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The l auurrentza In nature of a number of l udosranlc 

ooqmndr4 oxygorutod at 01 has prompted IM to aarry out 

tho tramformations dosorlkd in this communlcatlaa. 

Ona of the Wdregsmatlon products of santonln la 

a hydroq batona, 1.). l.C8-ll#', ("OD + 3s' for which 

struaturo (I) has km arrlgnod by Cockor and NaMurrr. 
6 

She ugumomt8 in favour of tb es-eonflgurrtlon for C-3 

hydroql aro not eompolllng and avallablo data are boat 

l xplairud by lib rtruatxwo (II). &odium borohydrldo 

roductlon of k&o-laatono @III) furnlshor l xel~ivo1~ 

the Wroxy la&one I.P. 1OZLll& Argulag rtrlatly from 

the storlc viowpolnt, hydride rttaak on the 63 oar#oayl 

of (VIII) from tIm p-foe., which would ri mseorruy for 

3-401 formation, lr provontod by rterla imtorfaronaq of 

c-4 p-met41 grollp.' rho hydroy la&on. Is rlsa fomod 
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storoospea,iflaally during the catalytic hydragsmation of 

(VIII)? due to the shl~ldiag of the b-side by the mothyl 

groups at C4 and Clo,tho attaak la llkal~ to taka plaoo 

from the oc-rid. to furnish 86-01. Tbo mlooular rotatim 

data Is also consisteat with the p-oenfiguratlea for O-8 

hydrexyl. Tho rolocular rot8tier iaorownt (AM3 = -46) 

for acetylatieb of tha hydroylaatome IS of the samo sign 

and mgaitade as tho melocular rotation lncrmmomt(~~~ = -85) 

for the aaotylation of 4p-rotby obelostamol.8 The IiMR3 

speotrum ef the acetate (III) preparod from tha hydreq 

laatons oxhiblts a broad slghal at 5.13~dao te C3-H and 

suggests that tho C-3 aaetato Is l qnrtorlaLs 

The sllminatioa raaations of (II) and Its ester8 

ware studied under a variety of oendltiaas to get the 

laatom Cr) in satisfactory yields. Raaotloa of (II) 

with tory1 ahlorido lh dimethrl forramldo-aellidino 

mixture in tha prosenae of 508" at 5-20' furnlahed the 

rormato (IV) n.p. 18so,~,u. 178@, 17m, 11m oz& 

&mmdr C, 88.1) Ii, 8.8. 018H3404 nqulrosr C, 60.54; 

Ii, 8.88$)! tho strwturo assigned ‘to (IV) is confined by 

its oonerslmm tc (II) on traatmnt vith altall. The 

tosylate (V)' on treatment with XOt-Bu im dimethyl 

sulfoxld& fnrnlshod a 5:l mlzturo of (XV) and tX) 

(analysis by BMR and IR spoatra). The bPensoato'(VI) 
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r.p. 186-1w, (@ID + 69 (a, 3; CHCl3) &ouudr C, 73.6; 

H, 8.64; Cp#I6804 roquiros: C, 74.13; H, 7.fB$), on 

pyrolysis at 35D", furnished In excellent yield, tho 

laatono Wb r.p. 107-108e, Hydregeaation of at) 

furmlshed santanelide C (VII)12 whloh he.s been used 

In olualdatlng the structure as well as synthosisiag 

some natural products. The route 5s+onln+II+VI+X+VII 

offers a convenibat method for the synthesis of santanolide- 

C tram santonln and Is superior to the rathods described 

in literature. Sodium-dlchronate oxidation of the 

laotone (x) in acetia acid at 100e for 6 hrs furnished 

a mixture,(Vm, 1775, 1725 and 1666 cm-l) ef the 

starting material and the lactones (XI) and orvb.13 

The keto-orido l4 (IX) on bronlnation and subseqmnt 

dehydrobronlnation with collidlne furnished the 4,p- 

unsaturated ketone (XVII), m.p. 88-QO", k)D - 4@ 

(c, 14.8; CHC13) Amax. 227 w ( C 9,400),~),. 1687 m-l, 

N&Et3 signals at 8.96 (d), 8.91 (s), 8.77 (d) (Cll, C10, C4, 

-CH3), 6.64 (r) (- 0 - CHH - ), 6.02 (t) CC6 - II), 4.26 cd) 

and 3.39 (d) (Cl and C2 -B ; J1,2 = 10 c.p.8.) (Fomdr. 

C, 77.02~ Ii, 9.61. Cl&in02 requiresr C, 76.88; Ii, S.M$). 

The O(,$-epoxy ketone (XIX), k)D + 40' (c, 4.6; CHC13), 

1) mm. 1720 cm-l, NMR signals at 6-8&&l and C2'-H), 

prepared by the epoxldatlonlS of (XVII), vas reduced with 

hydraslno15 to the alcohol (XII) (Oc)D + 670 (c, 4.41; CHCl2), 
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u mu* %-MO on-=. Jones oxidation et @II> fu~Iehrd 
lsxlb4,6,llp (H), 6,7~(s)4ti0ebbeb6,ia -oxldoU[III), 

(=oD - 60. co, 6.7; CECl2) &Be& 227 w (' @l00); 

u.u. 166s or-l. IIHE rigpale at 2.66 (d), 8.m (I), 

8.72 (d) (Cll, CUE and Cd.- CHa), 6.66 (m) (-O-C=, 

6.02 (t) (G( - H), 4.27 (q) and 2.62 (q) + (Gil and 0s -HI) 

hmndr C, 76.4771 It, 9.w). KeCo oxide (XIII) was 

hydregenatod with M-C to ylold tXXI),k)p + 6' (e, 6; CECl6) 

1Ju. 1726 oi- 1 bounds C, 76.26; H, 10.68. Cl#24O2 roqwiresr 

C, 76.22; 8, l&24$,. 

Spexidotion of (XVIII)16 furnirhod the M<,p - 

l pmxyketone (XX), r.p.124-lzP, (a()B + I.200 (c, B.76; CHCl2a) 

ucpx. 1760, 1720 awl. liar 8lgnal.s at 6.77v(Cl and C2 -El 

(rounds C, 62.16; H, 7.70. C@6OO4 rewlrora C, 68.16; 

H, 7.63X). The hydrulne reduction of (ac) te the l llTlia 

alcehol (XIV) did mot proceed ratlrfactoril~. 
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