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T HE results of the condensation of I-naphthyl

a%etic, aczid with substituted aldehydes have
already been repoted.! In the present investi-
gavion 4-bromo-l-naphtyl acetic acid has been
condniod with salicylaldehyde, 5-bromo and 3:6
dibromo salicylald~hydes in p-esence of different
bases. No condnsation occurred with, benzaldehyde,
anisaldshyd=, p-nitrobenzaldehyde, o-nitrobenzal-
drhyda, p-hydroxyhenzaldehyde and p-chlorobenzal-
dehyde.

Experimental

4-Bromo-1-nophthyl acetic ecid: 1-Naphthyl acevic
asid (10 g) was dissolved in 15 ml. glacial acetic acid;
brom’na (54 ml) was added and the mixture was
hnatrd on a water bath atv 60°-80° for 3 hr. After
standng overn‘ght crud > 4-Bromo-1-napithyl acetic
asid was procip tated.  Crystallisation from aqueous
acetic acid yielded the pure acid, m.p. 174°-175°.

3-(4'-bromo-1"-naphthyl) coumarin: 4-B-omo-1-n»ph.
thyl acetic acid (.26 ) and salicylaldahydes (.12 g)
were haated undar reflix at difforent tampiratures
viz. 120°, 140° and 160°, for different durations of
time viz., 6, 12 and 18 hr. in the p-asene of _traces
of different bases viz, pyridins, p'n widinn, a-n'coline,
mixture of py:idina and azetic an’.wIrid> and m'xture
of triethylamine and aetic anhydrde. The condrnsed
prodset, so obtaned was extracted with 109,
NaHCO, solution and filtored. The filivate on neu-
tralisation with conc. HCI yielded the unreacted
4-bromo-1-naphthyl acetic acid. The residue on
crystallisation with dinxane was found to be 3-(4
bromo-1’-nanhthyl)-commearin m n. 240° (Found, : Br
22 5%, Cal:. for C, H,,0,B>22.7%). A maxmtm
yield of 31.5% of condensed p-odier was obtamed
when the reastants were hnated at 160° for 12 hr, in
presence of traces of p'pwidinn and also when heated
for 6 hr in tho p-asenze of & m'xture of tricthylamina
and acetic anhydride.

Condensation with B-bromo-sclicyle’dehyde :  The
neutral p-oduct was found to be 3-(4’-bromo-1’-
naphthyl)-6-bromo coma~in m p. 265°-266° (Found
B~ 36.9%,. Calo. for C,,H,,0,—B"; 37.2%). A maxi-
mum yield of 55 8%, wa3 obtain:d when the reac-
tants were heatod av 160° for 6 hr in th» presence of
& mixture of pysidine and acelic anhydide.

Condensation with 3:5-dibromo-salicyln'dehyde : The
neutral product was found to be 3-(4'-bromo-1'-
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8.NO. X X AB 4
1 H H 1:1 120
2 H H 1:1 160
3 H H 1:1 160
1 Br H 1:1 160
5 Br H 1:1 160
8 Br Br 1:1 140
7 Br Br 11 140
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] 31.56 240 (C;H,)oN+AcsO
“12 81.6 240 DPiperidine
12 15.8 240 Piperidine+ Ae,0
6 10.8 265 Piperidine
(] 55.8 266 Py+AcgO
6 9.2 217 Piperidine
] 20.3 217 Pyridine-Ac,0

to = tomperature of oil bath in degree centigrade, T = Time in hr,
#, = melting point of the products in degree centigrade and

Z = base used.

5 Bromo and 3:5-dibromo-salicylaldehydes : These
wore p-opaved as reported ea.lior.?

naphthyl)- 6:8-dibromo covma~n mp. 217°-218°
(Found Br 46.9%. Cale. for C,H,0,Br; 47.1%). A
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maximum yield of 20.3Y%, was obtained when the reac-
tants were heated at 140° for 6 hr in presence of a
mixture of pyridine and acetic anhydride
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lT has now been diseovered that raceniic forms of

a-amino acids, their esters and in general,
compounds containing an active amino group (e.g.
threoamine) can be resolved by interaction with simple
quinone molecules under suitable conditions to give
monosubsiituted quinonoid products of which the
d-form separates completely duving the reaction
period leaving the 1-form in solution.!
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X = H or halogen

Tt is to be pointed out that interacvion of amino-
compounds with quinones of the type (I) gives
normally the 2,5-disubstituted products and in no
case could the monosubstituted products be isolated?’2.
However, with racemic formg or with, single optically
active compounds only monosubstituted quinonoid
products are formed under suitable ratios of reactants,
probably because the optically active quinonoid
molecule of type (11) is chemically less reactive, thav
it does not react further under the applied reaction
conditions. The monosubstituted reaction products
(IT) were hydrolysed to give pure d- or l-az-amino

aeiigs by refluxing with concentrated mineral
ackKLs,
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Verification of the above results wag accomplished
by interaction of p-quinones with pure d-or 1-forms
and comparison with the above results using thin
layer chromatographic techuniqae, m ps, mixed mps
and optical rotation measurcments The reactions
were carried out with, dl-alanine, dl-valine, dl-iso-
leucine, dl-aspartic acid, and dl-tryptophane, and
d-alanine on large scale laboratory amounts. with
dl-alanine, to assure its successfulness as a new
method. for resolution of racemic forms of o-amino
acids and related amino compounds.
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ANTHIUM strumarium Linn (Composirae), com-
monly known as ‘Chhota Gokharu’ in H'ndi and
‘Cocklebar’ in English is an annual herb which
grows wildly throughouv India upto an altitude of

0
A
- COOH
1{ \u/ N NH—CH 7
o AN
R

(ILy

1-form in solution
d-form insoluble

7,000 fv. The plant is used as diaphoretic and seda-
tive. Its root is used as a bitter vonic and in the
treatment of cancer and strumous diseases!.

f

The seed fai of this plant has been thoroughly
investigated by several workers?’?’t. Plourde and
Mockle® have isolated Xanthinin from the leaves of
Canadian X. strumarium while Minnato and Horibe®
have reported the isolation of a sterecisomer of Xan-
thinin from Japanese X. strumarium which they
named as Xanthumin. No phytochemical work
seems to have been done on the leaves of Indian
X. strumaréwm, the petroleum ether extract of which
was reported earlier to be active against gram positive



