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Fig.S1. '"H NMR spectral of 7a-hydroxyandrost-4-ene-3,17-dione (7a-OH-AD)
(CDCls, 600 MHz)
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Fig.S2. 3C NMR spectral of 7a-hydroxyandrost-4-ene-3,17-dione (7a-OH-AD)
(CDCls, 151 MHz)
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Fig.S3. HSQC spectral of 7a-hydroxyandrost-4-ene-3,17-dione (7a-OH-AD)

(CDCls, 151 MHz)
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Fig.S4. COSY spectral of 7a-hydroxyandrost-4-ene-3,17-dione (7a-OH-AD)
(CDClIs, 151 MHz)
L | e
01.07.15 TIAS
e
% o
. a
{
ﬁ’ 4
(0]
i /
|
—‘! o” "oH
iﬂ iS iﬂ 65 65 SE Sh 45 45 33 35 ZE 25 IE lh

f2 (ppm)

F10

20

30

r40

50

r60

70

r80

reo

r100

110

120

130

f1 (ppm)

fi (ppm)



Fig.S5. '"H NMR spectral of 6B-hydroxyandrost-4-ene-3,11,17-trione (6-OH-Adr)
(CDCls, 600 MHz)
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Fig.S6. *C NMR spectral of 6B-hydroxyandrost-4-ene-3,11,17-trione (6p-OH-Adr)
(CDCls, 151 MHz)
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Fig.S7. HSQC spectral of 63-hydroxyandrost-4-ene-3,11,17-trione (6p-OH-Adr)
(CDClIs, 151 MHz)
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Fig.S8. COSY spectral of 6B-hydroxyandrost-4-ene-3,11,17-trione (6p-OH-Adr)
(CDClIs, 151 MHz)
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Fig.S9. '"H NMR spectral of 15p-hydroxy-17a-methyltestosterone (15p-OH-mT)
(CDCls, 600 MHz)
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Fig.S10. 3C NMR spectral of 15B-hydroxy-17a-methyltestosterone (158-OH-mT)
(CDCls, 151 MHz)
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Fig.S11. '"H NMR spectral of 6B-hydroxy-17a-methyltestosterone (6p-OH-mT)
(CDCl3, 600 MHz)
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Fig.S12. 3C NMR spectral of 6B-hydroxy-17a-methyltestosterone (63-OH-mT)
(CDCls, 151 MHz)
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Fig.S13. '"H NMR spectral of 6B-hydroxy-17a-methyltestosterone (6p-OH-mT)
(THF, 600 MHz)
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Fig.S14. 3C NMR spectral of 6B-hydroxy-17a-methyltestosterone (6-OH-mT)
(THF, 151 MHz)
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Fig.S15. HSQC spectral of 6p3-hydroxy-17a-methyltestosterone (6f-OH-mT)
(THF, 151 MHz)
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Fig.S16. COSY spectral of 6B-hydroxy-17a-methyltestosterone (6-OH-mT)

(THF, 151 MHz)
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Fig.S17. '"H NMR spectral of 6f,12B-dihydroxy-170-methyltestosterone (6p,12p-OH-mT)
(CDCls, 600 MHz)
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Fig.S18. 'H NMR spectral of 6f,12B-dihydroxy-170-methyltestosterone (6p,12p-OH-mT)
(DMSO, 600 MHz)
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Fig.S19. 3C NMR spectral of 6f,12B-dihydroxy-17a-methyltestosterone (6p,12p-OH-mT)
(DMSO, 151 MHz)
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Fig.S20. HSQC spectral of 6f,12B-dihydroxy-17a-methyltestosterone (6,12p-OH-mT)
(DMSO, 151 MHz)
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Fig.S21. COSY spectral of 6f3,12B-dihydroxy-17a-methyltestosterone (68,12p-OH-mT)

(DMSO, 151 MHz)
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Fig.S22. '"H NMR spectral of 3B, 7a-dihydroxyandrost-5-ene-17-one (7a-OH-DHEA)

(CDCls, 600 MHz)

g
8

[0}

]A/ ‘ /
HO' “OH

—7.26 Chlorofal
563
562
562

{

L5 62

i

bk

rSE+08

r4E+08

r4E+08

[F4E+08

F3E+08

~2E+08

-2E+08

~2E+08

+1E+08

+5E+07

T T T T T
23 7.0 6.5 6.0 5.5

T T T T T
2.0 4.5 4.0 3.5 3.0
f1 (ppm)

T T T T
2.5 2.0 1.5 1.0



Fig.S23. 3C NMR spectral of 3B,7a-dihydroxyandrost-5-ene-17-one (7a-OH-DHEA)

(CDCls, 151 MHz)
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Fig.S24. HSQC spectral of 38,7a-dihydroxyandrost-5-ene-17-one (7aOH-DHEA)

(CDClIs, 151 MHz)
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Fig.S25. COSY spectral of 3B,7a-dihydroxyandrost-5-ene-17-one (7a-OH-DHEA)

(CDCls, 151 MHz)
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Fig.S26. '"H NMR spectral of 3B,7B-dihydroxyandrost-5-ene-17-one (78-OH-DHEA)

(CDCls, 600 MHz)
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Fig.S27. 3C NMR spectral of 3B,7B-dihydroxyandrost-5-ene-17-one (7p-OH-DHEA)

(CDCls, 151 MHz)
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Fig.S28. HSQC spectral of 38,7B-dihydroxyandrost-5-ene-17-one (7p-OH-DHEA)

(CDCls, 151 MHz)
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Fig.S29. '"H NMR spectral of 3p-hydroxyandrost-5-ene-7,17-dione (7-oxo-DHEA)
(CDCls, 600 MHz)
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Fig.S30. 3C NMR spectral of 3B-hydroxyandrost-5-ene-7,17-dione (7-oxo-DHEA)
(CDCls, 151 MHz)
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Fig.S31. HSQC spectral of 33-hydroxyandrost-5-ene-7,17-dione (7-oxo-DHEA)
(CDClIs, 151 MHz)
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Fig.S32. COSY spectral of 33-hydroxyandrost-5-ene-7,17-dione (7-oxo-DHEA)
(CDClIs, 151 MHz)
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Fig.S33. 'H NMR spectral of 3f,7a-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one

(70-OH-DHEA-lactone) (CDCls, 600 MHz)
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Fig.S34. 1*C NMR spectral of 3B,7a-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
(70-OH-DHEA-lactone) (CDCl3, 151 MHz)
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Fig.S35. HSQC spectral of 3,7a-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
(7a-OH-DHEA-lactone) (CDCIl3, 151 MHz)
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Fig.S36. 'H NMR spectral of 3B,7B-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
(7BOH-DHEA-lactone) (CDCl3, 600 MHz)
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Fig.S37. 3C NMR spectral of 3f,7B-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
(7POH-DHEA-lactone) (CDCI3, 151 MHz)
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Fig.S38. HSQC spectral of 3p,7B-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
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Fig.S39. GC-MS spectra of 7a-hydroxyandrost-4-ene-3,17-dione (7a-OH-AD)

Molecular Formula = C19H2603
Formula Weight = 302.40794
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Fig.S40. Enlarged GC-MS spectra of 7a-hydroxyandrost-4-ene-3,17-dione (7a-OH-AD)
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Fig.S41. GC-MS spectra of 6B-hydroxyandrost-4-ene-3,11,17-trione (6-OH-Adr)
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Fig.S42. Enlarged GC-MS spectra of 6p3-hydroxyandrost-4-ene-3,11,17-trione (6p-OH-Adr)
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Fig.S43. GC-MS spectra of 15p-hydroxy-17a-methyltestosterone (15p-OH-17mT)

Molecular Formula = C20H3003
Formula Weight = 318.45040
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Fig.S44. GC-MS spectra of 6B-hydroxy-17a-methyltestosterone (6-OH-17mT)
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Fig.S45. GC-MS spectra of 6B,12B-dihydroxy-17a-methyltestosterone (6f,12-OH-17mT)
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Fig.S46. Enlarged GC-MS spectra of 6f3,12B-dihydroxy-17a-methyltestosterone (6f,12p-OH-17mT)

Spectrum 1A
BP 43.2 (648=100%) 17mt7-th sms 16.009 min_ Scan: 1130 40:500 lon: 6022 us RIC: 30854 (BC
2 3166
3344
40%-] ]
552 2085
1047
0% arp ]
8
2835
2 250.1
1002
7 1215 1445
b 675 1
20% 07 1587
58 b7 1 3355
e 062 4 2583 2093
157p 28115
5 - 03 "2 T 19 1g30 1970 s1ls 5
580
10%- 1 1 e ; 170 Hesb || [1p3s 0.3 217 ]
50 i ) 1 4.5 314 2
52|
2 3.1 811 %0 2. 2422 0o
’ i ‘ | ’ FOS ’ ‘
0% “HJ ’ H M‘ ‘ I ‘J“H“ LI, n|‘ ‘M\ I
0 100 150 200 250 300 !

Acquired Range  m/z



Fig.S47. GC-MS spectra of 3,7a-dihydroxyandrost-5-ene-17-one (7a-OH-DHEA)

Molecular Formula = C19H2503
Formula Weight = 304.42382
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Fig.S48. Enlarged GC-MS spectra of 33,7a-dihydroxyandrost-5-ene-17-one (7a-OH-DHEA)
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Fig.S49. GC-MS spectra of 3,7B-dihydroxyandrost-5-ene-17-one (7-OH-DHEA)

(e}
J
Molecular Formula = C19H2503
Formula Weight = 304.42382
HO OH
Spectrum 1A &
BP 286 3 (75266=100%) 7b_ohdhea (2017-08-24) sms 11,917 min_Scan: 825 40:500 lon- 810 us RIC: 307047 (BC)
100%— 2863
75%- ]
[ 50%-1
25%
2872
o Ll Ll 0 W 0 0 i it " o nl ]
E) 1lo 150 200 250 sénAmu" o Renge iz

Fig.S50. Enlarged GC-MS spectra of 33,7B-dihydroxyandrost-5-ene-17-one (7-OH-DHEA)
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Fig.S51. GC-MS spectra of 3B-hydroxyandrost-5-ene-7,17-dione (7-oxo-DHEA)
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Fig.S52. Enlarged GC-MS spectra of 3B-hydroxyandrost-5-ene-7,17-dione (7-0xo-DHEA)
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Fig.S53. GC-MS spectra of 3B,7a-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one (7a-OH-
DHEA-lactone)

Molecular Formula = C19H2804
Formula Weight = 320.42322
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Fig.S54. Enlarged GC-MS spectra of 3f,7a-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
(7a-OH-DHEA-lactone)
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Fig.S55. GC-MS spectra of 3f,7p-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one (7-OH-

DHEA-lactone)

Molecular Formula = C19H2804

Formula Weight = 320.42322
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Fig.S56. Enlarged GC-MS spectra of 3f,7B-dihydroxy-17a-oxa-D-homo-androst-5-en-17-one
(7B-OH-DHEA-lactone)
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