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The work enbodied in the presect thssis hae bsen
dlvided ints four parts.

. PARTww]

STUDIRs OF THE REDUOPION WiITtH
LITHITH-ETRYLENEDIAMING O TRIPERPENOINS

CHAPTERw=L
It glves @ short review of aectal dissolving

regotions 1o pressnoe of base.

A}

CHAPTER==LY

| This chapter desls with the studies on the peduction
af tritsr?énai& lactonee (mecondery & tertlery) with 4ifr-
erent starioél hisdnénaes; 3-ketoy isopropsnyl double bond

snd sterloslly hindersd estera.

S ECT I OHea

(&) gtudies on bertisry leoctones:

This sactiasn deals with the products obtalnad
on reduotlon of Bescetyl cleansn~18 o ~H=26= 13 =ollde 1
with Iil-pthylenedienine., The praductes obielned after



{11) |

refluxing for two hours under %. ataoephere have been
- seperated by column chwmamgmphy. The flret elute' s MeDe
87@-—71“ » @,,QH e [ o 7 +8,8%, hes ba&n cheracterised
28 sleanan=18- «H-R8esic acld 2s, by means of PMA end
mese Spectrel snalysie. The second compound 23, ’Gscﬁsa% R
@epe 20505, /- O(JD #18°%, (" 458), metbyl ester 2,
D fgt a . ~ ‘

Galﬁdgﬁap Py 168 (® 472), aagtﬁy’ mid gf_‘:, Gagﬁsg{)&.

nep. 200°==01° (57 500),was obtained,

2, Ry=a 083 Rym H
B, By = OH ; Ry o Cly
?a.g, 31 = DACS }33 e H

Fron the atudy of IR, NiH and maese spectral anplysis, the
second compound hea beet 1dentifled ss J~hwiroxyoleangnwlBo -
. He=2B8e0lc acid 20,
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The recotion wae repested on J=ozo-sleanan~1s o i
28+# 13 P »>lide la, The product isolabed contslnsd ooly one
compound which wa® obigived in 85%¢ yield eod bad the.

Aele 295-=057, It hae bsen chwécterimd ae 3 (3 ~nyaragys
oleanan~18« ~li=28-0lc wld 2b by preperation of 158 mathyl

asbopr and the ecebate devivatlves,

(b) Studies on secondary luctonos:

The third esaupound that wae studied ig F~pootyle
olesnan=18 X=H«28=> 133 ~olide 3, The producta obtalned
after reduction were sepersted into acid and peutral parts.
The geid part on chronebogrephic sepsration yieldad ti‘ig
firet conpousd,; m.p. 208w=70° , [ 0<J9 +8,8%, that wes
chavpctorited as olesnan=l80-H=gBw-olic acld 28 (by wmp and
GDem=IR aampaﬁiaan). Ihe next poley compound frou the ecid
part had m.p. 20506, 7 0(_'755) +34,6°. The coapound was
oharecterised as 3-nydroxy-oleansn=18 A =f=28~0ic scld 2b,
by premvatim of ita qothyl eaﬁw snd the mecetste deplvatives,
The neutral pert efforded e compound {(yield 15%} that had the

AcO
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mepe 200==82%, /7 7 +28°, o/ 482 (" '-HB 0), THY test
‘pegetive , was cberaatemged a8 sloangu=18 A =i=3 /3 s 19(3 s
28=triol 4, by WHR anc? mets ppectral analysis ong px*epara-
tion of 1ts scotate derivetive | triacetate ), q.p, 21112,

(s} Studles on stericelly hindersd secondary lsstones:

(1) Zedesxy=sdolectone=~frisdelangt= 123 «
nllde B, on reduction with llthium=ethylenadlenine afCordsd
two dlfferent gonpounds, The aes:aie sosponent 4 RiDs 29%%19,
[ of 7 +28.57° (0t 442), nethyl estor of the compound hed

the teDe 180", [ 0( %30. 3® (u* 455), hew been chaueﬁwi-
ted as met&zyl-q«éeazvaieaacienm.a 6b, by study oi masa snd

YR epectral antalyels,

Hy Ry = CODH

B Sa, By =
b, E‘l e« Hg I'Zg = 6*30{355

8, By = OH Ry = GHpOH
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The meutral part of the above resctlon product
afforded » oompsund, Saclsolz, MeDe 240--21°, m/e 426 (u©
~H50), PR 8lgnale gt 0,724 fﬂ s J = GHz), €797, 0,899,
0,967, 0,983, 1,002, 1,244 ppa for soven nethyl groups, 4.0
(21, &2, al, 3.88 {18, e};) ppa, hes been c!;;nraet@iaed aa
friedelan-12 [ #20~31 01 So.

(11) Reduction of friedelsn=26=+ 11 [ =slide 7,
with lithiumesthylonsdlenine on reflux for two hours effope
dad one scidie coaponent end one neuirel component. The
acid (campam nt on crjstailiaatimn furnished a compound,
630?15002, f1aDa 295-—9&?, the nethyl eator hed tbq m.p.l&d° »

hes bwen sharscterlsed as I-deoxy-trichadenic seid Sa.

i<

g

The nsutral frestion on cryetalllsabisn fuwnished '5
e ®solid {75%), n.wp. > %50, a/fe 426 (m"wﬂaﬁ), hee boen
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ehamai‘sevlae&zaa friadelan~ll {3 » 26 dlol B fron aese end
WMR spestrsl aomlyeis,

{a) Studles on triterponsid bromslestones:

In order to exsnloe the effeat of broalns on
the nature md yleld of the products formed su 1ithilua=
sthyleonedisnlne raductlon the followlng sospounds have been

geleched and studlied Lor the purpose: -

{1) Resction on Zescetyl=i2 & =bprosos
olepnpnsgBw 1‘3'[5 «nlide 8, with Uehlun-sthylensdienine
furnished the goldic components, T&mi Llest one , MeP. Pl T o ’
wae charsoterized as 3J-deozy~olesnslic escld 10s, by prepap-
ing 1te aethyl ester 10b, @ePe 1690., THY test positive,

COOR,

~
~

B 10a, By = Hy, 3 By = H
%,HznﬁagﬁgmGHs
. LS
38, "Rl'”<ﬁ $ Bp = H

i0d, Ry = <H $ Ry &ﬁg

108, By = 05 By = Of
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The sesond compound isolated wag analysed fovr
Gﬁﬁwﬁ?& » PePe 5&5-—1? ,,' wat obsresteriged o@ olegnolic ecld
10c, by prepariag Lts methyl ester 104, a.p. 198-!-999,
(ﬂ*@?@), THI test was found to be positive.

(11) Roustlon on Beseetyl=28,30-dibroan=olasnan~
18 -HeB8wp 1@‘(3 ~olide 311, witvh 11 tbimx-athyiénraﬂi azine
furnighed tvo goldic compounds. The £irst one, n.p. 270—-?1°,
has been identified as oleanan=18 o =Be2Beolc acid 2z and
the geaond one wes identified as 3~hyﬁrnxy~ole%§ilatx Hm2B
oic woid 2b, (by aap and GO=IR comperison with euthentic

sanples ),

11

ﬁEGTIE}Ww-B

{a) Studles on 3=kats ecmpoundss

(1) Resction of lupanone 12, with lithium=

ethylevedlenine furnished n siogle goupsund, a.p. 205°,
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ZTVK;?% ~17,8%, that wes 1dentified ae lupenol 1ga,

R \\
iga, a.g/o dde, R=<

H “H

(11) Resotlon ot moretansne 13 with 1lthivme
ethylenediening fuprnished g mingle compound, Ga.pe. 223*2&3 »

that war 1dentifled as movetanonl 1l3s.

(b) gstudles on hindersd esters:

{1) zsters contaloing 3=keto end laspropenyl
[roupss

Reductlon of unethyl betulonate 14 with
2ithiun~ethylonedianine furnished dihydrobetulinle ascid
14a (yleld €0%), mwp. 328—~2¢°, [T 7 +28,0° (u™ 438),
confirsed by preperiog scetyl derlvative 1lib, m.p. :51&--11”,
VA % 75 «21,5° (4* 500) and comperison with suthentic senple,
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ia, By = O Hy = < } By = COOCH

P |
s, Ry =< 5 7, wees( § BywCOOH

_ a8 .
icb, ﬁlax/\a H Rzm'--< $ Ryw COOH

(11) Ezstepr oontainiog Z~koto, 12«13 double bond:

Reaptlon of zethyl dleancnate 10s with
lithiunesthylevedianios fupnlshed s slngle eonpound,
Mepe 30L=302%, It weas Ldentifled s8 vleanolis eeld 1Gs (by

amp and IR sonperlson with authentic specimen).

(114) BSterically bindeved esters

Rosotion of nethyl triehedenste & 18, wlth
;mbium-etbylaneéimwa farnished a eingle compound,
MePe S30mm32%, /~ °<...7;j +35°, identified as trichadenic asid
4 15a (by cozperison with authentle zamplel.

iba, R= H
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SBCTT O N=g

goooclusg i o ns

Frou the vesulte obtelned on peductlon of lectones
1t mey be concluded thet the tevtisry leotyl oxygen 1s olea~
ved at O==0D bond o fusnish the moldm, Fhems sbservablsns
are in sceordance wilith tho2e thet reporbed by Bevrton end his
coworkers aﬁ ﬁb@:ra&uotinn of estors where the csrbonyl
group 1s attvached bto thé ﬁarﬁia?y'carban ebai, It 18 nobew
worthy %o asntion hers if tha broulne 1is sultably abtsched
to the ceybons o to the lactyl oxygen then the scld produced
gensratos & double bond e% the cwmrbon aton to which lsciyl
pEysen ia attached, whereas the nther tertiery laqtanes,

furnished matupsted goids,

The raduction of saaeﬂaary lsotonee 3 end 7 furole
shed eonperetively larger amounts of dlols (4 snd 8) conpared
to the sclds muggesting the faclle clesvege of w~gLFG bond
sf lectons ring, showing that these lsctones ere conpare~
tively less stericelly hiadored wheress the lsctonss 5 and 11
gavs uape of the sclds and negligibls smount of dinls,
suggesting that thege aeéandary lgotonss are sterically auch
hindered thereby ceusing desxypenstlon abt carbon whers laobyl

azygan'ia abiached,
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The J«ioto compounds su reductisn gave the thormo-
dynenically more atablo alechole with 1008 pariﬁy;,wbe bine
dered cetors oasily underwsat reduction o glve sclide, The
isopraopeuyl group e sleo been rsauced to glve the dlhyiro
conpound. & coapound contelning éster.%ﬂwfhg? keto functiongl
group , Lecpropenyl double bond osn be reduced in s single
gtep Re exuenplifled in.thg case of nethyl hetulonste 14,

BH&P@ER*~TII

Taperinental portion has been discussed in thie

chaptor,
EARE=vIL

ACTION OF HYDROGER PEROXIDE CN TRITRRPENOID ALLYLIO
ALCOAOLS

CRAPT R

Thie chgpteyr gives s short review on the oxlda~

tive transforustion on penbecyolic triterpencids.

CHAPYERwLT

This chapter deals with the sotiosu aof hydrogens
. perozide in prosoence of petoluers suifonic escid ob triteps

ponnid allylie slechol in rlog § end »ing 4.
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SEBLCTI O Nn

This secotion deals with the gotlon of hydrogen
perozide on oloan=12, iB~dlen=3,11 diol 21, which haes been

prepared fron tsrazeryl scotate 16.

Taraseryl scetate 10 with UB3 afforded s compound
17, Gpplizy OpBr, (4% 560, Dr 81}, a.p, 180627, [ X 7, +47.4°%,
chnarestorised ae 1S5-bronp= /3 =gnyrin scetete 17, Tresinent
of 17 with sodiun dlchronate In escetle gold furnished i:!*axa-
18=byony=- [3 =gayrenyl scebate 18, i:agﬁégosar s TeDa 24%41"",
VAL I/

Attempts Go dehiydrobroninede 18 with dlnethyl
entlinefesilidine geve the sterting conpound 18. & reverse

muisé- wee. followed to prepare the 1lle-osxn-12,18~dlens by
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dehydrobroninating 17, shilch furnished compound 19, Caoflela,
TePeo 199=-200", VAR __7‘3} +42°, The dlone 1D was ozidised to
glve tb'a &eaipaé 11-936-"'19 p15~diene 20, @3_53'&43039 NePe
24348 [/ +28,6°, A ... 244 na,

H
13, R a/\ s R=Ac
b ] \H

o 20,R=0 . ; RTA

B 1
23, Re< 5 RN
~HH
. LAY reduction of the ll=ozo=dione 20, furnlshed g

\ 7 - h '
820 - { /Gmﬁ\ﬁ 2 ca 1: purlilcetion of the dlol by chroasto~
grephy ylelded s honoatncler dlens 22, CaoiagDs Mebe 182-=50°,

The dlol Z1 was direstly treated with hydragen
perozide containing p~toluene sulfonlc acid fHllowlng the pro-
eeéurs adopted by Corey snd hils coworkers., The product furnisghed

two gompounds 23 and 25 of the same uoleculer forauls CxofssP;.
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Toe eoapound 23, meps 240-=41° on moetylation geve 24 snd
the structure of 24 wes stalgned ns 3 /3 wgoetate wc-_lﬁ-,mé-

olean=18 en=18 K =carbe=t 19« =slide on the basls of 3,

15 NaR snd nass spectral enplysis.

2,R=8 25, R= 8
g4, & = CHzCO | 28, R = CHzCO

Another isoneric compound 28, m.p. 259-—-579, obtal-
ned, was also gcetylated and the scetylated product 26,
Gwﬁ&eﬂw NeDe 258=20" was sesipgned structure as 3f ~acetato
(e JRwmfap=mpioan=28{10} an-1% P ~parbe==b 15 > =ollde on the
beala of _lﬁ.mﬁ of the hydroxy lectone 25 and 1y wuRr ana ness

spectoal analysis of 20. The structure of 25 was firelly proved

-

27, R H
88, R n CHa00
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by La3 reductlion of the lactone that ylelded a trlold 27,
Gacﬁﬁgqa,.m.p¢‘289-—aaag scotylation of which gave a triacetate
28, G&ﬁﬁﬁsgs’ Bele 150837, The structure off the triscetats
wee provaed by‘gﬂ BHR, 13@ TR and mges spectral ansly=is,

The nechanlen of Tornetlon of two lgotones han

been ziss dlscusesd,

SECTTI O Juwp

‘ The ssne regctisn of Hy0g it pregence of p=toluangs—
sulfanlie gold og lnpﬁliﬁ)ngnb513 -0l 31 hee boen carried oub.
Preparation of lup 1{2) en~3 £ =3l hes bsen discudsed, (lochls

donol 29 4solated fron Glochldion sccuuisetus wes hydrogenated

uslog ptecatalyst to glve the keto sloobol 28a. The coxmpound

29e wes denydrabed with ecetioc anhy&yiés/byriﬂing o glve

]

OH
81, Re <
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lup~1(2)-en=3=one 30, meps 177=78°, Cyilac0. LaH pedustion
of 30 gave the desired allylic saleobol, 1upﬁl(3);eg~3/3 -pl
81, Cafi5o0, Mepe B1E=15°,

The allylic alceshal was trosted with hydrogen peree-
zide in ppésen@a-sf p-toluene sulfonic ecid in t«butensl,
After regotion and work up followad by chromatopgraphy fuvmi~‘
ghed g compound 32 , 53335695? IR sbiowed esldlec funcitlon at
1605 on~t, Tt was esteriried and geve the nethyl ester 32a,
‘gsiﬁﬁé% » ReDa 265==56%. Tae structure of the sster wae
- chevactarized by~1ﬂ HIR and naee speciral snplysis, The ester

wa3 geotylated to give 38D, CgafiaOs, nop. 250-=51°,

S8, Ry = Hl § Rpm H
828,ly = i § Bp = Cily
88b 4Ry = GOCHz3 Ry = CH

-3 we

3

The nechgnien of ring A oontraction has glso been dlscussed.

Chapteyr ITI describerg tha experinental portlosn,
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ACTION OF H-BROZOSUCCINIMIDE OF TRITHRPENE ACIDS AND EOTERS

CHAPTER=w~] sives a ehort veview on UBS vsactlon on trlterpensids,

GHAPTERmLY

{1} Treetment of WGBS on scetyl methyl eleuritolate g3u3

feetyl wethyl aleuritolate 83a wae troesbed with HDS
in DMSO in derit for 12 boure, followed by ehrouastogrepby end
crystellisation furnished s Solid, snalysed for G088, 50 Br,
a.p. 280--02°, Z?nxﬁ?g +19,51%, wes found to be a ¥ -lactone
fron IR spectrun { - 1780 aﬁ'llylt% structure as 34 wee

proved by PR spectpun. PBellatein test was vositive.

CooR
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CH,0N

37

Hepeatation of the resction wlth scetyl aleuritolic
ecld 33b, furnished the esme bromolactone 34 while cocpared with
sa suthentic speciuen. The structuve 5f the bromolectone hes
been established as 34, on tue fnat»tﬁat the compound on dely~
drobroolnation with dimethylesiline efforded 15,1¢-dehydrolace-
tone 35, csgﬁésa%, TleDo 5ﬂ$-;o“, which on catalytic hydrogevne~
tion afforded 3 P ~aeetyléoleanan~28-b13 olide 88, Usoligaly,
.m,p,'@@ﬁw—@ég, tdentical wiﬂh.autﬁemtic gpecliaen (unp and GO=-IRJ,
The compound 35 on LAL reduction furnished segecevsdiol 37,
Cxiaglns Bepo B25~~36", identical with en sutheatlc sample
{map and CO-=IR coaparison),

(11) Trestaent of NBS on goetyl metbyl olesnsigte 383m:

Acetyl wetuyl olesnolats 33a woen treated with HpS
following the sane pracedure sfforded a cmmpsuad 33, c52449943r

fepe 915--16%, IR showed that it conteing e ¥ ~lactons; bellsteln
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test Por helogen wes positlve, wes ldentifled ee 3 /3 =poetyl=
12 X =brono=slesnan~20-P 13=-0lide §3 s Waen conpaved with ap

authentic specisen,

38a, R = Clg

sootyl olesnollc aeld 36b furnished the spme broao
lectone when trested with IRS/DMSO {compsred with suthentic

speclnan)

(111 )  Treatment of NES on methyle3 /) ~eoetyl-betulenste 40as

Hothyles /3 =geebyl-betulenate 40a on sluller Pesc~
tion with NG3 in DUSO efforded three different brono coupounds,
soparated by column ohrouabtagraphiy. ‘I:im leas polar one, 4la,

. o i o :
CanflsyOgBrs meps 255-=36", [ X Sy ¥42:857, was Lldentified
as nethyl=30-brons=3 3 -acetyl betulenate on the basls of IR,
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4

CooR
!
AcO _ AcO
408, B = Gﬂs 4ia, R = Gy 5 X = Br
40b, R= I 4ib, R=H 3 X= Dp

PR spectra and further proved by debroainstiag 41b, with

Zo/ACoN to giv@-meﬁhyl~3/3 «geetyl batulennte 40a.

In the Spze polority another broms compound, é
Cuqllgy 00 » Dopa 228-=50°, /[ «_7,,+50% wae obtained. PR
spesetrun geve bwd siuglets =t 1.7 and 1.8 ppa for three pro-
tons Buggested the presence of methyl group oo é double bond,
The stracture was assipned es g aixture 5? cis«traug isoners

42a and 42b 20 the basis of éaéal PHEH epectra. |

COoMe
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The third compound 43 (107) wes s dibrpao lsotone,
Caollgalalrg, depe 3034, /7 X _7.447%, coln-hexene) 218 nu
( € = «0,938). Tﬁa structure of the onapound wae aea:lgnea as
3 /Z> ?acahyl, 20 ,?oé , dibprono=13 =010 8N AN=28— 153/5 ~-olide
438 on the bpsis of FUR, 1°0 MR end mesa spectrsl enslysis,
1t rosisted dehiydrobroninatisn with dimethylsnlline but on
debrominetion with Rapey Uickelw-=nydrogen gave ggg » Cals04
Mo ) 360°, /° 0(_73) +89%, identical with 5 ~=ssetyl-olesnsn-
B8t I‘QF «plide {compered with aubhentic specinen).

3 F' ‘ﬁﬁ&t}f’il betulenlc acld 40b eleo furnished the

s&i@ bromo lsctons 43a on trestnent with HBS in DHSO and 5[’3 -

" aeetyl=3C0-bronsbotulenic scld 41b, which was converted to the

nethyl eater 4im. These Lwo compound® were identlfiled as 43e

end 41z wuen coapered with suthentic specinen.

Chepter~III desoribes the ezxperimentel portisa,
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PART =TV

CHE¥ICAL INVES T 3ATTON QF Tﬁm ROOT OF LEUCAS ASPERA SPREVG

Chapter==I glves the lntroduction and Chepter=II

gives the norphologleal featuree of lebiatas fenily and

Lencas Aspers spreug

ﬁhapﬁar-LII s ﬁecticn A and B(i), desls with the

ehtractian of the powdsred root of leucss Aspsrs with the

othyl aleshol, hydrolyaie of the aleobol extrect wWith V%AHQSC@

- gl Edﬁraﬂﬂlﬁﬁ of the poutral frectlion with ether, Column
ehronetoorepay of the residue fw@m the neutyal part furnlshed
two compounds, The Cirst compound, m.p. 154==56°, / %X_7p =50,
‘moleculsr foraula Ggé@@gﬂo was ldentiflied as atignasteral by
 preparatlon of Lt8 seetate, Czyliglpy, mep. 237—30°%, / X 7, -34°
‘(M* 454) ond coupared with authentie specimen.

Sgetion B(11) deals with the purification sad cha-
racterisation »f & bhew dlhydrozy lgotong~laucoleotong,
Gsdggaﬂé. The second component elubted by benzenesether = 4:1,
on cryatallizatiosn snd puriflcation fron cnlmvafar1~1athanal
mixztare furnished crystsllice solld, snalysed for Caglenly
(H*&?g), NeDe 3310°. IR spectrun showed two hydroxyl pgroupa and '
a ¥ =lactone riag st ¥ nax 9807, 3450 aag 1750 sn™t pespeo=

Ctively, The compound hee been designated a8 leucslactone 'gg&_.
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Seotion B{ill) desls with the preparstion of
soetyl darivetive 48, ghich hes best dnplysed for Uzatlsals
ot 5BGY, MePe £84==85", It showed two ecotete oups ot
S qup 1740, 1720, 1835 end 1218 ca™

and 7 =lpotote ab

Bection Gl(lv) ﬁeei& with the preparation of diketo
derivative 45 by oxldation with CrOg=—Fy. The dlketo leuco-
lactone so formed, wes guglysed for CuflalOy (1% 268), adwp.
'32.‘5--*24@‘. IR spsctoum gowed & broed earbonyl absorption at
1 -1 '

1*?055&1715 en" " end ¥ ~lastone ring et 1760 ¢ca ~.

Sestion §{(1) &ives the PR spectrsl dabe of leuso=
lactone 44. The pesks.were obaenved at 0,85 (1,t g, 0.92
{35-0i3), .95 (1t, GHs), 1.18 (1t GHz), 1.28 (1t CH3), 2.6
(18, a), 5,18 (W = Siz), 5.85 (wh =11Hg) .

Sgotion ${i1) denls with the A spectrel snalysis
of the leucolactons scatate. Tertlery mevhyl slgnale st 0,83,
o .28, 1.18, 1.28 ppn Showed the presence of seven methyl
gmupts; the acetoxy nethiyl. protons at 2.05 and 2,314 ppml. A
proton X to the csaxiﬁmayl group of the lacbone rlpg showed
up 8t 2,8 ppa hed double Joublets with J value of Hig indicge
tlog the equatorial orientntions of K eproton asd szial nebure

ol the lacione cerbonyl. The triplet ceovtred st 4.45 ppn with
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J valueﬁl&ﬂg was due to the nethlae provon, genlnel to one

of -tha avetato groups, whleh ousdé be sxiglly orisated. &
doublet sppoerad at 4.9“g§@;$iﬁh eoupliég coastant &g indie
cated that the %epnﬁ'a&emzy geoup i‘{_ja attached o a cerbon
eantéimiag g proton which is equetoriaslly oriented having
elther only one or two neighbouring protons, the dlhydrel

angle of one of which wémld be ﬂvouﬁd 00°, thereby causing
aiatmun coupling with the scetoxy nethlus proton, 13, NuR
gshowed the pr@éende af 34 corbon stone, the luctone cerbonyl
a@peareﬂ gt 17869 ppm~aaﬁ'the carbon containing the lactyl
vzyeen appesrsd nt BO.2 ppa es singlat ebowlong that the lactons
wing 18 teralinated at the tewtiapry carbon eaton. L7 ressnance |
&7 decoupled ezperinents ebaﬁ@d the prasence of 9—-@ﬁé, 108G, ,

{ 1 ‘
5-?&, 10*~§—* carbon etons in leucolgctone gcabate.

Section G{ili) contelns Alscusslon on WiIH spectrsl
anglyeis of dikeboleucslactons, XL--300 QYR s&gw&d‘%h@‘pp@~
sence of 7-tertlary wmethyls at 0,82, 0,93, 1.02, 2,03, 1.10,
1,18 and 1,30 ppn. The maisiplets between 2«3 ppn &hmweé the
presence of S+protons K« to the cerboayl geoups indieatliog
that the twd ketonle groupe contaln four K <protens, ibm
‘lsctone carbonyl having one X =ppoton. Tue doublets ceatred
&t R.18 and 2,78 npa sre coupled with gen coupling seperated

by 0.6 ppn probably due o aniaaﬁva@ic effect of the adjscent



{azv)

carbonyl, These fwo protong have no other neighbourling proton,
Tﬁe‘proﬁan thas gppsarad et 2.78 ppn showed s very low coupling
'(3 = 0.5 Hz) with the nothyl st 1.18 ppm suggestiog thet this
protot balong gltuebed very elase'to-a tertiary nethyl gvaué
et 1.1 ppa. The gbsence of a singlet {or a proton .eliminates
the position 18 fovw the oxygen functlon, The aulﬁipl@t of the
elght lines between 2.4 to 2,5 ppa showed that the CHy group
next Lo the second cavrhanyl have twe protons au ?HQ nsighbour.,
This tled down une of the oxygen functliong at Uw-l posltions,
the K =protons of which hsve tws nelghbourding protons situsbed
ab G- poéiti@n. The nathyl pesit that sppesred at 1.18 ppa
hae been assigned to the O=-28 methyl of friedelancskeleton
by comparison nith,praviousﬁ§?knawn frisdsleneakelaton, Since
it couples wlth one of the o =protonsof the oms group the
gsecond oxygen functlon L€ probably sltusted abt Cw=1B5 or..0==21
ﬁnsitiﬁns; Thus froa the above spectral date the followlng

probeble ftructure s suggested.

Hither * op ** _
way coabaln second R gpoup,
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SBET I QO He=p

Hase spectral aoalysis of leucolsctone, leucow
lactone acetabte, snd diketo leucolmcione suggested the
foraation »f fragaente s, b, ¢ eod d, typical of friedelane
skeleton, The exletance of fragnent ¢ and 4 excluded the
poasibllity of existance of secsnd oxygen funotion gt
11, 12, 15, 16 pasitlon.

i 4

* Aoy one of the positisas contelning group R,

'm/e 220

i

when H = O3, 8

R = CHz000,8 = m/e 262

. A= 0, &=nfe218
+ .
T CH -
| o3 |
‘when Ra< , b= nfe 221
H
OC00E,
00— (=6 H3< 3",23 m/@ 28’3 )

H

[+

= 0, ,bwuafegls



s &= nfe 503

s &= nfe 3501

R =< » 4= /e 332

R=0 , d=a/e 330

‘Thue fron the nass speoitra 1t s concluded the
sagond ozygen ie situsbed at C=-2) posziition. Hence the pro-
bable struoture of leucnleotone way be written as 44 without

the atearschaniatey sf the tws hydroxyl groups.

0—C=o 44
Further work to ostablish the steervochenlatey of
the two hydrozyl groups snd sone chenical trsnsfornstion ls

ia progress,

Chapter=--I1V dogeribes the ezperinental portloa,
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