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THE preliminary results, published by Govindachari et al., enabled us to

prove the identity of the so called jatamansone from Nardostachys jatamansi

{Valerianaceae) with valeranone from Valeriana officiualis L., the isolation

of which was carried out by Stoll 23_21-3’4 and by us-5 The identity of
both compounds in question follows from the comparison of both the physical
constants of derivatives (Table 1) and of the physical constants of
degradation products which were prepared independently in this Laboratory
in a manner which differed from the procedure of the Indian authors in

details only (Table 2).
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On treatment with lithium aluminium hydride, valeranone afforded the

20
alcohol valeranol Cl5H280 (d4

chloroform) which on dehydration with phtalic anhydride at 270 - 280° yielded

1.0046, ngo 1.5005, [a] %0 + 51.4°,

unsaturated hydrocarbon valerene C (di2 0.9045, [G]§2 + 96.07°). The

15026
latter, on hydrogenation with PtO2 (Adams) afforded the saturated hydrocarbon

20
valerane of molecular formula Cl5H28 (d4

hydrocarbon was obtained from valeranone ethylene thioketal on treatment

0.8965, n%o 1.4830). The same
with Raney-nickel in dioxan. Both compounds were proved identical by
comparison of infra-red spectra and physical constants; the infra-red
spectrum of valerane, however, was unlike the spectra of all hitherto known
saturated bicyclic sesquiterpenes-6

TABLE 1.

Comparison of physical constants

Valeranone Jatamansone

420 0.9712 a° 0.9623 1
4 4
n%o 1.4944 n%o 1.488 1

20 0 30 ol

o 3 -43.0 a3 -40.1

semicarbazone m.p. 205-70 Mo P 206-8° 1
oxime mep. 113-114° m. ps 1120 1
2,4-Dinitrophenyl- o 1

hydrazone m.p. 99-100 Me Do 101O

Valeranone forms a monobenzylidene

derivative (m.p. 101 - 102°) which
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on ozonization affords dicarboxylic acid C15H2604 (m.p. 236 - 237°). This

acid was cyclized, in the presence of barium hydroxide into norvaleranone

Gy 8y,

0 (semicarbazone m.p. 238 - 240°), the infra-red spectrum of which

exhibited a band at 1735 cm-l, due to a keto group in a five-membered ring.

The ketone formed a liquid monobenzylinede derivative which on ozonization

afforded norvaleranic acid C

C14F2003

crystalline bromo anhydride (m.p. 146 - 148°).

By means of quantitative bromina.tion,7

(o]

treatment with acetic anhydride,

Both on pyrolysis and on
the acid afforded a crystalline anhydride

(meps 77 = 78°) which on subsequent bromination yielded a

the presence in valeranone of

two hydrogen atoms in a-position to the keto group was ascertained, i.e. a

methylene group and a quaternary carbon atom are adjacent to the carbonyl

group. On dehydrogenation, neither valeranol (sulphur, 1800, 4 hr; selenium,

280 - 300°, 1 hr) nor valerene (sulphur, 180°, 1.5 hr; 200 - 250°, 6 hr;

iodine 2800, Q.5 hr) afforded any detectable amount of an aromatic derivative

(infra-red spectrum) or azulene.

Only dehydrogenation of valeranol with

TABLE 2. Comparison of melting points of degradative products

Valeranone Jatamansone

Dicarboxylic

80id C).H, (0, 236-7° 233.234° 1
Di;arboxylic o o 2
acid Cl4H24O4 143 143
Anhydride

€1 4F220s 77-76° 85-86° °
Bromo anhydride

Cy 4Hyy O5Br 143° 143° 2
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Pd/C (50%) at relatively high temperature (320 - 340°, 2 hr) led to a
mixture of azulenic hydrocarbons.

In view of our present results and in agreement with the statement of
Govindachari gﬁ_gl.,z valeranone (the identity of which with jatamansone we
regard as proved) may be provisionally formulated with a partial structure

as follows.

The full experimental data and some new facts about the structure of
valeranone will be published in Collection of Czechoslovak Chemical
Communications.




