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"H NMR of a Mixture of
Compounds 19 and 20
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"H NMR of
Compound 20
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Fig. 1 Selected HMBC Correlations for Compound 21
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"H NMR of Nakijinol B (2)
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"H NMR of Nakijinol B (2) [Natural]
(Quoted from Ref. 3)
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TH NMR of Nakijinol B (2)
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400 MHz, DMSO-d6
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"H NMR of Nakijinol E (5)
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Comparison of 'H and ?C NMR Data for Natural and Synthetic Nakijinol B (2) in CD;0D

'"H NMR (Hz) “C NMR (Hz)
. . 1 heti
position Natural (300 MHz) Synthetic (400 MHz) (gzﬁlng (f(})l(r)ltl\/ﬁt—;;)
2.37 (m, 1H) 2.35-2.39 (m, 1H)
1.87 (m, 1H) 1.86-1.91 (m, 1H)
2.32 (m, 1H) 2.31-2.35 (m, 1H)
4 - 161.8 (s) 161.4 (s)
5 - - 41.8 (s) 41.6 (s)
6 1.45 (m, 2H) 1.45-1.47 (m, 2H) 38.3 (1) 37.8 (1)
7 1.41 (m, 2H) 1.38-1.43 (m, 2H) 29.5 (1) 29.2 (1)
8 1.41 (m, 1H) 1.38-1.43 (m, 1H) 38.7 (d) 38.7 (d)
9 - - 442 (s) 44.0 (s)
10 0.94 (m, 1H) 0.93-0.96 (m, 1H) 51.1(d) 50.8 (d)
432 (s, 1H) 432 (s, 1H)
11 103.4 (t 103.1 (t
4.35 (s, 1H) 4.35 (s, 1H) ®) ®)
12 1.07 (s, 3H) 1.07 (s, 3H) 20.7 (q) 21.0 (q)
13 1.08 (d,J = 6.8 Hz, 3H) 1.08 (d,J = 5.9 Hz, 3H) 19.2 (q) 18.9 (q)
14 0.95 (s, 3H) 0.95 (s, 3H) 18.3 (q) 17.9 (q)
2.94(d,J=13.9Hz, 1H) | 2.94(d,J=14.1 Hz, 1H) ' '
16 - - 111.0 (s) 110.8 (s)
17 - - 146.7 (s) 146.4 (s)
18 - - 145.2 (s) 144.6 (s)
19 6.96 (s, 1H) 6.97 (s, 1H) 102.6 (d) 102.2 (d)
20 - - 131.7 (s) 131.3 (s)
21 - - 146.7 (s) 146.3 (s)
22 8.20 (s, 1H) 8.20 (s, 1H) 153.2 (d) 152.8 (d)
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Comparison of 'H and ?C NMR Data for Natural and Synthetic Nakijinol A (1) in CDCl;

'"H NMR (Hz) BC NMR (Hz)
position Natural (400 MHz)' Synthetic (600 MHz) Natural Synthetic
(100 MHz)' | (125 MHz)
2.19 (m, 1H) 2.17-2.21 (m, 1H)
1.95-1.99 (m, 1H)
2 2.05 (m, 2H > 26.9 (t 27.0 (t
(m, 2H) 1.99-2.08 (m, 1H) © ©
3 5.12 (brs, 1H) 5.10 (brs, 1H) 120.8 (d) 120.6 (d)
4 _ _ 142.0 (s) 141.0 (s)
5 37.8 (s) 38.4 (s)
1.67 (m, 1H) 1.56-1.62 (m, 1H)
7 1.41 (m, 2H) 1.39-1.42 (m, 2H) 28.1 (1) 28.0 (1)
8 1.61 (m, 1H) 1.59-1.63 (m, 1H) 37.2 (d) 37.4 (d)
9 - - 42.9 (s) 42.8 (s)
10 1.20 (m, 1H) 1.18 (dd, J=12.3, 1.6 Hz, 1H) | 47.1 (d) 47.1 (d)
1 1.51 (s, 3H) 1.51 (brs, 3H) 18.2 (q) 18.2 (q)
12 1.08 (s, 3H) 1.05 (s, 3H) 202 (q) 202 (q)
13 1.11(d,J=7.0 Hz 3H) | 1.08(d,J= 6.6 Hz, 3H) 18.0 (q) 18.0 (q)
14 | 0.89(s,3H) 0.95 (s, 3H) 17.2 (q) 17.3 (q)
2.89(d,J=13.7 Hz, 1H) 2.89 (d,J=14.3 Hz, 1H) ' '
16 111.1 (s) 110.4 (s)
17 - - 143.7 (s) 143.4 (s)
18 - - 143.9 (s) 144.1 (s)
19 | 7.15(s, 1H) 7.14 (s, 1H) 111.2 (d)* 103.4 (d)
20 - - 141.2 (s)* 131.3 (s)
21 - - 151.5 (s)* 145.8 (s)
22 | 8.02(s, 1H) 7.97 (s, 1H) 153.1 (d)* 151.3 (d)

* We believe that the reported data for the natural product was a misassignment or a typing error.
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Comparison of 'H and >C NMR Data for Natural and Synthetic Nakijinol F (6) in CDCl;

'H NMR (Hz) BC NMR (Hz)
position Natural (500 MHz)* Synthetic (400 MHz) (1;\15‘1%312)8 (fggtl}\ﬁ;)
W e 550 | 250
2| 1’06 m 1H) 193199 (em 15D 890 | 2870
3 | 538 (A T 14, 5.5 1, 18D | 2.30.235 (. 18) B1w | 300
4 - — 160.5 (s) 160.3 (s)
5 40.6 (s) 40.4 (s)
kR e s | o
7 | 1.41 (m, 2H) 1.37-1.43 (m, 2H) 28.2 (f) 28.1 (t)
8 | 1.41 (m, 1H) 1.37-1.43 (m, 1H) 37.6 (d) 37.5 (d)
9 S S 432 (s) 43.0 (s)
10 | 0.94(dd,J=12.0,2.0 Hz, 1H) | 0.94(dd,J=11.7,2.0 Hz, 1H) | 49.6(d) 49.5 (d)
ernEn  mem oo | s
12 | 1.07 (s, 3H) 1.06 (s, 3H) 20.7 (q) 20.5 (q)
13 | 1.06 (d, J= 6.5 Hz, 3H) 1.06 (d, J = 6.0 Hz, 3H) 18.4 (q) 18.2 (q)
14 |0.94 (s, 3H) 0.94 (s, 3H) 17.6 (q) 17.4 (q)
1S | 395 @y 140 g 1H) | 295 (4.7 136 Hy 1ED) MEW | 3460
16 109.6 (s) 109.5 (s)
17 - — 144.6 (s) 144.4 (s)
18 - — 145.1 (s) 145.0 (s)
19 | 7.11 (s, 1H) 7.11 (s, 1H) 99.4 (d) 99.3 (d)
20 - — 131.1 (s) 131.1 (s)
21 - — 145.9 (s) 145.7 (s)
22 |7.92(, 1H) 7.92 (s, 1H) 151.1 (d) 151.9 (d)
17-OH | 5.98 (s, 1H) 5.99 (s, 1H) - -
18-OMe | 3.95 (s, 3H) 3.95 (s, 3H) 56.6 (q) 56.5 (q)
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Comparison of 'H and °C NMR Data for Natural and Synthetic Nakijinol G (7) in DMSO-dj

'"H NMR (Hz) C NMR (Hz)
position Natural (400 MHz)® Synthetic (400 MHz) (13)\1)35\1/11?112)8 (fggtll\lfg;)
I ST 292226 (m 1) 280 | 280
AR e e | o
s [ fpmw Bemen | e | wao
4 . _ 159.4 (s) 159.3 (s)
5 39.5 (s) 39.5 (s)
S | 133 0mm) 11301 38 (. 11D 620 | 36200
7 1.35 (m, 2H) 1.30-1.38 (m, 2H) 27.5 (t) 27.5 (1)
8 1.35 (m, 1H) 1.30-1.38 (m, 1H) 36.7 (d) 36.7 (d)
9 S S 422 (s) 422 (s)
10 0.82 (d, /= 11.6 Hz, 1H) 0.82 (d, J= 10.0 Hz, 1H) 48.7 (d) 48.7 (d)
n] e 435 (1) 0250 | 10230
12 1.01 (s, 3H) 1.01 (s, 3H) 20.2 (q) 20.2 (q)
13 1.02 (s, 3H) 1.02 (d, J = 4.9 Hz, 3H) 18.4 (q) 183 (q)
14 0.87 (s, 3H) 0.87 (s, 3H) 17.5 (q) 17.4 (q)
s 2.70 (d, J= 14.0 Hz, 1H) 2.71(d, J= 14.4 Hz, 1H) 342 () 342 ()
2.77 (d, J = 14.0 Hz, 1H) 2.78 (d, J = 14.4 Hz, 1H)
16 S 108.8 (s) 108.8 (s)
17 S S 145.1 (s) 145.1 (s)
18 S S 142.6 (s) 142.5 (s)
19 6.83 (s, 1H) 6.83 (s, 1H) 101.9 (d) 101.9 (d)
20 S S 131.5 (s) 131.5 (s)
21 - - 143.4 (s) 143.4 (s)
22 - S 160.8 (s) 160.8 (s)
23 2.45 (s, 3H) 2.45 (s, 3H) 14.1 (q) 14.0 (q)
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Comparison of 'H and ?C NMR Data for Natural and Synthetic Nakijinol E (5) in CDCl;

'"H NMR (Hz) BC NMR (Hz)
position | Natural (400 MHz)’ Synthetic (400 MHz) (1(1)\83;‘/1&?112)7 (fggtll\lfg;)
I T 226230 (m. 1H) B4G | B20
AT B R
3 2.02 (m, 1H) 2.00-2.03 (m, 1H) 3320 33.0 (0
233 (t,J=7.5 Hz, 1H) 2.28-2.38 (m, 1H)
4 - 160.5 (s) 160.3 (s)
5 40.6 (s) 40.4 (s)
S | 43 mm) 1351 46 (1D 650 | 3630
7 1.39 (m, 2H) 1.38-1.46 (m, 2H) 28.2 (t) 28.0 (t)
8 1.40 (m, 1H) 1.38-1.46 (m, 1H) 37.4 (d) 37.1 (d)
9 S S 43.1 (s) 42.8 (s)
10 0.92 (m, 1H) 0.93(dd,J=11.9,2.3 Hz, 1H) | 49.4 (d) 49.1 (d)
0| Y3sre1n 438 (5, 1H) 0270 | 10240
12 1.04 (s, 3H) 1.05 (s, 3H) 20.7 (q) 20.5 (q)
13 1.04 (d, 3H)* 1.07 (d, J = 5.9 Hz, 3H) 18.5 (q) 18.3 (q)
14 0.91 (s, 3H) 0.93 (s, 3H) 17.7 (q) 17.5 (q)
s 2.80(d, /=140 Hz, IH) | 2.82(d, /= 14.2 Hz, 1H) 346 () 344 ()
2.89(d,J=14.0 Hz, IH) | 2.91(d,J=14.2 Hz, 1H)
16 - 109.2 (s) 109.0 (s)
17 - - 143.7 (s) 143.4 (s)
18 - - 144.6 (s) 1443 (s)
19 6.98 (s, 1H) 6.98 (s, 1H) 98.8 (d) 98.7 (d)
20 - - 1323 (s) 132.3 (s)
21 - - 146.6 (s) 146.3 (s)
22 - - 162.0 (s) 161.8 (s)
23 2.54 (s, 3H) 2.55 (s, 3H) 14.6 (q) 14.5 (q)
17-0H | 5.87 (s, 1H) 5.91 (s, 1H) - -
18-OMe | 3.90 (s, 3H) 3.92 (s, 3H) 56.6 (q) 56.4 (q)

* The J value was not recorded in Ref. 7.
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