4568

In the acconipanying Counnunication® the pen-
tose moiety is shown to be the same for both neo-
biosamines B and C. The disaccharides pre-
sutnably differ then in their diaminohexose moieties
and may be assigned the partial formula Ia, and
tnethyl neobiosaminides B and C, Ib. Since neo-
mycins B and C both contain neamine they may be
formulated as Ic.

R—O—CsHgO(OH)s~-—CgH:O(OH) . NHy)o

Pentose Diaminohexose (B or C)
Ta, b, ¢
Ia, R = H
Ib, R = CH;
Ie, R = C;pHyN,0; (nneainine)
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CHEMISTRY OF THE NEOMYCINS. II.
TOSE MOIETY
Sir:

In the preceding Comumnuiication! it was shown
that the neobiosamine portion of both neomycin B
and neomycin C consists of a diaminohexosidopen-
tose. We present here evidence that the pentose
nioiety in both neobiosamines B and C is D-ribose.

Methyl N,N’-dibenzoylneobiosaminide-C! was
hydrolyzed with dilute aqueous hydrochloric acid
at reflux to give a mixture of products. Purifica-
tion by partial precipitation, ion exchange resins
and chromatography gave a neutral, salt-free car-
bohydrate fraction, which was shown by color tests,
papergrams and rotation to be D-ribose. The
conipound is an aldopentose’ since its papergram
gives an orange-browu color when developed with
p-dimethylaminoaniline and trichloroacetic acid?
and a red color when developed with aniline acid
phthalate,® but no gray-green color (indicative of a
ketopentose and found in model papergrams of ri-
bulose and xylulose) when developed with or-
cinol and trichloroacetic acid.” In simultaneous
papergrams (at least two chromatograms it each
solvent system) with the four aldopentoses and two
ketopentoses, the material was shown to give R
values quite close to those of ribose, but very dif-
ferent from those of the other aldopentoses and the
ketopentoses [ribose, Ry 0.553 (TBAW), 0.630
(PhNC), 0.368 (BAW); hvdrolysate pentose. R;
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0.547 (TBAW), 0.630 (PhNC), 0.364 (BAW)j.>
The observed rotation of solutions of the pentosc
is negative, establishing the compound as D-ribose,
rather than the L-isomer, which would give positive
rotations.

The pentose obtained from hydrolysis of 1methyl
N,N’-dibenzoylneobiosaminide B also has been
shown to be D-ribose by a precisely analogous pro-
cedure, involving papergram color tests, Ry values,
mutarotation data and osazone form. The R;
values are: ribose, 0.596 (TBAW), 0.308 (BAW);
hydrolysate pentose, 0.598 (TBAW), 0.309
(BAW).* The mutarotation value of the isolated
pentose was —17.1°, that of D-ribose, determined
simultaneously, —17.6°. The moss-like crystal
form of the osazone of the hydrolysate pentose,
m.p. 158°, was the same as that of ribosazone, 11.p.
159-162°, very different from the needles of xylosa.-
zone, m.p. 162-164°.1

Since the pentose from both neobiosainines is
D-ribose and neomycins B and C both contain
neamine,® the formulas of neobiosamines B and C,
of methyl neobiosaminides B and C, and of neo-
mycins B and C may be represented by Ia, Ib aud
Ic, respectively. The difference between the
isomeric antibiotics presumably lies in the diamino-
hexose moieties. The structures of the diamino-
hexoses, their position of linkage to ribose, the
position of ribose attachment to neamine and
questions of pyranocse vs. furanose ring structure
will, it is hoped, be the subjects of future publicu-
tions.

R—O—C;Hs( OH) g—O0-—CeH;O(OH) o N1z) s
p-Ribose Diaminohexose (B or C)
Ia, b, c
Ia, R = H: Ib, R = CH;; Ie, R = C.HuNO; (neamive)
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john Company for the generous gift of neoutycin
samples. We also wish to thank Professor W. A
Wood for helpful advice and suggestious.
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phenol + 1% ammonia -+ hydrogen cyanide (trace); BAW is n-butyl
alcohol:acetic acid: water:4:1:5.
v (9) Slight variations in absclute values hetween tliese Ry's and
those above are due to operator and room temperature differences.
Each series is, however, self-consistent and values within a series were
obtained in a single chromatogram.

(10) W. Z. Hassid and R. M. McCready, [nd. Ing. Chem., Anal,
Ed., 14, 683 (1942).
DEPARTMENT OF CHEMISTRY
AND CHEMICAL ENGINEERING
UNIVERSITY OF ILLINOIS
TrBANA, I1LLINOIS

Rueceivin Juse 24, 1957

KenNETH L. RINEHART, JR.
PeTER W. K. Woo
ALEXANDER ). ARGOUDELIS

EVIDENCE ¥OR THE HYDROGEN DICHLORIDE
ANION: THE COMPOUND CsHCI;

Sir:
The hydrogen bhonded HF:~ amion,! and its
crystalline salts with heavy alkali metal catious,-
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