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ABSTRACT: Control over the thermal conductance from excited molecules into an external environment is essential for
the development of customized photothermal therapies and chemical processes. This control could be achieved through
molecule tuning of the chemical moieties in fullerene derivatives. For example, the thermal transport properties in the
fullerene derivatives indene-C60 monoadduct (ICMA), indene-C60 bisadduct (ICBA), [6,6]-phenyl C61 butyric acid methyl
ester (PCBM), [6,6]-phenyl C61 butyric acid butyl ester (PCBB), and [6,6]-phenyl C61 butyric acid octyl ester (PCBO)
could be tuned by choosing a functional group such that its intrinsic vibrational density of states bridge that of the parent
molecule and a liquid. However, this eﬀect has never been experimentally realized for molecular interfaces in liquid
suspensions. Using the pump−probe technique time domain thermotransmittance, we measure the vibrational relaxation
times of photoexcited fullerene derivatives in solutions and calculate an eﬀective thermal boundary conductance from the
opto-thermally excited molecule into the liquid. We relate the thermal boundary conductance to the vibrational modes of
the functional groups using density of states calculations from molecular dynamics. Our ﬁndings indicate that the
attachment of an ester group to a C60 molecule, such as in PCBM, PCBB, and PCBO, provides low-frequency modes which
facilitate thermal coupling with the liquid. This oﬀers a channel for heat ﬂow in addition to direct coupling between the
buckyball and the liquid. In contrast, the attachment of indene rings to C60 does not supply the same low-frequency modes
and, thus, does not generate the same enhancement in thermal boundary conductance. Understanding how chemical
functionalization of C60 aﬀects the vibrational thermal transport in molecule/liquid systems allows the thermal boundary
conductance to be manipulated and adapted for medical and chemical applications.
KEYWORDS: functionalized fullerene derivatives, thermal boundary conductance, molecule/liquid interfaces, vibrational bridging,
time domain thermotransmittance
ince their discovery in the 1980s,1 fullerenes and fullerene
derivatives have been studied for their superior structural,
chemical, and transport properties, leading to applications
in a range of ﬁelds including thermoelectric2−6 and photovoltaic7−12 devices, chemical storage and synthesis,13−16
medicine,15−19 and nanomechanical devices,20−22 to name a
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the vibrational density of states (VDOS) of an interfacial
molecular layer can be exploited to manipulate hK. More
speciﬁcally, when thermal transport in a molecule is diﬀusive,
chemical functionalization can be used to tailor the vibrational
modes available to conduct heat from one material to another.
The addition of molecules at interfaces can also serve to impact
the bonding environment, which ultimately aﬀects hK.48−54 At
solid/liquid interfaces, chemical bonding has been shown, both
experimentally55−58 and with molecular dynamics (MD)
simulations,59−61 to alter hK via the coupling of low-frequency
modes. The addition of an interfacial layer of molecules can aﬀect
the local VDOS near the interface, but thermal transport within
the molecule may still be ballistic. Contrastingly, as mentioned
above, we have demonstrated diﬀusive transport across the
molecular layers where the intrinsic vibrational properties of the
molecule provide a distinct channel for heat conduction.49 In this
regard, studies of mode coupling due to chemical moieties at
fullerene derivative/liquid interfaces have been limited to
simulations.36,37 Due to the results of these simulations36,37
and our previous work,49 we expect thermal transport in fullerene
derivatives to be diﬀusive (i.e., the vibrational modes in the
functional group are thermally activated) and hypothesize that hK
is dictated by the presence of speciﬁc low-frequency vibrational
modes.
In this work, we conduct transient absorption measurements
in dilute fullerene derivative solutions, measuring the relaxation
pathways with picosecond resolution. Based on the temporal
relaxation of the excited fullerenes, we determine hK between the
fullerene derivative molecules and the surrounding liquid, which,
for the various molecules studies here, range from ∼13 to 63 MW
m−2 K−1, depending on the structure and size of the functional
group. We show a strong correlation between the increase in
density of states of low-frequency vibrations in the fullerene
derivatives, which depends on the vibrational modes contributed
by the functional group, and the aforementioned increase in hK
across the fullerene derivative and the liquid. More speciﬁcally,
the presence and population of low-frequency modes in the
fullerene molecules (i.e., those below ∼6 THz) dictate the
conductance of vibrational energy into the surrounding liquid. In
this context, the phenyl-ester functional groups (which are
terminated with alkane chains) show a strong increase in hK with
increasing chain length, suggesting the evidence of diﬀusive
scattering in the functional moiety of these fullerene molecules.
Furthermore, consistent with previous simulations showing lowfrequency modes directly coupling to the liquid,36,37 our results
suggest the enhancement in low-frequency vibrations due to the
addition of functional groups increases the direct coupling of
vibrations from the molecules to the liquid environment, creating
an additional pathway for heat conduction across the fullerene/
liquid interface. Moreover, measurements on indene-functionalized fullerenes do not show an enhancement in hK compared to
a nonfunctionalized fullerene (C60). This can be attributed to the
fact that indene-functionalized fullerenes do not exhibit as large
of a low-frequency mode enhancement relative to bare C60 as
compared to the phenyl-ester moieties, which further supports
our conclusions regarding low-frequency mode coupling of the
molecules directly to the liquid as an additional pathway for heat
ﬂow.

few. Despite this potential, fullerenes have been far surpassed for
(electronic) device applications by their allotropic relatives,
carbon nanotubes and graphene, both of which can be found in
industrial products.23 The principal application of fullerenes has
been as an n-type semiconductor for organic photovoltaics
research, primarily employing the fullerene derivative [6,6]phenyl C61 butyric acid methyl ester (PCBM).7,8,10,11,24−27
Recently, it was discovered that PCBM displays an unparalleled,
ultralow thermal conductivity for a condensed solid, a remarkable
0.03−0.06 W m−1 K−1 at room temperature.28−30 This desirable
property provides an exciting trajectory for fullerene-based
materials, opening the door for thermal management and
thermal-based devices, e.g., thermoelectric materials, thermionics, and nanoscale thermal barrier coatings. The origin of
this enhancement of PCBM over bare C60 (factor of 2−3 lower
thermal conductivity) is thought to be due to the localization of
vibrational energy caused by the attachment of the functional
group.29−32 Thus, understanding the energetic relaxation
mechanisms in fullerene derivatives and across their interfaces
is of critical importance in order to understand the physical basis
underlying their thermal transport properties.
To better understand these thermal transport pathways, the
relaxation of photoexcited fullerenes and the resulting characterization of these relaxation processes and thermal transport
properties have been the focus of considerable research in the
past decade.29,30,32−37 The thermal transport processes in
fullerene derivatives, which here we deﬁne as C60 with molecular
functional groups, have received far less attention. The vibrations
contributing to the thermal transport properties of fullerenes
consist of predominantly localized modes (commonly referred to
as Einstein oscillations),38 which have been ascribed as the
primary mechanism responsible for the ultralow thermal
conductivities observed in fullerene and fullerene-derivative
thin ﬁlms.29−32
The interplay between these localized modes in energy
exchange with a liquid environment is the focus of this report;
speciﬁcally, we aim to answer the question: How do functional
groups alter the thermal relaxation of excited fullerene derivatives
into liquid surroundings? Understanding how fullerene derivative structures aﬀect the vibrational mode coupling across
molecular-based interfaces yields fundamental insight into the
energy transport mechanisms in fullerene derivatives. Furthermore, this study advances the physical insight into heat transport
across solid/liquid interfaces, elucidating the role of vibrational
states of functional groups that aﬀect thermal boundary
conductance (hK).
The vibrational coupling driving hK across solid/solid
interfaces has been extensively studied, and is inﬂuenced by the
material properties of the solids comprising the interface as well
as the interfacial properties.39 For example, hK has been
experimentally controlled via roughness,40−42 interfacial mixing,43,44 impurities,45−47 and chemical bonding.48−54 Most works
involving chemical bonding observe no relationship between the
characteristics of the molecule and the interfacial conductance,
suggesting that thermal transport in the molecule itself is ballistic.
We have previously shown that the addition of henicosaﬂuorododecyl-phosphonic acid (F21PA) molecules between various
metals and sapphire results in a 40% reduction in hK compared to
the addition of other phosphonic acid molecules and the same
interface without phosphonic acid molecules.49 In other words,
thermal transport across the F21PA molecules is not ballistic, and
the intrinsic vibrational properties of the molecule aﬀect hK. This
work suggests that there are cases in which the spectral features in

RESULTS AND DISCUSSION
We prepared solutions of C60, indene-C60 monoadduct (ICMA),
indene-C60 bisadduct (ICBA), [6,6]-phenyl C61 butyric acid
methyl ester (PCBM), [6,6]-phenyl C61 butyric acid butyl ester
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m−2 K−1) (ref 35). Thus, by ﬁtting an exponential decay to the inphase signal, we can resolve τ and calculate an eﬀective hK.
We observe a strong dependence of the ﬁrst time constant on
the structure and size of the functional group attached to the
buckyball. The relaxation rate of a bare buckyball (C60) was
determined to be 37 ± 8 ps, resulting in hK = 15 ± 5 MW m−2
K−1. The fullerene derivatives with rigid ring structures (indene
groups in ICMA and ICBA) relax similar to, or slightly slower
than, a bare buckyball, resulting in a similar hK; whereas the
ﬂexible chain structures, such as the ester groups in PCBM,
PCBB, and PCBO, relax more quickly with increasing chain
length resulting in hK as high as 63 ± 13 MW m−2 K−1, a 4-fold
increase compared to bare C60 (Figures 2 and S2a). The second

(PCBB), and [6,6]-phenyl C61 butyric acid octyl ester (PCBO)
in chlorobenzene and ortho-dichlorobenzene (ODCB) as
solvents at concentrations of 0.2 mM (Figure 1). At this

Figure 1. Samples in this study were 0.2 mM solutions composed of
one of six diﬀerent fullerene derivatives as the solute and one of two
organic liquids as the solvent. Fullerenes include bare C60, indenefunctionalized buckyballs indene-C60 monoadduct and bisadduct
(ICMA and ICBA), and phenyl-ester-functionalized buckyballs
[6,6]-phenyl C61 butyric acid methyl ester, butyl ester, and octyl
ester (PCBM, PCBB, and PCBO). Liquids include chlorobenzene
(CB) and ortho-dichlorobenzene (ODCB).

concentration, the fullerene molecules are monodispersed, yet
the concentration is high enough to absorb a detectable amount
of light for our pump−probe experiment (more discussion in the
Supporting Information). We measure the change in absorption
via the time domain thermotransmittance (TDTT) approach.35,62−64 Details on these preceding topics are given in
the Methods Section and the Supporting Information.
Example data from a TDTT measurement are shown in Figure
S1. The initial peak is the excitation of fullerene electrons due to
absorption of the pump pulse. Electrons equilibrate among
themselves in the ﬁrst few picoseconds (note, this is not
recombination, as recombination rates are on the order of
nanoseconds or longer).65−72 The following vibrational
relaxation (cooling) is the dominating eﬀect observed as the
decay of the TDTT signal for the next few hundred picoseconds.
This thermal relaxation rate has been measured experimentally
and computationally for higher order fullerenes and ranges from
∼10 to 200 ps with a strong dependence on functionalization.35−37
The diameter of a C60 molecule is ∼7.16 Å; for particles this
size dispersed in solution, the thermal relaxation is primarily
dictated by the conductance across the molecule/liquid interface,
which can be modeled as an exponential decay in time.63 We
normalize the in-phase signal at a time delay of 10 ps and ﬁt the
experimental data with a biexponential decay function:
f (t ) = A1 exp( −t /τ1) + A 2 exp(−t /τ2) + A3

Figure 2. Eﬀective thermal boundary conductance for each solution
calculated using the equation hK = C/A/τ. Blue squares represent
chlorobenzene solutions, green circles represent ortho-dichlorobenzene solutions, and the red triangle represents toluene solutions of
mixed higher order fullerenes from Huxtable et al. (ref 35).
Compared to C60 and other higher order fullerenes, indenefunctionalized buckyballs show no statistically signiﬁcant change in
thermal boundary conductance, while phenyl-ester-functionalized
buckyballs show an increase.

time constant, as shown in the Figure S2b, showed no statistically
signiﬁcant dependence on the functional group or solvent;
however, it varied inversely with the pump beam ﬂuence, as
would be expected for an electronic recombination process.72
Our measured vibrational relaxation times of bare C60 agree
with the measurements of higher order fullerene mixtures by
Huxtable et al.35 within uncertainty. We believe our experiments
have several distinct advantages of those of Huxtable et al. for
interpretation of the results in the context of speciﬁc mode
coupling across the fullerene/liquid interface. For one, their
samples consist of a mixture of C84, C78, and C76 molecules,
whereas our samples consist of pure (>97%) C60 derivatives,
allowing us to isolate the eﬀect that molecular functional groups
have on our measurements. Second, Huxtable et al. used a singlecolor (λ = 740−800 nm) pump−probe setup, while we use a twocolor (λpump = 400 nm, λprobe = 800 nm) setup, making it easy to
ﬁlter the pump and detect the probe signal. Lastly, fullerenes
absorb an order of magnitude more optical energy at 400 nm
compared to 800 nm,66,70 providing larger heating events and
thus increased signals due to increased pump absorption.
Our experimental measurements suggest that thermally active
vibrational modes in the phenyl-ester chains can enhance the
overall heat ﬂow from the fullerene derivative to the liquid. The
increase in the measured conductance vs length of the phenyl-

(1)

at times t > 10 ps, where the ﬁrst time constant is related to the
thermal relaxation rate and the second time constant is related to
the electronic recombination rate. An example of this ﬁt to the
data for PCBM in ODCB is shown in Figure S1. In the smallparticle limit, hK is given by35
hK =

rC /V
C /A
=
3τ
τ

(2)

where r is the radius of a C60 molecule, C/V is the volumetric heat
capacity, C/A is the areal heat capacity, and τ is the time constant
of the thermal decay. Noting that the heat capacity of C60 (ref 73)
can be approximated as that of graphite at room temperature,74
we use the areal heat capacity of graphene for C/A (5.6 × 10−4 J
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frequencies as compared to a bare buckyball. We focus our
discussion on the low-frequency range below 6 THz, as this
frequency range drives the majority of the thermal conductance
into the liquid at room temperature.35−37 As stated above, the
fullerene derivatives have less intense but broader peaks
compared to bare C60. Most notably, the fullerene derivatives
with ester groups (PCBM, PCBB, and PCBO) contain a broad
near-zero peak whose shoulder extends out to ∼3 THz. The
fullerene derivatives with indene groups (ICMA and ICBA) also
have distinct low-frequency peaks, albeit not nearly as broad as
the ester-functionalized fullerenes. ICMA has a peak near 1.3
THz, while ICBA has two peaks near 1.2 and 1.4 THz. These
diﬀerences can be explained by structural and chemical
diﬀerences. The indene functional groups are more rigid due
to the presence of stronger, shorter, double bonds and limited in
their motion due to the bicyclic structure. In comparison to
molecules with weaker, longer, and single bonds, as found in the
ﬂaccid ester moiety, the rigidity of the indene functional group
results in higher frequency vibrations. This, being the most
notable diﬀerence between the VDOS of the diﬀerent classes of
fullerene derivatives (ring vs soft chain structures), suggests that
the presence, or lack thereof, of these low-frequency vibrational
modes plays a major role in determining the thermal transport
eﬃciency from the fullerene molecule into the surrounding
liquid. Again, the liquid supports heat conducting vibrational
modes at frequencies below ∼5 THz characterized by a broad
near-zero peak in the VDOS.35,62,77 Therefore, the vibrational
modes in this range are expected to eﬃciently couple between
the fullerene molecule and the liquid.
To quantify the role that these low-frequency modes play on
thermal conductance, we calculate the accumulative internal
energy and heat capacity that are given by

ester chain points to the underlying diﬀusive vibrational thermal
transport mechanisms in the functional moiety. Speciﬁcally,
scattering and thermalization of the vibrational modes increases
the conductance due to the increased VDOS of low-frequency
vibrations with increasing chain length. Note, we would not
expect a length dependence in the measured conductance if heat
ﬂow in the phenyl-ester chains was predominantly ballistic.
To test our hypothesis regarding the diﬀusive nature of
thermal transport in fullerene derivatives and gain more insight
into the vibrational mode coupling of functionalized fullerenes
with liquids, we turn to MD simulations to calculate the VDOS of
each fullerene derivative molecule, along with liquid toluene as a
representative benzene-based liquid. Details of these simulations
and calculations are described in the Methods section. We only
simulate liquid toluene for this work due to its established
potential75 and simulations procedures in previous works;
furthermore, toluene has been used by Huxtable et al.35 to
study fullerene suspensions. The VDOS of chloro- and
dichlorobenzene are expected to be similar to that of toluene
which has a broad low-frequency peak that extends to ∼5 THz. In
fact, due to the increased mass of chloro- and dichlorobenzene
relative to toluene, we expect the vibrational states to be shifted
to lower frequencies, which further supports our conclusion
regarding low-frequency coupling, found below.
A comparison of the VDOS of each of the fullerene derivatives
and the liquid is shown in Figure 3. The gray dotted line denotes
the maximum frequency of thermally activated modes at room
temperature (estimated as ν300 K = kBT/h).76 In general,
functionalizing C60 creates an increase in the VDOS at low

αU (νcutoff ) =

∫0

νcutoff

hνD(ν)fBE dν

(3)

and
αC(νcutoff ) =

∫0

νcutoff

hνD(ν)

∂fBE
∂T

dν

(4)

respectively, where νcutoff is the upper limit of the integral over
linear frequency of which the accumulation is a function, hν is the
energy of a given vibration using Planck’s constant, and ∂f BE/∂T
is the temperature derivative of the Bose−Einstein distribution.
For eqs 3 and 4, D(ν) is the unoccupied density of states, which
we calculate by dividing the MD derived VDOS by the Maxwell−
Boltzmann distribution. The internal energy of the molecule is
related to the interfacial transmission coeﬃcient, and the heat
capacity is proportional to the intrinsic conductance of the
molecule.78,79 These functions are plotted in Figure 4a,b. The
VDOS of the liquid is also plotted to highlight the importance of
the low-frequency modes. We observe a substantial diﬀerence in
the energy and heat capacity contained in the near-zero
frequency modes of the phenyl-ester fullerenes and the ∼1.3
THz modes of the indene fullerenes. Furthermore, the lack of
energy-storing modes in bare C60 below 5 THz is particularly
notable. The accumulation functions for the phenyl-ester
fullerenes begin to separate from each other around 2.5 THz
in order of chain length, as might be expected. The accumulation
functions of the indene fullerenes separate almost immediately
due to the diﬀerence in the VDOS peaks around 1.3 THz. Above
5 THz we observe trends in the functionalized fullerenes that
parallels the trends in bare C60.

Figure 3. VDOS at room temperature calculated using MD for (a)
liquid toluene (black) and C60 (red), (b) ICMA (navy) and ICBA
(orange), and (c) PCBM (pink), PCBB (blue), and PCBO (green).
The gray dotted line denotes the maximum frequency of thermally
activated modes at room temperature ν300 K = kBT/h.76 Simulations
of bulk liquid toluene were assumed as a representative benzenebased liquid due to its well ascribed simulation parameters in
previous works (see Methods section).
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Qualitatively similar results were observed in the computational works by Kim et al.36 and Shenogin et al.37 Both extensively
studied the eﬀects of functionalization on thermal relaxation of
C60 in liquid water and octane, respectively. Shenogin et al.
analyzed the role of functionalizing alkane chain length and
observed a decrease in thermal relaxation time (or an increase in
conductance) with an increase in length.37 Furthermore, the
relaxation time is length independent beyond 10 CH2 segments,
which was supported by the nearly constant steady-state
temperature of the chain beyond the 10th segment.37 Alkane
chains are qualitatively similar in their structure to the ester
moieties in PCBM, PCBB, and PCBO. We observe the expected
qualitatively similar trends in hK from our experiments.

CONCLUSIONS
Based on our accumulative internal energy and heat capacity
calculations, we infer that the majority of diﬀerences in
vibrational mode coupling between the fullerene molecules and
the liquid occur at low frequencies (below ∼1.5−2 THz), where
there are large number of vibrational states occupied in PCBM,
PCBB, and PCBO but less so in ICMA, ICBA, and C60. Thus, to
enhance the heat transfer from a fullerene molecule to a liquid,
functional groups with soft hydrocarbon chains should be used to
populate this low-frequency regime with vibrational modes. Our
ﬁndings suggest that the functional groups can directly couple
energy to the liquid as a parallel path of heat conduction beyond
the low-frequency vibrational modes in the buckyball itself. We
are aware of only one other experimental work where the
intrinsic vibrational properties of an interfacial molecular layer
aﬀect the total heat ﬂow across interfaces.49
While we acknowledge that there is evidence of nonequilibrium between vibrational modes in the fullerene
molecule,35−37,56,57,59,60 we limit our analysis to the determination of a single relaxation rate based on our experimental
measurements. We do not attempt to make additional
assumptions to deconvolve physical processes that could be
occurring beyond the resolution of our experiments. Our
experimental results clearly demonstrate that the fullerene
derivative/liquid heat transfer rate is largely dictated by the
low-frequency vibrational modes of the fullerene molecule that
overlap with those of the liquid. The eﬀective hK that results from
this simple analysis lies in the broad applicability of this advance
in interfacial physics. For example, knowing the energy exchange
regardless of the vibrational mode is essential knowledge for
designing photothermal medical techniques and electronic or
photovoltaic components. We have experimentally demonstrated a method for enhancing hK between a buckyball and a liquid
4-fold (from ∼13 to 63 MW m−2 K−1) based on chemical
functionalization with soft chain-like groups, in which the
addition of the molecular groups changes the vibrational nature
of the molecule and therefore enhances hK. We note that nearly
all previous works measuring hK across functionalized interfaces
have never observed the intrinsic vibrational properties of the
molecular layer to aﬀect heat ﬂow. Rather, trends in hK have been
attributed to changes in bond energies driven by head- and tailgroup interactions at the contacts. In fact, previous works have
shown that heat ﬂow through interfacial molecules is primarily
ballistic. Our results demonstrate that the intrinsic vibrational
modes of molecules at an interface can in fact lead to an increase
in hK due to a change in the overlap of the VDOS of the two
materials comprising the interface. We note that all of our
experiments were performed at room temperature; future studies
should consider temperature-dependent measurements to gain

Figure 4. Accumulative energies and accumulative heat capacities as
functions of linear frequency are plotted in (a) and (b), respectively,
which include C60 (red), ICMA (navy), ICBA (orange), PCBM
(pink), PCBB (blue), and PCBO (green). These correspond to the
left y-axes. The VDOS of the liquid is plotted in black in both panels
and corresponds to the right y-axes. Simulations of bulk liquid
toluene were assumed as a representative benzene-based liquid due
to its well ascribed simulation parameters in previous works (see
Methods section).

To expand upon the above discussion, fullerene molecules
interact with the surrounding liquid via van der Waals
forces,35−37 which are typically associated with lower frequency
vibrations in solids. Similarly, liquid molecules interact with each
other through vibrations in this same low-frequency regime.35−37
Therefore, coupling from the fullerene molecule to the liquid
occurs through these low-frequency modes.35−37 Thus, we
expect thermal transport between the liquid and the fullerene to
occur via the vibrational modes with frequencies within the ﬁrst 5
THz, where the broad peak in the liquid VODS lies. Since there
are a small number of low-frequency modes in C60, there is a
small amount of overlap between the low-frequency VDOS of
the liquid and C60, which results in a lower hK as compared to
functionalized C60 molecules. The functionalized fullerenes with
the soft chain structures (PCBM, PCBB, PCBO) have a higher
density of low-frequency modes that can couple well with the
liquid and, thus, have a higher hK. While we expect a shift in the
VDOS toward lower frequencies with an increase in molecular
mass (i.e., adding any molecule to C60 will create vibrations at
lower frequencies), we do not observe the same eﬀect for ICMA
and ICBA, indicating that a shift in the vibrational modes due to a
mass increase in the molecule is not the mechanism driving the
increase in mode coupling across the fullerene/liquid interface.
We therefore conclude that the increase in hK in the soft chain
fullerene derivatives as compared to the ring structures (or bare
C60) is due to the speciﬁc modes of vibrations intrinsic to the
addition of the soft chain-like groups attached to PCBM, PCBB,
and PCBO.
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additional insight into the eﬀects of vibrational spectra on
thermal boundary conductance.
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Preparation of Solutions. Our solutions were composed of six
diﬀerent solutes, which were purchased from Sigma-Aldrich in powder
form, and chlorobenzene and ortho-dichlorobenzene (ODCB) as
solvents (Figure 1). The thermal conductivities of the solvents are
both ∼0.125 W m−1 K−1 (ref 80). Solutes included C60, indene-C60
monoadduct (ICMA), indene-C60 bisadduct (ICBA), [6,6]-phenyl C61
butyric acid methyl ester PCBM, [6,6]-phenyl C61 butyric acid butyl
ester (PCBB), and [6,6]-phenyl C61 butyric acid octyl ester (PCBO). All
solutions were prepared at concentrations of 0.2 mM, at which we can
assume monodispersity; that is, no aggregates are formed. We used an
optically transparent solvent to make dilute fullerene solutions ensuring
that our experiment is most sensitive to the transient absorption of
singular fullerene molecules.
Time Domain Thermotransmittance. We monitor the change in
absorption via a time domain thermotransmittance (TDTT) approach.
Details about these thermometry experiments are described elsewhere.35,62,63,81−83 In short, subpicosecond pulses emanating from a
mode-locked Ti:sapphire laser at 80 MHz and spectrally centered at 800
nm are split into pump and probe paths, which are delayed temporally
with respect to each other up to 5.5 ns using a mechanical delay stage,
allowing for the time-domain measurements. The pulse train of the
pump beam is further modulated at 8.8 MHz by an electro-optical
modulator, creating a modulated heating event from the absorbed pulse
energy by the fullerenes. Following modulation, the pump beam is
frequency doubled to 400 nm. The change in transmissivity of the probe
beam at the frequency of the modulated heating event is monitored
using a lock-in ampliﬁer. Typical incident beam powers and spot
diameters are 30 mW at 40 μm and 15 mW at 25 μm for the pump and
probe, respectively. To summarize, we observe the excitation of
fullerene molecules in solution due to the absorption of photons from
pump pulses followed by their relaxation for up to 5.5 ns after excitation.
Molecular Dynamics Simulations. To gain insight into the eﬀect
of functional groups on the relative spectrum of vibrational frequencies
of an isolated C60 molecule, we implemented classical MD simulations
using the LAMMPS package.84 The fullerene molecules (shown in
Figure 1) were constructed in Avogadro software, and an energy
minimization scheme was implemented to determine the quasiequilibrium positions of the atoms.85 The generated molecules were
then imported into LAMMPS and the interatomic potentials were
deﬁned by the charge-optimized many-body (COMB) potential.86
Initially, the molecules were heated to 300 K under the Nose−Hoover
thermostat87 (that is the NVT integration with the number of atoms,
volume, and temperature of the simulation held constant) followed by
the NPT integration (which is the isothermal−isobaric ensemble with
the number of particles, pressure, and temperature held constant) for a
total of 2 ns using a time step of 0.1 fs at 0 bar pressure. After
equilibration, the thermostat and barostat are removed, and an NVE
scheme (number of particles, volume, and energy of the system held
constant) is implemented, during which the velocities of all atoms were
recorded every 10 time steps to construct velocity ﬂuctuation time series
for a total of 3 × 105 time steps. These time series are then used to obtain
the local VDOS (VDOS) for the fullerene molecules; the details of the
process for calculating the VDOS are given in the Supporting
Information and in the literature.88 To calculate the VDOS for liquid
toluene, we construct a computational domain of size 50 Å × 50 Å × 50
Å at a density of 867 kg m−3. The intermolecular interactions are deﬁned
by the AIREBO potential.75
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