'H NMR spectrum of 3 in CDCl3

Figure S15

111p-4 C258-9

Sample Name:

Data Collected on:
Agilent-NMR-vnmra600

Archive directory:

Sample directory:

FidFile: PROTON

Pulse Sequence: PROTON (s2pul)

Solvent: cdeclld
Data collected on: May 25 2018
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13C NMR spectrum of 3 in CDCls

Figure S16

111D-4 C258-9

Sample Name:

Data Collacted on:
Agilent-NMR-vnmrs600

Archive directory:

Sampla directory:

FidFile: CARBON

Pulse Sequence: CARBON (s2pul)

Solvent: cdcl3
Data collected on: May 25 2018
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111D-4 C258-9

INDEX

RN U N

FREQUENCY
11647.3
11615.0
11583.8
11031.2
109596.5
10950.3

8293.7
8179.4
7874.3
7638.4
§309.1
6230.5
6177.3
5886.0
5862.9
5858.3
4479.2
4026.0
3905.8
3850.8
3754.4
3379.9
3240.0
3221.5

PPM

77.215
77.000
76.793
73.130
72.800
72.594
55.022
54.225
52.201
50.638
41.825
41.304
40.952
39.020
38.867
38.837
29.694
26.690
25.893
25.794
24.889
22.406
21.479
21.356

HEIGHT
3007.5
3101.7
2743.4
13.2
36.5
33.4
27.5
36.5
30.0
26.9
37.1
39.4
31.7
19.2
18.0
20.5
11.6
33.6
28.6
40.3
40.5
30.6
35.6
40.0
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Figure S17
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'H-"H COSY of 3
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Figure S18 NOESY of 3

1110.4 C258-%

expdd  NORSY
SAMPLE
date  May 25 2018
solvent cdely
sample
ACQUISITION
- 4664.2
at 0.150
op 1400
©® 4000
. 32
a 1.300
at 2
2D ACQUISITION
ol 4664.2
ni 56
TRANSKITTER
ta u
strq 595.898
tof “777.8
tpwr L]
I 9.600
NORSY
mixN 0.800
PRESATURATION
sataode n
wet n
DECOUPLER

an c13
dn nnn

PLAGS
hs na
sspul y
PrGflg y
haglvl 6120
SPECIAL
temp not used
gain 54
spin °
72 PROCESSING
ot 0.060
gts not used
fn 2048
F1 PROCESSING
g1 0.022
gtal not used
proci 1p
ol 2048
DISPLAY
» »ra
5 2459.6
"pl m.s
wpl 2455.1
el 109.3
rtp [}
re11 109.3
ctpl 0
PLOT
we 200.0
»c °
wel 200.0
sc2 °
ve 543
th 2
ai cdc ph

he

F2
(ppm)

D00,
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Figure S19 HMQC of 3

111D-4 C258-9
expds  gHSQCAD

SAMPLE
date May 25 2018
solvent cdel
sanple
ACQUISTTION
- 46642
at 0.150
op 1358
0 4000
s 2
a 1.500
nt 18
2D ACQUISITION
vl 18403.5
ni s12
phase arrayed
PRESATURATION
satmcde n
wet o
TRANSMITTER
ta n
stxq 599.898
tot -7177.8
tpwr 58
o 9.600
DECOUPLER
an c13
dot -5396.9
an any

decwave WA0_OnePro-

ADIABATIC

pwx180ad OneProbe -

ad3o0

Pex180adR OneProbe-

_ad300R
Pex180 400.0
Pexivileo s

Ppwx180ref OneProbe-

ref200
Pex180x 19988
prxlvilgor “

rLAGS ACQUISITION ARRAYS
s o array phase
sapul y  arraydim 1024
PrGtlg ¥y
haglvl 6120 4 phase
SPRCIAL 1 1
temp not used 2 2
gain so
spin °
aRADIENTS
grivie s102
gte 0.002000
Eoratio 3.978
gstab  0.000500
n
Ty .30
at 0.070
ats ot used
tn 036
n
151 0.32
ef1 0.008
gtsl not used
proci 1
o1 2048
DISPLAY
3 373.8
e 25735
w1 2752.8
wpl 8734.5 L
1 109.3
rtp °
11 3028
ctp1 o
Lot =
we 250.0
ne o
wed 200.0
»ec2 o
ve 292
o 2
ai cdc ph

F2
(ppm)
1.0
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111D-4 c258-5

expdS  gHSQCAD
saoLe riacs ACQUISITION ARRAYS
date May 25 3018 ha nn  array phase
solvent cdels  wapul y arraydis 1024
sanple rotig ¥
ACQUISITION hagivl 120 4 phase
-~ 62 sPRCIAL 1 1
at 0.150 tesp not used 2 2
op 1398 gatn 50
Y 4000 spin ° F2
- 2 aRADIENTS
a 1.500 galvie s102 "Ppm)
at 16 gex 0.002000 1.0 ¢
D ACQUISITION  EDratic 3.978

-l 18403.5 getad 0.000500

08

&
o8 &

55 50 45 40

F1 (ppm)
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Figure S20 HMBC of 3
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1110-4 C258-3

xpdé  GHMBCAD
sawpLE ruace
date May 25 2018 he an
solvent cdeld  sspul y
sample prafig ¥
ACQUISTTION haglvl 6120
-~ 46642 SPECIAL
at 0.150 temp not used
ap 1398 gain 50
© 4000 spin °
. EH GRADIENTS
a 1.500 gslvil 510
at s g1 0.001000
D ACQUISITION  gslvld 1530
-l 35746.2 gty ©.001000
at 512 gatad 0.000500
phase arrayed  ¥2 PROCESSING
PRESATURATION » -0.078
satmocde n sbs not used
wet. n tn 4096
n
ta n g 0.008
strq 559098 gtfel not used
tot -177.8 proel 1p
tpwr se o1 2048
> 9.600 DISPLAY
DRCOUPLER - 505.6
dn 1w R}
dot 3279.7 wpd 2945.0
an oan wpl 8552.6
decwave WAO_OnePro- rfl 108.3
be rtp °
ant as08e  re11 .5
apwr 40 rtpy °
prexivi 53 nor
e 9.800 we 250.0
e s °
Jixh 46,0 we2 200.0
Jnxh 8.0 se2 °
ADIABATCIC v 2605
pwxi80ad OneProbe - th 2
#4300 ai cdc av
pexlviiso s
pex180 400.0
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igure S21 FABMS of 3

Aot = {2
[ Elemental Composition ] fg‘) ﬂﬁ;ﬁc/ Page:
Data : 1807068 Date : 12-Jul-2018 14:41
Sample: 111D-4 C258-9
Note : Matrix; G

Inlet : Direct Ion Mode : FAB+

RT : 5.41 min Scan#t: (35,40)

Elements : C 25/15, H 40/30, O 5/0, Na 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
345.2398 100.0 -2.3 / -0.8 3.5 C20H 34 0 3 Na
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[ Mass Spectrum 1]

Data : 1806@85 Date : 14-Jun-2818 17:@9
Sample: 111D-4 C258-8

Note : Matrix; G

Inlet : Direct Ion Mode : FAB+
Spectrum Type : Normal Ion [MF-Linearl
RT : 1.73 min Scan# : (18,20)-k((32,42))(k=1.8]
BP : m/z 41.0000 Int. : 32.84
Output m/z range : 20.0000 to 600.02000 Cut Level : B.88 %
344330 41
188 — {
287
90
80
69
70 - {
]
60
50—
185
4 269
40 A48 .
38 A
L 223
g 345
38 4
20 3
3 471
R 398 443 53
ﬁ 1 y 549 963
- i I {ll , I I I
508 208 250 302 350 400 4508 56 558
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'H NMR spectrum of 4 in CDCl3

Figure S22

111D-4-C276-10" C277-16
Sample Name:
Data Collected on:
Agilent -NMR-vnmra&00
Archive dizectory:
Sample directory:
FidFile: PROTON
Pulse Sequence: PROTON (s2pul)

Solvent: cdcll
Data collected on: Jun 21 2018
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13C NMR spectrum of 4 in CDCls

Figure S23

111p-4-C276-10" C277-16

Sample Name:

Data Collected on:
Agilent-NMR-vomce 600

Archive directory:

Sample directory:

FidPile: CARBON

Pulge Sequence: CARBON (s2pul)

Selvent: cdell
Data collected on: Jun 20 2018
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111D-4-C276-10"
FREQUENCY PPM

INDEX

28196.2
11647.3
11615.0
11582.6
11105.2
10872.8
10266.0

7877.7

7851.1

6658.2

6554,1

6176.1

6164.6

5913.7

5872.1
14.3
5572.7
5217.8
5124.2
4815.6
4479.2
4428.3
3905.8
3879.2
3853.8
3839.9
3421.5
3282.8
3240.0
3088.6
2940.6
2127.9

152.4

C277-16

186.923
77.215
77.000
76.785
73.620
72.080
68.057
52.224
52.048
44.140
43.450
40.944
40.867
39.204
3g.928
38.545
36.944
34,591
33.970
31.924
29.694
29.357
25.893
25.717
25.548
25.456
22.602
21.763
21.479
20.475
19.454
14.107

1.010

HEIGHT
-8.6
6137.4
6535.4
5889.2
11.5
33.8
25.7
32.6
36.1
31.6
30.5
41.7
37.6
19.9
16.0
20.4
26.6
-8.2
28.5
8.7
70.3
14.2
8.5
36.0
32.5
36.0
16.0
-8.4
37.4
31.2
38.6
18.7
13.3
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'H-"H COSY of 4

Figure S24

111D-4-C276-10* €277-16

«xp3  geosY
saxpLE ruAGs
date Jun 21 2018 he an
solvent cdeld  mepul y
sanple hagivi 6120
AcQuIsITION sPRCIAL
-~ 29481 temp not used
at 0.150 gain 54
ap 84 spin °
Y 4000 P2 PROCESSING F2
.- 32 e -0.078 (ppm)
a 1.000 sbe not used ﬂvg
at 16 tn 1024
D AcguIsITION 71 ProCESSING
i 29401 ab1 -0.043 1.0
ai 256 sbed not used
a o proel 1p
PRESATURATION =1 1024
satmode a DISPLAY
wet a = 304.9
TRANSKITTER e 2412.6
=Y n ep1 1212 1.8 o
atrq 555,897 wpd 0.2 e
tor ‘16474 01 .2 -
tpwr 58 rtp ° = ..
o 9.600 ren1 121.2
GRADIENTS rep1 °
grivie 5102 nor
P 0.001000 we 200.0
Eoratio 1.000 se ° 2.0
getab 0.000500 wel 200.0 .0
DRCOUPLER sc2 °
an 1 v 2
an ann th 2
ey
2.5 ()
0 a "
3.0
3.5
L 0 i ’
4.0 =
.
P
0 2 o0v
- °
€5
4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0

Fl (ppm)
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111D-4-C276-10° €277-16

exp)  gCOSY

SAMPLE
date  Jun 21 2018
solvent cdel3

rLAGS
hs Bn
sspul Y
haglvl 6120
SPECIAL
temp not used
gain 54
spin °
¥2 PROCESSING
b -0.078
sbs not used
tn 1024

<1 abl -0.043

o
PRESATURATION
satmode n
wet n
TRANSMITTRR
tn "
strq 599.897
tot ~1647.4
tpwr 58
o 9.600
GRADIENTS
griviz 5102
gtE 0.001000
EDratio 1.000
gstab ©0.000500
DECOUPLER
an c1
an nan

sbel not used
procl 1
o1 1024
DISPLAY
w 420.1
e 1307.1
»p1 4.3
wpl 1212.8
n 1.2
rtp °
e 121.2
rtpl 0
pLOT

we 200.0
s 0
we2 200.0
»e2 0
ve 302
th 2
o av

F2
(ppm)

72



Figure S25 NOESY of 4

1110-4-C276-10" C€277-16

wxpd  NORSY
SaeLE rLAGS
date Jun 21 2018 hs an
sclveat cdeld  sspul y
sanple Profig Y
ACQUISITION haglvl 6120
"~ 46642 SPECIAL
at 0.150 tesp not used
np 1400 gain 54
0w 4000 wmpin 0 F2
" 32 72 PROCESSING (
a 1.300 gt 0.060 ppe)
ot 4 gte not used
D ACQUISITION  fn 2048
-~ 4664.2 71 PROCRSSING 1.0
By 256 g1 0.020
TRANSMITTER gtsl not used
tn M1 proci 1p
strg 555.858 tnl 2048
tot -799.2 DISPLAY
tpwr 58 sp 301.7
v 9.600 wp 2409.5
NORSY spl 319.9 1.5
N 0.800 wpl 1377.6
PRESATURATION rfl .0
satmode n rfp °
wet n rfll .0
DECOUPLER rtpl °
an €13 ror
an non we 200.0 2.0
s °
wel 200.0
sc2 °
ve 2413
th 2
i ph
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Figure S26 HMQC of 4

111D-4-C276-10* C€277-16

exp?  gHSQCAD
sAMPLE rLAGS ACQUISITION ARRAYS
date Jun 21 2018 hs on  array phase
solvent cdeld  wwpul y arraydim 1024
sample Profig y
AcQuISITION baglvl 6120 i phase — ‘ _ K—
-~ 4664.2 SPECIAL 1 1 " O I T N e - .___ §o
at 0.150 temp not used 2 2 La i Ny T T Y Y ¥ Lo WP Lans |
op 1358 gain 50
n 4000 wpin ° F2
.- 12 GRADIENTS (ppm)
a 1.500 grlvik 5102
at 16 gex 0.002000
D ACQUISITION  EDratio 3.978
-l 15)84.6 gatad 0.000500 1.0 s
ol 512 a2
phase arrayed 1b 0.30
PRESATURATION gt 0.070 =
satmode a gts not used
wat s tn 4096 = -
n 1.5 -
to LI 0.32
atrq 599.898 gfl 0.009 a
tot -799.2 gtel not used -
tpwr 58 proci 1p
L 5.600 tnl 2048
DRCOUPLER DISPLAY
dn 13 wp 310.8 2.0
dot 65045 wp 2639.5
o nny spl 1877.6
decwave W40_OnePro- wpl 9360.0
be rfl 310
amt 35088 rep 0
dpwr 0 rm 300.5 2.5
prexivl 55 repl 0
P 5.800 PLOT
HSQC we 2s50.0
Jixh 146.0 sc 0
nullflg y we2 200.0
mult 2 wse2 o
ADIABATIC va 3299 3.0
pwx180ad OneProbe - th 2
24300 ai ph
pwx180adk OneProbe-
_ad300R
Px180 400.0
prexlvilso 54 3.8
pwx180ret OneProbe-
_ret200 5 L4
pex180r 19988
pxlviis0r .
-
4.0
4.5
70 65 60 L1 50 45 40
F1 (ppm)
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111D-4-C276-10* €277-16

exp?  gHSQCAD
SANPLE rLAGS ACQUISITION ARRAYS
date  Jun 21 2018 hs oo array phase
solvent cdcld  sspul y  arrayaim 1024
sample PrGflg y
ACQUISTTION haglvl 6120 1 phase
-~ 4664.2 SPECIAL 1 1
at 0.150 temp not used 2 2
np 1358 gain 50
©® 4000 wpin °
. 32 GRADIENTS
a 1.500 galvim 5102
nt 16 gex 0.002000
2D ACQUISITION  EDratio 3.978
vl 153846 getad 0.000500
nd 512 P2 PROCESSING
phase arrayed 1b 0.30
PRESATURATION gt 0.070
satmode o gt not used
wet o fn 4086
n
tn 0o 0.32
strq 599.898 gfl 0.008
tot -199.2 gtsl not used
tpwr 58 procl 1
o 5.600 ol 2048
DECOUPLER DISPLAY
dn 13 sp 436.1
dot -6904.5 wp 712.8
as any spl 1877.6
decwave W40 OnePro- wpl §250.0
be rfl 131.0
dmt 35088 rfp 0
dpwr 40 rfl1 300.9
pexivi 55 repl 0
e 3.800 pLoT
HsQe we 250.0
Jixh 146.0 e °
nullflg y we2 200.0
mult 2 sez 0
ADIABATIC ve 3288
Pwx180ad OneProbe - th 2
#4300 ai  ph
Pwx180adR OneProbe-
_ad300R
Ppwx180 400.0
pwxlviieo 54
Pwx160ref OneProbe-
_ret200
pwx180r 1998.8
pwxlvllsor %

F2
(ppm)

50

o)

R

45 40 35

F1 (ppm)

30

25

©

o

20 15
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Figure S27 HMBC of 4

111D-4-C276-10° C277-16

expé  GHMBCAD
sawrLE rLaGs ACQUISITION ARRAYS
date Jun 22 2018 ha 5o arzey phase
sclveat cdeld  mapul y  arraydim 1024
sanple pratlg ¥
AcgursITION haglvl 6120 1 phase
-~ 46642 EPRCIAL 1 1
at 0.150 temp not used 2 2
ap 1398 gain 50
©®n 4000 spin 0 F2
" 3z GRADIENTS ( )
a 1.500 gzlvil 510 e
at 64 gti ©.001000
D ACQUISITION  gulvid 1530
-l 34231.8 ge3 0.001000 1.0
al 512 getab 0.000500
phase arrayed n
PRESATURATION b -6.075
satmode n sbs not used
wet n fn 4096
TRANSMITTER ¥1 PROCRSSING
tn 0 g1 0.008 1.5
»trq 599.858 gfel not used
tot -799.2 procl 1
tpwr s a1 2048
ol 9.600 DISPLAY
DRCOUPLER » 326.8
an c1y wp 4365
dot 2521.7 sp2 PULAN) 2.0
an nan  wpl 25239.4
decwave WAO_OnePro- rfl .0
be rfp 0
dmt 35088 rel1 2984
Adpwr W0 rep1 °
prxlvl 58 pLOT
P $.000 we 2%0.0 2.5
nac we °
J1xn 146.0 we2 200.0
Jnxh 0.0 sc2 0
ADIABATCIC ve 3299 J
pvx180ad OneProbe - th 2
#4300 a1 av
pvxlviieo s 3.0
px180 400.0
3.8
4.0
4.3
160 140 120 100
F1 (ppm)

oo
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111D-4-C276-10° €277-16

expé  GHMBCAD
SAMPLE rLAGS ACQUISITION ARRAYS
date Jun 22 2018 hs an  array phase
sclveat cdcl)  sspul y arraydism 1024
sample PrGLlg y
ACQUISITION heglvl 6120 1 phase ». _ _ ;._ 1 ﬁ
v 4664.2 SPECIAL 1 1 o ar. __s a " i " o e o - l "
at 0.150 temp not used 2 2 Ay iy iy P A ti Y samtiuat e g St
np 1358 gain 50
Y 4000 wpin o F2
. 32 GRADIENTS
a 1.500 gsivil 510 (ppm) = m )
Bt 4 gel 0.001000 O o
D ACQUISITION  grlvld 1530
-l 342319 ge3 0.001000 0.9
Bt 512 gstab 0.000500 O ( O OO )
phase arrayed P2 PROCESSING
PRESATURATION Y -0.075
satmode o sbs not used 1.0 O ' O
wat a tn 4056 ®
n
ta 0 gf1 0.008
strq 599.898 gfsl not used A
tof -799.2 procl 1p 1.1 L= -
tpwr 58 tol 2048 | o 4 L
v 9.600 DISPLAY : ¢
DECOUPLER = 4s52.0 91
dn c11 wp 765.2 1.2 O
dot 2521.7 sp1 2508.7 £ 9] P L
an oo wpl #925.7 )
decwave W40 OnePro- rfl 121.0 2 = A
be rtp ° &/w ‘ J ) C A \
dnt 35088 rfll 2984 1.3 = ©
apr 4 rep1 0
prexivl ss PLOT
prex 5.800 we 250.0
HMBC Ll 0
Jxh 146.0 we2 200.0 1.4 ) =
Jnxh 8.0 se2 0 ! N4 |
ADIABATCIC vs 3298 (@] ) u
pwx180ad OneProbe - th 2 «J -
#4300 ai  av 1.5 ©
Pexlviiso 54
P10 400.0
1.6 o
) A\ ". 2
@ (0f ﬁ ) (@ ) @
1.7 . - [V}
A 3 s
2 ,Q (@]
0 v =
1.8
1.9 (o)
2.0
75 70 65 60 55 50 45 40 s

F1 (ppm)

78



(udd) 14
013 13 0¥ 5% 0s

114

0z

Jumatos
st0z zz unp  eawp
WIANYS

g B, o¥ i ogd . od
: B - fa £ %8 2,68 2 sety” B
ses® 22 SsesyfBilf Sellm .. EBL 2Es¥EEL &
: aaa : as sgee s 3:¢
¥l EEEE AR FEPH & %nsns it ._i;g.!
E L8

r (&) 0 -

— )
( ‘j" =
(_(;U AN (
o
L .';):
[ =3 il
‘(\ )

s w b &
. cfiss 5. iEEE S
R It I T
" 55
i
8
1
-
3
-~
- - - - o og ~N
: i F - R 0

O

79

sdxe

9T-LLED LOT-9LED-B-ATTT



Figure S28 FABMS of 4

' [ Elemental Composition ] Page: 1
Data : 1808049 Date : 07-Aug-2018 20:44

Sample: 111D-4 C277-16
Note : Matrix; G

Inlet : Direct Ion Mode : FAB+

RT : 4.67 min Scan#: (30,35)

Elements : C 25/15, H 40/30, O 10/0, 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
345.2415 100.0 +2.7 / +0.9 3.5 C 20 H 34 03 Na
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[ Mass Spectrum ]

Data : 187171 Dawe
Sampie: 111D-4 C277 IC
Note @ Malrax; G

Inler @ Zireczs
Spectrum Type @
RT : 1.73 mi~

lar

BP : msz 115.0082

me’ Zon [MF-t
Scar#
Int.

Outcut msz range @ 20.000¢ tz- 30E.0EZ2 Zot o Level o E.28

L0de. B 5
128 —

88

e -

ElE) 287

i8]

s8]
1
M
[eg]
1]

1)
=
o
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'H NMR spectrum of 2a in CDCl3

Figure S29

111D-4C270-5-XXIX-MTPA(-)
Sample Name:

Data Collected on:

Agilent -NMR-vnmrss00

Archive directory:

Sample directory:

FidFile: PROTON
Pulae Sequence: PROTON (s2pull

Solvent: cdecll
Data collected on: Jan 30 2018

3.16
4.88

1.57
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wdd

~ 1,558
4/1.555

— 1.547
~-1.538

- 1.167

s-1.132
-1.120
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wdd

.442
- 1.422
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-395
£374
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, 5.300 s
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H-'H COSY of 2a

Figure S30

111D-4€270-5- XXIX-NTPA ()

xps2  geOSY
SAMPLE rLAGS
date Jan 30 2018 hs nn
solvent cdcld  swpul y
sample haglvl 6120
AcQUISITION SPECIAL
o~ 5000.0 tesp Dot used b
at 0.150 gain “
op 1500 spin 0
[ 4000 ¥2 PROCESSING F2
. 32 e -0.075 ( )
a 1.000 sbs not used PR
ot 16 o 2048 1
2D ACQUISITION F1 PROCESSING
et 5000.0 sbl -0.026
i 256 sbel not used
a2 0 procl 1p - “
PRESATURATION ol 2048
satmode s DISPLAY
et a =p 257.6 2
TRANSMITTER > 4s511.7
ta o oepl 282.0 -
sfrq 595.858 wpl 4502.0
tot 5845 £l 8.2
tpwr 58 cfp °
I 9.600 rfll 8.2 .
GRADIENTS rtp1 ) 1 * il
grlvlE 5102 PLOT 3
gte 0.001000 we 200.0
Edratio 1.000 sc 0
getab 0.000500 we2 200.0
DECOUPLER se2 °
én €13y ws 938
d ann th 2 o
ai cdc av
4
.,
5
- L] - L] a
6
p— 71 .
7 6 5 4 3 2 1
Fl1 (ppm)
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111D-4C270-5-XXIX-MTPA (- )

expS1  gCOSY
date  Jan 30 2018 hs an
solvent cdeld  aspul Y
anple heglvl 6120
-~ $000.0 temp not used
at 0.150 gain a“
np 1500 spin °
[ 4000  P3 PROCESSING
.. 2 = «0.078
a 1.000 sbs not used
nt 16 o 040
2D ACQUISITION 1 PROCESSING
ol 5000.0 bl 0.026
ni 256 sbel not used
a 0 procl 1p
PRESATURATION fnl 2048
satmode n DISPLAY
wet n = 350.4
TRANSMITTER > 1513.7
ta W owpl 350.4
strq $55.898 wpl 15088
tot ~584.5 rfl 82
tper e cfp °
o 9.600 rel1 8.2
GRADIENTS rep1 °
grivie . s102 rLoT
otr 0.001000 we 200.0
Eoratio 1.000 sc °
getab 0.000500 we2 200.0
DECOUPLER w2 °
dn €13 wva s3s
i man  th 2

F2
(ppm)

0.87
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Figure S31 NOESY of 2a

111D-4C270-5-XXIX-MTPA(-)

exps3  NORSY

SAMPLE
date Jan 30 2018
solvent cdely
sample
ACQUISITION
o~ 5060.7
at 0.150
op 1518
n 4000
o 32
a1 1.300
nt 32
2D ACQUISITION
vl 5060.7
ni 256
TRANSMITTER
tn "
strg 599.898
tot ~556.7
tpwr s8
P 9.600
NOESY
mixN 0.800
PRESATURATION
satmode n
wet o
DECOUPLER
dn 1y
dm non

PLAGS

he an
sspul y
Proflg y
heglvl §120
SPECIAL
temp not used
gain a“
spin 0
P2 PROCESSING
gt 0.060
gts not used
tn 2048
F1 PROCESSING
gf1 0.022
gtal not used
procl 1p
a1 2048
DISPLAY
- 254.2
wp 4507.2
pl 278.9
wpl 4s7.3
el 86.9
rtp °
£l 86.8
rpl o
pLoT
we 200.0
sc 0
we 200.0
sc2 °
ve s
th 2
ai cdc ph

F2
(ppm)

%

A

Fl

(ppm)
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Figure S32 FABMS of 2a

[ Elemental Composition ] Page:
Data : 1802046 Date : 14-Feb-2018 18:14
Sample: 111D-4 C271-5 MTPA(-) XXIX

Note : Matrix; NBA+Na

Inlet : Direct Ion Mode : FAB+
RT : 4.77 min Scan#: (40,45)
Elements : C 33/28, H 45/35, F 5/0, O 10/0, Na 1/0
Mass Tolerance : 20ppm, lmmu if m/z > 50
Unsaturation (U.S.) : -1.0 - 30.0
Observed m/z Int% Err {ppm / mmu] U.S. Composition
545.2860 100.0 +1.0 / +C.5 8.5 C 30 H41 F 2 0 4 Na
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[ Mass Spectrum ]

Data : 1882043 Date : l4-Feb-2@18 17:24
Sample: 1110-4 C271-5 MTPA(-) XXIX

Note : Matrix; NBR+NaCl

Inlet : Direct Ion Mode : FAB+
Spectrum Type : Normal Ion [MF-Linear]
RT : 9.15 min Scan# : (78,B@)-k((95,185))[k=1.8]
BP : msz 189.0008 Int. : 347.07
Output msz range : 208.0008 to BOB.B0LYD Cut Level : B.08 %
3639273 189 271
188 1 g
98
B8O +
7’8
60
58—
48
38 +
2081
L_ g2 38 331 503 385 343 587 651 g95 733 793
4 LR i ..J._...<._1.—.rL,r., L Jmh...._.r_L .__.‘,.,_.-‘..\_..‘,,_ ~
58 188 158 208 250 300 358 400 450 588 558 608 650 700 750 800
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'"H NMR spectrum of 2b in CDCls

Figure S33

111D-4C271-5-XXIX-MTPA- (+)

Sample Name:

Data Collected on:
Agilent-NMR-vnmrs&00

Archive directory:

Sample directory:

FidFile: PROTON

Pulse Sequence: PROTON (s2pul)

Solvent: edecl3
Data collected on: Jan 29 2018

i)
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'H-'H COSY of 2b

Figure S34

1110-4C271-5-XXIX-MTPA- ()

«xp22  goOSY
SAMPLE
date Jan 29 2018
solvent cdely
sample
ACQUISITION
-~ 5123.0
at 0.150
np 1536
©» 4000
- 32
a 1.000
at 16
2D ACQUISITION
ol 5123.0
at 256
@ 0
PRESATURATION
satmode a
wet o
TRANEMITTER
ta H
strq 599.898
tot -594.9
tpar 58
I 9.600
GRADIENTS
griviz 5102
gtx 0.001000
Eoratio 1.000
gatab 0.000500
DECOUPLER
an c13
an nnn

FLAGS
hs na
wwpul ¥
haglvl 6120
SPECIAL
temp not used
gain 50
=pin °
P2 PROCESSING
» -0.075
sbs not used
tn 2048
Pl PROCESSING
b1 -0.025
sbal sot used
procl 1p
tnl 2048
DISPLAY
w» 254.2
o 4667.7
spl 259.2
wpl 4662.7
1 156.
rtp 0
rfll 156.1
rtpl °
PLoT
we 200.0
s 0
we2 200.0
sc2 °
ve 4074
t 2
al cdc av

F2
(ppm)
1

El

Fl1 (ppm)
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111D-4C271+5-XXIX-MTPA- (+)

oxpiz  geosY
SAPLE PLAGS
date  Jan 29 2018 hs an
solvent cdeld  sapul y
sample haglvi 6120
ACQUISITION SPECIAL
o~ 5123.0 temp not used
at 0.150 gain s0
np 1536 spin °
©® 4000 ¥2 PROCESSING
s 32 W -0.075
a 1.000 sbs not used
at 16 ta 2048
2D ACQUISITION ¥1 PROCESSING
o~ 5123.0 b1 -0.025
a4 256 wbal not used
az o procl »
PRESATURATION tal 2048
satmode n DISPLAY
wet n wp 384.2
TRANSMITTER v 1440.8
tn Hoapl 3942
strq 595.898 wpl 1445.8
tof -594.9 el 156.1
tpwr 58 rtp 0
o~ 9.600 rfl1 156.1
GRADIENTS repl °
gslviz 5102 »LoT
gt 0.001000 we 200.0
EDratio 1.000 sc 0
gstab 0.000500 we2 200.0
DRCOUPLER se2 0
dn €13 va 4074
an non th 2
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Figure S35 NOESY of 2b

111D-4C271-5-XXIX-NTPA- (+)

exp2)  NOESY

SAMPLE

date Jan 25 2018
solvent cdel3
sample
ACQUISITION
-~ s208.3
at 0.150
np 1562
©® 4000
. 32
a 1.300
nt 24
20 ACQUISITION
vl 5208.3
nl 256
TRANSMITTER
tn n
strq 599.898
tot -535.8
tpwr 58
o 9.600
NORSY
i 0.800
PRESATURATION
satmode s
wet n
DECOUPLER
da c13
dn nnn

FLAGS
he an
sopul y
PrGElg ¥
heglvl €120
SPECIAL
temp not used
gatn 50
spin 0
P2 PROCESSING
ot 0.060
gts not used
tn 2048
¥l PROCESSING
gfl 0.022
gtsl sot used
procl 1
ol 2048
DISPLAY
"p 252.0
-p 4664.1
*pl 7.1
wpl 4659.0
cfl 139.7
ctp °
vl 139.7
repl °
rLoT
we 200.0
»e o
wel 200.0
»c2 °
v 4074
th 2
a1 cdc ph

F2
(ppm)

Fl (ppm)
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111D-4C271-5 - XXIX-MTPA- (+)

exp2)  WOESY
SAMPLE rLAGS
date Jan 25 2018 hs nn
solvent cdeld  sspul Y
sample PrGelg y
AcguisITION haglvl 6120
- 5208.3 SPECIAL
at 0.150 temp not used
op 1562 gain s0
© 4000 spin 0
.- 32 P2 PROCESSING
a 1.300 gt 0.060
at 24 gts not used
2D ACQUISITION  fn 2048
i 5208.3 Pl PROCESSING
i 256 gf1 0.022
TRANSMITTER gfsl not used
tn Ml procl 1p
atrq 599.898 fnl 2048
tot -535.8 DISPLAY
tpwr 58 sp 3s8.8
o 9.600 wp 1450.3
NORSY pl 3s8.8
e 0.800 wpl 1490.3
PRESATURATION 1 139.7
satmode n rtp °
wet s rell 135.7
oRCOUPLER rtpl o
dn c13 pLoT
an non we 200.0
wc 0
wel 200.0
sz °
ve 4074
th 2
at cdc ph
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Figure S36 FABMS of 2b

[ Elemental Composition ]

Data : 1802047 Date : 14-Feb-2018 18:26
Sample: 111D-4 C271-5 MTPA{+) XXIX

Note : Matrix; NBA+Na

Inlet : Direct Ion Mode : FAB+
RT : 5.34 min Scantf: (45,50)
Elements : C 32/28, H 45/35, F 5/0, O 10/0, Na 1/0
Mass Tolerance : 20ppm, lummu if m/z > 50
Unsaturation (U.S.) : -1.0 - 30.0
Chserved m/z Int% Err {pom / mmu) U.S. Composition
545.2849 100.0 -1.1 / -0.6 8.5 C 30HA41 F 3 O 4 Na
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[ Mass Spectrum ]

Data : 1802044 Date :
Sample: 1110-4 C271-5 MTPA(+) XXIX

Note : Matrix; NBR+NaCl

14-Feb—-2818 17:42

Inlet : Direct Ion Mode : FRB+

Spectrum Type : Normal Ion [MF-Linear]
RT : 6.92 min
BP : msz |89.D880 Int. : 157.8@6

Output m7z range : 28.0000 to BEO.0008

1645862 189
198

|
9@ -
80 -
70
60 -
50

a8 -

30

257

Scan# : (52,62)-k((75,85))[k=1.8]

Cut Level : 0.88 %

368 493 545
D¢ 4 M3 ag? . | 575  B47 5] 719 777

58 188 158 208 258

O Y AN e X  V Lo,

L L gt g cpeyitipe. L | T

1
388 358 4@0 450 5600 558 680 658 708 ’58 800
m/Z
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