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 The thosls entitled "Synbhetic Studles in Garboeyelio
Gystems” enbodles She results of investizntions earried out by
" the sushor durlng tha period Eeegan?mr 31y 1FT7? Uo Apust 1,
1821 in the, drganie ghaealen) haboratories of She Unlverwify
of Horth Bangal, Baja Qsmmplmmpur, #.0. Horsh Bengal University
(Diab. Darjeciing) and conalista of Llowe parkg, Papk I izaé!mms
the reswits of axperinents drected towards the :amt%amié of
wigabrated mediun ring compounds. In Part I are zzxed?mmgteﬂ
the resulis of s‘turélém on bhe ablemphed gyuthasia of the
[ «Ketoessar (I} which wag nesded 4n conuschion wilh our pro.

jeocted gynthesls of @gmtzi\r:me €2).
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4 new syntheeis of nopinone (17) ia deseriled in Part IIT of the

digaorsation,

in view of the limitstlons of the exlsting mothods
{ Aiseussed 1nlamﬁaiL in the main body of the thesig) qu zhe
synthasia of nedium ring compounds with sne or more carbon
parbon muliinle honds, 15 weg planned to develod a new methnd
pronl ging adaptability, selectivity and general usefulness for

the avniheais of hhesw avastens.

- Bieyeile mapma hydeoxy tosylatas are hanow fo
underzo fragmentasion So glve lerger ring conpounds. The sbudy
of thsse resetlona has besn well docuncnbed. alohip - hetn - Hpoxy
ketones have baen ghown to undargo the Favorskil rearrangoment.
1t wasg felt that a aysbem itncorporating the tvwe struebtural 7-nt oy
features would unﬁ@xga rodPrangenent - Sragpentation an shown

balow-
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Yhe theoretical bamia for such ngsumphilons has

been discussed in deball.

iwo gyobems were investigabed; (1) 4,10-epoxtfe , ..

9-Sosyloxy_methylededocaions and (1) 3y9-0poxy-B.toarloxy-
mothil-ehydrindons, In P22t I of She thogls the Pacalss of

these investigetions hrve bosn dlscugneds
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‘AIn view of the favourable enolization at Cud of
the deoalone tosylate (3) / teans.fuswd / we had anticipsted
that She genoraSed ctrbanlon would sbttack the epoxide ring at
C.5 and the veleased mlltomide would then eleave the central
6-C bond with concomitant elininabion of the togrloxy groud
o pive ‘m qrimaﬁwm:tad katone (5) as one of the ,\m@mg.ﬁ Yo
exwéﬁmﬁ that the evelopropine derivetive (5) mm‘w under -'

L , 5 SR
the influsnce of base would pive the aeids (6) wnd (7)
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- We also envizaged sltemnetive modes of elenvage
leading %o different compounds. From the reaction mixbturs we.
could 1solatae @ neutral compound and on the basis of nass, PR,
I8 end UV speetral giudies dseugsed in deball i tu in the msa:!.n
body of u:xsa uhmis, wa have Sentatlvely &mie.;uexi tm@ csumetum

(8) to this compswad,
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In the bleyels nonens syatenm we axpecied the
initial fomation of tLhy compound (9)  which in turn would
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_pive tha aclds (10) and (11)
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Howgver from %he resetion nixture wo fsplated a
neutral conpound #nd on the basls of Magsy, PRy IR sma OV
gpeebral studies discuszed in Lhs nain body of the thesis we

" have Sentabtively assigned the ghtrueture (1R) bto the eounpound.
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due Lo tho absance of QLG farilities in sur
laboratory, depengancs on othnr },abamﬁoz‘}. ey for variouy
ég)t.aetpal gtudles resulsing in the decomposifion of the extrosely
thermo Labile compounds, we eoild not attempt the identification:
of any other compound pregant in the renction mixture, Howasver
we ara roeoxanining the retebiong in detail snd we hope to
1dentify a1l the prodiet g.

In connsehion with a projactad gmthesls of
(o . B
@-vaﬁivone in ouwr Laboratory we were in nend of Lhe [;( ketoester

(3. 1% waz plomed to gvynthesig.this conpound by
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1,2 tmnsgbs._iﬁion of the earbonyl group in '(Mt)..wh&m!}; eould ha.
ob%alnad by ﬁ'r:!.&;if_aﬁ...(szbs sneelnolyletion of mecrasol mebhyl

aShar, However befors 'attwﬁ‘&ing" the reaction with gorpounid ﬂ«e:b

CO-CHy CHp~ COOES

N TR I P

OMe
s wanted to standerdise the procedure Using a sinpler gystem,

And ooyl pmg)ibﬁia aedd {18) wasz ehoson ag the nodel c¢onpound.
. CO-CH,- CH4 COOEt

OCHg4
4 » 15 ’ .
Oximination of the ‘enispoxméﬁ followed by modified ,’s\folff.iiish@m;
reduction was axpa&tmi to glve the oxime of the f3- kotoester (18)
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Howsver we found that the oximine eompound which
wag formad was oxbromely labile and molsture seuzitive,. '
Avernative spproschen to thisp- katoester Were exanined and ouwr
efforts culnminnted in g suenssgful eoynthaesla of ﬁhra dogirad
coupoumdy These segilts have beon dscugsed In the Papy I of
the thasie. However, in view of =an entlrely ﬁfﬁ%@ﬁ approachcr

iater planned, Shis approsch was not pursued further.

Ih the IIT part of the thealw, we have deseribad
g new synthesis of nopinone (17) walring use of int‘?amolimumr
. . |
) . | 17
elimination of the togyloxy proup from 4~Isopropyl.7-tosyioxye,
ayelohaxanons (18),
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. 'The seazon for chooging the Koy internsdiabte has
bean dismasad in detsil.  As the mmnounra-md been forhrly
eonvertad to A- and d- pinenes whilch i.n tupn have been converted
0 & number of mono Lerpenes, our aynthosts of nopinone (GSaken -
wi‘m tha m‘sh@ rzagertm azm?*ﬁeasi.s; i Bhe LiS @wmre) z:aa:r be |
cm?sid@mﬁ aa 4 bokal aynthesis of W1} thege wzaz;!mmﬁa. ;
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