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Single Mass Analysis
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Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%
Monoisotopic Mass, Even Electron lons
35 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
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HRMS (ESI+) m/z calculated for C1,H230, [M+H]" 199.1698
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Elemental Composition Report Page 1

Single Mass Analysis
Tolerance = 3.0 mDa / DBE: min =-10.0, max = 100.0
Isotope cluster parameters: Separation = 1.0 Abundance = 1.0%

Monoisotopic Mass, Even Electron lons
35 formula(e) evaluated with 1 results within limits (all results (up to 1000) for each mass)
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HRMS (ESI+) m/z calculated for C13H,70, [M+H]" 215.2011
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23 Sep 2014

Title cial do Brasil (GMT-3:00) [ Comment Amostra 003 por LQOS data terga-feira, setembro 23 2014

Origin cial do Brasil (GMT-3:00) | File Name CA\USERS\DANILO P SANT'ANA\DOCUMENTS\TESE 2014\DANILO IV\DIENOAMIDA.SP

Date Stamp tue sep 23 14:46:46 2014 Hora oficial do Brasil (GMT-3:00) Date tue sep 23 14:46:46 2014 Hora oficial do Brasil (GMT-3:00)
Technique Infrared Instrument Spectrum Two Spectral Region IR

X Axis Wavenumber (cm-1) Y Axis %T Spectrum Range 550.0000 - 4000.0000

Points Count 3451 Data Spacing __1.0000

2
g

%Transmittance
o
&

59T

T T
2400 2200 2000
Wavenumber (cm-1)

IR of 10

T T T T T T T ISAARRRRRRA JRARRARASSARARRARARAN
4000 3800 3600 3400 3200 3000 2800 2600 1800 1600 1400 1200 1000 800 600

S20



081113_DPS663 (0.034) Is (1.00,1.00) COH16NO2 TOF MS ES+
1701181 (0.0 mDa) 8.95e12

1004

]

171.1213 (0.0 mDa)

o T T T T T T T T
081113_DPS563 26 (0.459) AM (Cen.4, 80.00, Ar,7500.0,0.00,0.70); Sm (SG, 2x4.00); Cm (2:27) TOF MS ES+
100 166.1029 3.16e4
-

172.0985
1701162
169.1016
171.0107 1730995
0 T T T T T ‘| T miz
167 168 169 170 171 172 173 174

ago06dpsH1 R 8888 RBEY =9 RERRERR 29¥NARRY 3N8UNTES855888
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anto cdel3fv 2 agonbdps \ N NV N S R N
Mo. - . A EN
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Me

THREE

50 45
f1 (ppm)

'H NMR of 22 (CDCls, 500 MHz)
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13
C NMR of 22 (CDCl3, 125 MH2z)
ago06dpsH1 29 288 & -9 2388 R2ABR 588
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DEPT 135 of 22 (CDClg, 125 MHz)
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18/09/2014 18:30:46

Acquisition Time (sec) 1.6384 Comment Danilo "DPS-612" cdcl3/ Av500MHz fevl2dpsH2 ‘ Date 12 Feb 2014 17:01:20
Date Stamp 12 Feb 2014 17:01:20 File Name C:\Users\Danilo P Sant'’Ana\Documents\tautomicetina\fid\dps600-\dps612\1\pdata\1\1r
Frequency (MHz) 499.87 Nucleus 1H Number of Transients 16 Origin spect
Original Points Count 16384 Owner nmrsu Points Count 65536 Pulse Sequence zg30
Receiver Gain 80.60 SW(cyclical) (Hz) 10000.00 Solvent CDCI3 Spectrum Offset (Hz) 3074.8962
Spectrum Type STANDARD Sweep Width (Hz) 9999.85 Temperature (degree C) 25.142
KR 888 5 6 93 R IIFIILBBHIB IQYS8583
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7 |
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2 025
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0.15 -
] |
1 |
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1 I
0.05
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o ] B g n
] S Lol
0.79 0.910.83 0.92 0.91 191 2.05 111 097 1.09 166 2.39 2.07 2.89 3.13
] [ H H EOH R R [ e S il
B L o o L L A i LA L EARR R RS e RS SRR e
95 9.0 85 80 75 7.0 6.5 6.0 55 50 45 4.0 35 30 25 20 15 1.0

Chemical Shift (ppm)

'H NMR of fragment C1-C12 (CDCls, 500 MHz)
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H NMR of 31 (CDCl3, 250 MHz)
28/08/2013 15:51:12
Time (sec) 0.5439 Comment dps479p 13C Date 12 May 2013 17:52:16
Date Stamp 12 May 2013 17:52:16 File Name C:\Users\Danilo\D 1-499\dps479 C\1\pdatali\ir
Frequency (MHz) 62.90 Nucleus 13C Number of Transients 153 [ origin spect
Original Points Count 8192 Owner root Points Count 32768 [ Pulse Sequence 2gpg30
Receiver Gain 322.50 SW(cyclical) (Hz) 15060.24 Solvent CHLOROFORM-d
Spectrum Offset (Hz) _ 6282.6372 Spectrum Type STANDARD __| Sweep Width (Hz) 15059.78 [ Temperature (degree C) 25.160
g g3 g 58 8 39 8 g3
g g 3 S &8 § gy ¢ 55
| (| | [ ~ | I~
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Chemical Shift (ppm)

13C NMR of 31 (CDCls, 62.5 MHz)
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quinta-feira, 30 de maio de 2013 17-51

Analista LQOS
Data quinta-feira, 30 de maio de 2013 17:51
102
00— — v———JHﬁw\\
o5 \”\ /ﬁr \/
\
% l‘ \ 1A W
4 2955,06cm-1 / | |‘ V\'\ " | 'u | 654,86cH
A f AT )
85 i 1& 7 Sadmat | [\ eperzcr e 3Tem-
fe4p asom-1 |1 &r‘ | | | 77'\\% cm:1
[ TN 790.08emm
804 \‘ | | v 7958Tem-1
‘ | | j ‘ 93L‘23cm4
IR
570 ‘ | ) J
o
o~ | \ W%[}ss%ﬁ
65 I H
1435, 11cme1] 1\
d |
80 | ‘ gvafs.agocsrg‘%c\ 1
55 H 1‘ F‘Dscm-“%?“l‘lﬁch
A
\ i
50 1‘IDH,}IZCm-1 | ‘
45 ! l@,\,
20 1729 71em-1 1252 p5cm-1
4000 3500 3000 2500 2000 1500 1000 550
cm-1
dps479-edit  Amostra 013 por LQOS data quinta-feira, maio 30 2013
270913_DPSSE0 (0.034) Is (1.00,1.00) C12H1605Na TOF MS ES+
100 263.0805 (0.0 mDa} 8.63e12
-
264.0030 (0.0 mDs)
L — T T T —T T T T T
270913_DPSSED 2 (0.051) AM (Cen,4, B0.00, Ar,5000.0,0.00,0.70); Sm (SG, 2¢4.00); Cm (2:4) TOF MS ES+
100 283 g4 143e3
=
264.0037 255 1033
260.0783
207.1022 274 2784
7 T T 1T 11 || | B s | 1 T _T.mz

T T T
254 256 258 260 262 264 266 268 270 72 274 276 278

HRMS (ESI+) m/z calculated for C1,H:60sNa [M+Na]* 263.0895
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f1 (ppm)
DEPT 135 of 32 (CDCl3, 62.5 MHz)
17 Dec 2013
Title brasileiro de ver&io (GMT-2:00) [ Comment Amostra 000 por LQOS data sexta-feira, dezembro 13 2013
Origin brasileiro de verao (GMT-2:00) [File Name CAUSERSIDANILO P SANTANADOCUMENTS\TAUTOMICETINAWIDPS562 1.SP
Date Stamp ___fri dec 13 15:32:33 2013 Horério brasileiro de veréo (GMT-2:00 Date fri dec 13 15:34:37 2013 Horério brasileiro de veréo (GMT-2:00
Technique Infrared Instrument Spectrum Two Spectral Region IR
X Axis. Wavenumber (cm-1) [Y Axis %TH Spectrum Range 550.0000 - 4000.0000
Points Count 3451 | Data Spacing __1.0000
8
z
:
e
8
L
8
2
2 3
6
8
E L5
]
o3 ds
AR NN LA R R AR A LAR A AR A LA DA VAR ES A SA R RE N AAR AL RA AN AL LA A LA RS A AL DAY SRR RAR SN SRR AL RSN AARRLAASA RALALAS AN RARRR AR NS T
4000 3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1000 600

Wavenumber (cm-1)

IR of 32

S28



270913_DPS496_A 7 (0.136) AM (Cen,4, 80.00, Ar,6000.0,0.00,0.70); Sm (SG, 2x4.00); Cm (2:15)
265.1021

TOF MS ES+

1004 1.73e4
L
S 266.1085
283.0899 287.1187
s
O T T T
270913_DPS496 (0.034) Is (1.00,1.00) C12H1805Na TOF MS ES+
100+ 265.1052 (0.0 mDa) 8.63e12
ES
266.1086 (0.0 mDa)
oy T T T T miz
263 264 265 266 267

HRMS (ESI+) m/z calculated for C1,H:50s5Na [M+Na]" 265.1052
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4542 e’ UVDRE 11

] 890195.05 pAU 49.20 % 9.377 min
900

800,
721886.96 uAU 50.80 % 11.386 min
700-

600-|

500

Absorbance (mAU)

300-|

200

100

T T T T L —
0 2 4 6 8 10 12 14 16 18 20
Time (min)

Absorban| Area % Time
ce Ratio

49.20 9.377
50.80 11.386
Total 100.00

il

900} B7892372 pAL B6.24 % 11024 mim

800

800

20— 199667.18 uAU 1376 % 9245 min

Absorban| Area % Time
ce Ratio

13.76) 9.245
85.24)  11.024
Total]  100.00

HPLC profile of 32 (Chiralpak IC®, nhexane/iPrOH 8:2, 1.0 mL/min, 254 nm)
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(S)-MTPA 32: (R)-()-MTPA-CI (0.93 mL, 0.495 mmol), Et;N (0.064 mL, 0.460 mmol) and

DMAP (1 mg) were added to a solution of 32 (16 mg, 0.066 mmol) in

@ CH.Cl, (3.3 mL). The reaction was stirred for 30 minutes After which

F3Cio'v'e the mixture was filtered through a plug of silica gel eluted with CH,Cl,.

The solvent was removed under reduced pressure to provide (S)-

MTPA 32 (29 mg, 96%)

Rf = 0.27 (hexane:AcOEt 4:1). [¢]*® = =32 (c 0.7, CHCl3). 'H NMR

Major diastereomer (CDCI3, 500 MHz) & 7.53 (dd, J = 11.7, 9.6 Hz, 2H), 7.46 — 7.39 (m, 3H),

5.85 (dd, J = 9.1, 5.7 Hz, 1H), 5.70-5.63 (m, 1H), 5.45 — 5.36 (m, 1H), 3.79 (s, 3H), 3.60 (s,

3H), 3.57 (d, J = 0.9 Hz, 3H), 2.85 — 2.75 (m, 1H), 2.63 — 2.54 (m, 1H), 2.02 (s, 3H), 1.69 (d, J

= 6.4 Hz, 3H. *C{*H} NMR Major diastereomer (CDCls, 125 MHz) § 15.2, 18.0, 29.7, 36.1,

52.1, 54.5, 55.6, 73.7, 124.6, 127.4, 128.4, 129.6, 130.5, 132.1,134.7, 136.2, 166.0, 166.5,

166.5, 168.0. IR (film): 3029, 3001, 2954, 2923, 2853, 1754, 1740, 1731 cm . HRMS (ESI+)
m/z calculated for CxH,sF30,Na [M+Na'] 481.1450, found 481.1412.

(R)-MTPA 32: (S)-(H-MTPA-CI (0.43 mL, 0.277 mmol), EtzN (0.09 mL, 0.636 mmol) and
DMAP (1 mg) were added to a solution of 32 (22 mg, 0.091 mmol) in CH,Cl, (0.9 mL). The
reaction was stirred for 30 minutes After which the mixture was filtered through a plug of silica
gel eluted with CH,Cl,. The solvent was removed under reduced pressure to provide (R)-
MTPA 32 (30 mg, 72%)

Rf = 0.27 (hexane:AcOEt 80:20). [of¥ = +23 (c 1.5, CHCly). 'H NMR Major diastereomer
(CDCl3, 500 MHz) & 7.58 — 7.49 (m, 2H), 7.49 — 7.41 (m, 3H), 5.96 — 5.87 (m, 1H), 5.60-5.55
(m, 1H), 5.34 — 5.22 (m, 1H), 3.80 (s, 3H), 3.72 (s, 3H), 3.53 (s, 3H), 2.73-2.67 (m, 1H), 2.57 —
2.46 (m, 1H), 2.08 (s, 3H), 1.62 (d, J = 6.4 Hz, 3H).**C{*H} NMR Major diastereomer (CDCls,
125 MHz) & 167.81, 166.78, 165.95, 136.84, 133.95, 131.84, 130.30, 129.64, 128.38, 127.60,
124.27, 73.53, 55.38, 52.53, 52.22, 36.27, 29.72, 17.92, 15.18. IR (film) 3064, 3027, 2954,
2924, 2853, 1748, 1743, 1731, cm* HRMS (ESI+) m/z calculated for CyHyF30; [M+H']
459.1631, found 459.1638.
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(S)-MTPA X (R)-MTPA X
. iy oH R
Position | dH (ppm) Mult. J Position Mult. J AS®
(ppm)
1 1.67 d(J6.4) 1 1.60 d(J6.4) +0.07
dd (1H,J 152 e dd (1H,J 15.1e | +0.09
2 5.64 2 5.55
6.5 Hz), 6.6 Hz)
3 5.38 m 3 5.26 m +0.12
9 2.01 S 9 2.06 S -0.05
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'H NMR of (S)-MTPA 32 (CDCls, 500 MHz)

17/12/2013 17:13:11

Acquisition Time (sec) 0.5505 Comment Danilo - DPS 500 - CDCI3 - AV 500MHz - dez12dpsC1 ‘ Date 12 Dec 2013 10:45:52
Date Stamp 12 Dec 2013 10:45:52 File Name C:\Users\Danilo P Sant'Ana\Documents\tautomicetina\fid\dps500-\dps500 C\1\pdata\1\1r
Frequency (MHz) 125.69 Nucleus 13C Number of Transients 512 Origin spect
Original Points Count 16384 Owner nmrsu Points Count 32768 Pulse 2gpg30
Receiver Gain 2050.00 SW(cyclical) (Hz) 29761.90 Solvent CHLOROFORM-d | Spectrum Offset (Hz) 12569.1270
| Spectrum Type STANDARD Sweep Width (Hz) 29761.00 Temperature (degree C) 25.154
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Chemical Shift (ppm)

13C NMR of (S)-MTPA 32 (CDCls, 125 MHz)
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dps500 cosy.002.001.2rr.esp

F2 Chemical Shift (ppm)

COSY of (S)-MTPA 32
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17 Dec 2013

Title brasileiro de verao (GMT-2:00) [ Comment Amostra 004 por LQOS data quarta-feira, dezembro 11 2013
Origin brasileiro de veréo (GMT-2:00) [File Name C:\USERS\DANILO P SANT'ANADOCUMENTS\TAUTOMICETINAIVADPS500 (2).SP
Date Stamp wed dec 11 18:11:04 2013 Horario brasileiro e veréo (GMT-2:00) Date wed dec 11 18:13:25 2013 Horério brasileiro de verdo (GMT-2:00)
Technique. Infrared Instrument Spectrum Two Spectral Region IR
X Axis (cm-1) [ Axis %T1 Spectrum Range 550.0000 - 4000.0000
Points Count___ 3451 | Data spacing__1.0000
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Wavenumber (cm-1)
121113_DPS485_A 10 (0.187) AM (Cen 4, 50.00, Ar,7500.0,0.00,0.70); Sm (SG, 2x4.00), Cm (2:19) TOF MS ES+
1.81e4
100 481.1412
W
482.1474
476.1894
483.1528
T T T T T T T T T T T
121113_DPS485 (0.034) Is (1.00,1.00) CZZH25F307Na TOF MS ES+
7.68e12
1004 481.1450
Ea
432.1484
T T T T T T T T T T T miz
455 480 465 470 475 480 485 490 495 500 505

HRMS (ESI+) m/z calculated for C,HzsF307Na [M+Na]® 481.1450
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18 Dec 2013

Title brasileiro de verdo (GMT-2:00) ‘ Comment Amostra 001 por LQOS data sexta-feira, dezembro 13 2013
Origin brasileiro de verao (GMT-2:00) ‘ File Name C:\USERS\DANILO P SANT'ANA\DOCUMENTS\TAUTOMICETINAVVADPS510_1.SP
Date Stamp fri dec 13 15:43:35 2013 Horario brasileiro de verdo (GMT-2:00) Date fri dec 13 15:45:52 2013 Horario brasileiro de verdo (GMT-2:00)
T i Infrared Instrument Spectrum Two Spectral Region IR
X Axis ‘Wavenumber (cm-1) Y Axis %Transmittance Spectrum Range 550.0000 - 4000.0000
Points Count 3451 Data Spacing 1.0000
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4000 3800 3600 3400 3200 3000 2800 2600 2400 2200 2000 1800 1600 1400 1200 1000 800 600
Wavenumber (cm-1)
061213_DPS510 (0.034) Is (1.00,1.00) C22H26F307 TOF MS ES+
5 7.68e12
100 459.1631 o
LIS
460.1665
o T T T T T T
061213_DPS510 (0.034) Is (1.00,1.00) C22H25F307Na TOF MS ES+
1
1004
o} T T T T T T T T T T T
0681213_DPS510 8 (0.153) AM (Cen,4, 80.00, Ar,7500.0,0.00,0.70); Sm (SG, 2x4.00); Cm (2:18) TOF MS ES+
1004 459.1638 4.39e3
460.1677
T T T T T T T T T T T T m/z
455 456 457 458 459 460 461 462 463 464 465 466
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081113_DPS564 (0.034) Is (1.00,1.00) C18H3305Si

357.2097 (0.0 mDa)
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eS|
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o
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081113_DPS564 20 (0.357) AM (Cen 4, 80.00, Ar,7500.0,0.00,0.70); Sm (SG, 2x4.00); Cm (2:24) TOF MS ES+
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HRMS (ESI+) m/z calculated for C1gH3305Si [M+H]" 357.2097
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HRMS (ESI+) m/z calculated for C23H44NaOgSi, [M+Na]" 495.2574
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051213_DPS551 6 (0.119) AM (Cen,4, 80.00, Ar,7500.0,0.00,0.70); Sm (SG, 2x4.00); Cm (4:8) TOF MS ES+
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8 Jan 2014

Title brasileiro de verdo (GMT-2:00) ‘ Comment Amostra 004 por LQOS data quarta-feira, dezembro 11 2013

Origin brasileiro de verao (GMT-2:00) ‘ File Name C:\USERS\DANILO P SANT'ANA\DOCUMENTS\TAUTOMICETINAWV\DPS598.SP

Date Stamp wed dec 11 18:25:32 2013 Horario brasileiro de verdo (GMT-2:00) Date wed dec 11 18:29:23 2013 Horario brasileiro de verdo (GMT-2:00)

T i Infrared Instrument Spectrum Two Spectral Region IR

X Axis ‘Wavenumber (cm-1) Y Axis %T i Spectrum Range 550.0000 - 4000.0000

Points Count 3451 Data Spacing 1.0000
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D007 #11 RT: 0.15 AV:1 NL: 8.80E7
T: FTMS + p ESI Full ms [150.00-1500.00]
705.34656
C34 Hsg O10 Na Siz

100 0.68914 ppm

] 706.34897
50 C3313C Hsg O19 Na Si»z
- -0.64366 ppm

] 707.34914
20 C 33 13C Hsg O10 Na Si 29Si
] 0.20877 ppm

L1l

m/z

HRMS (ESI+) m/z calculated for CasHssO10NaSi, [M+Na]* 705.3466
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Title cial do Brasil (GMT-3:00) [ Comment ‘Amostra 003 por LQOS dala terga-feira, setembro 23 2014

Origin cial do Brasil (GMT-3:00) [ File Name. USERS\DANILO P SANT'AN/ UMENTS\TESE 2014\DANILO IV\DPS622.5P

Date Stamp ___tue sep 23 15:10:06 2014 Hora oficial do Brasil (GMT-3:00) Date e sep 23 15:10:06 2014 Hora oficial do Brasil (GMT-3:00)
Technique Infrared [Instrument ‘Spectrum Two Spectral Region IR

X Axis (cm-1) |y Axis %Ti Spectrum Range 550.0000 - 4000.0000

Points Count 3451 | Data spacing__1.0000

YTransmittance

T T T T T T T
4000 3800 3600 3400 3200 3000 2800 2600

T T T T
2400 2200 2000 1800 1600 1400
Wavenumber (cm-1)

IR of 42

T T
1200 1000 800 600

S60



D001 #7 RT: 0.10 AV:1 NL: 6.68E7
T: FTMS + p ESI Full ms [150.00-1500.00]

585.28916
C26 Hsp Og Na Siz
100 1.03475 ppm
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40 C 25 13C Hso Og Na Si2
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30
20
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0 T T T T T T T T T T T ey T T T T T T T T T T T T T T T T T T T T 1
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m/z
: +
HRMS (ESI+) m/z calculated for Co6Hs009NaSi, [M+Na]™ 585.2891
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'H NMR of 43 (CDCls, 250 MHz)
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8 Jan 2014

Title brasileiro de verdo (GMT-2:00) ‘ Comment Amostra 002 por LQOS data quarta-feira, dezembro 11 2013

Origin brasileiro de verao (GMT-2:00) ‘ File Name C:\USERS\DANILO P SANT'ANA\DOCUMENTS\TAUTOMICETINAWW\BZMOD_1.SP

Date Stamp wed dec 11 17:27:05 2013 Horério brasileiro de verdo (GMT-2:00) Date wed dec 11 17:29:17 2013 Horério brasileiro de verdo (GMT-2:00)
T i Infrared Instrument Spectrum Two Spectral Region IR

X Axis ‘Wavenumber (cm-1) Y Axis %T Spectrum Range 550.0000 - 4000.0000

Points Count 3451 Data Spacing 1.0000
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)

T T T T T T T T

T
353
m/z

HRMS (ESI+) m/z calculated for CyoH2404Na [M+Na]* 351.1572
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8Jan 2014

Title brasileiro de verao (GMT-2:00) [ Comment Amostra 001 por LQOS data quarta-feira, dezembro 11 2013

Origin brasileiro de verao (GMT-2:00) [ File Name C\USERS\DANILO P SANT'ANA\DOCUMENTS\TAUTOMICETINAUV\ALCOOLMOD.SP

Date Stamp wed dec 11 17:19:18 2013 Horério brasileiro de veréo (GMT-2:00) Date wed dec 11 17:20:42 2013 Horério brasileiro de ver&o (GMT-2:00)
Technique Infrared Instrument Spectrum Two Spectral Region IR

X Axis (cm-1) Y Axis 9%T) Spectrum Range 550.0000 - 4000.0000

Points Count __ 3451 Data Spacing___1.0000

%Transmittance
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C12Hi16 O3 Na
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m/z

HRMS (ESI+) m/z calculated for C
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Acquisition Time (sec) 0.5505 Comment DPS 569CDCL3 500MHz ‘ Date 09 Oct 2013 03:24:00
Date Stamp 09 Oct 2013 03:24:00 File Name C:\Users\Danilo P Sant'Ana\Documents\tautomicetina\fid\dps500-\dps569 C 500mhz\1\fid
Frequency (MHz) 125.70 Nucleus 13C Number of Transients 2048 ‘ Origin spect
Original Points Count 16384 Owner nmrsu Points Count 16384 ‘ Pulse Sequence 2gpg30
Receiver Gain 2050.00 SW(cyclical) (Hz) 29761.90 Solvent CHLOROFORM-d
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24 Sep 2014

Title cial do Brasil (GMT-3:00) \ Comment Amostra 004 por LQOS data terga-feira, setembro 23 2014
Origin cial do Brasil (GMT-3:00) [ File Name C:\USERS\DANILO P SANT'’ANADOCUMENTS\TESE 2014\DANILO IM\DPSMUK.SP
Date Stamp tue sep 23 14:57:37 2014 Hora oficial do Brasil (GMT-3:00) Date tue sep 23 14:57:37 2014 Hora oficial do Brasil (GMT-3:00)
Technique Infrared Instrument Spectrum Two Spectral Region IR
X Axis ‘Wavenumber (cm-1) Y Axis %Transmittance Spectrum Range 550.0000 - 4000.0000
Points Count 3451 Data Spacing ___1.0000
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20 -0.36912 ppm
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m/z

HRMS (ESI+) m/z calculated for CiH2,04Na [M+Na]* 301.1416
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Acquisition Time

(sec) 5.0725

Comment

Danilo "DPS-611" cdcl3/ Av 600 MHz - mar11dpsH1 NOE seletivo em 3.37ppm

Date

19 Mar 2014 15:31:28

Date Stamp

19 Mar 2014 15:31:2

File Name
Nucleus

C:\Users\Danilo P Sant'Ana\Documents\tautomicetina\fid\dps600-\dps611 2 600mhz\3\pdata\1\1r
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NOE of 48

24 Sep 2014

Title

cial do Brasil (GMT-3:00)

[ comment

Amostra 004 por LQOS data terga-feira, setembro 23 2014

Origin

cial do Brasil (GMT-3:00)

\ File Name

C:\USERS\DANILO P SANT'ANA\DOCUMENTS\TESE 2014\DANILO IV\DPS611.SP

Date Stamp

tue sep 23 15:21:13 2014 Hora oficial do Brasil (GMT-3:00)

Date

tue sep 23 15:21:13 2014 Hora oficial do Brasil (GMT-3:00)

T

Infrared
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Spectrum Two

Spectral Re:

gion IR
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D012 #7-65 RT: 0.10-0.98 AV: 59 NL: 7.38E4

T: FTMS + p ESI Full ms [150.00-1500.00]

100+
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250.17

784
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.

.

180
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m/z

™
220

240

HRMS (ESI+) m/z calculated for C1gH2003Na [M+Na]* 211.1310

S71

|||Jﬁ |IJ4JI

250



abri4dpsH1 ] BRAOHANINHIAAGIAARINN 8858 RILIAW F0E3 BRNE5855,|33
Danilo - DPS651a - CDCI3 - Av 500 MHz - abri4dpsH1 BH BB LBBERTFFTTFCTFITMMMM MANN NANNNAN Hodo See o000 g S
P ] e N e N P
o
Me
O R'=Me, R2=SEM
R'=SEM, R? = Me
|
|
[ .
| j L
et T A A R TR YT e
52 a 8 8 R & & 3 RE8ER 2
Rty S I P R @ = 06T o a
T T T T T T T T T T T T T T T T T T T T T
10.0 9.5 9.0 8.5 8.0 7.5 7.0 6.5 6.0 5.5 5.0 4.5 4.0 3.5 3.0 2.5 2.0 1.5 1.0 0.5 0.0
f1 (ppm)
1
H NMR 50 (CDCls, 500 MHz)
25/09/2014 11:57:10
Acquisition Time (sec) 0.4981 Comment Danilo - DPS 672a - CDCI3 - Avance 500 MHz - mail6dpsH1 - 13C
Date 16 May 2014 09:22:24 Date Stamp 16 May 2014 09:22:24
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File Name C:\Users\Danilo P Sant'Ana\Documents\tautomicetina\fid\dps600-\dps624\3\pdata\1\1r Frequency (MHz) 125.69

Nucleus 13C Number of Transients 360 Origin spect Original Points Count 16384
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24 Sep 2014

Title

cial do Brasil (GMT-3:00)

\ Comment

Amostra 005 por LQOS data terga-feira, setembro 23 2014

Origin

cial do Brasil (GMT-3:00)

\ File Name

C:\USERS\DANILO P SANT'ANA\DOCUMENTS\TESE 2014\DANILO IV\DPS651.SP

Date Stamp

tue sep 23 15:32:09 2014 Hora oficial do Brasil (GMT-3:00)

Date

tue sep 23 15:32:09 2014 Hora oficial do Brasil (GMT-3:00)

Technique

Infrared

Instrument Spectrum Two

Spectral Region IR
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D002 #17 RT: 0.25 AV:1 NL: 7.73E7
T: FTMS + p ESI Full ms [150.00-1500.00]
655.33105
C30Hse O10 Na Siz
0.95441 ppm

504 656.33362
= C2913C Hs6 O10 Na Siz
a -0.24275 ppm

20 657.33351
1 C 29 13C Hsg O10 Na Si 29Si
10 0.24712 ppm

m/z

HRMS (ESI+) m/z calculated for C3oHssO10NaSi, [M+Na]* 655.3310
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25/09/2014 14:20:15

Acquisition Time (sec) 0.5505 Comment Danilo - DPS 642 - CDCI3 - Avance 500 MHz - ago25dpsH1 - 13C ‘ Date 25 Aug 2014 13:00:00
Date Stamp 25 Aug 2014 13:00:00 File Name C:\Users\Danilo P Sant’Ana\Documents\tautomicetina\fid\dps600-\dps642 500mhz\2\pdata\1\1r
Frequency (MHz) 125.69 Nucleus 13C Number of Transients 5120 Origin spect
Original Points Count 16384 Owner nmrsu Points Count 32768 Pulse Sequence zgpg30
Receiver Gain 2050.00 SW(cyclical) (Hz) 29761.90 Solvent CDCI3 Spectrum Offset (Hz) 12566.1318
Spectrum Type STANDARD Sweep Width (Hz) 29761.00 Temperature (degree C) 25.151
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Chemical Shift (ppm)
C NMR of fragment C13-C25 (CDCls, 125 MHz)
25/09/2014 14:23:33
Acquisition Time (sec) 0.5505 ‘ Comment Danilo - DPS 642 - CDCI3 - Avance 500 MHz - ago25dpsH1 - DEPT 135
Date 25 Aug 2014 16:29:04 ‘ Date Stamp 25 Aug 2014 16:29:04
File Name C:\Users\Danilo P Sant'Anall It 00-\dps642 500mhz\3\pdata\1\1r Frequency (MHz) 125.69
Nucleus 13C Number of Transients 1024 Origin spect Original Points Count 16384
Owner nmrsu Points Count 32768 Pulse Sequence dept135 Receiver Gain 2050.00
SW(cyclical) (Hz) 29761.90 Solvent CDCI3 Spectrum Offset (Hz) 12567.4727 Spectrum Type DEPT135
Sweep Width (Hz) 29761.00 Temperature (degree C) 25.151
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DEPT 135 of fragment C13-C25 (CDCl3, 125 MHz)

S76



25 Sep 2014

Title cial do Brasil (GMT-3:00) ‘ Comment Amostra 006 por LQOS data terga-feira, setembro 23 2014
Origin cial do Brasil (GMT-3:00) ‘ File Name C:\USERS\DANILO P SANT'ANA\DOCUMENTS\TESE 2014\DANILO IV\DPS672.SP
Date Stamp tue sep 23 15:43:19 2014 Hora oficial do Brasil (GMT-3:00) Date tue sep 23 15:43:19 2014 Hora oficial do Brasil (GMT-3:00)
Technique Infrared Instrument Spectrum Two Spectral Region IR
X Axis Wavenumber (cm-1) Y Axis %T ransmittance Spectrum Range 550.0000 - 4000.0000
Points Count 3451 Data Spacing 1.0000
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Wavenumber (cm-1)
IR of fragment C13-C25
D015#60 RT: 0.90 AV:1 NL: 1.59E8
T: FTMS + p ESI Full ms [150.00-1500.00]
727.36996
C33Hea O10 Na Sis
0.02135 ppm
100 PP
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60 728.37234
C3213C Hgg O10 Na Siz
-1.31907 ppm
50 pp
40
30 729.37117
C 32 13C Hgq O10 Na Si 29Si
20 -2.33212 ppm
730.37314
10 C33Hes O10 Na Si 30Si
-2.02852 ppm
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HRMS (ESI+) m/z calculated for CssHesO10NaSis [M+Na]* 727.3705
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Some evidences concerning the formation of TTN

OH O Me OH O OH

Me

Me
(¢]
TTN (1)
Chemical Formula: C33H50019
Exact Mass: 606,3404
cone60
270514_DANILO_1 (0.102) Is (1.00,1.00) C33H51010 Scan ES+
e 607.35 5.73e12
- %
608.35
609.35
[¢] T T T 1T — 1 R T 71T m/z
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270514_DANILO_1 16 (1.629) Cn (Cen,1, 80.00, Ar); Sm (Mn, 2x1.00); Cm (10:17) Scan ES+
607.60 6.38e5]|
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o viow

| 113209.67 4AU 64.89 % 23407 min

100

80

60

TOTDENCE (MAD)

40

L

636424 Al 422 % 19.004 min

400,47 4Al 3.50 % 12,606 min

20 4056.70 AU 220 % 11.921 min
381734 4AU 126 % 11146 min
228688 uAU 0.87 % 11434 mn

3927.70 AU 146 % 12264 min

20

0 5 10 5 20 25 30 35
Time (min)

HPLC profile; for comparison see literature data*

' Yang, D.; Li, W.; Huang, S.-X.; Shen, B. Functional Characterization of ttnl Completing the
Tailoring Steps for Tautomycetin Biosynthesis in Streptomyces griseochromogenes. Org. Lett.
2012, 14, 1302-1305.
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