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Table 1S. *H NMR Spectroscopic Data of Compounds 1-3 (¢ in ppm, J in Hz)

No. 1b 20 3¢ No. 1b 20 3¢
1 149 m1.10m 151m1.10m 1422 1.03m 30 1.02 1.01s 0.96s
2 2.28m1.89m 228m1.88m 223m181im Xyl-1 485d (7.8) 485d(7.7) 4.85d (7.6)
3 347dd(1164.2) 345dd(11.743) 345dd (11545  Xyl-2 4,03 4.03m 402m
5 1.24m 123 m 121m Xyl-3 4.16 4.15m 416 m
6 1.45m 0.69 m 145m0.70 m 143 m055m Xyl-4 421m 4222 421m
7 1.24m 122m 113 m Xyl-5  435dd(11.2 4.36° 4.342
0.93m 0.95m 0.79m 5.2) 3.741(10.7) 373m
3.73t(10.7)
8 1.60 m 170 m 1542 -OAc 2.09s 210s 2.06s
1 272m 2.63dd (16.09.1)  2.67 dd (16.0 9.0) 2 490m 4872 4.96m
1.16m 115m 1.07m
12  510dd(9.03.7) 5.30dd(9.24.2) 5,072 3 361dd (159 3.60dd(1587.4) 3.68dd (15.97.8)
7.7) 3.32dd (1587.7) 3.42dd (15.97.8)
3.34dd (15.8
9.4)
15 1.95m 2.00 dd (13.9 7.0) 1.99m 6 6.855 6.78s 6.67s
1722 1.89m 1.78
16 477m 418m 489m 9 6.645 659 6.77s
17 1.75m 2.08m 178 4-OCHjs 403s 401s 410s
18 1355 1335 1335 27 140 1385 1.422
19 058d (4.2) 061d (4.2) 0.46d (4.2) 3" 1.49s 1485 151s
0.22d(4.2) 0.18d (4.3) 0.16d (4.2)
20 1.89m 244m 233m 4 4.98° 4872 491 m
4.87 d (14.6) 472 d (14.6) 456 m
21 0.97 d (6.3) 1.13d (6.8) 1.09d (6.6) Gle-1 4.95d (7.8) 4972 4.95d (7.4)
22 270m 5.19d (3.1) 261dd(13433)  Glc-2 4.16° 409 m 415m
1.44m 150 m
24 375m 4525 413m Glc-3 4.16° 4222 418 m
26 1625 161s 1655 Glc-4 3.99m 418 m 409 m
27 1.72s 147s 153s Glc-5 3.98m 3.98m 3.96m
28 0855 0.87s 0755 Glc-6 440 m 4.032 4362415 453 m4.342
29 1325 131s 1345

aSignals overlapped. PRecorded at 600 MHz in pyridine-ds. °Recorded at 800 MHz in pyridine-ds.




Table 2S. 13C NMR Spectroscopic Data of Compounds 1-3 (6 in ppm, J in Hz)

No. 12 28 3 No. 12 28 30
1 31.9, CH; 31.9, CH; 31.8, CH: 30 15.2, CHs 15.2, CHs 15.2, CH3
2 29.6, CH; 29.8, CH; 29.8, CH; Xyl-1 107.5, CH 107.5, CH 107.4,CH
3 88.0, CH 88.0, CH 87.8, CH Xyl-2 75.5,CH 75.5,CH 75.5,CH
4 41.1,C 41.1,C 411,C Xyl-3 78.5, CH 78.5, CH 78.5,CH
5 47.0,CH 46.9, CH 47.1,CH Xyl-4 71.2,CH 71.1,CH 71.1,CH
6 20.4, CH; 20.3, CH; 20.5, CH; Xyl-5 67.0, CH> 67.0, CH; 67.0, CH:
7 25.8, CH; 25.7, CH; 25.6, CH> -OAc 1705,C 170.6,C 170.4,C
21.6, CH3 21.1,CH3 215, CH3
8 45.8, CH 46.4,CH 46.0,CH 2 92.2,CH 92.2,CH 92.4,CH
9 20.0,C 205,C 198,C 3 27.8, CH; 27.8, CH; 27.9, CH;
10 26.6,C 27.0,C 26.5,C 3a 118.4,C 118.4,C 1185,C
11 36.7, CH; 36.4, CH; 36.7, CHz 4’ 156.2,C 156.1,C 156.3,C
12 77.2,CH 76.9, CH 77.2,CH 43’ 112.8,C 112.7,C 1129,C
13 48.7,C 48.8,C 488,C 5 176.3,C 176.3,C 176.2,C
14 47.8,C 47.8,C 472,C 6 111.2,CH 111.1,CH 111.5,CH
15 43.8, CH; 45.6, CH; 43.4, CH; 7 162.6,C 1625,C 162.1,C
16 71.1,CH 74.6,CH 70.7,CH 8a 159.9,C 159.8,C 159.9,C
17 56.8, CH 52.4,CH 55.7,CH 9 94.1,CH 94.0, CH 94.1,CH
18 135, CH3 12.9, CH3 135, CHs 9a’ 165.2,C 165.2,C 165.4,C
19 29.8, CH; 30.0, CH; 29.9, CH; 4-OCHs 60.9, CH3 60.8, CH3 60.9, CH3
20 26.0,CH 24.6,CH 26.9, CH 1 70.7,C 70.6,C 70.6,C
21 21.1,CH3 25.7, CH3 21.1,CH3 27 26.2, CH3 26.1, CH3 26.0, CH3
22 41.9, CH; 106.0, CH 415, CH; 37 25.6, CH3 25.7, CH3 25.6, CH3
23 101.9,C 152.9,C 104.2,C 4~ 66.3, CH; 66.5, CH; 66.3, CH>
24 77.7,CH 75.9, CH 83.1,CH Glc-1 103.9, CH 104.3,CH 101.7,CH
25 81.3,C 78.2,C 79.1,C Glc-2 74.8,CH 74.9, CH 74.5,CH
26 23.7,CH3 22.3,CH3 19.4, CHs; Glc-3 78.2,CH 78.1,CH 79.1,CH
27 24.9, CH3 23.1,CH3 29.8, CH3 Glc-4 72.0,CH 71.9,CH 69.3, CH
28 19.5, CH3 20.7, CH3 19.4, CHs; Glc-5 76.8, CH 76.7,CH 78.4,CH
29 25.6, CH3 25.6, CH3 25.6, CH3 Glc-6 62.9, CH; 62.7, CH; 62.4, CH;

@Recorded at 150 MHz in pyridine-ds. °Recorded at 200 MHz in pyridine-ds




Table 3S. Comparison of the chemical shifts of compounds 2, 4, cimifoetidanoside G and (16S,20S,24R)-12-acetoxy-16,23-

epoxy-24,25-dihydroxy-3p-(#-D-xylopyranosyloxy)-9,19-cyclolanost-22(23)-ene

28 42 cimifoetidanoside G* (16S,20S,24R)?
No O (Jin Hz) o’ O (3 in Hz) o’ ot (Jin Hz) ot o4 (J in HZ) oct
20 244 m 24.6,CH 245m 24.6,CH 245m 24.6,CH 248 m 25.1,CH
21 113d(6.8) 25.7,CHs 1.15d(7.1)  25.4,CHs 1.12d(7.2) 256, CHs, 1.16d(7.2)  26.3, CHs
22 519d(3.1) 106.0,CH 521d(3.2) 105.8, CH 5.19d(3.1) 105.8, CH 5.22d(3.3) 106.3, CH
23 152.9,C 153.6,C 153.6,C 154.2,C
24 452s 75.9, CH 4325 79.4,CH 4.32d (4.6) 79.4,CH 434d(4.3) 80.0,CH
25 78.2,C 72.8,C 72.9,C 734,C
26 161s 22.3,CH; 1.66 27.4, CH, 165s 27.4,CHjs 1.68s 28.0, CHs
27 147s 23.1, CH; 1.61 25.9, CH; 1.60s 25.9, CH;3 1.62s 26.4, CHs

2Recorded in pyridine-ds. °600 MHz. €150 MHz. %400 MHz. ¢100 MHz. 500 MHz. 9125 MHz.
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Figure 3S. The cleavage pattern of the epoxy ring in 3
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Figure 4S. 'H NMR spectrum of cimitriteromone H (1) in pyridine-ds (600 MHz).
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Figure 5S. 33C NMR spectrum of cimitriteromone H (1) in pyridine-ds (150 MHz).
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Figure 6S. HSQC spectrum of cimitriteromone H (1) in pyridine-ds.
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Figure 8S. HMBC spectrum of cimitriteromone H (1) in pyridine-ds.
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Figure 9S. ROESY spectrum of cimitriteromone H (1) in pyridine-ds.
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Formula Predicter Report - ksq77-1.1ed Page 1of 1
Data File: EXDATARZOTEW031 3ksq77-1.lcd
Elmt | Val. Min_Max Elmt | Val. Min_Max Elmt | Val. Min_Max Elmt | Val. Min_ Max Use Adduct
H 1 50 100 Q 2 0 50 Si 4 Q ] Br 1 L1} ] H
(& 4 50 100 F 1 ¥ o 5 2 4] o | 3 4] o
N 3 0 o Ma 1 Q 0 Cl 1 Q 0
Error Margin {ppm): 5 DBE Range: -2.0 - 100.0 Electron lons: both
HC Ratio: unlimited Apply N Rule: yes Use MSn Info: yes
Max lsotopes: all |sotope R (%) 1.00 Isotope Res: 10000
MSn Isa BRI (%): 75.00 MSn Logic Mode: AND Max Results; 10
Eventd: 2 MS(E-) Ret. Time : 0.467 Scand : 72
1129.5588
3.000ed4
2.500e44
2,000+
1.500e4+
1.000e44
5.00083
1125.50 112952 1129.54 1125.56 112958 112960 '
Measured region for 1129.5588 miz
1129.5588
100.0+
11305551
50.04
1131.5713
= T T T T T T T T T T
1129.0 1129.5 1130.0 1130.5 1131.0 1131.5 1132.0 1132.5 1133.0 11335 1134.0
C59 HE6 021 [M-H]- . Predicted region for 1129 5589 m/z
1129.5589
100.0H
11 23
50.0+
11315653
11325681
1129.0 1128.5 1130.0 1130.5 1131.0 1131.5 1132.0 1132.5 1133.0 11335 1134.0
Formula (M) lon Meas.miz___ Pred. miz_Df. (mDa) Df. (ppm) DBE
C59HEE6 021 [Md-H]- 1129.5588  1129.5589 0.1 -0.09 17.0

Figure 10S. HRESIMS spectrum of cimitriteromone H (1).
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Figure 11S. IR spectrum of cimitriteromone H (1).
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Figure 12S. UV spectrum of cimitriteromone H (1).
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Figure 13S. *H NMR spectrum of cimitriteromone I (2) in pyridine-ds (600 MHz).

Figure S78. °C NMR spectrum of triteromone 1 (9) in Pyridine-ds (201 MHz).
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Figure 14S. 3C NMR spectrum of cimitriteromone I (2) in pyridine-ds (150 MHz).
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Formula Predicter Report - ksg41-1.1ed

Page 1of 1
Data File: EXDATARZOTEW031 3iksgd 1-1.0cd
Elmt | Val. Min_Max Elmt | Val. Min_Max Elmt | Val. Min_Max Elmt | Val. Min_ Max Use Adduct
H 1 50 100 Q 2 0 50 Si 4 Q ] Br 1 L1} ] H
(& 4 50 100 F 1 ¥ o 5 2 4] o | 3 4] o
N 3 0 o Ma 1 Q 0 Cl 1 Q 0
Error Margin {ppm): 5 DBE Range: -2.0 - 100.0 Electron lons: both
HC Ratio: unlimited Apply N Rule: yes Use MSn Info: yes
Max lsotopes: all |sotope R (%) 1.00 Isotope Res: 10000
MSn Isa BRI (%): 75.00 MSn Logic Mode: AND Max Results; 10
Eventd: 2 MS(E-) Ret. Time : 0.560 Scan# : 86
1111.5486
3.00083q
2.500e3
2.00083
1.500e3
10003
5.000e24
111150 1111.52 111154 1111.56 111158 )
Measured region for 1111.5486 miz
11115486
100.0+
s0.04 1112.5443
0= T T T T T T T T T
1111.0 1111.5 1112.0 11125 1113.0 1113.5 1114.0 1114.5 1115.0 1115.5 1116.0
C59 Ha4 020 [M-H]- . Predicted region for 1111.5483 m/z
1111.5483
100.0H
11125517
50.0+
1113.5547
1114.5576
[ T T T T T T T T T T
1111.0 11115 1112.0 11125 1113.0 11135 1114.0 1114.5 1115.0 11155 1116.0
Formula lon Meas.m/z__ Pred. miz_Df. (mDa) Df. (ppm) DBE
C59 HE4 020 [Md-H]- 1111.5486  1111.5483 0.3 0.27 18.0

Figure 19S. HRESIMS spectrum of cimitriteromone | (2).
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Figure 20S. IR spectrum of cimitriteromone I (2).
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Figure 21S. UV spectrum of cimitriteromone | (2).
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