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Abstract—Palladium-catalyzed cyclization of ethyl-1-benzyl-3,4-dihydroxypyrrole-2,5-dicarboxylate with various propargylic car-
bonates rendered 2-alkylidenepyrrolo[c]-1,4-dioxane derivatives with excellent yields. Further chemical manipulations of a selected
compound led to 3,4-(cis-1,2-dimethyl)ethylenedioxypyrrole in good yield.
� 2004 Elsevier Ltd. All rights reserved.
Heterocycle-based conjugated polymers, such as poly-
pyrrole, polythiophene, polyfuran, and others, have
received significant attention due to the wide range of
electrical, electrochemical, and optical properties they
display. The heteroatoms within a ring play an impor-
tant role in controlling the properties of the polymers
due to their intrinsic electron-donating or electron-
withdrawing capabilities, along with other properties,
which include hydrogen bonding and polarizability.1

These polymers have been utilized in the applications as
semiconductors for field-effect transistors2;3 and
LEDs,4;5 as conductors for electrostatic charge dissipa-
tion and EMI shielding, and redox active materials for
energy storage (batteries and supercapacitors) and
electrochromic devices.6 Appending an alkylenedioxy
bridge across the 3- and 4-positions of pyrrole yields
poly(3,4-alkylenedioxypyrrole) (PEDOP), which adds
electron density to the aromatic ring, reducing both the
monomer and polymer oxidation potentials and results
in the formation of highly stable conducting states.
Despite the importance of poly(alkylenedioxypyrroles),
the routes for monomer synthesis are limited due to the
intrinsic electron-rich property of pyrrole rendering the
chemistry more difficult than the thiophene equivalent.
Merz et al. first reported the synthesis of 3,4-ethylendi-
oxypyrrole (EDOP, 1), which included examples of
noncyclic dialkoxyprroles.7 The chemistry used was
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similar to many dioxythiophene syntheses where the ring
formation is completed via Williamson etherification.
Subsequently, our group has reported the synthesis of a
range of 3,4-alkylenedioxypyrroles, their derivatives,
and their electrochemical studies.8–10 As reported, this
route is practical for the synthesis of 3,4-alkylene-
dioxypyrroles equipped with less hindered substituents
on the alkylenedioxy bridge. Investigating the tailored
properties of the polymers lead to a search for a route to
produce a variety of derivatives that may have bulky or
functionalized substituents. It is difficult to place sub-
stituents on the ethylenedioxy ring using the Williamson
etherification method and low yields result.
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Here we report an efficient route for the synthesis of
substituted 3,4-ethylenedioxypyrroles via palladium-
catalyzed cyclization of a dihydroxypyrrole derivative
with various propargylic carbonates as well as the syn-
thesis of 3,4-[cis-1,2-dimethyl]ethylenedioxypyrrole. It is
well known that palladium reacts with propargylic car-
bonate to form an allenylic palladium complex in situ,
which subsequently reacts with a heteroatomic nucleo-
phile to give carbon–heteroatom bond formation.11–14

Sinou et al. published a series of papers on the synthesis
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of 2-alkylidene-1,4-benzodioxanes via palladium-cata-
lyzed cyclization of a catechol and a propargylic
carbonate.11–13 In our work, we predicted that the 3,4-
dihydroxypyrrole derivative 3 may be used as a catechol
equivalent to produce methylidene-1,4-pyrrolo[c]diox-
ane as shown in Scheme 1.

Indeed the reaction of the dihydroxypyrrole 3 with
methyl propargylic carbonate 4a in the presence of
Pd(PPh3)4/dppb (1,4-bis(diphenylphosphino)butane), in
THF at room temperature, gave the cyclized product
methylidene-1,4-pyrrolo[c]dioxane 5a, in 85% yield in
36 h. The use of another catalyst, Pd2(dba)3, under the
similar reaction conditions brought comparable reaction
times and yields. We observed a lower reactivity of 3 in
comparison with catechol as explained by less nucleo-
philicity of the diol of 3 as the two neighboring ester
groups withdraw electrons from the oxygen of the diol.
When the system was heated to reflux (66 �C), the
reaction proceeded much faster and was complete in
12 h.15 In order to evaluate substituent effects on the
reaction rate, two substrates, 1-methylethynyl methyl
carbonate (4b) and 3-methylethynyl methyl carbonate
(4c), were prepared for comparison. The two com-
pounds are structural isomers by location of a methyl
group. When 4b was employed in the reaction, it gave 6b
in excellent yield (98%) with trace amounts of 5b. The
reaction of 4c gave 5c in 95% yield with 6c in trace
amounts. Note, with these methyl substituents, 5c and
6b are the same compound. The size of the substituent
was increased from methyl to ethyl using 3-ethylethynyl
methyl carbonate (4d) and 1-ethylethnyl-methyl car-
bonate (4e). Again, the reaction with 4d gave 5d as a
major product in 95% yield with 6d as a minor product
while the reaction of 4e gave 6e as a major product in
96% yield and 5e as a minor product.

However, the regioselectivity was somewhat decreased
to around 85:15 and no significant reaction rate differ-
ence between the two reactants was observed. To dem-
onstrate the usefulness of the methodology developed
here, compound 5c was selected for further chemical
manipulation.
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Scheme 1.
One pot hydrogenation of the exo-vinylidene unit and
catalytic hydrogen transfer debenzylation of 5c was
carried out in the presence of a palladium catalyst as
shown in Scheme 2 at 90 �C. The reaction smoothly
afforded both saturated and debenzylated 7 and 8 with 7
in 95% yield. As expected, hydrogenation took place
predominantly on the less hindered side of the exo-
vinylidene group to give the cis-product in a 95:5 ratio.
The major product 7 was easily purified by recrystalli-
zation from a mixture of ethyl acetate diluted with
hexane. The X-ray crystal structure of 7 confirmed the
cis orientation of the two methyl groups on the dioxane
ring where one methyl group (C7) was highly distorted
from the dioxane plane as shown in Figure 1. It should
also be noted that the pyrrole ring and two neighboring
ester groups are in the same plane due to hydrogen
bonding between the NH of the pyrrole and the car-
bonyl group.17

Hydrolysis and decarboxylation of 7 (Scheme 2) gave
3,4-[cis-1,2-dimethyl]ethylenedioxypyrrole 9 in 70%
yield.10 Compound 9 was a pale yellow oil sensitive to
decomposition by oxygen as with other alkylenedioxy-
pyrroles. All compounds were fully characterized and
spectroscopic data for selected compounds is given.16
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Figure 1. X-ray crystal structure of 7.
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In conclusion, we have demonstrated a highly efficient
route for synthesis of 2-alkylidenepyrrolo[c]-1,4-dioxane
derivatives via a palladium-catalyzed cyclization of a
dihydroxypyrrole derivative and propargylic carbon-
ates. A selected intermediate 5c was used to produce a
monomer, 3,4-(cis-1,2-dimethyl)ethylenedioxypyrrole,
potentially useful for producing an electroactive poly-
mer.6
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