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1. The analytical HPLC report for 27, which was helped by Daicel Corporation CPI

Company, Mr. Miyamoto.

YKM493 &E S EH

Column: CHIRALPAK ID (0.46cml.D. x 25cmL )
Eluent: n-Hex / THF =70/30<v/v>
Flow Rate: 1.0mL/min.
Temp.: 25 °C
Det.: 306 nm (UV)
Injection: 10 uL (500mg/L in Eluent )
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1 4647 4140849 5438 351677 59.48
2 6.888 3473184 4562 239625 40.52
7614033 100.00 591302 100.00

n-Hex=n-Hexane
THF=Tetrahydrofuran
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2. The temperature- and time-dependent chiral HPLC analysis of compound 27
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Figure S1. Temperature-dependent chiral HPLC analysis of 27 using CHIRALPAK ID-3
(4.6 mml.D.x 25 cmL) as a stationary phase. Flow late: 1.0 mL/min, eluent: hexane/

EtOAc 1:1, detection: 254 nm, temperature: 27 - 41 °C.
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27°C 0.2 mL/min
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Figure S2. Time-dependent chiral HPLC analysis of 27 using CHIRALPAK ID3 (4.6

mml.D.x 25 cmL) as a stationary phase. Flow late: 0.2-1.0 mL/min, eluent: hexane/EtOAc
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1:1, detection: 254 nm, temperature: 27 °C.
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31°C 0.2 mL/min
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Figure S3. Time-dependent chiral HPLC analysis of 27 using CHIRALPAK ID3 (4.6

mml.D.x 25 cmL) as a stationary phase. Flow late: 0.2-1.0 mL/min, eluent: hexane/EtOAc

1:1, detection: 254 nm, temperature: 31 °C.
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3. ORTEP drawings of DBC-27 core with description of the selected bond-lengths and

-angles, and its molecular packing structures (Figure S4).

(b)

(d)

Figure S4. Molecular structures with ORTEP drawing of 27 with thermal ellipsoids at the
50% probability level (the hydrogen atoms are omitted for clarity); (a) the selected bond-
lengths and angles (peripheral substituents are removed for ease of viewing); (b) packing
structure, top view; (c) packing structure, side view from a bay region with description of
the shortest intramolecular layer distance of 5.374 A between two jpso-positioned carbons
of methanesulfonyl groups (tert-butyl groups are omitted for ease of viewing); (d) packing
structure, side view from a cove region with description of the shortest intramolecular
distance of 3.425 A between the methyl carbon of methanesulfonyl group and the one

carbon of intersectional carbon-carbon double bond .
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Compound 1 ("H NMR spectrum, 400 MHz in CDClzs).
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Compound 3 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 4 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 5 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 6 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 8 (13C NMR spectrum, 100 MHz in CDCls).
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Compound 8 (3'P NMR spectrum, 162 MHz in CDCls)

—7.5894

s 0 50
3/ppm

20/63



=
®)
()]
@)
£
N
I
=
o
o
<
S
2
©
o)
Q
@
o
=
=z
I
o
e
c
>
o
a
S
o)
@)

¢061

8G¢S”

667G
86€8 "

evsl-
6091
vL98 "
IvL8"
0688
L568°
L9L0°
0180°
009¢ -
G666
8G0¢€
01¢¢"
9L¢¢ "
09LE"

108¢
0L6€
866¢
€80v
aSly
eve9
759

8806 °
G0€6
€666

8 8806 [~

€120

L e e e e i e S S S S S e e e T Re Rl N2}

TTEESSe——

gl QILE /1

E¥Gl 9~
6091 9"

TT

vL98 9
)
LG68 A

L9L0°L
0180 'L
009¢ 'L

G66¢ 'L
840€ 'L

01¢€ L
9L¢¢ L
09L€ L

108€ 'L
0L6€ 'L

wmmm.muvv
mwow.NU\W
aSiv 'L

eve9 [~
1S9 [

G0€6 [—
€666 [~
€10 8—

L2861

62

'6_4I

6.8

74

9€98 ¢

£960 '] —

L

veL6 ¢

1L

10

3/ppm

21/63



=
O
()]
o
£
N
I
=
o
S
=
o
©
@
o
o
o
=
P
O
&

o
ge)
c
>
S,
o
S
S
o

ev8L”

NNNN—
/%ﬂ%_

L6l—

98L6
08¢8

0889

8L69

L0S8
886¢

81—
orl—

oyl—

0G1—

861~
68—

150

110

160

: % :

80 60

3/ppm

120

180 160

200

22 /63



Compound iso-9 (H NMR spectrum, 400 MHz in CDClz).
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Compound 11 ('H NMR spectrum, 400 MHz in CDClz).
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Compound 11 (3P NMR spectrum, 162 MHz in CDCls).
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Compound 12 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 12 (13C NMR spectrum, 100 MHz in CDCls).
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Compound 13 ("H NMR spectrum, 400 MHz in CDCls).
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Compound iso-13 (H NMR spectrum, 400 MHz in CDCls).
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Compound 14 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 19 (13C NMR spectrum, 100 MHz in DMSO-@).
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Compound 21 ("H NMR spectrum, 400 MHz in CD3sCN).
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Compound 21 (13C NMR spectrum, 100 MHz in DMSO-@).
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Compound 27 ("H NMR spectrum, 400 MHz in CDCls).
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Compound 27 (13C NMR spectrum, 100 MHz in CDCls).
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