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'H NMR (500 MHz) spectrum of 5 (aromatic domain) (323 K, DMSO-d).

'H NMR (500 MHz) spectrum of 5 (aliphatic domain) (323 K, DMSO-dj).

Low resolution mass spectrum of 5.

Low resolution mass spectrum (zoomed view) of 5.

Low resolution mass spectrum (zoomed view) of 5.

High resolution mass spectrum of 5.

'H NMR (500 MHz) spectrum of 6 (343 K, DMSO-ds).

'H NMR (500 MHz) spectrum of 6 (aromatic domain) (343 K, DMSO-d).

'H NMR (500 MHz) spectrum of 6 (aliphatic domain) (343 K, DMSO-ds).

'H NMR (500 MHz) COSY spectrum of 6 (343 K, DMSO-d).

'H NMR (500 MHz) COSY spectrum (aromatic domain) of 6 (343 K, DMSO-ds).
'H NMR (500 MHz) COSY spectrum (aliphatic domain) of 6 (343 K, DMSO-d).
'H NMR (500 MHz) **C-'H HMQC-2D map of 6 (343 K, DMSO-dj).

'H NMR (500 MHz) **C-'H HMQC-2D map of 6 (aromatic domain) (343 K, DMSO-ds).
'H NMR (500 MHz) **C-'H HMQC-2D map of 6 (aliphatic domain) (343 K, DMSO-d).
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Low resolution mass spectrum of 6.

Low resolution mass spectrum (zoomed view) of 6.

High resolution mass spectrum of 6.

Low resolution mass spectrum (zoomed view) of 6Fe.

Low resolution mass spectrum of 6Fe.

Low resolution mass spectrum (zoomed view) of 6Fe.

High resolution mass spectrum of 6Fe.

'H NMR (500 MHz) spectrum of 7 (323 K, DMSO-ds).

'H NMR (500 MHz) spectrum of 7 (aromatic domain) (323 K, DMSO-d).

'H NMR (500 MHz) spectrum of 7 (aliphatic domain) (323 K, DMSO-ds).

'H NMR (500 MHz) COSY spectrum of 7 (323 K, DMSO-d).

'H NMR (500 MHz) COSY spectrum of 7 (aromatic domain) (323 K, DMSO-ds).
'H NMR (500 MHz) COSY spectrum of 7 (aliphatic domain) (323 K, DMSO-d).
'H NMR (500 MHz) **C-'H HMQC-2D map of 7 (323 K, DMSO-d).

'H NMR (500 MHz) **C-'H HMQC-2D map of 7 (aromatic domain) (323 K, DMSO-dg).
'H NMR (500 MHz) spectrum of 8 (343 K, DMSO-ds).

'H NMR (500 MHz) spectrum of 8 (aromatic domain) (343 K, DMSO-d).

'H NMR (500 MHz) spectrum of 8 (aliphatic domain) (343 K, DMSO-ds).

'H NMR (500 MHz) COSY spectrum of 8 (343 K, DMSO-de).
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'H NMR (500 MHz) COSY spectrum of 8 (aliphatic domain) (343 K, DMSO-d).

'H NMR (500 MHz) COSY spectrum of 8 (aromatic domain) (343 K, DMSO-ds).

'H NMR (500 MHz) *C-'H HMQC-2D map of 8 (343 K, DMSO-d).

'H NMR (500 MHz) **C-'H HMBC-2D map of 8 (343 K, DMSO-ds).

'H NMR (500 MHz) **C-'H HMBC-2D map of 8 (aromatic domain) (343 K, DMSO-d).
'H NMR (500 MHz) **C-'H HMBC-2D map of 8 (aliphatic domain) (343 K, DMSO-db).
Low resolution mass spectrum of 8.

Low resolution mass spectrum (zoomed view) of 8.

High resolution mass spectrum of 8.

'H NMR (200 MHz) spectrum of 9 (298 K, CDCl5).

'H NMR (300 MHz) spectrum of 11 (298 K, CDCls).

3C uncoupled NMR (75 MHz) spectrum of 11 (298 K, CDCl5).

3C uncoupled NMR (75 MHz) spectrum of 11 (zoomed view) (298 K, CDCls).

'H NMR (500 MHz) spectrum of 12 (298 K, CDCls).

3¢ uncoupled NMR (125 MHz) spectrum of 12 (298 K, CDCl5).

3C uncoupled NMR (125 MHz) spectrum of 12 (zoomed view) (298 K, CDCls).

'H NMR (500 MHz) COSY spectrum of 12 (298 K, CDCls).

'H NMR (500 MHz) COSY spectrum of 12 (aliphatic domain) (298 K, CDCl5).

Low resolution mass spectrum of 12.

High resolution mass spectrum of 12.

UV-vis. spectrum (350 — 750 nm) of 4Fe + pyridine (phosphate buffer, pH = 7.4, 25 °C).
UV-vis. spectrum (350 — 750 nm) of 6Fe + pyridine (phosphate buffer, pH = 7.4, 25 °C).

a-5,10,15,20-{2-[3,3",3°",3""’-(N,N,N’*,N"’-Tris(2-aminoethyl)amine)(N’,N*’-biscarboxy

methyl)tetrapropionamido]tetraphenyl}porphyrin 3. CgsHgssN120s. In @ round bottom flask equipped
with a stir bar porphyrin 2 (0.01 mmol, 12 mg) was charged with a methanol/ chloroform mixture (1/ 5)
(10 mL) and potassium hydroxide (0.1 mmol, 5.5 mg). The reaction mixture was heated to 50 °C
overnight then solvents were removed under vacuum. The resulting powder was dissolved in water then
hydrochloric acid 2N was added to pH 7. The precipitate was filtrated, washed with diethyl ether and
dried for several hours. The expected compound was obtained in 87% yield (10 mg). o4 (500.13 MHz,
DMSO-ds, 323 K) -2.68 (2H, broad s), -2.49 (2H, s, -NHyy), -1.24 (4H, broad s), 0.41 (8H, broad s),
1.60 (2H, broad s), 2.14-1.79 (10H, m), 2.21 (4H, broad s), 2.31 (2H, broad s), 7.42 (2H, t, °J = 7.2,
Haro), 7.56 (4H, d, °J = 6.8, Har), 7.62 (2H, t, *J = 7.8, Har), 7.80 (2H, t, *J = 8.2, Hayo), 7.86 (2H, t, °J =
8.2, Haro), 8.04 (2H, d, J = 7.3, Haro), 8.24 (2H, broad s, Har), 8.38 (2H, d, J = 8.3, Har), 8.57 (2H, broad
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S, Hgpyr), 8.67 (2H, s, Hgpyr), 8.81 (2H, d, J = 4.6, Hgpyr), 8.82 (2H, d, J = 4.6, Hppyr), 10.01 (2H, s, -
NHCO) and 11.79 (2H, broad s, -NHCO); m/z (ESI HRMS) 1153.5052 ([M + H]" CesHesN120g requires
1153.5048); Amax(CHCl3/ DMF (1/ 1))/nm 423.5 (10%:/dm® mol™ cm™ 264.0), 517.0 (16.5); 550.5 (4.4);
590.5 (4.9) and 645.5 (2.0).

a-5,10,15,20-{2-[3,3",3"",3""’-(N,N,N’,N"’-Tris(2-aminoethyl)amine) (N’,N’’-(acetic acid 2-{2-[2-
ureido-ethoxy]-ethoxy}-ethyl ester)tetrapropionamido]tetraphenyl} porphyrin 7. CgoHgoN14O14. In
a 100 mL round bottom flask equipped with a stir bar and a gas inlet compound 12 (1.20 mmol, 230 mg)
was charged with CH,ClI, (50 mL) and EtsN (0.5 mL). The solution was cooled to 0 °C then diphosgene
(0.60 mmol, 72 pL) was added dropwise. The solution was stirred at room temperature for 1 h then
porphyrin 1 (0.14 mmol, 150 mg) was added. The solution was stirred overnight then solvent was
removed under vacuum. The resulting powder was dissolved in CH,CI;, and directly loaded on a silica
gel chromatography column. The expected compound eluted with 4 to 6% MeOH/ CH,Cl, was obtained
in 78% yield (160 mg). *H NMR &y (500 MHz, DMSO-dj, 323 K): 5= 10.01 (s, 2H, -NH); 8.94 (s, 2H, -
NH); 8.71 (d, 2H, J = 4.6, Hgpyr); 8.63 (d, 2H, J = 4.6, Hppyr); 8.53 (S, 2H, Hppyr); 8.48 (S, 2H, Hppyr);
8.27 (broad s, 2H, Hay); 8.10 (d, 2H, J = 7.1, Ha); 7.81 (M, 6H, Har); 7.58 (M, 4H, Har); 7.50 (t, 2H, J
= 7.1 Hz, Hayo); 6.07 (broad s, 2H, NCONH); 4.15 (t, 4H, J = 4.7); 3.65 (t, 4H, J = 4.7); 3.60 (m, 4H);
3.55 (m, 6H); 3.41 (t, 4H, J = 5.3); 3.12 (m, 4H); 2.99 (m, 4H); 2.30 (m, 2H); 2.13 (m, 2H); 2.01 (s, 6H,
COCHj;); 1.65 (m, 2H); 1.50 (broad s, 6H); 1.22 (broad s, 2H); 0.45 (t, 2H, J = 7.0); -1.26 (broad s, 2H);
-1.70 (broad s, 2H); -2.82 (s, 2H, -NHpyr); -2.90 (broad s, 2H).; m/z (ESI HRMS) 1493.6687 ([M + Na]"
CsoHaoN1401:Na requires 1493.6658); Amax(CH2Clo)/nm 419.0 (10°¢/dm® mol™ cm™) 419.0 (331.1);
512.0 (16.5); 544.5 (3.2); 585.0 (4.7); 640.5 (1.4).

a-5,10,15,20-{2-[3,3",3°",3"""-(N,N,N’*,N*’-Tris(2-aminoethyl)amine) (N’,N’’-bis(3-{2-[2-(2-hydroxy-
ethoxy)-ethoxy]-ethyl}-urea)tetrapropionamido]tetraphenyl}porphyrin 8. CzsHgsN14O12. In a 100
mL round bottom flask equipped with a stir bar compound 7 (0.033 mmol, 50 mg) and potassium
carbonate (0.134 mmol, 16 mg) was charged with MeOH (20 mL). The solution was stirred at 60 °C
overnight then solvent was removed under vacuum. The resulting powder was dissolved in CHCI; and
directly loaded on a silica gel chromatography column. The expected compound eluted with 12%
MeOH/ CHCI; was obtained in 83% yield (45 mg). o4 (500.13 MHz, DMSO-d;, 343 K) -2.82 (2H,
broad s), -2.76 (2H, s, -NHpyr), -1.62 (2H, broad s), -1.24 (2H, broad s), 0.48 (2H, t, J = 8.5), 1.52 (6H,
m), 1.66 (2H, m), 2.13 (2H, m), 2.30 (2H, m), 3.00 (4H, broad s), 3.10 (4H, m), 3.42 (4H, t, J = 5.7),
3.50 (4H, m), 3.55 (8H, m), 3.60 (4H, m), 4.31 (2H, broad s, -OH), 6.02 (2H, broad s, NCONH), 7.51
(2H, m, Haro), 7.59 (4H, m, Har), 7.83 (6H, m, Haw), 8.10 (2H, d, J = 7.2, Har), 8.28 (2H, broad d, J =
7.2, Haro), 8.49 (2H, s, Hppyr), 8.54 (2H, s, Hppyr), 8.63 (2H, d, J = 4.7, Hppyr), 8.72 (2H, d, J = 4.7, Hepyr),

8.89 (2H, s, -NH) and 9.91 (2H, s, -NH); m/z (ESI HRMS) 1409.6448 ([M + Na]" CsHgsN14O1.Na
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requires 1409.6447); Amax(CH2Cl2)/nm 419.0 (10°¢/dm® mol™ cm™) 419.0 (329.6), 512.5 (14.6); 545.0
(3.2); 585.5 (4.6) and 641.5 (1.4).

Acetic acid 2-[2-(2-hydroxy-ethoxy)-ethoxy]-ethyl ester 9. CgH160s. In a 250 mL round bottom flask
triethylene glycol (0.1 mol, 15 g) was charged with pyridine (100 mL). The reaction mixture was stirred
at 0 °C then acetyl chloride (0.07 mol, 5 mL) was added dropwise over 1 h. The reaction mixture was
stirred at room temperature overnight then solvent was removed under vacuum. The resulting oil
dissolved in CH,CI, was directly loaded on a silica gel column chromatography. The expected
compound eluted with 2% MeOH/ CH,Cl, was obtained as a colourless oil in 35% vyield (6.7 g). o4 (200
MHz, CDCl3, 298 K) 1.99 (3H, s, COCHj;), 2.83 (1H, broad s, OH), 3,51 (2H, t, J = 4.7), 3.58 (4H, s),
3.61 (4H,t,J =4.9) and 4.14 (2H, t, J = 4.9).

Acetic acid 2-[2-(2-bromo-ethoxy)-ethoxy]-ethyl ester 10. CgH1504Br. In a 100 mL round bottom
flask compound 9 (7.8 mmol, 1.5 g) was charged with freshly distilled CH,Cl, (50 mL). The reaction
mixture was stirred at -20 °C then triphenyl phosphine (9.4 mmol, 2.46 g) and N-bromosuccinimide (9.4
mmol, 1.53 g) were added. The reaction mixture was stirred at room temperature overnight then
evaporated under vacuum. The resulting oil dissolved in CH,Cl, was directly loaded on a silica gel
column chromatography. The expected compound eluted with CH,Cl, was obtained as a colourless oil in
78% yield (1.56 g). o4 (300.13 MHz, CDCls;, 298 K) 2.08 (3H, s, COCH;), 3,47 (2H, t, J = 6.2), 3.67
(4H, s), 3.70 (2H, t, J = 4.8), 3.81 (2H, t, J = 6.2) and 4.22 (2H, t, J = 4.5); &c (50.3 MHz, CDCl3, 298
K) 171.5; 71.8; 71.1; 71.0; 69.6; 64.0; 43.1; 21.4. m/z (ESI HRMS) 149.9680 ([M-"CsHsOs]" requires
149.9680).

Acetic acid 2-{2-[2-(1,3-dioxo-1,3-dihydro-isoindol-2-yl)-ethoxy]-ethoxy}-ethyl ester 11. C16H19NOg.
In a 250 mL round bottom flask compound 10 (5.2 mmol, 1 g) was charged with THF (50 mL). The
reaction mixture was stirred at 0 °C then phthalimide (5.2 mmol, 765 mg) and triphenylphosphine (5.2
mmol, 1.36 g) were added. After dissolution, diisopropyl azodicarboxylate (5.2 mmol, 1.02 mL) was
added dropwise. The reaction mixture was stirred 4 h at room temperature then solvent was removed
under vacuum. The resulting oil dissolved in hexane was directly loaded on a silica gel column
chromatography. The expected compound eluted with 20% ethyl acetate/ hexane was obtained as a
colourless oil in 60% yield (1 g). o4 (300.13 MHz, CDCls;, 298 K) 2.00 (3H, s, COCHj;), 3.57 (2H, s),
3.58 (4H, s); 3.69 (2H, t, J = 5.4), 3.85 (2H, t, J = 5.7), 4.08 (2H, t, J = 4.5), 7.66 (2H, m, Pht) and 7.79
(2H, m, Pht); & (75.47 MHz, CDCls, 298 K) 20.90, 37.20, 63.54, 67.88, 69.05, 70.04, 70.44, 123.20,
132.00, 133.90, 168.20 and 171.00.

Acetic acid 2-[2-(2-amino-ethoxy)-ethoxy]-ethyl ester 12. CgH17NO,. In a 100 mL round bottom flask

compound 11 (3.1 mmol, 1 g) was charged with absolute ethanol (50 mL). The reaction mixture was
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stirred at reflux then hydrazine monohydrate (3.7 mmol, 181 pL) was added. The reaction mixture was
stirred overnight then the reaction mixture was filtrated and evaporated under vacuum. The resulting oil
dissolved in chloroform was directly loaded on a silica gel column chromatography. The reaction
mixture was eluted firstly with 4% MeOH/ CHClI; and the expected compound eluted with CHCI3/ NHzq
was obtained as a colourless oil in 91% yield (540 mg). &4 (500.13 MHz, CDCl3, 298 K) 1.43 (2H, broad
s, -NH>), 2.01 (3H, s, COCHj), 2.80 (2H, t, J = 4.7, -CH»-N), 3.44 (2H, t, J = 4.7), 3.57 (2H, m), 3.59
(2H, m), 3.64 (2H, t, J = 4.7, -CH»-CO) and 4.16 (2H, t, J = 4.4); & (125.76 MHz, CDCls, 298 K) 20.8,
415, 63.5, 69.1, 70.2, 70.5, 72.9 and 170.8; m/z (ESI HRMS) 214.1051 ([M + Na]* CgHi;NO4Na
requires 214.1055).

Supplementary UV-visible data upon dioxygen binding for 4Fe.

0.68 -

Absorbance

t [min]
Decreasing of the absorbance at 436 nm upon dioxygen binding on 4Fe + pyridine (phosphate buffer, pH
=7.4,25°C)

Absorbance

350 400 450 500
A [nm]

UV-vis. monitoring of dioxygen binding on 4Fe + pyridine (phosphate buffer, pH = 7.4, 25 °C)
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File:ESI_739% Ident:1 SMO({Z,T) BSUB(128,15,-3.
ZabSpecETOF ES+ Magnet BpI:538638 TIC:455710080 Noise:47720
File Text:C. RUZIE RCI 156 Basse Resolution 2000 FL Solvant
100%

95 1

4 HO,C g2

P

3073

1 b B

677.3

0] PED(5,3,5,0.01%,190880.0,0.00%, T,F] Acg:30-JAN-2004 I1:48:02 +10:57 Cal:E3000_040116_CsS_P_PJ_Ix1.00035%

CH30OH/CH2C12

] 721.3

765.4
809.3

(9G/10)
uwuﬁ.m ~-453mv

[M+H] +

(et £317

1303.5

1058.5

1159.5

1371 .4

T
1500

" 1400

ki

1300

m/z
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File:ESI_7399 Tdent:I SMO(2,5) BSUB(128,15,-3.0) PRD(5,3,5,0.01%, 190880.0,0.00%,T,F) Acq:30-JAN-2004 I1:48:02 +10:57 Cal:B3000_040116 CS_P_PJ_1x1.000355
ZabSpecETOF ES+ Magnet BpI:538638 TIC:455710080 Noise:47720
File Text:C. RUZIE RCI 156 Basse Resolution 2000 FL Solvant : CH30H/CH2C12 (90/10)

1008 1237.5 _453my
] [M+H] + [

951 [ 430
0] %@\/‘ i con 408
] HO,C N Zv N 2 5
851 &OJ\/\ /\/WO [M+Na]+ I 385
: o 1259.5 ;
801 F362
753 340
: - ._
70 et F317
65 1303.5 294
601 F272
55 249
50,1 226
45] 204
401 Fig1
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4 _NWHMGO_G‘QG

']

NWUmUmnmaow ES+ ﬁowﬂmmm mUH ummmmmmm TIC: umnmomwmum Noise: Hwnwc
File Text:C. RUZIE RCI 156 Haute Resolution 5000 FL Solvant : CH30H/CH2C12 (90/10)

100 1237.5222 2848mv
90 [M+H]+ memm
80 F 2278
70 ; j 1094

M+Na] + i
PEGNa (ref) r
60 PEGNa (ref) Wquw
503 1229.7081 1259.5075 B E1424
40 e F 1139
30 854
20, F 570
=0 282.7196 wMWMu 2306 ¥ N*m 5139 1271.4930 7 i
Dw l.?.?? — - « - — - i« — ._|\m_ lhh—_ = _ - - ; + k—»ﬁ}!: Hwﬁ-“- -HDG-H_ r - mem qumw. . T - - ._ r k—>>b r . ‘\— .’_P P N _ml_h- ﬁ.ﬂ.mv ‘ IP- .mo
meo 1225 1230 1235 umpc Hmhm pMmo Hmmm 1260 mew quo qum 1280 m/z

File:ESI_739%9HRV Ident:1_11 sSMo(2,5) BSUB(128,15,-3.0) PKD(5,3,5,0.01%,45720.0,0.00%,7T,F) Acg:30-JAN-2004 12:06:35 +4:12 Cal:ESI_7399HRV

ZabSpecETOF ES+ Voltage BpI:32558592 TIC:2549081856 Noise:11430

File Text:C. RUZIE RCI 156 Haute Resolution 5000 FL Solvant : CH30H/CH2Cl2 (90/10)

100 1259 5075 _1428mVv
90 1285

M+Nal+ 1260, e
i [ 1+ 12 5116 HO,C 1143
70 999
60 857
50 714
40 £ 571
302 1261.5145 428
20 - 286
e 1262.5139 1265.2268 o
1263.4861 s
oi 1257.7350  1258.5305 _ ; _ ; i . : X Fo
1257 1258 1259 1260 1261 1262 1263 1264 1265 1266 m/z
12,13,14C:70 1,2H:68 14,15N:12 16,17,180:10 23Na:1

Separation:1000 Min Frac Abun:0.01 Num Charges:1l Resolution:5000

Nominal Mass:1259 Monoisotopic Mass:1259,508 Average Mass:1260.379 Peak Maximum Mass:1259.51

100 1259,5079 ~692uv
90 1260.5110 Amas isotopique theorique de [M+Nal+ : C70 HE8 N12 010 Na 623
80 - 553
70 - 484
60 _ F 415
50 346
40 1261,.5139
30
207
10: 1262.5168

1266 Mass

1257 1258 1259 1260 1261 1262 1263 1264 12565
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1le:

File
100%

1
1
95]

904

E

Nwwmﬂmnmeow ES+ Emmdmn BpIl:215325 TIC:62792620 Noise:5869

G(2,7) BSUB(128,15,-3.0} PKD(7,4,7,0.01%,23476.0,0.00%,T.F) Acg: 6-J

Text:C. RUZIE RCII-171 Basse Resolution 2000 PJ Solvant : CH30H/H20 (50/50) (+0.2% Acide formique)

i

1

HO,C

247.2

COH

M+.

1290.4

[M-H+2Na] +

1335.4

1000 Homo 1100 meo HMDO Hmmo Hwoc pumo H&mo

wupn
203
191
[.180
2169

158

146

135

124

T T

113

101

225mv

m/z
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209 +Hu“hwfﬂmﬂuMMadaluMHUFMINWIﬂvaIHMﬂWdWWNHm

23476.7, JF) Acqg: 6-JAN-20051%:

File:ESI_B85238 Ident:1 SMO(2,7) BSUB(128,15,-3.0) PRD(7,4.7.0.01 ’
ZabSpecETOF ES+ Magnet BpI:215325 TIC:62792620 Noise:5869

File Text:C. RUZIE RCII-171 Basse Resolution 2000 PJ Solvant : CH3OH/H20 (50/50) (+0.2% Acide formigque)

100% 1290.8 _B5mV
95] F 81
503 LSS o F77
85 E73
80 L 68
753 64
703 60
65 " 55
60 51
55 [M-H+2Na)+ F 47
503 1335.4 43
45 F3s
40 34
353 £30

] T F
30 [26
Mmm 1299.5 mmA

] 1371.3 -

1 _ i
20 1264.4 a 1321.4 “37

] | . 1358.4 a
15] 7 13064 1391.3 13
10 _ 1313.4 1343.3 _ =

] | . 1351.3 m _ 1385, 1409.2 -

] 1285

34 1226.5 TanBsS 1259 1273.5 | ! _ * Hho& |4
Lot Hf il LT H J L Mg
o] i Ay L ; i ::L . 0
. : ey : : il L

1220 1230 Hmao 1250 1260 1270 1280 1290 1300 1310 1320 1330 1340 1350 1360 1370 1380 1390 Hhoc HAHD 1420 m/z
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File:ESI_8523HRV TIdent:1_22+427_29 SMO({2,7) BSUB(128,15,-3.0)

PKD(7/,4,7,0.01%,63780.0,0.00%,T,F) Acq: 6-JAN-2005 19:11:53 +15:23 Cal:ESI_B523HRV

ZabSpecETOF ES+ Voltage BpI:3884279 TIC:1141566208 Noise:15945

File Text:C. RUZIE RCII-171 Haute Resolution 4000 PJ Solvant

: CH3OH/H20 (50/50) (+0.2% RAcide formique)

10 1290 4380 _364mV
90 F328
80 £ 291
30 PEGNa (ref) 255
60 PEGNa (ref) 219

7. E
55 1317,7606  ga
40 HEIRaTAA 1299,9513 146
A299 4145 | 1322.4445 3
30 1288.4287 1307.4389 £109
12/63.4334 :
i 1286.409 73
10 2MM5.7390 1280.4211 i 16
7. 1283,3858
0% T % e r—r—y L ot R s et ot it B N T e, S 2o T e T SR TR AR T, A5 (R b ot Ry S T T IR =0
1265 1270 1275 1280 1285 1290 1295 1300 1305 1310 1315 1320 1325 m/z

File:ESI_8523HRV Ident:1_22+27_29 SMO(2,7) BSUB(128,15,-3.0) PKD(7,4,7,0.01%,63780.0,0.00%,T,F) Acqg: 6-JAN-2005 19:11:53 +15:23 Cal:ESI_8523HRV

ZabSpecETOF ES+ Voltage BpT:3884279 TIC:1141566208 Noise:15945

File Text:C. RUZIE RCII-171 Haute Resolution 4000 PJ Solvant : CH30H/H20 (50/50) (+0.2% Acide formique)

100% 1290,4380 _364mv
90 1291.4385 328
80 L 291
703 E 255
60 1292.4342 219
50 182
401 F 146
303 1288.4287 £109

] 1289,4408 4334 ;
203 1286.4090 1387 4250 1294.4318 2l
103 : 1295.4384 1296.4171 |34
Q” T T T T T T T ) T T T ”D
1285 1286 1287 1288 1289 1290 1291 1292 1293 1294 1295 1296 1297 m/z
12,13,14C:70 1,2H:66 14,15N:12 16,17,180:10 54,56,57,58Fe:1

Separation:1000 Min Frac Abun:0.01 Num Charges:1l Resolution:4000

Nominal Mass:1290 Monoisotopic Mass:1290.437 Average Mass:1291.220 Peak Maximum Mass:1290.44

10 1290,4377 \>//\\pﬁ//

CO,H
90 HO,C g
1291.4405 z
80 Amas isotopique theorigue de M+. : C70 H66 N12 010 Fe

70
60
50 3
40 12924433 E
30 3
20 3
1, 12884421 N

3 1289.4452 8
o ) A\ N > 1294.4486 3295 4512 ]
1285 1286 1287 1288 1289 1290 1291 1292 1293 1294 1295 1296 1297 Mass
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Current Data Farassters
HANE RLI[-54
EXPRE 1
RO 45 ¢
F2 - hcuaisibian Farameters
Date_ 20040115
Time 1341
IRETEUN spect
PROBHI 5 m TBL (H-13
PLLPRIG 2330
1= E5536
SOLVENT sy
RS %
05 ]
£l 892 M6 Hr
FIORES 0437248 Hz
A 3 6439073 sec
A m
o 55600 usec
aE 20,00 usec
TE 10K
o . SO0 sec
sxsazars CHANNEL ] =eswemes
NOCE H
2 8 50 usec
ALy 000 68
SR 00, 1320005 Wz
F7 - Processing paraseters
st 134072
SF 500 . 1300000 e
WOW Ew
seA o
L8 0.20 Kz
ca o
pe 1.00
10 WA glot parameters
(= 25,00 ca
4 36.34 cm
FiP 10451 oom
& 52T 02 He
FaR 3354 ppn
2 -16J7 50 Mz
MM 068222 ppe/c
HICH 276, 18073 Hafen
f.)?.\rll\( |

= @l o o

B = |2 = —

4 = |m @D -

m__ 0| v o) =
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£ BER 8 43 B 8 g £ E3Bhen BE 385 Ba
a BBM_ o l;\& nwmw @ o = m e - [N _.wya

Current Data Parameters
NAME RELL-54
ExPHO o]
ARIEND 1 &
F2 - dcouisition Paraneters
Date_ 200401 16
Tine 1341
INSTRUN apect
SRIBHD S m TEL tH-13
PULPRDG 9%
™ FEEE
SnLvERT e
s ®
05 ]
S £952 806 HE
FIORES 0137219 He
0 3 6439073 sec
A6 181
o 55 600 wsec
0B 20,00 usec
13 230K
o €. 50000000 sec
wemsauas CHANREL ] svesssas
N 1
et 8.50 usec
CEl 009 08
ot 500. 1320005 MHZ
F2 - Pracessing paraneters
s8I 131072
¥ 5601300000 MHz
L) (L]
558 L]
] 020 M
L 0
aC 1.00
10 W4E plat parameters
[+ § 25,00 cw
oy .34 cn
IR 228 pgn
Ft 405,35 M
Fa@ 1202 pom
2 3692 16 M
N 0. 08304 poRsC
WK 38 53143 hzjen

. [P o | T T T _ T — T _ - — —— e _ — e 7 T T T >

ppm 8.8 8.6 8.4 e 8.0 8 7.6 7.4

S29



3.2
3,00
2.2
—_— 3
1.63
1.61
1.58
TT— 1.5
1.25
0.88
088

ppm

s s
e 1Y
T——1,38

12. 448
1.300

=) Integral
=]
=}

~2. 1

Current Dats Parameters

MANE ACLI-54

ExPhD 25

PROCH] | I

_\ F2 - Acouisition Farameters

Date_ 20040116

Tiae 13 4t

NS TRUN spect

PROBUD 5 e TED 1H-13

UpAoS 130

i G5

SOLVENT Mg

Ll *®

a5 o

e £992 BOG Hz

FIoRES 0, 137248 e
La 3 6439073 sec

G 181

" 55 600 user

0E 20.00 usec
i3 830K

o 0.50000000 wec
-------- CHAMMEL ] w=sss

Wt i

By .50 usec

ALY 0.00 o8

SFoL 500, 1330005 etz

F2 - Processing paraseters
s[ 138072

5 5001300000 Wiz
) 2]

50 a

(€ 3 020 W
-] a

P t o

10 WA plot parsmsters

o 2500 en
oy 57 7 en
1P 3,482 ppa
1 174854 W2

Fap =5.072 pon
2 ~1636 40 M2

ApRCH 0. 26T pajt

Hitn 13034755 Hz/e

“4.110
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File:ESI_7398 Ident:I sSMO(n, %) 28,15,-3, Pie e el a1 TEIT00_04011. 1T el 000297
ZabSpecETOF ES+ Magne! 98231440 N |
File Text:C. RUZIE kU] I
100% Lea 615my M
95 (Hrals ' say m
903 | b4 m
mmm .muw

mom 492

..umlun ”L.w__

i

mmm 400

mom 569

mmm wuum _
mow Wuom

as] W:Qq

bom Z e e [ 246

mmm ; m

wam 185

253 wwma

mam 123 |
Hmm wmm

wom [62

mm E

] 1099.4 1206.5 :
01 21,3 . 808 . . i X o | fio e
150 200 250 360 350 abo afo "sB0”sfo Tebo 650 _¢&@.J¢mu._wom__wwc "960 950 1000 1050 1100 1150 1200 1250 1300 1350 1400 m/z
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File:ESI_7398 Ident:1 ZMO(Z,n)
ZabSpecETOF ES+ Magnet Epl:Llohod dd TI1¢:98231440 Noi
File Text:C. RUZIE RCI %4 Bassc Resolution 2000 FL
100%

4

95]

901
851

807

753

703

40 [M+H] +

1 1247.5

A

ol )

CH30QH/CHZIC12 |

L 8 W A -

1246 1248 1250 1252 1254 1256 1258 1260 1262 1264 12

1269:8

.
yery

1270

AN

16)
[MeNal+
|
N
Mk
5
f
|
I
)
[y
__ w1 A = 1279.5 PAWA .>. o L2
HE. M Sy ! ] 2 ) = L 1 : ] ; TR A
1272 1274 1276 1278 1280 1282 1284 1286 1288 129

L. 000297

H15mv

"
o
w

[
w
=9

123

92

Foe)

31
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File:
ZabSpecETOF ES+ Magnet
File Text:

100%

90

80

707

60

507

40

30

204

104

0

1000 1010 1020 1030 1040
File:

28, 15,3707 BKD(5,
mﬁuwaAc Nt
npcnpon

EST_7398 Ident:1 SMOT.
BpI:

C. RUZIE RCI 54

1045.5 5
1029.5 1057 .4

»omo Hcmo ucqc qua |

ESI_7398 Ident:1 SMO(2,5) BSUB(128,15,-3.0) PKD(5,

2000 FL Solvar

o9n

§

0.01%,5304.0

o 0L

CH3OH/CHZCL2

1099,

Hpoo 1110 1120
+,0,01%,5304.0,0.00%,T,F) Ar

{90

1130

30 1

:AN-JAN-2004 10:26:08 +2:

2004 T0:26:

11.76.5

1150 1160 1170 1180

f

ralzE3000 040117

1190

1205.5

1200 1210 1220
Y cal:E3000_040116_CS_P_PJ_1x1.000237

T

1229.6

1230

CNUEZET

11mv

10

| UGS B

T
(78]

r 0
1240

mfz

S33

ZabSpecETOF ES+ Magnet BpI:1564748 TIC:98231440 Noise:l

File Text:C. RUZIE RCI 54 Basse Resolution 2000 FL Sclwv. CH30QH/CH2C12 (80/10)
100% 1301.5 _5893uV
90 ] L 5304
m 0o A\\,/> o s
80] ﬂuwwﬁ;r///z Nj N F 4714
] | N N | r
70] N~ J\/& /\)¥ /uﬂ. = 4125
3 o i
60 13536
50] F 2947
40 | 2357
301 I 1768
1320.5 T 1179
, 1383.6 By 589
/! ,bpg JU\ b?¢&ec# e
1295 1300 1305 1310 1315 1320 _wmm Pwuo 13358 Huqm 1380 1385 m/z




File:ESI_T7398HRV Ident:1_R SMO(2,5) BSUB{I128,15,-3.0) PRDI(S, 3
ZabSpecETOF ES+ Voltage BpI:73351168 TIC:1812033152 Noise:277
File Text:C. RUZIE RCII 54 Haute Resclution 8000 FL Solvant
100

30
80
70
80
50
40
uOW
207
10

PEGNa
HuwmmqomH

(ref)

1247.5395
iy J

.5,0.01%,1108.0,0.00%,T,F} Aci:t0 JAN 2004 10:34705 12:09 CATESI_7498HRV

CH3CH
1269

"PEGNa (ref)

ATRITHLA

[M+H] +

«
. .h$NMAhMuwh_ _

11v
19

O R W w3 @

0

1220 1225 1230 1235 1240
File:ESI_7398HRV Ident:1_8 SMO(2,5) BSUB(128,15,-3.0) PKD(5,3
ZabSpecETOF ES+ Voltage Bpl:73351168 TIC:1812033152 Noise:277
File Text:C. RUZIE RCII 54 Haute Resolution 8000 FL Solwvant
Hoo& 1269 ,5203

901 ﬁ
801
703

603
501
nom
30 M

(M+Nal+ )00, 5258

20
10
03 : /.

1245

T T T T

"12'50 1255 1760 1265 1270 1275 1280
,5,0.01%,1108.0,0.004%,T,F) Acqg:30-JAN-2004 10:34:05 +3:09 Cal:ESI_7398HRV

CH3OH/CH2Cl2 (920/10)

1271 .5258

|

PE.a M o

1274.7324

Huujnq+mu 1275,73%1

1]

11V

[
L=}

D O R W e -] 0w

1267 1268 12569 1270
12,13,14C:74 1,2H:66 14,15N:14 16,17,180:6 23Na:1l

Nominal Mass:1269 Monoisotopic Mass:1269.519 Average M :127

100% 1269 5187
903
802
703 _
603
503

| ‘_,

1270.5218

203 r

103 f \

On

1271

Separation:1000 Min Frac Abun:0.01 Num Charges:1 Resolut ion:8000

1274 1275 1276

0.423 Peak Max 1 Mass:1269.52

Amas isotopicnie theorique de [M+Nal+ : C74 H66 N14 06 Na

1272 ,5276

A2 SIS 1274.5333

1267 1268 1269

1273 1274 1275 1276

1277 m/z

\AIAARLE MLAAARALE] anaERA

127

Mass
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e S~ 8.764

- ' —— 8.743
—— 8.656
——— 8.641
—— 8.640

= - 8632

'Ct
L"":.;_—_—-;_a:—r_-r_— 2 I ——— 8.503
' - 8.502
"/ —— 8.038
(_ / f'l 8.024
S —— 8.023
(""‘" 7.998
| — 7.992
] - 7.987
Kg - 7.854
= —— 7.853
i, —— 7.851
-~ 7.838
. —— 7.830
—_—= /—— 7.829
i e 7.821
i -~ 7.806
—— 7.805

/. —— 7.801
B g ~— 7.800
i —— 7.800

N\ 7.791
\\— 7.780
: \\ —— 7.775
- a "' —— 7.764
b 7,763

e Z i —— 7.762

N * Al 7.752
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\—— 7.740
e 7.787

00k
051
00e
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[File:ESI_7576 Ident:l SMO(2,5) BSUB(128,15,-3.0) PRD(5,3,5,0.
ZabSpecETOF ES+ Magnet BpI:490198 TIC:70164168 Noise:27
File Text:Q. RUZIE RCII-64 Basse Resolution 2000 GG Solvant

100%

w =}
=] (5]
TR ST

o
h

120.0 149.2

01%,108.0,0.00%,T,F] Acqg:17-APR-2004 09:0I:04 +6:31 Cal:E3000_040I18_CS_P_PJ_Ix0.999937

CH30H

638.

240mv

228

216

FRE I i S e

204

(192

180

[
(4]
@

=
w
[+3]

m/z
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File:ESI_7576 Ident:l SMO(2,5] BSUB(1Z8,15,-3.07 PKD(5,3,5,0.01%,108.0,0.00%,T,F) Acq:1/-APR-2004 09:01:04 +6:31 Cal:E3000_040116_CS_P_bd_1x0.999937

ZabSpecETOF ES+ Magnet BpI:490198 TIC:70164168 Noise:27
File Text:Q. RUZIE RCII-64 Basse Resclution 2000 GG Solvant : CH30H

1008 638.3 240mv
951 ek wwum
908 F216

] 638.9 £
85 204
80 F 192

75] 180
70 L 168
65 F156
60.] F 144
551 F132
50 120
45] F 108
40 96

] 639.4 i
353 F 84
30 72

| L
251 F 60
20 48
157 6329 F36
10 - 24

] 640.4 I

57 ria2
] 637.8 L
ol 635.5 636.3 636.7 637.4 640.8  641.3 641.7 642.4 L o
T e

S46

635 636 637 638 639 640 641 642 643  m/z|




File:ESI_T576HRV Ident:11_26 SHO
ZabSpecETOF ES+ Voltage BpI: Mmmw»noo TIC: ucuuqmmmqm ZOHmm 1713

,5,0.01%,6852.0,0.00%,T,F) Acg:17-APR-2004 09:14:51 +9:27 Cal:ESI_7576HRV

File Text:Q. RUZIE RCII-64 Haute Resclution 4000 GG Solvant CH3OH
100 638.2887 _4332mv
90 PEGNa (ref) p— £ 3899
80 613.3411 3466
70 E 3032
60 £2599
50 PEGNa (ref) £ 2166
40 . £ 1733
FEGK 645.7981 85 %EaS
30 £1300
o5 629.3139 566
10 F 433
ol 608.3958 1617.2987 623.2955 627.3243] | 4633.3312 P, 643. uumm_ ai QMMfmwwb | 663:2865 . ,aaiko
606 608 610 612 614 616 618 630 632 634 656 628 630 632 634 636 638 640 612 644 mwm "6k 650 652 654 656 658 6bo 6b2 6b4 6b6 6bs m/z
File:ESI_7576HRV Ident:10_26 SMO(2,5) BSUB(128,15,-3.0) PKD(5,3,5,0.01%,6864.0,0.00%,T,F) Acq:17-APR-2004 09:14:51 +9:27 Cal:ESI_7576HRV
ZabSpecETOF ES+ Voltage BEpl:30497088 TIC:2214698240 Noise:1716
File Text:Q. RUZIE RCII-64 Haute Resolution 4000 GG Solvant CH30H
100% 638.2887 _4430mv
e 638.7910 3987
80 i L3544
70 F3101
60] £ 2658
503 L 2215
403 E 1772
; 639.2864 :
303 £ 1329
A 639.7980 656
103 ; F 443
03 636.3402 637.3016  637.7948 L\\/r 640.3026  640.8158 o
636 637 638 639 6 641 m/z
12,13,14C:76 1,2H:72 14,15N:14 16,17,180:6
Separation:1000 Min Frac Abun:0.01 Num Charges:2 Resolution:4000
Nominal Mass:1276 Monoisotopic Mass:1276.576 Average Mass:638.752 Peak Maximum Mass:638.29
100% 638.2880 _
90] Amas isotopique theorique de C++ C76 H72 N14 06 638.7895 -
80 E
70 3
601 2
503 8
ﬁom 639.2910 M
303 ]
mom _ﬁ -
10] | 639.7924 3
0] & .\4/( 640,2939  640.7953 i
616 637 638 639 640 641 Mass|
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[File: i enkt: v E ,=3.0 13, —JAN-2005 18:14:53 +3:33 Cal:E3000_050I19_CS_P_PFo_1x0.999959
ZabSpecETOF ES+ Magnet BpI:766021 TIC:130571608 Noise:3211
File Text:C. RUZIE RCIII-40 Basse Resolution 2000 GG Solvant : CH3OH/H2C (95:5)

100% 638.3 -51my
95] C5++ 488
903} 462
85 437
80.] 411
75] X L 385
o |

] cl w_u = [
70 / o ' 360
65 334
60] F 308
55] L 283
50.] F 257
45 F 231
40 206
35] 3

] C++ “Hmo
30] §65.2 F 154
251 | 128
201 103
15] F77
10] Fs51

5] 163.2 26
] Hmowwﬁ 1 624.8 i
ol 12% % ._. A . 192.2217.2 283.4 341.3 3731  414.1 444.2 4797 535.2 563.7 5317 L 6
100 120 140 160 180 200 220 240 260 250 300 320 340 360 380 400 430 440 460 4B0 500 520 540 560 580 600 620 640 660 680 700 730 740 m/z
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L12834°0,0.00% T, F) _CS_P_PJ_Ix0.999959% |

MFHQHMWHIW ent:1l SMO(Z, ¥ g 1 =
ZabSpecETOF ES+ Magnet Bpl:766021 TIC:130571608 Noise:3211
File Text:C. RUZIE RCIII-40 Basse Resclution 3000 GG Solvant : CH30H/H20 (95:5)

=0 638.3 —
954 CS5++ 1os
904 .
= L 437
80.] -
g’ o i [ 385

” cl w_u =
70] ' . "
" F334
E 308
55 .

F 5

. [ 257 S8

. » 2
5 231
x 206
E L2 180
30] .
25] -
20] n

M .
15
10]

ER 163.2
0] Fw.r% 192.2 341.3  414.1 479.7 542.2  610.2

m/z

100 150 200 250 300 350 460 450 500 550 600




100%

95]

55]
507
45]

40]

35]

dLey ! N
ZabSpecETOF ES+ Magnet BpI:766021
File Text:C. RUZIE RCIII-40 Basse Resclution 3000 GG Solvant

en

mmd.w

. a1 KD(/,3,
TIC:130571608 Noise:3211

C++

,12894.0,0.00%,

CH30H/HZ0 (95:5)

C3++

680.7

Ch++

688.3

692.7 ¢g94 .2

~155mv

148

[
£y
(=]

I

[
w
b2

[62

QLA
OJIU




File:ESI_B8584HRV Ident:1_10 SMO(2,7)
ZabSpecETOF ES+ Voltage BpIl:12267776 TIC: nﬁwmwmmmwm zovmm mbmo
File Text:C. RUZIE RCIII-40 Haute Resolution 6000 GG Soclvant

CH30H/H20 (95:5)

,0.01%,21920.0,0.00%,T,F) Acg:24-JAN-2005 18:21:27 +3:51 Cal:ESI_8584HRV

100% 665.2480 . 2589mV
920 o C3++ 2330
F2071
403 680.7521 E
70 F1812
60 o Car+ E1553
503 672. £ 1295
3 2560 688.2610 2
403 PEGNa (ref) 68373630 1036
E s E
303 657.3673 PEGNa (ref) "131___
203 701.3936 518
104 653.2791 2521 Fasg
] 5.3064 [659.2370 __ ’ _ 0.2486 6962532 _ 705.7125
D.b_.._.__f?..rh?m ».‘.>_.—> .:P)__’»:-?»h n._r’__.n b.—.—:.—sa;h ﬂsb»?»?». _—h_____b..r aa iy A A b AANAD A ....h‘.a»: 0
650 652 654 656 658 660 662 664 666 668 670 672 674 676 678 680 682 684 686 688 690 692 694 696 698 700 702 704 706 708 7i0 712 m/z
File:ESI_8584HRV Ident:1_10 SMO(2,7) BSUB(128,15,-3.0) PKD(7,3,7,0.01%,21920.0,0.00%,T,F) Acg:24-JAN-2005 18:21:27 +3:51 Cal:ESI_85B4HRV
ZabSpecETOF ES+ Voltage BpI:12267776 TIC:2416166912 Noise:5480
File Text:C. RUZIE RCIII-40 Haute Resolution 6000 GG Solvant : CH30H/H20 (95:5)
100 665.2480 _2589mV
90 L 2330
80 C++ t 2071
665.7465 E
70 - 1812
60 1553
50, 1295
40 GEE caa il t1036
30 E 777
20 - 518
e 666.7486
10 6412454 667.2521 £ 259
0l 662.2795 662.7803 663.2693 63,7349 P 665.024 65.4986 666.4826 Eo
662 663 664 665 666 668 m/z
12,13,14C:76 1,2H:70 14,15N:14 16,17,180:6 54,56,57,58Fe:1
Separation:1000 Min Frac Abun:1.00 Num Charges:2 Resolution:5000
Mominal Mass:1330 Monoisotopic Mass:1330.495 Average Mass:665.660 Peak Maximum Mass:665.25
10 665.2477 -
e 665.7491 E
E Amas isotopique theorique de C++ : C76 H70 N14 06 Fe o |l F
80, a8 2
70 \ =
60 5
50 E
666.2505 3
40 3
30 3
20 F
o \ 666.7519 ;
664.2499 664.7515 \ > 667.2533 E
0 AN AN B e :
662 663 664 665 666 667 668 Mass
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WAME RCE-173
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INSTRUM sgect
PAOBHD 5 wm TBL 9H-13

FIDRES 0137219 Wy
A 16435073 sec
L 181

" 55 600 yse
3 20.00 use
{13 30K
n £.50000000 sec

558 L
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E WM piol paramstsrs
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ppm
10.01
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2.000
2.200
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Current Dats Parameters
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EXPHO m
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INSTRLN apect
PROBHD & me TBI H-13

P 8.50 user
PLL 0,00 o8
sFO1 5001520008 Wiz
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HICH 93 90546 Hr/c

65.313
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72 - Acquisition Paraseters
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INSTRUM apsct
AROBHOD 5 mn TRT tH-13
PULPADE 30
s 5436
SOLVENT oms0
NS B

o
WM BEIZ_B06 Hz
£ IDRES 0.137219 Hz
o 3 8439073 sexc
A i
il 55.600 user
i3 20.00 use
TE 230K
o 150000000 ST

5F E00. 1300000 NHz
WOW ]
558 L]
LB 0.30 Wz
B [}
fC 100
A0 M43 plot parameters
£x 25.00 ce
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9I5_GR_P_GG_1x0.9992394

File:ESI_ ent : o 5)Y BSUOB(128,15,-3.0) PKD(5, 7 ,0.00%,T,F) Acg:16-SEP-
ZabSpecETOF ES+ Magnet BpI:1042004 TIC:70232792 Noise: HH

File Text:C. RUZIE RCII-05 Basse Resclution 3000 FL Solvant : CH3OH/CH2C12 (95/5)

100% 1409.6 _579my
] [M4Na]+ i
95 F 550
90 Es21
] i . 0 ”
85 \/\A /\v/ A8 S OH 492
] HO N N H ;

1 K/\ ,\J,O -
80 NH HN [ 463

] S E

] N Ov 9 N o ¥
751 \ F 434
® )

] 8 i
651 377
601 b 348
55 319
50 F 290
457 261
40 232
353 203
301 174
25] F1as
20 116

] [M-2A+2H+Na] + :
15] F 87

] 1059.6 a
107

] [M-A+H+Na]+

] [M+2Na]++
5] 1234.7

] 716.5
0] — ,_m_m_q_.n_u e 424.1 _ ; _mlm_q.u _ m.ﬁ m,_F i mw.m,_m. _ w_wm.m Hrcpm._..m YR Hp.mm mL— s

100 200 300 .&c 5do 500 "260 800 900 1000 1100 1200 ZS m/z
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File

FiTe:ESI_6BBI Ident:1 SMO(2,5) BSUB(128,15,-3.0) PRDI(5,3.,5,0.01%,44.0,
|ZabSpecETOF ES+ Magnet BpI:1042004 TIC:70232792 Noise:11
Text:C. RUZIE RCII-05 Basse Resolution 3000 FL Solvant

. T,F} Acg:

CH30H/CH2C12 (95/5)

100% 1409.6 579mV
] [M4Na] + o
951 550
] 1410.6 .
903 F 521
85] 492
1 N o 3 o} . b
80 /\v/z\ﬁ/ N 2 Oh Fa63

] HO N N N N H

1 Oa\l( (\/40
75 NH HN " 434

] o Q ° [e) E

) NEE NH
703 O ) 405
652 8 n £377
60 | 348
55 F319
501 200

] 1411.7 .
45 F 261
40} | 232
35 F 203
30] 174
251 145
201 116

] [M+H] + L
153 1412.7 87

; 1387.6 i
103 1388.6 L58
5] 13626 1413.7 29

: 1381 .6 1383.6 1386 ﬁum}w.uwH 6 13966 1399.6 1401.6 1403.6 1405.¢ 1407-6 ik 1418.7 :

0 - RL _LH_!3/ _ A _ ; _ 3 _. : Jumh.@)_ o ¥ a/_ 1J+I5III>_. BYA >¢ ?J \(1#,_ : : L \M_ _ : = i 0
1380 1382 1384 1386 1388 1390 1392 1394 1396 1398 1400 1402 1404 1406 1408 1410 1412 1414 1416 1418 1420 rm/z
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L01%,22520.0,0.00%,T,F) Acg:16-SEP-2003 12:21:04 +7:00 Cal:ESI_G6BBIHRV

demmmnmeow ES+ 4ou_.nmm_m wﬁH Hmocmmmqm TIC: mqommamomm Noise: mmmc
File Text:C. RUZIE RCII-05 Haute Resolution 6000 FL Solvant : CH3OH/CH2C12 (95/5)

100% 1409, 6448 . o 37 0 o 14V
205 [M+Na] + e /\V/Z%Z N Z\s/__u__ OH F13
3 N E
80 H /o™ o F12
E NH i
MMM o 120 ° mwo
E .u%vl. NH E
503 O = E7
403 Q 6
302 8 F 4
] PEGN, £ M+K] + PEGNa (ref) E
204 2 (ref) 4f2 6518 e E
103 1405.8130 » 1425.6230 1439.6243 1449.8392 £ 1
] 1444 .6092 3
04 Humm mwhm_ —— . blb - r_. A T -8 ?.b ?nmm mmww P s > } A >_>_>_>.>_ s b b A 1WMMW.mNum_ ; _.D

1395 1400 1405 1410 1415 1420 1425 1430 1435 1440 1445 1450 1455 1460 m/z
File:ESI_6881HRV Ident:5_19 SMO(2,5) BSUB(128,15,-3.0) PKD(5,3,5,0.01%,22520.0,0.00%,T,F) Acq:16-SEP-2003 12:21:04 +7:00 Cal:ESI_6881HRV
ZabSpecETOF ES+ Voltage BpIl:120088576 TIC:5708548096 Noise:5630
File Text:C. RUZIE RCII-05 Haute Resolution 6000 FL Solvant : CH3OH/CH2C12 (95/5)
100 14096448 14y
90 [M+Na]+ 1410.6435 £13
80 F12
70 £ 10
60 E9
50. 3
1411.6500 3
402 6
30 Fa
20 1412.6518 -3
10 1413.6472 -
= 1407.8191 1408.6428 410.0354 3 1414.6497 o
1407 1408 1409 1410 1411 1412 1413 1414 1415 m/z
12,13,14C:76 1,2H:86 14,15N:14 16,17,180:12 23Na:1
Separation:1000 Min Frac Abun:0.01 Num Charges:1l Resolution:6000
Nominal Mass:1409 Monoisotopic Mass:1409.645 Average Mass:1410.600 Peak Maximum Mass:1409.64
100% 1409, 6447 638uV
e . 1410, 6478 =
mom Amas isotopique theorique de [M+Nal+ : C76 HB86 N14 012 Naf
E 510
703 F 446
603 383
501 319
| 1411.6507 :
403 255
303 F191
204 E
; 1412,6536 142
10: E64
od | AR bk 1414.6591 o
1407 1408 1409 1410 1411 1412 1413 1414 1415 Mass
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5 %
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L JLEFRE
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TE 3000w
oo B, 00000300 ne
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a2 0. 00000400 sec
e 0.00050000 sec
N0 0. 00040000 sec
WCREST 0.00000000 sec
MO 1. 00000000 sec
f— CHAMEL 11 ssnssaas
ML H
Pt 8.50 usec
PL1 0.00 of
5FOL 500 1312503 NHT
axansn GRADIENT CHAMMEL =vres
GRNAML sine. 100
GPNAMZ sine. 100
[ L] Tine. 100
GPxY 000 %
o2 000 %
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File:EST_6593 Ident:T SMO(Z2,5) BSUB(128,15,-3.0) PKD(5,3,5,0.01%,68.0,0.00%,T,F) Acqg: 7-JUN-2003 16:14:28 +2:58 Cal:E3000_030410_GR_P_LN_Ix0.999963

mmw_mﬁmnmeom ES+ Magnet BpI:797704 TIC:32176804 Noise:17
File Text:C. RUZIE RCI-148 Basse Resolution 2000 GG Solvant : CH30H
100% 214.1 _134mv
[M+Na] +
95 128
903 F121
85 F114
| O O O NH, .
80] /S - 108
] O ]
12 F101
F 94
87
] i
60.] F 81
551 t74
0. o7
45 | 61
401 F 54
35 47
303 40
25 34
204 178.1 [-27
15] 20
4 181.0 a
10] e y* 13
1 192.1 m
51 ]
] 195.1 .
1 3 6 Sm 0 Em 0 135.9 173.0 _ _Hmm 1 205.1 L
04, 2.11. _ _1_; SIS B L .____;__T_. .f..__i___]L_iJ..._._._ fperd-0
90 10 135 P 3057 0uE vans ;o w 55" 200 205" 210 2ls 220 w2
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ZabSpecETOF ES+ Voltage BpI:6914184 TIC:289369440 MNoise:456
File Text:C. RUZIE RCI-148 Haute Resolution 6000 GG Solvant : CH30H
100 214,

g0

80 O 0 O NH,

70 —/
L
60 (@)

40.:
305

MQ
mmnzhmmv
10 Ammhmwu

0 195.0680 198.1870 205.0857 209.0878 213.0828

1051

[M+Na] +

menzw (ref)
naF ~1e5F 2

| 217.1018/

-

File:ESI_6593HRV Ident:2_33 sSMO(Z,5) BSUB(128,15,-3.0] PKD(5,3,5,0.01%,1824.0,0.00%,T,F) Acq: 7-JUN-2003 16:22:24 +12:57 Cal:ESI_6593HRV

222.0806 224.1127

~3706mv

£ 333
£ 296

F O

L

152 155 186 187 188 159 200 201 202 203 2ba 205 205 207 208 209 210 211 212 213 21

ZabSpecETOF ES+ Voltage BpI:6914184 TIC:289369440 Noise:456
File Text:¢€. RUZIE RCI-148 Haute Resolution 6000 GG Solwvant : CH3IOH
100% 214.1051

903
803
703
603
50
407

307

20]

- 213.0828 \

4 215 216 217 218 210 220 231 232 233 234 225 236 237

[M+Na]+

215.1087

A

File:ESI_6593HRV Ident:2_33 SMO(2,5) BSUB(128,15,-3.0) PKD(5,3,5,0.01%,1824.0,0.00%,T,F) Acg: 7-JUN-2003 16:22:24 +12:57 Cal:ESI_6593HRV

217.1018
Al

370
F333
F296
£ 259

222
F 185

210 211 212 213 214

12,13,14c:8 1,2H:17 14,15N:1 16,17,180:4 23Na:1l

Separation:1000 Min Frac Abun:0.01 Num Charges:1 Resolution:6000

Nominal Mass:214 Moncisotopic Mass:214.106 Average Mass:214.217 Peak Maximum Mass:214.11
100% 214.1055

Amas isotopique theorique de [M+Nal+ : CB H17 N 04 Na

215 216

215.1087
| 216.1105

217

| RBEAS ALY RARLY

| MAAANEAARS LA

LS EAALIRRALY LA

210 211 212 213 214

215 21s

217

6

5

m/z

6mv
&
5
4
4
3
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2,5 -

Absorbance

350

400
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500
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