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Copies of 'H and *C NMR, IR, and HRMS spectra for fragment C23-C35:
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Figure S1: 'H NMR spectrum of compound 18 (250 MHz; CeDs).
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Figure S2: 1°C NMR spectrum of compound 18 (62.5 MHz; CsDs).
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Figure S3: 13C NMR (dept 135) spectrum of compound 18 (62.5 MHz; CeDs).
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Figure S4: IR spectrum of compound 18.
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Figure S5: TH NMR spectrum of compound 28 (500 MHz; CeDs).
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Figure S6: 1°C NMR spectrum of compound 28 (125 MHz; CeDs).
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Figure S7: 13C NMR (dept 135) spectrum of compound 28 (125 MHz; CesDs).
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Figure S8: IR and HRMS (ESI TOF-MS) spectra of compound 28.
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Figure S9: 'H NMR spectrum of compound 29 (600 MHz; CDCIs).
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Figure S10: 3C NMR spectrum of compound 29 (150 MHz; CDCls).
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Figure S11: 3C NMR (dept 135) spectrum of compound 29 (150 MHz; CDClz).
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Figure S12: IR and HRMS (ESI TOF-MS) spectra of compound 29.
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Figure S13: *H NMR spectrum of compound 30 (250 MHz; CDCls).
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Figure S14: 1°C NMR spectrum of compound 30 (62.5 MHz; CDCIs).
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Figure S15: 3C NMR (dept 135) spectrum of compound 30 (62.5 MHz; CDClz).
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Figure S16: IR and HRMS (ESI TOF-MS) spectra of compound 30.
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Figure S17: *H NMR spectrum of compound 31 (600 MHz; CDCls).
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Figure S18: 1°C NMR spectrum of compound 31 (100 MHz; CDCIs).
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Figure S19: 3C NMR (dept 135) spectrum of compound 31 (100 MHz; CDClz).
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Figure S20: IR and HRMS (ESI TOF-MS) spectra of compound 31.
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Figure S21: COSY contour map of compound 31 (400 MHz; CDCls).
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Figure S22: HSQC contour map of compound 31.
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Figure S23: HMBC contour map of compound 31.
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Figure S24: *H NMR (1D selective NOE) spectrum of compound 31 (400 MHz; CDCls).
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Figure S25: *H NMR (1D selective NOE) spectrum of compound 31 (400 MHz; CDCls).
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Figure S26: *H NMR spectrum of compound 32 (250 MHz; CeDe).
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Figure S27: 1°C NMR spectrum of compound 32 (62.5 MHz; CeDs).
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Figure S28: 3C NMR (dept 135) spectrum of compound 32 (62.5 MHz; CeDs).
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Figure S29: IR and HRMS (ESI TOF-MS) spectra of compound 32.
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Figure S30: *H NMR spectrum of compound 20 (250 MHz; CeDs).
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Figure S31: 3C NMR spectrum of compound 20 (62.5 MHz; CsDs).

Acquisition Time (sec) 0.5439 ‘ Comment Emilio - EJR-028P - C6D6 - 250MHZ - set22ejrC1 Date 23 Sep 2011 09:58:40
File Name C:\U Desktop\D 011\set22ejrC1_001001r | Frequency (MHz) 62.90 Nucleus 13C
Number of Transients 2048 ‘ Original Points Count 8192 Points Count 32768 Pulse dept135
Solvent BENZENE-D6 ‘ Sweep Width (Hz) 15060.24 Temperature (degree C) 25.160
[ R = s oy @2 o N~ w
@ © bl Sl QN I% ~ B
By o 3 oN 99 © 9 -
ee B < Sm E8 & 9 0
~ | [
I
"
L
i
i
i
216 208 200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 -8

Figure S32: 3C NMR (dept 135) spectrum of compound 20 (62.5 MHz; CesDs).
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Figure S33: IR and HRMS (ESI TOF-MS) spectra of compound 20.
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Figure S34: *H NMR spectrum of compound 37 (600 MHz; CDCls).
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Figure S35: 1°C NMR spectrum of compound 37 (125 MHz; CDCIs).
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Figure S36: 3C NMR (dept 135) spectrum of compound 37 (125 MHz; CDClz).
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Figure S37: IR and HRMS (ESI TOF-MS) spectra of compound 37.
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Figure S38: COSY contour map of compound 37 (500 MHz; CDCls).

S31



Emilio - EJR-071P - CDC1l3 - Avance 500 MHz - setl8ejrHl1l - HSQC

Current Data Parameters

. ppm

5 mm PABBO BB/
hsqcedetqgp

S - 40

1

usec
usec

00
25.000000

CHANNEL £2
125.70

L1 ll\llﬂ.l\lhllllw

Figure S39: HSQC contour map of compound 37.
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Figure S40: HMBC contour map of compound 37.
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Figure S41: *H NMR spectrum of compound 38 (500 MHz; CDCls).
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Figure S42: 1°C NMR spectrum of compound 38 (125 MHz; CDCIs).
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Figure S43: 3C NMR (dept 135) spectrum of compound 38 (125 MHz; CDCl=).
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Figure S44: IR and HRMS (ESI TOF-MS) spectra of compound 38.
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Figure S45: COSY contour map of compound 38 (500 MHz; CDCls).
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Figure S47: *H NMR (1D selective NOE) spectrum of compound 38 (400 MHz; CDCls).
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Figure S48: *H NMR (1D selective NOE) spectrum of compound 38 (400 MHz; CDCls).
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Figure S49: *H NMR (1D selective NOE) spectrum of compound 38 (400 MHz; CDCls).
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Figure S50: *H NMR spectrum of compound 39 (500 MHz; CDCls).
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Figure S51: 1°C NMR spectrum of compound 39 (62.5 MHz; CDClIs).
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Figure S52: 3C NMR (dept 135) spectrum of compound 39 (62.5 MHz; CDClz).
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Figure S53: IR and HRMS (ESI TOF-MS) spectra of compound 39.
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Figure S54: 'H NMR spectrum of compound 40 (600 MHz; CDCls).
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Figure S55: 1°C NMR spectrum of compound 40 (150 MHz; CDCIs).
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Figure S56: 3C NMR (dept 135) spectrum of compound 40 (150 MHz; CDCl=).
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Figure S57: IR and HRMS (ESI TOF-MS) spectra of compound 40.
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Figure S58: 'H NMR spectrum of compound 41 (500 MHz; CDCls).
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Figure S59: 1°C NMR spectrum of compound 41 (125 MHz; CDCIs).
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Figure S60: 3C NMR (dept 135) spectrum of compound 41 (125 MHz; CDClz).
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Figure S61: IR and HRMS (ESI TOF-MS) spectra of compound 41.
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Figure S62: *H NMR spectrum of compound 43 (500 MHz; CDCls).
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Figure S63: 1°C NMR spectrum of compound 43 (125 MHz; CDCIs).
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Figure S64: 3C NMR (dept 135) spectrum of compound 43 (125 MHz; CDClz).
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Figure S65: IR and HRMS (ESI TOF-MS) spectra of compound 43.
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Figure S66: *H NMR spectrum of compound 10 (600 MHz; CDCls).
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Figure S67: 3C NMR spectrum of compound 10 (150 MHz; CDCls).
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Figure S68: 3C NMR (dept 135) spectrum of compound 10 (150 MHz; CDCls).
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Figure S69: IR and HRMS (ESI TOF-MS) spectra of compound 10.
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Figure S70: *H NMR spectrum of compound 47 (500 MHz; CeDs).
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Figure S71: ¥3C NMR spectrum of compound 47 (125 MHz; CeDs).
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Figure S72: 13C NMR (dept 135) spectrum of compound 47 (125 MHz; CeDs).

S58



Comment

KBr_Helder

‘ File Name

C:\USERS\EMILIO\DESKTOP\DOUTORADO\V\EJR080P.SPC ‘ Date Stamp

23/11/2012 06:10:00

Date 23 Nov 2012 06:11:26 Technique Infrared ‘ Instrument MB ‘ Spectral Region IR
X Axis Wavenumber (cm-1) Y Axis Arbitran ‘ Spectrum Range 399.2356 - 4000.0706

Points Count

1868

‘ Data Spacing

1.9287

&
Ll

Arbitrary
&) I N - |
2l M 2 i, S

-355
BT; i
! Loddyd Ledo ll LLL L g
£ S 888 382825 $ 885 83 & XK
) > N9 ERREI53 o Re a 3X
R L S E e s B R R o N N o o o N B e o e A A e s et
38‘00 36‘00 34‘00 32b0 30b0 28‘00 ZGbO 24‘00 22‘00 20‘00 18‘00 16‘00 14‘00 12‘00 10‘00 8(‘)0 6[‘)0 40‘0
Wavenumber (cm-1)
291112_EJROSOP (0.034) 1= (1.00,1.00) C17TH2404K TOF MS ES+
331.1312 T7.63e12
100
Ea
3321346
333.1314
T T T T T T T T T T T T T T T I T I T T T I T I T I T 1 1 T T I T T T T T T T T T 1T mZ
304 306 308 310 32 314 36 318 320 322 324 326 328 330 332 334 336 338 340 342 344 346
291112_EJROS0P 10 (0.187) AM (Cen.2, 80.00, Ht,5000.0,0.00,1.00); Sm (SG, 4x2.00); Cm (2:32) TOF MS ES+
315.1536 1.05e4
100
B =
331.1200
311.0813
316.1605
3321342
T T T T T T T T T T 1 T T T I T I T T T I T I T I T 1 T T T I T T T T T T T T T 1T mZ
304 306 308 30 32 314 316 IE 320 322 324 336 328 330 332 334 336 338 M40 342 344 M6

Figure S73: IR and HRMS (ESI TOF-MS) spectra of compound 47.
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Figure S74: *H NMR spectrum of compound 48 (500 MHz; CDCls).

S60



Time (sec) 0.5439 ‘ Comment Emilio EJR-081 CDCI3 250 MHz out25ejrC1 13C Date 26 Oct 2012 11:54:24
File Name c:\u ilio\Desktop\D MN\2012\out25ejrC1_002001r | Frequency (MHz) 62.90 Nucleus 13C
Number of Transients 13296 ‘ Original Points Count 8192 Points Count 32768 Pulse Sequence 2gpg30
Solvent CHLOROFORM-D ‘ Sweep Width (Hz) 15060.24 Temperature (degree C) 25.160
Chloroform-d
Q o 2o @ o '
& S 3% 8 3 SN N N m oo o
3 B oS ~ oo Qo ar~ o N nNo ©
o] a ] S 3 KOS gN " sod =
B PR 43 NE38 s B IS a
[ [ I 7 =
At} Ueoma Wl . m L A
AR A L R L L s L AL A A R A LA A LA A A R B A A Ll SRS ARy RN L LA N A AR LA A AL A RS AR AAASA AR LRS! AR ASAN AEAM AR AALARANAS
200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0

Chemical Shift (ppm)

Figure S75: 3C NMR spectrum of compound 48 (62.5 MHz; CDCls).
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Figure S76: 3C NMR (dept 135) spectrum of compound 48 (62.5 MHz; CDCl=).
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Figure S77: IR and HRMS (ESI TOF-MS) spectra of compound 48.
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Figure S78: *H NMR spectrum of compound 49 (500 MHz; CDCls).
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Figure S79: 1°C NMR spectrum of compound 49 (125 MHz; CDClIs).
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Figure S80: 3C NMR (dept 135) spectrum of compound 49 (125 MHz; CDClz).
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Figure S81: IR and HRMS (ESI TOF-MS) spectra of compound 49.
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Figure S82: *H NMR spectrum of compound 50 (500 MHz; CDCls).
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Figure S83: 3C NMR spectrum of compound 50 (125 MHz; CDCls).
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Figure S84: 3C NMR (dept 135) spectrum of compound 50 (125 MHz; CDCl=).

S67



Comment KBr_Helder ‘ File Name C:\USERS\EMILIO\DESKTOP\DOUTORADO\V\EJR083P.SPC ‘ Date Stamp 23/11/2012 04:32:00

Date 23 Nov 2012 04:33:28 T i Infrared ‘ Instrument MB ‘ Spectral Region IR
X Axis Wavenumber (cm-1) Y Axis Arbitran ‘ Spectrum Range 399.2356 - 4000.0706
Points Count 1868 [ Data Spacing __1.9287

Arbitrary

L LSgh b Shal Lyl gdedn d 4Ly
g g 8EB & 2B BBR GERRE K Bds
3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1200 1000 800 600 400

Wavenumber (cm-1)

Figure S85: IR spectrum of compound 50.
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Figure S86: COSY contour map of compound 50 (500 MHz; CDCls).
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Figure S87: HSQC contour map of compound 50.
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Figure S88: HMBC contour map of compound 50.
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Figure S89: *H NMR (1D selective NOE) spectrum of compound 50 (400 MHz; CDCls).
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Figure S90: *H NMR spectrum of compound 51 (250 MHz; CDCls).
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Figure S91: 1°C NMR spectrum of compound 51 (62.5 MHz; CDClIs).
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Figure S92: 3C NMR (dept 135) spectrum of compound 51 (62.5 MHz; CDClz).
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Figure S93: IR and HRMS (ESI TOF-MS) spectra of compound 51.
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Figure S94: *H NMR spectrum of compound 52 (500 MHz; CDCls).
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Figure S95: 1°C NMR spectrum of compound 52 (125 MHz; CDClIs).
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Figure S96: 3C NMR (dept 135) spectrum of compound 52 (125 MHz; CDClz).
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Figure S98: *H NMR spectrum of compound 15 (500 MHz; CDCls).
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Figure S99: 3C NMR spectrum of compound 15 (125 MHz; CDCls).
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Figure S100: 3C NMR (dept 135) spectrum of compound 15 (125 MHz; CDCl=).
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Figure S101: IR and HRMS (ESI TOF-MS) spectra of compound 15.
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Figure S102: *H NMR spectrum of compound 53 (250 MHz; CsDs).
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Figure S103: *H NMR spectrum of compound 56a (500 MHz; CDCIs).

S83



Time (sec) 0.5505 ‘ Comment Emilio - EJR 187 P - CDCI3 - Avance 500 MHz - outO7ejrH1 - 13C Date 07 Oct 2013 08:21:30
File Name C:\l Desktop\D MN\2013\out07ejrH1_002001r Frequency (MHz) 125.69 Nucleus 13C
Number of Transients 320 ‘Onglnal Points Count 16384 Points Count 32768 Pulse Sequence 2gpg30
Solvent CHLOROFORM-D__| Sweep Width (Hz) 29761.90 Temperature (degree C) 25.146
Chloroform-d
~
g 8 38 g 8 88 23 5959
S k RE8 o < {a B Jywyw
[ | ~ I~ e
! |
|
|
|
I
| .

DAL A L) LA L L A LRy LA s s A ] A LA L) LA S R AR R A ALy AR AL LR LS AEAN Ay A ALy LA A A AR R AR AR LA Ad Ay A A LA A
200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0 -8
Chemical Shift (ppm)

Figure S104: 1°C NMR spectrum of compound 56a (125 MHz; CDCls).
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Figure S105: 3C NMR (dept 135) spectrum of compound 56a (125 MHz; CDCIs).
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Figure S106: IR spectrum of compound 56a.
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Figure S107: *H NMR spectrum of compound 57a (500 MHz; CDCIls).
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Figure S108: 1°C NMR spectrum of compound 57a (125 MHz; CDCls).
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Figure S109: 13C NMR (dept 135) spectrum of compound 57a (125 MHz; CDCls).
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Figure S110: IR spectrum of compound 57a.
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Figure S111: 'H NMR spectrum of compound 14a (500 MHz; CDClz).
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Figure S112: °C NMR spectrum of compound 14a (125 MHz; CDCls).
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Figure S113: 13C NMR (dept 135) spectrum of compound 14a (125 MHz; CDCls).
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Figure S114: IR and HRMS (ESI TOF-MS) spectra of compound 14a.
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Figure S115: *H NMR spectrum of compound 58a (600 MHz; CDCIs).
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Figure S116: 1°*C NMR spectrum of compound 58a (150 MHz; CDCls).
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Figure S117: 13C NMR (dept 135) spectrum of compound 58a (150 MHz; CDCls).
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Figure S118: IR and HRMS (ESI TOF-MS) spectra of compound 58a.
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Figure S119: *H NMR spectrum of compound 59 (500 MHz; CDCls).
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Figure S120: **C NMR spectrum of compound 59 (125 MHz; CDCls).
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Figure S121: 13C NMR (dept 135) spectrum of compound 59 (125 MHz; CDCls).
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Figure S122: IR and HRMS (ESI TOF-MS) spectra of compound 59.
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Figure S123: 'H NMR spectrum of compound 60 (600 MHz; CDCls).
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Figure S124: 1°C NMR spectrum of compound 60 (150 MHz; CDClIs).
Time (sec) 0.4544 ‘ Date 18 Oct 2013 07:51:48
File Name C:\Users\Emilio\Desktop\Doutorado\RMN\2013\out17ejrH1_003001r Frequency (MHz) 150.91
Nucleus 13C Number of Transients 5120 ‘ Original Points Count 16384 Points Count 65536
Pulse Sequence deptsp135 Solvent CHLOROFORM-D Sweep Width (Hz) 36057.69
Temperature (degree C) 27.000
o~ ~
g 2 338853 23338 8 8 8 2582
1 3 S DB O8Y wYddd S v o 5 F <15
] o 8888 ¥IFFS & & & PY Yy
s SO (| | e
|
|
[ |
I
N ) .
T i
i
i
! |
A L R L LR A g S A L LA B R At L A A At A L A AL R AR B LS AR A AL A WA A
200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0 -8

Chemical Shift (ppm)

Figure S125: 13C NMR (dept 135) spectrum of compound 60 (150 MHz; CDCl=).
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Figure S126: IR and HRMS (ESI FT-ICR-MS) spectra of compound 60.
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Figure S127: 'H NMR spectrum of compound 61 (500 MHz; MeOD-da4).
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Figure S129: 13C NMR (dept 135) spectrum of compound 61 (125 MHz; MeOD-d4
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Figure S130: IR and HRMS (ESI TOF-MS) spectra of compound 61.
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Figure S132: HSQC contour map of compound 61.
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Figure S133: HMBC contour map of compound 61.
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Figure S134: 'H NMR spectrum of compound 62a (500 MHz; CDCIs).
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Figure S135: 1°C NMR spectrum of compound 62a (125 MHz; CDCls).
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Figure S136: 13C NMR (dept 135) spectrum of compound 62a (125 MHz; CDCls).
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Figure S137: IR and HRMS (ESI FT-ICR-MS) spectra of compound 62a.
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Figure S138: 'H NMR spectrum of compound 63 (500 MHz; CDCls).
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Figure S140: 3C NMR (dept 135) spectrum of compound 63 (125 MHz; CDCls).
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Figure S141: IR and HRMS (ESI FT-ICR-MS) spectra of compound 63.
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Figure S142: 'H NMR spectrum of compound 14b (500 MHz; CeDs).
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Figure S143: 1°C NMR spectrum of compound 14b (125 MHz; CeDs).
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Figure S144: 13C NMR (dept 135) spectrum of compound 14b (125 MHz; CeDs).
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Figure S145: IR and HRMS (ESI FT-ICR-MS) spectra of compound 14b.
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Figure S146: *H NMR spectrum of compound 58b (500 MHz; CDCl3).
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Figure S147: 1°C NMR spectrum of compound 58b (125 MHz; CDCl3).
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Figure S148: 13C NMR (dept 135) spectrum of compound 58b (125 MHz; CDCls).
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Figure S149: IR and HRMS (ESI FT-ICR-MS) spectra of compound 58b.
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Figure S150: *H NMR spectrum of compound 62b (500 MHz; CDCl3).
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Figure S151: 1°C NMR spectrum of compound 62b (125 MHz; CDCl3).
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Figure S152: 13C NMR (dept 135) spectrum of compound 62b (125 MHz; CDCls).
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Figure S153: IR and HRMS (ESI FT-ICR-MS) spectra of compound 62b.
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Figure S154: 'H NMR spectrum of compound 11 (500 MHz; CDCls).
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Figure S155: 13C NMR spectrum of compound 11 (125 MHz; CDCls).
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Figure S156: 13C NMR (dept 135) spectrum of compound 11 (125 MHz; CDCls).
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Figure S157: IR and HRMS (ESI FT-ICR-MS) spectra of compound 11.
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Figure S158: 'H NMR spectrum of compound 64 (500 MHz; CDCls).
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Figure S159: 1°C NMR spectrum of compound 64 (125 MHz; CDClIs).
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Figure S160: 3C NMR (dept 135) spectrum of compound 64 (125 MHz; CDCls).
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Figure S161: IR and

HRMS (ESI FT-ICR-MS) spectra of compound 64.
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Figure S162: *H NMR spectrum of compound 9 (500 MHz; CDClz).

S128




Acquisition Time (sec) 0.4981 Date 14 Mar 2014 17:43:04
File Name C:\L Desktop\Di 2014\mar14ejrH1_002001r Frequency (MHz) 125.69
Nucleus 13C Number of Transients 1024 Original Points Count 16384 Points Count 32768
Pulse 2gpg30 Solvent CHLOROFORM-D Sweep Width (Hz) 32894.74
Temperature (degree C) 25.205
Chloroform-d
o ©o© © o
& SR < 3 ~ o CINONNDNON ANV AIDNNONOVNNDOAN O ¢ o
~ 0 < ~ @ COOTdARNQONANONANNAGNODNVIOHARO SOy
S R3] S 5 © @ NOY 008 NNUONIIUOC BN IRBFONGS o
& a9 o b &3 RENN 88833 bnIIINIIBRIANIAAIIGS DY T
Sl =l e s e e s S B e
~~ oo
S5 5
o o~
IS S
[
|
[
2 & 8§38
< < 888
| | [ s mma
| ! : 182 180
Chemical S...
ol 3 838 8
@ IYY Y
R
46.5 455
Chemical ...
T
25.95 25.85
Chemical S.
©
"3 -3.75 -4.25
7 Chemical Shift (ppm)
|
|
37.00
Chemi.
i
N il by “\‘ ‘\ | ‘

AR AL LR L] LA AL AL A R L] L E LA AL R S At A AR LS LA sd AL AR S LA AR s A A A LA A LA WA By A
216 208 200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0 -8
Chemical Shift (ppm)

Figure S163: 1°C NMR spectrum of compound 9 (125 MHz; CDClIs).
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Figure S164: 13C NMR (dept 135) spectrum of compound 9 (125 MHz; CDClz).
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Figure S165: IR and HRMS (ESI FT-ICR-MS) spectra of compound 9.
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Figure S166: 'H NMR spectrum of compound 7 (500 MHz; CDClz).
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Figure S167: 1°C NMR spectrum of compound 7 (125 MHz; CDCIs).
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Figure S168: 13C NMR (dept 135) spectrum of compound 7 (125 MHz; CDClz).
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Figure S169: IR and HRMS (ESI FT-ICR-MS) spectra of compound 7.

S133



Copies of 'H and *C NMR, IR, and HRMS spectra for fragments C1-C8 and C1-C35:
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Figure S170: *H NMR spectrum of compound 69 (500 MHz; CDCls).
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Figure S171: 1°C NMR spectrum of compound 69 (125 MHz; CDClIs).
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Figure S172: 13C NMR (dept 135) spectrum of compound 69 (125 MHz; CDCls).
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Figure S173: IR spectrum of compound 69.
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Figure S174: *H NMR spectrum of compound 13 (500 MHz; CDCls).
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Figure S175: 1°*C NMR spectrum of compound 13 (125 MHz; CDClIs).
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Figure S176: 13C NMR (dept 135) spectrum of compound 13 (125 MHz; CDCls).
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Figure S177: IR spectrum of compound 13.
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Figure S178: 'H NMR spectrum of compound 71a (500 MHz; CDCIs).
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Figure S179: 1°C NMR spectrum of compound 71a (125 MHz; CDCls).
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Figure S180: 13C NMR (dept 135) spectrum of compound 71a (125 MHz; CDCls).
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Figure S181: IR spectrum of compound 71a.
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Figure S182: 'H NMR spectrum of compound 72a (500 MHz; CDCIs).
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Figure S183: 3C NMR spectrum of compound 72a (125 MHz; CDCIs).
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Figure S184: 13C NMR (dept 135) spectrum of compound 72a (125 MHz; CDCls).
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Figure S185: IR spectrum of compound 72a.
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Figure S186: 'H NMR spectrum of compound 6a (500 MHz; CDCls).
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Figure S187: 13C NMR spectrum of compound 6a (125 MHz; CDCls).
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Figure S188: 13C NMR (dept 135) spectrum of compound 6a (125 MHz; CDCls).
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Figure S189: 'H NMR spectrum of compound 73a (500 MHz; CDCIs).

S148



Acquisition Time (sec) 0.4981 Date 28 Mar 2014 10:28:28

File Name C:\L ilio\Desktop\D: 2014\mar27ejrH1_002001r Frequency (MHz) 125.69
Nucleus 13C Number of Transients 15360 T Original Points Count 16384 Points Count 32768
Pulse 2gpg30 Solvent CHLOROFORM-D Sweep Width (Hz) 32894.74
Temperature (degree C) 25.147

Chloroform-d

o o NoQwYnONND O
8 2 3R2832895235% N 0O O NN T A ON NI NNOAR RN DD ND ooy oy @
= < FUCWWANdSNSS Q19 QOO ARONNQOUNOONROAONNAVODNIRHNNN 2B IH K
o © OOOMMMEMON®ONNN 0 NSO 080T ONLNIBNBOOBBSSBBONTND 5
] g 992839328549y 28 NN g8 g8 38y yagr s eaasgssiddaysy
B [ R O A S e O A e i i
N~ 9 sw
N 858
W @ N~
g %55
rTTe
w0 ~
g N o NoNs ©
© = © HNO® 0
b N @ YYYY Y
s ! VAT
83
R i
< o I
I~ ~ @ i |
© w I
g 9 |

T
1 .00 -4.25 -4.50

' ! Chemical Shift (ppm)
T
18.1 17.9

™
43.0 42.0 Chemical Shift .
R Chemical ...
T
52.25 46.5 ‘ 455
Chemica... Chemical ...

] .

T T T T T T T T T T T T T
216 208 200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0 -8
Chemical Shift (ppm)

Figure S190: 3C NMR spectrum of compound 73a (125 MHz; CDCIs).
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Figure S191: 13C NMR (dept 135) spectrum of compound 73a (125 MHz; CDCls).
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Figure S192: 'H NMR spectrum of compound 71b (500 MHz; CDCI3).
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Figure S193: +°C NMR spectrum of compound 71b (125 MHz; CDCls).
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Figure S194: 13C NMR (dept 135) spectrum of compound 71b (125 MHz; CDCls).
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Figure S195: IR spectrum of compound 71b.
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Figure S196: 'H NMR spectrum of compound 6b (500 MHz; CDCl3).
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Figure S197: 13C NMR spectrum of compound 6b (125 MHz; CDClz3).
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Figure S198: 13C NMR (dept 135) spectrum of compound 6b (125 MHz; CDClz3).
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Figure S199: IR and HRMS (ESI FT-ICR-MS) spectra of compound 6b.
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Figure S200: *H NMR spectrum of compound 73b (500 MHz; CDCl3).
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Figure S201: 13C NMR spectrum of compound 73b (125 MHz; CDClz3).
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Figure S202: 13C NMR (dept 135) spectrum of compound 73b (125 MHz; CDCls).
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Figure S203: IR and HRMS (ESI FT-ICR-MS) spectra of compound 73b.
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Figure S204: 'H NMR spectrum of compound 74 (500 MHz; CDCls).
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Figure S205: 1*C NMR spectrum of compound 74 (125 MHz; CDClIs).
Acquisition Time (sec) 0.5505 ‘ Comment Emilio - EJR-400P - CDCI3 - Av 500MHz - nov03ejrH1 DEPT135 Date 03 Nov 2014 17:54:06
File Name C:\Users\Emilio\Desktop\D: 2014\nov03ejrH1_003001r Frequency (MHz) 125.69 Nucleus 13C
Number of Transients 1024 [ original Points Count 16384 Points Count 32768 Pulse dept135
Solvent CHLOROFORM-D ‘ Sweep Width (Hz) 29761.90 Temperature (degree C) 20.154
NNTNROTQN
SIIFBEININT TRELVTONNT NONOWTUNORNONTNRDON Mo~
SORUWBLANLONG de—dooa~N 00 ARV ANNCCORNRXRARIRY O ©dmin
SS0R00®38N CIIPBLEOTY NOWNDIIRNUOOBN RTINS o < <
S33333335S SENSES8ETS BIITITNIoaIlANaAIIST PYYY
plnlni i R ARSEE L SRS G AR AR AL
~o
sS4
o i
bo
S
-
52.00
Chemic...
| |
L
| I
‘\ | | |
| |
sem—————— NN — .
L y Yy by " it
i
i
i
216 208 200 192 184 176 168 160 152 144 136 128 120 112 104 96 88 80 72 64 56 48 40 32 24 16 8 0 -8

Figure S206: 13C NMR (dept 135) spectrum of compound 74 (125 MHz; CDCls).
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Figure S207: IR spectrum of compound 74.
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Figure S208: 'H NMR spectrum of compound 77a and 77b (400 MHz; MeCN-ds3).
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Figure S209: 13C NMR spectrum of compound 77a and 77b (125 MHz; MeCN-dz).
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Figure S210: *H NMR spectrum of compound 77c and 77d (500 MHz; MeCN-dz).
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Figure S211: 13C NMR spectrum of compound 77c and 77d (125 MHz; MeCN-dz).
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Figure S212: 'H NMR spectrum of compound 78 (600 MHz; MeCN-ds).
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Figure S213: +°C NMR spectrum of compound 78 (150 MHz; MeCN-d3).
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Figure S214: 13C NMR (dept 135) spectrum of compound 78 (150 MHz; MeCN-ds).
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Figure S215: *H NMR spectrum of compound 87 (500 MHz; CDCls).
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Figure S216: 1°C NMR spectrum of compound 87 (125 MHz; CDClIs).
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Figure S217: 13C NMR (dept 135) spectrum of compound 87 (125 MHz; CDCls).
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Figure S218: IR spectrum of compound 87.

S170



Acquisition Time (sec) 1.6384 Comment Emilio "EJR-453P" cdcl3/ Av500MHz mar30ejrH3 Date 31 Mar 2015 09:12:46
File Name C:\Users\Emilio\Desktop\Doutorado\Tese\pendencias\mar30ejrH3_001001r Frequency (MHz) 499.87
Nucleus 1H Number of Transients 16 Original Points Count 16384 Points Count 65536
Pulse Sequence zg30 Solvent CHLOROFORM-D | Sweep Width (Hz) 10000.00 Temperature (degree C) 25.147

Chlorqform-d

n o wLw
NO OO
NN OO
NS/
oTBS
I
Me., PO(OEt),
1 Me_ Me Me
0”0 <0 0 o  TBSO o
Me : “oTBS
Me  Me 81, dr=1:1
7.67 2.54
| ]
o © o I~ D NOON~NOSTMAO®LM R AR RARIRRERRERRS RS
a3 2858 KRBEEmBNHAIILT a2 A A
I/ 5N N SN Chemical Shift (ppm)
NUOSTOMOANAMO O
OO MOMMMMM—A-AO
A A A A A A A A
e |/

1.00 1.33 1.24 1.41 1.45
| ) | 26.89 3.27
PP P P e : = :
62 61 60 59 58 57 56 55 54 195 1.00
Chemical Shift (ppm) Chemical Shift (ppm)
i |
) Il O TR T I T TP iy ! il iy gy )
1.09 1.33 1.24 1.45 1.31 7.67 3.09 1.65 1.50 5.25 5.14 1.4133.86 46.74 24.00
[l [ A O R B Iy N Ry Y O N [y O (I
e e
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 55 5.0 45 4.0 35 3.0 25 2.0 1.5 1.0 0.5 0

Chemical Shift (ppm)

Figure S219: 'H NMR spectrum of compound 81 (500 MHz; CDCls).
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Figure S220: 1°*C NMR spectrum of compound 81 (125 MHz; CDClIs).
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Figure S221: 13C NMR (dept 135) spectrum of compound 81 (125 MHz; CDCls).
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Figure S222: IR spectrum of compound 81.
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Copies of 'H and 3C NMR, IR, and HRMS spectra for fragment C3-C7:
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Figure S223: 'H NMR spectrum of compound 80 (500 MHz; CDCls).
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Figure S224: 13C NMR spectrum of compound 80 (125 MHz; CDCls).
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Figure S225: 13C NMR (dept 135) spectrum of compound 80 (125 MHz; CDCls).
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Figure S226: IR spectrum of compound 80.
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Copies of 'H and 3C NMR, IR, HRMS, UV-Vis, and Circular Dichroism spectra for marinisporolide C:
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Figure S227: 'H NMR spectrum of marinisporolide C (3) (600 MHz, DMSO-ds).
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Figure S228: 'H NMR spectrum of marinisporolide C (3): 6.15-7.15 region.
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Figure S229: 'H NMR spectrum of marinisporolide C (3): 4.85-5.65 region.

S178



oo oo 409 son s gngew Q dg o 0o T oy o9
&8 & 43856 388 & 25888 8 88 R RKRIRLRE
INENIIRNEN PN o g eieie of o wie o« e QR i S |
[ [ ST [ A e e SEEE

Figure S230: 'H NMR spectrum of marinisporolide C (3): 1.60-2.30 region.
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Figure S231: 'H NMR spectrum of marinisporolide C (3): 0.75-1.20 region.
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Figure S232: 13C NMR spectrum of marinisporolide C (3) (150 MHz, DMSO-ds).
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Figure S233: 13C NMR spectrum of marinisporolide C (3): 125.0-141.0 region.
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Figure S234: 13C NMR spectrum of marinisporolide C (3): 61.0-79.0 region.
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Figure S235: IR and HRMS (ESI FTMS) spectra of marinisporolide C (3).
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Figure S236: COSY contour map of marinisporolide C (3) (400 MHz, DMSO-ds).
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Figure S237: HSQC contour map of marinisporolide C (3) (400 MHz, DMSO-ds).
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Figure S238: HMBC contour map of marinisporolide C (3) (400 MHz, DMSO-ds).
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Figure S239: NOESY contour map of marinisporolide C (3) (400 MHz, DMSO-ds).
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Figure S240: UV-Vis spectrum of marinisporolide C (3) (MeOH).
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Figure S241: Circular Dichroism spectrum of marinisporolide C (3) (MeOH).
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