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In our studies of pectinic polymers of the bark of the white willow (S&X alba 
L.), several degradation procedures afforded fragments containing high proportions 
of r_-rhamnose residues’. On methylation analysis of these fragments, the resulting 
methyl ethers of methyl a-L-rhamnopyranoside were subjected to g.l.c.-m.s., but our 
mass spectra dit3ered2 from those published’, and authentic reference compounds 
were therefore required. 

Syntheses of some methyl ethers of methyl a-L-rhamnopyranoside require 
multistep procedures4, but others are unknown. We now report on a convenient 
method for the preparation of some of these derivatives, which involves catalysed 
methylation by diazomethane5. The use of stannous chloride dihydrate, titanium 
tetrachloride, and cerium trichloride not only gave high yields but also very different 
isomer distributions. A detailed study of the reaction mechanism was not undertaken, 
the primary purpose being the synthesis of partially methylated derivatives of methyl 
a-L-rhamnopyranoside. 

Methanolic methyl cr+rhamnopyranoside containing catalyst (mhr) was 
treated with diazomethane at room temperature. The resulting methyl 2- and 3-U- 
methyl-a-r..-rhamnopyranosides were isolated by chromatography; the respective 
yields for each catalyst were as follows: SnCl, - 2H,O, 38 and 60% ; CeCl, , 65 and 
32%; TiCl,, 12 and 85%. 

Likewise, methylation of methyl 4-0-methyl-cc+rhamnopyranoside6 gave a 
mixture of methyl 3,4- and 2,4-di-0-methyl-z-L-rhamnopyranosides, the respective 
yields of which for each catalyst were as follows: SnC12 *2H20, 6.5 and 34% ; CeCl, , 

32 and 65%; TiCl,, 81 and 18%. The location of the methoxyl groups in methylated 
derivatives of methyl a-L-rhamnopyranoside can be assigned on the basis of n.m.r. 
data (Table I), since there is an upfield shift of the signal for a proton attached to a 
carbon atom carrying a metboxyl group and, in the acetylated derivatives, a downfield 
shift of the signal for the proton in the HCOAc group. 

The catelysts used for monomethylation of the cis-glycol system of methyl 
a&rhamnopyranoside and its 4-O-methyl derivative effect selectivit;r similar to that 
observed in methylations of nucleosides ‘, but the yields were substantially higher. 
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