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General Information:

'H and **C NMR spectra and data used in this study were reported in the literature with

deuterated chloroform as the solvent.

Table S-1: Analysis results of *H NMR data of compounds Al to D6*

H
R0 0 1,R=Me 4, R = (CH,),CO(CH,),CH
O 2,R=C;Hys 5, R = (CH,);0Bn
o "“'Me 3, R =(CH,);COOH 6, R = (CH,),CHO
H Me

SAFL-A SAFL-B SAFL-C SAFL-D
Al:5.10,t B1:5.02,ddd | C1:5.02,ddd | D1:5.08,t
A2:5.10,t B2:5.02,ddd | C2:5.02,ddd | D2:5.08,t
A3:5.13,t B3:5.02,ddd | C3:5.02,ddd | D3:5.09,t
A4:5.10,t B4:5.01,ddd | C4:5.02,ddd | D4:5.08,t

H4 (SSC) A5:5.10,t B5:5.01,ddd | C5:5.02,ddd | D5:5.07,t
A6:5.11,t B6:5.01,ddd | C6:5.01,ddd | D6:5.09, t
average: 5.11 | average: 5.02 | average: 5.02 | average: 5.08
SD: 0.012 SD: 0.005 SD: 0.004 SD: 0.008
Al:0.33 B1:0.14 C1:0.15 D1:0.32
A2:0.34 B2:0.15 C2:0.16 D2:0.32
A3:0.34 B3:0.15 C3:0.15 D3:0.33
A4:0.33 B4:0.14 C4:0.15 D4:0.32

HS5 (AS) A5:0.32 B5:0.15 C5:0.15 D5:0.32
A6:0.32 B6: 0.13 C6:0.13 D6: 0.31
average: 0.33 | average: 0.14 | average: 0.15 | average: 0.32
SD: 0.009 SD: 0.008 SD: 0.010 SD: 0.006
Al:0.65 B1:0.24 C1:0.63 D1:0.33
A2:0.63 B2:0.22 C2:0.62 D2:0.34
A3:0.60 B3:0.21 C3:0.59 D3:0.32
A4:0.63 B4:0.21 C4:0.58 D4:0.31

HS (AJ) Ab: 0.61 B5: 0.22 C5:0.57 D5:0.31
A6: 0.62 B6: 0.18 C6:0.58 D6: 0.30

average: 0.62

average: 0.22

average: 0.60

average: 0.32

SD: 0.018

SD: 0.020

SD: 0.024

SD: 0.015

! 'Wang, J.; Tong, R. J. Org. Chem. 2016, 81, 4325.
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Table S-2: **C-NMR data of compounds A1-D1*

position Al Bl Ci1 D1 Mean SD
1 180.91 181.00 180.89 180.73 180.88 0.11
2 44.28 44.46 44.44 44.49 44.42 0.09
3 86.69 85.06 85.22 87.02 86.00 1.00
4 80.00 80.38 80.52 79.87 80.19 0.31
5 41.76 41.95 42.52 41.75 42.00 0.36
6 115.13 115.48 115.62 115.26 115.37 0.22
7 34.67 37.47 35.85 36.64 36.16 1.19
8 31.40 32.38 3191 32.37 32.02 0.46
9 75.46 67.97 74.89 77.70 74.01 4.20
Table S-3: **C-NMR data of compounds A2-D2*
position A2 B2 C2 D2 Mean SD
1 180.75 181.01 180.93 180.59 180.82 0.19
2 44.22 44.42 44.46 44.50 44.40 0.12
3 86.70 85.02 85.20 87.07 86.00 1.04
4 79.93 80.82 80.57 81.91 80.81 0.83
5 41.80 41.86 42.37 41.64 41.92 0.32
6 114.94 115.21 115.46 115.07 115.17 0.22
7 34.47 37.00 35.67 36.31 36.08 0.74
8 29.86 30.62 30.03 30.83 30.34 0.46
9 79.62 80.42 79.00 79.79 79.71 0.58
Table S-4: *C-NMR data of compounds A3-D3*
position A3 B3 C3 D3 Mean SD
1 181.43 180.94 180.88 181.12 181.09 0.25
2 44.47 44.43 44.46 44,72 44,52 0.13
3 86.71 85.10 85.27 87.11 86.05 1.01
4 80.24 80.36 80.50 81.46 80.64 0.56
5 41.87 41.81 42.31 41.67 41.92 0.28
6 115.23 115.33 115.55 115.26 115.34 0.14
7 34.34 36.83 35.52 36.21 35.73 1.07
8 30.11 30.59 30.04 30.92 30.42 0.42
9 79.38 80.14 78.31 80.04 79.47 0.84
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Table S-5: **C-NMR data of compounds A4—-D4*

position A4 B4 C4 D4 Mean SD
1 180.86 180.87 180.81 180.78 180.83 0.04
2 44,76 44.83 44,79 44.82 44.80 0.03
3 86.59 85.11 85.30 87.05 86.01 0.95
4 79.89 80.32 80.45 80.57 80.31 0.30
5 41.74 41.76 42.23 41.55 41.82 0.29
6 114.92 115.34 115.60 115.13 115.25 0.29
7 34.24 36.96 35.58 36.13 35.73 1.14
8 30.14 30.82 30.00 30.93 30.47 0.47
9 78.45 79.74 78.01 79.77 78.99 0.90

Table S-6: *C-NMR data of compounds A5-D5*

position A5 B5 C5 D5 Mean SD
1 180.77 180.99 180.92 180.64 180.83 0.16
2 44.23 44.40 44.45 4453 44.40 0.13
3 86.69 85.01 85.21 87.08 86.00 1.04
4 79.91 80.43 80.53 81.52 80.60 0.67
5 41.78 41.81 42.31 41.63 41.88 0.30
6 115.01 115.24 115.51 115.15 115.23 0.21
7 34.41 36.93 35.60 36.27 35.80 1.08
8 29.87 30.59 29.99 30.85 30.33 0.47
9 79.33 80.39 78.62 79.79 79.53 0.75

Table S-7: *C-NMR data of compounds A6-D6*

position A6 B6 C6 D6 Mean SD
1 180.87 180.80 180.78 180.75 180.80 0.05
2 44.29 44.48 44.39 44.57 44.43 0.12
3 86.65 85.25 85.23 87.00 86.03 0.93
4 79.86 80.28 80.37 80.17 80.17 0.22
5 41.68 41.77 41.99 41.46 41.73 0.22
6 114.95 115.47 115.55 115.15 115.28 0.28
7 34.26 37.02 35.47 36.08 35.71 1.16
8 29.94 30.41 29.76 30.81 30.23 0.47
9 78.12 79.49 77.56 79.74 78.73 1.05
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Table S-8: Mean of chemical shifts of different carbons in compounds A1-D6 with the

same configurations

Position A B C D SD*
1 180.93 180.94 180.87 180.77 0.078
2 44.38 44.50 44.50 44.61 0.094
3 86.67 85.09 85.24 87.06 0.996
4 79.97 80.43 80.49 80.92 0.389
5 41.77 41.83 42.29 41.62 0.289
6 115.03 115.35 115.55 115.17 0.225
7 34.40 37.04 35.62 36.27 1.118
8 30.22 30.90 30.29 31.12 0.446
9 78.39 78.03 77.73 79.47 0.760

Table S-9: SD of chemical shifts of different carbons in compounds A1-D6 with the same

configurations

Position 3D o
A B C D
1 0.25 0.08 0.06 0.19 0.54
2 0.21 0.16 0.15 0.13 0.58
3 0.04 0.09 0.04 0.04 19.0
4 0.14 0.20 0.07 0.83 1.25
5 0.06 0.07 0.18 0.10 2.82
6 0.12 0.11 0.06 0.08 2.43
7 0.16 0.22 0.13 0.20 6.30
8 0.59 0.74 0.80 0.62 0.65
9 1.55 4.94 1.48 0.87 0.34

o = SD*/[(SD(A)+ SD(B)+ SD(C)+ SD(D))/4]
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Table S-10: NMR data of compounds A7-D7*

SAFL-A7 SAFL-B7 SAFL-C7 SAFL-D7Me
(35,4S,6S,9R) (35,4S,6R,9R) (3R4R,6S,9R) (3R4R.6R,9R)
entry A7 B7 c7 D7
s 5.10, t 5.02, ddd 5.02, ddd 5.09, t
Ads 0.32 0.13 0.14 0.32
Adg 0.60 0.19 0.52 0.28
dc3 86.66 85.24 85.33 87.03
dc7 34.32 37.03 35.58 36.23
results v v v v

Table S-11: NMR data of compounds A8-D9?

H H H H
o ~Me o ~Me (e TV 07 ="~m
= - O - = e
H Ve H Ve H Ve H Ye

SAFL-A8, R= CH,0Bn SAFL-B8, R= CH,0Bn
SAFL-A9, R= CH,OH

SAFL-C8, R=CH,0Bn SAFL-C8, R= CH,0Bn

(35,45,6S,9R) SAF(Effé,'ZZ,S%OH (BRARBSSR) (3R 4R.6R.9R)
entry A8 B8 c8 D8 A9 B9
84 5.10, t 5.00, ddd 5.02, ddd 5.06, t 5.14, t 5.05, ddd
Ads 0.33 0.23 0.22 0.33 0.31 0.08
Adg 0.2~0.4 0.20 0.30 0.2* 0.1~0.2 0.1~0.2
Scs 86.9 85.1° (79.0) | 85.3" (77.7) | 87.3" (79.7) 86.8 85.4" (80.9)
Sc 34.2 36.1 35.2 36.0 345 37.2
results v v 4 v CNMR rule v/ |CNMR rule v/

*wrong assignment of H8; “ wrong assignment of C3 or C7

2 Finch, O. C.; Furkert, D. P.; Brimble, M. A. Tetrahedron 2014, 70, 590.
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Table S-12: NMR data of compounds C10-C14, D11, D13, D143

H H
R0 .0 R0 ~:-0
C10: R = CH,OTs S ‘R=
= e ‘R = = e T
Hfle ore sz(g&zfi%:én H e~ D14:R= (CH,),CO,Bn
SAFL-C SAFL-D
(3R4R,65,9R) (3R4R6R,9R)
entry C10 Cl11 C13 C14 D11 D13 D14
04 4.99 5.05 5.03 5.01 5.07 5.08 5.09
@ddd) | (ddd) | (ddd) | (ddd) | (1) (1) (1)
Ads 0.15 0.21 0.13 0.15 0.34 0.32 0.31
Adg 0.54 0.55 0.53 0.57 0.32 0.32 0.31
dcs 85.57 85.61 85.37 85.30 87.63 86.90 87.16
dc7 35.04 35.47 35.62 35.59 36.55 36.12 36.31
results v v v v v v v

Table S-13: NMR data of compounds A12-D12*

H H H H
C7H15\£0>/t1/\02: C/His 0 ‘\\/l/\oZ: CHis(__0 =0 CHis_0 ~:-0
ol AT DAL AL
o (o 0 0=~
~Me H ,\:/IeMe a ,\:/IeMe i ,\:/IeMe

SAFL.A; Me SAFL-B12 SAFL-C12 SAFL-D12
(35,4S,6S,9R) (3S,45,6R,9R) (3R4R,6S,9R) (3RAR.6R.9R)
entry c12% D12% c12® D12® | A12*%% | 2% | cr2®% | pr2®
5 5.03 5.08 5.03 5.07 5.10 5.02 5.03 5.07
(ddd) ® (ddd) ® ® (ddd) (ddd) ®
Ads 0.15 0.32 0.15 0.31 0.32 0.15 0.16 0.32
Adg 0.62 0.33 0.61 0.32 0.63 0.21 0.61 0.32
Scs 85.17 87.07 85.21 87.05 86.72 84.97 85.22 87.10
87 35.65 36.31 35.68 37.38 34.59 37.20 35.70 36.34
results v v v v v v v v

3 (a) Fernandes, R. A.; Halle, M. B. Asian J. Org. Chem. 2013, 2, 593. (b) Li, J.; Zhao, C.; Liu, J.; Du, Y.
Tetrahedron 2015, 71, 3885.
* (a) Tlais, S. F.; Dudley, G. B. Beistein J. Org. Chem. 2012, 8, 1287. (b) Tlais, S. F.; Dudley, G. B. Org. Lett. 2010,
12, 4698. For samples of Fernandes, R. A. and Du, Y. see 3a and 3b respectively.
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BRUKER
L)

NAME wjascospiroketal B-RSR
EXPNO 2
PROCNO 1
Date_ 20160607

Time 2351
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG zg30

TD 65536
SOLVENT CDC13

NS 16

DS 2

SWH 8012.820 Hz
FIDRES 0.122266 Hz
AQ 4.0894966 sec
RG 187.77

DW 62.400 usec
DE 6.50 usec
TE 299.9 K

D1 1.00000000 sec
TDO 1
======== CHANNEL fl ========
SFO1 400.1324710 MHz
Nucl L

Pl 14.50 usec
SI 65536

SF 400.1300093 MHz
WDW EM

SSB Q

LB 0.30 Hz
GB Q

BPC 1.00

o] QAl© | OD O IN|O|M ~ <N
D QN o) (L9 2| Q||| N~ 2 =2
o oo Ol ||+ Ol |N|~— |+~ ~— MO
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Current Data Parameters
NAME wjascospiroketal B-RSR
EXPNO 3
PROCNO 1;
F2 - Acquisition Parameters
Date_ 20160608
Time 0
INSTRUM spect
PROBHD 5 mm PABBO BB/
PULPROG 2gpg30
TD 65536
SOLVENT CDC13
NS 10069
DS 2
SWH 24038.461 Hz
FIDRES 0.366798 Hz
AQ 1.3631488 sec
RG 19692
DW 20.800 usec
DE 6.50 usec
TE 300.6 K
D1 2.00000000 sec
D11 0.03000000 sec
TDO 1
======== CHANNEL fl ========
SFOl 100.6228298 MHz
NUC1 13¢C
Pl 9.70 usec
PLW1 46.98899841 W
======== CHANNEL f2 ========
SFO2 400.1316005 MHz
NUC2 1H
CPDPRG[2 waltzlé
PCPD2 90.00 usec
PLW2 11.99499989 w
PLW12 0.3421399%99 W
PLW13 0.27713001 W
,l F2 - Processing parameters
SI 32768
" SF 100.6127695 MHz
wDw EM
SSB 0
LB 1.00 Hz
GB 0
I ' I ¢ I : I 2 I ' I i I ' I ' I : I ' I . PC 1.40
200 180 160 140 120 100 80 60 40 20 0 ppm
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