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The proposed 5trdtcgy may bc cln Illtcrestlng rll tC’rllclllVe to tilt’ (.lcl~~l(.aI IlII~ce step> procc_ 

dure since prtnlnry tosylatc\ are easily obtalned as crystalllne rriatcrlal in high purity from the 

corresponding alcohols. On the other hand, oxldatron of the primary alcohol positIon of carbohy- 

drates IS generally a complex, low yield reactlon. The subsequent Wlttlg reaction may be comply- 

cared by a ,B cllmlnation and/or cpimerlzation at the a positron. Hydrogcnatlon 1s often Inhibited 

by sulphur and phosphorus by products remaining from these two steps. 

Our methodology was Improved towards the synthtsls of compound 7 (entry 3), a synthetic 

IntermedIate described by H.Ohrul 
I2 

(I I steps sequence, overall ylcld : 24%) and P. Slnaj;13 

(7 steps sequence, overall yield : 21%) during the course of the synthesrs of (+)-Cerulenln from 

D-glucose. When Crlgnard reagent I4 (5eq. in dry ether) derived frorn ZE,SE-heptadienyl chloride 

was reacted with either compound 4 or 6 (I eq. In THF solution containing a catalytic amount 

of cuprous iodide), this one step procedure ylelded either compound 5 (33%) or 7 (21%). 

According to our procedure, we propose now a modified synthesis of (4S,5K)-(+)-L-Factor, 
I5 

a proposed autoregulator for anthracycllne biosynthesis In Streptomyces . 

II 7, 

1.1.1!1~1’~\11‘1, I’)T.. IIT; I,. I\“,\‘. Xl,. TIII:. I<,; IId, I-lhr4N*I--. THIZ. IRT; IJ, Kmc:1)2. I,M.\O. CHZC12 -7X”C ,I hn) IhI E, ,N; y, Ply -u-cUl,p-. 
. 0 

Wl~“L,. I%hle. -11-c 10 IIT; r?, llancy N,. MeOH; “l,, AcOH-H*o or/II. 75°C wrnn); “ill, I’.C.C.. ACON& B/-l MA.. cllpzi I”, 10% PdlC. MCOH. 

L. I2 cq T,CI. vyr; NT M,S%); ,, hlC,SLCl. 04c,sl)*NH. I’yr.. IKT (loo%.; !, 1.1 cc, n-IhI*CdI. T-I*0/I’Id4 (LO%); 4. IN aq. IKI. 211. NT cwa); 

1. I+*’ Hp. IOhr. KT l‘,O%). 

16 
In our first synthetis , L-Factor 24 was obtained in a 9 steps sequence from dlol 21. On large 

scale preparation, steps iv to vi were hazardous (from 19 to 60% yield). Monotosylation of the 

diol 21 afforded the crystalline monotosylate I7 (65%) which was trimethylsilylated (100%). 

Carbon-carbon bond coupling occured using lithium di-n-butyl cuprate (entry 9) in 40% yield. 

Compound 16 was then treated with IN HCI giving the hemiacetal 23 (80%). Finally, selective 

oxidation of the hemiacetal in an aqueous bromine solution I8 yielded the 6-C-(n-butylj-2,3,6- 

trideoxy-D-erythro-l,4-lactone 24 (90%) identical with the (4S,5R)-(+)-L-Factor previously des- 

crlbed16. 

Experimental: A typlcal cxpcrlmental procedure follows. To a suspension of Cul (Z.Og, IO.5 

mM, 3.5eq) in dry ether (IO0 ml) was added dropwtse at 0°C under argon MeLi (I.6 M in ether; 
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21mM, 13ml). The clear solution was cooled to -78°C and compound 11 (1.2g, 3.lmM) in dry benzene 

solution (30 ml) was added dropwise. After I hr at -78°C the mixture was allowed to warm up 

to -5°C and was stirred for 2 hr at this temperature. Quenching of the reaction mixture with 

aqueous ammonium chloride solution (50 ml) followed by work up afforded the coupling product 

12 as a pure colourless oil (670mg, 93%). 
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