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CDCls, 400 MHz

3-keto-24,25-methylen-24-bishomo-5a-chol-7-en-26-oic acid (5, 6)
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CDCls, 100.6 MHz
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CDCls, 400 MHz

3-keto-24,25-methylen-24-bishomo-5a-chol-7-en-26-oic acid (7, 8)

Ly’ Gee
V. c9E
Ge 'BSE
90" L0V
Lg’cBy
ET LBV
9E 06K

9y " G6Y
GE 66V
6.°E0G
69°¢iG
6L°7eS
BL'EGS
EE"BGG
9y "G95
60" 7.5
€9°£09
19°¢19
85°0c9
B6°0cL
(I AvATA
Le GEL
717968
997668
£0°806
167026
G1°696

i

197 i0e———

LE"B06E——

4

0000°F

[edBajur




CDCl3, 100.6 MHz
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CDCls, 400 MHz
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Methyl 3B-acetoxy-chol-5-en-24-oate (11)
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CDCls, 100,6 MHz
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CDCl3, 400 MHz

Methyl 3B-acetoxy-7-keto-chol-5-en-24-oate (12)
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CDCl3, 100,6 MHz
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CDCls, 400 MHz
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Methyl 3B-acetoxy-7-keto-5a-cholan-24-oate (13)
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CDCls, 100,6 MHz
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CDCl3, 400 MHz
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Methyl 3B-acetoxy-7a-hydroxy-5a-cholan-24-oate (14)

M

S

[V)c] 44

9eGt

0t6c——

ZH

12

8

|

|

c09°E

41 >
SEQ°V

4

|

E99°9

1

BL6°GF

A

EVL'B

LIW'E

)

1Sv°Y
—
0EV'}

|

L92°E
vS0'7¥

\f

e teis = A 0
000°F
i —

eJBajur

o

~m

-~

ppm




CDCls, 100,6 MHz
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CDCls, 400 MHz
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3B,7a-ditetrahydropyranyloxy-24-homo-5a-chol-24-ene (19)
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CDCl3, 400 MHz

3B,7a-dihydroxy-24,25-methylen-24-bishomo-5a-cholan-26-oic acid (20a)
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MeOD + DMSO 400 MHz

3B,7a-dihydroxy-24,25-methylen-24-bishomo-5a-cholan-26-oic acid (20b)
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CDCls, 400 MHz

Methyl 3B-acetoxy-24,25-methylen-24-bishomo-5a-chol-7-en-26-oate (22a)
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CDCl3, 100.6 MHz
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CDCls, 400 MHz
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Methyl 3B-acetoxy-24,25-methylen-24-bishomo-5a-chol-7-en-26-oate (22b)
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CDCl3, 100.6 MHz
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CDCl3, 400 MHz

3B-hydroxy-24,25-methylen-24-bishomo-5a-chol-7-en-26-oic acid (23a)
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CDCl3, 100.6 MHz
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CDCl3, 400 MHz

3B-hydroxy-24,25-methylen-24-bishomo-5a-chol-7-en-26-oic acid (23b)
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CDCl3, 100.6 MHz
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Fig. 1S a) HPLC analysis of isomeric mixture of 3B,7a-dihydroxy-24,25-methylen-24-bishomo-5a-
cholan-26-oic acid (20a,b). b) HPLC analysis of cisoids 20a c) HPLC analysis of transoids 20b. Analysis
conditions: column Grace Smart RP18 (Grace, Lokeren, Belgium) (250 mm x 4.6 mm [|.D., 5um),
column temperature 25 °C, eluent H,O/CH3CN/MeOH 50:40:10 (v/v/v) + NHsHCOO 40 mM, pH= 3.5
(this is actually the so-called “apparent pH” of the overall ternary mixture), flow rate= 0.7 mL/min,
detector ELSD (Tvap = 50 °C, Tneb = 30 °C, gas flow rate = 1.5 L/min).
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Compound Label m/z RT Algorithm Mass

Cpd 1: C27 H40 O3 411.29035 8.983 Find By Formula 41229762
«10 & [Cpd 1: €27 HA0 03. - EIC(411.29047, 412.29387, 457.29595, 458.29935) Scan UPF-1736_AM_BI...
141 8.983 1
247f194
0.8
0.6
0.4
0.2
05 1 15 2 25 3 35 4 45 & 55 & 65 7 75 8 85 9 95
Counts vs. Acguisition Time (min)
MS Spectrum
«10 4 [Cpd 1: €27 H40 O3: - FBF Spectrum (8.956-9.028 min) UPF-1736_AM_BIS.d Subtract
3,51
3
2.51
24
15 412.29385
. ([C27HA003)-H)-
413.20628
0.5 ([C27H4003)-H)-
]
4114 4116 411.8 412 4122 4124 4126 4128 413 4132 4134 4136 4138 414 4142
Counts vs. Mass-to-Charge (m/z)
MS Zoomed Spectrum
«10 4 |Cpd 1: €27 HA0 O3 - FBF Spectrum (8.956-9 028 min) UPF-1736_AM_8IS.d Subtract
354 411.4903s5
S (IC27HADO3]-H)-
2.5
2.
1.5
14
0.5-
0 . - - - - - L. - - - - -
385 390 395 400 405 410 415 420 425 430 435 440
Counts vs. Mass-to-Charge (m/z)
MS Spectrum Peak List
m/z z |Abund Formula Ion
411.29035| 1 37222.9|C27H4003 (M-H)-
412.29385| 1 10883.66|C27H4003 (M-H)-
413.29628| 1 2084.2 |C27H4003 (M-H)}-
414.29654| 1 95,14 |C27H4003 (M-H)-
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