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PBOST&X&BBIBS : BV-PBOMICTS MBBr8-CI.EAVAOBOFCOBBI'S~ -1ATB 

~oOnndolfi,O~edericoB0~udPietroWio 

Istituto lticercho "Cwlo BrU" via Imbonati,24 2OlsYnulrll 

(Bawlred in BE 5 Api1 1972) ~00pted for pdiioma 12 ~psii 1972) 

Tim duwge of thenethm 8 y-(cE2)n-(I$, (II-2-17),blunr Oflmr3iS~~ 

caqd.icaed mction whore uedunisn protiblF depend8 up0n the extension rud the coniomtion 

of the iii-tic *in ('); ttrir action gave mixtures of rrtible caposition of ilcoholr d 

of comapoding -1 brouides ('). 

Tfwtuentof 8a+ethow or$-uetha*J_cholertuwsuithBBr8, at 250, gave cclcplm d08vag0 

in 1Ouinuterto the comap0miing 3_brouo-&olertwws ~nlF(~). 

Inour turn, onwting Corey's s~ntheris of proaugluulins,we obrerred tilt the cl-we 

of la&one nethFlether III with BBrl (4.4 equiv) in wthFlena chloride at 00 tiFs tifordl the 

g-browmethF1 derivative IVa, B.P. 119-122' (from uethmol), /a/D - -91.4' (fad for IVa 

C : 61.32, H t 4.89, Br I 15.26) in lO-3O$ Field l 8 by-product, in uldition to alcohol IVc. 

Eaterifiution of iodo l.~tons (I), (~8 colorlesr oil, /a/B 1-43.7~ (c - 2.53) (') with 

p-phenFlbensoy1 chloride (2.5 equir) in p@dine, at YO", for 3 hr gave the iodo lrctone-I+* 

n~lbens~te (II), u.p. 155.5-157°, MD = +lO.lo (found for II C t 53.85, H : 4.23, J : 25.68), 

which uaa reduced with tribntF1ti.n hydride (4), at 550, nitrogen atnoaphere, to deiodin0tad 

lrctona III, m.p. 74-750, /Q/b - - 104.80 (fomui for III C : 72.60, B I 5.92, 0 : 21.74). 

In following luge-r&e experinnta of clam0 of theue*Flether IIIuithBBr3, titer&z 

drous potwMm ace-to addition to deatxv~ the excess of reactive, ve 0bUined a rixtarr of 

three wmponndsr bmo derivative IVr, wetory-p-phenFlbens0at.e IVb mdp-phe@bensoate acohol 

IVC, in a ntio 1 I 1 : 2 titer c0lun rapurtion. 

The rcetorJIderiv~tive IVbprobrblForigin~~~~ frou a nobis0titedbm0 boronit capomd 
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(lb) (‘) through a substitution reaction. 

Treatment of brono derivative (IVa) in dimetbylfoxmamide with acetic acid and potassilln 

a-tote, at reflex wmperature,produced ( 9O%yield) the same crystalline aoetoxy-p-phony: 

bensoate (IVb), n.p. 111-1130 (from ethyl ether), /a/,, - -97.70 (found for IVb C : 70.32, 

H I 5.58, 0 : 24.46), which by selective cleavage of the acetoq ester group by meana of 

perchloric acid in methanol gave the p-phenylbenaoata alcohol IVc, m.p. 129.~131°, /a/n - -87S0 

(c = 1.563) (found for IVc C I 71.65, H : 5.62, 0 t 22.79). 

Ths following oxidation of the alcohol IVc with dicyclohexylcarbodiimide in bemene-dime 

tbylrulfoxide (75 : 25) in the prerence of pyridine trifluoroacetati (') allowed us to obtain 

the p-phenylbenmate aldehyde IVd, which, without purification, was treated with the sodio 

derivative of dimetbyl&-oxobeptylphosphonate in diaetho~ethane (6) to forr the none 

lactone V, as a crystalline product, m.p. 80-820 (from iropropyl alcohol), /a/D - -1460 

(c - 1.02), with 70% yield frcm IVc, reported: 81-82.50, /dD5 - -1460, 80% yield t7). 

Exmrimentalr Unlers othenrire rtated, specific rotation6 were measumd in ChlorOfo~ Solution 

(1% concentration), at 200, with P-141 Perkin-Elmer polariker. 



Ro. 20 
* 2065 

A~~~c&n@nts: The authors express their thanks to dr. G. Strazsabosco, Mr. A. Andreoni and 

Mr. W. Moretti for the valuable assistance. 

References and Footnotes 

1. V. Stehle, H. Brini and A. Pousse, Bull. Sot. Chim. (France), 2171 (1969). 

2. R.D. Youssefyeh and Y. Masur, Chem. Ind. (Imdon), 609 (1963). 

3. E.J. Corey, T.K. Scbaaf, W. Huber, U. Kolliker, N.H. Weinshenlcar, J. Amer. Chem. Sot., 

@,397 (1970). 

4. H.O. House, S.C. Boots and V.K. Jones, J, Org. Chew, &2519 (1965). 

5. K.E. Pfitsner and J.G. Moffatt, J. Amer. Cbem. Sot., g,5670 (1965). 

6. E.J. Corey, N.H. Weinsheaker, T.K. Schaaf and W. Huber, J. Am. Cha. Sot,, y&5675 (1969). 

7. E.J. Corey, S.U. Nbonico, U. Koelliker, T.K. Schaaf and R.K. Vama, J. Amer. &em. Sot., 

$&1491 (1971) 


