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In Part 11 we described the methylation of rottlerin in acetone solution
with dimethyl sulphate and potassium bicarbonate. The molecular weight
of the methyl ether suggested 23 that rottlerin is CgyHy60;. Since then
we discovered 2 that the NyOg4 adduct of rottlerin methyl ether and the product
of oxidation of the methyl ether with H,0, are better explained on the basis
of C3;H3,0,4 (5 OH groups). When the methyl ether of rottlerin (17 g.) is
treated with sodium nitrite and acetic acid or butyric acid, an yield of 155 g.
of the nitrosite is obtained. Therefore, it is clear that in the nitrosite formation
the molecule neither breaks down nor does the acid participate in the reac-
tion. In Part I we described a hydrolytic product CpoHg0, of tetrahydro
rottlerin. We suggested that this product may be identical with the product
described by Robertson et al 4.  'We have now methylated our product and find
it to be identical with Robertson’s product. Robertson et al have hydrolyzed
this product and have isolated S-phenyl propionie acid and the chroman (I).
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On the basis of this observation, they have advanced the view that this sub-
stance tetrahydro rottlerone has the structure (II). We are unable to accept
this structure on the following grounds:—

(@) The dimethyl ether of tetrahydro rottlerone does not give any indica-
tion of the formation of a pyrillium salt when saturated with hydrogen chloride
in presence of salicylaldehyde in ether or acetic acid.

(b) Rottlerone, the corresponding unsaturated compound, does not iso-
merize to the related flavanone.

Therefore, we are of opinion that tetrahydro rottlerone is best represented
by (III). We are engaged in finding support for this view.
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(¢) We are engaged in applying the Allen-Robinson reaction on tetrahydro
rottlerone with benzoic anhydride. Formula IT should give a flavone.

Now as regards the other half of the rottlerin molecule, recently Brock-
mann and Maier 5 have isolated by thermal decomposition of rottlerin in
high vacuo at 180°~190° a yellowish sublimate which they have identified as
methyl phloracetophenone. Mainly based on this observation and the rot-
tlerone work of Robertson, they have advanced a tentative structure for
rottlerin. In our opinion the formation of methyl phloracetophenone suggests
the existence of the residue (IV) attached to the rottlerone half of the molecule
(I11).
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The formation of iso nitroso derivative in our opinion involves the opening
up of the chroman ring and relactonization, a new phenolic hydroxy being
generated in the process.

EXPERIMENTAL.

Tetrahydro rottlerone methyl ether (1 g.) (1 mol.) (Robertson ét al., loc.
cit.), salicylaldehyde (1-25 mol.) in acetic acid (10 c.c.) or ether (50 c.c.) was
saturated with hydrogen chloride in ice cold and left overnight. No indica-
tions were obtained of the formation of a pyryllium salt. Similarly rottlerone
(1 g.) in alcohol (20 c.c.) was boiled with dilute acids but the substance
decomposed and no definite product could be isolated.

Tetrahydro rottlerone.

A mixture of tetrahydro rottlerin (8-0 g.) in alcohol (400 c.c.), hydro-
chloric acid (d. 1'14, 80 c.c.) and water (40 c.c.) was heated for 26 hrs. The
solution was filtered hot and the insoluble powder thus obtained was crys-
tallized from ethyl acetate; yield 32 gm. (For analytical data vide Narang,
Ray and Roy1!). On methylation it gave a methyl ether, m.p. 102° (cf.
Robertson et al., loc. cit).

Action of alkali on the nitrosite ; formation of iso nitrosite.

The nitrosite described in earlier parts (2 g.) suspended in alcohol (15 c.c.)
was treated with aqueous sodium hydroxide solution (10 c.c. of 33%). The
mixture was warmed on the steam bath for 2 minutes and the alcohol removed
in vacuo. The dark solution was diluted with water (80 c.c.) and extracted
with ether. The aqueous portion on acidification with concentrated
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hydrochloric acid furnished a sticky yellow solid which crystallized from alcohol
in yellow plates, m.p. 153°; yield 1-3 g. This substance gave a violet ferric
reaction. Found C, 63'57; H, 598; N, 4-11; C34H,0,;H, requires C, 63-9; H,
592; N, 4149,

The foregoing nitrosite (1-0 g.) dissolved in methanol (10 c.c.) was methyl-
ated with dimethyl sulphate (8 c.c.) and sodium hydroxide solution (25 c.c.
of 309%). The temperature of the mixture was not allowed to rise. The
sticky mass obtained by dilution with water (100 c.c.) was washed with water
and finally crystallized from alcohol in bright yellow plates, m.p. 192°-193°;
vield 06 g. Found C, 65-2; H, 602; N, 403; C3;H,0,,N; requires C, 64:35;
H, 6:09; N, 406%. Cs5H,,0,,N, requires C, 64:77; H, 6:25; N, 3-98%,.
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