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PolyIethynylene(3-rr -butyl-2,5-thiophenediyl )-
ethynylene]: A Soluble Polymer Containing
Diacetylene Units and Its Conversion to a Highly
Cross-Linked Organic Solid

We are engaged in a program directed at the synthesis
and study of highly cross-linked organic solids. Our ap-
proach has been to prepare low molecular weight polymers
and oligomers consisting of aromatic moities l inked by
diacetylene units, to cross-link the diacetylenic units
thermally, and to examine the properties of the resulting
solids. Our init ial efforts were directed toward the prep-
arat ion of  monomers having as high a rat io of  carbon to
hydrogen as possible. t '2 Al though this apprt ,ach vieldecl
mater ia ls wi th interest ing propert ies (high Young's mo-
dulus, hardness, and thermal stabil ity) the oligomericT
polymeric intermediates had poor solubility and high cure
energies (in some cases exceeding 500 J/g); these values
of cure energy made the preparation of Iarge pieces dif-
f icult.

We chose to introduce an alkyl group into the aromatic
portion of the monomer to increase the solubil itv and to
lower the cure energy of the polymer derived from it. This
paper reports our results of a study of polyIeth1'nvlene-
(3-n-butyl-2,5-thiophenediyl)ethynylenel and related oli-
gomers and polymers: preparation of these diacetylenic
oligomers and polymers in soluble form, conversion of the
oligomers to hypercross-linked3 organic solids with high
carbon content, and characterization of these solids. An
accompanying paper by Rutherford and Stil le describes
related work.a Our studies demonstrate that the properties
o f  p o l y  I e t h y n y l e n e  (  3 -  n -  b u t y l -  2 , 5 - t h i o p h e n e d  i y l  ) -
ethynylenel derived from the oxidative coupling of 3-n-
butyl-2,5-diethynylthiophene (1) can be controlled by the
addition of 2-ethynylthiophene (2)5'6 as an end-capping
agent. We have also prepared 2,3,5-triethynylthiophene
(3) and carried out the oxidative copolymerization of 1, 2,
and 3 in a 10:1:1 molar ratio to investigate the properties
of a diacetylene network7 polymer.

Scheme I outlines the syntheses of I and 3. The nick-
el-catalyzedG coupling of 3-bromothiophene (4) with n-
butylmagnesium bromide in ether, followed by treatment
of the resulting 3-n-butylthiophene with bromine in acetic
acid,8 gave 3-n-butyl-2,5-dibromothiophene (5) in an overall
yield of 87 Vo. The palladium- and copper-catalyzed cou-
pling of the dibromide with (trimethylsilyl)acetylene fol-
lowed by deprotection of 3-n-butyl-2,5-bis[(trimethyl-
silyl)ethynyllthiophene with potassium hydroxide in
methanol gave I in >99% yield.e We prepared 2,3,5-tri-
ethynylthiophene (3)t0 from 2,3,5-tribromothiophene (6)11
in 7 4% overall yield using a procedure analogous to that
used for the conversion of 5 to 1.

Polvmerization of I bv oxidative cotrpling of the acety-
lenes with dioxygen and catalytic amounts of cuprous
chloride in o-dichlorobenzene for l0 min at 65 oC followed
by cooling over 2 h trl room temperature gave a completely
homogeneous solution of the polymer represented by the
structure 7 (Scheme II, eq 3).12 Copol5rmerization of I and
2 (added as an end-capping agent) in molar ratios of l:2
= 3:1,5:1,  10:1,  100:1,  and 1000:1 al l  gave completely ho-
mogeneous solutions in rr-dichkrrobenzene of the poly'rners
9a e  (eq .1) .  ' I ' he  

ox i r ja t i ve  copo lvmer iza t ion  o f  1 ,2 ,  and
l] irt rnolar rat ir ' . of l o: 1 : 1 . respectively, gave the network
po l r -mer  I  I  re r l  i t .  a l * r ,  so lub le  in  o -d ich lo robenzene.

F,rarninat ion of  ga br '  1H NN' lR spectroscopv clear ly
show'ed resonan( 'es assignable t<l  the end-capping groups.
At molar ratios of l:2 ) 10:1, resonances of the end-capping
groups were no longer observed in the lH NMR spectrum.
Infrared spectral analysis did not show acetylenic C-H
stretching vibrations in any of the polymers prepared.13
Analysis bV GPC confirms that added 2 does indeed de-
crease the molecular weight.la The number-average mo-
lecrr lar  weights (M") and polydispersi t ies (Z) of  9a-e de-
(  rease r i ' i th  in t  reas ing  amount  o f  end capp ing :  9a  (Mn=
: l ? ( X ) l  Z  =  1 . 9 ) ;  9 b  ( . 1 1 n  =  - 1 5 ( X ) ;  Z  =  2 . 1 ) ;  9 c  ( M n =  6 0 0 0 ;
Z  =  2 . J ) ;  g d  ( M "  =  1 1 1 0 0 0 ;  Z  =  2 . 1 ) ;  g e  ( M n =  I G 0 0 0 ;  Z  -
2.2). The addition of the triacetylenic monomer 3 for the
preparation of 1l resulted in an increase in both molecular
weight (Mn = 9000) and polydispersity (Z - 2.7) relative
to 9c. The polymers 9a--e are soluble in solvents such as
tetrahydrofuran and toluene. The lower molecular weight
materials, 9a and 9b, are also soluble in methylene chlo-
r ide.  The soluhi l i t ies r f  7,9a-e,  and 11 are remarkable
in comparison to that of the oligomer l3 derived from the
oxidative polymerization of 2,5-diethynylthiophene (Lq.2
We found that l3 was soluble only at low molecular
weights, when formed by coupling of a 1:1 molar ratio of
14 and 2.

The hypercross-linked solids 8, 10a-e, and 12 were
prepared by molding the oligomers/polymers under
pressure (10000 lb/in.2) into disks (ca. 1 cm in diameter
and 0.25 cm thick) and heating to 200 oC for t h. The
cross-linking processes of the oligomers and polymers, 7
and 9ar, are characterized (DSC, ramp rate = 5 "C/min)
by a cure onset temperature of -160 oC, a cure maximum
temperature of -180 "C, and a cure energy of -300 J/g.
As expected, 1l had a lower cure onset temperature of 110
oC, a lower cure maximum temperature of 137 oC, and a
higher cure energy of 350 J lg reflecting the higher re-
activity of the triacetylinic monomer unit. The thermal
stabilities (TGA, ramp rate = 10 'C/min) of 8, l0a-c, and
12 were virtually indistinguishable: under argon, the
characteristic temperature (TrcE) at which they had lost
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l}Vo of their weight was ?r0% =- 470 "C; the corresponding
temperature for 50% weight loss was ?5s2" = 950 oC.

Under air, all had a Trom = 425 "C and a Tson = 525 "C.
These values are similar to those observed for analogous
nonbutylated materials.2 For example, the organic solid
derived from the thermal cross-linking of 13, poly(2,5-
diethynylthiophene), derived from the oxidative polym-
erization of 14 and 2, exhibited, under argon (TrcE = 540
oC, TnE" > 1100 oC15) and air (Trcc" = 330 oC, Tsom: 400
oC), thermal stability similar to those of 8, 10a--e, and 12.2

Although the disks that we prepared from 8, 10d, lOe,
and 12 were extremely brittle and had surprisingly low
densities: p ,= L.2 glcms,rB those from 10a-c formed solids
having good mechanical properties. The black, shiny disks
formed from 10a-c had p = 1.34 glcms and Young's
moduli (-14000 MN/m2) clearly indicative of a highly
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cross-linked organic solid.16'17 We have also found that
smooth, noncracking, yellow films can be cast on glass from
toluene or tetrahydrofuran solutions. When thermally
treated at 200 oC the resultant adherent, shiny, black films
cracked due to shrinkage.

The solubility, Young's modulus and thermal stability
o f  p o l y  I e t h y n y l e n e  ( 3 -  n -  b u t y l -  2 , 5 -  t h i o p h e n e d i y l  )  -
ethynylene] and related oligomers and polymers provide
an attractive system for the exploration of the properties
of hypercross-linked solids. We are continuing to inves-
tigate these materials.
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