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ABSTRACT A family of triarylamine—fullerene conjugates has been synthe-
sized and shown to self-assemble upon light stimulation in chlorinated solvents.
This light-induced process primarily involves excitation of triarylamine derivatives,
which then oxidize and stack with their neutral counterparts to form charge
transfer complexes in the form of p-conducting channels, while fullerenes are

Y

consequently enforced in coaxial n-conducting columnar arrangements. These supramolecular heterojunctions can be organized over very long distances in

micrometric fibers when a controlled amount of photons is provided from a white light source to initiate the process. Surprisingly, when sunlight or UV light

is used instead, the nanostructuration leads to monodisperse spherical objects due to the nature of the nucleation—growth process involved in the stacks

formation. This control over the supramolecular morphology of organic self-assemblies using the nature of light is of general interest for the design of

functional responsive materials.
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ontrol over nano- and microstruc-

turation of supramolecular polymers

and self-assemblies is of high impor-
tance for theirimplementation as functional
materials."~* From a fundamental point of
view, self-assembly triggered and con-
trolled by noninvasive light stimulation is
of interest to understand and to make use of
structure/function relationships at various
length scales of organization. Aggregated
systems in which structural (size, shape) and
functional (conductivity, wettability, perme-
ability) properties can be changed by light
are of high potential for applications, going
from optics and electronics to diagno-
stics and therapeutics. In particular, light-
responsive materials are currently inten-
sively studied in the fields of polymer
science®’ and of organic supramolecular
chemistry®™"" by taking advantage of
photoisomerizable units such as azoben-
zene. With the use of totally different
mechanisms based on nucleation/growth
processes, variations of light intensity or
wavelength can also modulate the shape
and properties of inorganic nanoparticles.'*'®
However, to the best of our knowledge,
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such light-controlled nucleation/growth
mechanisms have not yet been described
for tuning the hierarchical organization of
purely organic supramolecular structures.
Here we show the possibility to produce
such light-controlled self-assemblies using
triarylamine—fullerene  conjugates. This
proof of concept using donor—acceptor
molecules is of general interest because
the precise ordering of photo- and electro-
active molecules in devices such as organic
field effect transistors (OFETs), organic light
emitting diodes (OLEDs), and organic
photovoltaic devices (OPVs) can signi-
ficantly enhance their efficiency.'®'” For
instance, in order to improve the dissocia-
tion of excitons and to reduce the recombi-
nation of charge carriers in solar cells, one
can take advantage of very specific mor-
phologies of the active layer involving
supramolecular heterojunctions. This type
of architecture with long-range ordering
involves the columnar arrangement of
well-separated electron donor and acceptor
domains in the low nm range. In this con-
figuration with coaxial hole and electron
transporting channels, charges can migrate
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to the electrodes with minimal recombination losses
compared to bulk heterojunctions for instance.'® 2
Such supramolecular heterojunctions often include
fullerene derivatives®® as n-type channel for electron
transport and for instance porphyrin or coronene as
p-type channel for hole transport.'®'* These latter also
often serve as supramolecular structuring units by
enforcing the stacking of columnar aggregates. How-
ever, and although several triarylamine—fullerene con-
jugates have been reported in the literature and show
very promising ambipolar characteristics,>* 34 the self-
assembly of these derivatives into supramolecular
heterojunctions has never been achieved, probably
because triarylamines themselves were not known to
produce any type of supramolecular organization.3>~3°
Recently we have discovered that, by introducing
appropriate lateral groups in triarylamine derivatives,
it becomes possible to trigger their supramolecular
polymerization in columnar systems*®~** showing
outstanding hole conduction properties with optical,
magnetic, and electronic behavior of metallic
materials.**** Light-triggered self-assembled triaryl-
amines were subsequently used for the first time in
OPVs by the group of Kumar with enhanced photo-
voltaic efficiency®® and exceptional theoretical mobil-
ities as high as 12 cm? V™' s™' were recently deter-
mined by the group of Sanvito.*”*® We have shown in
one of our recent study that the detailed mechanism of
this supramolecular polymerization in chlorinated sol-
vents is very complex,*? but it can be summarized as
follows (Figure 1): (i) oxidation upon light-activation of
a catalytic quantity of triarylamines to their radical
cations, with concomitant reduction of the chlorinated
solvent producing chloride counterions; (ii) formation
(above a critical concentration) of a nucleus in a
columnar arrangement involving hydrogen bonds;
(iii) stacking of neutral triarylamines onto the nucleus
and subsequent growth of the primary fibril; (iv) lateral
secondary aggregations of fibrils by van der Waals
forces to reach larger bundles of fibers. We will show
hereafter that this mechanism is mainly retained even
in the presence of larger substituents on the triaryal-
mine core as it is the case for molecules 1—4 of this
study (Figure 2).

RESULTS AND DICUSSION

Synthesis and Characterization of Triarylamine—Fullerene
Conjugates. The synthetic pathway to connect the dif-
ferent components of conjugates 1—3 (Figure 2) was
based on two cycloaddition reactions: a copper(l)-
catalyzed Huisgen alkyne—azide 1,3-dipolar cycload-
dition*®*° between the triarylamine unit and the
oligo(p-phenyleneethynylene) OPE linker followed
by a 1,3-dipolar cycloaddition of azomethine ylide
to fullerene.®? Both reactions are known to be
highly regioselective and to proceed with good
yields. Concerning bis-fullerene 4, only the 1,3-dipolar
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Figure 1. Schematic representation of the light-activated
supramolecular polymerization of a triarylamine unit in
chloroform, and its corresponding fiber structure imaged
by AFM.*°

Figure 2. Chemical structures of donor—acceptor triarylamine—
Ceo CcOnjugates 1—4.

cycloaddition of azomethine ylide was envisioned
between a bis-aldehyde triarylamine derivative and
Cep Units.

Synthesis of Conjugates 1—3. The starting point for
building up the three conjugates 1—3 was triarylamine
5 recently reported by our group (Scheme 1).* First,
chloride derivative 5 was converted to azide 6 in the
presence of sodium azide in dimethylformamide
(DMF) with 91% vyield after purification. Asymmetric
OPE derivatives 8 and 9 were synthesized in 6 and 11
steps, respectively, from commercially available com-
pounds and using a combination of iterative Sonoga-
shira reactions and protecting groups manipulation.>
Copper(l)-catalyzed Huisgen alkyne—azide 1,3-dipolar
cycloaddition reactions (CUAAC) were then carried out
between azide 6 and commercially available 4-ethy-
nylbenzaldehyde or alkynes 8 or 9 to yield triazole
adducts 7, 10, and 11, respectively. Compounds 7 and
10 were synthesized in 91% and 64% vyield, respec-
tively, using copper iodide and triethylamine in tetra-
hydrofuran (THF) at room temperature. For the highly
conjugated alkyne 9, experimental conditions had
to be modified to Cu(CHs;CN)4PFs as catalyst and
2,6-lutidine as a base to yield compound 12 in good
yield (65%). Prato 1,3-cycloadditions between Cgo and
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Scheme 1. Synthetic pathways for compounds 1—4.

aldehyde derivatives 7, 10, and 11 were finally per-
formed under classical conditions (N-octylglycine, to-
luene, reflux) to reach fulleropyrrolidine derivatives 1
(67%), 2 (66%), and 3 (75%) in good yields.

Synthesis of Conjugate 4. First, hydrogenolysis of al-
ready synthesized compound 12*° was carried out
with Pd/C to yield product 13 (95%). The resulting
phenol moieties were then alkylated with commer-
cially available 4-(2-bromoethoxy)benzaldehyde and
K,CO3 in DMF at 100 °C to provide derivative 14 in 63%
yield. Finally, Prato 1,3-cycloaddition between dialde-
hyde 14 and Cq, in 1,2-dichlorobenzene at 150 °C for
26 h induces the formation of pyrrolidine moieties,
which bear both an asymmetric center, leading to one
meso isomer, and two inseparable enantiomers. How-
ever, after purification, only one of the two expected
triarylamine—Cgo conjugates was isolated in 25% yield,
and the second one was inseparable from the other
side-products.

Characterization of Compounds 1—4. Compounds 1—4
have been characterized by "H NMR, > C NMR, FTIR and
ESI/MALDI-TOF mass spectra (see Materials and Meth-
ods section). Considering compound 1 as a represen-
tative example, its "H NMR spectrum in CDCl; shows all
the expected resonance signals for the N—CH, full-
eropyrrolidine group (Hy, two multiplets, 3.29—3.19
and 2.63—2.54 ppm) and the pyrrolidine hydrogens
(H,H,, two doublets, 5.12 and 4.14 ppm, 3/ = 9.5 Hz; one
singlet, 5.10 ppm), which are in good agreement
with other reported N-alkylfulleropyrrolidine deriva-
tives.>>>® Furthermore, all '3C spectra of derivatives
1—4 displayed the characteristic signals that corre-
spond to both methyne and methylene carbon atoms
of the pyrrolidine ring between 6 = 83 and 67 ppm.
Finally, FTIR spectra lacked the aldehyde band around
1700 cm ™" and mass spectra confirmed the presence
of the desired final compounds.
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UV—vis—NIR absorption spectra of compounds
1—4 (Figure 3a) and of references 6, S6, S11, and
S14 (see Supporting Information Figure S4) were also
recorded in toluene, a solvent which does not induce
the formation of stable triarylammonium radical cation
upon light irradiation (conversely to chloroform). We
found that, below 450 nm, all reference compounds
(6, S6, S11, and S14) absorb light, whereas above this
wavelength, only Cso derivative S14 does. Regarding
the Cgo—TAA conjugates, the electronic absorption
spectra of 1 and 4 correspond well to the sum of their
reference components 6 and S14 demonstrating that
no significant electronic interaction exists between the
triarylamine and the fullerene moieties (Supporting
Information Figure S4a,d). However, for 2 and 3,
although the shapes of both experimental and
summed profiles match, differences were observed
for the relative intensities of OPE r—s* bands which
increase with OPE length, suggesting some degree of
perturbation of the OPE transitions (Supporting Infor-
mation Figure S4b,c).>’

Similarly, fluorescence spectra of compounds 1—4
and their reference compounds 6, $6, S11, and S14
in toluene were recorded upon excitation at both
310 and 532 nm, which correspond to the maximum
of absorptions of the triarylamine and Cgo moieties,
respectively (Figures 3b and S7 in Supporting
Information). Upon excitation at 310 nm, a dramatic
quenching of the triarylamine fluorescence contribu-
tion (Aem 395 Nm) was observed for compounds 1
and 4 compared to 6 under identical experimental
conditions and matching optical intensity (Figure 4b).
This observation might suggest an intramolecular
charge-transfer from the triarylamine donor to the
fullerene acceptor upon photoexcitation, a result in
agreement with the literature®®?*® and in coherence
with DFT calculations (vide infra). For compound 2,
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Figure 3. (@) UV—vis—NIR absorption spectra of com-
pounds 1—4 in toluene with [1—4] = 0.01 mM. (b) Fluores-
cence spectra recorded upon excitation at 310 nm for
compounds 1—4, 6, S6, S11 and S14.

quenching of both triarylamine and medium-length
OPE fluorescence contributions was observed. How-
ever, for 3, an enhancement of fluorescence corre-
sponding to the long OPE linker occurrs, in addition to
the quenching of the emission signal from the triar-
ylamine moiety. When compared to S11, this observa-
tion suggests an energy transfer from the triarylamine
to the OPE moiety. Upon excitation at 532 nm, the
fluorescence of the fullerene unit was not noticeably
quenched for compounds 1—3 compared to fullero-
pyrrolidine reference S14 (Supporting Information
Figure S7).

Light Irradiation Experiments in Chloroform. On the basis
of our original work on light-triggered self-assembly of
triarylamines in chlorinated solvents,*®~*3 we then stud-
ied the possible self-assembly of our new derivatives
upon light irradiation by "H NMR, optical spectroscopies,
and microscopies. In particular, considering that the self-
assembly process relies on the formation of a nucleus
made of triarylammonium radical cations generated
in situ,**> we were wondering if the use of sources of
light which differs by their quantity of photons would
influence the structuration of our self-assemblies.

White Light Irradiation Experiments. 'H NMR.
Photoirradiation experiments with white light have
been first followed by 'H NMR, as disappearance of
some NMR signals is indicative of a possible self-
assembly process (Figure 4). As a representative
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Figure 4. Typical "HNMR spectra of 1 obtained immediately
after purification (a), after 4 min exposure to visible light
(halogen lamp, 10 W-cm~2) (b), and after subsequent
heating for 22 h at 60 °C in the dark (c).

example, irradiation of a solution of 1 in CDCl; with a
20 W halogen lamp (power density of 10 W-cm ™) for 4
min induces the disappearance of several resonances
from the spectrum (highlighted in red in Figure 4),
namely the triarylamine core protons (Hc, Hp), the
benzylic CH, protons (Hg), the NH proton (Hg) and
the acetamide protons (Hg).

Interestingly, the process was shown to be mostly
reversible by simply heating the chloroform solution of
1 at 60 °C for 22 h, as illustrated by the reappearance of
protons Hg-H (Figure 4c). This light-induced process is
identical to the one observed originally for compound
5 in chlorinated solvents and is in agreement with our
previous studies, revealing a strong anisotropic stack-
ing and radical delocalization occurring through the
supramolecular wires.**~***> The same observations
were also noticed for compounds 2—4 after photo-
irradiation and subsequent heating process (Sup-
porting Information Figures S1—S3).

Optical Spectroscopies. To confirm the presence of
the cationic radical, chloroform solutions of 1-4
(0.1 mM) were studied by UV—vis—NIR spectroscopy
at room temperature as a function of photoirradiation
(Figures 5a,b, Supporting Information S5 and S6a—c).
As a representative example, white light irradiation of a
solution of 1 for few minutes resulted in the appear-
ance of an absorption band at Ama., = 785 nm asso-
ciated with the presence of triarylammonium radical
cations 1®" arising from the photooxidation of the
triarylamine moiety.**~*3%8% When plotting the ab-
sorbance intensity of the radical at 785 nm as a
function of the light-irradiation time for solutions of
1—4, a first increase in the absorbance followed by a
slow decrease until reaching a plateau after ~40 min of
irradiation is observed.

It is also evidenced that the higher the number of
chromophore units per molecule (3 > 2 > 1), the lower
the maximum of absorbance reached at 785 nm is.
This observation is well correlated with the increasing
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Figure 5. (a) Vis—NIR absorption spectra for compound 1 in chloroform as a function of irradiation time, [1] = 0.1 mM.
(b) Irradiation kinetic experiment plotted from NIR absorption at 785 nm for 0.1 mM solutions of compounds 1—4.
(c) Evolution of the fluorescence spectra of a chloroform solution of compound 1 upon excitation at 400 nm and as a
function of irradiation with a halogen lamp, [1] ~ 10~> mM.

Side View

Top View

Figure 6. (a and b) TEM micrographs obtained from a chloroform solution of 1 ([1] = 0.1 mM) drop-casted onto a carbon-
coated copper grid after different irradiation time with white light (scale bars: (a) 1 um, (b) 200 nm). (c and d) AFM images of
the self-assembled structures obtained from a solution of 1 irradiated with white-light for 15 min and further spin coated onto
a mica surface (scale bars: (c) 2 um, (d) 150 nm). (e) AFM imaging of an individual ribbon comprising parallel individual fibers
(scale bar: 20 nm). (f) Molecular modeling of the triarylamine stacks made of 1; the calculated distance between extremities of
the fullerene units was determined as ~4 nm.

energy transfer toward the OPE linker (vide supra), absorption bands centered on ~400 and ~460 nm and
which thus reduces the number of triarylamine moi- which continuously increase during light-irradiation
eties in the excited state available for photooxidation experiments are in agreement with the formation of
with chloroform.>® For compound 1 in particular, other stacks of triarylamines, as already reported by our
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group.*®~*3%5 Additional fluorescence experiments on
this particular molecule support this conclusion as a
broad structure-less emission band from 400 to
700 nm increases with time of irradiation (Figure 5¢).*

Microscopies. The effect of the photoirradiation on
the self-assembly process was followed by TEM and
AFM microscopies. Before any irradiation, TEM micro-
graphs of chloroform solutions of 1—4 (0.1 mM)
showed only large area of organic matter with no
structuration. These solutions were then continuously
irradiated with a halogen lamp (power density of
10 W-cm™2) and, at precise time points, aliquots were
drop-casted on TEM grids. After few minutes of irradia-
tion, polydisperse objects were observed for 2—4 and
no main evolution of the morphology was noticed with
prolonged irradiation time (Supporting Information
Figure S10). However, for 1, after 15 min of irradiation,
large areas of gel-like structures composed of en-
tangled nanoribbons were discovered (Figure 6a). In-
creasing resolution shows that these ribbons are
themselves composed of internally packed longitudi-
nal fibers (Figures 6b and S9 in Supporting Infor-
mation). AFM imaging of a 0.1 mM solution of 1
irradiated with white light for 15 min and then drop-
casted on a mica surface confirmed the presence of
these bundles of packed fibers (Figure 6¢c—e). By scan-
ning the inside of the fibers using high resolution AFM,
and by taking into consideration the convolution by
the AFM tip, one can measure the diameter of a single
fiber with a dimension of 4.9 4+ 0.6 nm, which is in
agreement with a monodimensional stack of triaryl-
amines as determined by molecular modeling and
showing a stable supramolecular heterojunction con-
figuration (Figure 6e,f). Wide-angle X-ray scattering
experiment confirmed this one-dimensional ordering
of the molecules with large peaks at 1.38 and 2.01 A™",
which correspond to distances between nitrogen cen-
ters of adjacent triarylamines of 4.54 A and aryl n—x
stacking distances of 3.13 A, respectively, as already
observed for similar triarylamine derivatives (Sup-
porting Information Figure $12).4>4°

UV Light Irradiation Experiments. In the course of
our study, we noticed that chloroform solutions of
1 became turbid when irradiated with sunlight instead
of a halogen lamp. Considering the self-assembly
mechanism of triarylamine derivatives,** we postu-
lated that this effect would come from the presence
of a higher quantity of UV photons in sunlight and we
subsequently probed this assumption.

UV—Vis—NIR Spectroscopy. To study the effect of
UV light on the system, vis—NIR kinetic experiments
were performed on a 0.1 mM chloroform solution of
compound 1 irradiated with a 6 W 365 nm—light lamp
(power density of 1 mW-cm™?) (Supporting Informa-
tion Figure S6d). Interestingly, an irradiation during less
than 2 min resulted in the appearance of the absorp-
tion band at 785 nm but with five times more radicals

BUSSERON ET AL.

a) o6-
— A Sun
€051 % e UVLlamp
5 oo = Visible Lamp
© 0,4
':/ A L4
§ 0,3 .
m .
302- ah " " omom - .
8 n °
2 011m A ¢ .
L ]
[ ]
0,048 °
0 10 20 30 40 50 60
Time of irradiation (min)
b) 40 . . . .
0.6'nm

30}
o
S 1533 nm
2 20t
(72}
C
o
£ 10}

ot = - : oo
0,1 1 10 100 1000 10000

Radius (nm)

Figure 7. (a) Comparison of the evolution of the absorbance
at 785 nm, as a function of time of irradiation with a halogen
20 W power lamp (M), sun (a), and a 6 W UV lamp (®) for an
initial 0.1 mM solution of 1 in chloroform. (b) Hydrodynamic
radii distributions observed for compound 1 ([1]=0.1 mMin
CHCI; at T = 25 °C and 6 = 173°) before irradiation (black
dashed line) and after 15 min sunlight irradiation (red line).

than with the visible light irradiation on the same time
scale (Figure 7a). Further irradiation induced a strong
decrease of this band until reaching a plateau at a
lower absorption value compared to visible light. This
experiment suggests that UV light irradiation gener-
ates a higher number of radicals and therefore of nuclei
necessary to prime the self-assembly process com-
pared to white light.*? Indeed, as radical cations can
only be reduced in stacks at their extremities,* the
strong decrease of the absorbance band at 785 nm
indicates that more extremities are accessible com-
pared to white light and therefore that a higher
number of nuclei is produced. A similar observation
was made when using sunlight instead of a UV lamp
(Figure 7a). This is in full agreement with our theoreti-
cal model of the triarylamine self-assembly involving
nucleation—growth phenomena and in which the size
of the stacked objects is related to the initial intensity
of the light.*?

Light Scattering. To determine the size of the ob-
jects formed in solution with either sunlight or 365 nm
UV light, dynamic light scattering measurements were
carried out on a chloroform solution of compound 1 at
the same concentration than used for optical spectros-
copy experiments (Figures 7b and S11d in Supporting
Information). A reproducible monodiperse distribution
with a mean radius of 1.5 um was measured after
sunlight/UV irradiation, whereas no aggregates were
detected before. Chloroform solutions of 2 and 3 also
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(c)

(d)

Figure 8. (a and b) SEM images obtained from a chloroform solution of 1 ([1] = 0.1 mM) irradiated time for 1 h with sunlight
and drop-casted onto a silicon wafer (scale bars: (a) 10 um, (b) 1 um). (c—e) AFM images of the self-assembled structures
obtained from a UV-light irradiated solution of 1 and spin coated onto a mica surface (scale bars: (c) 1 um, (d) 10 nm, (e) 2 um).
(f) Molecular modeling of the triarylamine stacks made of 1; the calculated distance between extremities of the fullerene units

was determined as ~4 nm.

showed the formation of aggregates with respective
mean radius of 570 and 457 nm upon UV irradiation
(Supporting Information Figures S11a,b). Surprisingly,
whereas compound 4 did not lead to well-defined
objects using white light irradiation, DLS experiment
revealed the formation of polydisperse aggregates with
sizes ranging from 1 to 100 um in diameter after UV light
irradiation (Supporting Information Figure S11c).
Microscopies and X-ray Scattering. A sunlight irra-
diated solution of 1 was drop-casted on silicon wafers
and first analyzed by SEM microscopy (Figure 8a,b). A
well-defined population of micrometric spheres was
clearly observed, correlating the previous DLS experi-
ments. AFM microscopy of these micrometric spheres
showed a bumpy surface consisting of smaller objects
in the 50—70 nm range, themselves containing a third
level of organization in the 10 nm range (Figure 8c—e).
One may suggest that the whole micrometric spheres
are constituted of these small objects which can be
considered as small monodimensional stacks of 10—20
triarylamine—fullerene conjugates and further aggre-
gated by fullerene—fullerene interactions.° Indeed,

BUSSERON ET AL.

wide-angle X-ray scattering (WAXS) experiment con-
firmed this one-dimensional ordering of the molecules
with large peaks at 1.40 and 2.03 A", which corre-
spond to distances between nitrogen centers of
adjacent triarylamines of 4.49 A and aryl m—s stack-
ing distances of 3.10 A, respectively (Figures 8f and
$12 in Supporting Information).*>*> Noteworthily, at-
tempts for visualizing objects made of 2 or 3 on surface
(SEM) failed, possibly due to the disruption of the self-
assemblies when interacting with the surface. Finally,
SEM imaging of an irradiated solution of 4 revealed the
formation of aggregates of spheres with a diameter of
1—3 um (Supporting Information Figure S8). Although
a very similar morphology was observed by SEM for
self-assemblies made of 1 and 4, DLS experiments
clearly showed that in solution, spheres from 1 do
not aggregate whereas spheres from 4 do. Addi-
tional WAXS experiment on 4 demonstrates the one-
dimensional arrangement of the triarylamines with
characteristic distances of 4.53 and 3.1 A, similar to
the ones observed previously for compound 1
(Supporting Information Figure S12). All these results
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Figure 9. Cyclic voltammograms of compounds 1 (a) and 4
(b) in 0.1 M NBu4PF4/CH,Cl, at a gold disk electrode (planar
diffusion conditions). (a) 1 (c = 0.8 mM); (b) 4 (c =~ 0.5 mM);
solid line, cyclic voltammogram recorded in a potential
window of —1.29 to 0.46 V showing the oxidation and first
reduction of the TAA and Cg¢ unit, respectively; dashed line,
cyclic voltammogram recorded in a potential window of
—0.39 to —1.79 V showing the reversible reduction of the
Ceo core to the dianion. All voltammograms were recorded
with a scan rate of 100 mV-s~' and were not background
corrected; arrows indicate initial scan direction.

represent the first example of organic molecules in
which the source of light (white light or UV) used to
prime a self-assembly process can strongly influence
the morphologies of the resulting supramolecular
objects.

Cyclic Voltammetry. We finally investigated the elec-
trochemical behavior of compounds 1-4 including the
determination of reduction and oxidation potentials to
define their energy levels and electronic properties.
Cyclic voltammetry (CV) was recorded in solution at a
gold disk electrode under planar diffusion conditions
(Figures 9 and S13 in Supporting Information). Cyclic
voltammograms for compounds 1—4 all show one
chemically reversible oxidation wave corresponding
to the generation of the radical cation species of the
triarylamine (as confirmed by the absorption around
750 nm using in situ spectroelectrochemistry, Support-
ing Information Figures S14b, S15b, S16b, and S17b).
The oxidation potential (E;/, ., Table 1) for compounds
1-3 is almost not affected by the length of the

spacer, suggesting that the triarylamine core can be
regarded as an isolated redox site in the TAA—Cgo
systems. For compound 4, the anodic half-wave po-
tential is slightly lowered compared to 1—3, which can
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TABLE1. Half Wave Potentials of the Oxidation (E;/,,,) and
Reduction Processes (E;/,,c), Energy Levels (Eyomo and
E,umo) and HOMO-LUMO Gap (Ej.,) Values for
Compounds 1—4°

Eipa (V) Evp,c V' Ewomo (eV)* Evumo (eV)* Egap (eV)*
1 +0.18 —1.14 —5.28 —3.96 132
(—1.3)
(—2.06)
2 +0.19 —1.15 —5.29 —3.95 134
(—1.54)
(—2.05)
3 +0.19 —1.15 —5.29 —3.95 134
(—1.53)
(—2.05)
4 +0.16 —1.15 —5.26 —3.95 131
(—1.53)
(—2.06)
“All potentials are given vs F/Fc™; (Vs were recorded at a gold electrode for
concentrations between 0.5 and 0.8 mM in dichloromethane with 0.1 M TBAPF;.
®Values in parentheses correspond to the half wave potentials of the second and
third reduction. “ Eyomo (= —(E1p.a + 5.1) [eV]) and Eyywo (= —(Erjpc + 5.1)
[eV]) values were calculated from the half wave potentials; for the calculation of the
LUMO value, £, . of the first redox couple was used; the error in potential values is
estimated to be < £0.01V. dEgap calculated from the HOMO and LUMO levels.

be attributed to the weak electron donor effect of the
amide group.

In addition, all compounds showed three chemi-
cally reversible redox couples (Figures 9 and S12 in
Supporting Information) corresponding to the genera-
tion of the radical anion, the dianionic and tricationic
species of the fullerene moiety (as confirmed by
the absorption between 700 and 1000 nm using
in situ spectroelectrochemistry, Supporting Informa-
tion Figures S14d, S15d, and S16d). As no significant
differences in the half wave potentials of the reduction
processes (Eq/,c) are observed for compounds 1—4
(Table 1), the Cgo units can be regarded as isolated
redox sites that are independent of the length of the
spacer.

For compound 4, electronic communication be-
tween the two covalently linked Cgy, moieties seems
to be negligible since only a single peak is observed in
the corresponding voltammograms for each reduction
step.’ Finally, whereas the ratio of the peak currents
for the oxidation and the first reduction of compounds
1-3 are unity, it corresponds to ~2:1 (reduction:
oxidation) for compound 4, a behavior which is con-
sistent with the molecular structure of these
compounds.

Using a ferrocene—ferrocenium redox couple as
external standard, very similar lowest unoccupied
molecular orbitals (LUMO) levels of ~ —3.95 eV were
determined for compounds 1—4. This result suggests
that the incorporation of an OPE bridge between the
donor and the acceptor moieties does not influence
the LUMO level of the molecules. The electrochem-
ical bandgaps (Egap) Were then calculated from the
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Figure 10. DFT determination of HOMO and LUMO orbitals for 1, 2/, 3/, and 4 together with bandgaps derived from cyclic

voltammetric experiments (not scaled) for 1—4.

difference between the LUMO and HOMO energy
levels, showing very low values comprised between
131 and 1.34 eV.

Molecular Modeling. We then took advantage of the-
oretical calculations to optimize the geometry of com-
pounds 1—4 and to calculate their HOMO and LUMO
surface plots (Figure 10). Their geometries were opti-
mized by density functional theory (DFT) calculations
at the B3LYP/6-31G* level of theory owing to the large
dimension of the molecules.

To keep the computation feasible, the 2-hexyldecyl
side chains on the OPE unit was replaced by ethyl
groups for compound 2 (the resulting model being
named 2'). For compound 3, two side chains were
removed and two others were changed to isopropyl
groups (the resulting model being named 3’). The
optimum geometries and the HOMO and LUMO sur-
face plots of compounds 1, 4 and model compounds
2', 3’ are reported in Figure 10. The HOMO/LUMO
orbital schemes of 1—3 demonstrate a strong do-
nor—acceptor character with the HOMO consisting of
a m-orbital fully delocalized over the triarylamine part,
whereas the LUMO is fully centered on the fullerene
moiety. Interestingly, for compound 3, the buckyball
was obtained to face the triarylamine core, i.e., pointing
in the opposite direction compared to compound 1 or
2. The fact that both molecular orbitals are well sepa-
rated suggests that stable charge-separated states
such as TAA®"-(OPE)-C¢,®~ could be obtained for all
molecules, therefore favoring charge transfer between
the donor and the acceptor units.?®2?2 For compound
4, both LUMO and LUMO + 1 (Supporting Information
Figure S18) were found to be entirely located on the
Ceo moieties with the HOMO fully centered on the
triarylamine core. This result also suggests that stable
charge-separated states such as Cgo-TAA®T-Ceo®~
could be obtained for this compound. Moreover, we
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have calculated the ionization potential (Ip) and elec-
tron affinity (EA) of compound 1 resulting in values of
5.60 and 2.03 eV, respectively. Compared to a triaryl-
amine reference (compound S15) whose Ip value is
5.59 eV and to a Cgq reference (compound S$S14) whose
EAvalueis 2.01 eV, compound 1 displays the electronic
characteristics of both electroactive entities.®® This
result is in agreement with CV experiments that sug-
gest that both TAA core and C60 unit act as isolated
redox sites. Overall, both electrochemical and model-
ing data show that all compounds have very low and
narrow HOMO—LUMO gaps (<1.40 eV), which promote
them as promising molecules for efficient ambipolar
charge transport.'®

CONCLUSION

We have reported that appropriately substituted
triarylamine derivatives can be associated with ful-
lerene units in donor—acceptor conjugates while keep-
ing their propensity to polymerize under light acti-
vation, and thus producing coaxial channels of n-type
(fullerene) and p-type (triarylamine) materials. Interest-
ingly, we show that the nanostructuration of the self-
assembly can be modulated by simply changing the
nature (or the intensity) of the light used to trigger
supramolecular polymerization. We believe that the
work described in the present article can be considered
as the first example of a purely organic system in which
the variation of light source/intensity can give rise to
different superstructures, as it was already demon-
strated and well-implemented in the nucleation
growth process of inorganic nanoparticles. In that
sense, it can be considered as entirely new compared
to previously described example of light-sensitive self-
assemblies based on cis—trans photoisomerizable
units. In addition, the stimulation by light of our system
leads to a highly attractive supramolecular function
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where coaxial hole and electron channels are spon-
taneously organized up to the microscale. Finally,
preliminary investigations of their structural, optical,
and electrochemical properties demonstrate their

MATERIALS AND METHODS

Synthesis and Characterization. All reactions were performed
under an atmosphere of argon unless otherwise indicated. All
reagents and solvents were purchased at the highest commer-
cial quality and used without further purification unless other-
wise noted. Dry solvents were obtained using a double column
SolvTech purification system. Yields refer to purified spectro-
scopically ("H NMR) homogeneous materials. Thin layer chro-
matographies were performed with TLC silica on aluminum foils
(Silica Gel/UV254, Aldrich). In most cases, irradiation using a
Bioblock VL-4C UV-Lamp (6 W, 254 nm and/or 365 nm) as well as
Ce-molybdate stainings were used for visualization. Ultra per-
formance liquid chromatographies coupled to mass spectros-
copy (UPLC—MS) were carried out on a Waters Acquity UPLC-
SQD apparatus equipped with a PDA detector (190—500 nm,
80 Hz), using a reverse phase column (Waters, BEH C18 1.7 um,
2.1 mm x 50 mm), and the MassLynx 4.1 — XP software. MALDI
mass spectra were recorded on a Bruker Daltonics Autoflex Il
TOF spectrometer. Elemental analyses were performed by the
Service de Microanalyse, Institut Charles Sadron, CNRS. "H NMR
spectra were recorded on a Bruker Avance 400 spectrometer at
400 MHz and "3C spectra at 100 MHz in CDCls, acetone-d® or
MeOD at 25 °C. The spectra were internally referenced to the
residual proton solvent signal (CDCls, 7.26 ppm; acetone-d®,
2.05 ppm; MeOD, 2.08 pm for 'H spectrum; and CDCl3, 77.16 ppm;
acetone-d®, 118.26 ppm; MeOD, 20.43 ppm for '*C spectrum). For
'H NMR assignments, the chemical shifts are given in parts per
million (ppm). Coupling constants J are listed in hertz (Hz). The
following notation is used for the 'H NMR spectral splitting
patterns: singlet (s), doublet (d), triplet (t), multiplet (m), large
(I). For all experiments in chloroform (regular and deuterated),
the solvent was freshly filtered on basic alumina prior to use.

Compound 1. In a 100 mL flask, Cgo (95 mg, 132 umol) and
N-octylglycine® (49 mg, 264 umol) were dissolved in dry
toluene (25 mL) and the mixture was sonicated for 1 h. A
solution of aldehyde 7 (30 mg, 44.0 umol) was then added
and the dark violet solution was heated at reflux for 24 h under
argon. After removal of the solvents, the crude was purified
by column chromatography (SiO,, toluene — EtOAc/toluene:
10/90). The solid was then triturated with acetone, filtered and
washed with MeOH and pentane to yield compound 1 (42 mg,
67%) as a bright black solid. Rs= 0.46 (15/85 EtOAc/toluene); H
NMR (400 MHz, CDCl3, 298 K): 6 = 7.98 (s, TH), 7.95—7.83 (m, 4H),
7.70 (s, TH), 7.44—7.29 (m, 10H), 7.22 (d, 3J = 8.7 Hz, 2H), 6.97 (d,
3J=8.9 Hz, 4H), 6.89—6.84 (m, 6H), 5.20 (s, 2H), 5.12 (d, %) = 9.5 Hz,
1H), 5.10 (s, TH), 5.01 (s, 4H), 4.14 (d, 2 = 9.5 Hz, 1H), 3.29-3.19
(m, 1H), 2.63—2.54 (m, 1H), 2.05—1.94 (m, 1H), 1.94—1.83 (m,
1H), 1.71—1.26 (m, 10H), 0.91 ppm (t, >J = 6.8 Hz, 3H). "*C NMR
(100 MHz, CDCls, 298 K): 6 = 162.87, 156.64, 155.08, 154.34,
153.53, 153.46, 148.39, 147.42, 146.84, 146.60, 146.41, 146.36,
146.33, 146.25, 146.04, 145.87, 145.65, 145.44, 14537, 145.26,
144.84, 144.71, 144.53, 143.27, 143.12, 142.80, 142.68, 142.64,
142.47, 142.40, 142.21, 142.14, 142.09, 142.03, 141.92, 141.79,
141.64, 141.19, 140.31, 140.02, 139.59, 138.16, 137.16, 137.05,
136.65, 136.02, 135.83, 130.02, 129.64, 128.71, 128.11, 127.66,
126.23, 121.73, 121,66, 115.77, 82.40 (pyrrolidine CH), 70.45,
69.09, 67.02 (pyrrolidine CH,), 53.95, 53.38 (NCH,), 32.09, 31.09,
29.82, 29.50, 28.51, 27.76, 22.88, 14.36. FT-IR (ATR): v = 2923,
2853, 1669, 1605, 1499, 1453, 1217, 1108, 1020, 824,
731, 694 cm™'. MS (MALDI-TOF) m/z (%): 1532 [M]™ (20), 811
[M — Ceol™ (100), 736 [M — Cgo —CsHq11" (38), 720 [Ceol ™ (19).

Compound 2. Ina 100 mL flask, Cgo (119 mg, 165 umol) and
N-octylglycine® (58 mg, 310 umol) were dissolved in dry
toluene (25 mL) and the mixture was sonicated for 1 h. A
solution of aldehyde 10 (66 mg, 52.0 umol) in dry toluene
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potential for ambipolar charge transport and for the
design of advanced and tunable supramolecular het-
erojunctions with potential applications in organic
electronics.

(6 mL) was then added and the dark violet solution was heated
at reflux for 24 h under argon. The reaction mixture was then
directly purified by column chromatography (SiO,, toluene —
EtOAc/toluene: 5/95). The solid was then triturated with pen-
tane, filtered and washed with pentane and MeOH to yield
compound 2 (72 mg, 66%) as a bright black solid. R = 0.54
(25/75 EtOAc/cyclohexane); "HNMR (400 MHz, CDCl5,298K): 6 =
8.24 (s, 1H), 7.91 (s, 1H), 7.07 (s, 1H), 7.87—7.76 (br s, 2H),
7.75—7.73 (br s, 1H), 7.59 (d, 3)=81 Hz, 2H), 7.44—7.30 (m,
10H), 7.25—7.21 (m, 2H), 7.01- 6.95 (m, 4H), 6.91—6.83 (m, 6H),
5.20 (s, 2H), 5.12 (d, 2J = 9.4 Hz, 1H), 5.08 (s, TH), 5.02 (s, 4H), 4.14
(d,>J=9.4Hz, 1H),4.01 (d,>J= 5.5 Hz, 2H),3.94 (d, >/ = 5.5 Hz, 2H),
3.29-3.14 (m, TH), 2.63—2.54 (m, 1H), 2.05—1.81 (m, 4H),
1.49—1.14 (m, 48H), 0.93 (t, *J = 6.9 Hz, 3H), 0.89—0.77 (m,
12H). 3C NMR (100 MHz, toluene-dg, 298 K): 6 = 162.28, 156.67,
155.47, 155.38, 154.37, 153.62, 149.60, 147.53, 146.99, 146.69,
146.49, 146.14, 145.87, 145.74, 145.61, 145.46, 144.92, 144.66,
143.96, 143.39, 142.96, 142.81, 142.65, 142.54, 142.34, 142.21,
141.79, 140.46, 140.26, 139.97, 138.01, 137.73, 137.43, 137.14,
136.89, 136.24, 136.01, 132.17, 129.06, 128.82, 128.59, 128.15,
127.91, 127.67, 127.52, 126.30, 125.32, 125.08, 124.84, 122.19,
121.21,116.69, 116.03,113.35,111.67,94.41, 88.39, 82.71, 77.04,
71.95,70.23,69.25,67.10,53.49, 38.80, 32.48, 32.44, 32.39, 32.36,
32.33,32.10, 30.69, 30.60, 30.35, 30.26, 30.22, 30.16, 29.97, 29.89,
28.88,28.03,27.44,23.24,23.21,23.16,20.95, 20.76, 20.57, 20.38,
20.19, 20.00, 19.81, 14.48, 14.41, 14.38. FT-IR (ATR): v = 2921,
2851, 1666, 1605, 1539, 1498, 1452, 1423, 1376, 1216, 1106,
1019, 823, 766, 730, 693 cm™'. MS (MALDI-TOF) m/z (%): 2111
IMI* (13), 1391 [M — Cgol ™ (100).

Compound 3. In a 100 mL flask, Cgo (98 mg, 136 umol) and
N-octylglycine®® (57 mg, 304 umol) were dissolved in dry
toluene (35 mL) and the mixture was sonicated for 1 h. A
solution of aldehyde 11 (85 mg, 44.0 umol) in dry toluene
(10 mL) was then added and the dark violet solution was heated
at reflux for 23 h under argon. The reaction mixture was then
directly purified by column chromatography (SiO,, toluene —
EtOAc/toluene: 4/96). The solid was then triturated with acet-
one, filtered and washed with pentane and MeOH to yield
compound 3 (92 mg, 75%) as a bright black solid. R = 0.69
(10/90 EtOAc/toluene); "H NMR (400 MHz, CDCls, 298 K): 6 = 8.26
(s, TH), 7.93 (s, 1H), 7.09 (s, 1H), 7.87—7.76 (br s, 2H), 7.75 (s, 2H),
7.58 (d, 3)=82 Hz, 2H),7.51—7.47 (br s, 4H), 7.45—7.28 (m, 10H),
7.25—7.18 (m, 2H), 7.01-6.95 (m, 6H), 6.91—6.84 (m, 6H), 5.21 (s,
2H),5.12 (d, %) = 9.3 Hz, TH), 5.07 (s, TH), 5.02 (s, 4H), 4.14 (d, %) =
9.3 Hz, TH), 4.03 (d, *J = 5.6 Hz, 2H), 3.96 (d, >/ = 5.6 Hz, 2H),
3.93—-3.84 (m, 4H), 3.28—3.18 (m, TH), 2.61—2.54 (m, 1H),
2.04—1.78 (m, 6H), 1.59—1.13 (m, 106H), 0.95—0.79 (m, 27H).
3C NMR (100 MHz, toluene-ds, 298 K): & = 16231, 156.71,
155.55, 154.62, 153.62, 149.67, 147.57, 146.55, 145.93, 145.66,
145.51, 144.72, 142.41, 141.86, 140.54, 132.24, 131.96, 127.63,
127.57, 126.36, 124.55, 122.25, 121.27, 116.11, 114.72, 113.38,
95.34,94.49,82.77,77.08,72.24,72.06,70.31,69.32,67.16, 53.54,
38.81,3241,32.16,32.09, 30.71, 30.36, 30.20, 29.97, 28.92, 28.08,
27.50,23.23,14.43.FT-IR (ATR): v = 2921, 2852, 1666, 1499, 1462,
1377, 1275, 1261, 1231, 1107, 1020, 824, 749, 695, 599,
574,552 cm™'. MS (MALDI-TOF) m/z (%): 2791 (11) [M]T, 2071
M — Ceol " (100).

Compound 4. Ina 100 mL flask, C¢ (548 mg, 760 umol) and
N-octylglycine®* (285 mg, 1.52 mmol) were dissolved in dry 1,2-
dichlorobenzene (125 mL) and the mixture was sonicated
for 1 h. A solution of aldehyde 14 (89.7 mg, 142 umol) in dry
1,2-dichlorobenzene (15 mL) was then added and the dark
violet solution was heated at 150 °C for 26 h under argon. The
solvent was then distilled under reduced pressure and the
crude residue was then purified by column chromatography
(SiO,, toluene — EtOAc/toluene: 50/50). The solid was then
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triturated with pentane, filtered and washed with pentane and
MeOH to yield compound 4 (84 mg, 25%) as a bright black solid.
Only one of the two possible compounds (meso isomer and a
mixture of enantiomers) was obtained with a satisfying purity.
R¢ = 0.73 (30/70 EtOAc/toluene); 'H NMR (400 MHz, CDCls,
298 K): 0 = 7.85—7.57 (br s, 4H, Hq(), 7.29—7.24 (m, 2H, H3 or
Hy), 6.99 (d, > = 8.8 Hz, 4H, H), 6.95 (d, *J = 8.9 Hz, 4H), 6.79 (d,
%) =89 Hz, 4H), 6.88 (d, >J = 8.8 Hz, 2H), 5.08 (d, >J = 9.3 Hz, 2H),
5.01 (s, 2H), 4.36—4.20 (m, 8H), 4.11 (d, %/ = 9.3 Hz, 2H), 3.26—3.17
(m, 2H), 2.61—2.48 (m, 2H), 2.14 (s, 3H), 2.01—-1.81 (m, 4H),
1.69—1.23 (m, 20H), 0.92 (t, *J = 6.9 Hz, 6H). *C NMR (100 MHz,
CDCl3, 298 K): 6 = 167.9, 153.8, 147.3, 146.1, 145.9, 145.6, 145.2,
144.4, 142.6, 142.1, 130.6, 125.8, 122.3, 121.2, 115.6, 82.1, 77.2,
68.9, 66.9, 66.5, 53.1,31.9, 29.7, 29.3, 28.3, 27.6, 22.7, 14.2; FT-IR
(ATR): v = 2921, 2849, 2790, 1674, 1605, 1463, 1430, 1367, 1303,
1220, 1171, 1103, 1069, 1039, 928, 825, 761, 718, 698,
574, 561 cm~'. ESI-MS: m/z calculated for C;76H7,N4Os:
1161.28 [M + 2H]**, found 1161.27.

Additional synthetic routes and procedures for all inter-
mediates along with NMR and ESI-MS characterization data are
provided in the Supporting Information.

Characterization of the Different Self-Assemblies. 'H NMR spectra
before irradiation with white light and after exposure to visible
light were recorded on a Bruker Avance 400 spectrometer at
400 MHz. UV—vis—NIR spectra were recorded using a Cary 500
scan Varian spectrophotometer with quartz glass cuvettes of
1 c¢m optical path under ambient conditions. Fluorescence
spectra were recorded using a FluoroMax-4 (Horiba Jobin-Yvon)
spectrophotometer with quartz glass cuvettes of 1 cm optical
path under ambient conditions. Atomic force microscopy (AFM)
images were obtained by scanning the samples using a Nano-
scope 8 (Bruker) operated in Peak-Force tapping mode. SEM
experiments were performed using a JEOL JSM-6700F FEG with
a lattice resolution of 5 nm, at an accelerating voltage of 10 kV.
TEM experiments were performed using a CM12 Philips micro-
scope equipped with a MVIII (Softimaging System) CCD camera.
Samples were analyzed in Bright Field Mode with a LaB6
cathode and 120 kV tension. DLS experiments were performed
using a ZetaSizer Nano ZS (Malvern Instruments, Worcester-
shire, U.K.) in the available size range (0.3 nm to 10 um), except
for compound 4 which was recorded on Coulter LS-100
(Beckman Coulter, Brea, CA). All cyclic voltammograms were
recorded with a three electrode setup (ALS Co., Ltd., Japan) on a
PGSTAT101 potentiostat (Metrohm, Germany) under argon
atmosphere at room temperature in 0.1 NBu,PFs/CH,Cls. In situ
spectroelectrochemical absorption measurements were per-
formed in a three electrode quartz cell®® under thin layer
conditions in reflection mode (optical path length 20—80 um).
All ab initio calculations were performed at the DFT level using
the B3LYP functional.
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