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S1 'H NMR (400 MHz, CDCls) spectrum of compound 1
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COSY experiment (CDCl;)
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HMBC experiment (CDCl;)
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H NMR (C¢D;, 400 MHz)
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S9 Correlations in COSY and *H NMR spectrum (CsDs) of 1
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COSY experiment, Mosher ester R (CDCl;)
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COSY experiment, Mosher ester S (CDCl,)
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Annopurpuricin A

Experimental 6-311G(d,p)/B3LYP? 6-311G(d,p)/®B97XDP

3373.49 3651.98 3717.85
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S13 IR theoretical calculations of 1
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COSY experiment (CDCl,)
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HSQC experiment (CDCl;)
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COSY experiment, Mosher ester S (CDCl5)
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Annopurpuricin B

Experimental 6-311G(d,p)/B3LYP?  6-311G(d,p)/@B97XD"
3414.16 3687.17 3751.55
3371.16 3621.53 3686.95
2953.01 2952.07 2954.12
2818.29 2826.32 2850.27
1738.82 1760.50 1800.79
1652.02 1633.96 1676.20
1463.96 1464.37 1462.21
1401.28 1415.27 1409.49
1371.38 1372.29 1377.12
1318.34 1323.34 1320.14
1197.79 1199.52 1200.70
1117.74 1115.44 1119.65
1071.45 1077.94 1071.42
1025.16 1025.28 1029.94
913.29 913.07 916.038
849.64 850.09 849.07
790.81 788.74 799.02
721.37 722.28 721.99
629.75 638.87 655.81
597.93 597.82 607.31
577.67 580.27 584.22

2 Scaling factor of 0.9614
b Scaling factor of 0.957

S26 IR theoretical calculations of 2
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HSQC experiment (CDCl,)
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COSY experiment, Mosher ester R (CDCl,)
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COSY experiment, Mosher ester S (CDCl;)
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Annopurpuricin C

Experimental ~ 6-311G(d,p)/B3LYP?  6-311G(d,p)/oB97XDP

3414.96 3696.59 3703.62
3373.49 3662.96 3672.85
2953.01 2957.93 2954.76
2916.36 2921.99 2916.93
2848.85 2850.15 2854.99
1742.68 1768.09 1778.42
1653.95 1641.06 1654.46
1471.68 1460.13 1457.46
1399.55 1423.16 1415.79
1314.48 1314.38 1321.17
1209.36 1212.24 1210.14
1167.89 1169.83 1170.13
1145.71 1145.47 1149.94
1111.95 1123.31 1113.32
1079.49 1083.09 1081.58
1049.27 1043.45 1048.90
1019.37 1021.23 1019.15
960.54 963.08 959.75

928.72 926.29 928.55

912.32 914.13 916.16

858.32 859.44 860.74

788.88 786.59 789.28

720.09 717.43 721.12

2 Scaling factor of 0.9614
b Scaling factor of 0.957

S39 IR theoretical calculations of 3



16000
;15000
14000
;13000
L12DDD
F11000
10000
9000
8000
7000
6000
5000
4000
F3000
2000
~ 1000
F-1000

-0

80
520
80
€T
w1
PE'T
SET I
LET 00¢

o1
[aat

T
SH'T =
a1

iFT

8T

£ST

S5'T

LS'T

95T

021

LT

6L'T

06'T

6T r
vE'T Jﬁﬂ E 60

S6'T

86T I
861 -M Foes
66T
SET
LET
87 4
0¥
8z 4
8z 4
m_@_mﬂ
157
133
ge's |
6EE 1 4
8L'€ 4
08
8¢
€8 1 o
€8t -
58'E
98'E 4
18
88'E 1
68'E =
06 4
16 4
Z6E
g6t 4
peE
£0'5 4
€05 4
505 4
505
8T'L
8T'L
p-wiojololyy 5z’

21

OH
(s)

compound 4

H
erythro/transithreo/trans/erythro

(R)
12:
o]

R)
4
OH

i@

1H NMR (CDCl,, 400 MHz)
()

it

o]

4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0

4.5
f1 (ppm)

5.5 5.0
S40 'H NMR (400 MHz, CDCls) spectrum of compound 4

8.5 8.0 7.5 7.0 6.5 6.0

9.0




b s
E
“Q
(=] -
S 45000
2 2 = [l 5 [ B —i i [
< = i REBMBAMRS HYRNRSBRBEBISBHARBIRAR
5 N 9 BEHEERREEIRR BRAGHARAARARIHSAOIIZ ], o
| | | = e e e
13C NMR (CDCl;, 100 MHz) | 35000
o OH
° 0 M
=] n
R (R) ~ S 30000
O Jo 2
OH 0]
RG]
R erythroftrans/threo/trans/erythro | 55000
compound 4
~20000
15000
| - 10000
| | | |
|
| |
. il . ' - 5000
|
oy I oy o kT ol |and " " Ahosrarbaphian |- 0
180 170 160 150 140 130 120 110 100 70 60 50 40 30 20 10 0

al
f1 (ppm)
S41 13C NMR (100 MHz, CDCls) spectrum of compound 4



COSY experiment (CDCl,) OH
9 ° © M\/\/\
(R) (R .+ AN S
o |z i 12:
_ f@ OH OH
N erythro/trans/threo/trans/erythro
o i |

- LRl
i,
% ES .ﬂ‘t
. - e
[
)
;l &P - - [ S
- o L2
17.76,7.263Chloroform-d

= & -

f1 (ppm)

T M T T T T T T T M T T T T T T T T T T T T T

7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5
f2 (ppm)

S42 COSY experiment (CDCls) of 4



HSQC experiment (CDCl,)

0
© O ){/\/\/\/\/\/\
(R " s -
0 ffﬂ 4 12i
OH OH

9 erythro/trans/threo/trans/erythro

I compound 4 . A .

- 10
- 20
s P [ 30
40
[ 50
60

—70

(s.o‘a.:-s‘nsk -

i |Hh|

- 80
-—QD
-100
-110
-—120

- 130

1

— 140

— 150

[

7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5
f2 (ppm)

S$43 HSQC experiment (CDCls) of 4

f1 (ppm)



HMBC experiment (CDCl,)

OH
© ° ,/131//““x//““xx/“ﬂxx/”“x//”“x/f”“x
R .- K
> ©
OH

erythro/transi/threoftransi/erythro
“compound 4

"i?,isri 31.30}
-

- = -

L2

Bgs 1

.I

20

- 40

F60

80

100

~120

140

160

~180

200

7.5 7.0 6.5 6.0 5.5 5.0 4,5 4,0 3.5 3.
f2 (ppm)

S44 HMBC experiment (CDCls) of 4

0

0.0

T
-0.5

-1.0

f1 (ppm)



OH
0
R R -‘\0‘\ .0 )Q/WW\/\
W\J

B —

20—

&9

(s)
O fo ¥ :
: OH OH
9 erythroftrans/threoftrans/erythro
compound 4
397
293 415
341
=7 493
= 4TS
2 241 L . .
(161 ygg 19T zz3 29 25%7s 4
200 300 400 o0

S45 Mass spectrum (IE) of 4



S8

@

OH OH

erythro/transithreoftrans/erythro

compound 4

B TOF M50 24 5 0202 min 2 TRMRAN -1 201 wiT Agion, wetwacie) (3,022 o 0 075 min)

8

i

8 41054

EORATTEAN pan 418088
X 0

AT aeran0 || g sakrad
T e
I L R

Elkemental composition calculnor

Target

Tolezans
Resule types

+B45, 4706

M 2005 pour.

Hax num of results: 1000
Min DBE: -0.5000 Hax DBE: +100. 0000
Electeon stat Bven
Hum of charges: 1
Pl water: iR
Rdd proton: BiR
File Mame: J-210618-Ar-1-12-01 . wil€
Elemants i
1 a 50
— .Z el ]
| 3 il
 I— ! "
Ll 0 2
| o Formala | Calculated m/z famu) | noe Error PPH Exvor | e
| 1 iCIT HES D‘l‘ Ha iG-lS)-ﬂﬂl:ITS |0-$I37§‘? FD.395945 L.S
HTEE WS 023 o 05T mn dom 43! will Aglors, o P Ml 2 105 counis.
21687 45470500
i ami
| 1005 H |
‘ s -
LE 1
1 B |
| 1703 |
| i |
| 15e5 |
| i | |
| 158 i |
{ [ |
| 1o | |
135 il |
1 2a | i
|§ 19051 I
:g . |
| i i
| | @oes | {
i | Boes i '
I | 7004 | 40 474050
I | H i i
i | Bod | F |
i | i I
| | Sus | |
| aee it I
i 0ot |
| H
| 2088 |
[ AT |
[T il |
| 1 Dt TS |
{ k- —— ——— et ————r——— . . — i S— -
[ (1) [ [T [ [ [0 [T [T [=T) =T csan |
~ Mz S—— - I

S46 HRMS (ESI-TOF) of compound 4




QTMSI

GTMSI
erythro/trans/threoftrans/erythro
compound 4

Spectrum 1A

BP: 147.1 (8551=100%), gh-2-33x-si_a_1.sms 17.471 min, Scan: 1092, 81650, lon: 853 us, RIC: 327488
3 147.1 .
100%— J
] ods1 f
: 2331
- 137. 7282 :
76%— 6904 s E
- t 2072 :
E a5.1 2 d ]
: 5162 ic 280.2 :
50 %— B 4340 J
. 1170 2242 4 :
: 3305 o PR | 4z :
i 4 .5 191.2 K 327.2 ]
25%—: u||| ,.. 1947 .. 5.1 ._ 1888 azmgo (05,1 PR E
E 1231 - 1
: ) l 29 "fm ! 3?52 1154 w51 84 sras 5435 590 oa7s |
3 l ‘ H J I H gt 221 1y & 5 B2 224 276 ]
D*—- | | ! | nres .

160;:&03&04605605&0

Acquired Range miz
S47 Mass spectrum of the TMSi derivative of 4



— 7.16 Benzene-dé

=) OSSN NOOTOANO NN M A0 —m OMnmmMmomm N S
< MMM ANS S Q00X KON QLI ® Mmoo NN
=) T rFTrFTTFoOomommmmnmon NANANAN
z e ST T
A~ 129
o 235V 1w 139N »386 369 401 395 OH Hy
HH380 Hy HH3a51, H H

134
}6:63
N0.90

(O]
H—
H HoH 169,157 o) H
: 69,1371 59,1331.74, 1.31 213, 163
oo "k/4?§7\,6-45 150,133174,131 2
T RS B A= I L T
8 S eREE B = 2
= - F NS N - A %]
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
9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.0 3.5 3.0 2.5 2.0 1.5

fi'%ppm)
S48 Correlations in COSY and *H NMR spectrum (CeD¢) of 4



F3E+07

F2E+07

F2E+07

F2E+07

= 2E+07

F2E+07

1E+07

F1E+07

~1E+07

F8E+06

~6E+06

F4E+06

F2E+06

o

¥

£

K]

[=]

5

5

885 SS558388 AEGRBBBYE S3SBBLEIRITIWE B

~ M~ -~ LWy uwy Wy own uwy osrosr oS [aa B s B s B A T L a N An B A a B nn ] Lot I e B e B e B T e I S e B e B o B o i I e s

S~ Ty ey ———— e———s e N

H NMR (CDCl,, 400 MHz)
TmS
erythroftrans/threo/trans/erythro
compound 4
|
Il
1 |
__.L_. M ‘ | I L)L J.VJU
1 |y
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
9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0 -0.5

f1 (ppm)
S49 'H NMR (400 MHz, CDCl3) spectrum of compound 4a

F-2E+0€



COSY experiment, Mosher ester R (CDCl5)
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COSY experiment, Mosher ester S (CDCl,)
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Annopurpuricin D

Experimental 6-311G(d,p)/ B3LYP? 6-311G(d,p)/®@B97XD"
3416.88 3664.88 3773.30
3367.70 3662.04 3730.17
2953.01 2954.30 2953.75
2917.32 2920.79 2920.97
2849.81 2857.83 2872.94
1747.50 1752.92 1789.45
1652.99 1636.44 1675.74
1464.93 1460.32 1466.60
1399.35 1417.90 1399.07
1374.27 1373.76 1376.77
1319.30 1318.70 1320.91
1202.61 1202.51 1201.12
1118.71 1114.02 1111.31
1074.34 1074.07 1076.38
1025.16 1025.42 1034.49
960.54 961.00 961.66
912.32 920.32 910.19
857.37 862.66 858.16
789.84 788.59 787.52
720.41 728.20 727.37
630.72 632.84 636.38
602.75 596.97 600.17

2 Scaling factor of 0.9614
b Scaling factor of 0.957

S52 IR theoretical calculations of 4
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COSY experiment (CDCl,)
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HSQC experiment (CDCl;)
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HMBC experiment (CDCl;)
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Elemental composition calculator
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Annopurpuricin E

Experimental 6-311G(d,p)/B3LYP?*  6-311G(d,p)/®B97XDP

3013.76 3074.60 3019.94
2980.01 2981.73 2983.53
2951.08 2950.63 2952.11
2915.38 2919.36 2915.83
2848.85 2875.84 2887.62
1748.86 1767.87 1806.92
1655.92 1655.71 1676.93
1474.57 1460.26 1469.09
1462.03 1459.29 1460.94
1390.67 1383.38 1418.87
1310.07 1314.84 1312.40
1258.54 1260.01 1256.49
1207.43 1206.71 1214.16
1112.92 1126.46 1111.95
1069.52 1072.59 1072.78
1023.23 1024.15 1024.42
955.72 955.83 954.35
915.22 918.49 925.69
878.52 875.34 879.21
831.31 839.55 844.90
800.45 795.46 806.31
729.09 733.90 734.66
662.54 674.42 637.94

2 Scaling factor of 0.9614
® Scaling factor of 0.957

S62 IR theoretical calculations of 5



