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Figure S1. Important HMBC interactions of compound 1
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Figure S2. 'TH NMR (400 MHz, CDCls) spectrum of compound 1
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Figure S3. 3C NMR (100.6 MHz, CDCls) spectrum of compound 1
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Figure S4. EI (70 eV) mass spectrum of compound 1



[ Mass Spectrum ]

Data: MS-BFS-1  Date: 25-Sep-2023 13:18
Ingtrument : MStation

Sample: -

Note: -

Inlet : Direct lon Made : El+

Spectrum Type : Normal lon [MF linear]

RT: 655 min  Scam#: 40 Temp : -

BP: m/z 55 Int. : 85320

Output mfz range : 30 to 295 Cut Level : 0.00%
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Data: M5-BFS-1  Date: 25-5ep-2023 15:48

Ingtrument : MStation

Sample: -

Note: -

Inlet : Direct lon Made : El+

RT:6.55min  Scan#: 40

Elements : C 19/0, H 280, O 20

Mass Tolerance : 1000ppm, Smmu if m/z < 5, 50mmu if m/z > 50
Unsaturation (U.5.) : 0.5 -20.0

Observed miz Int¥% Err [ppm / mmu] U.5. Composition
1 285.2094 3997 +1.7 [ +0.5 6 C19 H28 02

Figure S5. HRMS spectrum of compound 1



Table S1. 'H (400 MHz) and *C (100.6 MHz) NMR spectral data (in CDCls) of
compounds 1 and 2 (NMR parameters are derived from manual iterative full spin

analysis)
Compound 1 Compound 2
ips oc o oc
Position ou (m, J' (Hz), Integral) Position ou (m, J (Hz), Integral)
(ppm) (ppm)
1 / 16832 1 / 168.33
2 / 12887 2 / 128.85
3 6.8468 (qq, 3J34=7.1,%35=1.4,1H) 137.07 3 6.8500 (qq, 3J34="7.0,435=1.5,1 H) 137.30
4 1.7846 (d, 3J34=7.1, 3 H) 14.45 4 1.7860 (dq, 3J34="7.0,5[s5=1.2,3 H) 14.39
5 1.8308 (d, 435 =1.4, 3 H) 1217 5 1.8312 (dq, 435=1.5,5]45=1.2, 3 H) 11.78
1'a 4.1343 (dd, 3Jra2b=7.7, 31a2a=5.5,1 H) 1'a 4.1320 (dd, 3[razb =31a2a=7.0, 1 H)
64.39 64.16
1'b 4.1343 (dd, 3J1b2a=7.7,31p20=5.5,1 H) 1'b 4.1320 (dd, 3[1b2a =3J1b2b=7.0, 1 H)
”a 1.6932 (dddd, 3Jzasb = 9.8, 3Jrb2a = 7.7, ”a 1.6900 (dddd, 3]2a3b=9.0, 3J1b2a =3]ra2a
3J2a3a=5.6,3J1a2a=5. 1H =7.0,3J2a3a=5. 1H
Jraza=56,Yraza=55,1H) 2844 0, J2e32=50, 1 H) 2615
b 1.6932 (dddd, 3J2b3za = 9.8, 3Jrazp = 7.7, b 1.6900 (dddd, 3J2b3a=9.0, 3[1a2b = 3]1p,21
32b3b=5.6, 3[1b2b=5.5,1 H) =7.0,3]2b3=5.0, 1 H)
3 1.4922 (dddd, 3J2b3a = 3]3aab = 9.8, 3]2a3a = 3 1.4820 (dddd, 3J2b3a = 3]3a4b=9.0, 32a3a
a 3J5axa=5.6,1 H) 2623 a =304a=5.0, 1 H) 26,95
b 1.4922 (dddd, 3]2a3b=3[3b4a=9.8, 3[2b3b = ’ b 1.4820 (dddd, 3J2a3b=3]3b4a=9.0, 32b,3b ’
3[3b4p=5.6,1 H) =3[3b4p=5.0, 1 H)
v 2.2263 (dddd, 3[zbaa = 9.8, 3Jxay = 7.8, v 2.1210 (dddd, 3[3baa = 9.0, 3Jsas = 7.3,
a 3Jyaa=5.6, Yras = 1.7, 1 H) 61 a 3Jyaa="5.0, Yras = 1.3, 1 H) 58
&b 2.2263 (dddd, 3[zasb = 9.8, 34y = 7.8, ’ &b 2.1210 (dddd, 3[3a4b = 9.0, 3Jsbs = 7.3, ’
3[3b4b=5.6, 4Jrve =1.7,1 H) 3[3b,46=5.0, 4Jrbe = 1.3, 1 H)
, 5.4562 (dddd, 3Js,6 = 11.0, 3Jsas = 3Jsbs = , 5.3827 (dddd, 3Js5.6 = 10.8, 3Jxas =3Jans =
> 7.8, 457 =-1.7,1 H) 13476 5 7.3, 45,7 =-0.8, 1 H) 132,08
, 6.0612 (ddddd, 35,6 =3Js,7 = 11.0, 4Jrae = , 6.0170 (ddddd, 3J¢,» = 11.4, 35,6 = 10.8,
6 Jave =17, 48 =-0.7, 1 H) 129.39 6 Haae =4ave =1.3,4es =-0.7, 1 H) 129.34
, 6.5020 (ddddd, 3J7.¢ = 15.2, 3J¢,7 = 11.0, , 6.3642 (dddd, 3]7.s = 14.8, 3J¢,7 = 114,
7 457 =-1.7,47r9=-0.8, 3710 =-0.6, 1 H) 12840 7 457 =-0.8, 479 =-0.7, 1 H) 125.86
, 6.2700 (dddd, 37,8 =15.2, 3]s,9 = 12.0, 4Js'100 , 6.1730 (dddd, 3J7,s = 14.8, 3Js,o = 10.8,
8 =-0.8, 4J¢s =-0.7, 1 H) 133278 g0 =-0.7, 4Je,s =-0.7, 1 H) 132.03
| 6.2599 (dddd, 3Jo,10 =15.2, 3]s,9 =12.0, 4]7,9 | 6.0980 (ddddd, 3Jv10 = 15.0, 3]s,9 = 10.8,
i =-0.8, 4o =-0.7, 1 H) 13283 9 479 =-0.7, 4o ra=*ob=1.3,1H) 130.62
| 6.4780 (ddddd, 3Jo,10 = 15.2, 3J10ar = 11.0, | 5.7092 (dddd, 3Joa0 = 15.0, 3i1ra =
10 40,12 = 1.0, 48 10 = -0.8, 5]7,10 =-0.6, 1 H) 1280410 3,116 = 6.9, 4Jg,10 =-0.7, 1 H) 135.60
1a 2.1050 (dddd, 3w1ra = 6.9, 3iraiza =
e 6.0093 (ddddd, 31 = 3z = 11.0, 19825 Sfira12b=7.2,%o1ra=13,1 H) 364
Jiraza =436 =1.6, 4o =-0.7, 1 H) ’ 11D 2.1050 (dddd, 3011 = 6.9, 3 31rbi12a = ’
Sfibazb=7.2, 4fo b =1.3, 1 H)
17a 1.2930 (dddd, 31213 = 9.0, 3iraiza =
1> 5.4346 (dddd, 3J1r,12 =11.0, 3[12.13a =3[12,13b 132.10 3J1rb12a = 7.2, 3[120132 = 5.0, 1 H) 3158
=7.8,410,12=1.0,1H) ' 19D 1.2930 (dddd, 3Jiva3a = 9.0, 3Jivaizs = ’
3J1rbazb = 7.2, 3]12v130 = 5.0, 1 H)
1%a 2.2367 (ddd, 312132 = 7.8, 3f1za1 = 7.5, 1%a 1.3670 (ddd, 3J12v,13a = 9.0, 3[13a,14 = 7.0,
ir1za=1.6,1 H) 21.39 3J12a132= 5.0, 1 H) 255
15D 2.2367 (ddd, 3iz,13b = 7.8, 31314 = 7.5, ’ 15D 1.3670 (ddd, 3J12a,13b = 9.0, 3J13p,14 = 7.0, ’
i3 =1.6, 1 H) 3J12v130 = 5.0, 1 H)
14’ 1.0092 (t, 3134, 14 = 313p,14 = 7.5, 3 H) 14.38 14 0.8964 (t, 3[13a, 14 = 3[13b14 = 7.0, 3 H) 14.07

! Coupling constant values were initially inferred from 'H homoselective decoupling NMR experiments and

afterward refined through a manual iterative full spin analysis. For details, cf. Experimental part.
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Figure S6. 'H NMR (400 MHz, CDCls) spectrum of compound 2
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Figure S7. 3C NMR (100.6 MHz, CDCls) spectrum of compound 2



Figure S8. Important HMBC interactions of compound 2

Figure S9. EI (70 eV) mass spectrum of compound 2
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[ Mass Spectrum ]

Data: M5-BFS-2  Date: 1-Oct-2023 10:39
Ingtrument : M3tation

Sample: -

Note: -

Inlet : Direct lon Maode : El+

Spectrum Type : Normal lon [MF linear]

RT:6.28 min  Scams#: 33 Temp : -

BP: m/z 83 Int. : 5732

Qutput miz range : 35 to 295 Cut Level : 0.00%

3
a/

55
[

&7 T 119 133
a3 17
204 53y jor 196 162

147
4%

94

WALRELDL L)

130

Lo

TrT L T T T T T I |
4 S 60 M 80 90 100 110 120 130 140 IS0 LGD 190 B0 190 M0 210 220 2300 340 250 2G0 X0

e (D)

Data: MS-BFS-2  Date: 1-Oct-2023 11:58

Ingtrument : M5tation

Sample: -

Note: -

Inlet : Direct lon Made : El+

RT:6.28 min  Scan#: 38

Elements : C 19/0, H 30:0, O 210

Mass Tolerance : 1000ppm, Smmu if m/z < 5, 50mmu if m/z > 50
Unsaturation (U.5.) : 0.5 -20.0

Observed miz Int2% Err [ppm / mmu]
1 290.2251 21.28 +1.7 [/ +05

u.5.
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Figure 510. HRMS spectrum of compound 2
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Figure S11. EI (70 eV) mass spectrum of compound 6

[ Mass Spectrum ]

Data: M5-BFS6  Date: 25-Oct-2023 15:28
Ingtrument : M5tation

Sample: -

Note: -

Inlet : Direct lon Mode @ El+

Spectrum Type : Normal lon [MF linear]
RT:7.7T6 min  Scand: 49 Temp : -
BP: m/z 43 Int. : 75544

Qutput miz range : 35 to 305

Cut Level : 0.00%
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Figure 512. HRMS spectrum of compound 6
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Figure 513. 'TH NMR (400 MHz, CDCls) spectrum of compound 8
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Figure 514. *C NMR (100.6 MHz, CDCls) spectrum of compound 8
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Figure S15. Important HMBC interactions of compound 8
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Figure S16. EI (70 eV) mass spectrum of compound 8

[ Mass Spectrum ]

Data: MS-BFG-8  Date: 15-Aug-2023 18:37
Ingtrument : M5tation

Sample: -

Note: -

Inlet : Direct lon Made : El+

Spectrum Type : Normal lon [MF linear]

RT:6.01 min  Scams#: 36 Temp : -

BP: m/z 152 Int. : 162752

Qutput miz range : 35 to 230 Cut Level : 0.00%
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RT:6.0M min  Scan#: 36
Elements : C 17/0, H 2010
Mass Tolerance : 1000ppm, Smmu if m/z < 5, 50mmu if m/z > 50
Unsaturation (U.5.) : 0.5 -20.0
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Figure 517. HRMS spectrum of compound 8



Table S2. 'H (400 MHz) and 3C (100.6 MHz) NMR spectral data (in CDCls) of
compound 8 (NMR parameters are derived from manual iterative full spin analysis)

Position Ou (m, J' (Hz), Integral) Oc (ppm)
1 1.9898 (s, 3 H) 4.86
2 / 78.55
3 / 65.19
4 / 67.99
5 / 59.50
6 / 76.46
7 / 75.62
5.4839 (ddd, 3Js9 = 15.6, 4Js10= 0.7, s
8 ~06,1H) 106.75
6.7374 (ddd, 3Js9=15.6, 3J9,10=10.9, #Jo,11
9 ~06,1H) 147.02

6.1009 (ddtd, 3Ji11 = 15.1, 3Js,10 = 10.9,

10 4J1012=1.3, 410 =0.7, 1 H) 129.55
5.8917 (dtdd, 3Jio11 = 15.1, 31112 = 7.2,
1 4Jo11="5]g,11=0.6, 1 H) 141.07
12 2.1153 (m, 3J1112=7.2, 410,12 = 1.3, 2 H) 33.06
132 1.3723 (overlapped multiplets, 2 H) 28.98
142 1.3070 (overlapped multiplets, 2 H) 29.85
152 1.2550 (overlapped multiplets, 2 H) 31.79
162 1.2880 (m, 3[1617=7.2, 2 H) 22.71
17 0.8790 (t, 31617 =7.2, 3 H) 14.21

! Coupling constant values were initially inferred from 'H homoselective
decoupling NMR experiments and afterward refined through a manual
iterative full spin analysis. For details, cf. Experimental part. 2 Severely

overlapping multiplets; the signals were not simulated.
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Figure 519. EI (70 eV) mass spectrum of praealtaester B stereoisomer 1
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Figure 520. EI (70 eV) mass spectrum of praealtaester B stereoisomer 2
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Figure S23. EI (70 eV) mass spectrum of praealtaester B stereoisomer 5
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Figure S22. EI (70 eV) mass spectrum of praealtaester B stereoisomer 4
o1
290
117
131
57 79 85 105
M 145
11
55 67 119
7
43 /|81 92?3 1 13233 |1a7 |10 205
Sl 14
1142 5 12 161 173 188
el e %%
\Hw M\\mm“‘ i H\ L1 ‘ Lol [ 1|1 PR |19 1 H Sk
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
40 50 60 70 80 90 100 110 120 130 140 150 16(} (17()) 180 190 200 210 220 230 240 250 260 270 280 290
m/z (Da



83

91
55

117 131 288

79 105

145

41 67, 119 159

3 205
3 53 ¢y 78| |8 120 };2 14
1.7 85‘ 1 M H\ e e e 4‘206
| | Lot i M

L I 2047
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

iy

=i I
40 50 60 70 80 90 100 110 120 130 140 150 160 170 180 190 200 210 220 230 240 250 260 270 280 29C
m/z (Da)

Figure S24. EI (70 eV) mass spectrum of compound 1 stereoisomer 1
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Figure 525. EI (70 eV) mass spectrum of compound 15 stereoisomer 1
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Figure 526. EI (70 eV) mass spectrum of compound 1 stereoisomer 2
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Figure 527. EI (70 eV) mass spectrum of compound 1 stereoisomer 3
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Figure 528. EI (70 eV) mass spectrum of compound 15 stereoisomer 2



Table S3. 'H (400 MHz) and **C (100.6 MHz) NMR spectral data (in CDCls) of compound
5 (NMR parameters are derived from manual iterative full spin analysis)

Position OH (m, J' (Hz), Integral) de
(ppm)
1 / 168.38
2 / 128.90
3 6.8454 (qq, ¥J34=7.1,435=1.5,1H) 136.91
4 1.7862 (dq, 34=7.1,5s5=1.2, 3 H) 14.43
5 1.8314 (dq, ¥35=1.5,%45=1.2, 3 H) 12.15
Ta 4.1138 (dd, ra2b = Jra2za=7.0, 1 H)
1'b 4.1138 (dd, 3J1b2a=3J1b26="7.0, 1 H) 0467
2’a 1.6729 (dddd, 3]2a3b=9.0, 3J1b2a=3]1ra2a=7.0, 32232 =5.0, 1 H)
2'b 1.6729 (dddd, 3J2b,3a = 9.0, 3Jva2p =3[1p26 = 7.0, 32530 = 5.0, 1 H) 2881
3 1.36 (overlapped multiplets, 1 H) 26.13
4-7 1.25-1.40 (overlapped multiplets, 8 H) 2;;3;%-
8 2.17 (overlapped multiplets, 2 H) 27.94
9 5.3927 (dtd, 3Jo,10 =10.6, 38,9 = 7.7, 4Jo,11' = -0.8, 1 H) 131.99
10 5.9904 (ddtd, 310,11 = 11.4, 39,10 = 10.6, 4Js',10 = -1.4, 410,12 =-0.7, 1 H) 128.80
117 6.3785 (dddd, 3J1112 = 14.8, 310,11 = 11.4, 4Jo11 = -0.8, 411,13 =-0.7, 1 H) 126.07
12’ 6.1630 (dddd, 311,12 = 14.8, 312,13 = 10.8, 412,14 = 4J10,12 = -0.7, 1 H) 13291
13 6.1050 (ddtd, 313,14 = 15.0, 3J12,13 = 10.8, 41315 = 1.3, 4J1r,13 =-0.7, 1 H) 130.66
14’ 5.6992 (dtd, 313,14 = 15.0, 314,15 = 6.9, 412,14 = -0.7, 1 H) 135.29
15’ 2.1050 (overlapped multiplets, 2 H) 32.62
16’ 1.36 (overlapped multiplets, 2H) 31.58
17 1.33 (overlapped multiplets, 2H) 22.35
18’ 0.8942 (t, 317,18 =3 H) 14.06

1 Coupling constant values were initially inferred from 'H homoselective decoupling NMR experiments
and afterward refined through a manual iterative full spin analysis. For details, cf. Experimental part. 2
Severely overlapping multiplets; the signals were not simulated.



