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Table S1. *H NMR chemical shifts and coupling constants of nakiterpiosind s

natural sample synthetig? syntheti@y natural sample synthetig? syntheti@y
la 2.05(d9 2.06 (dd) 2.21(d) 15 7.33() 7.34 (d) 7.8(d
J=123,1.0Hz J=12.4,1.6iz J=12.3Hz J=8.2Hz J=8.0Hz J=8.0Hz
1b 2.60 (dd) 2.61 (dd) 2.67 (dd) 16 7.89 (d) 7.904) 7.86 (M
J=123,7.8Hz J=12.4,7.81z J=12.374Hz J=8.2Hz J=8.0Hz J=8.0Hz
2 4.23(dd) 4.25 (i 4.7 @) 18 270 (s) 2.72(s) 2.8(s)
J=7.8, 10 Hz J=7.8Hz J=74Hz
3a  4.09 (d) 4.10 (0 3.89 (d) 19 1.52(s) 1.51 (s) 1.44 (s)
J=11.2 Hz J=11.0Hz J=10.8Hz
3b 3.11(d) 3.12 (dd) 3.57 (d) 20  3.89 (dd) 3.894d 3.78 (dyl
J=11.2 Hz J=11.0, 1.6z J=10.8Hz J=10.3,3.8 Hz J=10.0, 3.Hz J=102, 36 Hz
4  5.28(s) 5.29 (s) 5.37 (s) 21 6.32(d) 6.32 (d) 6.6 (d)
J=10.3 Hz J=10.0Hz J=36Hz
6  4.70 (dd) 4.71 (dd) 474(dd 22 4.39 (dd) 441 (dd) 4.2 (dg
J=27,14Hz J=3.4 2.5Hz J=12.35.1Hz J=8.0,3.8Hz J=7.9,3.Hz J=102, 23Hz
7a  2.28 (m) 229(ddg 2.22(ddg 23 3.92 (ddd) 3.93 (ddd) 4. (ddd)
J=13.712.73.4Hz J=12.3]12.0, 2.0Hz J=8.2,8.0,3.7Hz J=8.1,7.9, 319z J=9368, 23Hz
7b  2.74 (ddd) 2.75 (ddd) 2.94 (dod 24a  1.71 (ddd) 1.72 (ddd) 2.00(m)
J=13.42.7,1.4Hz J=13.7, 2.5, 213z J=12.05.12.7Hz J=128,84,82F J=13.2,8.2,8Hz
8 3.58(m) 3.55 (ddd) 3.03 (dad 24b  2.28 (m) 2.29 (dd) 2.00(m)
J=12.79.4, 2.8i1z J=12.0 91,2.7Hz J=13.2,4.8, 319z
9 269 (d) 2.70 (d) 2.75 25  2.69 (m) 2.71 (m) 2.61 (m)
J=9.3Hz J=9.4Hz J=91Hz
26 1.13(d) 1.15 (d) 1.19 (d)
J=7.3Hz J=7.3Hz J=7.1Hz

* Recorded at 800 MHz as reported by Uemura et al. (Ref 1). ARecorded at 600 MHz. ¥ Recorded at 500 MHz.
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TableS2.®*C NMR chemical shifts of nakiterpiosinds

natural sample synthetig? syntheti@y natural sample synthetig? syntheti@y
1 41.7 43.5 445 14 152.3 154.2 154.0
2 75.1 76.9 76.4 15 1205 122.4 122.6
3 63.7 65.6 722 16 134.1 135.9 1%.1
4 91.1 930 100.2 17 134.9 136.7 134.6
5 83.4 85.2 86.1 18 12.4 14.3 14.7
6 51.8 53.7 51.8 19 14.3 16.2 1586
7 34.9 36.8 39.% 20 51.5 53.3 507
8 35.1 36.9 41.4 21 75.2 77.4 77.0
9 63.5 65.3 655 22 71.2 730 729
10 44.8 46.6 39.% 23 78.7 80.5 80.6
11 204.6 206.4 206.1 24 311 330 302
12 138.6 140.5 1404 25 33.3 35.1 36.9
13 135.7 137.5 1365 26 14.8 16.6 1588
27 180.6 182.4 1823

* Recorded at 200 MHz as reported by Uemura et al. (Ref 1). ARecorded at 100 MHz. ¥ Recorded at 125 MHz.
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Note: The *3C NMR spectrum of the natural product appears to be mis - referenced by ca.

issued clarified with  Prof. Uemura. The chemical shifts of the natural product
+2.0ppm inth ese diagram s.

S10

12 ppm. We were
not able to obtain a copy of the 13C NMR spectrum  of the natural sample . Nor could we get t his
were adjusted by




CD Spectrum of Synthetic Nakieterpiosit) (
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Scheme S1. The synthesis of 6-epi-6 (26)

@ Me, O, MexO.,, ) 1. TBSOTHT, lutidine
Me_ 1. 0sO4, NMO Me_ 1. TESCI, imidazole @ Me 2. HF|
o} 4 Mexo.\“ (o) me” o OH 24
‘,\ 2. CSA, (MeO);,CMe;, 2. L-Selectride ‘,‘ 3. Dess-Martin
HO HO TESO periodinane
10 21 22

Me. O, Me O, Me, O,
1. NHoNH,, 4A MS Mexo““ Mesrps 1 HF Me)(o““ Me, 1.L-Selectride Me)(o““ Mo
2. NBS, BUOK ’ 2. Dess-Martin 2. KHMDS, PhNTF,

Br periodinane Br Br
24 25 26

Scheme S2. The synthesis of 20,25-epi-7 (33) and completion of the synthesis of 2%

a

Synthetic 2 existed as an equilibrium mixture of the C-4 hemiacetal and aldehyde forms favoring the hemiacetal form (3:1) at room
temperature. At i 10 °C, only a small amount of the aldehyde form was detected.

Figure S1. Summary of the NOE and %3 data of 2 on the computed equilibrium geometry (MMFF/AM1).
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