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The four stereoisomers of C4 azido sugar 11 have been 
stereospecifically synthesised and converted into the aza-sugars 15 
in two steps including an aldolase-catalysed reaction with 
dihydroxyacetone phosphate 

P =  Bn, MPM 
R = Et. nC&, 

Reagents and conditions: i, HCOzNH4, [Pd(acac),]-Bu",P (cat.), 
benzene, reflux; ii, HCOZNH4, ~d(acac),]-Bu",P (cat.), benzene, 
room temp. 
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L A fl + CH3COOH 
NADPH NADPH 
L fl + CH3COOH 
NADPH NADPH 

NADPH 0 2  *% + CH3COOH 

Pig cytochrome P450,,, catalyses two side-chain cleavages as 
shown above. In both cases the C2 fragment released as acetic acid 
incorporates an atom of oxygen from O2 
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___c 

0 RiT d 

a-AVl ketones have been synthesized under mild conditions from 
silyl enol ethers and arenediazonium salts in pyridine 

An amino group can be introduced onto the a-carbon of an ester by 
reaction of ketene silyl ketals with diazonium salts 

I 
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SPh S M e  

n 

p-Phenylene-3,3'-bis( 1 -allyltetrahydrothiophenium) dibromide was 
prepared from 1,4-phenylenediacrylaldehyde. Reactions of this salt 
with sodium hydroxide were carried out in methanol and water with 
the expectation that it would polymerize under basic conditions 

R'O 

Incorporation of 2'- 
aminoreticuline into 6,8,  10 and 
11 is demonstrated in Cocculus 
laurifolius 

6 R = R ' = M e  

10 R - R' - Me; 7.8 and 13.1 3a P double bond 
11 R. R'--CH~;7,8andI3,13a=doublebond 

8 R,R ' . . -GH~ 

11 PH OR 

19 18 

( k )-Deoxofaveline ( f: )-Faveline methyl ether: R = Me 
( f )-Faveline: R = H 

"o+ HO 

- 
--3 

E n 0  BiLk R = H or CO(CH2)2C02H HO 
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