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Hypoglycin A, (III), a new aminoacid with marked hypoglycaemic
properties was isolsted by Hassnll from unripe ackee fruit (Blighia
sapida) and subsequently synthesised in six stages from 2-bromo-propene
by Carbon, Martin and Swettz. In our three stage synthesis l-bromo-
-buta-2 ,3—d:lerxe3 was condensed with ethyl formylaminomalonate in the
presence of sodium hydride to give diethyl buta-2,3-dienylformylamino-
-malonate (I), m.p. £C°, ¥ max 1950 e in 80% yield. Treatment of
(I) with diiodomethane and zinc-copper couple[‘ resulted in the
addition of methylene to the non terminal double bond (we had already
shown5 that carbenes add to allenes at the more substituted double

bond) to give II (71%) which was hydrolysed (Sodium hydroxide) and
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decarboxylated (hydrochloric acid) and evaporated to dryness. Paper
chromatographic separation[butan—l—ol—acetic scid-water (4:l: 5)]

and elution gave as the main product, 2-amino-4,5-methylene-hex-5-
-enoic acid (III), (28%), Ry 0.58 with correct analysis, and
identical infra-red spectrum and Ry value to that of a sample of
hypoglycin 28, (I) was hydrolysed and decarboxylated yielding
2-amino-hexa~4 ,5-dienoic acid (IV), Vpgax 1955 e, Rp 0,51 which
gave norleucine on hydrogenation. We have also prepared a series of
analcgous allenic amino-acids from different allenic halides and
these will be deseribed elsewhere.
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Isolation of only one of the two possible dilastereoisomerides
as the major component indicates considerable stereo-specificity in
the decarboxylation (slso found by Carbon, Martin and Swett®). This
can be rationalised by postulating reversible & -lactone formation
under strong acid condit:lons", decarboxylation to & planar transition
6. Very kindly made available by Dr. S.Wilkinson.
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state, protonation to give the more stable of -amino- §-lactone A,8
followed by fission to the acid. If these mechanistic considerations
are correct, the relative configuration of the two asymmetric centres
can be deduced as 2-(R), 4=~(R) and 2-(8), 4~(S) for the two
ena.nt',iomorphs.9 Accepting the I~configuration at carbon 210 we
suggest hypoglycin 4 is (+) ~-2-(8), 4-(S)-2-amino-4,5-methylene-hex-

~5-enoic acid (V).
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