crimson with cyanidin, crimson with zinc + HC1, pink with concentrated HySO,.

The results of acid hydrolysis carried out under various conditions exclude the possibility that the compounds studied
exist in the form of O- and C-glycosides,

The results obtained permit the conclusion that the flavonoid composition of the fruit of $. marianum consists main-
ly of flavonols of a nonglycosidic nature,

The IR spectra of the compounds isolated were interpreted by I, . Kovalev (Kharkov Chemical and Pharmaceuti-
cal Scientific-Research Institute).
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ISOMYRICITRIN FROM EUPHORBIA STEPPOSA

Q. M. Sotnikova and V. [, Litvinenko

Knimiya Prirodnykh Soedinenii, Vol. 4, No. 1, p. 50, 1968

From the herb Euphorbia stepposa Zoz flavonol glycosides have been isolated, in addition to flavonones. One of the
glycosides has the composition SZZJHZGOB, mp 275~277° C (from 509% ethanol), [a]% — 36° (¢ 0. 1; dimethylformamide),
Amax 260, 310 and 362 my (Eﬂf’m 320, 130 and 350). Ry 0. 53 [BAW *(4:1:2)], 0.40 (15% acetic acid). The substance gives a
positive cyanidin reaction and the pigment so formed is not extracted by octancl, which characterizes the glycoside as a
flavonoid compound. The ratio of the maxima (bands I and II) is 100%, as is generally observed in flavones or flavonols,
Acid hydrolysis gave D-glucose and an aglycone Cy;H;,Oy with mp 358-360° C from 70% ethanol, A,y 265, 305, 370 mu
(E%:Z‘in 690, 275 and 750 resp. ), Ry 0.44 [BAW (4:1:2)] and 0. 30 [benzene —ethyl acetate—acetic acid~formamide (24.5
:73.5:2.1)]. Alkaline cleavage of the aglycone under nitrogen led to the isolation of phloroglucinol and gallic acid.

The further investigation of the functional groups of the glycoside and the aglycone was carried out by spectroscopic

methods in the UV region with diagnostic reagents, with the following results: for the glycoside—}\;(?lgkum acetate g0,

327, 330 myu (AN 18 mu); AQ4INm ethoxide oo 515 405 my (AN 43 myn; AZLECOMYLIOM 970, 495 my (AN 63 mu); and

for the aglycone— NQdium acetate 955, 335 mp (AN 35 mp); pDhexamethylenetetramine o55 500, 380 my (AX; 10 mys);

max
dium ethoxide i i . . _— ;
?ga;c 265, 310 mu(AN] 60 mp); Kzr;r;:xonyl 100 -5 480 mp Al 110 mp); yzirconyl ion+citric acid 500 4o

max
mpy (AA] 50 my).

The spectroscopic results show the presence in the glycoside of free 7-, 5-, and 4'-hydroxy groups, and in the prod-
ucts of the atkaline hydrolysis of the aglycone and the glycoside hydroxy groups in positions 3" and 5', aswell. A spec-
troscopic study of the aglycone showed that sodium acetate causes not a bathochromic shift but a hypsochromic shift of
maximum I by 35 my, which is not indicative of a 7-hydroxy group.

This phenomenon can probably be explained by the ready oxidizability of an aglycone with a free 3°, 4', 5'-trihydroxy
grouping even in a weakly alkaline medium. Consequently, to decrease the alkalinity the ionizing reagent used was hexa-
methylenetetramine, causing a bathochromic shift ol the long-wave maximum by 10 my, which is characteristic for 7-
hydroxyfiavonols.

On the basis of its chromatographic behavior, spectroscopic properties, and the absence of a depression of the melt-
ing point in a mixrure with the authentic material, the aglycone was shown to be identical with myricetin.

The ratio of the intensities of the absorption maxima of the glycoside and the aglycone permits the assumption that
the glycoside contains one molecule of D-glucose.

It was found by polarimetric analysis that the D-glucose has the pyranose form and the 8-configuration of the glyco-
sidic bond.

“*BAW—1-butanol—acetic acid—water.
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Thus, the glycoside of E-stepposa can be characterized as myricetin 3-8-D-glucopyranoside. This is the first time .
that this myricetin glycoside has been isolated, and by analogy with quercetin 3-glucoside (isoquercitrin) we have called
it isomyricitrin.
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STRUCTURE OF A FLAVONOID GLYCOSIDE FROM ADONIS VERNALIS

V. T. Chernobali, N, F. Komissarenko, and V. I. Litvinenko

Khimiya Prirodnykh Soedinenii, Vol. 4, No. 1, p. 51, 1968

We have previously isolated from the herb adonis, and studied, a flavonoid glycoside which is, according to our
data, a monoxyloside of homoorientin [1].

We have also studied the flavonoid composition of the herb spring adonis. After the elimination of the total cardiac
glycosides by chromatography on a polyamide sorbent of the aqueous residue of an extract, we obtained a flavonoid gly-
coside. This substance gave a positive cyanidin reaction (orange red). The pigment so obtained did not dissolve in octa-
nol, which shows the glycosidic nature of the flavonoid compound. Its melting point was 202-205° C (decomp. ), [cx]g

—22+2° (¢ 1,00;in ethanol). UV spectra: Ay, 257, 268, 350my; AoraCOON? 968, 380 my; AH2BOs + CHiCOONa 970 385 m;; °

AGaHONa 970, 410mp; AZEONOD 980, 330, 395, my ; ALIQ(NOg)2+ CltTiC acid goe 969, 350 my; from the UV spectrum the

max
glycoside has free 5-, 7-, 3'-, and 4"-hydroxy groups.

On severe hydrolysis (boiling for 2 hr with 10% hydrochloric acid), the sugar D-xylose was obtained and identified,
together with two flavonoid substances which were shown by paper chromatography in the 156% acetic acid and 1-buta-
nol—acetic acid—water (4:1:5) systems and also by spectroscopic data to be identical with authentic samples of orientin
and homocrientin [2]. After hydrolysis, homoorientin and somewhat less orientin are formed.

To answer the question of the structure on which the glycoside is based, homoorientin or orientin, mild hydrolysis
of the glycoside was carried out (by boiling for 5§ min with 5% HCL), which gave only orientin. The latter was also
formed when the xylose was split off by an enzyme preparation from the fungus Aspergillus oryzae.

The ratio of the specific intensities [3] at the absorption maximum at 350 mu of the glycoside to orientin was 0.6,
which characterizes it as a monoxyloside of orientin.

The results of spectroscopic studies of the glycoside and orientin show that the xylose is attached to the carbohy-
drate moiety of the orientin molecule. On polarimetric analysis {4] in comparison with the corresponding phenyl and
methyl glycosides the bond was found to have the 8-configuration and the xylose to be in the pyranose form.

Thus, the flavonoid glycoside studied, unlike adonivernitol [1], is a derivative of orientin and can be represented
as 5,17, 3", 4'-tetrahydroxyflavone 8-C-(B-D-glucopyranosyl-6-8-D-xylopyranoside).
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