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The montmorillonite K10 clay catalyzed mild, clean, and
solvent free one-pot reactions of the Baylis–Hillman adducts with a
number of alcohols undergo secondary alcohol protection followed
by a facile 1,3-sigmatropic shift isomerised products in excellent
yield. The isomerised products with propargyl alcohol are highly
functionalized and useful for lignan natural product synthesis.

The usefulness of montmorillonite K10 clay in organic
synthesis and its application as a catalyst for a number of organic
reactions are well documented.1 Montmorillonite K10 and its
structurally modified clays are known to act as both Br�nsted and
Lewis acid catalysts for a variety of industrially important organic
reactions.1 The clay catalysts are known as eco-friendly acid
catalysts which have potential for replacing the conventional
mineral acids and are nonpollutant. The advantages of the clay-
catalyzed reactions are that they are generally mild and solvent free
and work-up is easy. The Baylis–Hillman reaction is one of the
important carbon–carbon bond forming reactions and has been used
in organic synthesis for the synthesis of a variety of compounds
having diverse functional groups and has been used as the starting
point for a variety of synthetic organic transformations.2 Stereo-
selective isomerisation of acetates of Baylis–Hillman adducts
catalyzed by TMSOTf,2d,e trifluoroacetic acid,2f and benzyltri-
methylammonium fluoride2g has appeared in the literature. In
continuation of our research work on clay catalysis,3 we have
recently reported the mont-K10-microwave assisted stereoselective
isomerisation of acetates of Baylis–Hillman adducts into its (E)-
trisubstituted alkenes and a one-pot protection-isomerisation of
Baylis–Hillman adduct with trimethyl orthoformate under similar
isomerisation conditions.3d

Our attempt to the conventional acid catalyzed (concd H2SO4)
reaction ofBaylis–Hillman adductwith propargyl alcohol furnished
the protected secondary alcohol 2 and its isomerised product 3. We
have observed that the ratio of the formation of the products (2 and
3) varies (as estimated by 1H NMR) when the reaction was repeated

under similar condition although in low yield. Hence, we have
developed a high yield and clean green chemistry methodology to
effect the transformation. In this letter, we report the reaction of
alcohols with Baylis–Hillman adducts under solvent free and mild
conditions. The propargyl derivatives 2 and 3 obtained by this
methodology are extremely useful for the synthesis of core
structures of natural lignans4 4 and 5 through an n-Bu3SnH/AIBN
mediated vinyl radical cyclization5 protocol. Suitably substituted
propargyl derivatives would furnish the natural lignans4 such as
lariciresinol, olivil and hydroxysugiresinol (Scheme 1).

The isomerisation study with clay catalyst is represented in
Scheme 2. The Baylis–Hillman adduct 1was prepared according to
the literature procedure.2d The isomerisation study was initiated by
heating a slurry (75 �C, 1.5 h) made with the adduct 1, 2.5 equiv. of
propargyl alcohol and 60% w/w montmorillonite K10 without any
solvent in an oil bath furnished the ether 2 and its isomerised product
36 (99.9; E-selectivity)7 in 90% combined yield in 6 : 4 product
ratio.8 The reaction proceeded smoothly and furnished clean
products. The compounds were separated by a silica gel column
chromatography and characterized by spectral and analytical data.9

The reactivity of the Baylis–Hillman adduct 1, its OAc
protected adduct 6 and their isomerised compounds 7 and 8 with
propargyl alcohol under optimized condition described above was
compared and all of them furnished compounds2 and 3 almost in the
same yield and product ratio. Interestingly, the simple Baylis–
Hillman adduct 1, without any protection, underwent protection-
isomerisation with propargyl alcohol and provided an excellent
yield (95%) of compounds 2 and 3 under clay catalytic condition.
Reaction of compounds 1 and 6without propargyl alcohol furnished
the compounds 7 and 8 under clay catalytic condition in high yield
respectively. Reaction of compounds 7 and 8with propargyl alcohol
under the optimized clay catalytic condition furnished compounds 2
and 3 in the ratio of 6 : 4 in excellent yield (>95%). Therefore, the
nucleophilic nature of the propargyl alcohol on the isomerised 7 and
8 and unisomerized 1 and 6 Baylis–Hillman adducts are the same,
since they afforded same products 2 and 3 in the same product ratio
(6 : 4). Hence, the experiment reveals that the reaction of alcohol
with simple unisomerized adduct 1 itself provides the required
products in excellent yield and no protection/isomerised starting
materials (6, 7 and 8) are necessary to effect this transformation. The
detail of the study is represented in scheme 3.

The formation of the only isomerised product 3 over 2 under the
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optimized condition described above can be achieved by increasing
the reaction time (Scheme 4). Complete conversion of 2 into
isomerised product 3was observed at the reaction time 24 h and was
purified by passing through a silica gel column chromatography.
The distribution of products with respect to reaction time is
summarized in Table 1.

In order to exemplify the general nature of this reaction, we
have chosen a number of alcohols and found that the reactions are
clean and high yielding (11–17) under the optimized conditions
described above (Scheme 5). However, the reaction with phenols
and high boiling alcohols furnished a mixture of inseparable
compounds in poor yield. The results are summarized in Table 2.

The clay catalyst recovered from this reaction can be recycled
three times after activating the clay by heating at 100 �C for 3 h. In
conclusion, we have demonstrated that mont. K10 clay is a useful,
speedy and efficient catalyst for the protection/isomerisation of the
Baylis–Hillman adducts with a variety of alcohols which provide
highly functionalized stereoselective (E)-alkenyl ethers. These
ethers are good candidates for the synthesis of lignan natural
products and useful substrates for RCM reactions. Further studies
involving the above catalyst system are underway.
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Table 2. Isomerisation of Baylis–Hillman adducts with alcoholsa,b,c

Alcohol Z Product Yield/%d

Propargyl CO2Me 11 95

00 CO2Et 12 96

00 CN 13 96

Allyl CO2Me 14 95

Isopropyl CO2Me 15 95

n-Octyl CN 16 98

00 CO2Me 17 97

a60% w/w mont. K10 clay was used. bThe clay was dried at 100 �C for

1 h. c60% mont-K10, 75 �C, 24 h. dIsolated yield after column

purification.
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