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Scheme S1. Biosynthesis of steroid hormones from pregnenolone.
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Fig. S1 High resolution UPLC/ESI-MS of PREG-a-Glc. (A) Theoretical (Mw = 523.2913)
and experimantal (Mw = 523.2893) data of [M + HCOO - H]'. (B) Theoretical (Mw =477.2858)
and experimantal (Mw = 477.2838) data of [M — HJ".
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Fig. S2  High resolution UPLC/ESI-MS of PREG-a.-2DG. (A) Theoretical (Mw = 507.2963)
and experimantal (Mw = 507.2957) data of [M + HCOO - H]. (B) Theoretical (Mw =461.3093)
and experimantal (Mw = 461.2902) data of [M — HJ".
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Fig. S3  High resolution UPLC/ESI-MS of PREG-B-Glc. (A) Theoretical (Mw = 523.2913)
and experimantal (Mw = 523.2928) data of [M + HCOO - H]. (B) Theoretical (Mw =477.2858)
and experimantal (Mw = 477.3027) data of [M — HJ".
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NMR of (A) 'H-PREG, (B) 'H-PREG-0-Glc, and (C) *C-PREG-0-Gle.

Fig. S4
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'H and ®*C-NMR of PREG-a-2DG.

Fig. S5
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Fig. S6 'H- and >*C-NMR of PREG-B-Glc.

HO
HO

Wu-Preg-b-glucoside-1
expf CARBON
SAMPLE PRESATURATION
date Feb 24 2019 satmode n
solvent cdclld  wet n - IR I SR = B AR S - R = R =g - I A I |
file /home/peng/vm- SPECTAL k geaataegan oy a9 an T e B A R S R
mrsys/data/Wu-Prog- temp 25.0 2 SN RFERRRERRSERSTRS YRRl AaRddd S22 a30
-b-glucoside-1-c.f- gain 30 T T
id spin not used
ACQUISITION hst 0.008
BW 44642.% pws0 14.000
at 1.468 alfa 10.000
np 131072 FLAGS
fb 17000 41 n
bs 16 in n
a1 3.500 dp ¥
nt 15000 hs nn
ct 15000 PROCESSING
TRANSMITTER 1b 1.00
tn €13 fn 262144
sfrqg 175.970 DISPLAY
tof 2679.2 sp -0.0
tpwr 59 wp 38709.0
W 7.000 rfl 16513.5
DECOUPLER rfp 13548.2
dn H1 rp 26.6
dof 0 1p 0
dm Y¥YY PLOT
decwave W owWc 200
dpwr 39 sc 0
dmf 10582 vs 485093
th 3
al ph
- iy .
[T T T[T T T [T T T T[T T T [T T T T T T T[T T [T T [ T T T T[T [T T[T T[T T[T T[T
220 200 180 160 140 120 100 80 60 40 20 PPm



Fig. S7 Dose-dependent cell viability assay of abiraterone on various cell types. AGS (H),
ES-2 ([_]), HEK293 (@), HT-29 (O), MDA-MB-231 (A), MCF-7 (/\), U87MG (V¥), and
LNCap (V).
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Fig. S8. Western blot analysis of CYP17A1 protein expression within HT29 and LNCap cells,

respectively.
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Table S1.1Cso values of cytotoxic activity of PREG (1), PREG-a-Glc (2), PREG-a-2-DG (3),
and PREG-B-Glc (4) on various cancer cell types.

CellName  PREG,1(uM) PREG-0-Glu,2 (uM) PREG-a-2DG,3 (uM) PREG-B-Glu, 4 (uM)

HEK293 >200 >200 >200 >200
AGS >200 36.5 8.0 >200 >200
ES-2 179.5+£25.1 50.9+3.0 65.8£10.7 >200

HT-29 91.9+19.0 235499 >200 >200
LNCap >200 115.1+0.4 149.0£ 6.8 >200
MCF-7 >200 906+75 52.8+43 >200
MDA-MB-231 >200 543456 >200 >200
U87MG >200 140.2 #9.7 81.915.0 >200
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