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R&U&&W ozovwk$b~ 06 A13-15-ac&xy pnod&ww~, by ItemSon o6 -the lteduRting 
Z-acetoryhep.Zmd with l-ephe&ine, gbed orazoLi&nea w &e R walueb on t._L.c. ate chmmten- 
.&tic 04 the cWy 06 the aceXory gmup, thu++ ppnnritting .tfie deAmin&m 06 the abbotute 
i5t45kwche~&&tny a..t u 5 pg revel!. 

we were confronted with the problem of determining the chirality at C-15 of aloohols 2 and 
1 

1 , which were obtained by reduction of ketone &with di-isobornyloxyaluminum isopropoxida2 in 

relatively small quantities, thus making the usualraethod3 inappropriate. 

A* x=0 

g, X = H, OH (R at C-15) 

2, X - Ii, OR (S at cl51 

4, x = cIi2 2, t2R, aR) 

2,x=0 b, C% W 

6, x = s c, (25, OR) 

d, (26, US) 

This problem was resolved in the following manner. 3-Acetosy-lqctene 4 was osonolyzed and 

the oaonide reduced with dimethylsulfide for 18 hr at 2O'C (shorter reduction time gave aub- 

stantial amounts of ozonide 6). Treatment of D,L-2-acetoxyheptanal 2 thus obtained with l-ephe- 

drine in CH2C12 at RT4 gave two major (x5, Rf = 0.44 and E6, Rf = 0.33 in petrolem ether - 

EtOAc 5:l) and two very minor (z', 

ly separable by t.1.c.' 

Rf = 0.23 and 7& nf = 0.18) oxasolidines which were clean- 

?a and 7c equilibrated upon standing ar contact with silica gel, shoving - - 

that they were isomers at C-2(L) position of the ring. 7b and 76 had a similar relation. Rle -- 

configuration of the four isomers was based on analogy with known oxasolidines 4b : n.m.r, data 

confirm this assignment. 

Mild acid hydrolysis of 7b gave ?S-acgtouyheptanal - as prwen by its oxidativs conversion 

with pyridinim dichroeate in DM? at RT lo to ZS-acetoxyheptanoic acid. and hydrolysis of the 
23 latter to 2S-hydroxyheptanoic acid, [a], = +5.5' (lit3 + 6.0, e-9). 
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In order to test the method, triacetoxy pGF 2B netby ester (lmg) was oxonolyaed in dry 

CH2C12 at -78' for 5 min, rsduoed with diuethylsulfide at 20° for 18 hr, and after evaporation 

of the solvent, rettcted with l-ephedrine in dry CH Cl 
2 2 

at 200 for 30 min. The lD n.n.r. spec- 

trum (200 MHz) and Rf value of the oxaeolidine derivative obtained from triacetoxy PGP 
2s 

Illethyl 

ester were identical to those of 7b obtained above - , showing that, es expected, the P-scetoxy- 

heptaual isolatedhad the S-configuration. 

Similarly, the mre polar alcohol jwes shown to have the 15-S configuration. The sequence 

could be easily carried out on a 50 vg san@le of fwithout taking special precautions. At a 

5 pg-level, some special care is needed to have unambiguous results. although lpg -ants of 

pure 1 can easily be detected by t.1.c. 
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7a 6: 0.65 (d, 3H, J = 7 Hz, C!6Ca,), - 0.77 c 1.97 (al, llli, 4czi2, -2). 2.17 (s, 3H, COCH~), 

2.33 (a, 3H, N-CH3lr 2.83 Idq, Ui, J = 7,8 Hz, Na_CH& 3.85 (a. LB, J = 2 HZ, N-C_HoM), 

5.00 (d, Ui, J = El Es, C,H,CH$K), 5.18 (n, 1H. a_oAc), 7.14 s 7.60 (m, 5Ei, C6H5)PPm. 1-r.: 
-1 

1740 (CcCCH,) cm . KS.: m/e 176 (H+-C5H,lC!HOeCCH,), 148, 91. 

7b 6: 0.68 (d, 3H. J = 7 Hz, - CH~_~), 0.91 (m, 3H, CH~), 1.17 s 2.03 (m, 8tl, 4CH2), 2.13 

(s, =I, CWH,), 2.41 (s, 3% N-CE3), 2.89 (dq. 1H. J = 7, ~HZ, I-CH_CH~~, 4.04 (d, lH, 

J = 3.5 Hz, N-M_OCH), 5.03 (d, LB, J = 8 He, C6H5CH_OCHl, 5.14 (m, lH, CHHOAC). 7.33 (6, 5H, 

C6H5) pprn. 1.r.: 
-1 

1735 (ocoCH3) un . M.s.: m/e 176, 148, 91. 

7c 6: 0.61 (d, 3H, J = 7 Hz, CHClg3), - 0.73 % 2.03 (m, UP, 4CH2, CH3), 2.13 (s, 3H, COCH3), 

2.47 (8, Xi, N-CH3). 3.55 ldq, IH, J = 5,7 HZ, N-CH_CH31, 4.45 (d. Ill, J = 3 HZ, N-C-m), 

5.03 (In, ID, CHHXE), 5.27 (a, lH, J - 5 HZ, C6H5cl$CH), 

(GCCCH,) an-l. H-s.: m/e 176, 148, 91. 

7.34 (s, 5D, csH5) ppm. 1.r.: 1740 

7d 6: 0.60 (d, 3H, 3 = 7 Hz, CHm_3), 0.72 Q 2.00 (m, 18, 4C¶i2, CH3), 2.12 (8, 3H, COCH3)r - 
2.41 (a, 3H, N-CH3), 3.55 (dq, lIi, J - 6,7 He, N-CEi_CH3)r 4.36 (d. lH, J = 2 Hs, N-C_=), 

5.10 (ID, 1H, cH_QAc). 5.25 (d, lH, J = 6 Hz, C6H5M_OCH), '7-M (s, 5H, C6H5) ppm. I-r.: 1740 

(GCCCH3) cm-? l&s.: m/e 176, 148, 91. 

Visualized by dipping into a solution of 2.5 g ~ailm xmlybdate and 1 g ceric sulfate in 

10 ml c-H2S04/90 ml II20 and heating on a hot-plate. 

E.J. Corey and G. Schmidt, Tet. Iatt., 399 (1979). 

(Reecrived inlosl19M41980) 


