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M. Adinolfi, L. ManEoni, G. Barone and G. Laonipro 

Institute of Orpanic Chemistry, University of Nanles (Ttalyj 

(Received in UK 10 January 19721 accepted for publication 19 January 1972) 

The structural elucidation of the terpenoid antibiotic T, labelled 

Lb-Zl27le, which has been isolated together with a minor amount of the rela- 

ted lactol II from the fermentation products of an Acrostala+nnus species, 

has been recently reported' 

This report deals with the synthesis of I from the (+)ketolactone IV, 

easily available by degradation of marrubiin 
2-5 

Bromination of TV in glacial AcOH (with traces amount of HBr) pave the 

bromoketone V (95$), * m.p. 149-150°, [nlB+35.9", XzzF 310 nm fc 80.3), 

which by treatment with 1,5-diazabicyclo[4.3.0]-5-nonene6 smoothly pave the 

unsaturated ketone VI r9H1, m.p. 96.5", [n]B-5.23", A,":,"" 228 nm (E 6400) . 

Reaction of VI with lithium ethoxy-acetylide in THP afforded an ethynyl 

carbinol (90$1, m.p. 150-151°, [nlD-219.60 to which we assiqed structure VIT 

as we can safely assume the attack from n-side to be the preferred one5 . 

The conjugate system present in I was easily made by very brief 

treatment of VII with cone H2S04 in 95O EtOH . The reaction pave the conjugated 

ester VIII (65$), m.p. 116-118O, [~&,-307~, A,":,"" 254 nm (E 6300), besides 

a minor amount of the hydroxy ester IX7 (284) , m.p. 92.5-93O, ln]D-94.80 . 

The oxidation of VIII with Se02 (2.5 moles) in glacial AcOH afforded i) 
EtOH 

a lactol ( the major product) m.p. 241-245O, [nl -255.6O, hmax 
E?OH 

257 nm 

(E 15000) [lit.' m.p. 241-2470, [nl, -256O , Amax 257 nm (C 15400)], which 

has NMR and IR spectra identical to those reported for natural IT1 ) too; 

ii) the lactone X, m.p. 191-193O, [o'JD-323O, 
iEtOH 
max 

261 nm (E 87501; iii) an 

* Satisfactory analyses were obtained for all compounds reported . M.p.‘s 

were determined on a Kofler block and are uncorrected . Specific rotations 

were determined in chloroform solutions at room temperature . 
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