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The Synthesis of Coriose 
By TAKUO OKUDA* and KUNIHIRO KONISHI 

(Faculty of Pharmaceutical Sciences, Kyoto University, Sakyo-Ku, Kyoto, Japan)  

CORIOSE, the first naturally occurring 3-ketose, to 
which the structure ~-altro-3-heptulose (I) was 
assigne3,l has now been synthesized via aldol 
condensation of 2,4-O-ethylidene-~-erythrose.~ 

Crystalline 1,3 : 5,7-di-O-ethy1idene-3-CJ6-O- 
hydroxymethylene-D-glycero-D-talo-heptitol 
was removed from the syrupy mixed product of 
the aldol condensation. ~-manno-3-Heptulose (111) , 
which is the first synthetic 3-heptuloseJ had been 
obtained from (11) by S~haffer.~ The mother- 
liquors of the aldol condensation may contain (11) 
and possibly its three C-3 and C-4 stereoisomers. 
Two of them, (IV) and its C-3 epimer, should yield 
(I) on hydrolysis followed by lead tetra-acetate 
oxidation, upon which preferential cleavage4 is 
expected to occur between C-3 and the potential 
formyl group attached to it. 

The mother-liquors of (11) were hydrolysed and 
then oxidized with about 1 mole equivalent of 
lead tetra-acetate. After removal of aldoses by 
bromine oxidation followed by treatment with 
ion-exchange resins, the syrupy product showed on 
paper-partition chromatography (n-butanol-pyri- 
dine-water, 6 : 4 : 3 ; colouring reagent : orcinol- 
trichloroacetic acid) two dark brown spots corre- 
sponding to (I) (RF 0.40) and (111) (RF 0-35). 
Identification was effected by g.1.c. of the tri- 
methylsilyl ether. This crude product was purified 
by preparative paper chromatography (n-butanol- 
ethanol-water, 4 : 1 : 1-2). The methanolic extract 
from the area of 3-heptuloses yielded a crystalline 

product upon seeding with (I), and this product was 
identified by i.r. spectra and mixed m.p. with 
coriose isolated from Coriaria japonica A. Gray. 
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