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150 MHz, DMSO-dj)
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BC NMR Spectrum of Shearinine U (2
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Figure S3. HSQC Spectrum of Shearinine U (2; 600 MHz, DMSO-db)
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Figure S4. 'H-'H COSY Spectrum of Shearinine U (2; 600 MHz, DMSO-dj)
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Figure SS.

HMBC Spectrum of Shearinine U (2;

600 MHz, DMSO-dj)
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Figure S6. NOESY Spectrum of Shearinine U (2; 600 MHz, DMSO-ds)
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Figure S7. HRESIMS Spectrum of Shearinine U (2)
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IR Spectrum of Shearinine U (2)

Figure S8.
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Figure S9. UV Spectrum of Shearinine U (2) in MeOH
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Figure S11. Relative Configurations and the Optimized Conformers for 2
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BC NMR Spectrum of Shearinine V (3; 150 MHz, DMSO-ds)

Figure S13.
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Figgre S14. HSQC Spectrum of Shearinine V (3; 600 MHz, DMSO-ds)
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Figure S15. 'H-'H COSY Spectrum of Shearinine V (3; 600 MHz, DMSO-ds)
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Flgure S17. NOESY Spectrum of Shearinine V (3; 600 MHz, DMSO-ds )
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Figure S18. HRESIMS Spectrum of Shearinine V (3)
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Figure S19.

IR Spectrum of Shearinine V (3)
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Figure S20. UV Spectrum of Shearinine V (3) in MeOH
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150 MHz, DMSO-de)
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3C NMR Spectrum of Shearinine W (4
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Figure S24. HSQC Spectrum of Shearinine W (4; 600 MHz, DMSO-ds)
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Figure S25. 'H-'H COSY Spectrum of Shearinine W (4; 600 MHz, DMSO-ds)
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Figlare S26. HMBC Spectrum of Shearinine W (4; 600 MHz, DMSO-db)
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Figure S27. NOESY Spectrum of Shearinine W (4; 600 MHz, DMSO-dp)
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Figure S28. HRESIMS Spectrum of Shearinine W (4)
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IR Spectrum of Shearinine W (4)

Figure S29.
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Figure S30. UV Spectrum of Shearinine W (4) in MeOH
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Figure S31. ECD Spectrum of Shearinine W (4) in MeOH
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Figure S32. Relative Configurations and the Optimized Conformers for 4

4a 4b 4c 4d
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600 MHz, DMSO-ds)

9

'H NMR Spectrum of Shearinine X (5

Figure S33.
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150 MHz, DMSO-dj)

9

BC NMR Spectrum of Shearinine X (5

Figure S34.
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Figure S35. HSQC Spectrum of Shearinine X (5; 600 MHz, DMSO-dp)
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Figure S36. 'H-'H COSY Spectrum of Shearinine X (5; 600 MHz, DMSO-ds)
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Figure S37. HMBC Spectrum of Shearinine X (5; 600 MHz, DMSO-ds)
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Figure S38. NOESY Spectrum of Shearinine X (5; 600 MHz, DMSO-db)
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Figure S39. HRESIMS Spectrum of Shearinine X (5)

T: FITMS + p ESI Fullms [100.0000-1500.0000]

582.32239

100—

90—

80—

70

=)
<

Lh
=]

583.32562

] +
o o

I
<

e brcne b bria b b

584.32880

=}

<
—

585.33167

T T T T T T
585.0 585.5

40



Figure S40. IR Spectrum of Shearinine X (5)
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Figure S41. UV Spectrum of Shearinine X (5) in MeOH
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Figure S42. ECD Spectrum of Shearinine X (5) in MeOH
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Figure S43. Relative Configurations and the Optimized Conformers for 5

Sa Sb Sc Sd
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BC NMR Spectrum of Shearinine Y (6; 150 MHz, DMSO-ds)

Figure S45.

6E°TL
e
OL°LL”

wis—

88°¢€0T
3.2:/
PL60T
mo.h:/
6S°LTT
vm.-~/
£TPLI
oo.\.ﬁ/
60°67T
wm.uﬂ%
:m.mﬁk
8S°CET~
£F'8ET
6¥'8ET V
L6'0YT
L9SPT—

200

20 10

30

180 170 160 150 140 130 120 110 100 9 8 70 60 S0 40

190

f1 (ppm)

45



Figure S46. HSQC Spectrum of Shearinine Y (6; 600 MHz,
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Figure S47. 'H-'H COSY Spectrum of Shearinine Y (6; 600 MHz, DMSO-ds)
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Figure S48. HMBC Spectrum of Shearinine Y (6; 600 MHz, DMSO-dy)
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Figure S49. NOESY Spectrum of Shearinine Y (6; 600 MHz, DMSO-db)
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Figure S50. HRESIMS Spectrum of Shearinine Y (6)
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IR Spectrum of Shearinine Y (6)

Figure S51.
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Figure S52. UV Spectrum of Shearinine Y (6) in MeOH
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Figure S53. ECD Spectrum of Shearinine Y (6) in MeOH
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Figure S54. Relative Configurations and the Optimized Conformers for 6

6a 6b 6¢ 6d
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Figure S55. '"H NMR Spectrum of 22,23-Dehydro-shearinine A (1; 600 MHz, CDCls)
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Figure S56. 'C NMR Spectrum of 22,23-Dehydro-shearinine A (1; 150 MHz, CDCl;)
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Scheme S1. Hypothetical Biosynthetic Pathways for 1-6

isoprenylation
ae I
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