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Table S1 In vitro antiproliferative activity of the prepared compounds

Conc. Growth inhibition (%) + SEM!
Comp- | M) HeLa SiHa MCEF-7 MD;MB' A2780 NIH/3T3

10 <202 <20 <20 <20 <20 <20

3 30 | 27.92+2.30 | 30.73+2.71 | 49.20+2.19 <20 <20 <20
10 | 30.61+1.09 <20 <20 <20 <20 <20

i 30 | 9535+0.11 | 57.98+2.66 | 53.11+220 | 36.70+1.62 | 61.99+078 | 37.17+0.71
10 <20 <20 50.60+2.73 | 34.59£2.98 | 30.35+2.48 <20

i 30 | 95.77+0.26 <20 96.42+027 | 95.80+0.63 | 97.15+021 | 101.1+0.43
10 <20 <20 <20 <20 25.73 = 2.70 <20

6 30 <20 <20 51714254 | 8256+0.69 | 63.73+1.98 | 89.32+2.62
10 | 33.68+0.93 <20 62.79+1.05 | 88.05+0.59 | 52.85+1.83 | 35.79+4.12

7 30 | 97764025 | 94.56+0.54 | 97.69+038 | 94.56+0.63 | 98.14+0.36 | 100.50 +0.37
10 <20 <20 73.99+2.14 | 84314278 | 59.85+3.03 | 58.81+1.41

5 30 | 96.19+025 | 95.09+0.69 | 96.04+0.32 | 95624092 | 97.45+036 | 103.20+0.33
10 | 42544142 | 5460342 | 9640047 | 83.03+171 | 45.60+3.13 | 25.90+0.94

’ 30 | 9680074 | 95.17+0.37 | 96.19+0.65 | 93.630.36 | 96.97+029 | 92.44=1.01
10 | 27.79+1.05 | 2410139 | 74.32+£2.62 | 37.79 +2.27 <0 <0

10 30 | 96.06+093 | 94.64+0.50 | 95.66+0.76 | 93.42+0.56 | 96.79+025 | 90.93+1.17
10 | 9541+1.08 | 93.66+0.85 | 9623+0.59 | 93.66+0.59 | 97.06+0.30 | 44.42+0.70

" 30 | 9575111 | 94.59+049 | 96.27+0.65 | 9431051 | 97.51+022 | 90.55=1.16
10 | 96.82+056 | 96.08+0.60 | 96.35+0.36 | 95.84+029 | 96.68+0.36 | 90.07:+0.51

12 30 | 96.94+049 | 9549+0.86 | 95.87+0.38 | 95.62+0.34 | 96.38+0.30 | 94.67+0.24
10 | 9450+124 |93.78+1.81 | 9574+0.64 | 93.33+029 | 96.64+035 | 72.02+1.81

13 30 | 9491+129 | 93.77+0.41 | 9544+0.85 | 9321046 | 9679+020 | 90.55=1.31
10 | 97204092 | 97.24+039 | 9757019 | 97.41+021 | 92.19+333 | 93.25+0.51

1 30 | 98.14+0.36 | 96.70+0.65 | 97.66+028 | 96.46+0.34 | 96.81+023 | 97.34=0.26
10 | 6356+154 | 2235142 | 90.95+1.52 | 68.30+2.86 | 50.02+2.99 | 20.97+0.96

5 30 | 9725050 | 95.67+0.76 | 96.47+026 | 95.63+045 | 96.64+024 | 94.23=0.31
10 | 53.54+1.99 <20 80.66+2.37 | 39.29+1.99 | 48.34+2.17 <20

16 30 | 9833+032 | 96.730.65 | 97.10+023 | 96.65+0.37 | 96.99+0.19 | 95.12x0.41
10 <20 <20 <20 <20 <20 <20

17 30 | 28.87x2.72 <0 <0 30.39 + 2.04 <20 <20
10 <20 <20 <20 <20 <20 <20

18 30 | 41.12+1.95 | 66.08+2.45 | 95.18+035 | 87.67+091 | 58.51+3.18 <20

1: Mean = SEM values from two determinations with 5 parallel wells in each.

2: Cancer cell growth inhibition values less than 20% were considered negligible and are not given

numerically
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'"H-NMR of compound (4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-methylenetetradecahydro-6a,9-

methanocycloheptalaJnaphthalene-4-carboxylate (3)
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BC-NMR of compound (4R,6aR,7R,9S,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-methylenetetradecahydro-6a,9-

methanocycloheptalaJnaphthalene-4-carboxylate (3)
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COSY of compound (4R,6aR,7R,9S,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-methylenetetradecahydro-6a,9-

methanocycloheptalaJnaphthalene-4-carboxylate (3)
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NOESY of compound (4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-methylenetetradecahydro-6a,9-
methanocycloheptalaJnaphthalene-4-carboxylate (3)
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HSQC of compound (4R,6aR,7R,9S5,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-methylenetetradecahydro-6a,9-
methanocycloheptalaJnaphthalene-4-carboxylate (3)
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HMBC of compound (4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-methylenetetradecahydro-6a,9-
methanocycloheptalaJnaphthalene-4-carboxylate (3)
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'"H-NMR of compound (2'R,4R,6aR,7R,9S,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-

methanocyclohepta[a]naphthalene-8,2'-oxirane]-4-carboxylate (4b)
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BC-NMR of compound (2'R,4R,6aR,7R,9S5,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-
methanocyclohepta[alnaphthalene-8,2'-oxirane]-4-carboxylate (4b)
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COSY of compound (2'R,4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-
methanocyclohepta[a]naphthalene-8,2'-oxirane]-4-carboxylate (4b)
OH
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NOESY of compound (2'R,4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-
methanocyclohepta[alnaphthalene-8,2'-oxirane]-4-carboxylate (4b)
OH
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HSQC of compound (2'R,4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-

methanocyclohepta[a]naphthalene-8,2'-oxirane]-4-carboxylate (4b)
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HMBC of compound (2'R,4R,6aR,7R,9S,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-
methanocyclohepta[alnaphthalene-8,2'-oxirane]-4-carboxylate (4b)
OH
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'"H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-

dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (5)
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BC-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (5)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (5)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (5)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (5)
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HMBC of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (5)
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'H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-

dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (6)
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BC-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (6)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (6)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (6)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (6)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-

dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (6)
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'"H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-

phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (7)
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BC-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (7)
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COSY of compound(4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (7)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (7)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (7)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (7)
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'H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((5)-1-

phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (8)
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BC-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (8)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (8)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (8)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (8)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (8)
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'H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-

dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)

=
L
i
(=]
©
o
-—
L=

LBOO'0 — ~

S9ZL°0 1/|
99LL°0
Z266.L°0 I/I

0l 0000t
09980 —._ LU
81880 — BEE0" 1
66860 —F 08E0° L+
R
£Zr0'L \ £zl

SrLLL
2922’1
86¥e’L
SLLT'L
06¥E’L
06LE°L
Sror’lL
B9EY'L
List'l

8520’5
1010

:

roro'e

901

:

1681
061

:

o]

NM/LLML
ik

1680
PCCS ©
0855'Z L
£zrs'e E1P0 &
18992 ) -
S62T°6 SP60
ebeee
bilie / g“w <«
FILLE ~
S9L0°F v f,
Ls05'y — / z80z |
95L1L i
8zel'L W 75507
i6bLL
VIGE'E — .
869e°L 7 £2L0
veseL -

[ppm]
S40

0



BC-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)
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HMBC of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)

. AT VW S

g
L &
=
L
4 « =% ¢ I
— . *0 0 o g::Eﬁ -
— a
o
=+ 2 o%g 9 o L a % % B _'D
— [ W] & L
—— 5] = L]
[=]
e
— oS B W i
p—- =] c L
] @ L
(=]
o
2 % r
_ & On L
o
&
O
| T T T | T T T | T T T | T T T |
8 6 4 2 F2 [ppm]

S45



YEF-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (9)
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'"H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methyl)-4,11b-

dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)
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BC-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methyl)-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methyl)-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methyl)-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methyl)-4,11b-

dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)

N} J.han Lk

A

k-

L]

rE

-3

=

L o
s L

[ Lo

= e 1
= -

- - T - - __o

= +

= Lo

©

| o

@

| o

e

| o

]

| o

]
| T T T |_
2 F2 [ppm]

S51



HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methyl)-4,11b-
dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)
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"H-NMR of compound (4R,4aS,6aR,7R,8R,11aS,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-

trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (11)
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BC-NMR of compound (4R,4aS,6aR,7R,8R,11aS5,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-
trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (11)
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COSY of compound (4R,4aS,6aR,7R,8R,11aS,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-

trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (11)
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NOESY of compound (4R,4aS,6aR,7R,8R,11aS,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-
trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (11)
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HSQC of compound (4R,4aS5,6aR,7R,8R,11a5,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-

trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (11)
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HMBC of compound (4R,4aS,6aR,7R,8R,11aS,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-
trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (11)
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YE-NMR of compound (4R ,4aS,6aR,7R,8R,11aS,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-7,8,9-
trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (11)
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'H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-2-

yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (12)
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BC-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (12)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (12)
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NOESY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (12)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (12)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (12)
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'H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-2-

yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (13)
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BC-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (13)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (13)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-2-

yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (13)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (13)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-2-
yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (13)
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'"H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-
ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (14)
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BC-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-

ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (14)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-
ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (14)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-
ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (14)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-
ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (14)
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HMBC of compound(4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-
ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (14)
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'H-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-

phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[aJnaphthalene-4-carboxylate (15)
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BC-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[aJnaphthalene-4-carboxylate (15)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (15)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[aJnaphthalene-4-carboxylate (15)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (15)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (15)
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'H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((5)-1-

phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[aJnaphthalene-4-carboxylate (16)
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BC-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[aJnaphthalene-4-carboxylate (16)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (16)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[aJnaphthalene-4-carboxylate (16)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (16)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocyclohepta[a]Jnaphthalene-4-carboxylate (16)
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'"H-NMR of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-

6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (17)
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BC-NMR of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-
6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (17)
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COSY of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-

6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (17)
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NOESY of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-
6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (17)
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HSQC of compound (4R,6aR,7R,8R,95,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-

6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (17)
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HMBC of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-
6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (17)
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'H-NMR of compound (4R,5'R,6aR,7R,9S,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-

spiro[6a,9-methanocyclohepta[a]naphthalene

8,5'-oxazolidine]-4-carboxylate (18)
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BC-NMR of compound (4R,5'R,6aR,7R,9S5,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-
spiro[6a,9-methanocyclohepta[a]naphthalene-8,5'-oxazolidine]-4-carboxylate (18)
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COSY of compound (4R,5'R,6aR,7R,95,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-

methanocyclohepta[a]naphthalene-8,5'-oxazolidine]-4-carboxylate (18)
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NOESY of compound (4R,5'R,6aR,7R,95,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-
spiro[6a,9-methanocyclohepta[a]naphthalene-8,5'-oxazolidine]-4-carboxylate (18)
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HSQC of compound (4R,5'R,6aR,7R,95,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-
methanocycloheptala]naphthalene-8,5'-oxazolidine]-4-carboxylate (18)
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HMBC of compound (4R,5'R,6aR,7R,9S,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-spiro[6a,9-
methanocycloheptala]naphthalene-8,5'-oxazolidine]-4-carboxylate (18)
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HRMS of compound (4R,6aR,7R,9S,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyl-8-
methylenetetradecahydro-6a,9-methanocyclohepta[alnaphthalene-4-carboxylate (3)
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HRMS of compound (2'R,4R,6aR,7R,95,11bS)-methyl 7,9-dihydroxy-4,11b-dimethyldodecahydro-1H-
spiro[6a,9-methanocyclohepta[a]naphthalene-8,2'-oxirane]-4-carboxylate (4b)
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzylamino)methyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-6a,9-
methanocyclohepta[alnaphthalene-4-carboxylate (5)

D:\DATA\...\20210705\522520210705 07/05/21 07:35:29

S§77820210705 #15166-15334 RT: 48.66-49.19 AV: 84 NL: 2.01E9

T. FTMS + p ESI Full ms [100.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-((benzyl(methyl)amino)methyl)-7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-6a,9-
methanocyclohepta[alnaphthalene-4-carboxylate (6)
D:ADATA\..\20210705\S272520210705 07/05/21 07:35:29

S77520210705 #15551-15731 RT: 49.89-50.47 AV: 91 NL: 9.57E8
T: FTMS + p ESI Full ms [100.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-phenylethyl)amino)methyl)tetradecahydro-6a,9-
methanocyclohepta[alnaphthalene-4-carboxylate (7)

D:ADATA\..\20210705\SZZS520210705 07/05/21 07:35:29

SZZS520210705 #15935-16104 RT: 51.13-51.66 AV: 85 NL: 2.03E9
T: FTMS + p ESI Full ms [100.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-phenylethyl)amino)methyl)tetradecahydro-6a,9-
methanocyclohepta[alnaphthalene-4-carboxylate (8)

D:\DATA\..\20210705\S2Z7S520210705 07/05/21 07:35:29

S77520210705 #16308-16527 RT: 52.32-53.02 AV: 110 NL: 1.18E9
T: FTMS + p ESI Full ms [100.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(((4-fluorobenzyl)amino)methyl)-7,8,9-trihydroxy-
4,11b-dimethyltetradecahydro-6a,9-methanocycloheptala]Jnaphthalene-4-carboxylate (9)

D:\DATA\...\20211208\S2ZS-20211208-POS 12/08/21 11:53:26

S§77S-20211208-POS #8756-8763 RT: 47.57-47.60 AV: 8 NL: 1.80E9T:
FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-8-(((4-methoxybenzyl)amino)methy]l)-
4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (10)

D:\DATA\..\20211208\SZZS-20211208-POS 12/08/21 11:53:26

S§77S-20211208-POS #8924-8930 RT: 48.48-48.51 AV: 7 NL: 1.48E9T:
FTMS + p ESI Full ms [125.0000-1000.0000] OH
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HRMS of compound (4R,4aS,6aR,7R,8R,11aS,11bS)-methyl 8-((((R)-1-(4-fluorophenyl)ethyl)amino)methyl)-
7,8,9-trihydroxy-4,11b-dimethyltetradecahydro-6a,9-methanocyclohepta[a]naphthalene-4-carboxylate (11)

D:\DATA\..\SZZ8\SZZS-20220520-POS 1.75

S27S-20220520-POS #5450-5474 RT: 29.76-29.88 AV: 25 NL: 1.75E9 T:
FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-(naphthalen-
2-yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (12)

D:\DATA\..\SZZ8\SZZS-20220520-POS

SZZ7S-20220520-POS #7280-7298 RT: 39.88-39.97 AV: 19 NL: 8.02E8 T:
FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((S)-1-(naphthalen-
2-yl)ethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (13)

D:\DATA\..\SZZS\SZZS-20220520-POS NL: 1
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FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S5,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-(((naphthalen-1-
ylmethyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptala]Jnaphthalene-4-carboxylate (14)

D:\DATA\...\SZZS\SZZS-20220 05/20/22 14:38:11

$77S5-20220520-POS #5994-6019 RT: 32.75-32.88 AV: 26 NL: 5.42E8 T:
FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((R)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptalalnaphthalene-4-carboxylate (15)

D:\DATA\..\SZZS\SZZS-20220520-POS#709
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 7,8,9-trihydroxy-4,11b-dimethyl-8-((((5)-1-
phenylpropyl)amino)methyl)tetradecahydro-6a,9-methanocycloheptalalnaphthalene-4-carboxylate (16)

D:\DATA\..\SZZ8\SZZS-20220 05/20/22 14:38:11

S77S-20220520-POS #6775-6789 RT: 37.10-37.17 AV: 15 NL: 1.04E9 T:

FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,6aR,7R,8R,9S,11bS)-methyl 8-(aminomethyl)-7,8,9-trihydroxy-4,11b-
dimethyltetradecahydro-6a,9-methanocycloheptala]naphthalene-4-carboxylate (17)

D:\DATA\..\SZZS\SZZS-20220 05/20/22 14:38:11

S775--20220520-POS #7416-7434 RT: 40.63-40.72 AV: 19 NL: 6.85E8 T:
FTMS + p ESI Full ms [125.0000-1000.0000]
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HRMS of compound (4R,5'R,6aR,7R,95,11bS)-methyl 3'-benzyl-7,9-dihydroxy-4,11b-dimethyldodecahydro-
1H-spiro[6a,9-methanocyclohepta[a]naphthalene-8,5'-oxazolidine]-4-carboxylate (18)

D:\DATA\..\SZZS\SZZS-20220 05/20/22 14:38:11

S77S-20220520-POS #7523-7541 RT: 41.22-41.31 AV: 19 NL: 3.28E8 T:
FTMS + p ESI Full ms [125.0000-1000.0000]
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