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AEsrRAm 

Bemylation of phenyl 2&l-tri-O-acetyl-fi-D-glucopyranoside (1) with benzyl 
and oxide N,N-dimethylformamide 57% phenyl2,3,6-t&O- 

(2). Deacetylaticn of 2 and treatment with 
hot alkali converted 2 into crystalline 1,6-anhydro-4-O-benzyl-B-D-glucopyranose (3) 
in high yield. Methylation or acetylation of 3 followed in each case by hydrogenation 
over palladium gave 1,6-anhydro-2,3-di-O-methyl- and 
pyranose and rebTectively_ of and of product 
aniline the 2,3-di-O-methyl-N-phenyl-D-ghtcosylamine. Methylation 
of 8 with diazomethane followed by deacetylation yielded 1,6-anhydro4CLmethyl- 
B-D-glucopyranose (11). 

I?ATRODUCTION 

In our investigation of the mechanism of acid-catalyzed polymerization of 
l,&nhydro-P-II-glucopyranose (levoglucosan), we had need for 1,6-anhydrokojibiose 
and 1,6-anhydrosophorose. For this purpose, we have prepared and characterized 
1,6-anhydro-4-U-benzyl-/I-D-glucopynose (3). Treatment of 3 under Koenigs-Knorr 
conditions would be expected to produce principally (l-+2)-linked l,Qanhydro- 
disaccharides, since the hydroxyl group on C-3 of levoglucosan is much less reactive’ -’ 
than the hydroxyl group on C-2 or C-4. Compound 3 is also of interest, as it could 
probably be used to prepare ~glucans that are less highly branched than those 
obtained from levoglucosan. 

The sequence of reactions used to synthesize and identify compound 3 is 
shown in Scheme J. 

Treatment of phenyl 2,3,4-tri-O-acetyl-6-O-trityl-/I-D-glucop~anoside with 
hydrogenbromideinaceticacidgavecompoundl, whichcrystallizedindimorphicstates, 
one shaped as prisms having m-p. 137-13S”, the other as fine needles having m-p. 
143-144”. Apparently, neither of .these forms corresponds to the one (m.p. 114“) 
previously reported’, and furthermore, the measured specific rotation [a];’ - lg.9 
+O.S” (c 2.1, chloroform) difFered from the reported value [cz]$,’ -28.3° (c 7.2, 
chloroform). &cause of these discrepancies, and because acetyl migration cquld lead 
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152O) with 5% SE-30 on DMCS Chromosorb W (5 ft x l/8 in i-d.) showed one peak. 
The n.m.r. data for 8 in chIoroform-d were: 7.90, 7.88 (each 3 protons, s, acetyl), 
7.10-6.80 (1 proton, m, hydroxyl), 6.51-5.82 (3 protons, m), 5.50-5.14 (3 protons, m), 
4.62-4.52 (1 proton, m, anomeric proton). An analytical sampIe of 8, distilled at 90- 
100”/0.15-0.20 mm, had [a]$’ -45” (c 4.9, chloroform). 

Anal. Calc. for C,,-,H,,07: C, 48.78; H, 5.73. Found: C, 49.03; H, 5.97. 
Syrupy 2,3_hi-O-acetyl-1.6-anhydro-/I-D-glucopyranose (180 mg, 0.73 mmole) 

was methyIated’ with diazomethane-boron trifluoride reagent. The product, yield 
184 mg (90%), was deacetylatedin the normal way with sodium methoxide in methanol, 
to produce 100 mg (78%) of a chromatographically pure (RF 0.35, t.l.c., 9:l ethyl 
acetate-methanol) Cmethyl ether (ll), which crystallized slowly from a mixture of 
acetone and petroleum ether (30-60”). A total of two crops of crystals gave 65 mg 
(51%) of crude material, which was recrystallized once to a constant m.p. of 67-68”; 
[c@ - 64” (c 3.0, acetone). The mixed m.p. with a sample of 11 prepared by a dEerent 
procedure9 was 67-68”. 
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