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Tabersonine ll’z has been synthesised by Ziegler3. The present communication deals with a
new synthetic access to this alkaloid. In a previous reportAErom these laboratories, the
three-step synthesis of (t)-3-oxovincadifformine 3 from 2-hydroxytryptamine was described,
together with its conversion to (t)—vincadifformine 5. Compound 3 appeared a suitable key
intermediate for.introduction of the 14,15-double bond. We now present preliminary results

to this effect using (-)-3 (obtained5 from natural (~)-tabersonine 1).

The dianion of 3, generated in a 20:1 mixture of THF/HMPA(v/v) at -78°C with lithium di-
isopropylamide, was treated with a large excess of phenylselenyl chloride (¢SeCl)6 to yield
the disubstituted derivative 17(472). Elimination of one substituent by oxidation with
MCPBASyielded (88%) the unsaturated monosubstituted derivative 6, which did not undergo cata

lytic hydrogenation.
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The non-oxidative abstraction of one @Se group in 7 was achieved by attack with phenyl-
sulfide anion, generated from thiophenolg. Derivatives 4a and 4b, differing in the orienta-
tion of the @¥Se substituent were thus obtained (85Z). Oxidative eliminationsof the remaining
@Se was effected on the mixture of ﬁg}é_and afforded 2, which was shown to be identical with
authentic (-)-3-oxotabersonine. Finally, the selective removal of the lactam carbonyl through
controlled reduction of 2 with LiAlH4 in THF at 0°C for 4 hours yielded (-)-tabersonine 1

(38%), along with unchanged starting material (55%).

IABLE
° ° o+ MeOH KBr
Compound m.p. C (a)D(CHCIB) M Amaxnm vcm-l
l 215 - 171 660,662,664 225,295,325 1600,1620,164OSh,1675
E 230 - 79 504,506 230,295,325 ]600,1620,1640sh,1675
ig 205 - 148 506,508 216,295,330 1605,16355h,1650,l665sh
(less polar)
4b 105-10 - 70 506,508 225,298,330 ]605,16355h,]650,1670sh

(more_Eblar)
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