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FParadiol and arnidiol are two main triterpenes ocouring in yellow Compositas
flowers {Arnica, Calendula, Helianthus, Taraxacum, Tussilago and SQnooio)i.
Based on degradation of their common derivative -~ dihydrofaradione - positions
of the hydroxyl groups were established to be 3 and 122.

The subject of this paper is the reexamination of faradiol structure, which
showed that faradiol is qp,1§ﬁ-d1hydroxyiw;taraxene 13. Arnidiol, in contrast

1,2

to the previous data s differs only in the position of the double bond and

has the structure of qﬁ,iqﬁ-dihydroxytaraxene Il.

Oxidation of dihydrofaradiol (l.p. 245-246°,[dJD Oo‘)with one equivalent of
Cro, led to dihydrofaradione III (m.p. 182-185°, [o] ~18° and 3g-hydroxy-16-
ketotaraxastane IV (m.p. 2356-237°, [o] n"5°°)5' The latter one was reduced by
Wolff-Kisner method to taraxastanol (m.p. 223-225°, Bi]r¢3.5°). In the pmr
spectra of both ketones III and IV C-~15 methylene group signal is clearly
visible as AB quarted (J=14.5 Hz, § 15«H 1,88, § 156H 2,85 1ittle broadened) .
In the spectrum of III also C~2 methylene group signal is present (multiplet
& 2.45). Dihydrofaradione III equilibrated with refluxing Dzo/NaOD/digline
(m.p. 183-185°)1ncorporatod four deuterium atoms, the molecular ion being

shifted from 440 to 444 m/e for the oxygen positions 3 and 12 five protons
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should be exchanged), and from its pmr spectrum the signals of four above men-
tioned protons disappeared completely. The only significant fragmentation pro-
cess in the mass speotra of saturated ketones III and IV is the formation of
"AB" fragment, as in the case ot\V-taraxalterols and Y-taraxastene ( 207 and 191
resp.). Unsaturated ketones: faradione V (m.p. 245°) and qp-bydroxy-is-ketoJ*L
-taraxene VI (m.p. 225-227°.Ed]n-20°, transformed to ‘}-taraxasterol by Wolff-
Kizner reduction) along with the above process, exhibited the elimination of
43 m/e (C,H,0 by H.R.), 149 (C H, .0 by H.R.), 150 (C,0H,,0 by H.R.) and 135

{trom ion 150, e 121.5) as the main ones.
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Unambigous proof of the 1613 position for the second hydroxyl group was ob-
tained by 0'04/KI°4 oxidation of faradiol I. Treatment of the product with
KBr 4700 em7t,
ms: 488 MY, 470, 456... 207, 189...). Its pmr spectrum shows the presence of

hot methanol formed the acetal VII in good yield (m.p. 210°, )

one methoxyl group, ome acetyl group and other acetal ring protons.

Arnidiol II diacetate obtained from natural diol mixtures (m.p. 189°,PﬂJD
+79°) showed in the pmr spectrum the same two double doublets as faradiol I
diacetate( mn,.p. 163°,[dJD+54°) with coupling constants typical for equatorial-
1y located secondary hydroxyl groups: 3cdd H $4.60 J=9 and 7 Hz, 16l H 64.83
J=11 and 5 Hz.
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