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The development of nanofibers is a promising approach to
miniaturize optoelectronic devices. Over the recent years, such fibers
have been constructed from inorganic matetied®id carbon
nanotubed. Alternatively, self-assemblédnanofibers based on
sr-conjugated systems provide a versatile means to fabricate fibers
with tailor-made functionalities similar to those of plastic electron-
ics4> So far, however, their use in devices has been limited to
m-conjugated polymers and doped oligom&fsA crucial step
toward plastic nanoelectronics is the creation of identical, highly
organized fibers, about one-molecule thick, on a solid support. Since
the internal organization of such fibers determines their perfor-
mance, it is important to develop techniques to structurally o Position (um)
characterlzeﬂdluldual fibers at the molecular Ievgl. Herg, we Figure 1. (a) Chemical structure of the OPV building block. Schematic
employ polarized fluorescence microscopy (F&n single oligo- representation of (b) OPV, (c) OPV dimer, and (d) helical stacks of OPV
(p-phenylenevinylene)-based fibers, deposited on a graphite surfacedimers at 12 with respect to each other. (e) AFM image of OPV fibers on
The fibers exhibit a profound polarized optical emission over their graphite. (f) Cross section through several fibers (along red line in ).
entire length that directly corresponds to their orientation on the
substrate. The observed polarization rati€?] is rather low, but
taking into account the dielectric constant of graphite and the helical
nature of the fibers, the data reveal a high degree of internal order.

We recently reported the construction of stacks consisting of
tetrap-phenylenevinylene)-based molecules (OPV, Figure 28,b).
OPV dimers, formed via the self-complementary quadrupole ureido-

0

s-triazine hydrogen bonding units (Figure 1c), self-assemble in §:

cylindrical chiral stacks due tar—s interactions of the phen- £

ylenevinylene backbone (Figure 1d). In solution, these stacks have :-5-'2

a cooperative length of 150 nm @ 5 nmdiameter. E; A
= Ot oty
=0

After transfer to a suitable solid support, such as graphite or
silicon oxide, the fibers have the same diameter as in solution, but
the length can reach up to several micrometers, presumably due toFigure 2. Real-space polarized FM images (a, b, ¢, e) of various OPV
further end-to-end assembly of the stacks (Figure 1&$p far, nanofibers on graphite. The color-coding (upper-right corner in a) corre-
we could not prove whether the proposed internal organization of SPONds to the intensity ratio of two consecutive measurements with

) . . horizontal (0, lhor) and vertical polarization (90 lver): R = lver/lHor
the fibers is correct and preserved on a solid support. ranging from greenR < 1) to red R > 1) through yellow R = 1). The

The dominant optical dipole moments for absorption and white arrows in a denote the orientation of the polarizers. (d) Profile of
emission of the OPV building block are directed along the long Iver andlnor through the fiber shown in a.
axis of the tetrgf-phenylenevinylene) unit and are expected to be
perpendicular to the fiber axis (Figure ®)Such a molecular
arrangement should result in a pronounced polarization of t
fluorescence emission of a single fiber. Figure 2 depicts polarized
fluorescence imagéof individual fibers. The emission spectrum
of a single fiber on graphite is similar to that in soluti&nThe
FM pictures are constructed from two measurements. First, the
fluorescence intensityljor is measured with horizontal {P
orientation of the excitation and detection polarizations with respect
to the image (Figure 2a). Next, the fluorescence intensity is
detected with the excitation and detection polarizations in the

1020 30 1 um
Position (um)

vertical (90) direction. The measurements lead to a value of the
he polarization ratioR = lyer/lor, Which is expressed in the images

as a color-coding, ranging from greeR < 1) to red R > 1)
through yellow R = 1). The orientation of the fibers in the images
is their true physical orientation with respect to the polarizers. In
total, we have performed this extensive experimental analysis for
14 individual nanofibers, randomly oriented on the surface.

The images reveal that the fluorescence of each fiber is strongly
polarized, with a direction that is correlated to its orientation on
the surface. For example, Figure 2a shows a fiber of abauh1
length, horizontally oriented, with a uniform red color, indicating
t Radboud University Nijmegen. that the fluorescence is vertically polarized over the entire fiber.
§ Eindhoven University of Technology. The emission profile of this fiber (Figure 2d) shows that the
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Figure 3. Measured polarization ratid®of 14 OPV nanofibers (symbols)

as a function of their orientatiog. The color of the symbols reflects the
color-coding of the measurdi(red,R > 1; greenR < 1). The solid lines

are calculations oR considering chiral OPV fibers (Figure 1d) in vacuum
(black line) or on graphite (blue line). Top panel: the expected polarization
degree and color-coding for chiral OPV fibers.

vertically polarized fluorescence intensity (black curve) is consider-
ably higher than that of the horizontal polarization (blue curve),
yielding a polarization ratidR = 2.4. In contrast, the vertically
oriented fiber in Figure 2b, exhibits an overall green color, that is,
a horizontal polarization of the fluorescence. The direct relationship
between the light polarization and fiber orientation is also clear
from Figure 2e, which shows three fibers, one of them having a
90° bend, leading to a change in the color-code at the intersection.
Most of the self-assembled fibers reveal a uniform polarization over
micrometer ranges, due to effective head-to-tail positioning of the
smaller stacks in solution, and only few of them are not polarized
uniformly. For instance, the color-coded image of the long vertical
fiber in Figure 2c displays a red defect in the overall green fiber,
which indicates the mispositioning of one stack with respect to the
others.

Figure 3 shows the average polarization r&iof all 14 fibers
as a function of the angle of the fiber direction with the horizontal
axis. For clarity, the data points are given the same color as the
color-coding corresponding to the experimentally observed fluo-
rescence polarization, that is, reld ¢ 1) or green R < 1). For

example, the red and green closed squares represent the fibers in ®)
Figure 2a and b, respectively. On the basis of the quantitative results

in Figure 3, two important conclusions can be drawn. First, 10 out
of 14 fibers indeed show the color-coding expected for well-ordered
nanofibers with the constituting dimers, arranged perpendicularly
to the fiber axis (top panel Figure 3). Namely, nanofibers with 45
< @ < 135 appear green in this graph, whereas the others<(0

@ < 45° or 135 < ¢ < 18C°) are red. Only four of the measured
fibers show an unexpected color-coding (open circles in Figure 3),
revealing a different orientation of the OPV dimers in the fibers. It
is striking that these four fibers were situated in one region of the
substrate (Figure 2e), and remarkably, the orientation of the OPV

is the same in these four cases. These deviations possibly result

from a locally different surface area that changes the molecule
surface interactions. The second conclusion is that, although all
fibers exhibit a profound polarization, the maximum polarization
ratio is rather low R ~ 2), in seeming contrast with a high degree

of order within the nanofibers. To explain this observation, we have
calculatedR as a function of fiber orientation, using a model that
determines the polarized optical response of a chiral fiber (Figure
1d) by summing up the constituent optical dipdiégThe model
takes into account depolarizing effects of both the FM setup and
the graphite substraté,but does not include any fit parameters.
The result of this calculation (blue line in Figure 3) describes the
observed data remarkably well. From our model, we find that there
are two main reasons for the rather low polarization degree. First,
the chiral composition of the stacks implies that the emission is
the sum of polarized andnpolarizedcontributions of horizontal
and vertical dipoles, respectivel§This unpolarizing effect of the
vertical dipoles alone is, however, not sufficient to explain our data
(Figure 3, black curve, calculated for free chiral OPV stacks).
Second, the complex dielectric constant of the underlying graphite
results in a lower intensity of the polarized horizontal dipoles as
compared to that of the unpolarized vertical dipoles, which causes
a drastic reduction oR.13 The polarization degree of ideal chiral
OPV fibers on graphite is, therefore, theoretically limitedRe>

2, which is in excellent agreement with our FM results.

In conclusion, we have prepared 5 nm diameter, micrometer long
OPV fibers on a surface that show a profound polarized optical
emission. Our results show the high degree of organization within
chiral fibers, with the OPV dimers oriented perpendicularly to the
fiber axis. The control of the internal order within self-assembled
fibers, and the ability to measure it, is a crucial step to obtain
uniform organic fibers that can be applied in nanosized electronics
at room temperature.
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