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Summary: Unambiguous syqthesis of 2-methyl—3-isgpropenylanisole (1) and
Z-isopropenyl-3-methylanisole (4) has led to revision, from (1) to (4), of the
structure assigned to a monoterpene phenol ether isolated from Piqueria
trinervia.

From Piqueria trinervia Cav. Bohlmann and Suwita2 isolated a monoterpene
phenol ether for which structure (;) was proposed mainly on the basis of its
lH—NMR spectrum and its co=occurrence with a carquejol derivative (2), to which
phenol ether (1) is presumed to be related biogenetically. However, in
carquejol (3) the vicinal disposition of the hydroxy and isopropenyl groups has
been well established™., Therefore from the presumed biogenetic relationship of
the newly isolated phenol ether (1) with carquejols, one could not rule out
structure (4) for the natural product, especially in view of the close resembl-
ance of (4) to carquejol (3) itself. Further, sole reliance on L4-MMR would not
unequivocally distinguish between the two structures (1) and (4). In order to
solve this problem, we undertook an unambiguous synthesis of both the iso-
propenyl phenol ethers (1) and (4).
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2-Methyl=3-hydroxybenzoic acid4 (5), prepared from 3-aminonaphthalene-1,5-
disulphonic acid is the starting material for the synthesis of 2-methyl-3-iso~
propenylanisole (1}. The methoxy ester5 (6) derived from (5) was reacted with
excess methylmagnesium iodide and the resulting carbinol™ (7) was dehydrated
(24h) at room temperature in benzene medium with pre-dried p~toluenesulphonic
acid (10%, by weight) to afford after preparative TLC analytically pure
2—methy1—3-isopropenylanisole6a {(1). Subjecting the methoxy ester7'8 (8) to a
repetition of the sequence of reactions carried out on the isomeric methoxy
ester (6) gave after preparative TLC analytically pure 2-isopropenyl-3-methyl-
anisole b (4). Comparison of IR and LR spectra of the two anisoles (1 and
4) with those” of the monoterpene phenol ether isolated from the natural source
showed complete identity (superimposable IR and tally of chemical shifts and
splitting patterns of proton signals) of the natural product with 2-isopropenyl-
3-methylanisole (4) and not with (1) as assigned,
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