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Recently the pepers on the synthesis of pseudoeldobiuronic acids have
appesred. 4-0-( A -D-glucopyrenosyl)-D-glucuronic acid hes been prepsred by
Lindberg and et 8l. (1) from cellobiose. In the course of several steps they
suitsbly blocked 211 hydroxyl groups except the primery hydroxyl group of
the reducing unit. The oxidation of this primsry hydroxyl group 2nd sub-
sequent hydrolysis yielded pseudoaldobiuronic ecid with the 4 -linkege. In
the similer way was prepsred its isomer with the & -linksge 4-0-( X -D-gluco-
pyranosyl)-D-glucuronic ecid by Hirasake snd Metsunags (2), stesrting from
maltose.

In both ceses, the over-sll yields were low-about 10 %, resp. 5 %.

We have successfully attempted the direct synthesis of pseudoaldobi-
uronic acid by meens of modified Koenigs-Knorr method. We used mercuric
cyenide @8 ceatelyst, which is known to conduct the formetion of en ¢ -linkage
under specific conditions (3). The mixture of 200 mg of methyl(methyl-3,4-0-
-isopropyliden- & -D-gelectopyrenoside)uronete I and 750 mg of 2,3,4,6-tetro-
~0-acetyl- & -D-glucopyranosyl bromide ( /A/1,5 moler excess) was shaken 21
days in CHCl3 with 510 mg of Hg(CN), (~ 1,5 moler excess).

The chrometogrephic sepsrstion on silica gel column (solvent benzene:
acetone 8:2 v/v) ylelded 17 mg of methyl/methyl 3,4-O-isopropyliden-2-0(2,3,
4,6~tetra-O-acetyl- & -D-glucopyranosyl)- a(-D-galactropyrenoeide/uronate 111,
light yellowish sirup. The compound III geve on TLC chrometography on Silica-
gel G only one spot Ry = 0.42 (benzene:methsnol 95:5), well distinguished
both from compound I (Rp = 0.18) end compound II (Rg z 0.75).
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The infrered spectrum Fig.l showed clesrly strong pesk st 1760 cm
which cen be attributed to the combinetion of the acetyl end the methyl ester

groups and sdditionslly strong double peak st 1380 et

, attributed to the
isopropylidene group. Also the NMR spectrum Fig.2 proved the presence of
1 isopropyliden, 4 acetyl, 1 methyl glycosidic end 1 methyl ester groups.
The opticel rotetion of compound III wes estimeted sccording to Hud-
son’s rules to fell into the renge of +130 - +150°. The measurement showed
us the value /Cx./%5 +149° (1.11; CHC13). The compound III on hydrolysis
with water and Dowex 50 W (H' form) for 20 hours et 105 °C, followed by TLC
(Silicagel G, benzen:ecetic acid:methenol 2:2:6), yielded spots corresponding
to D-glucose, D-gelacturonic acid end methyl(methyl- of -D-gelactopyrsenoside)
uronate. Therefore we concluded that the prepsred compound III is pseudo-
eldobiuronic acids with 1 —» 2 4 -linksge.
There i8 continued in the work, elso in the attempt to prepere other

pseudosldobiuronic acidas.
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FIG.1. IR spectrum of the compound III (Unicam SP 200)
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FIG.2

NMR spectrum of the compound III (Verien HA 100)
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