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Synthesis and Properties of Coil-Shaped
2,3-Thienylene-Ethynylene Oligomers

YOSHIO ASO®, YUKO OBARA, TAKASHI OKAI, SHOJI
NISHIGUCHI and TETSUO OTSUBO"

Faculty of Engineering, Hirsoshima University,
Higashi-Hiroshima 739-8527, Japan

A series of 2,3-thienylene-ethynylene oligomers have been synthesized
by repeated application of the Pd-catalyzed coupling reaction of
terminal alkynes and thienyl iodides as the key building steps. The
analytical GPC molecular weights, much deflated relative to the actual
molecular weights, strongly suggest a coil shape for the conformation
of the oligomers in solution. Their electronic absorption and emission
spectral features are discussed.

Keywords  oligomers; thienylene-ethynylenes; electronic absorptions
and emissions

INTRODUCTION

Recently, well-defined conjugated oligomers have attracted much
attention not only as useful alternatives to polymer systems but also as

novel advanced materials. "

The "para-linked" extension of aromatics
and heteroaromatics gives rise to rigid rod systems, which are currently
interesting as nanoscale molecular wires. On the other hand, the
"ortho" or "meta" linkage of the aromatic rings leads to flexible helical

[2]

systems, © which also enrich still very young nanoscale molecule-based

material chemistry. Recently, we have reported the series of 3.4-
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thienylene-ethynylene oligomers 1 up to the nonamer,

and the X-ray
crystallographic and spectroscopic analyses revealed that they take a
totally helical conformation both in the solid state and in solution.
However, the poor solubility of these oligomers prevented further
detailed investigation. We now report the synthesis and properties of
a series of 2,3-thienylene-ethynylene oligomers 2. Their improved
solubility due to structural unsymmetrization and introduction of ethyl
groups has enabled us to develop the much extended oligomers up to

the 16-mer.

Et
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RESULTS AND DISCUSSION

A series of oligo(2,3-thienylene-ethynylene)s 2 was synthesized in
good yields by repeated application of the Pd-catalyzed coupling
reaction of terminal alkynes and thienyl iodides (Sonogashira reaction)
as key building steps as shown in Scheme 1. The starting monomer 6
was prepared form 4-bromo-2-formylthiophene 3™ by the three-step
conversion. The monomer 6 was then used in the following two
pathways, iodination to form 7a and desilylation to 8a. The two
products were coupled together under the Sonogashira conditions to
give the dimer 2a. Iteration of this reaction sequence afforded the
tetramer 2b and then the octamer 2c. When this reaction sequence
was applied to the synthesis of the 16-mer 2e, however, it turned out
that the Sonogashira reaction afforded a considerable amount of a
diacetylene by-product due to the oxidative homo-coupling of 8d, and
it was removable from 2e neither by preparative GPC nor by column

chromatography because of both molecuiar similarity. Alternatively,
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the 12-mer 2d was prepared by the coupling of ethynyl-octamer 8d
with iodo-tetramer 7¢, and finally the 16-mer 2e was similarly obtained
from ethynyl-12-mer 8e and 7¢."

SiMe3
Br . Br . ! 4
— i — ] — 1] —
PP &
cHo 95%)  choH)cH, ©1%) g (97%) Et
3 4 5 6
[ Et]
S A
iv —
Et N N\
sA i_ 1n SiMes
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_ 7a(n =0, 82%) i _ %
/N 4 b BRI LW me-ren
_ n SiMes - g fe(n=384%) 2¢ (n =7, 76%)
S RN
Et v =
6(n=0) b Vi X\
20 w AR,
(h=3 S? 8a (n =0, 99%)
Et 8b (n =1, 99%)
8¢ (n=3,97%)
\% vi, 7¢ \% vi, 7¢
2c — 8d(n=7) — 2d(n=11) — Be(n=11) —— 2e(n=15)
(80%) (50%) (91%) (32%)

SCHEME 1 Reagents and conditions: i) MeMgl, ether, rt; ii) TMSCI,
Nal, CH;CN-hexane, rt; iii) TMS—-C=C-H, Pd(PPh3),, Cul, EtsN, 75 °C;
iv) 1) LDA, ether, —78 °C then 0 °C, 2) I, —78 °C then rt; v) K,CO3,
MeOH-CH,Cl,, rt; vi) Pd(PPh;),, Cul, Et;N, 75 °C.

It has been already stated that, on measurement with GPC using
randomly shaped polystyrene standards, the molecular weights of the

11 and

rod-type molecules such as oligo(2,5-thienylene-ethynylene)s
oligo(paraphenylene-ethynylene)s””! are much inflated relative to the
actual. On the other hand, not only the previously reported helical
oligo(3,4-thienylene-ethynylene)s 1 but also the present oligo(2,3-
thienylene-ethynylene)s 2 show much deflated molecular weights as
shown in Figure 1. This result strongly suggests that the oligomers 2

adopt a coil-shaped conformation like 1, as illustrated in Figure 2 by a
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MM2-optimized molecular model of 2e, which attains a height of 1.9

nm.

0 1000 2000
Actual Mw

FIGURE 1 Relationship of molecular
weights determined by GPC versus the actual FIGURE 2 A molecular
molecular weights of la—¢ (O) and 2 (@). model of coil-shaped 2e.
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FIGURE 3 Electronic absorption (upper) and emission
spectra (lower) of oligo(2,3-thienylene-ethynylene)s in THF.
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Electronic absorption and emission spectra of oligo(2,3-
thienylene-ethynylene)s 2 are shown in Figure 3. Although these
oligomers show similar absorption spectra except for 2a, the longer
wavelength broad weak absorption band is gradually red-shifted with
extension of the chain length up to the 12-mer 2d. The emission
wavelengths also show a progressive red-shift with the chain length up
to 2d. These chain length dependencies are in marked contrast to
those of the oligo(3,4-thienylene-ethynylene) series 1, whose
absorption and emission maxima are almost identical independent of
their chain lengths. This is attributable to a better conjugation of the
2,3-thienylene substitution pattern than the 3,4-thienylene one. The
fluorescence quantum yields of 2 increase from the dimer 2a (¢; 1.5%)
to the tetramer 2b (3.1%) and then gradually decrease (2¢: 1.7%, 2d:
1.4%, 2e: 1.4%). Similar decreasing of fluorescence quantum yields
with increasing chain length is also observed for the oligo(3,4-
thienylene-ethynylene)s 1. These results indicate possible
fluorescence quenching due to the intramolecular m-stacking induced
by the coil-shaped conformations of both oligomer systems.

In summary, we have succeeded in the synthesis of a series of
thienylene-ethynylene oligomers 2 up to the 16-mer. The GPC
molecular weight analyses and the electronic spectra strongly suggest
that the molecules take a coil-shaped conformation. These conjugated
coil-shaped molecules (molecular coil) would provide a building block
for new nanoscale functional materials.
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