
NOTES 

Condensation of 4-Bromo-1-Napbthyl 
Acetic acid with Aldehydes 

Vrsmro CaAND:aA AND SANT PRAsAD 

Department of Ch9mi~try. University of Gorakhpur, 
Gorakhpur. 

M~nuscript received 10 June 1975, revised 11 August 1975, 
accepted 12 August 1975 

THE results of the com\flmation of 1-nap:'lthyl 
a1etic. add with sub:~titutod aldflhydes have 

alreafly baen rnpJ:-te({.l In thQ p·:e.'lflnt inve;~ti­
gation 4-b:romo-1-n~tp;1tyl acetic add has bAnn 
oonrl. )mod with salicylaldflhydfl, 5-bromo anrl 3:5 
d:b..:omo sa.licylakbhydes in p·esnn'le of differem 
ba~es. No cond·m~ation oacu~red with benzaldAhyde, 
ant'lal(l;)hy(l '), p-nitrobenoza]dAhydA, O·nlt!'Obenzal­
d1hY•~'), p-hydroxybenzaldehyde and p-chlorobenzal­
dohyde. 

Experimental 

4-Bromo-1-nr.phthyl acetic acid; 1-Nap11thyl aceliic 
a~ifl. (10 g) was cUssolved in 15 ml. gla::ial acetic acid; 
b!'om:n') (5.4 ml) wa<J arlrled awl the mixture was 
hfl~ttflrl. on a W!W'.r bath at 60°-80° for 3 hr. Aftor 
sta.nrl,:n~ ovorn:~71t c::ud) 4-B.~omo-l-n<tp\thyl acetic 
a-:id wag p.7t)Oip'tatorl. C::yiltallisation from aqueous 
aJetio a:::id yielded the pure acid, m.p. 174°-175°. 

3-(4'-bromo-1'-naphthyl) coumarin: 4-B:-omo-1-n~.ph· 
thyl acetic a.::Jid ( .26 ~S) anrl salioyla.lrl.f)}..,yr'fl ( .12 g) 
were ht~a.tflrl unn<U' !flfhX at fl.iff.1ront Mmp "l!'atU!'OS 
viz. 120°, 140° a.nd 160°, fo.r r\iffo:-ent <l:J.:r:atiom of 
time Viz., 6, 12 ann 18 }1~1:'. in the p'A'Iflll'lO Of t!'aoes 
of different ba'!fiS viz, py::ifl.inl), p'.!J1:"icl.:n,-,, a-p:Ciolino, 
mixtme of py.:ifl.in'"l ann a1ntiCi P,!l\~7•l:ricl_ 1 anrl. ID:Xtt'.;.O 
of t:dethylamine ann a1etio an.hynr:nn.. T:·v~ oonfl.'ln'lnd. 
p:--orl.•tnt, so obtainfld was ext:a::Jtf\it with 10% 
NaHC03 solution anrt filt"rflrl.. T:v~ filt:r:ate on wm­
tralisation with cone. HC1 viAld·m the un"oa::Jtcd 
4-bromo-l-n!l.p~lthyl aaetic a'lid. T;lO ro.'lirluA on 
cry.3talljsation with dioxane was fonnfl. to be 3-(4' 
bromo-1'-n<t:_l\t)l.yl)-Cio".m".:in m !."· 240° (Founrl:: Br 
22.5%. Cak fo:r: C19H110~B-~ 22.7%). A max mc~m 
yield of .31.5% of conn.'ln'md p.whr.t wM obta:md 
whfln th0 reactants wore hfla.tnfl. at 160° for 12 h.r, in 
presence of t.naces of p'!n•:irl)m anrl also ~hon hna~od 
for 6 hr in thl) p~11<>nn:::e of a m:xturo of ,t!'wthylammo 
and acetic anhyd:ide. 

Oondensrztion with 5·brom'J·Sa~icyla'tlehyde : The 
neutral p-oduot wa.~ founrl to bfl 3-(4'-bromo-1'­
Mp\thyl)-6-bromo co:lm'\"in m p. 265°-266° (Found 
B.~ 36.9o/o. Calc. fo~ C19H 100 2-B·2 37.2o/o). A maxi­
mum yield of 55 8% wa•3 obta.;n;d wlv"ln the reac­
tants were h~a.tnd at 160° for 6 hr in t~'"~ p:·esenco of 
a. mixture of py.:·id..in'3 ann a::e~ic a....Vtyd~;de. 

Oondensa.tian with 3:5-dibromo-sa~icyl11'dehyde : The 
neutral p::oduct was found to be 3-(4'-bromo-1'-
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l H H 1:1 120 6 31.5 240 (C2H~)qN +Ac20 

2 H H 1:1 160 - 12 sus 240 Piperidine 

3 H H 1:1 160 12 15.8 240 Piperidine+ Ac110 

4 Br H 1:1 1M 6 10.8 266 Piperidine 

5 Br H 1:1 160 6 55.8 265 Py+Ac20 

6 Br Br 1:1 140 6 9.2 217 Piperidine 

7 Br Br 1:1 140 6 20.3 217 Pyridine-Ac20 

t 0 = temperature of oil bath in degree centigrade, T = Time in hr, 
t1 = melting point of the products in degree centigrade and 
Z = base used. 

5 Bromo and 3:5-dibromo-sa.lioylaldehydes : T11ese 
wore p-·opl.:ed as reported ea~lior. z 

nftp\thyl)- 6:8-dibromo cor.mPL-;n m p. 217°-218° 
(Found Br 46.9%. Calc. for C111H 00 2Br3 47.1%). A 
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1na.ximum yield of .::!0.3% wa.s obtained when tht> reac­
tants were- heated at 140° for 6 ht" in presence of a 
mixturE" of pyl"idinf' and acetic anhydride 
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J T has now bef'n discoveied l-hat raoe:rpic form~ of 
a;.amJno a.eicJ-s, their t'~ter"l and iu gAnf}ral, 

compound"! containing an activt> amino g•·on.p (e.g. 
thre-oamine) can be resolved by interaction with simple 
quinone molecules under suitable concJ.itions to give 
mono&ubstituted quinonoid productl'l of ·which th.e 
d-form separa.teb completely dul'ing tl,e rt'action 
pe:riod leaving the l-forn1 in solution.1 
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It i-. to be pointed out that interaction of amino~ 
compound"- "itl1 quinones of the type (1) gives 
normally the 2,5-disubstitutE'd products and )n no 
case- could tihe monosubstituted products be isola.ted2'3• 

HO\\·ever. with racemic fornw or with singlA optically 
active compounds only monosubstituted quinonoid 
producVJ are formed under suitable ratios of reactants, 
probably because the optically active quinonoicl 
molecule of type ( ll) is chemically lesR reactive, that 
it. does not J.'ea.ct further under the applied reaction 
condition.'!l. The monosubstitutffi. reaction p"oducts 
(I~} were h.y(lroly~ to _gjvo pure d- or 1-a.-amino 
&Qt<h by reflt•X.lllg With t'Oncontrated mineral 
aoids. 

1 .. 

Verification of the above result<~ \Ht.S accomplished 
by int&raotion of p-quinoues wit,p pure d-o-r 1-fo!'ms 
and comparison with tbe above T'e'3ult~ using thin 
layer cht'omatograph,ic tedmiquo, m ps, mixed m ps 
and optical rotation mea<jurement<:~ The reaction'! 
were carried out with dl-alanine, ttl-valine, dl-iso­
leucine, ell-aspartic u.oid, and dl-tryptoph,ane, and 
d-alanine on la."ge scale laboratory amounts. with 
dl-ahniM, to a~sure its successfulness M a new 
method for resolution of racl'mic forms of a.-amino 
acids and related amino compound'!. 
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XANTHIUM strumariumVnn (Composirae), com­
monly known as 'Chhota Gokharu' in H'ndi and 

'Cookie-bar' in EngliE-h is an annual herb which 
grow~'~ wildly throughout India upto an altitude of 
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7,000 ft. The plant is used as diaphoretic and seda­
tive. Its root ic; u.~ed as a bitter tonic and in the 
treatment of canc('r and strumous diseases1. 

t 
The seed fat of this plant has been thoroughly 

investigated by several worker.a2'3'1. Plourde and 
Mockle5 have isolated X anthinin from the leaves of 
Canadian X. strumarium while Minnato and Horibell 
have x·eported the isolation of a stereoisomE>.r of Xan· 
thini.n from J apa.nese X. st'rumarium which they 
named as Xanthumin. No phytoch£ mical work 
seems to have be<'n done on the leaves of Indian 
X. etrumarlwm, th.e potrolel!m ether extract of whith 
was reported earlier to be active against gum positive 


