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In one of our earlier publicaticm9, it was reported that seychellene (I) a perfumery 

constituent of patchoull and ~atamansl oils gave an unstable epoxlde (II) with mCPBA (m&z - 

chloroperbenzolc aud), which on lnznedrate reductrcn wrtb LAH furnrshed seychelanol (III) rn 

good yields. *iw we report a novel transformation of seychellene epoxlde (II) rn to 

norseychelanone (IV, 40%). Although there is a sirmlar report of such nor-ketone formatian 

from longrfolene earlier, by ccmsunptlan of two moles. of pezbenzolc aud via Baeyer-Wrlliger 

oxldationz this case 1s dr.fferent as the for-matron of norketme (IV) took place &rectly from 

the epoxlde (II) r.n the absence of m-BRA (excess of mCPBAwas destroyed). The epoxlde (II) 

remarned stable with excess of mCPBA at low temperature (15X) and 111 dark (TLC) but when 

epoxlde (II) alone was kept at room temperature 1~1 light and ar, it soon stared gettrng 

converted r.n to a mrxture of products, the only clean product isolated and charactensedwas 

norseyclielanone (IV) identical rn all respects wrth the degradation product of seychellenel 

and natural cne5 FLC, @)p, IR, M"R and Mass]. 

In order to follow the course of this transfonnatrcn, follcwng m&rect route was 

adopted: The epoxlde was kept at room temperature for five days ur light and an- and then 

reduced with LAII, whl& gave nse to a complex mrxture of secondary alcohol, norseychelaaol 

(V, 403, a pnmary alcohol (VI, ZS%), a small amount of a cllol (2%) and an wrresolvable 

lntncate rmxture of polar products. 

lLorseychelano1 (19, a crystalline compound, m.p, 5S" (reported earlier as a lqurd4) 

has been found to be identical [TLC, (Qp, IK, NTP.1 with the care cbta.rned by LAH reductron 
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of norseychelanone (IV). lhe liquid pnmary alcohol m, iX5 : m/e 222.2 (I@, 35.36%), 207.1 

(42.19%), 191.1 (M+ - (II2 OH, 76.30%)) 175.11 (ll.ll%), 163.1 (15.96%), 149.1 (17.87%), 135.1 

(36.20%), 121.1 (37.72%), 107 (57.80%), 95 (loo%), 81 (86.47%), 67 (45.87%) and 41.1 (94.72%)] 

was compared with the pnmary alcohol (VII) prepared by hydroboration of seychellene (I)4. 

Though the IR spectra5 were identxal, the specific rotation was laver m: (d )D - 69' 

(c, 0.99); VII: (d)D -80" (c, 0.413 and NM? spectra5 shmed a little different pattern 

specially m the methyl region @TI: WR - 1OOMIz (CEC13)6 : 9.15 (d, 3H, J = 6.5Hz) >CH - aj3; 
- 

9.18 (A, 3H) Ni3; 9.26 (6, 91) faj3; 6.1 - 6.6 (m, 211) - C&OH; 7.83 (A, lII) - CH 1. It - - - - 

was felt that the primary alcchol (VI) is a stereoisoner of VII havmg -(II2cH group 111 

L -0rtentation. 
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The structure of nnnor product, &ol, Cl5112602, mp. 185’ (nonreactive to periodate) 

could not be established due to paucity of material IjS : m/e 238.3 (MC, 26.06%)) 220.3 (33.88%)) 
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177.1 (37.56%), 163.1 (19&S%), 149.1 (22.71%), 137.1 (13.04x), 135.1 (lS.lS%), 125.2 (100.0%) 

and 109.1 (37,56%)]. Its mass spectral fragmentatlan pattern showed the absence of a pr~maxy 

alcoholic group (no !l+ -31). Tool reacted smoothly with Ac20-Pyrldine at room temperature to 

give a llqud dlolmonoacetate[pg3 : 3610, 3500, 1725 and 1250 an-', NFR 1CDclj) : 9.18 

(d, 311, J = 6Hz), >CH - 3; 9.08, 8.92 (6, b, 611) 2 m3-f ; 7.97 (d, 3H) Ui3 - Co - 0-; - 
I 

4.98 - 4.72 (4, lH) E - f - 0 - CO - ; FE : m/e, 280 (Pi', 4.1X), 220 (31.8%), 177 (Z&61$), 163 

(18.8%), 149 (l&67%), 135 (19.4%), 125 (45.48X), 109 (32.2%), 55 (36.4%), 43 (59.04%) and 31 

(loo%)]. Above lnfonnatlon ccmflmed that one of the hydroxyls of &ol 1s secondary, while the 

other one is prdxbly a tertiary (no signal m hTR of acetate m the repon 5.0 - 7.0). The 

above data also lndlcated that perhaps d~.ol 1s formed by some skeletal rearrangement and 1s 

prdz&ly related to norseychelanone by mass spectral fragmentation (IV, m/e 178, 163, 149, 137 

and 125). 

Follovlng medlanlsm may be suggested for the formation of norseychelanone (IV) from 

seychellene epoxxle (II): 

Iu-lr- 
LAH 

While recordmg the IR spectrum, It was observed that the epoxlde (II) &anges over 

to aldenol [(VIII, IX), uz : 3400, 2710 and 1720 an-l; NMR (CCl4, : 0.15 (ml, -yI -C = 0; 

4.7 (A) 7.26, 7.5 (d, d, J = 5.5 Hz), J andhence the firststep ofge 

reaction could be epoxlde vmg. Since no other reagentwas present except light and air, 
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add.r.tlon of oxygen to the activated double bond of en01 (VIII) followed by qenrng of the four 

menberod peroxide rrng (X) could bc the most logrcal steps leatip to the formatron of norsey- 

cnelancne (IV, relieving the strarn on Cll). Such ad&tlon of oxygen to actrvated double bond 

w% recently reported (XI to XII) but the reaction was carrred out under energetic condltxms 

(UV lzght, benzene, methanol)7. 
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