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REGIOSELECTIVE SYNTHESIS OF [6¢,12b-cis]-6¢,7,12,13-TETRAHYDRO-1H-
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Abstract:. 1-Aryloxymethylpyrano[2,3-c][1]benzopyran-5(3/)-ones (1a-f) on heating in N,N-diethyl-
aniline suffered a [35,35] sigmatmpic reamngement followed by enolisation and an internal [1,6]
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Nu&lld&l aqaiiion o1 UEIC pncnoub IﬂOlbly io U]C ulc.nt.-muu‘mc noIcly 1o glV(v [OL,II.D"LIC)J-OL, /1,140, 13-
tetrahydro-1f-chromeno[3=B4,4=B4 : 4,5]pyrano[2,3-c]lchromen-1-ones (2a-f) in 65-75 % yield.
© 1998 Published by Elsevier Science Ltd. All rights reserved.

Recently there has been a flurry of activity on the synthesis of pyrano-pyrans’. In continuation of our
work on the sigmatropic rearrangements of allylic and propynylic ethers of coumarin® we have recently
reported’ the regioselective synthesis of a series of 1-aryloxymethylpyrano[2,3-c][1]-benzopyran-5(3H)-ones
(1). 1t occurred to us that a further investigation on the rearrangement of i which stiil possesses an ailyi aryi
ether moiety would provide polyheterocycles and would be interesting mechanistically.

Compound 1a° was refluxed in N, N-diethylaniline for 8 h to give a crystalline solid, m.p. 224 °C, yield 75
% which has been characterised as 11-methoxy[6c¢,12b-cis]-6¢,7,12b,13-tetrahydro-1H-chromeno{3=B4, 4=B4
: 4,5]pyrano[2,3-c]chromen-1-one (2a) from its elemental analysis and spectral data. The pyranopyran (6, 6)
ring junction stereochemistry is found to be cis from NMR studies and also from molecular mechanics
caiculations. Encouraged by the resuits
2b-f in 65-75 % yields. The formation of the products 2 from 1 may be easily explained by the [3,3] sigmat-
ropic rearrangement of 1 to 3 followed by enolisation to give 4. The phenol 4 in N,N-diethylaniline base may
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The present result seems to be quite unusual. Similar rearrangement studies have been reported on a

number of analogous systems viz., 4-aryloxymethyl-A3-chromene is reported* to give the benzofuro[3,2-

ainlv the ancularly fused furopvran system.’
ilgiiny e cu15u1 y usea 1UlUpyiail dydiviit,
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cyclisation from an allyl aryl ether derivative.
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