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TABLE 1

Physical and spectral characteristics of 3-hydroxychromones prepared from chromone-3-carboxaldehydes by
Bayer-Villiger . oxidation using m-CPBA in CH,Cl,

di—

nkenliellali

SI. M.P, Lit. Time cf Percent- LR. Uy,
No. Compound in 0°C* M.P. reflux  age of vgf; Aﬂ:}?ﬂ
in 0°C in hours Yyield* (cm™1) Log () (nm)
1. 3-Hydroxychromone 180-81 181° 16 90 - vOH/—vC=0

3280, 1640 233(4-24,
283(3:25),
320(3-63)
2. 6-Msethyl-3-hydroxy- 174-75 1757 24 85 3270, 1640 237(4-33),
chromone 284(3-57),
330(3- 86)
3. 8-Methyl-3-hydroxy- 164-65 166* 24 87 3280, 1630 237(3-93),
chromone 283(3-18),
327(3-42)

4, 6-Chloro-3-hydroxy- 214-15 18 853 3280, 1640 235(4-0),
chromone 283(3-32),
327(3+58)
5. 6-Nitro-3-hydroxy- 200-201 24 80 3275, 1640 237(4-14),
chromone 285(3-48),
329(3-75)
6. 2-Hydroxy-1H-naphtho- 130-132 131-321 24 80 3270, 1640 240(4- 20),
(2,1-b)pyran-1-one 287(3-68),
335(3-90)

* All the compounds were crystallised from methonol.
t Prepared for the first time by amylnitrite and hydrochloric acid method.

nonc® (1 g) to amylnitritc (3 ml) and hydrochloric
acid (10 ml) dropwise, simultaneously, at 0° and the
mixture refluxed for 2 hours. The resulting solution
was poured into ice-water (200 ml). The separated
vellow sol.d was filtered and crystal.iscd from methanol
to yield ILf (0-30 g), mp 131-32°C,
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A SYNTHESIS OF 5,5"-DI-O-METHYLCUPRESSU-
FLAVONE AND A NEW SYNTHESIS OF
DIGITOLUTEIN AND OROXYLIN-A

IN a recent communication® we have indicated the
utility of methoxymethylation in the synthesis of
partial meothyl ethers of certain polyphenolic com-
pounds, The general procedure adopted was  to
methoxymethylate the polyphenol first partially so
that all the frce unchelated phenolic hydroxyl groups
prgsent in it get protected, then methylate the chelated
hydroxyl group using dimethyl sulphate and finally
demathoxymethyliute to get the partial methyl ether,
Now we wish to record an extension of the above
work and report the synthesis of the naturally occurring
compounds,  digitolutein  (-methony-2-hydroxy-3«
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mcthylanthraquinene),  coroxylin-A  (5,7-dihydroay-6-
mothoxyfavone) and  3,57-di-O-methylcupressuflavone
(3.3°-di-O-methyl-8 . 87-biopigenins )

3-Methylalizarm? was partially methoxymcthylated
using mathoxymethyl chloride in 2cctone medivm
in the presence of anhydrous potassium carbonatce,
The 2.-0-methoxymethyl-3-mothyi-tizarin, which crystal-
lized from ethanol as yecllow needles (m.p. 108-107),
was then methyvlatcd using cxcess of dimethyl sulphate
and dry potassium carbonate to yicld 1-O-methyl-2-
O-methoxymethyl-3-methyl: lizarin (yellow necdles from
¢thanol, m,p. 123-25°). Final demethoxymethylation
of this by warming with aceti¢c acid containing a few
drops of 2N sulphuric 2¢cid afforded digitolutein which
crystallized from ethanol as ycllow needles, m.p. 220-22°

(lit.3 m.p. 222, U.V.: 2298 (150 €) 240 (4-31), 281

(4:34) and 385 (3-39) nm. LR.: +5or 1655 and 1590
cm?

For the synthesis of oroxylm-A, baicalein® was
sclectively methoxymethylated in the 7-position using
methoxymetbyl chioride and dry sodium bicarbonate
in acctone modium. The 7-O-mcthoxymethylbaicelein
{m.p. 160-62%; from sethanol) was partially methylated
using dimethyl sulphatc to got 6-O-methyl-7-O-mcthoxy-
methylbaicalein (m.p. 142-44°; from ethanol), Final
demethoxymethyletion, carricd out in the above way,
viclded oroxylin-A {(m.p. 221-23°; from cthanol;
1it 5, m.p. 220-21°). Papor chromatography in sgveral
solvent systems as well as ultravielst spectral com-
parison with 2n authentic specimen confirmed its
identity.

The synthosis of 3, 57-di-O-mothylcupressuflavone was
donc on similar lines, by first partially methoxymethy-
lating cupressuflavone® to gotits 7,4°,7°,4"-tetramethoxy-
mothyl cther (m.p. 150-52°; from ethanol). Further
mathylation of this partiel ctber using dimethyl sulphate
under forcing conditions yiulded 7,77,4%,4"~tetra-O-
meothoxymethyl-5,5%di-O-methylcupressufiavone (m.p.
69-70%) which on demethoxymethylation using acctic
acid-sulpburic acid mixture gave 5,5”-di-O-methyl-
cupressuflavone (m.p. 230° d.; from cthanol)., Its
acctate, prepaired by the pyridine-acctic enhydride
mothod, crystellized frem cthenol as  colourless
ncedles, m,p, 202-05°,
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SYNTHESIS OF SOME DERIVATIVES OF
4-HYDROXY-1-PHENYL-2H(1) QUINOLONE

IN recent vears, 2 number of 1-methyl and I-phenyl-2-
quinolon¢ deorivatives have been synthcsised since
many of them have been reported’™? to possess anti-
allcrgic, antihistaminic and fungicidal properties. In
view of this observation, it was thought of inturest to
synthesise  3-amino-4-bydroxy-1-pheny 1-2H(1)-quino-
lonc(IIl) (which would be more suitable for testing)
and soms heterocyclic comvounds derived from the
same, This work was prompted by the fact that the
antibiotics nybomycin and deoxynybomycin possess
an oxazolo (4,5-¢) quinoline.2-on¢ structure?t,

The parent compound, 4-hydroxy-1-phenyl-2H(1)
quinolonc(l) was prepared 2ccording to the method
of Kima efal3, The 3-phenyl azo derivative(lI)
prepared by coupling I (5 g) with phenyvl-dizzonium
chioride [prepared from aniline (3-4 g) dissolved in
conc. HCI (12 ml) and water (30 ml) diazotised
with sodium nitrite (2-1 g) in water (9'6 ml)} was
crystallisced from alcohel as fine orange needles,
m.p. 240-41°,

The quinolonc III was obtained from II by the
catalytic reduction in methanol solution at 26 psi in
prescnce of palledium c¢harcoal (10%)) catalyst and
crystallised from benzene-petroleum ether as fine
light brown necdles, m.p. 266-68°, It showed IR(KBr1)
bands at 3320 (-NH,) 1640, 1620 (>C = Q), 1550,
1500 (aromatic)emr™! and formed the N-zcetyl deriva-
tive, crystallised frcm benzene, m p. 259-61°,

The aminoquinolone I was utilised for the synthe-
sis of 5-phenyl-oxazolo-(4,5-¢)-quinolin-4(5H)--on¢s
IV=-VIL by a simplc and convenient method®, The
latter consists in bheating III (0-002 mol) and an
aromatic acid (0-002 mol) in the presence of poly-

phosphoric acid at 150-160° for 2 hr and then at
190-200° for 3 hr,



