CHAPTER==IT T

EXPERINBNTAL

Helting polnts sre uncorrscted, FPetroleun ethep
used during the investiggtimn had DepPe 60%=g0%, 411 the
optlicgl rotations wers éetérminad Lo CHOl, st 1==24 solu~
tlons, The 1H NUR spectra were recordsd in Verlan A—50,
TemG0, FP==304 and KL=-100 HMR spectroneters using ¢hOlx
containing TS e# interval veference, The IR spectia wapa
taken in Bsckman IR~~20 spectrophotoneter in Hujol mull,

UV abssrptlsn speo@ra wara bakon in Decknan DU-=2 Spectpo=
photoneter using solvent 957 ethenvl, Goluan chronabography
wepe done on neutral aluning desctivated with 10f aquaous

gcetic aoid (2 al/100 g of aluninal.

SEOTION==A3

Ozidation of teraezeryl scetgte 76 with HBS ip DHIO:

Preppration of 18-broaoe 3 =gayrin acetate 77:

To s #olution of tarezeryl ecstave (1 gn)} in
 CHGly (50 al) end dimethyl sulfozide (25 al), was added
HeBromo succinimide (1 gn) in portions and kept in dark for
14 hours, The regotlon mizbture was filtered snd the filirate
was eztraoted with chlorofora (200 ul), washed with weter snd

was dried over snhydrous sodiua sulphate, The solvent wes
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removed when a yellowlsh solld wae obiained. The solld
was dimgolved in benzene (10 nl) end was paure& o0 8

colunn of aiumina (60 gn demetliveted with 3.6;mi of 102
squecus scetic ascid) developed with petrolsun ether, The

£ollowing solvents were used dr elution:

Igble=l
Eluent - Prgotlions Residue ob
100 ul esch svaporation
Petroleun 110  solid (900 mg)
ether @epe 1767286

Further elutisn with mopre poler solvents dld not give
any 2olld nsterial

Fraction L1310 (tgble—el) war&.a@abiﬁeﬁ and
the mizture wee cryebslilleed fron g aizture of ehlorvoforn
and nethanosl whan crystals of 15=brono= 3 -aayrin scetsate
77, @epo LBO=-162°, £T¥<_7% +47.4° were obtalned. It gave
s single spot on a chronatoplste (Ap = 0.8) and also ehowed

posltive Béilateln test for bronine.



Aaa@zgis report: , o
S Foumd, . . D, 70.0% H, 8.1%
Caloulated for Gullpy0pBr & G, 70,2848, 9,33

IR{QH;}BlE% ' -2;';3183 1780 ang ig50 em"a’ _ E’iﬁ;.l

MR 3 Fosks at 5.5 (u, Vinyl proton), 4,50
' (m, B OBri, 2,00 (==0CO00H;) and 4,53
(B=~C20Hy) ppm, Pig.D
Mpel : Fesks st m/o 188, 315, 217, 240, 207, 446

(4 —Hgr), Be7(E"),

Oxtdablon of 15~bvama—,ﬁﬂ-xmgria,gcetaﬁe AR ?rgagraﬁién‘

of 1l=pzo=15ebromno= [ ~aﬂyviﬁfasetate 78:

o a'refauxing so@uﬁian;gf 18=bronoe 3 wsayrin
scetats (1 ga) in bengens (40 nl) was pdded slowly & solu-
tion of Ne 0ra0, (1 gal) in glsoiel AGOH (30 m1) with stivr-
ing while maintsining the teup. at 70°C. After the eddie
tion was complete the etirring wes eontinued Lor 24 hours
agintaloing theréempara%ara'aﬁ 809-$59, AL the ané is-ias'
cooled and rectified spirlt (5 ml) wad edded, Tae solution
wes Goncentrated to 1/3rd volune snd gﬁured,in%a ice aold

wntav; The ppt wee £iltered off, washed and crystallised

X3
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fron chlorofora-nethensl aizbture when crystale (0,75 g)
Baving n.p. 200241 weve obbtained /- O(Jﬁ +897,

Anglyais vepory:

' ?mmﬁ, ' . ’&g 35&94‘)‘5’ ] ﬁ, 3;63%
Galoulated for Guiiyn0sB0, g, 68,436 5 H, 5,058

UV N pep 249 am (€ 21,000)
Delletoln test poaitlve.

ﬁ%%mﬁﬁsa dehydrobronination of 1l=ozo=1S=brono= ﬁvf&t‘ggﬁiﬂ
sogtate 70:

(a} w®ith Mma'&%:yi gnllines

_ Gonpound .{ G5 2} wew zséii‘;umﬂ wlth dizethyge=
:wnm:‘u‘zes {"?5 mii for #lx hours. The mizture wee csnled,
ecldllled with G HOL and then sztracted with ebher and
weehiod with weter b ucke it ecid free. The solutlon wed
drled with ephydrous scdiua sulphebe. Solvent wes removed,
the repidus wee then cbronabogrephsd in w coluan of 30 gn
piiming. ¥he clivonabogrun wab é‘iaueﬂlzzpﬁad with psteroleun

ethor and the follswing {vsotious wers collected:
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Teblee=l
Bluent : Frectionn Hagidue oo
100 ml eveporation
essh _
Fatroleun ether le=]2 kol1id

HePa 2252=250°

Pupther elublon with aoee polsr Solvents 4ld ant
gfford any asberial

| Frectlions i=12 (table=2) were comblned. The
wate vas crystallised fron chlorofora~methansl nizture
vhen crystals having m,p, 240°==241% were cb%&inéd. The
goaposund showed ﬁasiﬁive Belleteln test, Mized m,p. with

the stavtlag maﬁe?ialcwas algo undaﬁrasséa.

(b) with s=colildine:

‘ Broas compound (9.2 g) wﬁz refiuzed with
gecolifdine (16 wl) £6» 38 hrs. st 380° Lo sn oil bath.
The maeg wan then gelalrisd with 57 HBS'% , extracted with
ethyl asetate, The orpetic layey wee washed with E% Bz50,
to pemove 1p8L trece of collidine, weshed with water to
c1ak? organlc layer veutral. The solivent wes deled sver

grhydroue sodinu sulphote and venoved, The residus dissolved
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in mialnun gaount of bensens was chromsatographed in a
soluna of alunine, and the ©ollowing fractions were

¢olleoted:

Pakslawes
- ' ?vuctianu Residue on
Eluent 100 nd eVEanoroisl sn
ench
Patpsieun ethey R St i Ho1id

mep, 230°—1°.°
.

Further elublon wish mord polapr avlvents dld nol affovd
BOY $031d Geberlsd

Preotlons 1=-10 (table==3) wore coubined and
oerystellised £ram,ehlaﬁnfmvm»éﬁ%hngﬁ1 nizture. The cryaisls
aed Ghe n.ps Q@@H“Eéla@ Hized m.p. with the péran& easpaund
and Rollsteln test fudiaaked that det hydrobroaination 414
RoT aocur,

Dahjérabpamination,pf‘iﬁhbﬁﬂma» f emagrlo sostate 79 wigh
dimetbyl sniline: Fesperaztlion of almaamzﬁ,zswa“epa~%l3pyﬁ

ﬁﬁ"‘tﬁu? 53..

mvmﬁ»um—-

1&@Bramaw'ﬁ wgayrdn sontate (0,2 2) wne raflured
wish #12tiiled Sdlnethyl aniline {20 ®)) for 2ix houre, The

resotion mizture wes Alinbed with webeyr, acidifiad with GH
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- hydrochlovic g0id and wes exirested with other, The ether
extroct wes washed with water $111 neutrsl end wes dried
with 3pé1um;auiphate, The splvent was resoved when s ’
s0lid (0,17 g) wss obtained, Tho eolid was digsolved in
aininun snount of benzens gnd the eslutlon wa:\paureﬁ on
& ooluan of aluaina (16 g) developed with petroleun ether.
. The fsllowing frsctiong wore eollectods

TPable=sd

. Practions Reslidue on
Eluent 80 ml : evaporation
sgch
Petrolenn sthor 15 $o11a (0,155 g)

flePs 1951977

Parther slution with more polar solvents 414 not afford
gny €olid asterial

~ Frection le=5 (table=—~4) combined and orysia=
11lised fron chlorofora methansl mixture when epystels of
Bl, mipe 1900—200°, [o(]n +42” wers obtained.
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gﬂqlgﬂia peponts

Found, G, B1.9% 3 H, 10,68
Caloulated for 638§§5002, g, 82,358 3 i, 10.8%
oy o absorption in the reglon 220300 nm, -

IRt S nex 1730, 1240 cu”l (Acetate)
875 en™t {(e=0E = GHe)
820 on"? (trisubstituted double bond)
O Pg.3
MR 3 5.2 to 8.5 ppm for three vinyl protons

socounting for one t‘:mmhstlwied end one
disubstituted double bond. 2,03 (0003Hs),
425 (Ho=Qw=0CO0Hy) ppn Plg.4

- Ozidgtlon of olean=12,15 dienw3 [ ylwgoetate _Bls prepartion
of 11‘0&0’91@&9‘13,15*&18nP3(3 ~acstete 80:

A& solutica of sodlum Glchromate (4 pgo) in glacisl
enotio gold (100 ml) was added slowly during a period of
one hour o a'vigoraualﬁ stivred t@lﬁ&isg of olean=lR 186«
dlen~s [ ~ecetate (2 ga) in refluxing benzens (50 mi), T&e
- aizbure was refluaed for 24 hours end %ben cooled. Excens

of dlshrongte was decompossd with z*ec:t:ificﬁ spirit (50 nl),
The solution wa2 concentrated to 1/3 rd volune and the
'eaneqnta-panred into ice cold water, Then 1t wee extyractaed
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with #olvent ether, The stheresl layer was wathed with
water and drled over sphydrous @odium sulphete, The solvent
WeE removed. ﬂae-'x&enidua {4 ga) was dissolved in ainlmusm
‘snount of benzene end wes poured on g coluan of elualna
(240 g), developed with petroleun ether, The -;‘fsilawing £ole
vante# were used for slubtlions

Tablewss
Blusnt Frectlong Residue on
100 =1 evaporetion
\ = sach
Petroleun ether Lo ‘ Nik
Patroleun ethor: Geel0 N1l
Bengens (4:1)
Petproleun sthers 1wl Solid m.p, 238~ 240°

Beazene {3:2)

i

Further e¢lution with more poler solvents dld not afford
any £91id asteriel

Fractione 1lw=18 (table==5) were coublined gnd the
rnaed wes crystallised fron chlspﬁfsm-mthnno‘l aiziture when
necdle-shapsd crystels of 3 F--wetoxy plean~132,15«3dien=1l«
ans 80, m.pe 243%=~245° 7 0(__73 +28,8° were obtained. |

/
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 Fewnd, . 6, 79.86¢ 3 B, 5,05¢
Osisulated for Cpollenlp, G, 79.95¢ § #, 10,058
T ¢ Ny 2t € a3r6)
IRt o ggx 1730, 1200 on"l (scetate)
3.666 an™d {5 membersd ring AP unsat. ketones)
890 on“Y (emgRaGE=-} Filges
MR ¢ Q.BEWE;% (3 s e protong ‘3’

2.0¢ (s, 34, ~0085Hy)
g.55 (aa, 13, o=16 [ «u}
RBea2 (8, 1H, e.:;:‘*»:ao(-ﬂ)
8,82 (8, of &, 3, C~1 [ -a)
435 (B g 18 HeGuOwgo~)
B8 (e, 28, & viayl H)
B84 (s, ”.lii,; 1 vinyl ﬂ) ra Pigdd

Lithium sluwainiuwn Diydeids wadustion 2f 1isozowoleanvil I5-
dleavaﬂ 51 scatato mﬁg p*%amtian af olean*l:? ,lﬁnd*aaﬂ

11 diol 70 &

4 saiasion of kotn sootasa B8O (2.5 ga) in doy
bengens {50 al) and vy other (70 al) was vefluzed with
Lo (5 ga) Pop siz hours follswed by ssirriog ab voom -

: t&apﬁra’s‘cﬂm for another twelve houra. Excens IAH waa
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destroyed ‘by aﬁﬁing welor »éimgzﬁiaa ot room temperature,

The stizemgl .’uayev wos separated and ﬁhe aqaama uzrex* was
sxtrected with m:her anﬁ the %;m eww ss’iuisim}a vere wnlzed.
tme sthoreal layer Wgﬁ ws&tw& wiﬁm waber aaﬁ ﬂviaa DYEY
anhgﬁraua sodliun sulphate. Tho Solvent wag reasved and the
msmm (142 gn), of olean=12,i6=3len%3,11=d10l 70, 0ap.
1@&3«»2009 wes ootsined, FIL sfngie apot. |

I oz g, 8460, @@@, 880, 820, 760 en™t Fla
“vemmﬁﬁ :»:E’ al&aﬁ«-m 15=alon=3 ,2.1-':3%91 '?0 with ﬁyﬁmgan

perozlde in pwa toluena auip‘mnis aaiag Isolation of two
lactgmea 85 aﬂé 88s L

To g & a:’l.t;ﬁ;!;m @ﬁ’ 51@:@,13 pliGeidlaned ,1'}.?&1@1

- {1,92 ga) in methylane ehloelde (100 al) was ‘adﬁ'éd a %lu’swn
{85 al) prepored by mmmgg psre toluehs sulphonic scid (5 g)
and 3678 By0q {5 al) .m ﬁerﬁwmwnal (80 al). Fhe regotion
mmmm waa ﬂfim*ed t‘slmaly' for 24 hours and then poured into
'mw:'. it m@s dhen éﬂmlaa bed wiﬁh mx% 3’& ne fc‘ﬂs""i.ée ;ﬁéfsﬁaﬁ
with waber. 'E’im me?shyﬁlas& shioride wae c”miad over amyﬂvsua
sodiun sulphete and the Solvent was renoved uvmﬁer redueed
pressure. Tho residue (1.9 gul) wev sbtorbed in an elunine
(80 ga) enlumn, The coluan wer ceveloped with petroleun ether

end the followl ng, solvatis word uited for elution:



803

Tab&aé-G
GRCII
BEluens Frsctions Regldue on
100 mi, eveporation

— ] 's1sl , _ .

Pstroleun ethep l*wé Tegoe oll

Petroleun eﬁh&ﬁ%béazeﬁ& : Fewdl Bl
(211)

?etﬂoleun atbavsbenzena> Cames 1 02 Trace i}

} .

Peatrolsun ethartbengens L Zem 17 ®il
{233}

Potroloun ethertbenzans 1020 5 3 |
(134}

Benzens Ple=ldd . Solid 220°%=30°

Pupsher elutlsn with aspre polar solventa 44 not efford
any 8olid ameterial

Fractlon 2lees0 (table=-G) were mlzed ond Zound to
be e mizture of two compounds, (Frox TIC, Ry velues of 88 =
403 86 = .45 tn Et0AT ). The mizbture was rapeataﬁly cryates
1lized froa chloroform-methanol when 85 (0,3 g) sBepgrated as
the leas %olublie part, Fupther three tines erystalliéaﬁian
of 85 frou ehlorofora=methansl afforded puve 85, {no inerease

g e a
of Mep. by furthercryeseliissvion’?, m.p. = 8¢0%=-a1",
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Analyels veport:
Found , G, 78.92% 5 3, 9,804
Caleulated for Guaia0g, - G, 79.852 § I, 10,'20?5«

uy e Ho absorption In the reglon 220-~300 nm

IR @ 75 Hax 3520 en™! (free «0H group),

875 em™l (==CHeCH~),

1776 ea~1 (1potone) Plg.8
Acetylebtion of g=12=nop oleat~1S=en=13 K =capb—b 19 =

uli&e~3/3 ~ol 853 Preperetion of 3 =acetese of C=12-
mrﬂmmmmmmx-%wu*Wdanwam-

The hydroay lesctone (0.1 g) was dissolved in dry
pyridine (1 ml) end the solutlon wes trested with geetle
snhydride (2 al). The mixture wae then heated on water bath
for 4 hours _ami then poured into 1lce cold wabter and then
filtersd, The residue was washed wlth wetor and drled under
suetion. The product was then cprystellised from chloroform
aethansl mlzture when orystels of 8Sa, 6333480«3,' BaDe

215%==10? were obtalned.

Anglysls reports

Found , G, 77.25% 3 H, 9,80%

Caleulsted for CgH,50,, =~ G, 77.33% 3 H, 9“1@-%

gy & o gbsorption in the reglon 220° 350" o
..‘l N -
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IR & of pax 1720 cn™%, 1250 ca™ (000CH,)

1780 ca™? { fwlgetone) Fig,0
Mesm :  wfe, 408 (), 468 (4te=00),
452 (U¥e=00,), 436 (H*e=acon) Filg.15

Isolation of the second lasctone 88:

The more soluble fractlon was crystallized twice
from chloroforaenethansl and the purer product was ieslated
from the Piltrate (0,2 é), of @mpe = 25Gwe57" s Gi0leculer
farmula,'cggﬁ‘mﬁa. |

Analysls report:
Found, . : . G, 78458 3 4, 9,78%
Galoulated for Cgofy 503 » G, TB.88% § H, 0,20%

IR{nuisl): apx 5520 o™l (fres od group),
' 875 an™t (=~~GRaCH==),
1776 en™t (¥ ~1lgotons)

Ygeas n/e, 454 (a*), 436 (4*==B50), 426 (1T==g0),
410 {rs.“‘-_-sog),

Acetylation of lamsoné 883 Prepgration @f-&/&-awtate o_g
C=12=nor=olean=18{19)~en=13 /> carb=—> 15 f>-ollde Soa:

0.1 gn of the lsctone 86 wes taken in 1 al of dry
' pyridine and 1 @l acetlc snhydrlide wee added to 1%, The mizturs
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was kept on weter bath Cor four hours, Then Lt wes cosled
aud poured into lce oold weter, The ppht. wes separated sut
and flltered. The pesidue wﬁa wathed with waler end drled
sver suction, The mnaSs wae orystallized froa chlorofora= |

methanol mizture walch gave the acetste S8a, m.p, 228°-228°,

Angly8ls veport:

Pound , ' G, TT.E6% 5 H, 0.94%
Caloulated for Cuaflyply, €, 77.30% 3 ¥, 0.74%

IR(nufol): 1720 ca™t, 1850 on™> { 000CH,), 1780 on™>
(Y =lactons) Plg.16

Hgan : m/e 405 (¥7), 468 (¥"=00), 452 (4¥==C0,),
436 (B e—acon), ‘

Iithiun glunlniun hydride redustion of lsctone 85:

200 ng of the lgetone 8C wee taken in 60 ml dry
sther, Ou4 gn LAH wes gdded. The mizture wes vefluzed for a
period of 4 hourse, Excess of LAH was decouposed with @ satu-
rated golutisn of sodium sulphate. .Thé' product was eztracted
with ether, The etheresl solutlon was weShed with weter ond
dried over anhydrous sodlun sulpbate, The solvent wes dlsti-
1led off gnd the residue whan recrystallized fmzﬁ gecetons
furnished the triol 87, CaghegOs, ap. 88C°==282° (715 single
spot ). ‘
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?ﬂali§$3 repantg‘

‘6alcalaﬁad for Gsoﬁsgﬁg, ﬂ @, 78.86% 3 &, 1G.v %

Restylatlco of ﬁrialmgggf?pepa%éﬁiéﬁ.af,ﬁha trlgsstete S7es

120 mg of the triol 67 was dlssolved in 2.0 ml
of dvy pyridins, To the aliture 2.0 ul 3f soetls enhydride
wae added wnd the veastion mixiure was kept on water bath
for 12 hours, Then 1t was cooled and poured ints ice cold
water when #olld separsbed out: It wed f1ltered, washsed with
wateﬁ and dried uqaév_.mmtion; It wos %z‘mn ‘erystallized from
chlorofora asthenol to afford the trlscevate %A (0.1 gy
GyplisaOgs MaDs 180%=1030, It gave sligle spot in Tide

Analyels ﬁepmﬁs:

Found, ' G, 72,969 3 ¥, 10,52¢
cﬂﬁﬁlﬂ’EB Tow 336‘“ 53055 . O 7{5@5}&% s 8, gagﬂ%

gy 3 Mo UV sbsorption o the mgzm DEOmeAG0  n

R .5 Y agx 1740 efﬁ'l 12580 ow “l {scetate g‘paup}-
HZR . 1. 0.6 %o 1.5 ppa (tartiary ﬂethyl gx'wpa) 2. 05 ppa

(e Q00 -.wggég £,26 (vinyl protons) |
- | "ﬁ‘i,.xg-.‘m
Hags ufe 582 (u*), 52¢ (4P—0008), 484 (MFeeso0n)
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Isoletion of gia@hidaﬁml fron Gloahidon scouninatuns

10 gue of the bengene extrest of Glashidon

agcuningtus was dlesolved in alnimun aacunt of beazene end

woe ghesrbed in g 2ilica gel aolunn (G0 gl. The coluan was

sluted with the following solvente; -

Tablew? \
Eluent . Frectiops Residue on
100 = avsporation
. — U 1 Y 7 , .
Petroleun ether 1w=g | oLt (3 g)
Petroleuyn othepibensene  Sewd g0lid (0.5 g)
- {452)
Petroleon ethoribenzens  Beeld solid {1 g)
{3:8)
Potroleun evheribenzene 14=~20 5 N
{23}
Petroloun etﬁapsbenaene Blaa30 white solld
(1:2) (0.5 gl

Porther slutien with more polep eolvents did not efford
ghy £0lid nateriml
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Fractions 21=30 (teble=7) were alzed and the
alzture uéa erystallized £ror ehlornfora=aethansl when
ocrystels of m;p; QQ?QAZfLi%,‘m.Fe 22&?;7 was ldentifled am
alaehidonol 943 IR (mufold; f . et 8390, 1710, 1448,
1386 and 838 on”l,

Preperatlion of lupef=one=i=ol, D51

dlochidonol (800 mg), dlszolved in ethyl ecotabe
€°6G:31} and goetlic geld (200 21), wes #tirped in pressuce
of Adsn's cstalyet 16 en aﬁagap&are of hydrogen ¢ill the
.abaaréﬁian ceaged, The ae@alyat vae yeasved by flitpation
gﬁﬁ the filtrete wna»waaﬁg& with water %11l neutrel, 1%
wad drled end the solvent wad removed. 4 60lid pesidue
{850 ng) wss obbalned which after erystallisstion from
meﬁﬁansl gurnistiod su emorphus sslid ldantified ev dup=3=

ofig=lenl 98.

Dehydration of Ipﬁaﬂa*ﬁﬁsmewi-ﬁi,gg\by.nse%ie‘gahyﬁéiﬁﬁp
pyridine; Freparation of lup=1{2 J=ane3~one 30: |

800 ag 62" aihyﬂﬁégﬁeam&anc& » 35 wap taiten in
8 m) dry and digtlllisd gyri&iéa and to the veaciion alzbure
B oo of scetic amhydride wam added and 1t was kept on water
bath fop 24 hsupe. After 24 hours the mizbure wes cooled and

wae poured lpts lee eold waben where & 9olld separsted oub
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witlch was filtered. The ppt. war washed soversl tines
with woter and drisd under suctlon, The wasE was diBgnle
ved in nininmuws sicunt of bonzese end poursd ldbs e slinlce

eslumn (30 gl sha eo&uﬁm'ﬁaa eluted with %he Pollowiup

aalventa;
- Esblem=
Biusnt ' - - Frantlone . Residus on.
50 =} evapovration
- ageh
tetrolens otbher 1+18 White solid

fePe 1567166

Farther elutinn 0 aore Doler solvants 3444 Dot affoxd
gny Solld neterisl

Prastlones 1*933 {taple—8) warc conbloed and
eryaiall?zad foon chlopofora=ssthanol alxture to afford

eryetals of m.D. YT==178" (1it. mep. 197-=1727),

Anelyeis repoprt:

Found, 0, 84.83% 5 &, 20978
Calcula&ea fop Gsﬂg QQ » g, 8&.»&% ; H, 31,304

In{nn ,r:,l) FREN mas B0 2680 cm“af { <P upatd. eaz;b'aayl )

cnSimeien
FLERL
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tithivm siuminius hydrlde reductlon of lupwl(s)-aﬁ~s-ane 61

Pv@parauimn o luavliﬁ}*anwﬁwal as.

680 mg of the <{P-unsaﬁuvaﬁeé keto coapound 85
disaoived in 800 nl depy ether, 1 g of LAY wey gdded and
- the nizture wee vefluzed for & Bours. The mlziturs was hnaled
and excens LAH wes degccoposed with saturated solution of
sa&i&a sulphabe. LY war thes szbtoacted with ether and washed
with waber. The washed ether solutlon was dried wlth enhydrous
godiun aulphaﬁa; Ramowval o nther geve o oass which wes
disgolved ia miniﬂuﬁ gnount of bengsene gnd poured ints a
silica gel eoluan (30 gas) developed with petrosloun sther,

The coluan wes eluted with the following ssivents:

Dabla==H
Elvent - Fraction Ageldae o
. BO md evaporailon
_.2ech i —
Petrnloun ethor . iw—@. nLl
Patroleun ether:benzene H-=8 Hil
. {411) |
Petroletn othgnshenzens P-ge walte sollid
(332) : : Gl 5.39543““»’2 02°

Furuher elution of aope poler solvenﬁs did a0t efford
' aoy #olld metepiel
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The fractiong Be=20 {(table~9) were anized snd
eryatulilsed fron chloroforn~nsthansl, when the orystals of

RNelw 215° vere obteined, TIC single spot.

Anglysle vepopt:

Pound, O, BL.43% 3 B, 11.80%
Galeulated for Gsofgol, C, 84,44% 3 H, 11,818

U¥ 3 No UV gbsorpilon in the pegion £220~~300 nm
IR(ouiol)s 5 mex 5459 ca™l (==0H group), 880 ea™l (double
bond ) Pip.22
4R . s - 071,01 (& methyl geoups), 3.85 {a, G«c=0id),
4,58 (n, 1 vioyl proton), 4.89 {4, 1¥ vinyl
proton} ppm. Pigz,28

Treatnsnt of Tup=1{2)wen=3enl 88, with bydrogen peroxide
16 potd mediuas |

o 0.5 g1 of lup=l{g)=on=3-0l 88 in 25 al of
methylene chioride, was gdded s mizture of 1.5 ol of 308
HyOp and 20 al of tertlery butyl slcohol. Then 1.0 gn of p=
toluene sulphonic sold war sdded to the resétion nlzture &b
room tenperaturs., The solution wea sbipred slowly for 54
hours gsod then poured into water. The amixtuve way extracted
with methylene chloride snd the methylene chloride solution

way washed with water, The orgenic layer was dried over
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anbydrous sodium sulphsbe and then svaporated when e J
s0lid residue (0,45 gn) was obbalved, Fhe residue wes dise-
olved in mipsimun asount of bongene, poured into & oolumn

of eilica gel (30 gne), The esluwan wae developed with
petrolsun ether and eluted with f2llswing sslvents:

Tablew=10
Eluent Prgction ‘ Residue ob
B 106G ul ] gvgporation
. S each - e
Petroleun ether Yot Tracs oll
Petralean etheribengens G L0 Nl
{432) | : |
Patroleun ethepibensent  1l--18 Hil
(8:2)
Potroloun stheribonmene  10==20 Hii
(2:3) -
Petraleun etheribenzens Qlew2s ) w1
{134) ‘
Benzons BT w30 ' Hil
'Banaeﬁegeth@rvf Ble=dd White solid
(as1) - MePe 270—80°

Purther elutlsn with move polar solvents Jid not efford
any Bolid agterial

The 8511d sbbalned in the fractions 3140 (table~10)
wore nlzed gnd the mizture was ¢rystallised fron gathansl

when the crystsls of 97 hed n.p. 280%=-281°.
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Mealysig popovbs

Found, ¢, 78.54% ;3 H, 10,98%
Required £or Guolinols, - G, 78.,58% ; 8, 10,958

IBlougod)s of . 3420 on™d {=w0H group) 1595 o™ (-So0H group)
| . K 12‘; 224

ﬁzﬁeﬂﬁcmim of the udove hy@mge:: nepnalde

reection product 27:

200 ng conpound wes dissslved fu ether (30 n)),
added @ solutlon of dlagonethage In ether prepered fron
nitromonethyl ures (200 ag) and was kept over-alght. On the
follswing déy sxceas of dlazonethane wes destroyed with
scetic meid. Tho eotheveal solution was weshed with weter,
107 sodium blesarbonste solutiosn ané sgaln wlth water ©1Xl
peutral end wes then drled with snhydvouns sodium sulphate,
Bveporation of solvent gave o 8011d (175 agl) which wae poured
into @ colunn of &llics gel (30 ga) and was sluted wlth

following solvente;

Tablew=11
Blagnt Fraetion Resigue on
3100 @} evaporatlion
Fetroleus sthen =g ¥L1
Petroleus ‘eﬁh?z;;gc;nzene D=8 HL
Petroleun ethér;benzen@ it ¥hite solld
{3:2) T, 245%-2517

Mapther elutinn with ssee poler solvents did ont afford
any 801id meterigl
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‘ xraahian a«»l& €bub15-11) wore mi ced aod Lt was
Bryatalliasd frsn ehlorof@rmwmathaﬁal when ﬁhe aryatala of

98, having n.p. 2059-266° were obbeined,

. Anelyais pepopt:

Found, U, TBTE 3 B, 11,068
Celouintod for Opylises, e, 18,758 § W, 12,00

IB(nafol)s 5 g 1735 on +, 3580 oo™l PLg.25

R s S GaBwl 01 (for & mothyl groupal}, R.75 (;;g’_-»a»mas'ﬂa),
Ge2 (HeCx0H), 3458 (-0000H,) Plgeas

Hews ¢ w/e 475 (URY), 455, 454, 439, 413, 395, 251,
935, 205, 191 | Flg.87

Aaatvla&ian of the abova hyﬂraag ester ga- Pr&pgratinn
of eatep aaetana 9»: ‘ ‘

A00 mg of the ester 98 wae dlssolived ln 1 ol of
pyeldine. This wee troated with 1 nl »f goebtic gnhydride end
the alzxture was hested oo n wabsr bath for 4 houre, The reas-
tion alzture wee then cooled aﬁé poured Lnbo lee cosled water
when & $03id wee separsbed out, Iﬁ‘w&m Pilterod gnd was wathed
with woter snd dried under such”aﬂ. The anmpound was e?gﬁha~
1liged froan chlorofora=aethanol alzture when cpystein of

BePe EﬁaﬂﬁvﬁﬁlQ-waga obbained. ”ZJ single spot,
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Analysie vepotbs

| Peuad, . ©,77.58% ; H, 9,658
Galoulsted for Cgellepl,, G, 77.6% 3 H, 9,808

In{oulol )s N sz 80 1710 en~l (bpoad £or estey % goetoxy)
1240 oz~ {acetouy) Plg.Rv
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