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Table S1. NMR Spectroscopic data of aspinolide H (12) ("H at 500 MHz, '3C at 125 MHz).

Position | Proton 8u (Hz) d13C NOESY HMBC
1 - 169.3
H-2a 2.62 (1H, m)
2 27.6
H-2b 2.39 (1H, m) H2, H3
3 H-3a 2.34 (1H, m) 273 C4
H-3b 2.11 (1H, m) H4, H2, H2’
H-4B 4.34 (1H, t,J=5.3 Hz) 74.0 He, H2, H3
H-5p - 206.6
‘ H-6 |3.41(1H,dd,J=17.5,10.5 Hz) Als H4, H6', H Cs5,C7,C8
H-6" | 2.41 (1H, dd,J=17.5,3.3 Hz) H6 Cs,C7
7 H-7a. | 5.64(1H,dd,J=11, 9.3 Hz) 69.7 H9
H-8pB 5.11 (1H, t,J=9.8 Hz) 73.8 H6, H10 C7,C9
9 H-9a | 4.51 (1H,dq,J=11.6,6.1Hz) | 70.4 H7, H10
10 H-10 1.19 (3H, d, J= 6.1 Hz) 17.0 H9, H8 C8, C9
1’ - - 172.5
2’ H-2 2.3 (2H, m) 36.0
3’ H-3 1.63 (2H, sext, J = 7.3 Hz) 18.25 Cl’, C4’,C2’
4’ H-4 0.94 (3H, t,J=7.3 Hz) 13.7 Cc2',C3’
CH3CO 1.98 (3H, s) 20.9
CH;C00 169.1
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Table S2. NMR Spectroscopic data of aspinolide I (13) ("H at 500 MHz, 3C at 125 MHz).

Position Proton Su (Hz) d13C NOESY HMBC
1 - 169.2
5 H-2 2.64 (1H, ddd, T=17.9, 13.2, 3.3 Hz) - Cl
H-2’ 2.38 (1H, m) Cl
H-3 2.12 (1H, m) Cl1,C4,Cs5
3 27.2
H-3 2.00 (1H, m) C2
H-4p 436 (1H, d, J=6.2 Hz) 74.0 H6, H6",H2, H3 C2,C3,C5
H-5B - 206.7
. H-6 3.43 (1H, dd, J=17.4,10.5 Hz) 415 H6', H8 C5,C7,C8
H-6 2.41 (1H, dd, J=17.4, 1.7 Hz) C4,C5,C7,C8
7 H-7a 5.73 (1H, ddd, J=10.5, 9.8, 1.7 Hz) 69.2 H90, H6 C5, CO-R, C8
H-8p 5.2 (1H,t,J=9.8 Hz) 73.8 H6, H10 C6,C7,C9,C10,C1”
9 H-9a 4.55(1H, dgq, J=10.1, 6.1 Hz) 70.6 H70, H10 Cl1,C7,C8,C10
10 H-10 1.20 3H, d, J= 6.1 Hz) 17.0 H8 C8, C9
1’ - - 165.0
2’ H-2’ 5.82 (1H, dq, J=15.5, 1.7 Hz) 121.6 Cl’, Cc4
3 H-3’ 7.02 (1H, dq, J = 15.5, 7.0 Hz) 146.8 Cl’, Cc4
4’ H-4' 1.90 (3H, dd, /=7, 1.7 Hz) 18.21 Cc2',C3’
CH3CH,CH=CH(CH2)nCH,CO 0.88 (3H, t, J = 6.5 Hz), 14.12
22.7,24.8,
R-CH=CH-(CH,)nCH,CO- 1.54-1.21, 27.1, 28.9-30,
31.9
R-CH=CH-(CH2)nCH,CO- 2.15 (2H, m) 34.31,172.29
R-CH=CH-(CH2)nCH,CO- 5.33 (2H, m) 130, 129.6
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Table S3. NMR Spectroscopic data of aspinolide J (14) ("H at 600 MHz, '3C at 150 MHz).

Position | Proton Su (Hz) d13C NOESY HMBC

1 - 176.4

5 H-2 2.05 (1H, dd, J=15.7, 11.7 Hz) 327 H2' Cl1,C3,C4
H-2" | 2.45(1H, ddd, J=15.7, 9.6, 1.4 Hz) H2 Cl1,C3,C4

3 H-3 | 1.77 (1H, ddd, J=13.7, 9.6, 3.0 Hz) 274 H3’, H2 C1,C2,C5
H-3 2.27 (1H, m) Cl1,C2,C4,C5

4 H-4p 3.63 (1H, dt, J=11.2, 3.0 Hz) 75.6 H2 , H3, H5, H6

5 H-5p 4.51 (1H, s (br)) 73.4 H4, H6 C3,C4,C6

6 H-6p 5.55(1H, dd, J=15.9, 1.9 Hz) 130.8 H4, H5, H8 C5,C7,C8

7 H-7a. | 5.65 (1H, ddd, J=15.9, 8.4,2.5Hz) | 131.8 C5,C6

8 H-8p 3.88 (1H, t, J=8.8 Hz) 79.3 H6, H10 C6,C9,C10

9 H-9a 4.9 (1H, dq, J=8.8, 6.4 Hz) 74.7 H10 Cl, C8

10 H-10 1.42 (3H, d, J=6.4 Hz) 16.8 HS, H9 C8,C9
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Table S4. NMR Spectroscopic data of arundinolide A (15) (‘H at 500 MHz, 13C at 125 MHz).

Position | Proton Su (Hz) s13C NOESY HMBC
1 - - 177.3
H-20. | 2.60 (1H, ddd, J= 18, 10.1, 6 Hz) C-1,C3,C4
2 H-2p | 2.48 (1H, ddd, J =18, 10.1, 7.6 Hz) 284 Cl,C3,C4
H-3a 2.21 (1H, m) Cl,C2,C4,C5
. H-38 2.12 (1H, m) 210 Cl,C4,C5
4 H-4a 4.51 (1H, m) 81.5
5 H-5a 4.54 (1H, m) 71.7
6 H-6 5.75 (1H, ddd, J=15.7, 5, 1.2 Hz) 131.2 H3, HS C5,C7,C8
7 H-7 5.96 (1H, ddd, J=15.7,7, 1.5 Hz 127.7 H3, H5 C5, C6, C8
8 H-8 5.24 (1H, ddt,J=17, 3.9, 0.9 Hz) 77.2 H6, H7, H9, H10 Cl1’,C6,C7,C10
9 H-9 3.98 (1H, qd, J= 6.5, 3.9 Hz) 69.0 H3, H10 C7,C10
10 H-10 1.18 (3H, d, ] = 6.5 Hz) 18.3 H8, H9 C8, C9
1’ - - 165.6
2’ H-2’ 5.88 (1H,dq, J=15.6, 1.7 Hz 122.3 H4’ Cl’
3 H-3’ 7.02 (1H, dq, ] = 15.6, 6.9 Hz) 145.9 H2', H4’ Cl’, Cc4
4 H-4 1.90 (3H, dd, ] = 6.9, 1.7 Hz) 18.1 Cl’,C2,C3
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Table S5. NMR Spectroscopic data of arundinolide B (16) ("H at 500 MHz, '3C at 125 MHz).

Position | Proton 8u (Hz) s13C NOESY HMBC
1 - 177.2
Hog | 261, ddd,HJZ)z 18.0,10.1, 6 C-1.C4
2 H-2p 2.50 (1H, ddd, J = 18.0, 10.1, 285 C-1
7.7 Hz)
H-3a 2.22 (1H, m)
3 21.0
H-3p 2.14 (1H, m)
4 H-4a 452 (1H, m) 81.6
5 H-50 4.55 (1H, m) 71.8
e | e |S78UH, ddd,HJ; 155,501,145, 5,07 Co8
S|, [seram ddd,HJ; 1555714 | 41, 5. 6. C-8
H-8 428 (1H, m) 73.9
H9 | 499(1H,qdJ=6532Hz | 73.2
10 H-10 1.21 (3H,d, J=6.5 Hz) 14.6 C-8,C-9
1’ - - 173.6
> | H2 231 (2H, t, J = 7.4 Hz) 36.3 C-3',C-4'
3’ H-3 1.66 (2H, sext, J= 7.4 Hz) 18.5 C-27, C-4’
4’ H-4" 0.96 (3H, t,J="7.4 Hz) 13.6 C-37, C-2’
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Table S6. NMR Spectroscopic data of trichoarundinal A (17) ("H at 500 MHz, '3C at 125 MHz).

Position | Proton 8u (Hz) s13C NOESY HMBC
1 - 95.8 C1-OH, H-2, H-3, H-5, H-6, H-7, H-9
5 H-2a | 1.77 (1H, m (superimposed)) 36.1 C1,C3
H-2p | 1.64 (1H, m)
3 H-3a0 | 1.85 (1H, m (superimposed)) 263 C1,C2
H-3B | 1.78 (1H, m (superimposed)) Cl,C2
4 H-48 | 3.64 (1H, m) 70.9 H2, H3, HS, H6
H-5B 3.74 (1H, dt,J=6.1, 2.9 Hz) 72.9 H4, H7B, H6 Cl1, C3,C4, C6,C7
H-63 | 1.76 (1H, ddd, 13.5,4.6,2.9 Hz) | 42.2 Cl
; 7q %10213 (&S, ddd, J=13.5,12.2, s C1. C6, C8, C9
H-78 | 1.92 (1H, m (superimposed)) Cl, C6, C8, C9
o H-8p ;2)8 (1H,ddd,/=11.1,9.8,49 | . H7p, H6, H10 C1".C9. C10
9 H-9a |4.12 (1H, dq, J=9.8, 6.2 Hz) 68.2 C1-OH, H7a, H10 C-1,C7,C8
10 H-10 | 1,15(3H,d,J=6.2 Hz) 17.9 H9, H8 C8, C9
1’ - 165.7
2’ H-2" |5.84 (1H, dq, J=15.5,1.7 Hz) 122.5 H4’ C4’
3 H-3" |6.99 (1H, dq, J=15.5, 7 Hz) 145.3 H2’, H4’ Cl,c4
4’ H-4" | 1.89 (3H, dd,J=7, 1.7 Hz) 18.0 C2,C3
C1-OH 3.22 (1H, s) - C-1,C-6
C5-OH 3.19 (1H, d, J =7.0 Hz) - C-5,C-6
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Table S7. NMR Spectroscopic data of trichoarundinal B (18) ('H at 500 MHz, *C at 125 MHz).

Position | Proton 8u (Hz) s13C NOE HMBC
1 - 96.6
H-2 2.09 (1H, tt, J=14.2, 3.8 Hz)
2 22.9
H-2 1.77 (1H, m)
3 H-3 3.67 (1H,t, J=2.9 Hz) 72.0 H-2, H2", H-5 Cl, C4
H-4 1.64 (1H, m)
4 274
H-4 1.96 (1H, m)
s .50 3.91 (1H, s(br)) 0.5 H-3, g%mg, Cl. C6
6 H-6p 2.19 (1H, ddd, 13.5, 3.8, 2.5 Hz) 37.6
; H-7a. | 2.01(1H,ddd,J=13.5, 12, 11 Hz) - Cl1
H-78 1.93 (1H, m (superimposed)) Cl
8 H-8B 4.59 (1H, ddd, J=11, 9.8, 5 Hz) 73.4 H-6, H7f, H10 C1’, C10, C9
9 | H-9 413 (1H, dq, /= 9.8, 6.2 Hz) 634 | H7% }810’ HO- 8
10 H-10 1,17 3H, d, J= 6.2 Hz) 17.9
1 - 165.7
2 H-2’ 5.84 (1H, dq, J=15.5, 1.7 Hz) 122.5 Cl’,C4’
3 H-3’ 6.99 (1H, dq, J = 15.5, 7 Hz) 145.3 Cl’, C4’
4’ H-4’ 1.89 (3H, dd, J=7, 1.7 Hz) 18.0 H3'H2
C1-OH 3.91 (1H, s) -
C3-OH 2.27 (1H, s(br))
C5-OH 2.31(1H, s(br)) -
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Table S8. NMR Spectroscopic data of compound (19) ("H at 500 MHz, 3C at 125 MHz).

Position | Proton 8u (Hz) s13C NOESY HMBC
1 -
2 H-2 |5.90 (1H, dg, J=15.5, 1.7 Hz)
3 H-3 | 7.04 (1H, dq,J=15.5,7.0 Hz)
4 H-4 |1.89 (3H,dd,J=7.0, 1.7 Hz) H2, H3
T H-1'a | 3.91 (1H, dd, J=12.2, 5.0 Hz) H2’, H4
H-1'b |3.83 (1H, dd, J=12.2, 3.8 Hz)
2’ H-2'p | 4.8 (1H, td, J=5.0, 3.8 Hz) H4’
3 H-3° | 4.1 (1H, qd, J=6.5,5.0 Hz) H4’
4 H-4’ | 1.24 (3H,d, J=6.5 Hz) H2', H3’
Table S9. NMR Spectroscopic data of compound (20) ("H at 500 MHz, '3C at 125 MHz).
Position | Proton on (Hz) s13C NOE HMBC
1 - 165.4
2 H-2 |5.86 (1H, dg,J=15.5, 1.7 Hz) 122.1 Cl,C4
3 H-3 | 7.01 (1H, dg, J=15.5, 7.0 Hz) 145.9 C1, C4
4 H-4 |1.90(3H,dd,J=7.0,1.7 Hz) 18.1 H2, H3 C2,C3
" H-1'a | 4.28 (1H, dd, J=12.0, 3.5 Hz) 1 H2’ C2’, C3’, COCH;3
H-1'b | 4.20 (1H, dd, J = 12.0, 6.7 Hz) ' H2’ C2’, C3’, COCH;
X H2'B ié)l (1H, ddd, J=6.7, 5.0, 3.5 7.0 HI1’, H4 Cl.Cl", C3', C4’
3 H-3" | 5.11(1H, qd,J=6.5, 5.0 Hz) 68.7 H4’ Cl1’,C2’,C4’, COCH;3
4’ H-4" 1.27 3H, d, J= 6.5 Hz) 15.8 H3’ C2',C3’
CH3CO | CHs |2.04 (6H, s) 21.1,20.7
CHsCO - 170.7, 170.0
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Table S10. NMR Spectroscopic data of compound (21) ("H at 500 MHz, 3C at 125 MHz).
Position | Proton 8u (Hz) s13C NOE HMBC

1 - 167.1

2 H-2 5.90 (1H, dq, J=15.5, 1.7 Hz) 145.3 Cl,C4

3 H-3 | 7.03 (1H,dq,/J=15.5,7.0 Hz) 146.1 Cl1,C2,C4

4 H-4 1.89 3H, dd, J=7.0, 1.7 Hz) 18.06 H2, H3 C2,C3
H-1a H2’, H3’, H4~ Cl1,C27,C3’

1’ H1'b 4.28 (2H, d(br), J=5.0 Hz) 65.2

2’ H-2'B |3.75(1H, q,J= 5.0 Hz) 73.8 H4', HI" Cl’,C3",C4
H-3° |3.84(1H,dq,J=6.4,5.0 Hz) 68.4 H4’ Cl’,C2’, C4’

4’ H-4" | 1.23(3H,d,/J=6.4 Hz) 18.1 H1" ,H2’, H3’ C2',C3’

Table S11. NMR Spectroscopic data of compound (22) ("H at 500 MHz, 3C at 125 MHz).

Position | Proton on (Hz) s13C NOE HMBC

1 - 174.2

2 H-2 |2.35(1H,t,J=7.4Hz) 36.0

3 H-3 | 1.67 (1H, sext, J= 7.4 Hz) 18.4

4 H-4 [0.96 (3H,t,J=7.4Hz) 13.6 C2,C3

" H-1"a | 4.25(1H, dd, J=11.6, 4.0 Hz) 653 H2', H4’ Cl1,C2’,C3’
H-1'b | 4.21 (1H, dd, J=11.6, 6 Hz)

2’ H-2'p |3.75(1H, q,J= 5.0 Hz) 73.7 HI1’, H4 Cl’,C3’,C4
H-3" | 3.85(1H, q,/=5.0 Hz) 68.2 H4’ Cl,C2’,C4

4’ H-4" | 1.24(3H,d,J=6.5 Hz) 18.12 H2’, H3" C2',C3’
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Figure S1. Electronic Circular Dichroism spectra for compounds 6 and 14 in MeOH

S11



CD [mdeg]

10

. ,e'ﬁ"f \ AN S —
- Il'. /\
'| [
\ / :
-20 AN
II
i I|| ./
I |||
||
401 |/
II J'
60 | |
200 300
Wavelength [nm]
—— ECD spectrum for6 —— ECD spectrum for 15

Figure S2. Electronic Circular Dichroism spectra for compounds 6 and 15 in MeOH

S12

400



OAc O

8.0

7.5

7.0

Figure S3. 'H NMR Spectrum of aspinolide H (12) (CDCl3 at 500 MHz)

S13

1.0

0.5

0.0



OAc O

‘||| e ey e i ‘|I IR A \’ AN At Bl A\

I LU A k(AL
BYULLLL L) Uy Py WOT DY TRy Ty Ao \ ILCLA L L UL A LG DTNV TWhary L]}

210 200 190 180 170 160 150 140 130 120 110 100 90 8
1 (ppm)

0O 70 60 50 40 30 20 10 O
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Figure S5. 'H NMR Spectrum of aspinolide I (13) (CDCI; at 500 MHz)
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Figure S6. °C NMR Spectrum of aspinolide I (13) (CDCI; at 500 MHz)
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Figure S7. 'H NMR Spectrum of aspinolide J (14) (CDCI; at 500 MHz)
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Figure S8. °C NMR Spectrum of aspinolide J (14) (CDCl; at 500 MHz)
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Figure S9. 'H NMR Spectrum of arundinolide A (15) (CDCl; at 500 MHz)
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Figure S10. °C NMR Spectrum of arundinolide A (15) (CDCl; at 500 MHz)
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Figure S11. 'H NMR Spectrum of arundinolide B (16) (CDCl; at 500 MHz)
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Figure S14. 3C NMR Spectrum of trichoarundinal A (17) (CDCl; at 500 MHz)
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Figure S16. °C NMR Spectrum of trichoarundinal B (18) (CDCIs at 500 MHz)
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Figure 18. 'H NMR Spectrum of diacetyl derivative (20) ) (CDCl; at 500 MHz)
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Figure 19. °C NMR Spectrum of diacetyl derivative (20) ) (CDCls at 500 MHz)
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Figure 21. °C NMR Spectrum of (E)-(2S,3R)-2",3 -dihydroxybutyl but-2-enoate (21) (CDCl3 at 500 MHz)
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Figure 22. 'H NMR Spectrum of (2S,3R)-2",3 -dihydroxybutyl butyrate (22) (CDCl; at 500 MHz)
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Figure 23. °C NMR Spectrum of (2S,3R)-2",3 -dihydroxybutyl butyrate (22) (CDCl; at 500 MHz)
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