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Abstract—Ethers undergo smooth cleavage with acyl chlorides in the presence of a catalytic amount of elemental iodine under extre-
mely mild conditions to give the corresponding halo esters. This new procedure offers significant advantages such as high conver-
sions, short reaction times and enhanced selectivity together with mild reaction conditions, which makes it an attractive strategy.
� 2005 Elsevier Ltd. All rights reserved.
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Scheme 1.
The cleavage of ethers is a versatile reaction in organic
synthesis, mainly in degradation or transformation of
complex molecules especially in biologically active natu-
ral products such as carbohydrates and macrolide anti-
biotics. Additionally, aliphatic, benzylic and allylic
ethers are frequently used as protecting groups for
hydroxyl functions,1 which then require subsequent
cleavage to release polyfunctional molecules useful in
organic synthesis.2 The cleavage of ethers with acyl chlo-
rides has been reported using Lewis acids such as SmI2,

3

ZnCl2,
4 FeCl3,

5 Mo(CO)6,
6 MoCl5,

7 PdCl2(PPh3)2,
8

CoCl2,
1 NaI,9 lanthanide salts,10 Zn,11 graphite,12 alu-

minium complexes13 and others.14 However, many of
these methods often involve the use of toxic or expensive
reagents and the formation of mixtures of products
resulting in low yields. Therefore, the development of
simple, convenient and practical procedures for the
cleavage of cyclic and acyclic ethers continues to be a
challenge. Recently, iodine15 has been used in acid
mediated and other organic transformations. However,
there have been no reports on the use of elemental
iodine for the cleavage of ethers with acyl chlorides.

In continuation of our interest on the catalytic applica-
tion of elemental iodine,16 we disclose herein a mild, effi-
cient and practical methodology for the cleavage of
cyclic and acyclic ethers with acyl chloride using iodine
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as the catalyst under solvent-free conditions.17 Firstly,
we attempted the cleavage of tetrahydrofuran with acet-
yl chloride in the presence of elemental iodine. The reac-
tion went to completion within 2 h and the product was
obtained in 91% yield (Scheme 1).

Encouraged by this result, we examined benzoyl chlo-
ride, 3-methylbenzoyl chloride, 2-chlorobenzoyl chlo-
ride and the acid chloride derived from cyhalothrin,
again using tetrahydrofuran, and obtained the corre-
sponding halo esters in good to excellent yields (Table
1, entries b–e). Like tetrahydrofuran, several other cyclic
and acyclic ethers were cleaved with a range acyl chlo-
rides to afford the corresponding halo esters in good
yields (Table 1, entries f–m). In the cases of entries f
and h (Table 1), 10% and 20%, respectively, of the
regioisomers were observed, which was confirmed by
GC analysis. Using 10 mol % of iodine under solvent
free-conditions afforded higher yields with reduced reac-
tion times as compared to some other cheap reagents
such as FeCl3,

5 ZnCl2
4 and NaI9 for the cleavage of cyc-

lic and acyclic ethers.

In summary, we have described a simple, convenient,
efficient and practical method for the cleavage of
cyclic and acyclic ethers with acyl chlorides using
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Table 1. Iodine catalyzed cleavage of cyclic and acyclic ethers by aryl chlorides under solvent-free conditions

Entry Ether Acyl chloride Producta Time (h) Yield (%)b

a
O Me Cl

O

Me

O

O Cl
2.0 91

b
O Cl

O O

O Cl 2.0 93

c
O

Cl

O

Me

O

O Cl

Me

3.5 83

d
O

Cl

O

Cl

O

O Cl

Cl

3.0 88

e
O

Cl

CF3

H O

Cl Cl

CF3

H

O

O
Cl 4.5 92

f
O

OAc
Me Cl

O

O

O ClMe

OAc

OAc

OAc

Cl

7.0 65 (9:1)c

g O
Cl Me Cl

O
ClCl

OAc 4.0 85

h O
Cl Cl

O
ClCl

OCOPh

OCOPhCl
Cl

6.0 71 (8:2)c

i
OO Cl

O O

O 2.5 80

j
OO Cl

O O

O 4.5 78

k O Cl

O

Me

O

O

Me

3.5 88

l O Cl

CF3

H O

Cl Cl

CF3

H O

O 4.5 87

m O Cl

O

Cl

O

O

Cl

5.0 80

a All products were characterized 1H NMR and IR spectra and mass spectrometry.
b Yields obtained after column chromatography.
c By GC analysis.
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elemental iodine as the catalyst, under solvent free-
conditions.
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