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Table S1. 
1
H NMR chemical shifts and coupling constants of nakiterpiosinôs 

 natural sample* synthetic 1À synthetic 2ÿ  natural sample* synthetic 1À synthetic 2ÿ 
1a 2.05 (dd) 

J = 12.3, 1.0 Hz 
2.06 (dd) 
J = 12.4, 1.0 Hz 

2.21 (d) 
J = 12.3 Hz 

15 7.33 (d) 
J = 8.2 Hz 

7.34 (d) 
J = 8.0 Hz 

7.43 (d) 
J = 8.0 Hz 

1b 2.60 (dd) 
J = 12.3, 7.8 Hz 

2.61 (dd) 
J = 12.4, 7.8 Hz 

2.67 (dd) 
J = 12.3, 7.4 Hz 

16 7.89 (d) 
J = 8.2 Hz 

7.90 (d) 
J = 8.0 Hz 

7.86 (d) 
J = 8.0 Hz 

2 4.23 (dd) 
J = 7.8, 1.0 Hz 

4.25 (d) 
J = 7.8 Hz 

4.27 (d) 
J = 7.4 Hz 

18 2.70 (s) 2.72 (s) 2.68 (s) 

3a 4.09 (d) 
J = 11.2 Hz 

4.10 (d) 
J = 11.0 Hz 

3.89 (d) 
J = 10.8 Hz 

19 1.52 (s) 1.51 (s) 1.44 (s) 

3b 3.11 (d) 
J = 11.2 Hz 

3.12 (dd) 
J = 11.0, 1.0 Hz 

3.57 (d) 
J = 10.8 Hz 

20 3.89 (dd) 
J = 10.3, 3.8 Hz 

3.89 (dd) 
J = 10.0, 3.2 Hz 

3.78 (dd) 
J = 10.2, 3.6 Hz 

4 5.28 (s) 5.29 (s) 5.37 (s) 21 6.32 (d) 
J = 10.3 Hz 

6.32 (d) 
J = 10.0 Hz 

6.66 (d) 
J = 3.6 Hz 

6 4.70 (dd) 
J = 2.7, 1.4 Hz 

4.71 (dd) 
J = 3.4, 2.5 Hz 

4.74 (dd) 
J = 12.3, 5.1 Hz 

22 4.39 (dd) 
J = 8.0, 3.8 Hz 

4.41 (dd) 
J = 7.9, 3.2 Hz 

4.52 (dd) 
J = 10.2, 2.3 Hz 

7a 2.28 (m) 2.29 (ddd) 
J = 13.7, 12.7, 3.4 Hz 

2.22 (ddd) 
J = 12.3, 12.0, 12.0 Hz 

23 3.92 (ddd) 
J = 8.2, 8.0, 3.7 Hz 

3.93 (ddd) 
J = 8.1, 7.9, 3.9 Hz 

4.02 (ddd) 
J = 9.3, 6.8, 2.3 Hz 

7b 2.74 (ddd) 
J = 13.4, 2.7, 1.4 Hz 

2.75 (ddd) 
J = 13.7, 2.5, 2.3 Hz 

2.94 (ddd) 
J = 12.0, 5.1, 2.7 Hz 

24a 1.71 (ddd) 
J = 12.8, 8.4, 8.2 Hz 

1.72 (ddd) 
J = 13.2, 8.2, 8.1 Hz 

2.00 (m) 

8 3.58 (m) 3.55 (ddd) 
J = 12.7, 9.4, 2.3 Hz 

3.03 (ddd) 
J = 12.0, 9.1, 2.7 Hz 

24b 2.28 (m) 2.29 (ddd) 
J = 13.2, 4.8, 3.9 Hz 

2.00 (m) 

9 2.69 (d) 
J = 9.3 Hz 

2.70 (d) 
J = 9.4 Hz 

2.75 (d) 
J = 9.1 Hz 

25 2.69 (m) 2.71 (m) 2.61 (m) 

    26 1.13 (d) 
J = 7.3 Hz 

1.15 (d) 
J = 7.3 Hz 

1.19 (d) 
J = 7.1 Hz 

* Recorded at 800 MHz as reported by Uemura et al. (Ref 1). 
À
 Recorded at 600 MHz. 

ÿ
 Recorded at 500 MHz. 

 

Synthetic 1 vs the Natural Sample
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Synthetic 2 vs the Natural Sample
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Table S2. 
13
C NMR chemical shifts of nakiterpiosinôs 

 natural sample* synthetic 1À synthetic 2ÿ  natural sample* synthetic 1À synthetic 2ÿ 
1 41.7 43.5 44.5 14 152.3 154.2 154.0 
2 75.1 76.9 76.4 15 120.5 122.4 122.6 
3 63.7 65.6 72.2 16 134.1 135.9 136.1 
4 91.1 93.0 100.2 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 15.86 
7 34.9 36.8 39.35 20 51.5 53.3 50.7 
8 35.1 36.9 41.4 21 75.2 77.4 77.0 
9 63.5 65.3 65.5 22 71.2 73.0 72.9 
10 44.8 46.6 39.36 23 78.7 80.5 80.6 
11 204.6 206.4 206.1 24 31.1 33.0 30.2 
12 138.6 140.5 140.4 25 33.3 35.1 36.9 
13 135.7 137.5 136.5 26 14.8 16.6 15.88 
    27 180.6 182.4 182.3 

* Recorded at 200 MHz as reported by Uemura et al. (Ref 1). 
À
 Recorded at 100 MHz. 

ÿ
 Recorded at 125 MHz. 

 

Synthetic 1 vs Natural Sample
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Synthetic 1 vs Natural Sample
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Note:  The 
13

C NMR spectrum of the natural product appears to be mis - referenced by ca. ï2 ppm. We were 

not able to obtain a copy of the 
13

C NMR spectrum  of the natural sample . Nor could we get t his 

issued clarified with  Prof. Uemura. The chemical shifts of the natural product were  adjusted by 

+2.0 ppm  in th ese diagram s.  
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CD Spectrum of Synthetic Nakieterpiosin (1) 
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Scheme S1. The synthesis of 6-epi-6 (26) 

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

a
 

 
 
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 ï10 °C, only a small amount of the aldehyde form was detected. 

 

 
Figure S1. Summary of the NOE and 

3
J data of 2 on the computed equilibrium geometry (MMFF/AM1). 

 

 

 


