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Threerewbromoditmpene8withanunprecedentai 
trkyclic skekton, sp heerococceaol A (l).’ bromo- 
8pheauP and bromosphsedol,J have been recently 
iaolatai from the red seaweed *~TOCOCCUS c-pi- 
foliu (!sphaerocuccaceae). Durisg the ckmical in- 
vesf&&lofthi8dgawehadoccaGoe tOObSCIVCthBt 

tN%ltmentof+cRmxXendAwithbaaeinducesready 
dehy~n. In the present papa we wish to 

stru&reoftkpmductobtaindbybaae- 

WlMlheatedwitblO%ethanolicpotdUllllydd4k, 
spbaerococcenol A aflorded, in 9046 yield, compound 2, 
m.p. M-139”, [aID+ 130. Exact ma81 determinotioa ad 
elemental analysis gave the molecular formula cadiaol. 
The IR spcchllm Showed~OH (342Ocnr’) and co 
(1700cm-‘1 groups, accoUmg for bath 0 atoms. The 
teckofWab8&onintheenom?~provalthat 
theCOgroIlpwasnotcunjugataiwhikdeutl+wlex- 

change edencal the absence of enolyxabk protons on 
the djacent C atoms. sodium borohydride duction of 
2 gave a mixture of two epimeric diols (3). one of these 
could be idated in pure form (I@ Wr, m.p. 158-lS!P, 
[Ub- I.@ and &aVe a pO8ith’C Mnlsprade tCSt for O&F- 

diol.9,thush0wingthatin2thetwooxygenfull&ns 
arevichmLOncatalytkhydrogcdonatroomtempera- 
ture,2almorbd2molhydro@ntogivehydroxyketone 
4.Mw3O4(MS)inddingate&BcyclicstNcture.In 
9ddition,LetoaeSWarplsoObloined,MW288(Ms)in 

whkhtheaUykOHgroapwaselimded. 
TheNMRspdumof2&owedinthelowdkldrq$on 

a furtk coupled AB quartet at iZ 6.25 ad 5.75 (J= 
10 Hz) for the vinyl protona H-l-and H-2 ad another 
AB pattern at 5.45 and 5.49 (J d 10Hz). whkh was 
devoid of any further spin coup& for the oldiliic 
protonx H-13 and H-14. The high&d region &owed a 
hrod1Hsingletat6235,whichbykaqlingexperi- 
menta could be attrihud to H-10. two doubleta at 0.67 
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and 0.88 (J = 7Hz) for the mcthyk of the isopropyl 
group, a singlet at 1.04 for the IS-Me and a siogkt Me 
signal at 1.32 indicative of attacbmcnt to qlmtcmuy c 
atom bear@ OH group. Attempted oxidation witb Jones 
reagent and acetyktion with acctk anhydride also faikd, 
thus c&hixtg this astint. In more drastic co&i- 
tions, Le. wit& acetyl cldoridc in hot xykne, 2 yklded the 
acetate 6 (M+ 342, v, 1718 cm-‘, m.p. 131~133@, [uhr- 
460). Comparison of the spectrum of 6 with that of 2 
riWalcd that not only the 16-Me signal in the parent 
compound moved down&Id on acetykthn (&om 132 to 
1.37). but also the 15-Me sigafd which &if&d from 1.04 
to 1.25. Iaspection of the model revealed that &is Me is 
indeed in CIose proximity of the ester co. 

Fromtbeforegoiogdataitcanbededucedtb&wdrr 
theacthofbascCringinsp~olAlmder- 
goes an ecyloin lIWmngcmcnt. si c-9 in 2 is tctra- 
suck, it follows that the further rn~~n in- 
duccdbyalkaiiisductoaniatmmohtinuckop~c 
displacement of the bromine from carbmdon 8.00 the 
basis of this mechanism (Scheme), sag 2 
could be ass@cd to the product obtained from 
sphacrococccnol A by trtatmcnt with base. 

~t&tn exchange axpufment. Na (Zomo) wea diswrlvsd in 
C~OD(lml)aod~(OJml),lad2(6m0)anr~pdded. 
lYlemixmrew8sbeated8t?tPblsMkdtubefor24hf.After 

R&&1ioj2wirhsodkmboroh#tfde.NaBH,(3om&wn 
lddedtoasolnof2(64mg)kEtOH(lOml)and~mixtunwu 
keptatmomtemp.forlbr.Aftmdibuioowitbwatexud 
destruction of excess borobydride by addition of Acow, the sok 
~G~~C~.E~Of~~l~~~~~~ 
oflolidmate&wbicblv8ssbowo(tlc)tokrmixtlueoftwo 
coIupunuds. v repurtion (tk 011 8ikl gel; 
CHClrEtOHes:l)Uthe~~t)Ptlowedtbc~lrtioniapun 
form of tbe more ablmdaot compowl @Om& msp. lstMsp* 
[ah- 1.6’ (c, 1 in CHCI,), MW 302 (MS); 6 (CDCl,) 3.97 (W, m, 
H-l sod H-2). 5.33 pad 5.2s Ml eecb, AB s~stsm. J - IOHz. 
H-13 amI H-14). 4.0 (lH, h H-il), 1.17 &i, 8, i644), 1.10 (3H, 
I, lS-Me), 0.88 end 0.63 (3H each, d, J = 7 Hz. lP_hfe end 2Mde). 

Coul# h#vttatatioe oj 2.2 (190mg) was bydropenat#f 
ovaPdlC(2oml)inEtoH(1Omtfatroomteolp.~1Jrmtf~ 
12br.Afkrnmovaloftbecatalystmldevapom&oftbe 
SOlveat.tllCNidUCW8SChtOmstoonpbad (tic; bentee 

9:1aatbeebumt)tbo6givblghvocompoomk.Tbekxapokr 
wupowd (S, mixtom -of -&@meoiin) bed mokcoht 
formnk C&f& (M+ 2ESI. while the more ookr (41 bed formok 
c&l&j *c3iwjj, [alpi%l’ (c, 1 io CHCI;] I, %a0 emi 1626 
a-‘,b(CC~.1.22~3H,s.16-Me),0.92(3H,s,if-Me~,O.9lnnd0=n, 
(3H each, d, J - 6 Ht. 19-Me and zbhfcf. 

Acctylurtion of 2 2 (76mg) nod rcctyt cbloridc (15 ml) in 
eobyd. xykoe (10 ml) wxs beated to r&x for 4br. Evapontko 
aaJ tk &elKeoMtber 7:3) gave 6 (27 mg) al.p. 131-133+ @tOIf): 
IdW 342 (MS); [alo- w fc, 1 in CHCl&; IR v_ 1750 ud 1718 
cm-‘; d (CDCl~) 6.35 OH. bd. I- 10Hr H-l), 5.60 (1H. bd, 
J - 1OHx. H-2). 5.52 and 3.39 (1H acb, AB qomtet, I = 1OHz. 
H-13 aod H-14). 1.99 QH, s, CH&!=O), I.37 (3H, a. l&Me), 1.25 
(3H, s, 1%Me), 0.86 rrd 0.64 (3H ea& d, J-7Hx. 19- and 
2&M@. 
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