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- of fraction III followed by hydrolyeis yielded
crystalline 2:3:4-trimethyl xylose and on treatment
0of the mixture of fully methylated sugers with
aniline a emall amount of a crystal line anilide
which proved %o he £:3:4:6-tetramethyl gslactose
anilide was isolated. From the yields of these
two orystalline compounds it sppeared that fraction
I1I was compomned chiefly of partially methylated
xylosides together with a small proportion of
methylated galactosides., Hydrolysis of thie
fraction with 7% hydrochloric acid followed by
oxidation of the product with bromine water led

to the ieolation of a J-lnatono,[&]:;n wator-+50.1°
falling to +40.0° 4n 6 houre. This lactons gave

& syrupy amide which geve a positive Weerman tect and
from these properties it ie clearly similar to the
3:4~dimethyl Jlxvlonolactone slready descoribed. The
quantity available wae not gsufficient for a more
detailed study and since the asé-dimnthylcf-xylono-
lactone from fraction Iles did not orystallise until
the exporimental work was completed a direct come
parieson was unfortunately impossible. Nevertheless
the data sugeest that the xylose derivative present

in fraction III is mainly 3:4-dimethyl xylose.
Praction IV/



Fraction IV has not been thoroughly investigated
but a few points have been discovered. A test with
barium hydroxide showed the presence of an ester
renidue. [Hydrolysis led to the separation of two =
fractions, namely a eyrup A and a barium ealt ‘B)
Methylation of ‘A’ followed by hydrolyeis and anilide |
formation yielded a small amount of 2:3:4:6~-tetra-
methyl galactoss anilide showing the pressence of a
galactose reeidue &8 in fraction III., The yield
of anilide was small indicating that the bulk of the
syrup was not s galactose derivative. Unfortunately
time did not permit of furtherestudy of thie portion.
On treatment with aniline ‘A' {tsels yielded a
orystalline anilide in poor yield, apparently

identical with 2:4:6-trim thyl grlactose anilide,
If all the galactose is present as 2:4:6-trimethyl

galectos= it follows that pyranose units are again
concepned but in this case linked by l:3-linkages
a8 in agar (9). The barium salt ‘B'hae not veen
identified, It was suspected to he the salt of a
dimethyl galaoturonic acid (p.4L) but complets
methylation followed by hydrolysis and oxidation
has failed to yleld eryetalline 2:3:4-trimethyl
methyl mucste, a8 ayrupy product only being obtained.
The fact that on contact with 1% methyl-alcoholic
hydrogen/



hydrogen chloride at room temperature the specific
rotation of the barium salt did not become
negative (p.5(), showing that either it was not a
derivative of galacturonic acid or that if so the
hydroxyl group on carbon atom 4 was occupied by a
methoxyl residue.

From the non-reducing character of the poly-

saccharide and from the strongly negative rotations
of the eocetylated and the methylated polyssccharide

i1t would seem that there is a preponderance of

ﬁ-linxasna in the molacule, since it is composed
chiefly of d-xyloee,and carbon atom 1 must be concenmed

with the linkages in every case. Praction Ila has
been shown to be a mixture of 3:4-dimethyl methyl-
xylosides 8o that it appears probeble that the xylose
units are linked by 1:2P-linkages and in addition 1t
follows that they must be xylopyranoee units.

The following dlagram gives en iden of a
possible arrangement provided that one azsumes these
anhydroxylose units to be contignous although this

ie not necessarily the case.




Until more is known about the gomposition of the
' other fraotions it 48 obvious that this suggestion |
muet be regarded as tentntive dut niqoo xylose is the
main constituent of the polysaoccharide it seeme not |
improdbable that some of the anhdroxylopyranose units
ere united in this way probabdly ternmingted by e

xylopyranose "end group”.
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Sunmary.

Direct methylation of the polysaccharide proved
unsuccessful but it was found possible to prepare
an acetete which was subjected to simultaneous
deacetylation and methylation,

Hydrolysis of the methylated polysaccharide
yielded four fractions (as glycosides) whioh on
subsequent hydrolysis yielded:-

(a4 R:3:4-trimethyl X-d-xylose.
{(b) & syrupy dimethyl xylose
(6) & mixture of the dimethyl xylose and &
metlylated galnctore - apparently 2:4:6-trimthyl
galactose as shown by the isolation of tetrs-
mthyl galactopyranose anilide (after methylation)
and 2:4:6-trimethyl galactose anilide on direot
treatment with aniline.
{d) & syrup contnining & dimethyl uronic acid
and a partly methylated galactose.
(c) and (d) were not investigated thoroughly
but (bH) wae shown to be 3:4:~dimethyl xylose
as follows:~
(1) Complete mathylation and hydvolysis gave
orystalline trimethyl xylopyranose.
(£4) Oxidntion yielded a orystalline 5L&aotono.
(114) The dimethyl xylonamide prepared from

.this lsctone contained an X -hydroxyl group as

determined by the Weerman reaction.

(iv) /
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(iv) Oxidetion with nitric acid yilelded an
optically sctive hydroxy dimethoxy glutaric ester
'vwhich gave an amide which gave a pogitive Weerman
reaction. Further methylation of this hydroxy ester
yielded i-xylo-trimethoxy glutario ester &s shown by
its conversion to orystalline i-xylo-trimethoxy
glutaramide.
4. It is tentatively suggested on thie evidence that
the xylose residues (gs 70% of the molecule) are
uni ted by b-linkagnl through the hydroxyl groups on

01 and c, although apart from the fact that

2:4:6-trimbthyl ganlactose hae been identified in
evidence

fractions III &nd I¥ no proniluh;u available as to

the constitution of the rest of the producte of

the hydrolysis of the methylated mucilage.
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