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A recent commun;l<:at.:l.c>n1 by Banthorpe, Curtis and Fordham prompts us to place on record
our results concerning the dispute2'4 over the stereochemistry of isolongifolene ketones. The
main controversy centres around the stereochemistry at C5 of the keton® epimer obtained from
the rearrangement of isolongifolene epoxide. Dev's2 original assignment 5 to this ketone has
been supported by Lala.:5 but contradicted by Eschinasi and cowcu'kers,4 who assign it the opposite
stereochemistry depicted in 3. We present evidence that is compatible with ux'lex'pect’aacl5 and
exclusive endo-attack on the isolongifolene 1 double bond and also delineates the stereochemistry

of the derived ketones.
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1. F'l= R2= CH:5 3. Rl= R2= CH:,), X=0 5. R1= B2= CH:,), X=0
2. R1= cp,, %= CH3 4. Rl= BQ-CHs’ X=o(-0H &Q-H 8. R1= F2= CHZ‘S’ X.'-'@—OH &o(-H

The LiAlH4 reduction of the ketone obtained from the isolongifolene epaxide rearrangement
gave a single alcohol,6 which on further treatment with Pb(OAc) 4 in refluxing benzene gave a
tetracyclic e‘bher7’8 in 50% yield. This tetracyclic ether and its precursor alcoh019 can be
assigned structures 7 or 8 and 4 ior 6 depending upon the stereochemistry 3 or 5 of the starting
ketone. A& distinetion between ether structures 7 or 8 has been achieved as follows. FPrepara-
tion of the methyl labelled ketone from deuterated isolongifolene glo and repetition of the
sequence (vide supra) gave the deuterated tetracyclic ether 9, which exhibited low field signals
at & 3.7-4.15 (3H, m, §2-C-0-C—§) along with two methyl singlets at§0.95 and 0.99 in the PMR:

spectrum. These spectral features are consistent with structure 9 and 8 for the tagged and
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parent ether and rule out the alternate formulation 7.

more stable ketone epimer
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7 8. Ry= Ciy 10
9 R1= CD5
The sbove results lead to structure 3 for the ketone epimer from 1. The thermodynamically
4,12

obtained from 3 and isolongifolene epaxide should therefore be

represented by 5 and )Q respectively.
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