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S1. Structures of compounds 1-20 from RVS.
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S2.H and C NMR spectrum of compound 1 in methanol-ds (600 and 150 MHz)
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S3. 'H and C NMR spectrum of compound 2 in methanol-ds (600 and 150 MHz)
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S4. *H and C NMR spectrum of compound 3 in methanol-ds (600 and 150 MHz)
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S5. 'H and C NMR spectrum of compound 4 in methanol-ds (600 and 150 MHz)
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S5. H and *C NMR spectrum of compound 4 in methanol-ds (600 and 150 MHz)
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S6. 'H and C NMR spectrum of compound 5 in methanol-ds (600 and 150 MHz)

T
an

T
186

17

T
150

T
150

140

T
130

T
120



RO -G
GO-EAR-GAR B

u
i ]
W

i
iy

A"

dy

AL

11

R
Ramme

S

&
:
I

———

HLED

GO-FAL-GAD
GO -EAZ-GAD

i

28000

2S00

[ 28000

22000

[ #0000

F1&000

[= 15000

- 18000

10

[ 12000

FEDDD

[E200

4000

2000

- 2000

S7. H and C NMR spectrum of compound 6 in methanol-ds (600 and 150 MHz)
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S8. 'H and °C NMR spectrum of compound 7 in methanol-ds (600 and 150 MHz)
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S9. *H and C NMR spectrum of compound 8 in methanol-ds (600 and 150 MHz)
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S10. H and 3C NMR spectrum of compound 9 in methanol-ds (600 and 150 MHz)
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S11. *H and 3C NMR spectrum of compound 10 in methanol-ds (600 and 150 MHz)
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S12. H and *C NMR spectrum of compound 11 in methanol-ds (600 and 150 MHz)
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S13. H and 3C NMR spectrum of compound 12 in methanol-ds (600 and 150 MHz)
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S14. H and 3C NMR spectrum of compound 13 in methanol-ds (600 and 150 MHz)
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S15. H and **C NMR spectrum of compound 14 in methanol-d4 (600 and 150 MHz)
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S16. 'H and 3C NMR spectrum of compound 15 in methanol-ds (600 and 150 MHz)
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S17. H and 3C NMR spectrum of compound 16 in methanol-ds (600 and 150 MHz)
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S18. H and 3C NMR spectrum of compound 17 in methanol-d4 (600 and 150 MHz)
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S19. H and 3C NMR spectrum of compound 18 in methanol-ds (600 and 150 MHz)
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S20. H and 3C NMR spectrum of compound 19 in methanol-d4 (600 and 150 MHz)
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S21. H and 3C NMR spectrum of compound 20 in methanol-ds (600 and 150 MHz)
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S22. Blocking effect of PD-1/PD-L1 interaction of isolated compound 1-20 at 10uM.
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S23. Blocking effect of CTLA4/CD80 interaction of isolated compound 1-20 at 10uM.



