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1.0 Additional figures

1.1 Double diazotransfer reaction cycle

It was speculated that the diazotransfer reagent might be rather unstable and might break down before
all ALYKAG peptides have had time to react (though no breakdown of the diazotransfer reagent in
solution was observed over time according to NMR, result not shown). Therefore, a reaction with three
equivalents of diazotransfer reagent was run for 30 min after which the diazotransfer reagent was
replaced with a fresh solution and samples taken after 1,5 and 30 min (Figure S1). Unfortunately, this
‘double diazotransfer reaction’ cycle did not lead to full conversion either, as ‘only’ 98% conversion
was observed.
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Figure S1. Two cycles of diazotization. A reaction with 3 equiv of imidazole-1-sulfonyl azide hydrochlodride and 4.5 equiv
K,COj; was run for 30 min, after which the reaction mixture was replaced with a fresh solution of imidazole-1-sulfonyl azide
hydrochlodride and K,CO;. Samples were then taken after 1, 5 and 30 min. Each bar (value shown inside the bars) represents the
relative conversion of amino-ALYKAG to azido-ALYKAG (mean = SD; n = 3). Error bars are within the bars when not visible.

1.2 Diazotransfer in different solvents

In dichloromethane azido-ALYKAG was barely detectable after 5 min and after 30 min only 5%
conversion was observed (Fig, S2). In methanol the diazotization worked better, though still
substandard, achieving a conversion of only 40% after 30 min. By comparison of all four solvents a
clear trend seems to manifest: increasing solvent polarity leads to increased conversion efficiency.
Solvent proticity on the other hand, seems to be less important for high conversions as DMF (non-
protic) was better than methanol (protic solvent).
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Figure S2. Diazotization of ALYKAG on NovaPEG in different solvents. A reaction with 3 equiv of imidazole-1-sulfonyl
azide hydrochlodride and 4.5 equiv DIPEA (K,CO; was used in the case of water) was set up and samples were taken after 1, 5
and 30 min. Each bar (value shown inside the bars) represents the relative conversion of amino-ALYKAG to azido-ALYKAG
(mean + SD; n = 3). Error bars are within the bars when not visible.
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2.0 Experimental procedures

2.1 General

NovaPEG Rink amide resin and polystyrene Rink amide resin were purchased from Novabiochem and
Fmoc-L-amino acids from Bachem (Bubendorf, Switzerland) or Novabiochem (EMD Chemicals,
Gibbstown, USA). All other chemicals were purchased from Baker, Fluka or Sigma Aldrich and used
as received. Mass spectra were acquired on a Thermo Finnigan LCQ-Advantage MAX ESI-ion trap.

2.2 Reverse phase HPLC analysis and LCMS
Analytical HPLC was performed on a Shimadzu LC-20A Prominence system (Shimadzu, ‘s-

Hertogenbosch, The Netherlands) equipped with a C18 ReproSil column, 150x3 mm, particle size 3
um (Screening Devices, Amersfoort, The Netherlands). Elution of the peptides was achieved with
MeCN/water gradient containing 0.1% trifluoroacetic acid (5-100%, 1-50 min, flow 0.4 mL/min). The
desired peaks were integrated manually using a LabSolutions software package (Shimadzu, ‘s-
Hertogenbosch, The Netherlands). LCMS was performed on a Thermo Finnigan LCQ-Fleet ESI-ion
trap (Thermo Fischer, Breda, The Netherlands) equipped with a Alltima C18 column, 2.1x150 mm,
particle size 3 ym (Alltech Applied Sciences BV, Breda, Netherlands) using the same gradient as used
for HPLC, only trifluoroacetic acid was replaced with formic acid.

2.3 Peptide synthesis
The peptides were synthesized on NovaPEG Rink amide or polystyrene Rink amide resins using a

Labortec640 peptide synthesizer (Labortec, Bubendorf, Schwitzerland) and employing a standard
Fmoc solid-phase peptide synthesis (SPPS) protocol.!"Y Briefly, the resin was swollen in DMF for 20
min prior to use. The first and subsequent Fmoc groups were removed by washing the resin with
piperidine in DMF (20%, v/v) and then shaking for 25 min with another portion of piperidine in DMF.
The desired sequence of amino acids was coupled to the resin using Fmoc-L-amino acids (3.0 equiv),
diisopropylcarbodiimide (DIPCDI, 3.3 equiv) and N-hydroxy benzotriazole (HOBt, 3.6 equiv). Peptide
couplings were followed to completion using the Kaiser test.””" After the final Fmoc removal the resin
was washed with DMF, CH,Cl,, i-PrOH, CH,Cl,, Et,O and air-dried for at least 2 h.

2.4 Synthesis of ALYKAG
The peptide was synthesized as describe above and a small amount of ALYKAG on resin (approx. 20

mg) was suspended in cleavage mixture (500 uL, trifluoroacetic acid/water/triisopropyl-
silane/thioanisole 90:5:2.5:2.5) for 3h. The free peptide was precipitated in Et,O, redissolved in water
and analyzed by analytical HPLC. Retention time 3.88 min (99% pure). ESI-ion trap m/z: [M+H] =
621.3 (caled. 621.4), [M+2H]** = 311.3 (caled. 311.2).

2.5 Synthesis of XLYKAG (X = 20 diff. natural amino acids excl. Pro, Ala)
A common batch of LYKAG (2.24 g resin, loading 0.23 mmol/g) was synthesized as described above

and split into 18 portions of 100 mg each after the final Fmoc removal, solvent washes and air-drying.
To each portion was coupled one of the 18 different amino acids using standard coupling conditions.
After Fmoc removal a small amount of the XLYKAG on resin

(approx. 20 mg each) was suspended in cleavage mixture (500 pL, trifluoroacetic
acid/water/triisopropyl-silane/thioanisole 90:5:2.5:2.5) for 3h. The free peptide was precipitated from
Et,0, redissolved in water and analyzed by analytical HPLC (typically 99% pure). Analytical data
(table S1):



s5

Table S1. XLYKAG MS and HPLC data

X = Caculated Measured Retention time (min)
A [M+H]" = 706.5, [M+H]" = 706 4, 1)
rg .

[M+2H]* =353.8 [M+2H]* = 3537
A [M+H]" = 664 4, [M+H]* = 664.3, 3g
sn .
[M+2H]* =332.7 [M+2H]* =332.7
Asp [M+H]" = 665 .4 [M+H]" = 665.3 3.8
Cys [M+2H]* = 651 4, [M+2H]* = 6524, s
(SS-dimer) [M+3H]*=4346 [M+3H]*=4353 '
al [M+H]" = 678 4, [M+H]* = 6783, -
n .
[M+2H]*" = 339.7 [M+2H]*" = 339.7
al [M+H]" = 679 4, [M+H]" = 6793, 3g
u .
[M+2H]* = 340.2 [M+2H]* = 340.2
al [M+H]" = 607 4, [M+H]" = 6073, 3g
Y [M+2H]* = 304.2 [M+2H]* =304 .2 ’
. [M+H]" = 687 4, [M+H]" = 6873, 34
1S .
[M+2H]* = 3442 [M+2H]* =344 3
| [M+H]" = 6634, [M+H]" = 663 4, 6
Ile X
[M+2H]*=3322 [M+2H]*=3323
L [M+H]" = 6634, [M+H]* = 663 4, .
cu .
[M+2H]*=3322 [M+2H]*=3323
L [M+H]" = 678 .4, [M+H]" = 678 4, 30
ys K
[M+2H]*=339.7 [M+2H]*=339.7
M [M+H]* = 681 4, [M+H]" = 681.3, s
et K
[M+2H]*=341.2 [M+2H]*=341.2
o [M+H]* = 697 4, [M+H]* = 6973, L6
c .
[M+2H]*=349.2 [M+2H]* = 349.2
S [M+H]* = 637 4, [M+H]* = 637 4, 30
er .
[M+2H]*=319.2 [M+2H]*=319.3
- [M+H]*= 651 .4, [M+H]*= 6513, -
T .
[M+2H]* = 326.2 [M+2H]* = 326.2
T [M+H]*= 736 4, [M+H]* = 7363, s
P [M+2H]* = 368.7 [M+2H]* = 368.7 '
T [M+H]*= 7134, [M+H]*= 7134, 63
T .
Y [M+2H]* = 357.2 [M+2H]**=357.3
[M+H]" = 649 4, [M+H]" = 649 3,
Val 42

[M+2H]* = 325.2

[M+2H]**=325.3
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2.6 General procedure for on-resin diazotization

The ALYKAG on NovaPEG resin was swollen in DMF for 5 min and then incubated in HOBt (1 M in
DMF) for 30 min. subsequently, the resin was washed with 20% piperidine in DMF, DMF, CH,Cl,, i-
PrOH, CH,Cl,, i-PrOH, water (in case of reactions in MeOH or CH,Cl,, water was replaced with
MeOH or CH,Cl,, respectively). In all experiments the ratio between resin and solvent (water) was

kept constant at 12 uL solvent/mg resin. In most experiments (indicated if otherwise) imidazole-1-
sulfonyl azide hydrochlodride (3.0 equiv) and K,CO; (4.5 equiv) were prepared as two separate
aqueous solutions each corresponding to 12.5% of the total volume (freshly made prior to each
experiment’). The remaining water (75% of the total volume) was added to the resin and the mixture
was shaken for 5 min. The reaction was initiated by addition of the imidazole-1-sulfonyl azide
hydrochlodride and K,COj solutions to the resin and the resulting suspension was shaken. After a
desired amount of time, a sample was removed with a pipette, added to a filter tube and washed
extensively with water. After removal of the last sample, all samples were washed with i-PrOH,
CH,Cl,, i-PrOH, CH,Cl,, Et,O and air-dried for at least 2 h. The dry resins were then suspended in
cleavage mixture (500 pL, trifluoroacetic acid/water/triisopropylsilane/thioanisole 90:5:2.5:2.5) for 3h.
The free peptide was precipitated from Et,0, redissolved in water and analyzed by analytical HPLC.
Analytical data for azido-ALYKAG: Retention time 13.72 min (99% pure). ESI-ion trap m/z: [M+H]" =
648.28 (calcd. 647.34).

All diazotization reactions described herein follow this general protocol. Only deviations from this
protocol are described below.

When amounts of resin are stated below this represents the total weight of resin, peptide and protecting
groups, whereas the molar amounts refers to the molar amount of peptide.

2.7 Kinetics of diazotization

ALYKAG on NovaPEG resin (150 mg, loading 0.23 mmol/g, 29.4 pmol) was suspended in water (1.8
mL) and K,CO; (132 pmol, 24.3 mg) and imidazole-1-sulfonyl azide hydrochlodride (87.9 ymol, 18.4
mg) were added in this order. Samples (150 L) were taken after 15 sec., 30 sec., 1 min, 2 min, 3 min,

4 min, 5 min, 7 min, 10 min, 30 min and 60 min. A similar reaction was carried out in which CuSO,
(2.9 ymol, 0.73 mg) was added as well. All experiments were performed in quadruple.

2.8 Variation of the amount of diazotransfer reagent

Three experiments with 1, 3 or 5 equivalents of imidazole-1-sulfonyl azide hydrochlodride (n = 1, 3 or
5) were performed. ALYKAG on NovaPEG resin (50 mg, loading 0.23 mmol/g, 9.76 ymol) was
suspended in water (600 — [20 + 22.2] x n)uL. Then an aqueous solution (0.88 M) of K,CO; (22.2 x
n)uL was added followed by an aqueous solution (0.49 M) of imidazole-1-sulfonyl azide
hydrochlodride (20 x n)uL. Samples (200 uL) were taken after 1, 5 and 30 min. All experiments were
performed in quadruple.

2.9 Two cycles of diazotiation

ALYKAG on NovaPEG resin (40 mg, loading 0.23 mmol/g, 7.81 ymol) was suspended in water (392
#L). Then an aqueous solution of K,CO; (0.88 M, 35.2 ymol, 40 L) was added followed by an
aqueous solution of imidazole-1-sulfonyl azide hydrochlodride (0.49 M, 23.5 ymol, 48 uL). The
reaction was shaken for 30 min after which the reaction solution was removed and the resin washed

extensively with water. Fresh amounts of water, imidazole-1-sulfonyl azide hydrochlodride and K,CO;
were added and samples (160 L) were taken after 1, 5 and 30 min. All experiments were performed in
triplicate.

2.10 Diazotization on NovaPEG or polystyrene resin in DMF using K,CO; as base
ALYKAG on polystyrene resin (50 mg, loading 0.39 mmol/g, 15.0 pmol) was suspended in DMF (417
uL). Then an aqueous solution of K,CO; (0.88 M, 67.4 umol, 76.6 uL.) was added followed by a
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solution of imidazole-1-sulfonyl azide hydrochlodride in DMF (0.49 M, 45.0 umol, 91.9 uL).
ALYKAG on NovaPEG (50 mg, loading 0.23 mmol/g, 9.76 umol) was treated similarly; only less
reagents were added as the loading is lower, hence water and DMF were added to compensate for this.

Samples (200 uL) were taken after 1, 5 and 30 min. All experiments were performed in triplicate.

2.11 Diazotization on NovaPEG or polystyrene resin in DMF using DIPEA as base

ALYKAG on polystyrene resin (50 mg, loading 0.39 mmol/g, 15.0 pmol) was suspended in DMF (496
uL). Then DIPEA (67.4 ymol, 11.7 uL) was added followed by a solution (0.49 M) of imidazole-1-
sulfonyl azide hydrochlodride in DMF (0.49 M, 45.0 ymol, 91.9 uL). ALYKAG on NovaPEG (50 mg,
loading 0.23 mmol/g, 9.76 pmol) was treated similarly; only less reagents were added as the resin

loading was lower, hence DMF were added to compensate for this.

Samples (200 uL) were taken after 1,5 and 30 min. All experiments were performed in triplicate.

2.12 Diazotization on NovaPEG resin in MeOH using DIPEA as base

Performed as described above for NovaPEG resin in DMF.

2.13 Diazotization on NovaPEG resin in CH,Cl, using DIPEA as base

Imidazole-1-sulfonyl azide hydrochlodride only dissolves sparingly in CH,Cl, so to circumvent this
DIPEA (366 umol, 63.8 uL) was added to a suspension of imidazole-1-sulfonyl azide hydrochlodride

(51.2 mg, 244 pmol) in CH,CI, (436 pL) leading to a clear solution. The required amount of this
solution (60 L) was added immediately to ALYKAG on NovaPEG resin (50 mg, loading 0.23
mmol/g, 9.76 pmol) suspended in CH,Cl, (540 L) and the remainder disposed. Samples (200 uL)
were taken after 1,5 and 30 min. All experiments were performed in triplicate.

2.14 Diazotization of XLYKAG — variation of the N-terminal amino acid

XLYKAG (20 mg, loading 0.23 ymol/g) was suspended in water (196 uL). Then an aqueous solution
of K,CO; (0.88 M, 17.5 umol, 19.9 uL) was added followed by an aqueous solution of imidazole-1-
sulfonyl azide hydrochlodride (0.49 M, 11.7 pmol, 23.9 uL). Samples (80 uL) were taken after 1,5
and 30 min. All experiments were performed in triplicate.

Table S2. X*’LLYKAG MS and HPLC data

X = Caculated Measured Retention time (min)
[M+H]*=732.42, [M+H]*=732.28

Arg 11.64
[M+2H]**=366.71  [M+2H]*" = 366.68
[M+H]"= 690.36, [M+H]"=690.32,

Asn 11.88
[M+2H]*=345.68  [M+2H]*=345.52

Asp [M+H]"=691.35 [M+H]"=691.32 11.83

Cys*
[M+H]*=678.33 [M+H]"=678.36 22.18

(SS-dimer)
[M+H]*=704.38, [M+H]*=704.32,

Gln 11.60
[M+2H]*=352.69 [M+2H]*=35248

Glu [M+H]*=705.36 [M+H]"=705.32 1342

Gly [M+H]"=633.34 [M+H]"=633.28 11.92
[M+H]*=713.38, [M+H]*=713.20,

His 7.32

[M+2H]** = 357.19

[M+2H]* = 357.12



Ile [M+H]* = 689.40 [M+H]" = 689.36 20.99
Leu [M+H]* = 689.40 [M+H]* = 689.36 16.99
Lys [M+H]*=704.41,  [M+H]"=352.64, 12
[M4+2H]*=352.71  [M+2H]** = 70424
MetO and [M+H]*=723.35,  [M+H]"*=723.28, MetO,: 12.43
MetO, [M+H]*=739.35 [M+H]*=739.28 MetO: 13.10
Phe [M+H]"=723.39 [M+H]"=723.32 17.21
Ser [M+H]* = 663.35 [M+H]* = 663.28 11.16
Thr [M+H]* = 677.37 [M+H]" = 677.32 10.98
Trp [M+H]* =762 .40 [M+H]* = 762.36 17.34
Tyr [M+H]* = 739.38 [M+H]"=739.32 15.33
Val [M+H]* = 675.39 [M+H]* = 675.32 15.90

* Contains mixtures of disulfide-linked peptides

"It should be noted that is shelf-stable, but should not be kept as a concentrated aqueous solution for
prolonged time due to risk of decomposition (Goddard-Borger, E. D.; Stick,R. V. Org. Lett. 2011, 13,
2514).
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ALYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-76.lcd
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Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

01-Mar-12 14:53:23 1 /1

ALYKAG
NovaPEG resin, 1 min.

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-13.lcd
:user
1

: mbh421B 3 eq. imidazole-1-sulfonyl azide,
1 4.5 eq. K,COs, water, 1 min,

: 14 NovaPEG resin

10 uL

:100112-13.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:11-Jan-12 6:12:08
:17-Jan-12 12:13:25
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Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

01-Mar-12 14:54:00 1 /1

ALYKAG
NovaPEG resin, 5 min.

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-14.Icd
s user
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115 4.5 eq. K,COg, water, 5 min,
:10uL
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:100112-14.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:11-Jan-12 7:02:37
:17-dan-12 12:14:44
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Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

ALYKAG
NovaPEG resin, 30 min.

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-15.Icd
s user

01-Mar-12 14:54:41 1 /1

130

: mbh421B 3 eq. imidazole-1-sulfonyl azide,
: 1 4.5 eq. K.COg, water, 30 min,
116 .

10 uL NovaPEG resin

:100112-15.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:11-Jan-12 7:53:06
:17-dan-12 12:16:25

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-15.Icd

mV
: o AMLYKAG
1500
1000
1 ALYKAG
500
i 3
| <
[ — (N . 1Det.A Cht
1 ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
30 D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-15.lcd
mV
J 8
] S
1500+
1000
500 -
1 3
J @
J N
o mjmﬂ AN — 1Det.A Chl
B 2Det.A Ch2
‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
2.5 50 7.5 10.0 12.5 15.0 17.5

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\201

min

2\jan12\100112\100112-15.lcd



File: C:\_DATA\..\data\Feb12\feb12-36 Sample: ID: 407 E-30
Date/Time 2/28/2012 01:08:38 Comment: Inj.Vol [ul] 1.000000
RT: 0.00 - 30.00
"5 3 eq, imidazole-1-sufonyl azid o ALYKAG tozes
] eq. imidazole-1-sulfonyl azide, ANZLYKAG . . :
- . Base Peak
90 4.5 eq. K;COg, water, 30 min, NovaPEG resin, 30 min. miz=
4 NovaPEG resin 13.45 100.00-
80 fAOSOO'OO
] feb12-36
70
0] ]
g _
S 60
© B
c -
=] —
< 50
< A
= B
% 40—
o ]
30
20
10 13.97
0] 090 236 458 537 646 7.87 9.04 go7 11.61 1429 16.51 4738 20.59 21.86 22.85 2541 2723 29.09
B e s e s e e B e By s e e Bt B e s B s O s s B Bt s B |
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.00
13.33 NL:
] 1.79E5
] Total Scan
160000 PDA
. feb12-36
140000
120000
100000
o) ]
g |
80000
60000
40000
] 13.81
N 8.89
20000 1117 1413 16.36 1936 2041 23.31 2359 2524 2689  29.89
0;
B e e Bt B e e e e e e B B e e e B e s st B e By B B I B ]
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
feb12-36 #707-756 RT: 13.27-14.07 AV: 50 NL: 4.46E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
100 647.24
. [AAZLYKAG+H]*
90
80
70
o
8 4
© 60
e)
S
=} 7
< 50
< 77
= n
T 40 dimer
x ]
307 1292.92
20
10
. 718.28
13608 32392  519.20 62040 © 17" 78916 9999 104800 1265.76 | 136368 1507.96 1616.04 1724.12 1939.56
1 T T T ] T T T e e s B N B B EO B B B
s14 200 400 600 800 1000 1200 1400 1600 1800 2000

m/z



s15

01-Mar-12 14:48:251 /1

ALYKAG
polystyrene resin, 30 min.

==== Shimadzu LCsolution Analysis Report ====

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-24.Icd

. user

1

:100112-24.Icd

: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:11-Jan-12 15:27:14
:17-Jan-12 15:52:59

30 3 eq. imidazole-1-sulfonyl azide,
: mbh422B 4.5 eq. DIPEA, DMF, 30 min,

! o5 polystyrene resin

110 uL

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-24.Icd

ALYKAG

[
]
«
<

©
<5}
-

ANMLYKAG

.- 1Det.A Ch1
2Det.A Ch2

1Det.A Ch1/214nm
2Det.A Ch2/254nm

10

20

30 40 50
min

Chromatogram
30 D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-24 lcd
mV
1 &
1500
1000
] 3
500 S
g ¥
o — 1Det.A Chl
1 2Det.A Ch2

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-24.lcd



File: C:\_DATA\...\data\Feb12\feb12-34
Date/Time 2/27/2012 23:27:28

RT: 0.00 - 30.00

_\
o
T

©
o

4.5 eq. DIPEA, DMF, 30 min,
polystyrene resin

Relative Abundance
N w By (o] ~ [o0]
o o o o o o

&)
o
P b e P Tever v Prven b B i

-
o

ALYKAG

Sample:
Comment:

13

3 eq. imidazole-1-sulfonyl azide,

12.12

949 955

.79

13.87
AAZLYKAG

ALYKAG

ID: 422 B-30

Inj.Vol [ul] 1.000000

13.96

16.93

21.07

polystyrene resin, 30 min.

NL:
2.47E5
Base Peak
m/z=
100.00-
2000.00
MS
feb12-34

0.61 2.36 3.00 4.50 6.32 7.50
L s B B B B

2 4 6 8

o
o

RT: 0.00 - 30.00

320000
300000~
280000
260000
240000
220000
200000
180000
2 160000-
< =
140000~
120000~
100000
80000
60000
40000

9.09/\
T

10

17.58
=T
18

T I T
14 16
Time (min)

13.62

14.78

19.85
T
20

20.91

22

21.34 23.77 25.56 27.27
T T T [ T T T [ T T T]
26

24

23.59 25.23

28

26.88

29.10
T

29.99

30

NL:
3.31E5
Total Scan
PDA
feb12-34

T T T T T
14 16
Time (min)

feb12-34 #753-777 RT: 13.70-14.09 AV: 25 NL: 1.68E5

T: ITMS + p ESI E Full ms [100.00-2000.00]

648.28

100

Relative Abundance
n
7
|

[ARLYKAG+H]*

dimer

1294.96

1351.76

1510.80 1618.8

136.08 247.00 390.96 520.20 621.2?
T T T T T T T
s16 200 400 600

70520 776.12
L

800

8
1061.76  1267.96
[ R \

I |
1000 1200
m/z

\
1400

\
1600

0 1727.00
T T T
1800

1942.52
—

\
2000



s17

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:21:01 1 /1

RLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-73.Icd
:user
1 Arg
: bef. diazotization
01
191
10 uL
:100112-73.lcd
: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:13-Jan-12 10:56:41
:13-Jan-12 11:46:51

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-73.Icd

mV
{8
] “  RLYKAG
1500
1000
500
TF
oA T . 1Det.A Ch1
. ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
Arg D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-73 lcd
mV
4 (=}
] 3
1B
— 1Det.A Chl
1 2Det.A Ch2

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

min

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-73.lcd



File: C:\data\...\data\2012\Jan12\jan12-22 Sample: RLYKAG Date/Time: 1/23/2012 6:54:07 PM
Comment: Inj [ul] : 10.000000

RT: 0.0-1.0

0.3 RLYKAG NL:

100
e
953 jan12-22
] 0.4
90~ 04 0.5

85 03

80 0.5

3 0.2
= 0.4 0.5
0.6

0.6
0.6

0.6
0.7

o o N
o o o

02 07 o7

0.8
0.8

(o))
a

IS
[$)]

Relative Abundance
n
o

N
o

0.8
0.8

0.8
09
0.9

0.9
\ 0.9

- 2NN W oW
o o o o o O O
e o e o e e e e o ol b i

o

I
0.5 0.6 0.7 0.8 0.9
Time (min)

o
o
o
N
o
N
o
w
o
~

jan12-22 #25-73 RT: 0.2-0.5 AV: 49 NL: 2.07E7
T: + p ESI Full ms [ 50.00-1000.00] [RLYKAG+2H]?*
100 353.8

95—
90~
85~
80—
75-
70-
65~
60~

Relative Abundance
wm
T
|

404 13543

E [RLYKAG+H]*
= 706.5

= 804.0

A
i

297.3 354.7 755.0

755.9
297.8 | 389.7
88.0 1)0J5_7 1469 2158 289.8 | | 4353 4803 5615 59f.3 652.3 6911/ 7084 | 756.9 806.0 8901  956.0 6781

T T e e e "w‘H\HwH‘\HwH\H‘\H‘\"w‘H\‘H‘Www‘H\‘HWWH\HWH\‘J‘k‘Wk“\‘“‘\H‘Ww“‘\‘"‘HTH‘\‘H‘w”w”“w“w‘\
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s19

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

RLYKAG

29-Feb-12 14:51:02 1 /1

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-04.Icd

: guest user
: Arg-A30

1

171

:3uL
:180212-04.lcd

: gradient-anal.lcm
:20120218.Icb

: Default.lcr
:19-Feb-12 0:37:19
:19-Feb-12 1:27:24

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-04.Icd

mV
q (s}
1 &
750 b
1 RAZLYKAG
500
2507 RLYKAG
0 1Det.A Ch1
] ‘ ‘ ‘ ‘ ‘2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
Arg-A30 D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-04.1cd
mV
i 0
750 be
500
250
] 1Det.A Chl
i *2Det.A Ch2

‘ T
25

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

50 75

min

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-04.lcd



File: C:\_DATA\...\data\Feb12\feb12-03
Date/Time 2/19/2012 13:51:20

RT: 0.00 - 30.00

Sample:
Comment: A30

ID: diazotized Arg
Inj.Vol [pl] 1.000000

1097 RBLYKAG NL:
100 1.60E5
] RA2LYKAG Base Peak
90| MS
] feb12-03
80
70
[0} i
8 -
S 60
© ]
c -
= —
< 50
s 1
= B
% 40—
o ]
30
20 RAZYKAG
10 RLYKAG 9:20 11.61
: 14.02
o012 364 387 412 662 830 K 12.22 16.06 17.60 1872 1981 2250 2323  26.94 2831 29.93
T T T 1 T 1 T ] T T T T T T T T T T T T T T T T T T T T |
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.01
10.82 NL:
1005 1.83E5
7 Total Scan
90| PDA
] feb12-03
80
70
[0} i
8 -
S 60|
E _
9 ]
§ 50~
[0} ]
= =
E 40
=
o 7
304
20~ 9.05
1145 1386 1502 1744 1857 2161 23.67 2387 2553 2831 20.87
T T T R L L L L ]

L O R B N
14 16

12 18 20 22 24 26 28 30
Time (min)
feb12-03 #577-635 RT: 10.76-11.71 AV: 59 NL: 5.33E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
100 366.68
] [RAZLYKAG+2H]2*
90
80
70
o 7
S 7
© 60
©
S
3 ]
< 50
s
= 7
T 40
Q 7
o 7
30
] [RA2LYKAG+H]*
20
] 732.28
10
o 18108 353.24|402.12 624.20 785.92 848.44 1096.28 1246.88 1354.72 1462.84  1605.64 1830.36 1932.40
T T T T T T 1 T T T T T T T T T T T T T T T T T T T T T T T T T T T T T ]
s20 200 400 600 800 1000 1200 1400 1600 1800 2000

m/z



s21

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:19:40 1 /1
NLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-70.Icd

:user

1 Asn

: bef. diazotization
1

: 88

10 uL
:100112-70.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 8:25:18
:13-Jan-12 9:15:22

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-70.Icd

3.820

NLYKAG

o
o o)
5009 TFA Q
] 0
1 e
0 JL —1Det.A Chi
] ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
Asn D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-70.Icd
mV
: g
1250 g
B >
1 2
M\/—J\——%
3 1Det.A Chl
2Det.A Ch2
‘ T T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
2.5 50 7.5 10.0 125 150 175

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-70.lcd



File: C:\data\...\data\2012\Jan12\jan12-30 Sample: NLYKAG Date/Time: 1/23/2012 7:06:02 PM
Comment: Asn Inj [ul] : 10.000000

RT: 0.0-1.0
s NLYKAG "
100 9.74E8
3 TICF: MS
95E jan12-30
902 0.3 0.4

857 0.4

] 03 03
80 0.5
] 0.4
75+ Co.

~
o

0.4 0.6
0.6

0.6

[©2 3]
o o

0.2

(o))
a

97,Q7 0.7

IS
[$)]

Relative Abundance
B (&)
o o

- 2NN W oW
o o o o o O O
e o o e e e e e boe o e e b
o
©

o

I
0.5 0.6 0.7 0.8 0.9
Time (min)

o
o
o
N
o
[N
o
w
o
~

jan12-30 #25-88 RT: 0.2-0.6 AV: 64 NL: 2.59E7
T: + p ESI Full ms [ 50.00-1000.00]

100, [NLYKAG+H]* 664.3
95—
90~
85~
80—
75-
70-
65~
60~

Relative Abundance
wm
T
|

354 665.3

E [NLYKAG+2H]2*

1 2.
. [NYKAG+2HJ2+
551.3

A
i

-
o

1666.3
9.7 352 995.6
jj 146.9 200.1 2743-.1 13337 43?_2 501.3 536L4 552.4 697.3 70?% 735.3 7932 8273 90?.3 939.5 J\

L e L e L L R L I R L L B L L L L L R A N A L R A N R AR
s22 100 200 300 400 500 600 700 800 900 1000
m/z

o
[N

o



File: C:\_DATA\...\data\Feb12\feb12-15 Sample: ID: diazotized Asn
Date/Time 2/19/2012 23:58:00 Comment: C30 Inj.Vol [ul] 1.000000
RT: 0.00 - 30.00
12.70 NLYKAG NL:
100i 1.50E5
T NAZLYKAG Base Peak
90— m/z=
] 12.66 100.00-
- 2000.00
80 MS
] feb12-15
70
[0} i
e ]
S 60
° ]
c ,
= ,
< 50
P ]
= B
3 407 1307
o ]
30 [NAZYKAG
20— NLYKAG & NYKAG
] 907 903 13.40
] 11.33
10: 15.32 15.91
0006 272 345 567 642 862 A s 270 1717 1873 21,02 22.89 23.66 2513 27.34
T T T [ T T T [ 11 B L L L L L L L L L e L ]
0 2 4 14 16 18 20 22 24 26 30
Time (min)
RT: 0.00 - 30.01
12.54 NL:
1003 2.15E5
7 Total Scan
90 PDA
] feb12-15
80—
70
[0} i
8 -
g 607
2 ]
3 7
8 50
o -
= 7
© 40
o ]
I —
30 8.89 12.89
13.23 15.03
. 15.74 18.99 21.33 23_59723.87 2555 27.18
T T I L L L L L L L L l

T T
14 16 18 20 22
Time (min)

feb12-15 #673-741 RT: 12.41-13.53 AV: 69 NL: 3.23E4

T: ITMS + p ESI E Full ms [100.00-2000.00]
100

Relative Abundance
n
7

7 345,52
] 253 68 |

690.32
[NAZLYKAG+2H]2+

dimer
1379.12

76116 gs324 103416 116392

1352.92 | 1400.72

160892 1723.64 184004 191544

437.20
T
523 200 400

[ 1 T 1 T T T T T T f T 1
600 800 1000 1200 1400
m/z

1600

2000



s24

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:37:00 1 / 1
NLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\180112\180112-10.lcd
:user
: C30
: Asn - diazotized
1
129
120 uL

:180112-10.lcd

: gradient-anal.lcm
:180112.Icb

: ALYKAG-report.lcr
:18-Jan-12 22:06:36
: 25-dan-12 13:14:08

mV

D:\My docs\Morten_2\HPLC\2012\jan12\180112\180112-10.Icd

1500

11.880

[INAZLYKAG

. —1Det.A Ch1
1 ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
C30 D:\My docs\Morten_2\HPLC\2012\jan12\180112\180112-10.lcd
mV
1500 %
1 2
1000 =
1 2
500
0 e e S g [ Det.A Chl
1 2Det.A Ch2
‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
25 50 75 10.0 12.5 150 17.5

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\180112\180112-10.lcd



s25

29-Feb-12 15:16:251 /1

DLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-64.Icd

Acquired by :user

Sample Name 1 Asp

Sample ID : bef. diazotization
Tray# 1

Vail # 182

Injection Volume :10uL

Data File Name :100112-64.Icd
Method File Name : gradient-anal.lcm
Batch File Name :100112.Icb
Report File Name : ALYKAG-report.lcr
Data Acquired :13-Jan-12 3:22:37
Data Processed :13-Jan-12 4:12:41

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-64.Icd

mV

- ~
| 9

15001 ©
] DLYKAG

1000
i [e)
I
ITFA

500

o NN Y 1Det.A Cht

| ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50

min
1Det.A Ch1/214nm
2Det.A Ch2/254nm

Chromatogram
Asp D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-64 Icd
mV
1 s
1 2
1500 3
i =
1000 ©
500
0 BN )\, 1Det.A Chl
1 2Det.A Ch2

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-64.lcd



File: C:\data\...\data\2012\Jan12\jan12-27 Sample: DLYKAG Date/Time: 1/23/2012 7:01:38 PM
Comment: Asp Inj [ul] : 10.000000

RT: 0.0-1.0
NL:

0.2 :
100 DLYKAG 1.03E9
955 0.3 TICF: MS

0.4 jan12-27

90| 05 09

854 03 o3 04

0.6

807 0.4 0.5
3 0.3
754 A 0.4

0.6

~
o

06 || 08

[
a

0.7
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o o
o O

0.8

EN
a

Relative Abundance
n
o

EN
o

0.8

w
o

0.9

N
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w
a
e o e o e e e e o ol b i

0.9
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N
o

0.9

-
a o o,

o

T T
0.5 0.6 0.7 0.8 0.9
Time (min)

o
o
o
N
o
N
o
w
o
~

jan12-27 #25-86 RT: 0.2-0.6 AV: 62 NL: 3.61E7
T: + p ESI Full ms [ 50.00-1000.00]

100 665.3

] [DLYKAG+H]-
95?

90~
857

Relative Abundance
wm
T
|

354 666.3

105 552.3 667.3

563.3 997.4
881 1057 1200 201.1 2486 289.7 3331 3503  437.3 5024 5374) 608.4 7214 7499 8285 911.6 9409

0 w‘wW”\HwwHw”w‘\mWwH\H‘W‘\‘H\H‘W‘\"w‘H\H‘\Hw‘w‘H\H‘\H‘\HwH\Hw‘”\”w”wm H‘\H‘\‘H\‘H”\H‘\"w‘H\H‘\"w‘w‘HW‘\H‘\Hw”w”wm\
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m/z




s27

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:53:03 1/ 1
DLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-07.Icd

: guest user
: Asp-C30

1

174

:3uL
:180212-07.lcd

: gradient-anal.lcm
:20120218.Icb

: Default.lcr

1 19-Feb-12 3:08:40
:19-Feb-12 3:58:46

mV

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-07.lcd

11.825

DA?LYKAG

1 DLYKAG
1TFA
I
, _1Det.A Chi
‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
Asp-C30 D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-07.lcd
mV
J &
g
500
250
LN
| ' 1Det.A Chl
2Det.A Ch2

‘ T
25

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

50 75

min

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-07.lcd



File: C:\_DATA\...\data\Feb12\feb12-28
Date/Time 2/27/2012 18:24:01

RT: 0.00 - 30.00

Sample:
Comment:

13.07
DA?LYKAG

_\
o
T

©
o

@
o

~
o

13.20

[«2]
o

IS
o

w
o

DA2YKAG

N
o

63 10.77

DLYKAG 0

-
o

11.52

Relative Abundance
&)
o
P b e P Tever v Prven b B i

ID: Asp A-30

Inj.Vol [ul] 1.000000
DLYKAG NL:
1.60E5
Base Peak
m/z=
100.00-
2000.00
MS
feb12-28

16.54

16.95 1847

1.03 2.04 463 535 6.59
\\\\\\\\\\\\\\\

2 4 6 8

9.13
T

o

T T T 1
10 12 14 16
Time (min)

o

RT: 0.00 - 30.00
12.92

160000
2
< 140000
120000
100000

12.22
8.89

21.69
~ 2189 2345 9573 2850 29.94
L e e B B s O B I B B B

26 28 30

NL:
2.84E5
Total Scan
PDA
feb12-28

2222 2359 2556  28.27 29.92

17.19 19.01

T T T
14
Time (min)

T
16

feb12-28 #718-746 RT: 12.94-13.39 AV: 29 NL: 8.42E4
T: ITMS + p ESI E Full ms [100.00-2000.00]

100
] [DAZLYKAG+H]*

691.32

Relative Abundance
n
7

dimer
1381.00

129.12
T T T
s28 200

314.12 549.32 620.32
T T T T I T

748.28 812.92
T L B
600

800

\
400

-
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L
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T T T
1200
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s29

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

CLYKAG 29-Feb-12 15:18:02 1 /1

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-67.Icd

:user

: Cys

: bef. diazotization
1

: 85

10 uL
:100112-67.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 5:53:57
:13-Jan-12 6:44:01

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-67.Icd

1500

12.451

CLYKAG

500
0 J\JJA@—Z— _1Det.A Chi
1 ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram

Cys D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-67 .lcd
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1500 7
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1 ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
25 50 75 100 125 15.0

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

min

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-67.lcd



File: C:\data\...\data\2012\Jan12\jan12-21 Sample: CLYKAG Date/Time: 1/23/2012 6:52:38 PM
Comment: Inj [ul] : 10.000000

RT: 0.0-1.0
NL:
o 03 CLYKAG N
E TICF: MS
9- jan12-21
90| 03
3 03 5|03 04 04

857 0.5
] 03 0.5

80

757
0.6

(2 |
o o

06 0.6

o o
o O

EN
a

Relative Abundance
B (&)
o o

- 2NN W oW
o o o o o O O
e o s b e e e b boe ol e b
o
e}
o
0

o

T T
0.5 0.6 0.7 0.8 0.9
Time (min)

o
o
o
N
o
N
o
w
o
~

jan12-21 #28-76 RT: 0.2-0.5 AV: 49 NL: 1.64E7
T: + p ESI Full ms [ 50.00-1000.00]

1004 652.4

1
NE [CLYKAG CLYKAG+2H]2*

90~
857

652.8

Relative Abundance
wm
T
|

35: ,,6,5,33

—
3 [CLYKAG CLYKAG+3H]*
257 435.3
20

151 595.9 653.8
596.4

596.9 701.1
1057 397.7 597.3
gGUJ 1469 2137 2488 289.8 3136 N 4593 5146 5888 M{OQE 7753 8015 912.1 9425 977.9
w‘wH\H‘Ww‘w‘H\H‘\"w‘w‘H\HwH\‘H\HwH\HwH\H‘\H‘\"w‘H\H‘\Hww‘HWwm\”w”wH\H‘W‘\‘H\‘H\H‘\"w‘H\H‘\"w"w‘H\H‘\H‘\Hw”w”wm\
s30 100 200 300 400 500 600 700 800 900 1000
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-
o

o
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o



s31

01-Mar-12 10:58:32 1 / 1
CLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-10.lcd

Acquired by :user

Sample Name : C-30

Sample ID : Cys - diazotized
Tray# 1

Vail # 169

Injection Volume 120 uL

Data File Name :220112-10.lcd
Method File Name : gradient-anal.lcm
Batch File Name :220112.1cb
Report File Name : ALYKAG-report.lcr
Data Acquired :23-dan-12 1:21:57
Data Processed :23-Jan-12 2:12:01

D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-10.Icd

.- 1Det.A Ch1
1 ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
C-30 D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-10.Icd
mV
1 = 2 e 2
o~ ol [=s] (=}
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1 S 23 4
i wy <t <t
1500
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50 7.5 100 12.5 15.0 17.5 200 22.5 250
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D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-10.lcd



File: C:\_DATA\...\data\Jan12\jan12-21
Date/Time 1/25/2012 14:21:31

Sample:
Comment: C-30

ID: Diazotized Cys
Inj.Vol [pl] 1.000000

RT: 0.00 - 30.00
100 1135 T 1 NL:
] CMLYKAG CLYKAG? CLYKAG 1.24E5
T Base Peak
90 11.30 MS
. jan12-21
80
] 11.39
70
0] ]
o _
S 60 " )
S g CA2LYKAG CA2LYKAG ?
s 3
2 50° 14.52
g CLYKAG 14.56
§ 40~ 9.31
] 9.35 14.60
30] 9.28 14.49
] 10.60
20
] 14.15
3 11.55
107 1597 17.72 1950 20.79 0223
7087 240 492 568 754 7 2823 2563 26,70 27.29
0 T T [ 1 T 1| 1 1 1 111t 1] rrrjrrrrrr 1111 [ T 1T T [ T T [ T T
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.00
NL:
100 11.17 1395 1.01E5
] Total Scan
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70
g -
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o
(2]
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<<
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©
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o
13.40
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T [ T T T [ T T T [ T T T [ T T T [ I T T [ T T T [ T T T ] T T T ] T T T]
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Time (min)

jan12-21 #655-678 RT: 11.19-11.57 AV: 24 NL: 4.84E4
T: ITMS + p ESI E Full ms [100.00-2000.00]

100 443.88
. _
] [CAZLYKAG CLYKAG+3HP* 2
% peak at 11.35
80
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Relative Abundance
n
7
|

L
: [CA2LYKAG CLYKAG+2H]?* ?

30 T 1
4 665.24 [CA2LYKAG CLYKAG+H]* ?
20
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File: C:\_DATA\...\data\Jan12\jan12-21
Date/Time 1/25/2012 14:21:31

Sample:
Comment: C-30

ID: Diazotized Cys
Inj.Vol [pl] 1.000000

RT: 0.00 - 30.00

Relative Abundance
N w By (o] ~ [o0] o 8
o o o o o o o C‘D

&)
o
P b e P Tever e P b B i

-
o

9.35

9.28

7.54

CLYKAG

NL:
1.24E5
Base Peak
MS
jan12-21

11.35

11.30

11.39

14.52
14.56

14.49 14.60

10.60
14.15
11.55

15.97 17.72

19.50 20.79
22.23 23.23 2563 26,70 27.29

0.87 240 4.92 5.68
T T T T T T T T T T

2 4 6

o
o

RT: 0.00 - 30.01
100,

Relative Absorbance

9.17

T T
14 16 22 24 26 28

Time (min)

NL:
1.01E5
Total Scan
PDA
jan12-21

1117 13.95
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13.40

2381 2545 2883 2957

1742 19.46 21.75 2354

T T T T T
14 16
Time (min)

jan12-21 #854-876 RT: 14.46-14.82 AV: 23 NL: 2.42E4

T: ITMS + p ESI E Full ms [100.00-2000.00]

%3 peak at 14.52

Relative Abundance
n
7
|

113.84 374.96 460.04

678.36

664.76

ol A

1
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 —
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bt L ail

]
s33 200 400
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s34

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:20:34 1 /1

QLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-72.Icd
:user
:GIn
: bef. diazotization
1
190
10 uL
:100112-72.1cd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 10:06:12
:13-Jan-12 10:56:18

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-72.Icd
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0 10 20 30 40 50
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2Det.A Ch2/254nm
Chromatogram
GlIn D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-72.lcd
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D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-72.lcd



File: C:\data\...\data\2012\Jan12\jan12-29

Sample: QLYKAG
Comment: GIn

Date/Time: 1/23/2012 7:04:34 PM
Inj [ul] : 10.000000

RT: 0.0-1.0

’IOO; 0.3
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807
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Relative Abundance
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o o o o o O O
e o e o e e e e o ol b i
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NL:
8.55E8

TICF: MS
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08 o8 0.8

0.9
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o
o

jan12-29 #25-87 RT: 0.2-0.6 AV: 63 NL: 1.85E7
T: + p ESI Full ms [ 50.00-1000.00]

I
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Time (min)
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o
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s36

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:27:33 1 /1
QLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-40.Icd
:user
: C-30
: GIn - diazotized
1
133
:10uL
:250112-40.lcd
: gradient-anal.lcm
:250112.Icb
: ALYKAG-report.lcr
:27-Jan-12 7:57:34
: 05-Feb-12 17:45:29

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-40.Icd

mV
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1500 QA2LYKAG
1000
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0 10 20 30 40 50
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2Det.A Ch2/254nm
Chromatogram

mV

C-30 D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-40.Icd
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2Det.A Ch2

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-40.lcd



File: C:\_DATA\...\data\Feb12\feb12-14 Sample: ID: diazotized GIn

Date/Time 2/19/2012 23:07:27 Comment: C30 Inj.Vol [ul] 1.000000
RT: 0.00 - 30.00
12.70 LYKAG NL:
100 2.00E5
T Az Base Peak
00 QA2LYKAG Base
] 100.00-
] 2000.00
80 MS
] feb12-14
70
[0} i
8 ]
§ 60
© ]
c ,
= —
< 50
s 4
= B
% 40—
o ]
30
3 Q*2YKAG
20 10.32 13.02
. LYKA
10 Q %95 11.62
] : 1359 1588
0010 283 392 549 7.8 8.79jL : [\ 17.14 1861 1885 21.11 2258 23.85 2598 27.23 29.48
L L L L L L L L L L L L L
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.01
12.50 NL:
1005 2.82E5
7 Total Scan
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70
[0} i
8 -
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E _
S ]
8 50
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= —
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° ]
o 7
30
] 10.14
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T T [ T T T [ T T T [ T T [ T T T [ T T T [ [ T T [ T T T [ T T 1]
14 16 18 20 22 24 26 28 30
Time (min)
feb12-14 #675-713 RT: 12.52-13.14 AV: 39 NL: 9.63E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
100~ 704.32
] [QALYKAG+H]*
90|
80
704
o 1
S 7
© 60
©
S
3 -
< 50
P
= 7
T 404
Q 7
o 7
30~ dimer
201 1407.00
. [QA2LYKAG+2H]%*
10 352.48
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L L L L T T T ] T L L T T T ]
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s38

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:14:18 1 /1
ELYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-60.lcd
:user
:Glu
: bef. diazotization
1

178

110 uL
:100112-60.Icd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 0:00:53
:13-dan-12 0:50:57

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-60.Icd

mV )
1000~ %
T [e2]
il ELYKAG
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500~
7 o
4 l'::
250~ ||
1TFA
0 —1Det.A Ch1
i ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
Glu D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-60.lcd
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‘ T T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
2.5 50 7.5 10.0 12.5 15.0 17.5

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-60.lcd



File: C:\data\...\data\2012\Jan12\jan12-28

Sample: ELYKAG
Comment: Glu

Date/Time: 1/23/2012 7:03:07 PM
Inj [ul] : 10.000000

RT:0.0-1.0
1004
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a oo o N
a o o o
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TICF: MS
jan12-28

0.7

0.8

08 o8 09

0.9
10 1.0

o
o
=}

I
0.5
Time (min)

jan12-28 #28-70 RT: 0.2-0.5 AV: 43 NL: 1.55E7
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s40

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

Shimadzu LCsolution Analysis Report

29-Feb-12 14:45:01 1 /1
ELYKAG

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-28.Icd

:user

: B-30

: Glu - diazotized

01

121

110 uL
:250112-28.1cd

: gradient-anal.lcm
:250112.Icb

: ALYKAG-report.lcr
: 26-Jan-12 21:51:55
:31-dan-12 22:42:20

mV

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-28.Icd
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1 ELYKAG
- \ g
@
7 (3]
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‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
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2Det.A Ch2/254nm
Chromatogram
B-30 D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-28 lcd
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‘ T T T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
25 50 75 10.0 12.5 150 17.5
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2 Det.A Ch2 / 254nm

min

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-28.lcd



File: C:\_DATA\...\data\Feb12\feb12-19

Date/Time 2/20/2012 03:20:19

Sample:

Comment: B30

ID: diazotized Glu
Inj.Vol [ul] 1.000000

RT: 0.00 - 30.00
13.35 ELYKAG NL:
100
B EAZL YKAG 1.84E5
T Base Peak
90— m/z=
. 13.43 100.00-
B 2000.00
80; MS
. feb12-19
70
0] ]
8 ]
& 60
© ]
c -~
= -~
< 50
P
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% 40—
o ]
30
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a EA2YKAG
20
a 11.22 13.70
103 ELYKAG 14.73
a 9.31 9.34 1163 16.37
o: 2.26 2.88 5.35 6.25 8.02 8.84 /@.52 ) 18.28 19.32 21,15 22.62 23.65 25.10 28.00
rT ] 111 rr 1y rrrjrr 11 r ]|t 111 ] 1 T L L L L L
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.01
13.18 NL:
1005 2.37E5
] Total Scan
90 PDA
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S 60
e _
s 1
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E 40
s 7
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30
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T L L L N B S I B |

T T
14 16
Time (min)

feb12-19 #709-748 RT: 13.14-13.78 AV: 40 NL: 7.29E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
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s42

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

01-Mar-12 11:09:37 1 / 1
GLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-66.lcd
user
: Gly
: bef. diazotization
01
184
110 uL
:100112-66.lcd
: gradient-anal.lcm
:100112.1cb
: ALYKAG-report.lcr
:13-Jan-12 5:03:29
:13-dan-12 5:53:35

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-66.Icd
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Gly D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-66.lcd
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2 Det.A Ch2 /254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-66.lcd



File: C:\data\...\data\2012\Jan12\jan12-23 Sample: GLYKAG Date/Time: 1/23/2012 6:55:37 PM
Comment: Inj [ul] : 10.000000

RT: 0.0-1.0

NL:
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jan12-23 #26-86 RT: 0.2-0.6 AV: 61 NL: 1.94E7
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1004 607.3

NE [GLYKAG+H]*

90~
85~
80—
75-
70-
65~
60~

Relative Abundance
wm
T
|

35 608.3

] [GLYKAG+2H]?*
304.2

A
i

-
o

494.3
105.7 304.7 609.3

ol 0 2| M gwe 0 |z g0 |t s yaq e s wme ®

R RN R R R L R R R L R R L R N L R R R R RN L R L R R R R R RN S R N ARl RN Rl AR R

s43 100 200 300 400 500 600 700 800 900 1000
m/z

967.0

o
[N

o



sd44

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:44:22 1 /1

GLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-19.Icd
: user
:B-30
: Gly - diazotized
1

194

110 uL
:250112-19.lcd

: gradient-anal.lcm
:250112.Icb

: ALYKAG-report.lcr
1 26-Jan-12 14:17:49
:31-dan-12 22:18:34

mV

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-19.Icd
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B-30 D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-19.lcd
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1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm
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D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-19.lcd



File: C:\_DATA\...\data\Feb12\feb12-17
Date/Time 2/20/2012 01:39:06

Sample:
Comment: B30

ID: diazotized Gly
Inj.Vol [pl] 1.000000

RT: 0.00 - 30.00

100— 12.94 M NL:
- GA2LYKAG 1.15E5
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s46

29-Feb-12 15:12:49 1 / 1
HLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-58.Icd

Acquired by :user

Sample Name : His

Sample ID : bef. diazotization
Tray# 1

Vail # 176

Injection Volume :10uL

Data File Name :100112-58.lcd
Method File Name : gradient-anal.lcm
Batch File Name :100112.Icb

Report File Name : ALYKAG-report.lcr
Data Acquired 1 12-dan-12 22:20:01
Data Processed :12-Jan-12 23:10:05

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-58.Icd
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His D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-58.lcd
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D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-58.lcd



File: C:\data\...\data\2012\Jan12\jan12-15

Sample: HLYKAG
Comment:

Date/Time: 1/23/2012 6:43:47 PM
Inj [ul] : 10.000000

RT: 0.0-1.0
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s48

29-Feb-12 14:55:05 1 / 1
HLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-12.Icd

Acquired by : guest user
Sample Name 1 A-30

Sample ID : His - diazotized
Tray# 1

Vail # 112

Injection Volume 120 uL

Data File Name :010212-12.1cd
Method File Name : gradient-anal.lcm
Batch File Name :010212.Icb

Report File Name : ALYKAG-report.lcr
Data Acquired : 02-Feb-12 4:46:07
Data Processed : 05-Feb-12 20:00:17

D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-12.Icd

mV
] 8 HLYKAG
i ™
i o
1000 @
1 HAZLYKAG
500
TFA
0; 1Det.A Chi1
| | | | 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
A-30 D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-12.lcd
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D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-12.lcd



File: C:\_DATA\...\data\Feb12\feb12-06
Date/Time 2/19/2012 16:22:58

RT: 0.00 - 30.00

Sample:
Comment: C30
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T: ITMS + p ESI E Full ms [100.00-2000.00]
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s50

29-Feb-12 15:15:24 1 /1
ILYKAG

==== Shimadzu LCsolution Analysis Report ====

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-62.Icd
:user
e
: bef. diazotization
1
: 80
10 uL
:100112-62.lcd
: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:13-Jan-12 1:41:45
:13-Jan-12 2:31:49

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-62.Icd
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D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-62.lcd



File: C:\data\...\data\2012\Jan12\jan12-14 Sample: ILYKAG

Comment:

Date/Time: 1/23/2012 6:42:19 PM
Inj [ul] : 10.000000

RT: 0.0-1.0
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s52

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:41:00 1 /1

ILYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-15.Icd
:user
:B-30
: lle - diazotized
1
174
120 uL
:220112-15.lcd
: gradient-anal.lcm
:220112.Icb
: ALYKAG-report.lcr
:23-Jan-12 5:34:16
:25-Jan-12 17:29:31
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D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-15.Icd
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B-30 D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-15.Icd
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D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-15.lcd



File: C:\_DATA\...\data\Feb12\feb12-05
Date/Time 2/19/2012 15:32:24

RT: 0.00 - 30.00

Sample:
Comment: B30
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100
] [1A2L YKAG+H]*

689.36

Relative Abundance
n
7
|

136.04 34496 437.20 662.40 71136 857.12 i

1032.80

dimer

1377.04

1350.00 | 1398.56

Iy A

1109 08

1605 88 1722 00 1837 88

1993 00

0 T T T 1 T T T T Ll T I T
s53 200 400 600 800 1000
m/z

1200 1400 1600

1800 2000



29-Feb-12 15:19:051 /1

LLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-69.Icd

Acquired by :user

Sample Name :Leu

Sample ID : bef. diazotization
Tray# 1

Vail # 187

Injection Volume :10uL

Data File Name :100112-69.lcd
Method File Name : gradient-anal.lcm
Batch File Name :100112.Icb
Report File Name : ALYKAG-report.lcr
Data Acquired :13-dan-12 7:34:50
Data Processed :13-Jan-12 8:24:55

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-69.Icd
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D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-69.lcd



File: C:\data\...\data\2012\Jan12\jan12-11

Sample: LLYKAG
Comment:

Date/Time: 1/23/2012 6:37:56 PM
Inj [ul] : 10.000000

RT: 0.0-1.0
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29-Feb-12 14:28:37 1 /1

LLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-49.Icd

Acquired by :user

Sample Name : C-30

Sample ID : Leu - diazotized
Tray# 1

Vail # 142

Injection Volume :10uL

Data File Name :250112-49.Icd
Method File Name : gradient-anal.lcm
Batch File Name :250112.Icb

Report File Name : ALYKAG-report.lcr
Data Acquired 1 27-Jan-12 15:31:42
Data Processed : 05-Feb-12 18:15:53

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-49.Icd
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1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

s56 D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-49.Ilcd



File: C:\_DATA\...\data\Feb12\feb12-31 Sample: ID: Leu B-30
Date/Time 2/27/2012 20:55:44 Comment: Inj.Vol [ul] 1.000000
RT: 0.00 - 30.00
100— 1570 LLYKAG NL:
] 2.17E5
: 15.78 Base Peak
90— m/z=
] LA2LYKAG 100.00-
] 2000.00
80; MS
] feb12-31
70
0] ]
8 ]
& 60
© ]
c -
= —
< 50
P
= B
% 40—
o ]
307 LAZYKAG
20 13.98
] LLYKAG
103 10.01 12.65 16'151813
ol 100 282 426 538 856 T \_ 18.26 2036 22.37 23.88 2499 27.22 28.94
L e e O S ) I B B
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.00
15.55 NL:
220000 2.24E5
] Total Scan
200000 PDA
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100000
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L e Y Y N Y I B T L I Y D Y ]
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feb12-31 #848-884 RT: 15.55-16.14 AV: 37 NL: 1.01E5
T: ITMS + p ESI E Full ms [100.00-2000.00]
100— 689.36

. [LA2LYKAG+H]*

Relative Abundance
n
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. 1377.00
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s58

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:14:48 1 /1

KLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-61.lcd
:user
:Lys
: bef. diazotization
1
179

110 uL
:100112-61.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 0:51:19
:13-dan-12 1:41:23

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-61.Icd
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.- 1Det.A Ch1

2Det.A Ch2

1Det.A Ch1/214nm
2Det.A Ch2/254nm
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10 20 30 40 50
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Chromatogram
Lys D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-61 .Icd
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‘ T
25

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

50 7.5
min

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-61.lcd



File: C:\data\...\data\2012\Jan12\jan12-25 Sample: KLYKAG Date/Time: 1/23/2012 6:58:38 PM
Comment: Inj [ul] : 10.000000

RT: 0.0-1.0
0.4 NL:

1005 ' KLYKAG 7.66E8
057 0.3 TICF: MS
7 jan12-25

= 0.4
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o
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o
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o
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o
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o
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jan12-25#27-79 RT: 0.2-0.5 AV: 53 NL: 1.56E7
T: + p ESI Full ms [ 50.00-1000.00]

100;
95— [KLYKAG+2H]?+
90—

339.7

678.4

857
E [KLYKAG-+H]*
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65~
60~

Relative Abundance
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s60

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:36:10 1 /1
KLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-12.Icd
:user
1 A30
: Lys - diazotized
1
114
:10uL
:170112-12.lcd
: gradient-anal.lcm

:170112.1cb

: Default.lcr

1 18-Jan-12 0:59:05
:18-dan-12 11:35:10

mV

D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-12.Icd

11.218

KA2LYKAG
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1 ‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
A30 D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-12.Icd
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D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-12.lcd



File: C:\_DATA\...\data\Feb12\feb12-25
Date/Time 2/22/2012 20:54:20

Sample:
Comment: A30

ID: diazotized Lys
Inj.Vol [pl] 1.000000

RT: 0.00 - 30.00

1084 KLYKAG L
1007 KALYKAG 8.78E4
T Base Peak
90— m/z=
] 100.00-
801 2000.00
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o 7
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ri+ 1]+ rJ]rirtrjrrr ;] rrryrrrjrrrjrrryrrrprrrjr1r Tt rr 1t r1r71]
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.01
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7 Total Scan
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L L e e D Y I N B B B B
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feb12-25 #568-646 RT: 10.63-11.91 AV: 79 NL: 2.33E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
100+ 352.64
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S
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Q 7
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30
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s62

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:21:321 /1
MLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-74.Icd
:user
: Met
: bef. diazotization
1
192
10 uL
:100112-74.lcd
: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:13-Jan-12 11:47:13
:13-Jan-12 12:37:18

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-74.Icd

mV
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Chromatogram
Met D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-74 Icd
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‘ T T T ‘ T T ‘ T T ‘ T T ‘ T T ‘ T T ‘
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1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-74.lcd



File: C:\data\...\data\2012\Jan12\jan12-17 Sample: MLYKAG Date/Time: 1/23/2012 6:46:43 PM
Comment: Inj [ul] : 10.000000

RT: 0.0-1.0
05 MLYKAG
’IOO; 6.99E8
= TICF: MS
95; 0.3 jan12-17
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857 0.3 04 g4
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jan12-17 #27-77 RT: 0.2-0.5 AV: 51 NL: 1.26E7
T: + p ESI Full ms [ 50.00-1000.00]

1004 681.3

NE [MLYKAG+H]*

90~
85~
80—
75-
70-
65~
60~

45- [MLYKAG+2H]2*

404 341.2 682.3

Relative Abundance
wm
T
|

20: ,341 -7

15- 697.3

568.3

- s7

5 3778 4373 569.3 698.3

| 97| |1500 2174 2847 L 4052 "1 4g53 5503 |77 6245 1375 8440 8896 9635

O L L A L L L L L L LA R I A R R WA R R L e R e R nn ]
$63 100 200 300 400 500 600 700 800 900 1000

m/z




s64

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:31:55 1 / 1
MLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-31.Icd
: guest user
1 A30
: Met - diazotized
1
131
210 uL
:010212-31.lcd
: gradient-anal.lcm
:010212.Icb
: ALYKAG-report.lcr
: 02-Feb-12 20:44:53
: 06-Feb-12 9:10:57

D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-31.lcd

mV
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A30 D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-31 .lcd
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D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-31.lcd



File: C:\_DATA\...\data\Feb12\feb12-10
Date/Time 2/19/2012 19:45:10

RT: 0.00 - 30.00

Sample:
Comment: A30

ID: diazotized Met
Inj.Vol [ul] 1.000000

280 MLYKAG "
1007 . 1.44E5
T M*LYKAG M* = N»>-MetO, Base Peak
90— m/z=
] Mt = N,-MetO 100.00-
80 1274 M¥ = MetO 2000.00
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o _
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L I B s s I [ s T I s N O B I B |
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Time (min)
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feb12-10 #686-752 RT: 12.62-13.70 AV: 67 NL: 3.37E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
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] [MTLYKAG+H]*
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S o
2 J
3 50 739.28
o d
= 7
T 40
Q 7
o 7
30
20
10 1444.88
] 362.04 1476.88
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s66

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:15:551 /1

FLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-63.Icd

:user

: Phe

: bef. diazotization
1

1 81

10 uL
:100112-63.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 2:32:10
:13-Jan-12 3:22:15

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-63.Icd
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Chromatogram
Phe D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-63 lcd
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1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-63.lcd



File: C:\data\...\data\2012\Jan12\jan12-13

Sample: FLYKAG
Comment:

Date/Time: 1/23/2012 6:40:51 PM
Inj [ul] : 10.000000

RT:0.0-1.0
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jan12-13 #29-68 RT: 0.2-0.5 AV: 40 NL: 3.21E6
T: + p ESI Full ms [ 50.00-1000.00]
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29-Feb-12 14:33:23 1 /1

FLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\180112\180110-26.Icd

Acquired by :user

Sample Name :B-30

Sample ID : Phe - diazotized
Tray# 1

Vail # 141

Injection Volume :10uL

Data File Name :180110-26.lcd
Method File Name : gradient-anal.lcm
Batch File Name : Batch file_2012.Icb
Report File Name : Default.lcr

Data Acquired : 25-dan-12 18:06:55
Data Processed :31-Jan-12 21:33:11

D:\My docs\Morten_2\HPLC\2012\jan12\180112\180110-26.Icd
mV

17.210

FA2LYKAG
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500 FLYKAG
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Chromatogram
B-30 D:\My docs\Morten_2\HPLC\2012\jan12\180112\180110-26.lcd
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s68 D:\My docs\Morten_2\HPLC\2012\jan12\180112\180110-26.lcd



File: C:\_DATA\...\data\Feb12\feb12-07
Date/Time 2/19/2012 17:13:30

Sample:
Comment: C30

ID: diazotized Phe
Inj.Vol [ul] 1.000000

RT: 0.00 - 30.00
16.28 NL:
1003 FLYKAG 153E5
] 16.23 Base Peak
90— m/z=
] FAZLYKAG 190-00-
80 MS
] feb12-07
70
0] ]
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S 60
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c ,
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° a
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o ]
30
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L L L L L L L L L L L L N L ]
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Time (min)
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T: ITMS + p ESI E Full ms [100.00-2000.00]
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Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:16:56 1 /1
SLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-65.Icd
:user
: Ser
: bef. diazotization
1
183
10 uL
:100112-65.lcd
: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 4:13:04
:13-Jan-12 5:03:08

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-65.Icd

mV
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Chromatogram

Ser D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-65.lcd
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2 Det.A Ch2 / 254nm

s70

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-65.lcd



File: C:\data\...\data\2012\Jan12\jan12-12 Sample: SLYKAG Date/Time: 1/23/2012 6:39:23 PM
Comment: Inj [ul] : 10.000000

RT: 0.0-1.0
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jan12-12 #25-72 RT: 0.2-0.5 AV: 48 NL: 1.06E7
T: + p ESI Full ms [ 50.00-1000.00]
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e [SLYKAG+H]*

90~
85~
80—
75-
70-
65~
60~
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s72

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

Shimadzu LCsolution Analysis Report

29-Feb-12 14:50:24 1 / 1
SLYKAG

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-06.Icd

: guest user
: Ser-C30

1

173

:3uL
:180212-06.lcd

: gradient-anal.lcm
:20120218.Icb

: Default.lcr
:19-Feb-12 2:18:13
:19-Feb-12 3:08:18

D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-06.Icd

mV
1 3
500 =
] SA7ZLYKAG
250
1 SLYKAG
0 M
] .1Det.A Ch1
‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
Ser-C30 D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-06.lcd
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D:\My docs\Morten_2\HPLC\2012\feb12\180212\180212-06.lcd



File: C:\_DATA\...\data\Feb12\feb12-02
Date/Time 2/19/2012 13:00:46

Sample:
Comment: C30

ID: diazotized Ser
Inj.Vol [ul] 1.000000

RT: 0.00 - 30.00
100+ 12.58 NL:
] SLYKAG 1.12E5
T Base Peak
90 12.55| SAz MS
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Q 7
8 ]
S 60
© ]
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o ]
30
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103 9.11 9.99
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T T T T T ] T T 1T 1T 11T i rrrJrrrrrir =TT 1 T T 1 T T T |
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feb12-02 #661-707 RT: 12.38-13.14 AV: 47 NL: 3.15E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
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s74

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:23:26 1 /1
TLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-77.lcd
:user
: Thr
: bef. diazotization
1
195
10 uL
:100112-77.lcd
: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:13-Jan-12 14:18:35
:13-Jan-12 15:08:38

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-77.Icd
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500+ fie
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0 10 20 30 40 50
min
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Chromatogram
Thr D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-77 lcd
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] 3
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JAJ#/L;/—* 1Det.A Chl
2Det.A Ch2

1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-77.lcd



File: C:\data\...\data\2012\Jan12\jan12-26 Sample: TLYKAG Date/Time: 1/23/2012 7:00:08 PM
Comment: Thr Inj [ul] : 10.000000

RT: 0.0-1.0
0.3 NL:

1005 03 | TLYKAG 8.67E8
957 TICF: MS
- jan12-26

%0- 0.3 .
= 0.6
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jan12-26 #25-83 RT: 0.2-0.6 AV: 59 NL: 2.14E7
T: + p ESI Full ms [ 50.00-1000.00]

1004 651.3

E [TLYKAG+H]*
95;
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80—
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65~
60~

Relative Abundance
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|
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s76

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

01-Mar-12 10:54:33 1 /1
TLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-28.Icd

: guest user

: C30

: Thr - diazotized

01

128

110 uL
:010212-28.Icd

: gradient-anal.lcm
:010212.1cb

: ALYKAG-report.lcr
: 02-Feb-12 18:13:27
: 06-Feb-12 9:01:34

D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-28.Icd

10.980

TA2LYKAG

1Det.A Ch1
‘ ‘ ‘ ‘ 2Det.A Ch2
0 10 20 30 40 50
min
1Det.A Ch1/214nm
2Det.A Ch2/254nm
Chromatogram
C30 D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-28.Icd
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D:\My docs\Morten_2\HPLC\2012\feb12\010212\010212-28.lcd



File: C:\_DATA\...\data\Feb12\feb12-18
Date/Time 2/20/2012 02:29:42

Sample:

Comment: C30

ID: diazotized Thr
Inj.Vol [ul] 1.000000

RT: 0.00 - 30.00

12.72 TLYKAG NL:
100~ 1.51E5
- Base Peak
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B L L L L L L L O L
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
RT: 0.00 - 30.01
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] Total Scan
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Time (min)

feb12-18 #677-708 RT: 12.57-13.08 AV: 32 NL: 7.41E4

T: ITMS + p ESI E Full ms [100.00-2000.00]
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n
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s78

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:22:06 1 /1

WLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-75.Icd

:user

:Trp

: bef. diazotization
01

193

10 uL
:100112-75.lcd

: gradient-anal.lcm
:100112.Icb

: ALYKAG-report.lcr
:13-Jan-12 12:37:40
:13-Jan-12 13:27:45

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-75.Icd
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Chromatogram
Trp D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-75 lcd
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D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-75.lcd



File: C:\data\...\data\2012\Jan12\jan12-18

Sample: WLYKAG
Comment:

Date/Time: 1/23/2012 6:48:13 PM
Inj [ul] : 10.000000

RT:0.0-1.0
1004
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s80

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:43:24 1 / 1
WLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-43.Icd
:user
:B-30
: Trp - diazotized
1
1102
120 uL
:220112-43.Icd
: gradient-anal.lcm
:220112.Icb
: ALYKAG-report.lcr
:24-Jan-12 20:15:39
:31-Jan-12 22:01:29

mV

D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-43.Icd
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2Det.A Ch2/254nm

mV

10 20 30 40 50

min

Chromatogram
B-30 D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-43 lcd
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1 Det.A Chl/214nm
2 Det.A Ch2 / 254nm

I
50

min

D:\My docs\Morten_2\HPLC\2012\jan12\220112\220112-43.lcd



File: C:\_DATA\...\data\Feb12\feb12-09 Sample: ID: diazotized Trp

Date/Time 2/19/2012 18:54:38 Comment: B30 Inj.Vol [ul] 1.000000

RT: 0.00 - 30.00

_\
o
T
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o
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o
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o
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o
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o
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o
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o

o
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T T T T T
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T: ITMS + p ESI E Full ms [100.00-2000.00]
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] [WAZLYKAG+H]*
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n
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s82

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:20:08 1 /1

YLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-71.lcd
:user
s Tyr
: bef. diazotization
01
1 89
10 uL
:100112-71.lcd
: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:13-Jan-12 9:15:45
:13-Jan-12 10:05:49

mV

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-71.Icd
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min
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Chromatogram
Tyr D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-71 Icd
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min

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-71.lcd



File: C:\data\...\data\2012\Jan12\jan12-20

Sample: YLYKAG
Comment:

Date/Time: 1/23/2012 6:51:10 PM
Inj [ul] : 10.000000

RT: 0.0-1.0

Relative Abundance
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jan12-20 #25-91 RT: 0.2-0.6 AV: 67 NL: 1.69E7
T: + p ESI Full ms [ 50.00-1000.00]
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100+
95—
90~
85~
80—
75-
70-
65~
60~

-
i
Ll

_\
o o
[N

713.4

[YLYKAG+H]*

714.3
[YLYKAG+2H]2+

357.3

600.3

105.7
96.7

393.4
601.3

393.9
656.4

769.5
| 458.1 496.3 55?-3

789.0

146.9 2743 3008
182.0 249.1 <7t O

867.6 933.5 955.5 986.0

o

L = " s F— A
R R L L L R L L I L L L R L L I L R L R I L R R I R I I R R R R R R R R LA RARA RS RN LA RARN RARN RARN LA

200 300 400 500

m/z

s83 100 600 700 800 900

1000



s84

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 14:29:31 1 /1

YLYKAG

Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-58.Icd
:user
: C-30
: Tyr - diazotized
1
: 51
:10uL
:250112-58.Icd
: gradient-anal.lcm
:250112.Icb
: ALYKAG-report.lcr
: 27-Jan-12 23:05:51
: 05-Feb-12 19:16:32

mV

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-58.Icd

1500

YLYKAG

15.327

YA2LYKAG

—
I
™~
©

1Det.A Ch1

2Det.A Ch2

0

1Det.A Ch1/214nm
2Det.A Ch2/254nm
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10 20 30 40 50
min

Chromatogram
C-30 D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-58 Icd
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‘ T
25
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min

D:\My docs\Morten_2\HPLC\2012\jan12\250112\250112-58.lcd



File: C:\_DATA\...\data\Feb12\feb12-13
Date/Time 2/19/2012 22:16:52

Sample:
Comment: C30

ID: diazotized Tyr
Inj.Vol [pl] 1.000000

RT: 0.00 - 30.00
14.62 YLYKAG NL:
1ooi 2.02E5
905 14.65 '\B/Iaése Peak
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01012 240 3.09 501 7.08 822 8.97 k 12.71 S\ 1848 2061 21.85 2282 24.43 27.36  29.40
L L e e ) N B I B B L L L L T T [ T T T
0 2 4 6 8 10 12 14 16 18 20 22 24 26 28 30
Time (min)
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feb12-13 #769-810 RT: 14.43-15.11 AV: 42 NL: 7.72E4
T: ITMS + p ESI E Full ms [100.00-2000.00]
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s86

Acquired by
Sample Name
Sample ID

Tray#

Vail #

Injection Volume
Data File Name
Method File Name
Batch File Name
Report File Name
Data Acquired
Data Processed

29-Feb-12 15:18:33 1 /1

VLYKAG

Shimadzu LCsolution Analysis Report

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-68.Icd
:user
1 Val
: bef. diazotization
1
: 86
10 uL
:100112-68.lcd
: gradient-anal.lcm
:100112.Icb
: ALYKAG-report.lcr
:13-Jan-12 6:44:23
:13-Jan-12 7:34:27

D:\My docs\Morten_2\HPLC\2012\jan12\100112\100112-68.Icd
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File: C:\data\...\data\2012\Jan12\jan12-24

Sample: VLYKAG
Comment:

Date/Time: 1/23/2012 6:57:07 PM
Inj [ul] : 10.000000
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29-Feb-12 14:34:28 1 /1

VLYKAG

==== Shimadzu LCsolution Analysis Report ====

D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-09.Icd

Acquired by :user

Sample Name : C30

Sample ID : Val - diazotized
Tray# 1

Vail # :11

Injection Volume :10uL

Data File Name :170112-09.lcd
Method File Name : gradient-anal.lcm
Batch File Name :170112.Icb

Report File Name : Default.lcr

Data Acquired 1 17-dan-12 22:27:43
Data Processed :18-Jan-12 11:29:34

D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-09.Icd
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s88 D:\My docs\Morten_2\HPLC\2012\jan12\170112\170112-09.lcd



File: C:\_DATA\...\data\Feb12\feb12-08
Date/Time 2/19/2012 18:04:06

RT: 0.00 - 30.00
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