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Abstract. The synthesis of 7-(3-methylbutenyl-
loxy)-6,7-methylenedioxycoumarin as well as its
correspondents epoxy- and diol- side chain

derivatives, suggests a structural revision for

natural products.

In a previous communication! we mentioned the
isolation of 8 coumarins from aereal parts of

Pterocaulon balansae and E.llanatum. One of

them (1) had been previously isolated from Pte-

ronia glabrata by Bohlmann et al?,

Based on spectral data, including the use of
solvent—induced chemical shift technique in PMR .
and chemical interchanges starting from 1, we
proposed1 structures of two (Z and 3) of the

four new coumarins which were isolated.
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In this communication we report the unambig-
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uous synthesis of substances 1~ 3 (scheme I),
starting from aesculetin (4), which was prepared
according to the liter#ture3, and compared di-
rectly with an authentic sample. -All the final
compounds, as well as intermediates, presented
spectral data (UV, IR, MS and NMR) compatible
with their molecular structures. During our
studies, however, we found that the solvent—-
induced chemical shift technique, so largely
used in PMR for structural elucidation®, failed

several times with these our compounds.

To our surprise, none of the final synthetic
products (1, 2 and 3) presented physical con-
stants in agreement with those reported for the
natural products which were isolated by Bohlmann2
and by ourselves!. Thus, the natural coumarins
" probable have alternative structures whose syn-~
thesis we are now developing. Nevertheless, we
emphasize that the coumarins represented by 1,2

and 3 are new synthetic compounds.
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cho35; b) AcOH/HMT than HZOZ/NaOHS;
7. 8.

¢) CH,I,/Cu0/DMF7; d) CoH Br/K,C0,%;

e) mCPBA/CKCL,®; f) u36.
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Titulo em Portugués:

$inteses da 7-(2,3-epoxido-3-metilbutiloxido)-

5,6-metileno dioxido-cumarina e derivados.
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