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The work cubodied in the preseat thesis has beean divided
into three partas

Ao The firet part (art 1) deseoribes the formation of a
& ~lsotone by the action of hydrogen pyerozide oa olean~i2, 16-
dien=3, il=dipl obtained fron Taraxeryl acetate.

Be The seoond part (/art 1I) occusiste of the partial synthesis
of a natural sroduct legieeradiol froam iscetyl metlyl sleuritolate.
Ce The last part (rart 1II) deals with the isolation amd

charagcterication of lupesl acotate, @ ~-sitosterol, ursoilie acid,
A ~argrin acetate, 7 -asyrin acetate and stigmasterol from the
bark and leaves of Finlayeonia sbovata wall.

‘e ars 1

Chapter I describes the morpholegieal features ol the
pvlante of Luphorbiaceas fanily and of iapium baccatun Hoxb,

Chapter 1I deale with the reinvestigation on the bensene
axtract of the bark of Japium baccatun Roxb, The isolation of
Taraxerons, 1-Hexacosanol, Taraxerol, © -sitosterol, Baccatin,
‘cotyl aleuritolic acid are described.

Chapter III gives a short roview on the oxidative trans~
lormation renctione ol the pentacyclie triterpenss.
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Chapter 1V deale with the studice of the reactior of
hyédropen roroxide in precence of p-toluesne sulphonic acid and
tertiary butacol oa the diol olean-12, 1S-dien-3, 1i-diol YL

obtained fron Taraxeryl acetate J.
Taraxeryl acetate J was trested with s-Bromo suocianiside

in presence of dimethyl sulfoxide ia the dark when a solid of

molsoular formula Ggolig Oghe L mp 100-88°, (L) 47.57° wae
obtained, The compound 414 not show any U.V., absorption ia the

region 280-300 ame L%, speotrun showed peaks at 1780 aad 1850
on™? (-000GH,)s HIR spootrun showed & multislet ceatered at 8.3
ppm (vinyl oroton) aud & nultiplet at 430 ppn for one proton
attached to a carbon containing bronine, peaks at 2,09 ppa
(~000CHs /) and at 4,03 pon for proton attached to the carbon bear-
ing acotoxy group. The soupound JJ oa treataeat .1th sine dust
end asetic acid yielded (' -asgrin scetate. These facte and alee
the mace fragmeatation patteran suggeated thas L] vae 15-Bromo

ﬂ-m agetate,
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The bromo compound I on oxidation by means of sodiun
Alchromate in acetic acdd yielded the 1l=keto compound, 15-Hromo
[ ~amyrenonyl scetate LIL =» 240-241% The conpound showed U.V,
sbsorption at A .. 260 am (¢ 11000) showing the presensce of
4, ~unsat.rated earbonyl Sroupe

Dehydvobronination of this 1S=Bromo | =anyresomyl
scetate IIL wae tried with dimethyl aanilime, s=collidine and
a2leo with potassiun tertiary butexide in dimethyl sulfoxide.
A1l these attenpte were found to yield a aegative result,



(iv)

‘ttenpt was therefore nade to dehydrobforinate the bromo
comound LI by refluzing with @luethyl sailine whea the dehydwo~
browo conpound olean-12, 15-diea=S/ -yl acetate LY was obtaineds
Ihis corresponded to wlesular forsula CzgligoOge had a mp 199-
200%0, showod no UeVe absorstione HIR speotr.s showed signale

ot Dol to 866 pon for three vingl protoas. fron these ovidenses,
it vos aosigaed struoture [l

p\(_ Q9 th/\'",. il
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The conpound LY wae then oxidised by refluxiag with
sodiun ddohroaate in acetic soid “or a neriod of tweaty four

hours whea the lleketo osncound 3/ -acetosy olean-12, ib=dicn~
L1~ono I mp 243-208% (L ), 28e57° was obtaiaed,
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The proposed structure sas in coafor=ity with the
obsirved speetral data. The compound showed U.V. absorption
8% N\ ey 244 mn (€ 11376) indicating the preseace of am{ [0 =
went.rated koto aystem at C-1ie. I,Re spectrus showed absorption
utMu"; 1730 on™S chowing the preseace of acotoXxy Sroup,
at 1660 on™® showing that the compound was & oix neabered ring
A, [ ~unsaturated ketone. WIR speotrun showed signals at 0.0 %o
18 ppm (methyl aroupe), 2404 ppm (~0CUCfg)e 4eB ppa (-Of =
M)a 50 to 5.7 ppm (three viayl protons).
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The ~unsaturated ktetone { was thea reduced by means
of lithiun aluniaiun hydride whea the diol Uglig,0p LA @p 196-
200° wao obtained. ittempte towarde the purification of this

0] resulted in the formation »f the homoamauler dlens YIL
as wao evidenced from the UsV. spectral data N\ 276 o
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(€ BR60)s Therefore the orude diol was directly treated with
hydrogen peroxide, p-tolucne sulphoniec acid and tertiazy butyl
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aleohnl for a poriod of tweaty four houre ae desoribed W

Corey ot al. ifter usus! work upy the product Oggilig's

mp 240-241° wae obtaineds I.R. spectrus of this conpound showed
sbeorotions st 3080 esd (<OH group)s 976 on™d (-GH & GB-)s An
absorption at 1776 en™d indicated that the conpound was & laoSonss
ihe conpound wae thel asetylated at roon teuperature usiag acetie
calyride and rgridines Che otructure of the acetate Usglie 04
mmu'mom.ralu

Y r
oSl

pe

fvon comnideration of 4te BUR cad l.ie opoctral data.
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ihe asetate was subjeoted to LAH reduction when the
laotons riog sue oleaved producing the triol Ug,Hgaly ap 80~
202°, This vas elso acotylated at resa temperature when @
Jaglsalg ™0 186-190° was obtsinede Study of the
t the triscetate had the etructuve.

BHUR spestrun showed tha

The forontion of this tyiscetate fyun the lactone confirued
the sirusture of the lootone,
Chapter V desoribes the experimestal sections
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Be faxt XL

Chapter I desoribes the liret isolation of Asgiceradiel
and partial syntheeis of iregleeradiol Irom genin~i. It aleo
discusees the partial gyathesis of ‘eglceradiol from scetyl
wethyl aleuritolate YLiLe

roetyl methyl aleuritolate YILL on treatmwent with H-
Broro sueciainide in presence of dlsethyl sulfoxide ia the

dark afforfed n 0olid Oggllgy0g®® L& up 200-202°. The WIR aad
Leile apeoctya chored that At uas & lLactone. A sizilar experineat

mas also carried out with iscetyl aleuritelic acid to prove
~hether lactoanlsation proceeded via ester hydrolyeis Li,0., a0id
formations The praduct sas the ideatical laotone JL, To ascertain
“hether ester hydrolysie ace.re durin; the resction, a siallar
reaction using acetyl nsethyl 4dihydro betulinate was aleo carried
out employing NBU~-DHS0 vhen the ester was found to be sahydro~-
lysed. Thersfore the follo iag nechanien «as proposed Lor the
lactone formatioms
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The btromo compound Lj was dehyirobronisated by refluxing
with distilled dimethyl aniline whea the coupound § Ussliny9y
mp 308-310° wae obtained.

The 10, 16-dehydrooleanclic lactone adetats wae
hyrogenated .hen oleasolic lactone acetate mp 295-296°,
identical «ith sn authentic sample, was obtained. The formation
of this olemnolic lactone acetate fros the conpound J eorrectly
eatablivhed the strwture of §,

The conpound J wae thea subjeoted to LAH reductioa
v“hen the lactone ring was oleaved producing -OHgUH group at
0-17 position sad an -0H 2roup at O=13 position. The acetoxmy
group at U=~ wae also reduced to ~0H group. ‘he -UH group at
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0-13 readily un‘ervont delydration producing L2,iJ=double bouadyic
rearreaged to the [ -amyrin skeleton very ecseily and the product
obtained wae Ldentionl -ith the autheatiec sanple of Aeglceradisl

ke

ia asother route, acetyl netiyl aleuritolate LLLL wao
firet roduced by UAN shen ‘yricadisl Ogyllg,0p %0 265-207° GJ
san obtalaed,



This on acetylation with avcetic anhydride and yridine alforded
the dimostate Ugylige0y mp 256-250°, This on treatmeat with MBS~
HIS0 1n the dark produced 15-Sromo erythrodiol dlacetate LLLL




(xiv)

which when refluxed with dimethyl aniline got dehydrobroainated

producing sesiceradiol diacetate Cpgllgolqe Zhe diacetate on
hydrolyeis «ith 10/ nethamnolic caustic soda produced aegiceradiol

&y ideatical with an autheatie sanple.
Chapter Il desoribee the sxperineatal part.

Oe Part Adl

Chapter 1 describes the morsholegical ‘eatures of
plantes of ‘eclepisdeae fanily and that of Pialaysonia obovata
wall,

Chapter Il deale vith the inveatigation on the msutmal
part and sedd part of the bark of Malaysouia obovatae wall,

se0tion A desoribes the extraction of the plaat
material «ith petroleus ether and benzone in soxhlet apparatus.

section B desls with the chromatography of the petroleun
other extract and isolation of lupeol acotate JLY

*\V
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section © deseribes the isolation of (> -sitosterel ZY
fron the meutral oart of the benzene extract.

.
T
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section D shows the preseace of Ursolic acid 4A¥] ian the
acid part of the bentens extract,

®“ VI
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Chapter 111 desoribes the experimental section.

Chapter IV deals with iaveetigation oa the loaves
of Finleysonis obovata well.

section A deseribes the extractioa of the leavos by
neans of petreoleus ether, beutene and alcobol.

section B showe the preseace of -« -amyrin acetate and
[} ~sgrin scetate in the petroleus sther extract.

seotion C deseribes the isolation of ° =sitosterol and
Ursolic nedd fron the bensene extract.

Seotion ¥ chows the prosence of stigmasterel in the
aleohol extract,

Jhapter V - ixperimental portisa has been described
in this chapter.



