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Table 1. Complete assignment of protons and carbons of 3B-hydroxy-5,16-dien-pregnane-20-one
(CDRI/80-574, 1 ) with help of HMBC and HSQC

H J (Hz) e
! 1.08 m 37.1 CH,
1’ 185 m
2 184 m°
1. H
2’ 1.5 me 315 CH;
3 352 m 71.7 CH
4 227  m° 42 CH,
5 ; - 141.4 C
6 536 d(5.6) 121 CH
7 199 me
1. H
7 1.6 m° 315 CH;
1.7 me 30.2 CH
101 m 50.4 CH
10 ; - 36.6 C
11 159 m°
20. H
11° 134 m 0.7 CH;
td(3.1,
12 2.4
12.8) 34.6 CH,
12’ 134 m°
13 ; - 46 C
14 142 m 56.4 CH
15 232  m°
2.2 H
15° 205 m 3 CH;
16 6.72  dd(1.83.2) 1445 CH
17 ; - 155.3 C
18 092 s 15.7 CH;
19 1.04 s 19.3 CH;
20 ; - 196.9 C
21 226 s 27.1 CH;

m°: multiplet overlapped with other signals, s: singlet, brs: broad singlet, d: doublet, td: triplet of
a doublet, dd: doublet of a doublet.
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11a-Hydroxy-4, 16-dien-pregnan-3, 20-dione 2:

HO

HO//,

Compound 2
M.P. 162°C, M™+1(328); IR (KBr): 1661 cm™;

S8

Table 2. Complete assignment of proton and carbon signals of 3f,11a-dihydroxy-5,6-dien-

pregnane-20-one 2 with help of HSQC and HMBC

H J (Hz) Bc
1 254 1 (35,136) o CH,
' 119 m°
2 1.82 m°
> ls4 me 31.7 CH,
3 353 m° 718 CH
4 229 m° 427 CH,
5 - - 141.8 C
6 543 d(5.6) 1209 CH
7 202 m
> 17 e 31.7 CH,
8 1.65 m° 303 CH
9 1.08 t(9.8) 573 CH
10 - - 383 C
11 418 td(5.7,103) 687 CH,
12 278 dd(55,119) CH,
122 138 t(11.3)
13 - ; 463 C
14 155 m 555 CH
15 233 m°
15 205 m° 321 CH;
16 672 dd(1.8,3.2) 1446 CH
17 - - 1546 C
18 093 s 169 CH;
19 119 s 192 CH;
20 - ; 196.6 C
21 226 s 269 CH;,

m°: multiplet overlapped with other signals, s: singlet, brs: broad singlet, d: doublet, td: triplet of
a doublet, dd: doublet of a doublet.
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3B, 11a-Dihydroxy-5, 16-dien-pregnane-20-one 3:
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Table 3. Complete assignment of proton and carbon signals of 11a-hydroxy-4,16-dien-pregnan-
3,20-dione 3 with help of HSQC and HMBC

H J (Hz) e
1 259 td(4.5,14.0)
U 209 mf 37.1 CH,
2 243 m°
5 934 o 341 CH,
3 - 2003 C
4 574 brs 1245 CH
5 - - 1709 C
6 244 m°
& 234 me 334 CH,
7 1.88 m°
7118 o 31.6 CH,

qd (3.1,

8 178 115) 334 CH
9 119 - 593 CH
10 - - 40.0 C

11 414 td(54,103) 684 CH

12 2. 5,121
8 ddG3512.0) 46.3 CHy

122 129 m°
13 - 462 C

14 157 td(6.4,11.7) 549 CH

15 235 dd(2.9,5.3)

319 CH
15 m° 2

16 6.72 dd(1.8,3.2) 1445 CH

17 - - 1544 C
18 095 s 17.1  CHjs
19 134 s 183 CHs
20 - - 196.7 C
21 227 s 269 CHs

m°: multiplet overlapped with other signals, s: singlet, brs: broad singlet, d: doublet, td: triplet of
a doublet, dd: doublet of a doublet.
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11a, 15B-Dihydroxy-4, 16-dien-pregnan-3, 20-dione 4:

)

HO.,.

Compound 4
M.P. 200 °C; M™+1 (345); IR (KBr): 1657 cm™'; NMR:

S21

Table 3. Complete assignment of proton and carbon signals of 11a, 15B-dihydroxy-4,16-dien-

pregnan-3,20-dione 4 with help of HSQC and HMBC

H J (Hz) e
1 252 m
b 500 e 382  CH,
2 244 m°
2’ 227 m° 35 CH,
3 - 2029 CH
4 573 brs 1247  CH,
5 - - 1752 C
6 256 m° 346 CH
6 236 ddd(14.6,2.5,3.9)
; Sou e 321 CH,
7 121 m° CH
8 205 m° 322 CH
9 12 m 61 C
0 - 418  CH,
11 409 td(5.5, 10.0)
12 25 m 68.7  CH,
122 129 m° 473 C
13 - 479  CH
14 139
15 462 dd(2.9,5.3) 59,73 CH,
16 686 d(2.9) 1453 CH
17 - - 1573 C
18 124 s 235  CHs
19 139 s 188  CHs
20 - - 199.7 C
21 229 s 275  CHs

m°: multiplet overlapped with other signals, s: singlet, brs: broad singlet, d: doublet, td: triplet of

a doublet, dd: doublet of a doublet, doublet of a double doublet.
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Current Data Parameters
NAME PR_O1_DR_RAMPRATAP
EXPNO 1
PROCNO

F2 - Acquisition Parameters
D: 20060

57

ime 12
INSTRUM spect
PROBHD 5 mm BBI 1H/D
PULPROG 2930
™D 65536
SOLVENT MeOD

32
DS
SWH
FIDRES 0.058688 Hz
AQ 8.5197296 sec
RG 80.6
DW 130.000 usec
DE 00 usec
TE X
D1 sec
TDO

1H

10.40 usec
2.50 dB
400.1317525 MHz

F2 - Processing parameters
ST 32768
sE 400.1300114 Mz
WOW cM
SSB 0
LB 1.00 Hz
cB 0.15
PC 1.00

.0
.00
3.62

0
.00

T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 ppm

'H NMR of Compound 4
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PROCNO 1
F2 - Acquisit arameter:
Date_ 22
T 2.57
INSTRUM pect
PROBI 5 mm BBI 1H/D.
PULPROG 2930
™ 65536
SOLVENT MeOD
NS 32
DS o
sui
FIDRES
Q
00000000 sec
TDO 1
]| (e (@(@[E)|N®) o <[ Joff<]o
o] =) vy B P i P Pt N = S| [=||e]|a
ol-l-lololololmlol-l 1+ <l [l
T T T T T T T T T T
2.8 2.6 2.4 2.2 2.0 1.8 1.6 1.4 1.2 ppm
o ~ © o~ 0
o — ST ~ ANONITMAON O HDDNN NO O
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Current Data Parameters
M3 PR_O01_DR_RAMPRATAP
EXPNO 2
PROCNO 1
F2 - Acquisition Parameters
Date_ 20060922
ime 5.13
INSTRUM spect
PROBHD 5 mm BBI 1H/D
PULPROG
™
SOLVENT
s
19.800 usec
6.00 usec
303.
1.50000000 sec
0.03000000 sec
1.39999998 sec
CHANNEL f1
13.20 usec
5.00 dB
SFO1 100.6228303 MHz
- ANNEL £2
CPDPRG2 wa
NUC2
PCPD2 usec
PL2 dB
PL12 dB
PL13 23.00 dB
SFO2 400.1315260 MHz
F2 - Processing parameters
SI 16384
SF 100.6126290 MHz
| Wow M
N N SB 0
1B 0.30 Hz
GB 0
T T T T T T T T T T T pc 00
200 180 160 140 120 100 80 60 40 20 ppm

1 C of Compound 4




© o~ o
o @i = TOeMmOoOMmAONNOOWma
o <o o SEaSSaRaNaSRnsS% PR-01 Dr. Ram
o S Q NEORON R OE W m e MeOH
- S pt FoOheTTImm®mmmma
\/ \\ / /// o
Current Data Parameters
NAME PR_01_DR_RAMPRAT
EXPNO 4
PROCNO 1
F2 - Acquisition Paramete
Date_ 20060922
Time 16.57
INSTRUM spect
PROBHD 5 mm BBI 1H/D-
PULPROG dept 90
32768
SOLVENT MeOD
NS 2048
DS 0
swH 25252.525 B
FIDRES 0.770646 E
20 0.6488564 s
RG 2050
ow 19.800 ©
DE 6.00 v
18 303.0 K
cNsT2 145.0000000
D1 2.00000000 s
az 0.00344828 =
a2 0.00002000 &
DELTA 0.00001681 =
TDO 1
CHANNEL £1 =
13¢
13.20 v
26.40 v
-5.00 ¢
100.6228303 I
CHANNEL £2
waltz16
1H
10.40 v
20.80 v
T T T T T T T T T sg:gg M
160 140 120 100 80 60 40 20 ppm 20.22 ¢
400.1315260 ¥
o o
o & DO T AMOSN©O T T O
< o SR esgnaSuatan% PR-01 Dr. Ram
< Q AF CwROESm e~ MeOH
3 B e SESSmdmmmaca
V \ NV/// o
Current Data Parameters
N PR_01_DR_RAMPRATAP
EXPNO 3
PROCNO 1
F2 - Acquisition Parameters
Date_ 20060
ime 16.54
INSTRUM spect.
PROBHD 5 mm BBI 1H/D-
PULPROG dept135
™ 32768
SOLVENT MeOD
NS 1338
DS ]
" SWH 25252.525 Hz
o L) FIDRES 0.770646 Hz
a0 0.6488564 sec
RG 2050
oW 19.800 usec
DE 6.00 usec
TE 303.0 K
cNsT2 145.0000000
b1 2.00000000 sec
a2 0.00344828 sec
a1z 0.00002000 sec
DELTA 0.00001681 sec
TDO 1
CHANNEL £1
13¢
13.20 usec
02 26.40 usec
PL1 -5.00 dB
sFO1 100.6228303 Mz
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Dept 135 of Compound 4
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I ) Q‘; . F 20 )
— . [ F2 - Acquisition P:
. gz o Date_ 200
L 40 Time
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PULPROG hsqgcetgps
— A r % F 60 1
— L3 . - SOLVENT
— ' L] " NS
- 80 DS
SWH 384
FIDRES 1.8
100 AQ 0.26
RG
Dw 131
DE
— o 120 4g ;
CNST2 145.00!
CNST17 -0.501
4 140 a0 0.0001
] . D1 1.5001
| : a4 0.001
160 dll 0.030!
D16 0.000:
| D24 0.000:
180 DELTA 0.001:
DELTAL 0.001:
DELTA2 0.001-
L200 DELTA3 0.000!
1 DELTA4 0.000:
T T T T T T T T INO 0.0001
8 7 6 5 4 3 2 1 ppm ST1CNT
PR-01 Dr. Ram
MeOH
HMBC
‘ ppm Current Data Parameters
F—20 NAME PR_01_DR_RAMPRA1
EXPNO 7
PROCNO 1
o Op - Acquisition Paramete
Date_ 20060923
e Time 0.39
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J— . V » PULPROG  hmbcgpl2ndgf
— N . ,‘ L 40 ™0 4096
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—— N e ! NS 48
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4 . 0 e 4 I 60 swx 3846.154 &
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" . aQ 0.5325300 ¢
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DE 6.00 1
TE 303.0 F
100 cnste 120.0000000
CNST? 170.0000000
CNST13 7.0000000
L120 do 0.00000300 «
.o D1 1.50000000 ¢
d6 0.07142857 =
D16 0.00020000 «
\ . [-140 pELTAl 0.00296667 <
DELTA2 0.00174118 ¢
. DELTA3 0.07022458 «
— ' ° [ 4 L 160 N0 0.00001990 <
CHANNEL f1 =:
[ 1H
F180 p1 10.40 v
p2 20.80 1
PLL 2.50 ¢
= 0 whe 200 sFo1 400.1317525 b
CHANNEL f2 =
T T T T T T T T 131;(03
.20 v
8 7 6 5 4 3 2 1 1320

HMBC of Compound 4
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15B-Hydroxy-4, 16-dien-pregnan-3, 20-dione 5:

OH

Compound 5

M.P. 210 °C; M™+1 (329); IR (KBr): 1596 cm™;
NMR: Complete assignment of proton and carbon signals of 158-Hydroxy-4, 16-dien-pregnan-
3, 20-dione 5 with help of HSQC and HMBC

H ) J (in Hz) 0 Type of carbon
1 1.7 m° 36.7 CH,
I 2.07 m°
2 2.49 m° 34.8 CH,
2 2.29 m°
3 - - 202.4 CH
4 5.72 brs 124.3 CH,
5 - - 175.2 C
6 2.58 ddd (1.8,5.3, 14.7) 33.9 CH,
6’ 2.35 ddd (2.6,4.1,14.7)
7 2.21 m° 323 CH,
7 1.19 m°
8 2.05 m° 32.4 CH
9 1.08 m° 56.1 C
10 - - 40.3 CH,
11 1.63 m° 21.7 CH,
11’ - -
12 2.27 m° 36.0 CH,

S27



12°

13

14

15

15°

16

17

18

19

20

21

1.27

1.28

4.61

6.8

1.25

1.29

2.30

Ille

dd (2.9,5.3)

d(2.9)

47.9

60.0

73.2

144.9

157.9

22.4

17.5

200.0

27.6

CH

CH,

CH

CH3
CH;
C

CH3

S28

m°: multiplet overlapped with other signals, s: singlet, brs: broad singlet, d: doublet, td: triplet of
a doublet, dd: doublet of a doublet, doublet of a double doublet.

Trent Data Parameters
NAME PR_02_DR_] RAMPRATAP
EXPNO

l

NUCl
le dB
SFO1
| J M F2 - Processing parametexs
l I

WDW
SSB
o H HNG\N B
o|o|a]S — NHNN =
INERIEY ~) o0 | ev|en PC
—
T

'H NMR of Compound 5

F2 - Acquisition Parameters

Date_ 20060923

Time 19.30

INSTRUM spect

PROBHD 5 mm BBI 1H/D-

PULPROG 2930

TD 65536

SOLVENT MeOD

NS 32

DS 0

SWH 3846.154 Hz

FIDRES 0.058688 Hz

AQ 8.5197296 sec

RG 256

DW 130.000 usec

DE 6.00 usec

TE 303.0 K

D1 1.00000000 sec

TDO 1

======== CHANNEL fl ========
10 40 usec

400. 1317525 MHz

400. 1300114 MHz
M

0,00 Hz
0
1.00
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C of Compound 5
PR-02 Dr. Ram Prata
MeOH
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Current Data Parameters
NAME PR_02_DR_RAMPRA1
EXPNO 5
PROCNO 1
F2 - Acquisition Paramete
Date_ 20060924
Time
INSTRUM spect
PROBHD 5 mm BBI 1H/D-
PULPROG cosygpmfph
™ 2048
SOLVENT MeOD
: NS 48
t DS 16
SWH 3846.154 ¢
FIDRES 1.878005 F
R ——— aQ 0.2662900 ¢
RG 512
DW 130.000 u
DE 6.00
< TE 303.0 &
do 0.00011676 <
[ — i D1 2.00000000 ¢
d13 0.00000400 ¢
» D16 0.00020000 ¢
3 @ d20 0.00120400 ¢
- J ' - INO 0.00026000 ¢
6 CHANNEL f1
1H
. 10.40 v
— K] ' 5 20.80 v
. E 2.50 ¢
e 400.1317525 b
e
. = GRADIENT CHANNEL =
F8 GPNAM1 SINE.100
GPNAM2 SINE.100
: GPz1 10.00 ¢
GPz2 20.00 §
Fo P16 1000.00 v
T T T T T T T
9 8 7 5 4 3 2 1 ppm Fl - Acquisition paramete

COSY of Compound 5

NDO ok
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PR-02 Dr. Ram
MeOH
HMBC

Current Data Parameters

F-20 NAME PR_02_DR_RAMPRA1
EXPNO 7
PROCNO 1
F2 - Acquisition Paramete
Date_ 20060925
—3 [ Time
3 . 20 InstrRuM spect
o o8 PROBHD 5 mm BBI 1H/D-
w Yoo ' PULPROG hmbcgpl2ndgf
¢ e - 40 1 4096
e O | SOLVENT MeOD
— 1 Y NS 64
—3 . I 60 Ds 16
SWH 3846.154 F
. FIDRES 0.939002 &
L g0 2 0.5325300 ¢
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DE 6.00 1
100 1E 303.0 F
CNST6 120.0000000
CNST7 170.0000000
120 CNST13 7.0000000
do 0.00000300 ¢
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JE— . ' ! 140 p1g 0.00020000 =
' DELTAL 0.00296667 ¢
E . ' ) DELTA2 0.00174118 ¢
160 DELTA3 0.07022458 ¢
INO 0.00001990 ¢
— - []
~180
E ke 200
~220 CHANNEL f2 =====
T T T T T 131%
.20 1
5 4 3 2 1 ppm 3000 .
HMBC of Compound 5
PR-02 Dr. Ram
MeOH
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1 l ! PP Current Data Parameters
NAME PR_02_DR_RAMPRA1
I 0 ExPNO 6
PROCNO 1
F2 - Acquisition Paramete
— Date_ 20060924
R I 20 Time 21.49
INSTRUM spect
-4 PROBHD 5 mm BBI 1H/D-
PULPROG hsqcetgpsisp2.2
TD 2048
- 40 SOLVENT MeOD
NS 48
ES— \ DS 16
SWH 3846.154 F
e . v . FIDRES 1.878005 F
— L} I 60 a0 0.2662900 =
RG 2050
DW 130.000
L DE 6.00 v
TE 6.1 P
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CNST17 -0.5000000
do 0.00000300 ¢
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~140
CHANNEL f1
18
10.40 U
3 20.80 t
T T T T T 1.00 v
5 4 3 2 el 2.50 ¢
400.1317525 b
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