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Helting noints and bodliag vcolats are ucorrected. lalrared
speotra were rocorded on feckmma~20 I.Re speotronhotomotor, uedeR
speotra were recorded oa varian /\-80 aad HA-L00 spootrometere wsing
m.mmmoumummtmmn——
tograchy was done on chromatoplate of silisagel & (Ledarck) and the
aspote were developed ia an fodime chamber, Jolvants werc dried W
atandard oroceduren,

a-2ieeliae-d=ogide LU

4 mizture coataining 9.0 gn (0.1 m0le) of Beploolise, 90 ml
of g@lacial acetie soid and 10 ml of 305 hydroges peroxide solution
was hoated at 70°.80° for three hours, Aa additicasl 7 wd of hydso-
gen peroxide solution wae then added aad the resultiang sizture wae
heated at 70°=30" for s furthor period of aiae hourse The mizture
wae thea coasentrated %o 20 ml ia & vacuun, 20 ol wator added aad
the volume reduced t0 & volume 20 ml. The residue wao taen W ia
50 ml of chloroform and shakea with sodium carbocate, wntil a0
furthor carbondiozide wao evolvede The ohlorcfors layer was thea
removed, dried aad coaceantrated uader reduced pressures ihe realdual
oil was distilled to give colourless hysroscopic ofly yield 7.8 gn
(50%) bepe 120%28°/15 ma [uiterature, 123-24/18 naJ.
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cheard oropdolie agdd (LAVII)
shvl Zad dibeonoeSecheavl oronignate iV 1)

83 gn (54 ml) of ethyl cimnamate were vlaced ia 50 sl of
carboa teotrachloride ia a 500 ml two ncoked Tround Lottomed flask.
90 gn (20,6 ml) of bromine were added with oooliag and frequeat
shaking. 'he halogea disapsearsd repidly at firet, but =more slowly
tounrds the ead of the reactions After additica of btronine mixture
wae ellowed o stand for ome hour.

The solutiocn was poured iate a large evaporatiag dish,
btronine aad carbos tetrachloride were ovasorated ia o fume oupboard.
The orude otiyl 2,3 Vibromo-3-’heaylpropionate whioh was obtained
a8 & 00lid cale was dried ly preceing between large filter papere.
74018 140 gne Mave 66°%71° Dabromo ceter was reorystalliced fren
1ght petroldum bep (60°20”%) meps 78° (site 78°) 35 gn of pote-
eoiun hydrozide were dissolved in 400 ml of reotifiod avdiwit Wy
beating in & 1500 ml round bottomed flask, provided with a reflux
condsaser on & water bath. The solutica wae cosled to 4000° and
112 gne of the oryetallised 4ibrome cster wae added. “hoa the iai-
tial exothermic recctioa subeided, the mixture wae heated a @
wvater bath for 5«8 hours. The coateate of the flask were poured
iato a large beaker, cooled aad coaceatrated hydrochlorie acid was
added until asutral to litaus, ‘he precipitated solid was {iltered
at the pump and was washod with little aloohols The filtrate was
tranafered to the origisal flask aad the 1iguid wae distillod Lrom



=t
s wire gause uatil the temperature of the vapour reached 38°, The
residue ia Tlagk, oreclzitatod @oldd wan combiaed and dievclived in
270 ml of water sad 300 ga, orushed 1co was added, 20 porcent
Sulphurie acid wao added slowly with stirriag uatil the solution
wae stragly seid to conge rede After 20 miautes, the dark-ooloured
orufie pheaglpropiolic acid was filtored at the pua) and washed with
three 16 ml vortions of 2 jperceat oul phuric acids The oolids were
d4saolved in 300 ml of 5° sodiun carbonate solution, 6 gn of de-
colourising carboa was added, heated oa a water-bath for 30 aiautes
with ocoasiocnal shaitiage The solution was filtered, [ilirate was
cooled ia ices The solution was stirred meshasciocally sad 200 W~
phurie acid was added slowly watil acid to ccugo-rod,

After 20 miautes, the »recipitated acid was (iltered Wy
suction, and wao washed with 15 al of 25 Julphurie acid and then
with wvator, Acid wae dried in the aire The yield of jure phaayl
propiolic acld wae 20 gme (mepe 134-38", Lite mepe 154-38%),

deshyd cheavd opoplelate \LSYALL) Cros chesyd oxacialde soiddlediil )

60 ml of 50 ajuous potassium hydwoxide solutica and 200 m
of pure sthor was sleced ia & 500 ml round bottomed flask, Thie
aixture was cooloed to 5° aad 20 gm. nitrocomethyl urea was added
with shaking, Ia another flask 14.6 gn of pheayl sropiolic acdd
wae d1s00lved in 50 ml of anhydrous other and was ocooled in 1oe.
To this an etheral nolutica of diasomethane wae added in omall
portion uatil ao more gae ovolution was there aad the solution
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acquired a pale yellow colour. ixoese of diasomothane wae removed
by few drope of glacial sostio aocids sther layer was washed with
104 sodium biearbonate solution and thea water until neutral. Dried
over lagiege Solveat wae removed and Hethyl cheayl propiolate wao
dlstilled from sa oil bath under veouun, bep., 133-38"/16 ma. Lit.

13538°/16 mn,

iemeticn betyeen s-plooline-i-oside (LY, sad Sheayl oty
®evdelate (IVILL) da dimethvl Zazmendds’

Yormation of Compound (LAVIII)

(1) The Z-piocoline-i-oxide U,2802 gn (8.4 » mole) and methyl
phenyl propiolate 0.3031 gn (242 m mole) 1a J =l Disethyl Zormanide
were heated at 50°0 for 40 houwrs under altzogen atmosyhors. The
reactiion aixtare was arotootod from molature with caloium achloride
guard tube. The resotion nixture was taken fa 20 sl of othor and
washed with water (O ml x 4), orgaaic layer washed with 10/ aquous
hydrochlerio acid (5 ml z &) Thon squeous acid axtymot wao aeutra-
145ed with saturated godium bicarbonate soluticn and was extraoted
with other (20 ml)., igher extrsot wae washod with water watil now-
tral (8 =) x 4), dried sad conceatratod. The gumy wresidue on
soratohiag gave a yollow solid mep, 90°-92°,

Yiold 0,060 gm (104) (R 0e39)
hie compound was recrystallised from pet ether (60%=30%) aaa
beasene save deep yellow solid mepe 93°=94°Cs
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from the ethor extract after removal of the basie parte was
isolated 02533 gn of unreancted acetylene.

(14) The reaction was repleated with 2-pieoline-i-oxide 0.6286 gn
Mnmldﬂln-lmmm.tun
nole) mdwmmm product (LAVIII)
0ed381 mm (207),

Tefle N — 1745 ou™ -Loal'h

h 1680 (Lﬁ)

Vg V)

isiieR (60 WHs) S 2484 (singlot, 3H), =0y

3470 (alnglety 3H), -ulHg
P ol
vl

" GeBwB,30 (8H, aromatie)

- BedB (slaglet, 1H),

(Pse 2)

The above axperiment was repoated ia dilfereat solvaats
using different molar proportion of the rsactants. The rosulte
obtained are tabulated bolow (Table 6)s
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Irspefomsation of the comvownd (LAVILL) to comgound (LAXL)
b _colum hydrolvelg®

Compound (LXVIII) 0,080 gm wae dieperced over a colum of
alusiaa coatalaing 1505 wator (30 ga alumisa, leagth of the columa
oix inches) in bonsens and loft wmmoved for 3V hwurs, then oluted
with boasens, Lensens romoved fxom a steanm bath aad the last Srace
of benscas in vacuun (1 ma), Nearly complote trassformation weo
obsarvod ia the TIC (BFf 0,26).

‘roduct was colourless nobile 1iquld bepe m’-u'(mu/
L mm Yield 0,044 gm (9008),

AfSer distilnsion of the hydrelyeis sroduct very small
reoifue wae loft 1in the buld which dlstilled as a yollow visoous
119048 bepe 176%-78° (bath)/1,2 mm (LIX),

N
L2 ::‘ 1740 oo} (elwooHg)
(Mgs 3)
lzﬂ) " Red7 (olnglot, 3H), =JHgi 3.47 (slaglot, H),

«Uligy  J.81 (singlet, 3H), ﬂq O 8e98 (doublet,
J @ Oligy 1H)) © 8,27 (doudlet J » 2Hay 1H) and
57443 (quartet, J « OHs, 2Hs, 1H),

(Mg 4)

laoo speotruml ‘eake at m/e 89, 77, 106, 119, 134
166 (M")
(4ge 6)
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“ound Oy G0.32) Hy G323 Ny 3,84
Analysie Oy 88,445 N, 8,71 H, 9,48 »
for OgfayOp8 (LAID) '
9
1, ‘3-:' 1680 on™" (=OeOghy)
(Mg 6)
2af Lugidiag-d-ozide (NI

246-1utidine-1-azide was prepared ty same method as
2-picoline-1-oxide using lydrogen servside and slacial
acetie acid desoribed above.
246-1utidine 10,78 3a (Oui w mole) save 7,6 ga (70%)
Golourless ofl bepe 125 =28 /15 ma (1iterature beoe
125°120°/18 )

s2ection betyosa Za0-lutidine-i-gxide sod oheavd methwl
Repielate o disetiyl formeasides forgeticn of She comoound (Zddll.

(1

246-1lutidine~-l-oxide C,2706 gn (2,2 m mole) mad shenyl
mothyl sroplolate 0e3590 go (2,04 m male) ia § =l dry dimethyl
formaaide sas hested ut 90%=62” for 60 Bours in aitreges
ataoephere, Vorking wp as ia (LAVIII) gave the produet (.4%1)
light piak gume
Bagie fractica 0,097 g (3.1%)
Beve 180° (bath)/0.6 mm,
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(44) The resction was repeated with 2,6-lutidine-l-sxide
Uelid59 gn (ded m mole) and pheayl methyl proplolate 0U,3215 gm
(2401 m mole) using dimethyl formamide gave the oroduet (LAXI)

00790 gm (6e84),

TeRe ﬁ::‘ 1740 ou™ t-g-oc.). 1620 -"t-L.!.}
(#ige 7)
& 38 S Bo88 €
ﬁ&l ) 247 (olaglet, 3H), «dig slaglet,

3H), =Glgl © 3,78 (nlaglet, 3H), =0CHyl
5 Be74 (ofaglet, M), l-q"' -? ,
OUUCHy
C 500079 (multiolet, TH, aromatie)

(Mge 8)

The above experimeat was repeated ian 4ilferent colvoats
using differeat molar ppoportica of the reactaato. The results
obtained are tabulated bolow (Jable 7)1
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irsaslormation of tne comeouad (Liil) %o comoound (L4SIL) iy

celuzg hydrolvalg!
Compound (LAAI) 0407 gm was dispersed over a colwm of

alunina contaialag 165 water (50 gm aluniaa, leasth of the column
oix iaches) ia benscae asud lof't uamoved for 72 howre theu oluted
with bensenees Bonsens romoved frum a water bath asad then in hgh
vacuum sumps The product ie yellow ofl

bepe 140%48° (bath)/1.0 ma -

yield 0,037 gn (%45)

%)
Ly 1730 ga™> (-O=0oHg)
max

(748 9)

Found Gy G096 N, 728 Hy 774
or 7 B 7
Wn Cp GV, 08 Ny, T3 s 7eB2

After dlstilliaticn of the hydrolyesie sroduct vory omall recidue
wae left ia the bulk which ddstilled as & yellow viscous liquid
bep 180%81° (bath)/1 mm (nxixrz)

9
Tk SO 1690 em™ (=0=Cgly)
o
(Mg 0)
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Sael Collidise-d-gside (LVIL)
29446-Coll1d lne-1-ozide was prejared ly same mothod as

2=pleoline~1-0zide usiag hydrogea perozide aud slsolal acetie
acld doscridod aboves Z,4,8-Uollidiae 12 gn (Ul mole) save
G? gn (405) 24446-Collidin0-1e0side, beps 146°-46°/20 m (14%,
!..“.m m)e

igaction botueen SedeC-volildine-i-oside (Vi) sad heay) metiwd

sxgodadate UNIAL da cimothul cormanide’

Pormstion of compound (LAXIV)

(L) 298y6~001148100-1~0x1d0 Vo773 gn (047 = mole) and pheayl
methyl sronfolate 0,6796p{4e = mole) 1a 5 ml dmy Addmethyl
foremnide was hoated at 30°82° for 60 hours ia mitrosen
atapephere, Joriias wp as ia (LIVIII) gave the product (LAXIV)
doer yollow visoous liguid,.

Basle fraction 0Ue0M86 g (3.84)
bepe 178°e79° (bath)/0e6 wme

(11) The reaction wae repeated with 2,4,6-Jollidine~1i-oxide
0e7361 gn (De7 = mole) oad pheuyl methyl propiolate Vo340 g
(£l m mole) usiag dimetuyl formamide gave the roduct (LALIV)
CelBl2 mm (81)e
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L 5 2000.3100 es™ (eaolte «0H), 1635 ."l-n-o.!.)

(rige 11)

ug.n-” 4 149 (slaglet, 3H), «Ggl < 218 (siaglet, M), -Gy
O 238 (efaglet, 3H), -yl ‘37 (olaglet, 3H),
«Oly) © 6o88 (oinglety ~ueH)j ¢ 7416 (aromatie H)

(Fige 12)

The above exporiment was repeated in 44 foreat solvoente wniang

41 fforent molar proportion of the reatante, The roeculto obtained
are tabulated below (Table 8)¢
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e84 gm 155

OellS2 g A7

15 hours

L e, S

1 hour 45 nin

G835 gn 155

L hour 46 nin 0064 ga W40
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