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Dubinidine (1), a quinoline alkaloid first isolated from Haplophyllum

dubium! (Rutaceae), has been used extensively in pharmacological studies which
have shown that the principal activity of the compound is associated with
depression of the central nervous system?. Several structures3 have been
proposed for this compound including (1) which represents a novel transformation

of the isoprenoid unit in aromatic natural products.
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It was thought desirable, therefore, to synthesise this alkaloid for which
the exo-olefin (3) is a key intermediate. Attempts to dehydrate (#)-platy-
desmine®* (2) using conventional methods (e.g. PBr3® in pyridine) resulted, inter
alia, in the formation of the thermodynamically more stable endo-olefinb(u).

Our search for a mild dehydrating agent led us to use triphenyl phosphite
dibromide? with potassium carbonate in refluxing isopropyl ether. Thus,
(t)-platydesmine (2) was dehydrated to give a mixture of olefins, (3) (48%) and
(4) (23%). We are investigating the scope of this reagent system for the

preparation of olefins. The olefins (3) and (4) were separated on neutral
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alumina and the structure of (3) was deduced principally from the n.m.r.
spectrum; the methyl signal of the isopropenyl group occurs as a singlet at
8.25, the olefinic protons appear as broad singlets at<T 4.85 and 5.06 and
the dihydrofuran protons form an ABX system with signals centred at T 4.82 (1H)
and 6.50 (2H).

The exo-olefin (3) on reaction with osmium tetroxide in dioxan at room
temperature gave (x)-dubinidine; the n.m.r. and mass spectra are in accord with
the structure (1) and with the data recorded for the natural alkaloid.3b,B
For example, the mass spectrum showed a parent peak at m/e 275.11574 (calc.
275.11574) and a base peak at m/e 200.071l% (calc. 200.07114) (M+-C3H702).
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