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Fig. S1 *H NMR spectrum of 1E-pitiamide B (1) in CDCl; (600 MHz).
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Fig. S2 COSY spectrum of 1E-pitiamide B (1) in CDCl; (600 MHz).
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Fig. S3 TOCSY spectrum of 1E-pitiamide B (1) in CDClI; (600 MHz).
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Fig. S4 HSQC spectrum of 1E-pitiamide B (1) in CDCl; (600 MHz).
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Fig. S5 HMBC spectrum of 1E-pitiamide B (1) in CDCls (600 MHz).
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Fig. S6 *H NMR spectrum of 1Z-pitiamide B (2) in CDCl; (600 MHz).
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Fig. S7 COSY spectrum of 1Z-pitiamide B (2) in CDCl; (600 MHz).
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Fig. S8 TOCSY spectrum of 1Z-pitiamide B (2) in CDCl; (600 MHZz).
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Fig. S9 HSQC spectrum of 1Z-pitiamide B (2) in CDCl; (600 MHz).
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Fig. S10 HMBC spectrum of 1Z-pitiamide B (2) in CDCl3 (600 MHz).
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Fig. S11 'H NMR spectrum of pitiamide A in CDCl; (600 MHz).
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Fig. S12 COSY spectrum of pitiamide A in CDCl; (600 MHz).
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Fig. S13 TOCSY spectrum of pitiamide A in CDCl; (600 MHz).

5.0
5.5
6.0
6.5

7.0

f1 (ppm)



L

L AU

-10
-20
-30
- 40
- 50
-60
-70
-80
90
- 100
110
120

130

140

- 0
. e o
L=
oo - Rgo-
g £
@
o ° & <
09
T T T T T T T T T T T T T T T T T T T T T T T
7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5

2 (ppm)
Fig. S14 HSQC spectrum of pitiamide A in CDCl; (600 MHz).
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Fig. S15 HMBC spectrum of pitiamide A in CDCls (600 MHz).
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Table S1 Reported optical activity of model compounds with a-ketone stereocenter and similar structure
scaffold.

Number Structure Specific Optical Reference
Rotation
1 [o]o%®-17.9° (c 1.0, 1
N CHCls)
o
2 H OMe [0]o® +19.6° (c 1.9, |2
Wﬁ%Me CHC|3)
| 0 O
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