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Table S1 NMR spectral data of 2 in CDCl;

Position 3 JHz 'H-'H cosy NOESY® 3¢ HMBC (C)°
166.2 (s)
566 d  16.4(4) 4 58,9 1246 (d) 2,5
4 683 ddd 16.4(3), 10.8 (58), 6.0 (50) 3,50, 56 6 1452 (d) 2
50 253  ddd 13.2(5p), 6.0 (4), 1.8 (6) 4,58 15 400 () 3
5B 225 ddd 132 (50), 12.6 (6), 10.8 (4) 4,5a, 6 3,15 3,4,6
6 531 dgd 12.6 (5B), 6.6 (15), 1.8 (51) 5B, 15 4 69.9 (d)
8 169.0 (s)
9 359 d  36(10) 10 3,1, 7A 526 (d) 8 11,5,6
10 481 d  36(9) 9 12,5-CHy, 4 524 (d) 811,2,3
1 208.0 (s)
12 456 dd 9.0 (12-OH), 8.4 (13) 13a, 12-OH 10 75.1 (d) 11,14
13a 193  ddd 15.0(13p), 8.4 (12), 2.4 (14) 12,13p 16 373 () 1
138 260 ddd  15.0 (130), 11.4 (14), 1.2 (12) 13a, 14 16 14
14 525  dgd  11.4 (13p), 6.6 (16), 2.4 (130) 13,16 65.8 (d)
15 140 d  66(5) 6 501, 5B 205 (q) 5,6
16 127 d  66(14) 14 13, 138 203 (q) 13,14
12-OH 331 brd 9.0(12) 12
T'(NH) 584 s 9,9 3,5,6,7
2 165.4 (s)
3 68.6 (s)
4(NH) 626 s 10, S-CH;, 6
5 169.5 (s)
6 622 (s)
7A 299 d  144(7B) 7B 9,9 342 () 9,5,6,8,9
7B 356 d 144 (TA) 7A 9 9,5,6,8,9
g 125.0 (s)
g 690 d  84(10) 10 1,7A, 7B 1316 (d) 7,11
10 730 d  84(9) g9 12 1156 (d) 8,11
1 158.7 (5)
12 451 d  6.0(13) 13 10, 16 64.8 (f) 11,13,14
13 550 brt 6.0(12) 12 15 1195 (d) 16
14 1385 (5)
15 181 s 13 258 (q) 13,14,16
16 176 s 12 182 (q) 13,1415
S-CHy 234 s 10,4 124 (@ 3

a'H chemical shift values (& ppm from SiMe,) followed by multiplicity and then the coupling constants (J /Hz). Figures in parentheses indicate the

proton coupling with that position. b The correlations with geminal and vicinal protones are removed. ¢ Long range *H-3C correlations from H to
C observed in the HMBC experiment.



Table S2

NMR spectral data of 3 in MeOH-d ,

Position 3 JIHz 'H'H cosy NOESY? 8¢ HMBC (C)°
2 166.9 (s)
578 d  16.2(4) 4 50, 126.8 (d) 2,5
668 ddd 16.4(3),12.0 (50), 4.2 (5p) 3, 50, 58 6 1460 (d) 2.5
50 227 ddd 13.2 (5p), 12.0 (4), 12.0 () 4,5p,6 3,15 420 () 3,4,6,15
5B 258 ddd 132 (5a), 4.2 (6), 4.2 (4) 4,50 15
529 dgd  12.0 (50), 6.0 (15), 4.2 (5p) 50, 15 4 70.1 (d)
167.8 (s)
608 dd 156 (10), 0.6 (12) 10 11,5 1252 (d) 811
10 677 dd  15.6(9),6.0 (11) 9,11 12, 130, 147.2 (d) 8,9 11
11 396 ddd 9.0(12),6.0 (11), 0.6 (9) 10,12 9,13, 1" 838 (d) 910,12, 1
12 376  ddd 9.0 (11), 6.6 (13p), 1.2 (1301) 138 10, 16 726 (d) 10,11,13, 14
130 192 dd  16.2 (138), 4.2 (14) 14, 13p 10, 11 371 (1) 11,14,16
13p 148  ddd  16.2 (13), 6.6 (12), 2.4 (14) 12, 13a. 16 12
14 513  qdd 6.6 (16), 4.2 (13), 2.4 (13B) 130, 16 69.7 (d) 12
15 1.36 6.0 (6) 6 50, 58 206 (q) 5,6
16 1.33 6.6 (14) 14 12,13p 184 (q) 13,14
5.00 3.6(2) 2 11 1029 (d) 11,2,5
2 343  dd 9.6(3),36(1) 1,3 4 739 (d) 3
3 367 dd  9.6(2),96(4) 2.4 5 751 (d) 2,45
334  dd  102(5),96(3) 3,5 2.6 714 (d) 3,56
355 dt  10.2(4),3.6(6) 4,6 9,3 74.3 (d)
364 d  36() 5 4 621 () 4,5

a'H chemical shift values (8 ppm from SiMe,) followed by multiplicity and then the coupling constants (J /Hz). Figures in parentheses indicate the

proton coupling with that position. b The correlations with geminal and vicinal protones are removed. ¢ Long range *H-"3C correlations from H to
C observed in the HMBC experiment.



Figure S1 14-membered macrodiolides associated to halosmysins
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Figure S2 'H NMR spectrum of 2 in CDCls

135D-4C26-29-V

Sample Name:

Data Collected on:
Agilent-NMR-vnmrs600

Archive directory:

Sample directory:

FidFile: PROTON

Pulse Sequence: PROTON (s2pul)

Solvent: cdcl3
Data collected on: Mar 7 2019

7 6 5 4 3 2 1 pPpm
Ce —r — —_— - e e e L
.34 2.01 2.10 4.44 6.41 2.52 5.09 2.83 9.82

6.25 2.21 2.23 2.04 5.84 2.48 10.25 14.00 15.13
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Figure S3 ¥*C NMR spectrum of 2 in CDCls
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Data Collected on:
Agilent-NMR-vnmrs600
Archive directory:

Sample directory:
FidFile: CARBON

Pulse Sequence: CARBON (s2pul)
Solvent: cdcl3
Data collected on: Mar 7 2019
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135D-4C26-29-V
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31370.5
28865.5
25561.7
25486.6
25069.3
24956.0
23937.6
23366.6
21899.6
21126.3
20891.6
19848.9
18862.9
18795.9
18021.4
17441.1
11646.2
11615.0
11582.6
11324.8
10591.9
10541.1
10351.5
9928.4
9777.0
9375.9
7939.0
7902.0
6028.2
5631.7
5154.3
4977.4
4479.2
3896.6
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2748.7
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207.967
191.360
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168.960
166.194
165.443
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140.054
138.498
131.586
125.049
124.605
119.470
115.623
77.207
77.000
76.785
75.077
70.218
69.881
68.624
65.819
64.815
62.156
52.631
52.385
39.963
37.335
34.170
32.997
29.69%4
25.832
20.475
20.284
18.222
12.406

HEIGHT
15.1
-7.6
12.5
15.8
14.9
16.2
10.9
-6.9
15.8
-7.0
13.2
55.4
12.5
24.3
27.0
54.0

3903.0

4264.6

4182.1
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15.5
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Figure S4 'H-H COSY of 2

135D-4C26-29-V

exp23 gCOSY

SAMPLE
date Mar 8 2019
solvent cacla
sample
ACQUISITION
aw 4734.8
at 0.150
ap 1420
b 4000
e 32
a 1.000
nt 16
2D ACQUISITION
sl 4734.8
ni 256
a2 0
PRESATURATION
satmode o
wet n
TRANSMITTER
tn H
sfrq 559.898
tof -711.5
tpwr 58
P 5.600
GRADIENTS
gz1viE 5102
gtE 0.001000
EDratio 1.000
gstab 0.000500
DECOUPLER
dn 13
dm ann

FLAGS

hs no
sspul y
hsglvl €120

SPECIAL
temp not used
gain 56
spin ]
P2 PROCESSING
sb -0.07%
sbe not used
a 2048
P1 PROCESSING
sbl -0.027
sbel not used
procl 1p
n1 2048
DISPLAY
3 388.1
wp 4254.0
spl 382.7
wpl 4258.6
1 78.9
rtp ]
rfll 78.9
rtpl 0
PLOT

we 200.0
sc 0
wez 200.0
scz 0
vE 128
th 2
al  av

e Ly L_L»JUMULL

F2
(ppm)

o

Fl (ppm)
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135D-4C26-29-V

exp23  gCOSY
SRMPLE
date Mar & 2019
solvent cdcl3
sample
ACQUISITION
ow 4734.8
at 0.150
Bp 1420
b 4000
88 EH
d1 1.000
nt 16
2D ACQUISITION
swl 47348
ni 256
d2 0
PRESATURATION
satmode B
wet n
TRANSMITTER
tn Hl
sfrq 599.898
tof -711.5
tpwr 58
P $.600
GRADIENTS
griviE 5102
gtE 0.001000
EDratio 1.000
gstab 0.000500
DECOUPLER

dn c3
dm nnn

FLAGS
hs nn
sspul y
hsglvl 6120
SPECIAL
temp not used
gain 56
epin o
P2 PROCESSING
sb 0.075
sbs not used
tn 2048
F1 PROCESSING
sb1 -0.027
sbsl not used I.ILLW
procl 1p
£n1 2048
DISPLAY
sp 2408.7
P 2113.1 )
spl 614.7
wpl 1902.6
rfl 78.9
Ttp 0
rell 78.9
rfpl o
PLOT
we 250.0
sc °
we2 200.0
sc2 o
ve 128
th 2
ai  av —
e

4

i

F2
(ppm)

F1 (ppm)

i gl
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135D-4C26-29-V

exp23  gCOSY
SAMPLE FLAGS

dste Mar & 2015 hs an
solvent cdc13  sepul y
sample heglvl 6120

ACQUISITION SPECIAL = =
aw 4734.8 temp not used E
at 0.150 gain 56
ap 1420 spin o
@ 4000 P2 PROCESSING F2 :
s 32 s -0.075 (ppm) i)
a1 1.000 sbe not used g
at 1% fn 2048

2D ACQUISITION P1 PROCESSING 1.4 8
a1 4734.5 sbl -0.027
ni 256 sbel not used
az o proci 1p

PRESATURATION fnl 2048 1.6
satmode n DISFLAY /v w
et n sp 6886

TRANSMITTER v 1604.5 ¥
tn H spl 674.8 7 1.8 m Aw i
sfrq 555.858 wpl 3832.6
tof -5 el 8.8
tpwr S8 rfp 0 @ @ ¥
P $.600 rfl1 8.8
GRADIENTS rep1 o 2.0
gslviE s102 proT
otE 0.001000 we 250.0
EDratic 1.000 sc °
astab 0.000500 we2 200.0 + X L f
DECOUPLER sc2 o B ¢
an €13 va 120 ]
an ann th 2 ¢ :
ai  av 2.4 -
(=) "

F1 (ppm)
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Figure S5 NOESY of 2

135D-4C26-29-V

exp24 NOESY

SAupLE
date Mar 7 2019
solvent cdel3
sample
ACQUISITION
W 4807.7
at 0.150
np 1442
£ 4000
s8 2
a 1.300
at 16
2D ACQUISITION
awl 4807.7
ni 256
TRANSMITTER
tn H1
sfrq 595.898
tof -728.6
tpwr 8
L o $.600
NOESY
mixN 0.800
PRESATURATION
satmode n
wet a
DECOUPLER
én c13
dm nnn

FLAGS
hs nn
espul y
PFGflg y
hsglvl 6120
SPECIAL
temp not used
gain 56
spin [}
F2 PROCESSING
gt 0.060
gts not used
fn 2048
F1 PROCESSING
gf1 0.022
gfsl not used
procl 1p
fnl 2048
DISPLAY
=p 393.4
p 4277.2
sp1 174.6
wpl 4286.5
rl 132.4
tfp [
rfll 132.4
repl 0
PLOT
we 200.0
&8c o
we2 200.0
sc2 [
vs 916
th 2
ai  ph

F2
(ppm)

n

n

g !

ppm)
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135D-4C26-29-V

exp24  NOESY

SAMPLE
date Mar 7 2019
solvent cdeld
sample
ACQUISITION
ew 4807.7
at 0.150
np 1442
£ 4000
58 a2
a1 1.300
nt 16
2D ACQUISITION
vl 4807.7
ni 256
TRANSMITTER
tn "0
strq 599.898
tof -728.6
tpwr se
Pw 9.600
NOESY
mixN 0.800
PRESATURATION
satmode n
wet. n
DECOUPLER

dn 3
dm nnn

FLAGS
hs no
sspul b'a
PFGElg y
heglvl €120
SPECIAL
temp not used
gain 56
spin [
P2 PROCESSING
gt 0.060
gts not used
fn 2048
F1l PROCESSING
gf1 0.022
gfsl not used
proci 1p
£n1 2048
DISPLAY
sp 2567.2
wp 2000.1
spl £46.9
wpl 3925.0
rfl 132.4
rfp °
rfl1 132.4
ripl o
PLOT

we 250.0
sc o
we2 200.0
sc2 o
ve 916
th 2
ai ph

L

i .

L

I 195 s 14

F1 (ppm)

- | %

— Y -
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135D-4C26-25-V

exp24  NOESY
SAMPLE
date Mar 7 2019
solvent cdcl3
sample
ACQUISITION
v 4807.7
at 0.150
np 1442
b 4000
58 32
a1 1.300
nt 16
2D ACQUISITION
owl 4807.7
ni 256
TRANSMITTER
to H1
sfrq 555.898
tof -728.6
tpwr 58
o 9.600
NOESY
mixN 0.800
PRESATURATION
satmode n
wet a
DECOUPLER
dn c13
dm non

PLAGS
hs nn
sspul y
PFGflg y
hegivl 6120
SPECIAL
temp not used
gain L
spin [
P2 PROCESSING
gt 0.060
gts not used
fn 2048
F1 PROCESSING
gf1 0.022
gfel not used
procl 1p
a1l 2048
DISPLAY
sp 2571.8
5 1981.3
spl §65.7
wpl 1572.8
rfl 132.4
Tfp 0
rfll 132.4
repl 0
PLOT
we 250.0
5c 0
wc2 200.0
sc2 °
ve 916
th 2
ai  ph

|

L

F2
(ppm)

s
o
w
'
w
~
w
°o
[
@®
»
Y

|
0

2.4

(¥}
[N}
[N}
o

Fl1 (ppm)

0

)
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Figure S6 HMQC of 2

135D-4026-25-V

exp25  gHSQCAD

SAMPLE

date  Mar
solvent
sample

8 2018
cdcl3

ACQUISITION

o
at
"p
b
s
a
at

4807.7
0.150

FLAGS

2D ACQUISITION
a1 24434.5
ni s12
phase arrayed
PRESATURATION
satmode n
wat n
TRANSMITTER
tn H1
strq 85,858
tof -726.6
tpwe s&
P 5.600
DECOUPLER
dn c13
dot 2380.0
am nny
decwave WA OnePro-
be
dmg 35088
dpwr €0
pwxivi 59
pwx 9.800
HSQC
Jixh 146.0
nullflg y
mult 2
ADIABATIC
pwx180ad OneProbe -
ad300
pw¥x1£0adR OneProbe-
ad300R
Pwx180 400.0
Pwx1v11e0 54
pwx180ref OneProbe-
re£200
Pwx180x 1998.8
pwxlvi180r 4

gstab
F2 P
1b
of
ats
fn
P1 P
b1
9t
gfsl
procl
£n1

sp
wp
spl
wpl
rfl
rfp
rfl1
repl

we
sc
we2
sc2
ve

0.000500
ROCESSING

0.30

0.070

not used

40

ROCESSING

0.32

0.008

Bh

ACQUISITION ARRAYS
array
arraydim

i

o

110
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135D-4C26-29-V

exp2S  gHSQCAD

SAMPLE
date Mar & 2018
solvent cdel3
sample
ACQUISITION
sw 4807.7
at 0.150
np 1442
£ 4000
ss 32
a 1.500
nt L]
2D ACQUISITION
swl 24434.9
ni s12
phase arrayed
PRESATURATION
satmode n
wet n
TRANSMITTER
tn HL
sfrq 595.898
tof -728.6
tpwr 58
v .600
DECOUPLER
an c13
dot -2360.0
am nny
decwave W40_OnePro-
be
dnt 35088
dpwr 40
pwxlvl 55
pwx 9.800
ESQC
jixh 146.0
nullflg y
mult 2
ADIABATIC
pwx180ad OneProbe -
ad300
pwx160adR OneProbe-
_ad300R
pwx180 400.0
pwx1vi80

Pwx180x
Pwxivli60r 46

spin ]
GRADIENTS
gzlviE 5102
gtE 0.002000
EDratic 3.978
gstab 0.000500
P2 PROCESSING
1ib 0.30
of 0.070
gfs not used
n 4056
F1 PROCESSING
11 0.32
gf1 0.008
gfsl not used
procl 1p
£fnl 2048
DISPLAY
sp s10.8
wp 1763.0
spl 1679.0
wpl 4533.8
rfl 132.4
rfp [}
rfl1 301.6
repl 3
PLOT

we 250.0
sc o
we2 200.0
sc2 [
vs 48E7
th 2
ai  ph

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

F2
(ppm}

]
-
o
]
@ .
——
-
—
e —
=2
40 38 36 34 32 30 28 26

o

~

—
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Figure ST HMBC of 2

135D-4C26-29-V

exp26  GHMBCAD

SAMPLE
date Mar § 2018
solvent cdel3
sample

ACQUISITION
v 4807
at 0.150
op 1442
b 4000
= 2
a
nt

2D
swl
ni
phase arrayed

PRESATURATION
satmode n
wet n

TRANSMITTER
tn H1
sfrq 599.898
tot 728.6
tpwr 58
P 9.600

DECOUFLER

non

be
15088
40
58

5.800

HMBC
jixh 146.0
jnxh g.0
ADIABATCIC
pwx180ad OneProbe

pwx1v11Eo 54
PWX180 400.0

0_OnePro-

FLAGS
he an
spul y
PPGElg y
hsglvl 6120
SPEC
temp not used
gain 52
spin [
GRADIENTS
gzlvll 510
1 0.001000
1vly 1530
3 9.001000
sta 0.000500
F2 PROCESSING

th

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2 S

o
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135D-4C26-29-V

exp26 gHMBCAD

SAMPLE
date Mar 8 2015
solvent cdel3
sample
ACQUISITION
ow 4807.7
at 0.150
np 1442
1 4000
se 2
a1 1.500
nt 32
2D ACQUISITION
35746.2
512
arrayed
PRESATURATION
satmode &
wet n
TRANSMITTER
tn H
sfrq 595,898
tof -728.6
tpwr 58
pw $.600
DECOUPLER
dn c12
dot 3279.7
am nan
decwave W40 OnePro-
be
dme 35088
apwr 40
pwxlvl ss
pwx 9.800
HMBC
jixh 146.0
jnxh 6.0
ADIABATCIC
pwx180ad OneProbe_-
2d200
pwx1v1180 54
PWX180 400.0

FLAGS
he an
sspul y
PPGElg y
hsglvl 6120

GRADIENTS
gzlvil s10
gt1 0.001000
gzlvis 1530
gt3 0.001000
gstab 0.000500
P2 PROCESSING
sb -0.078
sbe not used
£n 4096
F1 PROCESSING
gf1 0.005
gfs1 not used
procl 1p
fn1 2048
DISPLAY
p 661.0
wp 1617.4
spl 1971.5
wpl 29916.5
rfl 132.4
rfp [}
el 297.5
rfpl 0
PLOT

we 250.0
sc 0
we2 200.0
sc2 [}
vs 2219
th 2
ai av

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

—_——l,

Il

[N}

(¥}

(X}

(¥}

X}

6

0

8

0

eo
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135D-4C26-29-V

exp26 gHMBCAD

SAMPLE

date Mar € 2019

sclvent cdel3
sample

ACQUISITION

v 4807.7

at 0.150

1442

4000

32

1.500

a2

2D ACQUISITION

swl 35746.2
ni s12
phase arrayed
PRESATURATION
satmode o
wet n
TRANSMITTER
tn HL
sfrq 595,698
tof -728.6
tpwr 56
v 9.600
DECOUPLER
dn c13
dot 3279.7
dm ann
decwave W40 OnePro-
be
dmt 35088
dpwr 40
pwxlvl 59
Pwx 2.800
HMBC
Jixh 146.0
jnxh 8.0
ADIABATCIC
pwx180ad OneProbe -
ad300
Pwx1v1180 54
Pwx180 400.0

FLAGS
hs nn
spul y
PPGElg y
hsglvl 6120
SPECIAL
temp not used
gain 52
spin °
GRADIENTS
gzlvil 510
gr1 0.001000
gzlvis 1530
gt3 0.001000
gstab 0.000500
P2 PROCESSING
sb -0.075
sbs not used
fn 4086
P1 PROCESSING
gf1 0.005
gfsl not used
procl p
£n1 2048
DISPLAY
sp 496.7
p 4141.0
spl 17086.9
wpl 8901.6
rel 132.4
rip [}
re11 297.5
repl [
PLOT
we 250.0
sc [
we2 200.0
sc2 [
ve 219
th 2
ai av

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

L

|1

F2
(ppm)

<

160

185

wn

w

wn

w

wn
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135D-4C26-29-V

exp26  gHMBCAD

SAMPLE
date Mar € 201%
solvent cdel3
sample
ACQUISITION
W 4807.7
at 0.150
np 1442
b 4000
s 32
a1 1.500
nt 32
2D ACQUISITION
swl 35746.2
ni 512
phase arrayed
FPRESATURATION
satmode n
wet n
TRANSMITTER
tn H1
sfrq 599.8¢8
tof -728.6
tpwr se
v $.600
LER
dn c13
dot 3279.7
dnm non
decwave W40 OnePro-
be
dme 35088
dpwr 40
pwxlvl 59
pwx 9.800
HMBC
j1xh 1
jnxh
ADIABATCIC
pwx180ad OneProbe -
ad300
pwxlvl1so S¢
Pwx180 400.0

FLAGS
hs nn
sspul y
PFGElg v
hsglvl §120
SPECIAL
temp not used
gain 52
spin 0
GRADIENTS
gzlvil 510
gt1 0.001000
gzlvil 1530
gt3 0.001000
gstab 0.000500
P2 PROCESSING
sb -0.075
sbs not used
£n 4096
P1 PROCESSING
gfl 0.005
gfsl not used
procl 1p
fn1 2048
DISPLAY
=p 2562.5
vp 2011.8
pl 2111.2
wpl 29776.9
rfl 132.4
rfp 0
r£11 297.5
fpl 0
PLOT
we 250.0
sc 0
we2 200.0
sc2 (]
vs 2219
th 2
ai av

ACQUISITION ARRAYS

array phase
arraydim 1024
1 phase
1 1
2 2

L}
w

180

]

=)

e
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135D-4C26-29-V

expls  gHMBCAD

SAMPLE PLAGS ACQUISITION ARRAYS
date Mar & 2015 array
solvent cdel3 arraydim 1024
sample
ACQUISITION 1 phase
8w 4807.7 1 1
at 0.150 2 2
np 1442
Y 4000 F2
32
a1 1.500 (ppm)
nt 32 gtl 0.001000 =)
2D ACQUISITION  gzlvl3 1530
swl 35746.2 gt3 0.001000
ni 512 gstab 0.000500
phase arrayed  F2 PROCESSING )
PRESATURATION sb -0.075 2
tmode n sbs not used
n fn 4096
TRANSMITTER F1 PROCESSING
tn B g1 0.005
sfrg 599.898 gtfsl not used
tof -728.6 procl 1p
tpwr S8 fnl 2048
v 5.600 DISPLAY 3
DECOUPLER sp 496.7
an €13 wp 4141.0
dof 3279.7 spl 2250.8
am nnn wpl 9704.5
decwave W40 OnePro- rfl 132.4
be rfp [}
dmt 35088 rfll 257.5
dpwr 40 rfpl o
pwxlvl 59 PLOT 4
pwx $.800 we 250.0
EMBC sc 0
jixh 146.0 we2 200.0
jnxh 8.0 sc2 [ —_—
ADIRBATCIC ve 2219
pwx180ad OneProbe - th 9 e W
2d300 i av
pwx1v1180 54 s
Pwx160 400.0
=
— =S
6
—
P
<>
=,
— <>
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Figure S8 FABMS of 2

[ Mass Spectrum 1]

Data : 19803835 Date : 15-Mar-20@19 17:39
Sample: 135D-4 C26-28V

Note : Matrix; G

Inlet : Direct Ion Mode : FAB+

Spectrum Type : Normal Ion [MF-Linear]

RT : 1.73 min Scan# : (18,20)-k((38,48))[k=1.08]

BP : msz 115.0000 Int. : 22.62

Output m7z range : 20.000@ to 750.02000 Cut Level : 0.00 %

237158 115
180 — i

30

80

41

60 - 171 615

R 333

1 28?7
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20 313

383 435 547 383
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70?7

729

700 750
m/z

26



[ Mass Spectrum ] Page: 1
Data : 1903095 Date : 15-Mar-2019 17:39

Sample: 135D-4 C26-29V

Note : Matrix; G

Inlet : Direct Ion Mode : FAB+

Spectrum Type : Normal Ion [MF-Linear]

RT : 1.73 min Scan# : (10,20)-k((30,40)) [k=1.0]

BP : m/z 115.0000 met. 3y 122,62

Output m/z range : 20.0000 to 750.0000 Cut Level : 10.00 %

m/z Int. Norm. m/z Int. Norm.
23.0000 4.75 21.00 332.0000 2.45 10.85
39.0000 3.33 14.72 333.0000 10.30 45.55
41.0000 15.86 70.10 334.0000 3.88 17,45
53.0000 3.93 17.38 547.0000 2.36 10.44
55.0000 5.10 22.56 569.0000 2.42 10.69
65.0000 2.43 10.74 615.0000 13.219 58.31
67.0000 6.86 30.32 616.0000 5..90 26.10
69.0000 20.82 92.06 617.0000 4.19 1852
77.0000 2.84 1256 637.0000 313 13.84
79.0000 4.71 20.84 707.0000 3.04 13:45
81.0000 6:17 27.30
83.0000 3.47 15.32
91.0000 4.08 18.03
95.0000 4.99 22.07
97.0000 3.36 14.85

107.0000 20.01 88.45

108.0000 3.66 16.18

109.0000 4.26 18.85

113.0000 3.40 15,03

115.0000 22.62 100.00

119.0000 2.63 11.65

121.0000 3.61 15.97

125.0000 2.9, 16.42

127.0000 2.45 10.85

128.0000 2.44 10.78

131.0000 2.32 10.28

133.0000 236 10.43

141.0000 2337 10.47

154.0000 2.94 13.02

155.0000 2.86 12.65

157.0000 2.86 12.64

159.0000 2.76 12.20

171.0000 12.90 5702

172.0000 2.82 12.45

173.0000 4.74 20.96

174.0000 2.35 10.38

175.0000 4.22 18.66

176.0000 2,52 11515

207.0000 9.35 41.34

218.0000 3.34 14.77

219.0000 4.37 19.31

221.0000 6.63 29.32

223.0000 4.71 20.82

248.0000 2.48 10.96

249.0000 2.38 10.52

264.0000 7.49 3300

265.0000 7169 34.02

266.0000 2.57 11.34

283.0000 2,91 12.85

313.0000 3.96 17.51
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[ Elemental Composition ] Page:
Data : 1904044 Date : 11-Apr-2019 18:01

Sample: 135D-4 C26-29 V

Note : Matrix; G

Inlet : Direct Ion Mode : FAB+

RT : 6.47 min Scan#: (50,55)

Elements : C 35/25, H 45/35, N 4/0, O 12/0, S 1/0

Mass Tolerance : 20ppm, 2mmu if m/z > 100

Unsaturation (U.S.) : -1.0 - 40.0

Observed m/z Int% Err[ppm / mmu] U.S. Composition
615.2378 100.0 +0.3 / +0.2 14.5 C31 H39N2O9S
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Figure S10 'H NMR spectrum of 3 in MeOH-ds

117D-1 135D-4 C20-9-1IV

Sample Name:

Data Collected on:
Agilent-NMR-vnmrs600

Archive directory:

Sample directory:

FidFile: PROTON

Pulse Sequence: PROTON (s2pul)

Solvent: cd3od
Data collected on: Jul 1 2019

i
T T 2 T ﬁ T T T T _ T T T 7 L LT B ﬁ T T % T T * T T T T T 4 T 3 T _ T T
9 8 7 6 5 4 2 1 ppm
_— e e - e e b
6.32 3.08 3.24 2.78 25.47 4.75 4.48
2.99 3.16 2.96 3.47 3.89 4.03 29.38
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wdd
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Figure S11 3C NMR spectrum of 3 in MeOH-d

117D-1 135D-4 C20-9-IV

Sample Name:

Data Collected on:
Agilent-NMR-vnmrs600

Archive directory:

Sample directory:

FidFile: CARBON

Pulse Sequence: CARBON (s2pul)

Solvent: cd3od
Data collected on: Jul 1 2019

180 160
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120

100

40
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117D-1 135D-4 C20-9-IV
FREQUENCY PPM

INDEX

WOV AL R WN

25316.9
25174.7
22196.9
22029.3
19127.8
18888.5
15528.1
12644.0
11323.9
11211.7
11141.2
10958.6
10764.4
10574.8
10512.4
9370.3
7483.7
7462.9
7441.0
7420.2
7398.2
7377.4
7355.4
7334.6
6342.8
5592.6
3108.4
2782.4

167.835
166.892
147.151
146.040
126.805
125.219
102.941
83.821
75.070
74.327
73.859
72.648
71.361
70.104
69.690
62.119
49.612
49.474
49.329
49.191
49.045
48.907
48.762
48.624
42.049
37.075
20.607
18.446

HEIGHT
21.7
18.1
25.7
26.3
31.9
29.4
33.4
30.2
33.9
28.4
33.2
26.1
31.1
37.2
25.5
24.4
13.5

665.9

1572.9

3779.8

3878.7

3692.4

1810.0

589.1
29.5
25.6
38.9
30.2
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117D-1 135D-4 C20-9-IV
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117D-1 135D-4 C20-9-IV
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Figure S12 'H-'H COSY of 3

117D-1 135D-4 C€20-9-
exp23  gCOSY
SAMPLE
date Jul 1 2019
solvent cdlod
sample
ACQUISITION
= 4432.6
at 0.150
np 1330
0 4000
s 32
a 1.000
nt 8
2D ACQUISITION
vl 4432.6
ot 256
az °
PRESATURATION
satmode n
wet n
TRANSMITTER
tn H
sfrq 599.900
tof -867.4
tpwr se
v 9.600
GRADIENTS
gslviz 5102
gtE 0.001000
EDratio 1.000
getab 0.000500
DECOUPLER
dn c13
dm nnn

w
FLAGS
hs nn
sspul y
hsglvl §120
SPECIAL
temp not used
gain “
epin o
F2 PROCESSING
b -0.078
sbe not used
tn 2048
F1 PROCESSING
b1 -0.029
sbsl not used
procl 1p
fn1 2048
DISPLAY
s 535.6
e 3696.7
pl 544.3
wpl 3688.1
rfl €3.4
rtp 0
11 83.4
repl o
PLOT
we 200.0
sc 0
we2 200.0
sc2 o
ve 751
th 2

n

=20

a
Q 4
(=]
. of
o Qs
13
8o
-]
® &
&
e
i
ﬁam =3
o
8
@ (9]
~
€ o
o B
B L B
6.5 6.0 5.5 5.0 4.5 4.0 3.9

=&
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117D-1 135D-4 C20-9-IV

exp23  gCOSY
SAMPLE PLAGS
date Jul 1 2019 hs an
solvent cdlod sspul y
sample haglvl 6120
ACQUISITION SPECIAL
aw 4432.6 temp not used
at 0.150 gain 4
ap 1330 spin 0 -
b 4000 P2 PROCESSING F2
ss 32 e -0.075 ( )
a 1.000 sbs not used i 1
at 8 fn 2048
E) 28
swl 4432.6 sbl -0.029 3 —m
ni 256 sbsl not used 5.0 ¥
a2 0 procl 1p B
PRESATURATION £n1 2048
satmode n DISPLAY
wet a sp 2793.5
TRANSMITTER wp 1398.2 5.2
ta Hl spl 700.1 L
sfrq 599.900 wpl 3519.3 %
tof -867.4 xfl 83.4 1
tpwr 58 rfp 0
v $.600 rfll €3.4 5.4
GRADIENTS rfpl 0 a
gziviE 5102 PLOT
gty 0.001000 we 250.0
EDratio 1.000 sc °
gstab 0.000500 we2 200.0 5.6
DECOUPLER sc2 ] N
dn ci3 vs 751
am non  th 2
oS m ® 0
= ")
5.8 =
el
6.0
e o 1 -
6.2
6.4
6.6 m
s -
&)
6.8 & %
7.0 6.5 6.0 5.5 5.0 4.5 4.0

F1 (ppm)

cD

40



117D-1 135D-4 C20-9-1IV

exp23  gCOSY
SAMPLE PLAGS
date Jul 1 2019 hs nn
solvent cdlod sspul y
sample hsglvl 6120
ACQUISITION SPECIAL
s 4432.6 temp not used
at 0.150 gain a“
np 1330 spin °
1Y 4000 P2 PROCESSING
ss 32 sb -0.078
a1 1.000 sbs not used
nt & fn 2048
0 2
sl 4432.6 sbl -0.029
ni 256 sbsl not used
a2 0 proecl 1p
PRESATURATION a1 2048
satmode n DISPLAY
wet n sp 674.1
TRANSMITTER o 1826.7
tn Hl spl 678.4
sfrg 599.900 wpl 1831.1
tof -867.4 rfl 83.4
tpwr 58 rfp ]
v 9.600 rfll 83.4
GRADIENTS rfpl [}
gzlviE 5102 PLOT
gtE 0.001000 we 200.0
EDratio 1.000 sc [
gstab 0.000500 wec2 200.0
DECOUPLER sc2 °
dn c13 vs 751
am ann th 2

ai cdc av

il

b

41



Figure S13 NOESY of 3

117D-1 135D-4 C20-9-IV

exp24 NOESY

SAMPLE
date Jul 1 2019
solvent cdlcd
sample
ACQUISITION
™ 4771.0
at 0.150
ap 1432
b 4000
s 32
a1 1.300
at 16
2D ACQUISITION
awl 4771.0
ai 256
TRANSKITTER
to H1
strq 595.900
tof -684.0
tpwr s8
v $.600
NOESY
pres 0.800
PRESATURATION
satmode n
wet n
DECOUPLER
dn €3
am nnn

FLAGS
hs nn
sspul y
PPGElg y
hsglvl 6120
SPECTAL
temp not used
gain 4“
spin 0
F2 PROCESSING
gt 0.060
afs not used
tn 2048
F1 PROCESSING
gf1 0.022
gfsl not used
procl 1p
fn1 2048
DISPLAY
» s31.8
e 3694.7
spl 541.2
wpl 3685.4
rfl 69.2
rfp 0
rf11 69.2
rpl ]
PLOT

we 200.0
sc 0
we2 200.0
sc2 o
va 35060
th 2
ai cdc ph

w

w

Fl

(ppm)

~

v

o
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117D-1 135D-4 €20-9-IV

exp24 NOESY

SAMPLE
date Jul 1 2019
solvent cdlod
sample
ACQUISITION
aw 4771.0
at 0.150
np 1432
b 4000
s 32
a 1.300
nt 16
2D ACQUISITION
swl 4771.0
ni 256
TRANSMITTER
tn H1
sfrg 589.900
tof -684.0
tpwr 58
v $.600
NOESY
mixN 0.800
PRESATURATION
satmode n
wet o
DECOUPLER

dn c13
dm non

FLAGS
hs nn
sspul y
Yy
6120
SPECIAL
not used
4
0
0.060
not used
2048
F1 PROCESSING
gfl 0.022
gfel not used
procl 1p
fnl 2048
DISPLAY
sp 2838.1
wp 1360.5
sp1 650.2
wpl 3499.0
rfl 69.2
rtp o
rfll €9.2
rfpl o
PLOT
we 250.0
sc °
we2 200.0
sc2 o
vs 35060
th 2
ai cde ph

=,

o0

o0

@

0°

w

n

Fl

4.0

(ppm)

L
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117D-1 135D-4 C20-9-IV

exp24 NOESY

SAMPLE
date Jul 1 2019
solvent cdlod
sample
ACQUISITION
e 4771.0
at 0.150
np 1432
1 4000
ss 32
a1 1.300
at 16
2D ACQUISITION
swl 4771.0
ni 256
TRANSMITTER
tn H1
sfrq 595.500
tof -684.0
tpwr se
v $.600
NOESY
mixN 0.800
PRESATURATION
satmode n
wet n
DECOUPLER

dn c13
dm nnn

FLAGS
he nn
sspul y
PPGElg Y
hsglvl 6120
SPECIAL
temp not used
gain 44
spin 0
F2 PROCESSING
ot 0.060
gts not used
fn 2048
F1 PROCESSING
gfl 0.022
gfsl not used
procl ip
fn1 2048
DISPLAY
p 699.6
wp 1789.1
sp1 694.9
wpl 1775.8
rfl 69.2
rfp 0
r£l11 69.2
rfpl ]
PLOT
we 200.0
sc 0
we2 200.0
sc2 0
vs 33060
th 2
ai cdc ph

F2
(ppm)
1.4

F1 (ppm)
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Figure S14 HMQC of 3

117D-1 135D-4 €20-9-

exp25  gHSQCAD

SAMPLE
date Jul 1 2018
solvent cdlod
sample
ACQUISITION
W 4771.0
at 0.150
ap 1430
b 4000
s 32
d1 1.500
nt 4
2D ACQUISITION
sl 25188.9
nd 512
phase arrayed
PRESATURATION
satmode n
wet n
TRANSMITTER
tn H1
sfrq 599.500
tof ~684.0
tpwr s8
pw 9.600
DECOUPLER
dn c13
dot -2002.9
dm nny
decwave W40 OnePro-
be
dmt 35088
dpwr 40
pwxlvl s
pex $.800
HSQC
3ixh 146.0
nullflg ¥
mult 2
ADIABATIC
pwx180ad OneProbe -
ad1300
pwx180adR OneProbe-
_ad300R
pwx180 400.0
pwxlv1180 54
pwx180ref OneProbe-
ref200
Pwx180r 1598.8
Pwx1v1180r 46

w
FLAGS
he an
sspul y
PPGElg Y
heglvl 6120
SPECIAL
temp not used
gain 40
spin 0
GRADIENTS
grlviE 5102
gtE 0.002000
EDratioc 3.978
gstab 0.000500
F2 PROCESSING
TS 0.30
gf 0.070
ats not used
tn 4086
F1 PROCESSING
b1 0.32
gfl 0.009
gfsl not used
procl
231
DISPLAY
sp 422.3
wp 4002.2
spl 2054.4
wpl 21031
£l 9.2
rfp [}
rfll 2868.1
repl 2782.4
PLOT
we 2s0.0
sc °
wel2 200.0
sc2 0
ve 2087
th 2
ai cdc ph

ACQUISITION ARRAYS

2

(ppm)

AL

140

110

100

(ppm)

=

w

40
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117D-1 135D-4 C20-%

exp25 gHSQCAD

SAMPLE
date Jul 1 2018
solvent cdlod
sample
ACQUISITION
W 4771.0
at 0.150
np 1430
b 4000
32
a 1.500
at 4
2D ACQUISITION
vl 25188.9
ni 512
phase arrayed
PRESATURATION
atmode n
wet o
TRANSMITTER
tn H1
sfrq 599.900
tof -684.0
tpwr 58
Pw 9.600
DECOUPLER
dn c13
dot -2002.9
am nny
decwave W40_OnePro-
be
dmt 35088
dpwr 0
pwxlvl 59
pwx 9.800
HSQC
jixh 146.0
nullflg y
mult 2
ADIABATIC
pwx180ad OneProbe -
2d300
Pwx180adR OneProbe-
_ad300R
pwx180 400.0
pwxlv1180 54
Pwx1E0ref OneProbe-
_ref200
Pwx180x 19%8.8
pwx1v1180x G

-Iv

an
P
PPGElg y
heglvl 6120
SPECIAL
temp not used
gain 40
spin 0
GRADIENTS
gzlviE 5102
gtE 0.002000
EDratio 3.978
gstab 0.000500
F2 PROCESSING
b 0.30
gt 0.070
gfs not used
fn 4086
F1l PROCESSING
11 0.32
gfl 0.008
gfsl not used
procl 1p
fnl 2048
DISPLAY
p 1850.4
wp 1525.9
spl 8566.6
wpl 7035.2
rfl €9.2
rfp [
rf11 26868.1
repl 2782.4
PLOT
we 250.0
sc 0
we2 200.0
sc2 o
ve 2087
th 2
ai cdc ph

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

)

_

F2
(ppm)

w
»

105

o<

100

Fl

g0

(ppm)

75

70

65
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117D-1 135D-4 C20-5-

exp25 gHSQCAD

SAMPLE
date Jul 1 2019
solvent cdlod
sample
ACQUISITION
W 4771.0
at 0.150
np 1430
fb 4000
s 32
d1 1.500
nt 4
2D ACQUISITION
swl 25188.9
nd 512
phase arrayed
PRESATURATION
satmode n
wet n
TRARSMITTER
to H1
sfrq 599.900
tof -684.0
tpwr s8
pw 9.600
DECOUPLER
dn €3
dot -2002.9
dm nny
decwave W40_OnePro-
be
dmf 35088
dpwr 40
pwxlvl 59
pwx 5.800
HSQC
j1xh 146.0
nullflg y
mult 2
ADIABATIC
pwx180ad OneProbe -
adioo
pwx180adR OneProbe-
_ad300R
pwx180 400.0
pwx1v1180 54
Pwx180ref OneProbe-
_ref200
Pwx180x 1958.8
Ppwxlvl1E0r 46

w
PLAGS

hs nn
sspul y
PPGElg ¥
hsglvl 6120

SPECIAL
temp not used
gain 40
spin 0

GRADIENTS
gzlvlE 5102
gt 0.002000
EDratio 3.978
gstab 0.000500

P2 PROCESSING
bty 0.30
gf 0.070
gts not used
n 4096
F1 PROCESSING

b1 0.32
gf1 0.009
gfsl not used
procl 1p
£n1 2048

DISPLAY
=p 599.4
wp 1120.5
spl 2423.4
wpl 4181.8
rfl 5.2
rfp ]
rfl1 2868.1
rfpl 2782.4

PLOT

we 250.0
sc 1]
wel 200.0
sc2 [
vs 2057
th 2
ai cdc ph

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

F2
(ppm)-

POCRTIOY 7.

&

Piah v abird

(e

DoyPalupicy Vi oiine
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d M i o el s e, )
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Figure S15 HMBC of 3

117D-1 135D-4 C20-89-

exp26  GHMECAD

SAMPLE
date Jul 1 2019
solvent cdlod
sample
ACQUISITION
o .0
at 0.150
np 1430
I 4000
s n
a 1.500
nt 32
2D ACQUISITION
el 28554.0
ni s12
phase arrayed
PRESATURATION
satmode n
wet n
TRANSMITTER
tn H
strq 599.500
tof -684.0
tpwr s8
P 9.600
DECOUPLER
an c13
dot -114.3
dm nan
decwave W40_OnePro-
be
dmt 3508
dpwr w0
pwxlvl 59
prex $.800
HMBC
Jixh 146.0
Inxh
ADIABATCIC
p¥x180ad OneProbe_-
ad300
pxlviiso 54
pex160 400.0

w

FLAGS

2860.0
2782.4

250.0

200.0

2057

ACQUISITION ARRAYS

array phas

arraydim 1024
i phase
1 1
2 2

| SR

F2
(ppm)

w

0

48



117D-1 135D-4 C20-9-

exp26 GHMBCAD

SAMPLE
date Jul 1 2019
solvent cdlod
sample
ACQUISITION
o 4771.0
at 0.150
np 1430
1) 4000
. 32
d1 1.500
nt 22
2D ACQUISITION
w1 28954.0
ni s12
phas arrayed
PRESATURATION
satmode n
wet n
TRANSMITTER
tn 0
sfrq §99.900
tof -684.0
tpwr se
pw 9.600
DECOUPLER
dn c13
dof -114.3
dm nnn
decwave W40_OnePro-
be
dmt 35088
dpwr 40
pwxlvl 59
pwx 9.800
HMBC
Jixh 146.0
jnxh 8.0
ADIABATCIC
pwx180ad OneProbe -
2d300
Pwxlv1180 s4
pwx180 400.0

wv
FLAGS
hs an
sspul Y
PRGElg y
hsglvl 6120
SPECIAL
temp not used
gain 40
spin 0
GRADIENTS
grlvil s10
gtl 0.001000
grlvi3 1530
gt3 0.001000
gstab 0.000500
F2 PROCESSING
sb -0.078
sbs not used
tn 4096
¥1 PROCESSING
gfl 0.00S
gfsl not used
procl 1p
fn1 2048
DISPLAY
ep 558.1
wp 3457.1
spl 15106.3
wpl 10772.9
rfl 69.2
rfp [}
rfll 2860.0
repl 2782.4
PLOT

we 250.0
sc 0
wel 200.0
sc2 0
vs 2057
th 2

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

| |

li

F2

(ppm)

2.0

170

160

150

140

Fl

(ppm)

130

110
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117D-1 135D-4 C20-9-IV
exp26 GHMBCAD
SAMPLE FLAGS
date Jul 1 2015 hs nn
solvent cdlod sspul y
sample PPGLlg Y
ACQUISITION haglvl 6120
= 4771.0 SPECIAL
at 0.150 temp not used
np 1430 gain 40
® 4000 spin 0
5= 32 GRADIENTS
d1 1.500 g=lvil 510
nt 32 gul 0.001000
2D ACQUISITION gzlvll 1530
wwl 28954.0 gt3 0.001000
ni 512 gstab 0.000500
phase arrayed F2 PROCESSING
PRESATURATION sb -0.078
satmode n  sbs not used
wet n fn 4056
TER F1
tn Hl gfl 0.00s
sfxq 595.500 gfsl not used
tof -684.0 procl 1p
tpwr 58 fnl 2048
pw 9.600 DISPLAY
DECOUPLER sp 373.4
dn €13 wp 4286.4
dof ~114.3 spl $140.2
dm nan  wpl 3930.3
decwave W40 _OnePro- rfl 69.2
be rfp 0
dmt 35088 rfll 2860.0
dpwr 40 rfpl 2782.4
pwxlvl 59 PLOT
pwx 9.800 we 2s50.0
HMBC sc o
j1xh 146.0 we2 200.0
3nxh 8.0 sc2 0
ADIABATCIC vs 2057
pwx180ad OneProbe - th 2
ad300 ai cdc av
pwx1v1180 54
Pwx180 400.0

ACQUISITION ARRAYS

array phase
arraydim 1024
i phase
1 1
2 2

L.

|

[l
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117D-1 135D-4 C20-$-IV

exp26 gHMBCAD

SAMPLE FLAGS ACQUISITION ARRAYS
date Jul 1 2015 hs on  array phase
solvent cdlod sspul y  arraydim 1024
sample PPGElg y
ACQUISITION hsglvl 6120 i phase
L 4771.0 SPECIAL 1 1
at 0.150 temp not used 2 2
np 1430 gain 40
0 4000 spin 0 F2
. 32 GRADIENTS nhvmvﬂ.:
a1 1.500 gxlvll 510
at 32 g1 0.001000
2D ACQUISITION gxlvl3 1530
awl 28954.0 gt3 0.001000 1.5
ni 512 gstab 0.000500
phase arrayed  F2 PROCESSING
PRESATURATION sb -0.075
satmode n sbs not used
wet n fn 4036
TRANSMITTER F1 PROCESSING
ta Hl gfl 0.00s
sfrq 599.500 gfsl d = ]
tof -684.0 procl 1p 2.0
tpwr 58 fn1 2048
Pw 9.600 DISPLAY
DECOUPLER sp €60.0
dn C13 wp 1956.9
dot -114.3 spl 2325.8 c o
dm non wpl 20075.6
decwave W40 OnePro- rfl 69.2
be rfp 0
dme 35088 rfll 2860.0 2.5
dpwr 40 rfpl 2782.4 K
pwxlvl 59 PLOT
pwx 9.800 wc 250.0
HMBC sc [
jixh 146.0 we2 200.0
jnxh 8.0 sc2 0
ADIABATCIC vs 2087
pwxl80ad OneProbe - th 2
ad300 ai cdc av 3.0
pwxlv1180 54
Ppwx180 400.0
35
8
io-8 8 8
140 130 120 110 100 90 80

F1 (ppm)

Oe
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Figure S16 FABMS of 3

[ Mass Spectrum ]

Data : 13839003 Date : B2-Sep-2@138 16:31
Sample: 117D-1,135D-4 C2@-S-1V

Note : Matrix; G

Inlet : Direct Ion Mode : FAB+
Spectrum Type : Normal Ion [MF-Linear]
RT : 1.73 min Scan# : (10,20)-k((30,42))[k=1.8]
BP : m/z 469.0000 Int. : 57.89
Output m/z range : 20.0000 to 600.02000 Cut Level : 8.00 %
607818 469

108

98 4 o3

80

70

60

50—

40 +

30 - N3 385

67
20 4
381
10 155 291  3pg
171 221 281 ﬁ r
g4 il t-. m _g__._:_"__ . I_. il L,. _,.F
50 108 158 200 250 300 358 400 450
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[ Mass Spectrum ] Page: 1
Data : 1909009 Date : 02-Sep-2019 16:31

Sample: 117D-1,135D-4 C20-9-IV

Note : Matrix; G

Inlet : Direct Ion Mode : FAB+

Spectrum Type : Normal Ion [MF-Linear]

RT : 1.73 min Scan# : (10,20)-k((30,40)) [k=1.0]

BP : m/z 469.0000 Int. : 5%7.89

Output m/z range : 20.0000 to 600.0000 Cut Level : 3.00 %

m/z Ing. Noxrm. m/z Int. Noxm.
23.0000 49.79 86.02 387.0000 2.68 4.63
27.0000 4.40 7.60 401.0000 2..97 5.14
39.0000 11..778 20.35 413.0000 1,99 3.43
41.0000 28.83 49.80 421.0000 2.33 4.03
42.0000 2.21 3.82 451.0000 £ L ¢ 3.41
43.0000 3132 5.74 467.0000 379 6.55
51.0000 216 3.73 468.0000 1.74 3.00
53.0000 6.19 10.69 469.0000 57:89 100.00
54.0000 2.09 361 470.0000 13.96 24 .12
55.0000 14.31 24.71 471.0000 7.52 1299
59.0000 9.43 16.28 472.0000 1.97 3.41
65.0000 3.51 6.06 485.0000 2.56 4.43
66.0000 2.06 3.56 527.0000 2.45 4.24
67.0000 1292 21.98 557.0000 1.96 3.39
68.0000 3.14 5.42
69.0000 7.5% 13.08
71.0000 2.95 530
77.0000 3.44 5.94
79.0000 6.12 1057
81.0000 8.94 15.45
82.0000 1.76 3.05
83.0000 3.32 573
85.0000 3..97 6.85
91.0000 4.32 7.46
95.0000 7.84 13/.5%5
96.0000 2.50 4.31
97.0000 4.64 8.02

109.0000 3.48 6.02

113.0000 16.60 28.67

114.0000 1.88 3.24

115.0000 13.78 23.80

121.0000 2.59 4.47

127.0000 2.47 4.27

128.0000 233 4.02

139.0000 2::19 379

141.0000 1.74 303

142.0000 1.76 3.04

155.0000 4.31 7.44

157.0000 2.14 3.69

285.0000 3.17 5.47

291.0000 4.05 6.99

305.0000 1.96 3.39

309.0000 3.39 5.85

312.0000 1.390 3..29

355.0000 2.12 3.66

357.0000 3107 5.30

371.0000 5+10 8.82

383.0000 1,96 3.39

385.0000 15.74 27.18

386.0000 3.83 6.61
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[ Elemental Composition ] Page:
Data : 1909155 Date : 18-Sep-2019 16:52

Sample: 117D-1,135D-4 C20-9-IV

Note : Matrix; G

Inlet : Direct Ton Mode : FAB+

RT : 8.37 min Scan#: (75,80)

Elements : C 25/15, H 35/25, O 15/0, Na 1/0

Mass Tolerance : 20ppm, lmmu if m/z > 50

Unsaturation (U.S.) : -1.0 - 40.0

Observed m/z Int% Err[ppm / mmu] U.S. Composition
469.1692 100.0 +1.2 / +0.6 5.5 C 20 H 30 011 Na
w69, (677
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Figure S17 IR spectrum of 3
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Figure S18 HPLC chromatograms of halosmycins A, B, and C

Peak 19: halosmycins B (r.t. 28.8 min)

Peak 21: halosmycins A (r.t. 31.7 min)

Column: Cosmosil Packed Column 5C18-MSII (25 cm X 20 mm i.d.)

Mobile phase: 80% MeOH in H,O

Peak 8: halosmycins C (r.t. 18.3 min)

Column: Cosmosil Packed Column 5C18-MSII (25 cm X 20 mm i.d.)

Mobile phase: 80% MeOH in H,O
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'H NMR spectrum of 5-hydroxy-(2E)-hexenoic acid in MeOH-d4

Figure S19

135D-4 Cl40 6

expl PROTON

SAMPLE
date Jan 26 2021
solvent cd3od
file exp
ACQUISITION
swW 6410.3
at 3.500
np 44872
fb 4000
bs 4
dl 1.500
nt 32
ct 32
TRANSMITTER
tn H1
sfrq 399.841
tof 399.8
tpwr sS4
pw 5.850
DECOUPLER
én c13
dof 0
dm nnn
decwave WAC_ATB
dpwr 33
amf 29412

PRESATURATION

satmode n
wet n
SPECIAL
temp not used
gain 52
spin 16
hst 0.008
pwo0 11.700
alfa 10.000
FLAGS
il n
in n
dp Y
hs nn
PROCESSING
1b 0.50
£n not used
DISPLAY
8p -0.0
wp 3998.4
rfl 2120.6
rfp 1318.5
E5:] 132.1
ip 0
PLOT
we 268
sc 1]
vs 3528
th 7

ai cdc ph
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'H NMR spectrum of 4,5,7-trihydroxy-(2E)-octenoic acid in MeOH-dx

Figure S20

135p-4 C140 3

exp330 PROTON

(Bem)

SAMPLE PRESATURATION
date Jan 26 2021 satmode n
solvent cd3od wet n
file exp SPECIAL
ACQUISITION temp not used
sw 6410.3 gain 52
at 3.500 ospin 16
3 np 44872 hst 0.008
) b 4000 pwd0 11.700
bs 4 alfa 10.000
dai 1.500 FLAGS
[ = 32 il n
Manﬂ.ﬁsmm 32 in n
~ ITTER dp Y
to H1 hs nn
sfrq 399.841 PROCESSING
tof 39%.8 1b 0.50
tpwr 54 fn not used
pw 5.850 DISPLAY
DECOUPLER sp -0.0
dn Ccl3 wp 3998.4
dof 0 rfl 2120.6
dm non rfp 1319.5
decwave W40_ATB rp 131.6
dpwr 33 1p 0
dmf 29412 PLOT
we 268
sc 0
vs 4153
th 7
§ ai ecdc ph
FICIRRATIY 1 i bl A, PR PRPTP IS
Loni s n il oo s e koo & ol L e haiad
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