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RESBLIS AND BISCUSSION

In donneotion with the psrilel &ynthesis of sone
ﬁwiﬁsrpenaida»ﬁna-preparatiaa o 1Be~bpons acebyl aethyl sles-
nolate BO was reguirsd, 1% was found that when tarazeryl
scotole wee trested with Be-bronosuccinimide in presence of
éimathyi 8u1£@xidaaﬁ‘praduoeé 15~brnmg*-/3ua&yrin gcetate in
gosd yleld. Ioterested by this éaauit we planned to prepsre
15-brono socetyl methyl olsenclsto BS fron sestyl uethyl
aleurisslate’ BS by trestment with Rebpomosusolnimlde in
progense oL dimethyl sﬁlfﬁziée.‘wbo bramoreamp@ﬁna 80 foraed
would be deshydvobronineted by ceans §f-dimetbyi\mniline ta
produse I~acetory nethyl oleanslate=11(12), 18{1s)-dlene 57.
This would ppg@ucé aegiaeraaiaaﬁg £8 by maana of 1lthium
aluainiun hyﬁ#&ﬁe reductizn. The schene whieﬁ wa had plancned
initlelly 18 glven below (Gcheme=5),

Schemﬂﬂéﬁ

CooMe
NBS




Scheme coxntd.---- , _ | -

88 ~ om

{£) x-nwma;tmemmma trastuent on esetyl methyl
alsupltolets in pogwencs of dimeshyl sulfoxzide:

Por the praperatlon of 15’4‘0%&9 #cetyl netiayl
oleanslate, asebyl aethyl smleuritolste was tolten in ohlopoe
fora %am?;‘ dlmethyl suifozide wae nized. To the resultling
ssiution Hebromo-suseiniuide wes sdded in poriions with adnee
tant shgkings Altor keeping the resstlon aizture in derk for
twelve hours e then ususl work np ylelded s gumny nass,
The ngas sfter solunn mf‘mm&t@gu@hy sné aﬁye%u&liaaﬁsm
sffovded a oolourlses eryetel 88, Oapllyplafr, m.p. 2807827,
VA 0(”7}} +39.51%. The sompound showed positive test for
halogen but Jdeveloped no colouretion with THY showlng the
abBonse gf' sy donble bond in the compound. IR spectrua
{FPig.1) of the sospound ruvesled that Lthe compound possessed

& ¥ ~lacbone & indiceted by the prepance of s pesk at
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- 1780 ‘em"", other pesks at 1720 on™) gnd 1240 on™d iware due

oo gostate funetionel gm@. The coapound showed no UV absopp=~
- tlon in the reglon 200350 an. PMR spestrun {Pig,2) of the
compound indicsted the abfence of gny vinyl end nethozy
aerbonyl proton origlnally present In the original sompound
55, S0, it wae firet sssumed that durliog the regetion cone
dition the nethoxy csprbonyl group was hydenlysed and lentoe
nisatlon ocourred on the double bond, In opder to prove the
assunption we trested poetyl wethyl bebtulanate with HBS in
Aimethyl 2ulfozide under the sane asnditvlion when the stertiog
methyl oater was procovered suggestlog thet o hyﬁmlya&a

noourred on HBS ifreabaend,

The regctlon of Hebrososuoelninide in dlnmsthyl
- sulfozide was repeated with gostyl sleuritslic soid 52 and
the ssne Y -lmatons wes obbtalned whieh wae confirued by the

M.MePs @nd IR cuaparison,

To estegbllsh the structure of the brous lsctone the

fallowlong veacis-iénu‘ wore carricd on the coupound 50,

' Tregtnent af tho bronolsctons 6@9 with dizethyl eniline:

The beouolectone 0 wes refluzed (4 hrs) with
freshiy distilled dlmetbyl aulline for dehydrsbrouinetisn snd
sfLer ueupl work up a coupound was obtalnsd which sn aryste-
11lzetlion fron chloroform=nethensl mixture, furnished a 8olid
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Bl Gpplly a0y, meps 308==120", The coupount gave negabive
Dellsteln test Lo brouine, no UV sbsorption was shoerved
in the reglon 220--350 dng IR {nujol) speotrun (Plg.s)

ghowed the prefence of 7-lactono st 1770 om™t

» the geoatate
group S muzvsﬂ,s"mm @mﬁ“’“ and the ﬁigtﬁbsgiﬁuﬁeﬁ double
bond at DOD am*’a“. In the PUR spestrun (Flpg.4) of g1, the
signale at 0.8 e 1.% ppu ehowed the presence of &evéﬁ Gere
tliery nethyl proups, the peéak st 2,04 ppn was due to aosbtoxy
vae'&;hyti pmtmm and the mlizini% et 4,5 ppa mzas due to

sxisl ssmmﬁ geningl to the emamwa%:ﬂ FPOUP ¢ &zsgmsﬂama

of AR quertet at 5.5 ppo with coupling fsmam% 3.‘23 ﬁz
mdi.aa'wd the pmsame of the gpouplng mamir}mawﬁ* »

l
N H

L

The nosabtureed lastons 8o obielined wat hydrogenated
in a aiziure of ethyl ssetabe end scetic ecid solutlisn nsing
- 2den's oabolyst in Pore! Hydrogenstion eppsratus under pre-
seure of 40 PI, After usugl work up the aolid obtained (wna
ehronatographed end eryetalileed from chilorofora snd nethanol
:miztz;&re; The ofmm'bainhaa product $o sbtained had n.p. *5:‘?%.-»@&“.
L °<"713 +10%, wae found Bo be.identical with ea authentic |
sanple of olesnsile la@mm agawmw a2 {by ma,pe and IR
compsrison), The euthentlo semple of oleenclic lectons wes
px’awam& by the nethod o Berion s g@fg fron scedyl osleanolic

asid, The iﬁama%:ioﬁ yai‘ slesnolic lactone scetate clesply
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11instrater thet the lgotyl szycen 18 sttachsd to Cew=13
cgrbon atom sad ie (3 oriented, The whole resction gan bs

shown in Soheng==s,

. Sehenow=g

) Brouslaotone

58, B = He €

E9,AaH
o Dimethyl . pangapobresinetsd ¥ lestone with a
— Taniline dosuble bend '

81

lﬁz, undey prexsure
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So the poaltlen of sttechuent of the lgotdnle funa-
tlopal group in the brone lactous 60 wes clesr. But the posl-
tlion of broaine abtom wee nob cleet, To assertailn the pogition
of broaine etou in the bronolsctone, lithlua aluminiun hyderide
reduction on the leotone §1 wes done whlch furnished a compeund,
CSQ%Q%, m.:’p_. 185w=06" thaﬁ nas 1&9@&36&1 with sn .aathemﬁia
specimen of nagiaem&i@zw 88 (map wed IR conpepison). The
foraation of eegleeradlol whioch esutaing ous of the double
bonde al Q1510 position élesrly indlcatee the position of
bronine atonm sither eb C=l5 oy Gw=- 18 posisiocn, The position
of the bronine atom ghould be g4 C—-156 positlon sincs the
double bond in the origlnal me%yl mebhyl alsuritslste was at
O==Qd==35 poultion, S0 gntrance of bronine aton should be nb
Ce=15 ponitlion s8 in the cate of tarszeryl ecotato which gave
the 15 broso f egaynin soetate 44 Qﬁ,tn i’%ﬁ&;ﬁs, in the ilihiua
) alumiﬁ&m, hydride reduction the lectons ring was sifscted with
t‘é}e fornption of @ tertiary hydrozyl group Aet Qw13 which
undergoes dshydretion producing G==13~13 double bond snd
08,00 group at (=17 posltion. |

*

8o the strusture of the bromslactpas osn be
assigned es 50,
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Thus, the sbove sequence of reactions on the bronslsotone

50 aan bs popresented 16 the following way (Scheme==7):

: Sahgmew?

Hy— Adam's ,ch‘qus'\?

tnder presswee
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P

a agudy'af the pPrieding modsl of the lastonse 20
ghowed the brounine etom st C==~15 position should be oriented
o mequatorial. Thin'ntearaehamiatwy waa-cénfirmed by the PMR
spectral dats., The proton centred et 4.3 ppa (4,d) with
ooupling eonatants 14Uz (Ja, a) 804 SHs (Ja, o) was due to
the azlal proton geninal o the bvonloe walch aust hove an
exisl snd equetorlal praﬁéna ot the vicinal cavbon, Fhis
eanfi:ﬁe& the preeencs of bronloe abton st G+l squetorisly

sriented.

deohanian of fornation of the broaclesctone 50;

It ie well hnown thet dicethyl sulfoxide iz e very .

polar solvent snd it 18 ozpested thst 1t probably dissoclates
¢
l"_'< -~ . . ’
to % sanlon snd E?*Vaatiang the snlon belng stable
1 |
dus to tws other ressneting struotures,

iy

) O 0

| , Y %

i "é;. S 'h——*<; - _ | RN
J, Q\ﬁ‘ éfmﬁwwmy ‘ an L ‘ B
o 0 o

The bromoniua ion thus produced, attaoks the
plefinic double bond abt Cewld==15 positlon foraing s thres

nesbered charged intermediate whilch ilnnedistoly sescrsnges
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to the stable form by the opening of the ring systex with
gonserted migraeisn of Gw=13 methyl to O=-14 position and
attack of the Cadw=ws I bond to the vecant =13 position
foratog the lactyl bond wi@h.lﬂae‘aﬁlﬁﬁﬁ or H as ostlon foou
the C0DR group,. The mechenisa oan bs shown in Schenew-g,

fSehengesg

£5, R = Mo
g8, Rm H

Since bromine aton is balky'lﬁvéﬂmumas‘ta enter in
the sguatorisl position 20 =8 to have miniaun sterle intep-

actions,

So tregtaent of HBS in prasence of dlasthyl sul-
fozlde on triterpene goid or ester pv&ﬁueed broaolgetons,
Aa'na'syﬂte@aﬁia work wes peporied on the sotion of Rebromnoe
sucelainlide 4in prefsnce nf dimethyl sulfozxide we were Inter~-

asted whether the resotlon could be eppliod to other tritarpens
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aslds op ewters as well, For this purpose the resstion wae
performed o5n two sthep wltwbanams,'one belangling to
slegnane skeleton vig. acetyl methyl oleanslate and the
other tv “he Iupsne skeleton v-is;. scotyl methyl bstulenate.

.(11) Treatnent of He-bronosucoininide in preseacs of
dimethyl suifiozide on ecetyl nethyl olsanolate 832

ioetyl netliyl 2lesnolate SF was taken in chloro-
fora and dlmethyl eulfoxide was gdded. To the resulting

#olotion Nebroassucclninide wes added in portiong as mengle

oned in the case of aasﬁyl matbyl aleuritolate. After usdusl
work up and cbmm:wgmphy fan@waa by erystallisstion a
product was 1sclated 85, cmawag@r, DePs 216+26%, Ir(nuI0OL)
. spestrun (71g45) showed  posk at 1770 om *% $ndteating the

1md /

 presensg of ? «laotons mnd other pesks @b 1725 an
1240 on =1 wors due ¢o wetnﬁa fuwtimal aeoup, It gave ponl-
tive mamem test Lor bromine, The soapound 65 wes found
to b identicpl with & F -acobylwls X =bpons olean=2G«=y 1%

olme'g‘e, (maieps w08 IR aampam.s.m) prepered by the trestaest
of 3 /° wecotyl olsanolic ecid 84 with bLroaine in scetic scid,

So the strusture of the bronolastone can be asalgned a8 5.
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 The neobauisa (Scheme==D) of formation of 88 san
be aublcipated ss glien in cuss .,195';‘;,5.,1&@%30:1&3%’199 of sceatyld

meﬁhya; aleuritolate, meationed earlier,

‘It was found thet 3/ ~scetyl olesnclic eold g4

also formed the sane bromolaetons 86 ou treetauens WiSh Webromoe

suesinimide in '\éimathyuuszwe {by ai.m.ps and IR compgrison),

-

03, R = Cilg
B4, Ro &
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The reactisn of Hebromssueclinlaide in presecce
of dlmethylsulfoxlde was cerried out on o third compound
3P wpostyl nethyl betulenate®? €8¢ In B3R =goetyl methyl bebu~
lenete $6 the double bend 4s in the forn of Lacpropenyl end

the pring D of the triterpene ester le flve membored.

(111} Frestnent of 489 1n presence of dlasthylsulfsozlde
on methyl & P »tqotylibaﬁulenataél 562

5f =goetyl methyl betulonate 60 was token in dlstl-
11sd chlorofora end dlmsthyl sulfozideo waz added to 1it. To the
teaulting aslutisn Hebronssuocininlde wes sdded iu povtlons
s was done in esriisr cases. Following the ®ame proceduire
 and work Up w ma9s wWes iqqlaﬁsd which on chroustogrsphy 20 &

sllica gol aolumﬂvaffpvdaé three different bromo compounds,

Tne firat compound which wes ab@miged froa the
coluan on elublon with petroleun (4)sbenzene (1) wes oryate-
1lised fora CHGLg—Weld., he crystellised product gave posivive
bost for bromine, Anslysie showed the oompound hed the molew
oular Poranln Syl D,Bunep. 265=-36" 5 [ X/ #42.56, IR
spectrun  Fig,8) ehowed peeks et 1735 ca”> (==CO00H,) 1725 ca™t
(=0200H, ), 1260 an'l'(*WQﬁgEP), 1560, 875 ea™t (=08,).

:”Pﬁﬁvapaetrum of ths coapound showed Detovrilary
aethyl groups in the regian. C.57==1,02 ppm, three hydrogens

of guoﬂaagé geonp wes found o bela% © 2,08 {siaoglet), tws -
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hydeogens g¢ singlet at 3.9 ppa for ~~0BoBr, At 8.1 pp
two hydrogens weps obtslined as'multiﬁlet'éue‘t@ Qgesenﬁa of
willy, The proton gemloal to the S-mcetyl group appoared el
LY au}tipleﬁ at 4;‘5 ﬁpm. Ffam thesa spestyral rda,ba the struge-
ture of the bpoas ﬁémpauﬁé has besn astigned Structure §3

ap- mothyl 50 bronsed 5 -gsebyl besulenstes

CaoMe

&

The stpucture hes boen confleaad by dedvoninating
the gonpound 48 by treatitent with Tn duat and goetic sold end
the product that was iedlstod was found to Dha iﬁaa&idal with
nethyl 8 2 =nowbyl betulesate 34 (meteps COPLB).

Further elution of the 6oluan with patroleus (4)s
bsnzenektll furnished g eesond broao coapound, This on opys=
teliisation {rou chlovefora-nethanol mizture wes aoelyded for
essasia‘ar,<agpa SREm30” , [T%<~7b +59%, In spostrus showed
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the'pﬁesﬁnea%ﬁfvaétév geoup st 1738 aa’lg.ns@t:ﬁé oavbonyl
gt 1788, 1240 oa™) and nethylons double bond eb 1540 eu™t
end 900 aa°1; The. coupound geve positive Dellateln test for
bromine, ?ha.atruétuéa of the cosporund wsz derived f@am’ﬁh&
3&‘%ﬁﬁﬁ(ﬁigg9}»ape@tﬁumg The peeks in the vegion  0,78-=1,0
ppa indlested the presencs of flve Sertlery methyl groups,
the two elnglets at 1,7 and 1,78 ppn thet wag integrated
for & proton® sugpssted the preseuce éf s aethyl group oo =
double bond, the singlsts at 2,08 god 347 ppn that wers
integreted for thres protons ossh whowed ths exletsnce of
scetoay nethyrl and cerbonethoxyl groups In the esapound, The
multiplet st £.48 ppn was due $o the praton gealnal to the
g==2 gootyl geoup. The prasense of singleot at B.,78 and
5,97 ppm integrated for one proton mignested the sis trane
CHy
s
end 88b e suggested raé this broao gonpound,

, , - By
teonsrian of Gee0 group, Hensce the Strusturs 9S8a
g .
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Benlde s "mese t:m pregoncs Of pesiz 8t 3,0 for
*‘:EzBr amé. doublm; st a.l ;:*p-'a Tor ucﬁe i.ndmatad that. thsra
is ;atsu‘ll some @g pz‘ee@nt qﬂ 3.npzzr~iﬁy.

with the 'inwaaae of polarlty of the galvent

~ petroleun ether (8)sbengens (33, the third eompoand wes obta‘fo
ned from the aulmn waich wen aryzsmiﬁaad fwom a mia.wz-a ai’
@hlﬂ?ﬂfﬂl’ﬂ"ﬂﬂﬁhﬁﬂ@la Aftor crystallisation the compound
~obtalned, geve poeltive PBellsteln test fop halogsn thet indle
osted the exlstence of bromibe in the esspound. She 'o‘a:apanaa ‘
was snelysed for Gy M, Qapg s My B03=es®, [T 74+ 47°,
showod a negetive cotton ( € a <0956} effect ia the GU at

218 0.

IR spestrun (Pig.l0) of ﬁ&xe onmpound showed pasks
at ¥ .. 1780 ea™ {J =lpctons), 1720, 1240 e;i'l [~ OCOCHE ) 4
1860 en™t (aohBr ), |

The stpusture of the dibromolactone was propoved b9

be 89 oo the basis of TR, NHR end meos Spectral studies,
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PRE spestrun {?1g.11) of the soupound showed the
pregence of 5 tevtiary mgtbyl groups in the reglon 0,87 to
0,92 ppm, The singlet ab 2,03 ppm lntepgrated for three proe
tont was due to the goetoxy methiyl group. Between the reglon
Set4 o 5,78 ppa ﬁhera were four peske, The multiplets cen<
trod st 3.44 wud 3,55 ppn showed Che presence of one proton
 amoh, The doublots et 5478 aod 3,78 ppa elso showsd the
presence of une proton smoh. These peaks wers dus to 4 hydro=
gang of Gﬁ-zﬁbwggﬁv»and Cya=Hobr. Eha asthylens protons
- pregent =t Oy and Ogn were non aquivelent aud thelr posiltion
wad flzed due to blinderad potation of thezme gronp? gonteining
the bulky end highly slectronosadive bvaﬁiﬂe atone which
wers et the farthest posliion, The coupling constant wee
found %o be 1} Hx.

At the reglon 4,54 prn one pask wilsh wes found

| va'ﬁa'aingiet‘eaaﬁa&nlmg shnly one hydroges wa® sssuned for the

HweeQwe 030 4,8, the O~=16 proten adjscent o the lectonle
oxyeen, This velus @f‘hhgiﬁﬁﬁ.ay@ﬂﬁruﬁ.auggﬁsteﬁ thst thie
proton had elther no nelghbourlog proton or the sonforastion
- wag such a2 to kave Do coupling with the nelghbourlng proton,
& Btudy of the Prieding aodel of tba,aampmﬁnﬁ 8% showed that

‘ the dibhydrel angi& betwgen tha (=18 ard G-*la proatons was

alnont Q@?.ta moke 1t shraio fres nodel 47 the (=18 proton

wan X worlonted, 8o the Jewiy proton ﬁhaul& nl#o be X =ppionted,
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The peak centrad at 4.5 ppn wilch wes found tn be
a nultipiet for anly one proton was dus o the praton of

Home {3 mm O GO0H g o

134 N4R spestrun (Fig,12) of the compound 58
Aahexed‘a peek ab 17@,48fp§ﬁ‘ﬂhibh war sinplet rovesled the
pregence of e lestonls carbonyl group in a five cembered
ring. The peok st 171 ppa whieh Qaﬁ el8n g slnglet indices
yed the presence of sl gletoxry. carbonyl g%aup, doublets st
80,77 and 60,85 ppn wers due to C==il gpoups bonded to geetoxy
and lsetyl owypen atons. |

¥aes speotrua of Lhe oompound g9:

Xasd peals (?ig.i:ﬁ') of the compound £3 1.e. 3F~
aoetyle20 ,30-albrono=18Y ~oleansge~> 19/ olide 1a glven in
the followlng way: In the followlng ezplanstion M, pepres
sants the proboilated molecular nses with the two bronine
ehous of isotople nase 81, 8.5 pepresents the cass wlth the
isstople bx*\:gmm‘a 7€ end Bl gnd Haﬁ fop the iwt@mé Hage 79,
The moleculer lon posih ob 650 ('?521%?{”, 10%) , 687 (s‘fiﬁ%z““g_ 193)
and 453 i%ﬁ"‘?, 103) were cbbeined, The poaske at 560, 597 end
595 alght bas due to lots of wellic geld froam the nmolecular
don peeks (HyRY=-CHAUO00H , Uy P mrCBC008, g “>0Hg500H rospace
tively), The peak et 503 micht be e to 59G~-0H," Er end
59‘}‘%@-9!‘15‘?9& #ho80 gbundansy wad Tound té e 5. The peak

—_—— e
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MASS SPECTRUM ~ DATA: A29004 #32 BASE ME: 61
16/30-60 14:49:00 + 1104 CAL1: CREF290 #7 RIC: 3588090,
SAMPLE: SAMPLE DIC/K3-36,S0LID PRQBE,LI/CM
#28 TO #37 SUMMED — #22 - ada X1.e1 .
109.9 12 r—>m.ax . — 455408,
T i ) 1082 RA
| L 1-E 191
] .
- - -
S58.6 -
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- * 264 5
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Fig.13: Mass spectrum of dibromolectons §9.
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at 501 wes seuned for 567-~OHy"'Br nd 508wci,”gp a0
of %ane sbundance (5%). The fragaent 497 would be for
sea«-.asamzav op 501%95337981* who#s abundency was 31%, The
peek at 317 might be due to 568«=H®lny and 597«i"%3p. The
other Cragnent® were 515 {59?«-33% and 595-‘—»379&)

489 (517C0), 487 (518~00), 457 (Wi—nry), 435 (517—5pr
and 515=-87%8r), 407 (503=-0H,5l0r and 50L-=0Hy"%Br op
48717 Opn gng 4801l0r ), 249, 101 (base), 180,

The stpusture of the dlbromolectone 59 wes finally
proved by the £ollowlapg resctions. The dlbromolsotone was
atteapted fop ﬁahyﬂm%mﬁna@mn by wﬂtz‘xmg with dimetl:yl
antline, It wes found thet the coapound resisted dehydrs~
bmézimusn and the sterting materipl war recsvered, This was
one supporting evidance éf the pupéme of bromine aton st

Q=29 gnd J==30 positlons,

Debponingtion regctions on the dibromolectone G8
was plso csrried sut with the help of Reney Fickel. This
regotion furnished & aamgaun& 70,6 3211&9% + WePos ) 556",

[ o(] +607 wee found Lo bo identlogl with an suthentle
spaoiaen of 3 /5 ~poetyleoleananspoep 19/3 011de® {m.a.ps aod
IR eammmmn). The suthentic specimen of 7O was prepared
from gostyl betulinle gald, From these obisrvetion the sipruce
ture of dibromolactone Gau be assigned se 33 -scetyl 29,30
d1brono=18 A Heoleanan=28=> 10(° olide 68,



70

Treatnant of a P =scebyl batulenie mid‘“ G‘? wz.tzh H-bra:m-
Rusoininide _und diaetggl sulfoxides

b P wonetyl M%uimia sela 67 was t.nken in ohlors-
forn and dmet&yl mlfmiaa wet added. To the reauzting
goluotlon N-bromesuscininlde wes added in portlons as in thev

previoie csses, After ususl work- up me mxmm wac npamted
\ et goid and noutral parts by amgmmmg aith amgn Chronas-
togrophy £oliswed bg.,fsgsyaml;maaﬁian of xme; neu,tsxsgl part
furnished « conpound, 63254&04B s QePa 3 B08—g® » Was foimnd
to be ldenticgl (aum.ps ‘and G@n*&ﬂ)'with 89 1.0, the dibnemow
llutanu.

, The alkell mmma pert wae geidiﬂ.nd, ozﬁmoiseﬁ
wi.th sther snd @sters.fwa with dlegonethane, 'fha pmmw a0
obtalned was shronatographed vhich oh slutibpn  with solvens
petroleun ether(4)s bmaemi 1) farpished two conpounds, The
£ipst coaposund wad fgnad iﬂam&eal with G2 and the _-a@-ané
coapound wes ldesiifliad e f8s ——= (8b e¢ Alscuesed in
the previsus cake,

mah@ma of brominetion a z’mg:wiﬁh _’1nétp‘x;i{saﬁi ofiz

then 86 e 87 mm troated with NHebraassucalininlde
in presence of -divethyl eulfoxide, first tho 211y1lo bronle
usted produed 82, wee formed, Thie gllylic bdrouivated preduct
sight underge Swoeerisetlon to furnish the ‘um@m cit~trans
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20«bpano conpounds 68a —— gB8b. Further sttack of the
Lromonlus low ob the Dww-P0we30 double bond of 68 cunsed
sinulosnecusdy ving eipatdion and lsctonlsation. This fect
wae fmpgaw%gad by the szpericent with aliylio broainated pros -

 dush 83, Yue ivolsted compound 08 wes tremted with Hebrome=
- supoiniaide in prosenoe of .a;‘*.mt'if;;'l sulfoxide and the mgue
bromolachony 58 was obisined, Agslu the recovery of etsrting
auberiai 1n she psuetlon 52 3 [ <sostyl nothyl mwaangﬁé 71
with NBS supgested bhet the attack of h@mmﬁuﬁ Lton on the
double bond Ln&,tiat-aﬁ the lpotonlsation (schemo==10),

mmm«—sm

CoOMe

COOR

NBS-DMSO

—_>
J\co .
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. Fhe. allylle broninated product 68 ln the presence of
HBS would be sbbacked by the brononius Lon on the olefinis bond
at G030 poaition f@z‘mmgffaj"#graa neabered cherged intere
nediabs whisch %maﬁ&iaﬁalg%amggéggg&; bo. the ebeble fam by
opening of wing systen with sonserbsd ﬁzigﬁaﬁiafé pf bond &@1&21
to (=20«3% position end sttsok of | C=0+IT hond to the vecant Ce18
positlon forming the leotyl bond with loss of Q8 or B a8
cation fron thy GLORB agroup,
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COO Me

ssdousa

hcO ? is vegotion

The obave f£indings show that the ssters can be
lsctonlized with 485 &n DHRO .eiq tholr corresponding eclds i€
there 19 & doublo bond pPlésed ab en sppropriste position in
the compound, This Le porheps the firet finding ehers the
ester group 12 dipectly involved in lgotone formatisn without
belog bydvolysed.



