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ABSTRACT: In this work, we investigate the impact of the solvation environment on single-walled
carbon nanotube (SWCNT) photoluminescence quantum yield and optical transition energies (E;)
using a highly charged aryleneethynylene polymer. This novel surfactant produces dispersions in a
variety of polar solvents having a wide range of dielectric constants (methanol, dimethyl sulfoxide,
aqueous dimethylformamide, and deuterium oxide). Because a common surfactant can be used while
maintaining a constant SWCNT —surfactant morphology, we are able to straightforwardly evaluate the
impact of the solvation environment upon SWCNT optical properties. We find that (i) the SWCNT
quantum yield is strongly dependent on both the polarity and electrophilicity of the solvent and (ii)
solvatochromic shifts correlate with the extent of SWCNT solvation. These findings provide a deeper

understanding of the environmental dependence of SWCNT excitonic properties and underscore that
the solvent provides a tool with which to modulate SWCNT electronic and optical properties.

B INTRODUCTION

Single-walled carbon nanotubes (SWCNTs) possess optical
transitions in the visible and near-infrared regions of the solar
spectrum with energies (E;) determined by their diameter and
chiral angle." These excitonic transitions enable potential
applications of SWCNTs in photovoltaics,”™> light-emitting
diodes,® and nanoscale sensors.” Integration of SWCNTs into
such optoelectronic devices requires a fundamental under-
standing of excitonic transition energies,8 diffusion lengths,9
lifetimes,> binding energies,m’11 recombination mecha-
nisms,'>"* and luminescence quantum yields."*™'® For nearly
a decade now, photoluminescence excitation (PLE) spectros-
copy has been recognized as a powerful tool for characterizing
excitonic processes in SWCNTs. In the seminal work by
Weisman and Bachilo, PLE spectroscopy of aqueous SWCNT
suspensions was performed using sodium dodecyl sulfate
(SDS) as a surfactant and the E; optical transitions of the
specific (n,m) species were assigned.] It was soon recognized
that the optical transition energies, and their corresponding
photoluminescence (PL) intensities, depended sensitively on
the surrounding dielectric environment, "*® as expected for a
nanomaterial having all atoms lying on the surface and able to
interact intimately with the surroundings.

Since this early work, several studies have investigated the
effects of the surrounding surfactant and solvent on the
luminescence energies and quantum yields.*'*~>" Choi and
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Strano recognized the environmental dependence of optical
transition energies as a solvatochromic effect and developed a
semiempirical model for comparing the solvatochromic shifts of
several SWCNT —surfactant/solvent systems, including
SWCNTs in N-methyl-2-pyrrolidone and aqueous SWCNT
dispersions that employed DNA, SDS, and sodium cholate
surfactants.® The analysis showed that the observed SWCNT
spectral shifts resulted from differences in the medium-
dependent exciton polarizability and that the magnitude of
the shifts reflected an inverse dependence of exciton polar-
izability on the diameter and the square of the transition
energy. The investigation was limited primarily to aqueous
surfactants due to the lack of nonaqueous solvent/surfactant
systems capable of producing stable SWCNT dispersions at the
time of the study. Consequently, the range over which the
dielectric constant could be varied was limited. Instead, the
local dielectric environment was perturbed by using different
surfactants, which opens the possibility of introducing
confounding effects associated with differences in surfactant
packing.22 In an effort to overcome these limitations, Ohno et
al. measured the luminescence from SWCNTs suspended
across microfabricated trenches immersed in various organic
solvents.'® While this method eliminated surfactant effects and,
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Figure 1. Two-dimensional PLE contour plots of PNES—SWCNTs in methanol, DMSO, 9:1 D,0/DMF, and D,O. For reference, the
SWCNT(n,m) E; transition energies from the seminal study by Weisman et al.' are also shown on each PLE contour plot, labeled by “x”.
Experimental conditions: E,, spectral region optical density (OD) ~0.5, PLE measured using a front-face detection configuration, T = 25 °C.

in principle, allowed access to a wider range of dielectric
constants, the experimental configuration introduced the
potential for substrate-induced mechanical strain to impact
the measured excitonic transition energies.”> Other efforts to
probe the effect of the environment on SWCNT excitonic
properties include studies by Ju et al.'"® and Silvera-Batista et
al?® in which SWCNTSs were exposed to organic solvents;
Silvera-Batista et al, for example, introduced nonaqueous
solvent species into the nonpolar “microenvironment” within
micelles that encapsulated and suspended nanotubes in
aqueous solution. These studies, however, were naturally
limited to low dielectric constant, nonpolar solvents.

To more completely understand the role of solvent/SWCNT
interactions on the PL quantum yield (QY) and optical
transition energies (E;), we used a novel, highly charged,
aryleneethynylene polymerm_26 as a surfactant. Previous work
demonstrated that ionic poly[1,5-bis(3-propoxysulfonic acid
sodium salt)-2,6-naphthylene]ethynylene (PNES) exfoliates,
individualizes, and disperses SWCNTSs in both water and
organic solvents such as DMSO (dimethyl sulfoxide), DMF
(dimethylformamide), and MeOH (methanol) via a single-
chain wrapping mechanism.*® Atomic force microscopy (AFM)
and transmission electron microscopy (TEM) data highlighted
that PNES wraps SWCNTs with a helix pitch length of 10 + 2
nm while retaining a constant morphology in a wide range of
solvents. (Characterization of the SWNT—PNES conformation
is available in the Supporting Information (S-1).) Thus, PNES
permits SWCNT solvatochromism to be studied in solvents
having a wide range of dielectric constants while the surfactant
structure surrounding the nanotube is fixed. This approach
enables straightforward evaluation of the impact of solvation
environment on SWCNT optical properties and provides a
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deeper understanding of the environmental dependence of
SWCNT excitonic states.

We report PLE spectroscopy data for PNES-dispersed
SWCNTs in various polar solvents [methanol, DMSO, aqueous
DME (9:1 D,O/DMF), and deuterium oxide (D,0)]. We find
that the SWCNT PL QY is strongly dependent on the solvent
polarity, decreasing by an order of magnitude in D,O, a high
dielectric solvent, relative to that observed in a less polar
solvent such as DMSO. We also find that the PL QY and
solvatochromic shifts are remarkably similar in methanol and
DMSO despite the large difference between their respective
dielectric constants. Further analysis of these results reveals
that, in addition to solvent polarity, the PL QY is dependent on
the electrophilic character of the solvent, while the
solvatochromic shifts correlate with the extent of SWCNT
solvation.

Bl RESULTS AND DISCUSSION

Photoluminescence spectra were obtained as a function of
excitation wavelength to generate two-dimensional PLE
contour plots of each PNES—SWCNT solution (Figure 1), as
described previously.”” The PLE spectra of PNES—SWCNTs in
all solvents are consistent with individualized unbundled
SWCNTs in solution, with well-defined peaks for the various
(n,m) SWCNT species and negligible Forster resonant energy
transfer from large to small band gap SWCNTs. All PNES—
SWCNT/solvent samples were diluted to a similar optical
density (OD) of ~0.5 in the E,, spectral region; PLE
measurements were made with a 1 cm path length cuvette
using a front-face detection configuration to minimize inner-
filter effects from solvent absorption. (Optical absorbance
spectra and further details on the PLE measurements are
available in the Supporting Information (S-2).) From the (n,m)
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species in each of the PLE contour plots, the relative quantum
yield (®py) was calculated as the ratio of the E;; PL intensity to
the E,, optical density for particular (n,m) species in each
PNES—SWCNT/solvent system. In Figure 2a, ®p; for selected
species is plotted as a function of the solvent dielectric constant
(&), a common measure of solvent polarity.
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Figure 2. Relative SWCNT PL quantum yields (®p;) of (8,6), (7,6),
(7,5), (8,4), and (9,4) tubes plotted as a function of the solvent
dielectric constant (a) and solvent acceptor number (b). Note that the
SWCNT @y, decreases in the higher dielectric and more electrophilic
solvents, consistent with SWCNT PL quenching via dielectric
screening of excitons by solvent molecules. Dashed lines in both
plots are guides for the eye, and the measurement error of @y is
~1.8%.

While relatively high ®p; values are observed for low
dielectric constant solvents such as methanol and DMSO, @y
is dramatically lower for the high ¢, environments (e.g., in 9:1
D,0/DMF and D,O solvents). The decreased @y with higher
€, is consistent with results obtained by Silvera-Batista et al.*°
for low dielectric constant solvent species (2 < & < 10)
incorporated within SWCNT-encapsulating micelles in aqueous
solution. Also, it is interesting to note that other nanoscale
systems with excitonic excited states, such as quantum dots*®
and nanostructured porous silicon,” exhibit a similar ®p
dependence on €. In the case of porous silicon, the decreased
PL intensity has been attributed to increased dielectric
screening of the electron—hole Coulombic interaction by
solvent molecules, which reduces radiative exciton recombina-
tion in lieu of nonradiative free carrier recombination.”” While
the role of & in SWCNT exciton dynamics is not yet fully
understood, a similar enhancement of nonradiative recombina-
tion pathways through dielectric screening is a likely source for
the inverse relationship observed between the polarity of
solvents and SWCNT PL intensity.

Further consideration of the results in Figure 2a suggests that
the dielectric properties of the solvent alone do not fully predict
the SWCNT PL quenching observed in the PNES—SWCNT
dispersions. For example, the SWCNT PL is significantly
quenched in D,O relative to 9:1 D,O/DMF, despite a very
small difference in €,jen: (€p,0 = 80, €9.1 p20/DME = 76)- While

this increased PL in the 9:1 D,O/DMF compared to D,0 may
be caused in part by preferential interaction of DMF molecules
with the SWCNT surface,>*" it appears that the SWCNT @y
is affected by additional solvent interactions not described by
the solvent polarity, particularly for DMSO and methanol.
Despite the greater polarity of DMSO relative to methanol
(epMmso = 47, Emethanol = 33), the SWCNT @, is appreciably
greater in DMSO (Figure 2a).

Acid-induced PL quenching of aqueous SWCNT solutions is
a well-documented phenomenon'>'***** and is attributed to
the electron-withdrawing nature of acidic species. Physically
adsorbed protons on the SWCNT surface withdraw electron
density from the SWCNT 7z-system, creating nonradiative
recombination sites by electronically modulating (“hole-
doping”) the SWCNT.'* While discussion of this electron-
withdrawing mechanism is typically limited to the context of
protic acid interaction with SWCNTSs, it is reasonable to
consider that electrophilic solvent molecules may also quench
SWCNT PL through related perturbations to the SWCNT z-
system electron density. To explore this possibility in more
detail, ®p; was plotted as a function of the solvent acceptor
number (Figure 2b). The solvent acceptor number (AN) is a
relative measure of the electrophilic character (electrophilicity)
of a solvent and is determined by the *'P NMR chemical shift
induced by the electron-withdrawing interactions of the solvent
with the triethylphosphine oxide oxygen lone pair.>* Interest-
ingly, plotting the PL data versus AN results in a monotonic
trend line, consistent with solvent electrophilicity playing a
significant role in SWCNT PL quenching. The quantities
plotted in Figure 2 are tabulated in Table 1.

Table 1. Solvent Properties and SWCNT @, in Solution

SWCNT ®@p,
solvent Eqovent AN (7,6) 86) (7,5 (84) (94)
DMSO 47 19.3 1945 3449 1643 846 2178
methanol 33 41.5 1935 3075 1607 9205 2060
9:1 D,0/ 76% 48.6° 1114 1279 1046 510 1025
DMF
D,0 80 54.8 245 252 335 119 280

“€9,1 p20/DME Was estimated by the volume-weighted sum of epyr and
£p.o- bAN 9:1 D20/DME Was estimated by interpolation of DMF/D,0 AN

data®” using a 2.5% DMF molar ratio.

The relationship between the SWCNT ®;; and solvent AN
shown in Figure 2b is the first systematic report demonstrating
that, in addition to the well-known mechanism of SWCNT PL
quenching by protonation from Brensted acids, SWCNT PL
can also be quenched by aprotic electrophilic solvents. This
observation is further supported by plotting the SWCNT @y,
versus the solvent donor number (DN), which is a relative
measure of the electron-donating character (donicity) of a
solvent.>* A comparison of the SWCNT @y, and solvent DN
demonstrates an inverse relationship with respect to that seen
with the solvent AN: The SWCNT @y increases in solvents
with greater electron donicity. (For a plot of the SWCNT @}
vs solvent DN, see the Supporting Information (S-3).) Our
previous SWCNT solid-state NMR studies support the
relevance of comparing the solvent AN, determined by *'P
NMR, to the solvent-induced PL quenching observed in this
study. We have observed *C chemical shifts of SWCNTs
induced by various adsorbed chemical dopants®**® that are
directly analogous to the *'P chemical shifts used to determine
a solvent’s AN. These results, which indicate that solvent
electrophilicity impacts SWCNT exciton dynamics, underscore
that the solvent provides a tool with which to modulate
SWCNT excitonic properties. Furthermore, the role of solvent
electrophilicity likely provides insight into earlier SWCNT
studies that reported anomalous PL quenching results. For
example, in the recent SWCNT/solvent PL study by Silvera-
Batista et al,”° the two solvents with the highest electro-
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Figure 3. Solvent-dependent bathochromic shifts of the PNES—SWCNT E,; emission energies (a) and E,, excitation energies (b), shown as a
function of the SWNT diameter. All bathochromic shifts are relative to the calculated E; for SWNTSs in vacuum.

philicities, chloroform and 3-heptanol, demonstrated the
greatest deviation of the ®p versus & trend and displayed
significantly lower SWCNT PL intensities relative to solvents
possessing similar &, values.

In addition to affecting the intensity of the PL, the solvent
properties can also influence the SWCNT optical transition
energies (E;). Solvatochromic shifts (AE;) of each PNES—
SWCNT/solvent system are displayed in Figure 3 as a function
of the SWCNT diameter. Measured solvatochromic shifts are
presented relative to E; values for SWCNTs in vacuum (E;, ),
which were determined using a relationship originally
developed by Bachilo et al.*® and later adapted by Choi and

Strano:®

1241

_ N cos(30)
A+ Ayd

3 dz

i (1)
A, A,, and A, are parameters determined from published values
for E; in vacuum.”® (For a detailed description of eq 1, see the
Supporting Information (S-4).) 6 and d are the chiral angle and
diameter, respectively, of each SWCNT (n,m) species. Calculat-
ing E;;,. using eq 1 was necessary due to the lack of published
experimental E; data in vacuum for the SWCNT (n,m) species
used in this study. Figure 3 demonstrates (n,m)-specific
solvatochromic shifts for each PNES—SWCNT /solvent system,
displaying increasing E;; and E,, bathochromic shifts with
decreasing SWCNT diameter. The magnitude and diameter-
dependent slope of AE,, are slightly larger than those of AE,;
for a given solvent. These differences are expected from a
consideration of the relative magnitudes of many-body
Coulomb interactions (both the repulsive electron—electron
self-energy and attractive electron—hole binding energy) for E;;
and E,, excitons,® as discussed in detail in the Supporting
Information (S5).

Insight into the origin of the SWCNT diameter-dependent
solvatochromic shifts of the E;; and E,, transition energies is
obtained by analyzing the data within a model that treats
SWCNTs as solutes that may be polarized via the solvent Stark
effect. Briefly, the solvent Stark effect*®*' refers to the
solvatochromic shift that arises when a solute is polarized by
an external static electric field. The following model is derived
(for a derivation of the solvatochromism model in eq 2, see the
Supporting Information (S-6)) from a closed-form expression
describing the stabilization energy of an induced dipole within a
photoexcited SWCNT by the surrounding solvent molecules.**

12488

AE.E. 3

ii~ii,vac

1
= _DSWNT/solvent [f({;‘) - f(’”lz)]soh,em} (2)
Here, AE; is the solvatochromic shift relative to E;; . for each
SWCNT (n,m) species (vide supra), Dgwent/solvent describes the
SWCNT/solvent interactions and is defined as the product of
CISWCNT and Lsolvent (described below), [f(&‘) _f(’/lz)]solvent is the
difference between the solvent’s Onsager polarity functions,
which reflects the solvent’s polar properties by accounting for
both the dipole moment and polarizability of the solvent, and d
is the diameter of the Onsager volume in which the solvent
molecules interact with the SWCNT, which is assumed to be
proportional to the diameter of a particular SWCNT species.
The parameter Cgycnr is proportional to the polarizability of a
photoexcited SWCNT, and L., is associated with solvent
interactions with the SWCNT solute and reflects the
polarization fluctuation within the Onsager volume. Since
AE; is defined relative to the values in vacuum, [f(e) —
F1*) Lsoivent is simply determined by €oyen: and 7y1vens the static
dielectric constant and refractive index of the solvent,
respectively. The values for the power coeflicients in eq 2
(Eii’vac3 and d~°) are taken from the recent work of Silvera-
Batista et al, in which the longitudinal polarizability of the
SWCNT exciton (a;) was found to conform to the functional
form a; o< d72E; >
The model described in eq 2 was applied to the AE; PLE
data for each PNES—SWCNT/solvent system by plotting
AE,-iE,-i,m3 versus d > as shown in Figure 4. The high linear
correlation coefficients of the dashed lines highlighted in Figure
4 (R* > 0.995 and 0.972 for the E;; and E,, data, respectively),
suggest that the eq 2 solvatochromism model provides a
reasonable framework for analyzing the experimental results.
The E,, data are slightly less linearly correlated, which may
derive in part from the coarse PLE excitation resolution of 3
nm. The linear regression slopes (—jen;) for each PNES—
SWCNT /solvent system effectively capture the species-depend-
ent solvatochromic behavior for all luminescent species in the
ensemble since —#mi ., relates the species-dependent AE; to
intrinsic SWCNT properties (d and E;,.). A greater magnitude
of —Mg e represents a greater bathochromic shift of the
excitation (E,,) and emission (E;;) energies for all SWCNTs
within a particular PNES—SWCNT ensemble. Thus, using
—Mggene @S @ representative metric for a particular sample’s
species-dependent solvatochromic behavior, we compare the
observed solvatochromic shifts for the emissive E;; transitions

dx.doi.org/10.1021/ja2114618 | J. Am. Chem. Soc. 2012, 134, 12485—12491



Journal of the American Chemical Society

a. 0.0 1.0 2.0 3.0 4.0
0.00 == T T T T
002 4 ™ solvent slope
-0.04 - qa% methanol  -0.0506 +0.0006

’ % O DMS0 00519200010
= -0.06 4 Q 9:1 DMF:D;0 -0.0606 £0,0007
> "\ A D0 -00595+0.0012
&2 .0.08 - Q‘L}

"5 -0.10 - 51

.E -0.12 - “'m

= -0.14 1 ‘Ao,

g -0.16 - 2 3
-0.18 - o

0>

0.20 1 .0
-0.22 - 4% (om)

b. 0.0 1.0 2.0 3.0 4.0

00 . T T T T

¢ solvent slope

-0.2 1 l‘aﬁp methanol  -02748 £0.0121

naa O DMSO  -02790£00110
= .04 - Ry AN 9:1 DMF D;0 -03985:£0.0244

i - 3&:! A D:0  -04127 00246

= 0.6 - o TR O

= A A ‘[EI'

EJ-_': -0.8 4 . B “a,

& 10 A e Q..o
-1.2 4
-1.4

d* (nm¥)

Figure 4. Figure 1 PLE data modeled according to eq 2. E,; (emission,
a) and E,, (excitation, b) bathochromic shifts are relative to the
calculated E; for SWNTs in vacuum (E,,,.). The dashed lines were
obtained via linear regression of the data.

of the PNES—SWCNT /solvent systems in greater detail below.
The PNES—SWCNT/methanol and PNES—SWCNT/DMSO
systems exhibit statistically identical (for a detailed explanation
of the linear regression statistical significance, see the
Supporting Information (S-7)) species-dependent E;, bath-
ochromic shifts relative to that in vacuum: —m .0 = 0.0506
+ 0.0006 and —mpygo = 0.0519 + 0.0010 eV*nm™. The
slopes —mp,o and —mg,; po/pur are also statistically indis-
tinguishable (—mp o = 0.0595 + 0.0012 and —my,; po/pME =
0.0606 + 0.0007 eV*nm™°), but are substantially larger than
the slopes obtained for the DMSO and methanol samples.
To understand the solvent dependence of PNES—SWCNT
emissive transition energies in more detail, we consider the
solvent/solute parameters that should affect the regressed
—Mgglyene Values. Returning to eq 2, we see that —mggen is
determined by the product of two terms: (1) the Onsager term,
related to the intrinsic solvent properties ([f(¢) — f(n*)]), and

(2) an expression capturing the interactions of the SWCNTs
with each solvent (—Dgwent/sowent)- 1f One were to consider
solvent polarity as the dominant factor affecting the
solvatochromic shift, the identical —m e, values for DMSO
and methanol are an unexpected result. Since DMSO is a
considerably more polar solvent than methanol, the Onsager
term ([f(e) — f(*)]) is significantly different for these two
solvents. This implies that the solvent—solute interactions, as
captured by —Dgwenr/solveny must differ between the two
solvents, giving rise to statistically identical bathochromic shifts.
Using the linearly regressed —mgye, values from the data
shown in Figure 4, we calculate —Dgwcnr/solvent 1he calculated
values for —Dgwenr/solvent € shown in Table 2 and differ
among the different PNES—SWCNT/solvent systems.

The —Dgwent/solvent Variation (~21%) observed in this study
exceeds the —DgwenT/sowent Variation (~14%) observed
previously by Silvera-Batista et al. (referred to as Dyjey in
their work), which may be explained by the exclusive use of
nonpolar solvents in the former study,”® in contrast to the
range of polar solvents examined here. In nonpolar solvents, the
SWCNT/solvent interactions arise from induced dipole—
induced dipole (London dispersion) forces, while in polar
solvents, these interactions arise from dipole—induced dipole
(Debye) forces. The dipole—induced dipole interaction (i.e.,
the solvent Stark effect) originates from the random motion of
solvent dipoles near the SWCNT surface, inducing a dipole
moment in the SWCNT.* On the basis of the underlying
physical mechanisms of this interaction, it follows that the
magnitude of the SWCNT solvatochromic shift is strongly
related to the degree of SWCNT solvation, as captured by the
—DgweNT/solvent Parameter. Since the solvatochromic shift is the
electrostatic stabilization energy of the photoexcited SWCNT
exciton by solvent molecules, it follows that greater SWCNT
solvation implies stronger Debye interactions at the SWCNT/
solvent interface, resulting in a greater stabilization energy. In
this context, —DgwcNT/solvent T€PTesents the magnitude of the
solvatochromic interaction between the SWCNT and solvent,
as —DgsweNT/solvent NOrmalizes the observed solvatochromic shift
of each SWCNT/solvent system by the intrinsic polarities of
each solvent.

To better understand the origin of the observed differences
for —DgwenT/solvent it Table 2, we recall from eq 2 that
_DSWCNT/solvent is the pI'OdUCt of Lsolvent and CSWCNT' Since
Cswent Is related to the polarizability of a photoexcited
SWCNT and is thus an intrinsic SWCNT parameter, it follows
that the observed differences in —Dgwcnr/solvent Must depend
on Lyeny @ parameter associated with the interaction of the
polar solvent molecules with the polarizable photoexcited
SWCNTSs in solution. To explore the solvent physical
properties with which —Dgwent/solvent My correlate, we narrow
our consideration to solvent parameters associated with

Table 2. Linearly Regressed Solvatochromic Shifts of PNES—SWCNT/Solvent Samples and Solvent Parameters”

solvent ~Myvent(Er1) (eV*nm™) [f(e) = f*) L soment
methanol 0.0506 + 0.0006 0.618
DMSO 0.0519 + 0.0010 0.526
D,0 0.0595 + 0.0012 0.640
9:1 D,O/DMF 0.0606 + 0.0007 0.632

—Dgwontsalvent (€V+nm™) IAEg| (m]/ m?) As,> (MPa)
0.0819 17 9.61
0.0987 4 0.36
0.0930 33 4.84
0.0959 29 4.08

“Mgowent(E11) is the linearly regressed slope of the data shown in Figure 4, f(¢) and f(1?) are the Onsager polarity functions of the solvent,
DgweNT /solvent 18 associated with SWCNT/solvent interactions, AEg  is the difference in surface energy between the SWCNT and solvent, and Ady, is
the difference in dispersive Hansen solubility parameters (vide infra) between the SWCNT and solvent.
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SWCNT solvation. Bergin et al. explored various SWCNT/
solvent solubility parameters and suggested that the funda-
mental parameter determining SWCNT solvation is the solvent
surface energy,*’ which is the energy required to disrupt the
intermolecular bonds of the solvent to create a SWCNT/
solvent surface. Specifically, Bergin et al. empirically found that
minimization of the surface energy difference, |AE l, between
the SWCNT and solvent was a reliable predictor for effective
SWCNT solvation. We calculated the |AEg 7l for each solvent
(Table 2) using 70 mJ/m* as an estimate of the SWCNT
surface energy™ and approximating the solvent surface energy
as ~30 mJ/m? greater than the solvent surface tension,** but
found no obvious relationship between —DgwenT/solvent @0d
|AEg 7.

In addition to |AEgyl, Bergin et al. also observed a strong
SWCNT solvation dependence on the dispersive Hansen
solubility parameter, dp,* which is defined by Hansen as the
square root of the contribution of London dispersion forces to
the cohesive energy density of a solvent.*” In Table 2, we
calculate for each solvent the squared difference between
Op,swent and Op golvent (Asy%) using Sp swenr = 17.8 MPa'/?
and literature Op golyent data.*® Similar to |AEg 1|, minimizing
A8, between the solvent and SWCNT predicts strong
SWCNT solvation,43 ie, strong association of the solvent
molecules with the SWCNT surface. Interestingly, we observe a
consistent inverse correlation when comparing —DgwenT/solvent
vs ASp® (Figure S). This apparent relationship is consistent
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Figure 5. Dependence of —Dgycnt/solvent 00 Adp’ indicating greater
SWCNT interaction with solvent molecules as the difference decreases
between dispersive Hansen solubility parameters. The solid line is
displayed as a guide for the eye.

with the physical expectation that increased SWCNT solvation
(quantified as a minimized AJp?) results in greater SWCNT
interaction with the solvent, indicated by an increased value of
—DiswenT/solvene This relationship is consistent among the four
PNES—SWCNT/solvent systems in this study and is in
agreement with the solvent Stark effect mechanism of
SWCNT solvatochromism. On the basis of these results, we
conclude that SWCNT solvatochromic shifts are determined
not only by solvent polarity, but also by the degree of SWCNT
solvation, and that the solvation is best correlated with the
dispersive Hansen solubility parameters (Adp”) of the SWCNT
and solvent.

B CONCLUSION

In conclusion, we have investigated the influence of solvent on
the SWCNT quantum yield and solvatochromic shifts in a wide
range of polar solvents. Our results indicate that the SWCNT
quantum vyield is affected by solvent polarity, as represented by
the dielectric constant (&yen;) and also by solvent electro-
philicity, quantified by the solvent acceptor number. Consid-
ering these two distinct solvent parameters, we propose two
separate mechanisms by which solvents with either relatively
high polarity or high electrophilic character may quench
SWCNT luminescence. Highly polar solvents may quench the
SWCNT quantum yield via dielectric screening of excitons by
solvent molecules, leading to exciton dissociation and enhanced
nonradiative recombination. In the case of electrophilic
solvents, the solvent molecules may perturb the SWCNT
electron structure by shifting electron density from the
nanotube surface, thus creating nonradiative recombination
sites, which also reduce the SWCNT quantum yield. The role
of solvent electrophilicity has not been explored previously, and
the results of this study underscore the need to further
investigate the effects of intrinsic solvent properties on
SWCNT quantum vyield. Our results also indicate that
SWCNT solvatochromic shifts are dependent not only on
solvent polarity but also on the degree of SWCNT solvation.
The nature of SWCNT solvation, and how solvent/SWCNT
interactions impact SWCNT absorptive and emissive solvato-
chromic shifts, has been little interrogated. The advent of highly
charged polymers such as PNES, which exfoliate and
individualize SWCNTs in multiple solvents via single-chain
helical wrapping that maintains a constant PNES—SWCNT
morphology regardless of the medium,” makes such
investigations now possible. Such insights into the environ-
mental dependence of SWCNT excitonic properties will
undoubtedly define important design considerations relevant
to the development of SWCNT-based electrooptic materials
and devices with particular importance for SWCNT applica-
tions in complex chemical environments, such as SWCNT
biosensing both in vivo and in vitro.*47

B MATERIALS AND METHODS
Preparation of PNES—SWCNT Suspensions. All manipulations

were carried out under nitrogen prepurified by passage through an O,
scrubbing tower (Schweizerhall R3-11 catalyst) and a drying tower
(Linde 3 A molecular sieves) unless otherwise noted. Standard
Schlenk techniques were employed to manipulate air-sensitive
solutions. All solvents utilized in this work were obtained from Fisher
Scientific (HPLC grade). HiPco (batch R0539) as-produced SWNTs
were obtained from Rice University and used without further
purification. 1,4,7,10,13-Pentaoxacyclopentadecane (15-crown-S) was
obtained from Aldrich and used as received. PNES—SWCNT
suspensions were prepared identically to the method reported
previously,” save for the modifications that (i) 15-crown-5 was
utilized as the phase transfer catalyst instead of the reported 18-crown-
6 and (ii) the preparative scale was doubled. In brief, a S mL solution
of ionic PNES (1.68 mg/mL, M, ~ 18.8 kDa, degree of polymerization
(DP) ~40, polydispersity index ~1.11) was sonicated with 4 mg of
HipCo (batch R0539) nanotubes in direct contact with a tip horn
sonicator (20 kHz) and centrifuged (70000g and 3 h for aqueous and
45000g and 1 h for organic solvent suspensions). The upper 60% of
the supernatant was collected. The preparation of an aqueous
suspension involves sonication for 3 h (I W/mL). Organic
suspensions were obtained by dissolving PNES in the desired solvent
with the phase transfer catalyst 15-crown-S (~10—20 mg/mlL;
sonication conditions were 1 h and 0.4 W/mL). PNES—SWCNT
suspensions were diluted to an OD of 0.5 for PLE by adding an
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appropriate amount of neat solvent. Added detail (including structural
characterization) can be found in an earlier paper.”®

PLE and Optical Absorbance Spectroscopies. PLE spectra
were obtained in a front-face configuration using a modified Fourier
transform infrared instrument (Nicolet FT960) with excitation
provided by a tungsten lamp coupled to a monochromator. Details
of the apparatus are presented elsewhere.”” Optical absorbance spectra
were obtained on a Cary 9600 UV—vis—NIR instrument.

B ASSOCIATED CONTENT

© Supporting Information

Structural and conformation characterization of PNES—
SWCNT, optical absorption spectra, further discussion of the
results, derivation of analytical expressions, additional descrip-
tion of the methods, and tabulated data. This material is
available free of charge via the Internet at http://pubs.acs.org/.
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