reflectron mode using
poly(ethylene glycol) as calibration standard, dithranol as matrix,
and AgNO3 as ion source. Sample was prepared by mixing a solution
of 5 parts matrix (10 mg/mL in THF), 5 parts sample (1 mg/mL in

Figure 1. Examples of SQ cages and simplified structures.

Figure 2. Stilbenevinyl-SQ cages, R = stilbenevinyl, R′ = H.
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THF), and 1 part AgNO3 (2.5 mg/mL in water) and blotting the
mixture on the target plate.
NMR Analyses. All 1H and 13C NMR were run in acetone-d6 or

CDCl3 on a Varian MR400 spectrometer. 1H NMR spectra were
collected at 500 MHz using a 7998.4 Hz spectral width, a relaxation
delay of 0.5 s, a pulse width of 45°, 65K data points, and TMS (0.00
ppm) as an internal reference. 13C NMR spectra were collected at 100
MHz using a 25 000 Hz spectral width, a relaxation delay of 1.5 s, 75K
data points, a pulse width of 40°, and TMS (0.00 ppm) as the internal
reference. 29Si NMR spectra were obtained on a Varian vnmrs 500
MHz and were collected at 99.35 MHz using a 4960 Hz spectral width,
a relaxation delay of 20 s, 4K data points, a pulse width of 7°, and TMS
(0.00 ppm) as the internal reference.
Fourier-Transform Infrared Spectroscopy (FTIR). Diffuse reflec-

tance Fourier transform (DRIFT) spectra were recorded on a Nicolet
6700 Series FTIR spectrometer (Thermo Fisher Scientific, Inc.,
Madison, WI). Optical grade, random cuttings of KBr (International
Crystal Laboratories, Garfield, NJ) were ground, with 1.0 wt % of the
sample to be analyzed. For DRIFT analyses, samples were packed
firmly and leveled off at the upper edge to provide a smooth surface.
The FTIR sample chamber was flushed continuously with N2 prior to
data acquisition in the range 4000−400 cm−1 with a precision of ±4
cm−1.
Photophysical Characterization. UV−Vis Spectrometry. UV−

vis measurements were recorded on an Agilent (model 8341)
spectrophotometer in spectrophotometric grade dried THF as solvent.
Concentrations were on the order of (10−6−10−7 M), to give
absorption maximum for absorption studies to about 50% for a 0.5 cm
path length. Molar extinction coefficients (ε, M−1 cm−1) were
determined by plotting a standard curve with concentrations ranging
from 10−6 to 10−7 M.
Photoluminescence Spectrometry. Photoluminescence measure-

ments were obtained on a Horiba Fluoromax-2 fluorimeter in THF.
The R-stilbenevinyl-SQs were studied at their respective maximum
absorption wavelengths: R = H, 332 nm. Samples from UV−vis
measurements were diluted to ∼10−7 M, in order to reduce the
likelihood of excimer formation and fluorimeter detector saturation.
Solvent Comparison Studies. Samples of the R-stilbenevinyl-SQs

were prepared at concentrations of ∼20 μM in THF. Then 50 μL was
added to 4 mL vials and diluted to 2 mL, with various ratios of either
hexanes or methanol with THF to give final concentrations of ∼1 μM.
The photoluminescence was then measured for these samples and
compared.
Photoluminescence Quantum Yields (ΦPL). ΦPL was determined

by a comparison method between a standard and the sample.56 Each
sample was compared for ΦPL with 1,4-bis(2-methylstyryl)benzene
(Bis-MSB) at different wavelengths, in order to account for the most
similar concentration between standard and sample. The solutions
were diluted to three sets of concentrations with absorption ranging
from 0.02 to 0.08, to reduce fluorimeter saturation and excimer
formation. The total area of emission for each sample and standard
was calculated by first subtracting out the background signal and then
calculating the area. The experiments were repeated at least two times
and were averaged. To obtain the best accuracy, the slope of a plot of
emission versus absorption was determined and calculated according
to the equation

Φ = Φ
⎛
⎝⎜

⎞
⎠⎟
⎛
⎝⎜

⎞
⎠⎟
⎛
⎝⎜

⎞
⎠⎟x

A
A

F
F

n
n

s( ) ( )s

x

x

s

x

s
PL

2

PL

where ΦPL is the quantum yield, A is the absorption at the excitation
wavelength, F is the total integrated emission, and n is the refractive
index of the solution, which due to low concentration can be
approximated as the refractive index of the solvent. Subscripts x and s
refer to the sample and reference, respectively. These measurements
may have some error due to the sensitivity of the fluorescence
spectrophotometer and other environmental conditions.
Two-Photon Excited Fluorescence Measurements. To measure

the two-photon absorption (TPA) cross sections, we followed the two-
photon excited fluorescence (TPEF) method.43 A 10−5 M solution of

Coumarin 307 in methanol or Bis-MSB in cyclohexane was used as
reference. The laser used for the study was a SpectraPhysics Mai Tai
diode-pumped mode-locked Ti:sapphire laser. The laser wavelength
was varied from 760 to 820 nm, with an average bandwidth of ∼30
nm, a ∼100 fs pulse, and 650 nm wavelengths achieved by using a
SpectraPhysics OPAL and beam-doubling system pumped at 775 nm.
The input power from the laser was varied by using a polarizer. An iris
was placed prior to the polarizer in order to ensure a circular beam.
The beam from the polarizer was focused on the sample cell (quartz
cuvette, 0.5 cm path length) using a lens with a focal length of 11.5 cm.
The fluorescence was collected in a direction perpendicular to the
incident beam. A 1-in. focal length planoconvex lens was used to direct
the collected fluorescence into a monochromator. The output from
the monochromator was coupled to a photomultiplier tube. The
photons were converted into counts by a photon-counting unit. A
logarithmic plot between collected fluorescence photons and input
intensity gave a slope of 2, ensuring a quadratic dependence between
the same.57 The intercept enabled us to calculate the TPA cross
section from the action cross section by multiplying by the
fluorescence quantum yield of the sample.

Fluorescence Upconversion Kinetics. The fluorescence upconver-
sion system used in our time-resolved experiments has been described
previously.46−48 To excite our samples, a FOG-100 system (CDP)
generates second-harmonic (400 nm) or third-harmonic (286 nm)
light from a mode-locked Ti-sapphire laser. Polarization of the
excitation beam for anisotropy measurements was controlled with a
Berek compensator. All samples were held in a 1 mm thick rotating
sample cuvette. Horizontally polarized fluorescence emitted from the
sample was up-converted in a nonlinear crystal of β-barium borate
using a pump beam at 800 nm, which first passed through a variable
delay line. The instrument response function (IRF) was determined
from the Raman signal of water for 400 nm excitation and standards
comparison (no rise time) at 286 nm. Lifetimes were obtained by
convoluting the decay profile with the instrument response function.
Spectral resolution was achieved by using a monochromator and
photomultiplier tube. Under the experimental conditions, the
stilbenevinyl-SQ structures investigated were relatively stable, and
little photodegradation was observed. MATLAB and Origin 7 were
used to model the fluorescence decay profile and to calculate
fluorescence lifetime kinetics.

Materials. Decavinyl- and dodecavinylsilsesquioxanes (vinyl-
T10/12) were synthesized using previously described methods or
supplied by Mayaterials Inc.9 Stilbenevinyl-T10/12 was synthesized by
previously described methods.21 p-Triethoxysilylvinylstilbene (p-
triethoxysilyl-VS) was synthesized by methods described in the
Supporting Information. Methylene chloride (CH2Cl2) was purchased
from Fisher and distilled from CaH2 under N2 prior to use. 1,4-
Dioxane was purchased from Fisher and distilled under N2 from Na/
benzophenone prior to use. Tetrahydrofuran was purchased from
Aldrich and distilled under N2 from Na/benzophenone prior to use.
All other chemicals were purchased from Fisher or Aldrich and used as
received.

Separations. General T10/12 Cage Separation Procedure. The
stilbenevinyl-SQ cage mixture (25 mg) was added to a 5 mL test tube
and dissolved with 1 mL of ethyl acetate. Acetonitrile was then added
dropwise until precipitation occurred. The precipitate was then filtered
using a 0.22 μm pore size syringe filter, and the solution phase was
added to a new 5 mL test tube (A). The solid phase was then
redissolved with THF and added to another test tube (B). To test tube
A was added acetonitrile until precipitation occurred, and the process
was repeated until the solution contained only stilbenevinyl-T10 (three
or four iterations). Test tube B was dried out and redissolved in ethyl
acetate, and the same procedure as that with test tube A was repeated
to enrich the solid in stilbenevinyl-T12. Further purification of the T12
was carried out using gel permeation chromatography (GPC) to give
pure T12 for spectroscopic studies. The purity was verified by MALDI-
ToF spectroscopy and silicon NMR. See the Supporting Information
(Figure S1) for a visual procedure and attempted solvent systems. T10
stilbenevinyl-SQ: MALDI-TOF m/z (Ag+ adduct) = 2681 [Ag-
Si10O15(C16H13)10]; GPC (found)Mn = 3367;Mw = 3450; PDI = 1.02;
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1H NMR (500 MHz, CDCl3) δ 6.3−6.4 (m, −CHCH2), 7.0−7.1
(m, −CHCH2), 7.2−7.3 (m, Ar-H), 7.3−7.6 (m, Ar-H) ppm; 13C
NMR (500 MHz, CDCl3) δ 100.05, 115.00, 126.11, 126.53, 126.69,
127.29, 128.10, 128.66, 135.50, 136.63, 137.14, 138.01 ppm; 29Si NMR
(99.35 MHz, CDCl3) δ −78.85 ppm. T12 stilbenevinyl-SQ: 3196 amu
[AgSi12O18(C16H13)12]; GPC (found) Mn = 3758, Mw = 3871; PDI =
1.03; 1H NMR (500 MHz, CDCl3) δ 6.3−6.4 (m, −CHCH2), 7.0−
7.1 (m, −CHCH2), 7.2−7.3 (m, Ar-H), 7.3−7.6 (m, Ar-H) ppm;
13C NMR (500 MHz, CDCl3) δ 125.20, 126.54, 126.67, 127.27,
127.36, 127.70, 128.09, 128.67, 129.02, 136.68, 137.10, 137.76, 137.84
ppm; 29Si NMR (99.35 MHz, CDCl3) δ −78.69, −80.44 ppm.

■ RESULTS AND DISCUSSION

In the following sections, we begin by discussing the synthesis
of T10/12 stilbenevinyl-SQs via metathesis and Heck cross-
coupling reactions. F−-catalyzed rearrangement generates an
approximately 1:1 equilibrium mixture of T10 and T12.

9,33 We
then discuss separating T10 and T12 stilbenevinyl-SQs by GPC
and/or selective precipitation. Thereafter, we detail the
solution-based photophysical properties of the pure SQs as
compared to p-triethoxysilylvinylstilbene, p-vinylstilbene, and
the T8 analog.

17 These studies include determining steady-state
absorptions and emissions, TPA, and fluorescence lifetime
kinetics. Solid-state photophysical properties will be the subject
of a future paper, where we will report on novel aggregation.58

Synthesis and Separations. Scheme 1 illustrates the
general synthesis of the T10/12 stilbenevinyl-SQ mixtures; see
the Experimental Section for details.
Separation of SQs with different cage sizes is in general an

unexplored area given previous difficulties in synthesizing the
larger cages, especially the T10 SQs. Thus, to date only a few
resea r ch g roups have exp lo red the l a rge r SQ
cages.5,9,14,30,33,34,38,59 As noted above, our motivation for the
current studies comes from unexpected differences observed in
the photophysical properties of the stilbenevinyl T10/12
compared to the T8 analogs.
To this end, our separation efforts extend the original work

of Kawakami et al.34 Our first attempts assessed direct
separation of the vinyl-T10/12 mixed starting materials; however,
such separations proved difficult due to their high solubility in
most solvents combined with oil formation on precipitation
into water. We also attempted to separate the individual cages
at the 4-bromostyrenyl T10/12 stage. While partially successful,
separation was not easily reproduced and offered <90% purities.
Thus, successful, reproducible separations at purities >95%
(MALDI-ToF) came only at the stilbenevinyl-SQ stage.
Our separation method (see the Experimental Section) takes

advantage of solubility differences likely due to symmetry
differences. Both the T10 stilbenevinyl-SQs and the phenyl-
SQs,60 are more soluble than the T8 and T12 compounds and
can be separated selectively in high purity but only at 5 mg

Scheme 1. Synthesis of Stilbenevinyl-SQs
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scales (∼5% purified recovery). This follows efforts to separate
these compounds via silica gel column chromatography, affinity
chromatography using dodecaphenyl-SQ as the column media,
gel permeation chromatography (GPC), and selective
solubility. Only GPC and selective solubility approaches work
well with the latter, providing better separation of T10, due to
its higher solubility. Thus, GPC was better for purifying T12
after T10 removal. Up to eight iterations were necessary to
purify T12 without GPC. Only two iterations were necessary to
purify T10. Figure S1 (Supporting Information) provides a
schematic of the solubility-based separations.
The separated materials were characterized as described

below and in the Experimental Section. The most notable
verifications of purity are MALDI-TOF mass spectral analysis
and 29Si NMR. Parts a and b of Figure 3 compare the T10 and
T12 stilbenevinyl-SQs MALDI-TOF spectra, showing successful
separation. Table 1 shows the 29Si NMR ppm shift for selected
species, with the spectra shown in Figure S2 and S3
(Supporting Information) offering corroborative proof of the
separation efficiency.

Photophysical Characterization. Steady-State Spectros-
copy. Successful separation allowed us to map the photo-
physical properties. The first step was to compare the
absorption (Figure 4a) and emission spectra (Figure 4b) of
the individual T10 and T12 compounds.9 The absorption spectra
show similar band structures and maxima for all the cage
species (T8,10,12) with absorption peaks at 320, 333, and 352
nm. Figure 4b shows the emission spectra of the stilbenevinyl-
SQs normalized to the same absorption value (λmax = 0.6).
Surprisingly, stilbenevinyl-T12 gives the lowest emission

intensities with ΦPL = 11%, despite having the greatest number
of chromophores. This suggests that there is more nonradiative
decay through self-absorption with the greater number of

chromophores.61 Indeed, this would be expected if we also
recall that the “bite” angle for this molecule averages 60° (vs
72° for T10 and 90° for T8), placing the functional groups in
closer proximity to each other and improving the opportunity
for self-absorption.21 The p-triethoxylsilylvinylstilbene shows
the highest quantum yield at 38%. The absorption and emission
spectra for this compound are given in Figure S4 (Supporting
Information). Table 2 shows the molar extinction coefficients,
absorption and emission maxima, and quantum yields.
Photophysical characterization at different excitation wave-

lengths suggests the existence of two emissive states in
stilbenevinyl-SQs at low concentrations (<1 μM in THF).
Figure 5a compares the excitation spectra for the T10 and T12
stilbenevinyl-SQs for two different emission wavelengths, which
is of importance in our two-photon absorption study below
(450, 387 nm). Both give similar excitation spectra, with only
the 450 nm excitation spectrum showing a slight shoulder
between 380 and 420 nm. This is initial evidence of the
existence of multiple emissive states in these molecules.
The shoulder seen in the excitation spectrum may give rise to

the red-shifted emissive state in the 436−450 nm range, since
Figure 5b shows that the relative intensities of the fluorescence
spectra correlate well with the amplitude of the shoulder. This
figure compares the emission spectra from different excitation
bands (333 and 400 nm). Note that a red shift is observed on
shifting the excitation wavelength to higher values. Excitation at
<375 nm provides emission λmax = 385 nm. In contrast,
excitation at >375 nm red shifts the emission to λmax ≈ 450 nm.
This excitation based spectral shift is found in all cages per
Figures S5 and S6 (Supporting Information) and is slightly
observable in the p-triethoxylsilylvinylstilbene (<1%, Figure S7,
Supporting Information); however, it is not seen in the p-
vinylstilbene (Figure S8, Supporting Information). These
spectral shifts are unusual for organic systems, but since we
are dealing with rigid 3-D hybrid materials, with chromophores
oriented in space, various excited state energy transfer processes
are possible, allowing access to red-shifted emissive states.
This red shift can potentially be attributed to a “red-edge”

effect, typically observed for locked fluorophores with well-
defined dipole moments in highly viscous solvents; however, it
has also been observed for fluorophores attached to rigid
substrates and often results from lower rotational diffu-

Figure 3. Comparison of the separated (a) T10 and (b) T12 stilbenevinyl-SQ compounds.

Table 1. 29Si NMR Chemical Shift Values for the Separated
Stilbenevinyl-SQ Cages

compd chemical shift (ppm)

T8 stilbenevinyl-SQ −78.17
T10 stilbenevinyl-SQ −78.85
T12 stilbenevinyl-SQ −78.69, −80.44
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sion.61−63 Since SQs are very rigid substrates that would force
fluorophores into certain conformations on the basis of a
structure that may be thought of as a nearly solvent-free
environment and that also show dipolar effects (see TPA), what
is observed appears to be a novel example of the red-edge
effect.
The 450 nm emission is close to the emission maximum

found in solid-state analyses, which will be explored further in a
subsequent paper on solid state and aggregation effects on
these materials (Figures S9 and S10, Supporting Informa-
tion),58 but due to the low concentrations used, it is unlikely
that molecules are in close enough proximity to interact as if
they were in the solid state (i.e., aggregates). However
theoretical calculations and kinetic studies suggest that
chromophore−chromophore interactions may still be possi-

ble.64,65 Another explanation could be that the organic group
emissions in the solid state and in any aggregates that form are
quenched, so that the 450 nm emission dominates the 387 nm
band. The low-energy tailing present in the 387 nm emission
suggests that the 450 nm emission is present regardless of
excitation wavelength but is masked by the higher ΦPL of the
387 nm emission.

Two-Photon Absorption. Two-photon spectroscopy was
used to compare the polarization and nonlinear absorption
properties of the separated cages, p-triethoxylsilylvinylstilbene,
and p-vinylstilbene. Tables 3 and 4 compare the two-photon

cross sections at three laser excitation wavelengths (650, 740,
and 800 nm). The 800 nm excitation shows the greatest

Figure 4. (a) Absorption spectra and (b) emission spectra (THF, ∼3 × 10−7 M) of stilbenevinyl-SQs.

Table 2. Comparison of Steady-State Properties in THF

λmax (nm)

Abs Em ε (M−1 cm−1) ΦPL %

T8 (H) 335 385 286 000 36
T10 (H) 333 383 358 000 19
T12 (H) 333 386 430 000 11
T10/12 (H) 333 387 394 000 15
p-triethoxysilyl-VS 329 380 38 200 38
p-vinylstilbene 328 373 35 800 28

Figure 5. (a) Comparison of excitation spectra for T10 and T12 stilbenevinyl-SQ with emission held at 387 and 450 nm. (b) Comparison of emission
of T10 stilbenevinyl-SQ with excitation at 333 or 400 nm (THF, ∼2 × 10−7 M).

Table 3. Comparison of TPA data for (H)-Stilbenevinyl-SQs
(cross sections GM/mol)

sample concn (M)
800 nm δ
(GM)

740 nm δ
(GM)

650 nm δ
(GM)

T10/12 (H) 1.94 × 10−6 30 52 41
T12 (H) 1.42 × 10−6 7 40 63
T10 (H) 1.57 × 10−6 42 55 57
T8 (H) 2.35 × 10−6 2.0 16 26
p-triethoxysilyl-VS 1.03 × 10−5 0.2 1.1 N/A
p-vinylstilbene 1.04 × 10−5 N/A 0.5 2
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differences between cross sections, with T10 giving the largest
cross section at ∼42 GM/mol. This suggests that the T10 cage
has the largest change in dipole moment on excitation.57,66,67

Due to their different symmetries, the two structural formats
will have different two-photon selection rules based on orbital
geometry and thus different polarization dynamics, likely
accounting for the different TPA cross section values.68,69

This then represents a relatively novel observation given that
few 3-D molecular species are available with identical moieties
and overall compositions that also offer quite different
geometries. Thus, our results are the first examples for such
classes of compounds.
Figure 6 shows the two-photon excited fluorescence (TPEF)

spectra at 800 nm, with T10 showing the highest fluorescence

intensity at equal concentrations. The interesting observation is
that with 740 and 800 nm excitation, the emission wavelength
is ∼450 nm, which is similar to the one-photon emission band
from excitation at 370 and 400 nm (Table 5). Figure S11
(Supporting Information) shows the log−log plot for cross
section calculations at 740 nm, with a slope of 2 guaranteeing a
quadratic dependence on excitation energy.

Two-photon spectroscopy at 650 nm shows emission
maxima between 407 and 415 nm for the single cage SQs,
most consistent with one-photon emission from excitation at
335 nm, with only a 20 nm red shift as opposed to 60 nm for
the other excitations (Tables 3 and 4). The TPA cross sections
are comparable to those found at 740 nm excitation. The p-
triethoxysilylvinylstilbene gives a cross section at 800 and 740
nm of 0.2 and 1.1 GM respectively; however, data at 650 nm is
unavailable at this time. Also note that the cross sections of this
compound are smaller than the per chromophore values for the
cages.
A further important observation is that p-vinylstilbene itself

does not show a TPA excitation or cross section at 800 nm and
only a small cross section at 740 nm of 0.5 GM. A cross section
of 2 GM is reasonable for excitation at 650 nm; however, it is
still nearly half that of the per chromophore values for the cage
compounds. Therefore, depending on the wavelength (i.e., 740
nm), the cages of fer at least a 10-fold TPA enhancement over their
organic counterparts and at least 2-fold over their hybrid model.
TPA enhancements of the SQs at 650 nm are only double that
of organic alone.
This TPA observation suggests that the SQs offer greater

electronic coupling, especially at longer wavelengths, which is
important for efficient energy transfer processes, such as
electron/hole pair separation. This polarization is 3D in nature
and thus is likely highly symmetry dependent. A larger two-
photon cross section also scales with a higher absorption
efficiency at low excitation intensity, which is related to the
large density of chromophores surrounding the core, which is
contained in a small unit volume with spherical diameter of
∼1.5 nm. This allows for molecules to more efficiently absorb
light over a broad range of light intensity and give enhanced
cross sections.
Since these molecules have two emission states dependent

on the excitation wavelength, it is necessary to take into
account the quantum yield differences between the emission
bands for an accurate TPA cross section calculation. Table 6
shows the quantum yields (QYs) for the two emission bands, in
which the red-shifted emission band (450 nm) is ≈10% of the
386 nm emission band.

Fluorescence Lifetime Kinetics. Fluorescence upconver-
sion measurement analyses were carried out in THF. Analyses
were done at excitation wavelengths of 286 and 400 nm and
then collected at 385 and/or 450 nm to measure the
fluorescence kinetics for each of the two states described

Table 4. TPA Data for (H)-Stilbenevinyl-SQs (cross sections GM/chromophore)

sample 800 nm/chrom δ (GM) 740 nm/chrom δ (GM) 650 nm/chrom δ (GM)

T10/12 (H) 2.7 4.7 3.8
T12 (H) 0.6 3.3 5.3
T10 (H) 4.2 5.5 5.7
T8 (H) 0.3 2.0 3.3

Figure 6. TPEF plot comparing T8,10,12 stilbenevinyl-SQs at 800 nm
excitation.

Table 5. TPEF Emission Maxima at Different Two-Photon
Excitation Wavelengths

sample 800 nm 740 nm 650 nm

T10/12 (H) 455 466 410
T12 (H) 453 473 411
T10 (H) 458 461 415
T8 (H) 452 464 407
p-triethoxysilyl-VS 439 432
p-vinylstilbene 395 395

Table 6. Quantum Yield Values for the Two Emission Bands

sample QY387nm QY450nm

T10/12 (H) 0.15 0.012
T12 (H) 0.11 0.011
T10 (H) 0.19 0.018
T8 (H) 0.36 0.039
p-triethoxysilyl-VS 0.38
p-vinylstilbene 0.24
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above and to investigate the potential for charge transfer.70−72

The long component lifetimes were run for hundreds of
picoseconds for each compound.
Table 7 and Figures 7 and 8 compare lifetimes for the

stilbenevinyl-SQs as compared to p-triethoxylsilylvinylstilbene

and p-vinylstilbene with an excitation at 286 nm and an
emission collection at 450 nm. These studies were done to
probe the red-shifted fluorescence band shown above and show
that, within error, all the cages give similar lifetimes for their
short (T2) and long (T3) components. Note that in Figure 7,
the T10 stilbenevinyl-SQ shows a stronger T2 component,
which results in its long decay being below, but parallel to,
those of the other stilbenevinyl-SQs. This can be attributed to

the symmetry differences in the T10 system, which likely also
contribute to its enhanced TPA cross section over the other
cage sizes. The p-triethoxylsilylvinylstilbene gives a lifetime that
is just slightly longer than those for the SQ cages (∼252 ps),
which can be attributed to the higher QY.
The outlier in this study was p-vinylstilbene (free

chromophore), which shows much shorter lifetimes of 2.9
and 49 ps, respectively. This is expected since the degree of
rotational diffusion should be largest in the free chromo-
phore.61 This may also suggest a shorter-lived excited state than
the hybrid systems, likely due to the influence of silicon.
The “rise time” (T1) was determined for these compounds,

which is the onset time for fluorescence to occur from the
probed state and often indicative of an excited state
process.61,70,72−74 Excitation at 286 nm and emission collection
at 450 nm gave a rise time of a few hundred femtoseconds,
suggesting that the 450 nm emission comes from a lower
energy excited state.
This suggests that it takes time after the molecule is excited

to fluoresce from that state, giving evidence for an energy
transfer process.61 Figures S12−S15 (Supporting Information)
compare the stilbenevinyl-SQs with and without rise time fits.
Two compounds shown in Table 7 and Figure 7 that did not
show a rise time were the free chromophore systems (p-
triethoxylsilylvinylstilbene and p-vinylstilbene). Our analysis
shows that the shortest rise times are observed for the T8
stilbenevinyl system at 760 fs, while the T10 gives a rise time of
840 fs and the T12 a rise time of 950 fs, suggestive of Förster
energy transfer.75−77

There are two primary charge transfer mechanisms that may
be expected in these molecules, but they may or may not be
related to these rise times, as other solvent and symmetry
effects are plausible.78 The first is a Dexter energy transfer from
the stilbenevinyl groups to the cage. The second is Förster-type
hopping between chromophores, which could occur on the
same cage or between cages. Our rise times discussed above are
on the time scale where Förster energy transfer (FRET) takes
place, which would suggest it as an energy transfer mechanism
for these systems.75−77 This however does not rule out the
possibility of a Dexter-type energy transfer from chromophore
to cage, as this transfer would be faster than the instrument
response function (650 fs) and could not be observed by our
methods. Therefore, it is possible that both mechanisms
proceed, but further analysis and computational modeling is
necessary.
In order to gain a better understanding of the FRET system,

we calculated the Förster radii for the compounds.61,75 For the
calculation, we used the assumption that the dipolar angles
would scale with the angles between the chromophores
discussed above and the integral of the overlap between
absorption and emission spectra. We calculate the Förster
radius R0 to be ∼12 Å for T8, 10 Å for T10, and 8.6 Å for T12. If
we then approximate the distance between chromophores from

Table 7. Fluorescence Lifetime Data for 286 nm Excitation and 450 nm Collection (Isotropy)

T1 (fs) A1 T2 (ps) A2 T3 (ps) A3

T8 760 −0.36 16 ± 2 0.33 209 ± 47 0.46
T10 840 −0.29 15 ± 4 0.39 167 ± 47 0.54
T12 950 −0.29 11 ± 4 0.18 155 ± 20 0.62
T10/12 900 −0.21 17 ± 6 0.14 170 ± 35 0.55
p-triethoxysilyl-VS 0 0 6.1 ± 0.9 0.16 252 ± 6 0.98
p-vinylstilbene 0 0 2.9 ± 0.5 0.37 49 ± 5 0.38

Figure 7. Comparsion of short fluorescence liftetime components of
stilbenevinyl-SQs with the instrument response function at 286 nm.

Figure 8. Comparison of long decay fluorescence lifetime components
of stilbenevinyl-SQs.
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a combination of similar crystal structures and computational
modeling, we get values for the centroid−centroid distance of
two adjacent chromophores to be ∼12, 14, and 16 Å,
respectively.5 Back-calculation of the expected lifetimes are on
the order of a few hundred femtoseconds to a few picoseconds,
depending on the exact distance (r) chosen between
chromophores. From our analysis, the best energy transfer
would likely occur within the first few carbons on the cage side
of the chromophores (∼7−9 Å between chromophores), which
are within the Förster radii discussed above and may involve
the face of the cage. Förster energy transfer between the outside
(ends) of the chromophores (>20 Å) is unlikely for these
systems.
Early theoretical modeling attempts suggest that Förster

hopping between chromophores on the same cage is most
likely at 10−7 M concentrations,64,65 which would also be
expected for the solid state, and is observed in its emission data.
Their calculations show that charge transfer by this method is
solvent stabilized. However, unpublished experimental analyses
of single chromophore (mono-stilbenevinyl-SQ) systems
suggests that, if this is true, it is not necessarily between
chromophores on the same cage, since similar steady-state
spectra are observed for the fully functionalized systems.58 In
order to fully understand the mechanisms by which this rise
time occurs, we are assessing the photophysical properties of
single chromophore SQs, allowing for simplification of the
energy transfer possibilities.58

Table 8 shows the fluorescence lifetimes of T10/12
stilbenevinyl-SQ taken previously. This compound was excited

at 286 nm and probed at 385 nm, the main fluorescence band.
The T10/12 compound shows lifetimes of 20 and 140 ps,
respectively, which is within error for that found in the study
above. No rise time was observed for this excitation-probe pair,
suggesting that this fluorescence is directly from the
chromophore emission.
Table S1 and Figure S16 (Supporting Information) show the

fluorescence lifetimes of the stilbenevinyl-SQs with excitation at
400 nm and emission probing at 450 nm. As this was our first
kinetic analysis of stilbenevinyl-SQ-based materials, a more
careful analysis is needed for the 400 nm excitation data, since
this is an off-band wavelength, and it will be discussed in further
detail in a subsequent publication.58

Polarized excitation measurements for these materials give
fluorescence anisotropy for the stilbenevinyl-SQs. The
anisotropy shows the directionality of the materials, such that
a more symmetrical and less freely moving material gives a
higher anisotropy value (max of 0.4).79,80 The anisotropy was
measured for the 286 nm excitation and 450 nm collection. The
T8 compound shows higher anisotropy (0.3/0.4) than the T10
(0.1) or T12 (0.15). This means that the highest symmetry and
lowest directional dependence is observed for the T8 system
(Figure 9). The p-triethoxylsilylvinylstilbene also shows
medium anisotropy that decays from 0.2 to nearly 0 in 250 ps.
The T10/12 stilbenevinyl-SQ mixture also shows low

anisotropy similar to that of the T10. The anisotropy does

not decay significantly during the 250 ps measurement time.
The decrease in anisotropy for regular organic systems can be
attributed to two factors, increased rotational diffusion and/or
increased energy transfer processes.61 The likelihood of
radiationless energy transfer likely increases in the larger cage
systems due to the closer proximity of the chromophores even
under micromolar concentrations.81−83

The only extensively studied 3-D systems are those of
fullerenes, which offer excellent charge delocalization and show
even lower anisotropy values of ∼0.5.50 Therefore, we can
speculate that the larger SQs also show charge delocalization in
3-D based on a combination of known properties of organic
systems and observations from fullerenes.

■ SUMMARY OF FINDINGS
In the above studies we found the following:
(1) It was possible to purify T10 and T12 stilbenevinyl-SQs by

selective solubility/precipitation methods by exploiting the
geometric differences between the cages.
(2) Higher chromophore densities per cage decrease

fluorescence quantum yields, contrary to expectations but
likely due to enhanced self-absorption leading to nonradiative
decay processes.
(3) Single-photon and two-photon excitation dependent

emissions that can be attributed to red-edge effects.
(4) Of the three cage sizes and symmetries studied, the T10

stilbenevinyl-SQs offer the highest TPA cross sections,
indicative of the strongest electronic coupling and polarization.
(5) SQ cage compounds show “rise times” of 700−1000 fs

and low anisotropies (∼0.1) in fluorescence upconversion
lifetime kinetic studies, indicative of an excited-state energy
transfer process (internal delocalization or FRET-type energy
transfer), which is unobserved for the free chromophore,
unexpected for a system with an “inert” silica core, and
unexpected for 3-D hybrid molecular species.

■ CONCLUSIONS
The separated T10 and T12 stilbenevinyl-SQs show properties
that are unique to their cage sizes and symmetries. First, we see
decreases in fluorescence quantum yield with increasing cage
sizes, indicative of self-quenching effects likely due to cage
symmetry and/or chromophores’ proximity. Second, stilbene-
vinyl-SQs show excitation-dependent emission in both one-

Table 8. Fluorescence Lifetimes of Selected Stilbenevinyl-SQ
Components Excited at 286 nm with Fluorescence
Collection at 385 nm

T1 (ps) A1 T2 (ps) A2

T10/12 20 ± 5 0.27 140 ± 82 0.39

Figure 9. Fluorescence anisotropy measured at 286 nm excitation and
450 nm fluorescence collection for stilbenevinyl-SQs.
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photon and two-photon absorption studies, evidence of a red-
edge effect, an unusual result normally observed for
fluorophores attached to 2-D rigid substrates.
The current studies identify the existence of red-edge effects

in 3-D molecular structures and suggest a new class of hybrid
materials offering switchable emissions. In addition, the T10
stilbenevinyl-SQ exhibits the highest enhanced TPA cross
section, implying the highest polarizability (charge separation),
which can be attributed directly to its symmetry. This is again a
first example of the effects of symmetry in a class of 3-D
molecules that are essentially identical in all other aspects.
Lastly, fluorescence lifetime kinetics and anisotropy measure-
ments show that stilbenevinyl-SQs offer charge delocalization in
the excited state through a likely combination of Förster and
Dexter energy transfer processes, while the free chromophores
do not. The process by which this transfer occurs will be under
further investigation but can be described as through cage
(cage−chromophore), through space (chromophore−chromo-
phore), or by both processes simultaneously.
The observation of 3D charge delocalization, high absorption

efficiencies, and high cross sections shows that we can
potentially tailor SQs for use in electronic and photonic
applications. This is the first study mapping the detailed
photophysical properties of T10 and T12 silsesquioxanes and the
first evidence of quite different photophysical properties based
solely on cage size and symmetry.
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■ NOTE ADDED AFTER ASAP PUBLICATION
Figure 7 was incorrect in the version published ASAP August 9,
2013; the correct version reposted August 12, 2013.
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