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Product 29 (oil) from (10S8,115)-10,11-

DihydroxySQ

[alp? =+ 14.7
(c=0.16, in CHCL;)

HRFABMS (glycerol)
M+H, Found: 445.4070
Calcd: 445.4046

NMR data in C4Dy, solvent peak :

&~~~ NOE

'H; 7.28 ppm , 13C; 128.0 ppm

NO. 'H 13¢ NO. 'H 3¢ NO. 'H 13¢ NO. 'H 13¢

1 0.82(m); 1.51(m) 39.16 9 1.53(m) 50.69 17 5.52 (t, 6.8 Hz) 125.67 25 0.792 (3H,s)  14.98
2 1.47(m); 1.66(m) 18.82 10 — 37.24 18 — 134.79 26 1.176 (3H,s)  26.54
3 1.22(m); 1.46(m) 42.23 111.36 (m) ; 1.54(m) 15.82 19 224(2H,t.72Hz) 40.24 27 1291 (3H,s) 21.74
4 — 33.18 12 1.60(m) ; 1.69(m) 21.31 20 2.32(2H,m) 27.24 | 28 1.814(3H,s) 16.12
5 0.89 (m) 56.30 13 3.76(dd, 12.4 ,2.8Hz) 74.72 21 5.38 (t, 6.8Hz) 124.99 29 1.690 (3H, s) 17.73
6 1.13(m); 1.58(m) 20.42 14 — 72.98 22 — 131.08 30 1.803(3H,s) 25.84
7 1.57(m); 1.89(m) 43.40 15 1.84(2Hm)  39.75 23 0.958 (3H,s) 33.50

8 — 74.91 16 2.514 (2Hm)  22.83 24 0.888(3H,s) 21.63

The coupling constats of H-13 (J=12.4 Hz and 2.8 Hz) suggest that the dihedral angles between H12 and H13 are ca 170° and 53°, indicating that the

C-ring is boat structure.




Product 30
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Product 30 (oil) from (6R,7R)-
DihydroxySQ

[a]p®=+5.80 -

c0.50, CHCl3) # i V.
( 3) DY (\
; N

HRFABMS (glycerol)
M+H, Found: 445.4029

Calcd: 445.4046 3 :
C}3 814 2.76 (bd, 4.0 Hz)

— HMBC
NMR data in C¢Dg, solvent peak : 1H; 7.28 ppm , B¢; 1280 ppm
NO. 'H 130 NO. H 130 NO. 'H 130 NO. H 130
1 1.29(m); 1.49(m) 31.77 9 — 135.62 17 5.42(m) 124919 25 1234(3H,s) 21.22
2 1.45(m); 1.58(m) 16.45 10 5.55 (bt, 6.8Hz) 124.809 | 18 — 13510€| 26 1.788(3H,s)  16.30
3 1.26(m); 1.35(m) 36.62 11 227 (2H,m) 28.79C [ 19221 (2H, bt, 6.8Hz) 40.21 27 1.731(3H,s) 16.10°
4 — 71.47 12 227(@H,m) 28.77°| 20 230(2Hm) 27.10° | 28 1731 (3H,s) 16.152
5 — 75.81 13 5.45(m) 124.839| 21 537(bt, 6.8 Hz) 124.95% | 29 1601 (3H,s) 17.73
6 3.48 (bd, 10.6Hz) 78.94 14 — 134.93¢( 22 — 131.07 30 1.804(3H,s) 25.85
7 1.69(2Hm) 29.79 15  221(2H,m) 40.21 23 1.193(3H,s) 32.79
8 240(m):2.72(m) 3734 | 16 230(2H,m) 27.22° | 24 1193 (3Hs) 28.09

a-e) These carbon signals may be exchangeable between the same character, due to very close values.
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Product 31

CTIC )
Data : 6R,7R-diolprdl Date : 2@-Dec-102 14:22
Sample: BR,7R-dihydroxySQ SHC product!
Note : ¥
Inlet : Direct Ion Mode : EI+
251322064
%3
Ty T T T T T T T T T T T T T T T T T T
[N m 2 m 2 m A [ " e a7 @ e @ a @ LR} "2 L] 14 " =8 L= 12 1 a
[ Mass Spectrum ]
RT : 1.25 min Scan# : 26 Temp : 408.Q deg.C
Ion Mode : EIt Int. : 1112.78 Spec. Type : Regular
11667456 211
108
231
i 317
344
299 444
N / "
l. 28 208 | | 362 408 A
I|l.|| by btk s ||!|.’ . B A . .
6@ 80 190 128 14@ 160 188 200 228 242 264 28@ 3@@ 326 34@ 36@ 382 468 428 448 460 480 5P@
m’z

Product 31 (solid) from (6R,7 R)-DihydroxySQ

[a] 25 104° HMBC between Me-28 and OH
afp— = +1.

(c 0.283, CHCly)

# These carbon signals are significantly small
and did not clearly appear. The chemical shifts

—> HMBC
(8¢) was determined by HMQC or HMBC

~<---%» NOE

spectra.

NMR data in C¢Dg, solvent peak : 'H;7.28 ppm, B3¢; 128.0 ppm
NO. "W 3¢ NO. "W 3¢ NOo. 'H 3¢ NO. 'H 3¢
1 1.02(m);1.59m) 41.32 9 1.55(m)  59.23(#) 17 8?;-75 iy 8203(#) 25 0957 (3H,5) 16.25
2 146(m);1.74m) 18.84 10 — 37.40# 18— 72.48 26 0.999(3H,s) 26.30
3 1.32(m);1.53(m) 42.75 11 1.41(m); 1.59(m) 21.33 19 1.78(m); 1.93(m) 41.58(#)| 27 1.293 (3H,s)  24.50(#)
4 — 33.18 12 1.96(2H, m) 24.50(#) 20 247(m);2.35m) 23.27 28 1.223(3H,s) 21.99
5 0.96(m) 57.46 13 1.78(m) 60.83(#) 21 5.45 (t, 6.8Hz) 125.68 29 1.767 (3H,s) 17.68
6 1.49(m);1.70(m) 20.03 14 — 85.95 22 — 130.94 30 1.832(3H,s) 25.86
7 179 (2H, m) 38.00(#) | 151.53(m); 1.82(m) 38.49 23 1.045(3H,s) 33.73 OH 2.13 (bs)
8 — 44.66(#) | 1g 1.68(m); 1.99(m) 26.45(#) 24 0.980(3H,s) 21.52
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Product 32
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Product 32 (solid) from (6S,7S)-DihydroxySQ

[0]p®=+4.35
(c =0.092, CHCI,)

— HMBC 7N\ # These carbon signals are significantly small
----> NOE NO NOE and did not clearly appear. The chemical shifts
(8¢) was determined by HMQC or HMBC
Chemical shiftin C¢Dg  Solven peak: H ; 7.28ppm , Bc ; 128.0ppm spectra.
NO. 'H 3¢ NO. "W 13¢ NO. 'H 13¢ NO. "W 3¢
1 1.02(m); 1.62(m) 41.16 9 1.47(m) 59.56 17 (dd, 130_741; 45Hz) 83.96(#) 25 0.985(3H,s) 16.37
2 1.49(m);1.77(m) 18.86 10 — 37.41 18 — 71.61 26 1.063 (3H,s) 26.53
3 1.33(m);1.53m) 42.70 11 1.46(m); 1.62(m) 21.41 19 1.74(m); 1.91(m) 41,75 27 1.231(3H,s) 25.19(#)
4 — 33.20 12 1.96(2H, m) 24.50(#) 20 240(2H,m) 23.29 28 1211 (3H,s) 21.92
5 0.96 (m) 57.46 13 1.87(m) 60.31(#) 21 5.44 (t, 6.8Hz) 125.72 29 1.765(3H,s) 17.72
6 1.49(m);1.73(m) 20.04 14 — 85.84(#) 22 — 130.89 30 1.832(3H,s) 25.86
7 179(2H,m) 37.87(#)| 15 1.53(m);1.70(m) 39.10(#) | 23 1.050 (3H,s) 33.75 OH 2.20 (bs)
8 — 44.26(#) 1 16 1.60(m);2.02(m)  26.54(#) 24 0.998(3H,s) 21.54
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