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Abetret: The tramfotmatbn of the macm2da arWottc aboqotbe (3) to the mcentty botated metanfn synthesis tnhlhtton 
OH-3994 Ki (1) and K2 (2) has established the retattve and &otute conft~atbns of 1 (49 7R 125) and 2 (4R 7R, 12S, 
13R). 

Our search for new metanii synthesis inhihitom recentty led to the isolation of OH-3994 Kl (1) and K2 (2). together 

wtth the known, closely related macmftde antibbtb abocyctbe (3) from a fermentation broth of Str6ptomyceS sp. OH- 

3994.’ Compounds 1 and 2 suppress the melanogenesb of Bl6 metanoma cefb w&h no inhihftory effect on ceti growth at 

concenlratbns of 7.5 and 3.9 p#mt, respecttvety.l In our inttiil studfes, the ptanar structures of 1 and 2 were deduced vta 

extenstve spectmscopb anatysfs, hut theii stereochemistry remained unknown. 2 Earlier an X-ray aysblbgraphic anatysis of 

the dertved ~romohenzoate revealed the (4R, 7R 125, 134 absolute configuration of abocyctine (3).3 Herein we 

descrbe the chembal conversion of 3 to both OH-3994 Kl and K2, permftting the assignment of relative and absolute 

stereochembtry for 1 and 2. 

Abocyctine (3) was transformed to OH3994 K2 (2) via 1 Mdditbrr4 of thiophenol to the a. 3-unsaturated iactona 

moiety, fo!owed hy base-tnduced transtactonbatb~ and ettmbatbn of PhSH (Scheme 1). OH-3994 K2 (2) then fumbh8d 

Kl (1) upon Swem oxkbtbn.e*7 

Scheme 1 

2635 



Both Synthetic 1 and 2 pIoved to be indistinguishable from the oor~esponding natural pmducts by 1H-NMR, 13C- 

NMR,andIR,aswellashQhresobtbnmassspedromet fy and optbal mtatbn {synthetic 1: [a$f -15s.7“ (c 1 .O, EtOH); lit2 

[I$ -154.9’ (c 0.388, EtDH); synthetic 2: [ag -172.00 (c 1.0, EtOH); lit2 [ag -187.9O (c 0.927, EtDH)). Accordingly, the 

relative and ab6olute conf&uti of OH-3984 Kl (1) and K2 (2) am (49 7R, 1291 and (4R, 7R, 12S, 13R), raspeuively. 

Theconversbnofalbocycline(S)to2(609CoveraWyleld)andto1(5l%overallyield)will~enabkustoprepare~ 

quantitbs of tha latter oompounds, a.5 requirad for more detailed bbl@cal evabatbn. 
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7. Physkwl data for I: lLC RtO.75 (10% acetone/chbrofom$ cobdess oil; [ac -73.P (~0.8, CHC& IR (CHCb) 3475, 

2975,1725,1440,1375,1230,1170 cm -I. ‘H NMR (270 MHz, CDCb) 6 7.42-7.38 (m, 2 H), 7.24-7.13 (m, 3 H), 5.94 

(dd, J= 15.8.5.0 Hz, 1 H), 5.49 (d, J= 15.8 Hz, 1 H), 5.19 (brd, J= 8.9 Hz, 1 t-l), 4.73 (m, 1 H), 4.01 (d. J= 5.0 Hz. 1 

H), 3.83 (dd, J= 9.1,3.8 Hz, 1 H), 3.13 (s,3 H), 2.71 (dd, J= 15.2.3.3 Hz, 1 H). 2.49 (dd, J= 15.2.8.8 Hz, 1 H), 2.22 

(m, 1 H), 2.00 (m, 1 H), 1.75 (m. 1 H), 1.53 (s, 3 H), 1.47 (m, 1 H), 1.34 (8,3 H), 1.28 (m, 1 H), 0.98 (d, J= 8.8 Hz, 3 H), 

0.88 (d, J= 8.9 Hz, 3 H); 13C NMR (87.5 MHz, CDCb) S 171.9, 138.2, 135.4, 133.5, 131.9, 131.7, 129.7, 128.5, 

127.7, 87.9, 74.7, 71.9, 58.3, 58.1, 38.7, 35.8, 31.7. 28.5, 23.4, 15.3, 14.0, 11.7; hQh resolutbn mass spa&urn 

(El, 70 eV) m/z 418.2175 (M+; Cabd. for C24H3404S: 418.2178). Physical data for 4b: TLC Rt 0.88 (10% 

acetonekhbroform); white, amorphous solid, mp 108-l 10 “c (CHC13); [ag +40.00 (c 1 .O, CHC$); IR (CHCb) 3475, 

2940,1725,1435,1375,1230,1170cm -I; ‘H NMR (270 MHz, CDCC) 5 7.39-7.38 (m, 2 H), 7.25-7.15 (m, 3 H). 5.83 

(dd, J- 15.5,8.9 Hz, 1 H), 5.51 (d, J- 19.8 Hz, 1 H), 5.31 (1, J- 7.8 Hz, 1 H), 4.40 (m, 1 H), 3.97 (d. J- 8.9 Hz, 1 H), 

3.35 (dd, J- 5.8,3.0 Hz, 1 H), 3.15 (s,3 H), 2.74 (dd, J= 18.5,4.0 Hz, 1 H), 2.47 (dd, J- 18.5,5.8 Hz, 1 H), 2.12 (m. 1 

H), 1.88 (m. 1 H), 1.59 (m, 1 H), 1.54 (63 H), 1.43 (I, 3 H), 1.27 (q. J= 5.7 Hz. 2 H), 1.10 (d, J= 8.3 Hz, 3 H), 0.83 (d. J 

= 8.9 Hz, 3 H); 13C NMR (87.5 MHz, CDC13) 5 171.5. 138.2, 135.9, 135.7, 132.1, 129.3, 129.0, 128.1. 127.2, 87.8, 

75.0, 74.8, 58.0, 55.7, 37.8, 38.3,32.5, 28.4, 22.4, 17.9, 15.8, 11.4; h@h rasolutiin mass spectrum (El, 70 ev) III& 

418.2173 (M+; Cabd. for C24H3404S: 418.2178). 
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