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Sequence: H
Chemical Formula: C74HgsN42021, Exact Mass: 1908.77

LC-MS (ESI) RT = 1.03 min, m/z found: 956.00 [M+2H]?*, 637.83 [M+3H]3*; calc.*! 955.39 [M+2H]%, 637.27 [M+3H]**
MALDI-TOF m/z found*? 1910.165 [M+H]*, 1932.122 [M+Nal*; calc.*3 1909.7808 [M+H]*, 1931.7627 [M+Na]*

*1|t was calculated with enviPad using centroid mode.
*2Reflector mode was used.
*3 |t was calculated with enviPad using profile mode.
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cl
\)LN—Lys-GCGGCG—NHAc
Sequence: H

Chemical Formula: C74HgsCIN410,1, Exact Mass: 1929.73
LC-MS (ESI) RT = 1.15 min, m/z found: 966.33 [M+2H]?*, 644.58 [M+3H]3*; 965.88 [M+2H]?*, 644.25 [M+3H]3*
MALDI-TOF m/z found 1931.16 [M+H]*, 1953.13 [M+Na]*; calc. 1930.75 [M+H]*, 1952.73 [M+Na]*
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miz: 1929.74 (100.0%), 1930.74 (96.0%), 1931.74 (48.7%), 1931.75 (33.1%), 1932.74 (32.6%)
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X3

H—DAP-GCGGCG—NHAC
il
Sequence: 2PN
Chemical Formula: CgsH10sN420,1, Exact Mass: 2028.86
LC-MS (ESI) RT = 1.12 min, m/z found: 1016.00 [M+2H]?*, 677.75 [M+3H]**; 1015.94 [M+2H]?**, 677.63 [M+3H]3*
MALDI-TOF m/z found 2030.39 [M+H]*, 2052.31 [M+Na]*; calc. 2029.88 [M+H]*, 2051.86 [M+Na]*

o NH, ? o NH, ?

)\ |H2N’(\ Q‘)HZN,(\ ) )\ |H2N’(\

)\/\©\W Z\NI N\/\NJ\/N\/\NJ\E{/\NJ\/N\/\NJ\/N\/\NJ\/T‘)\/\N

H

HN
ol 1

m/z: 2028.87 (100.0%), 2029.87 (91.8%), 2030.87 (59.1%)
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X4

N—DAP-GCGGCG—NHAc
MezN H
Sequence:
Chemical Formula: C79H100N42021, Exact Mass: 1972.8048
LC-MS (ESI) RT = 1.05 min, m/z found: 988.00 [M+2H]?*, 658.92 [M+3H]**; 987.91 [M+2H]?**, 658.94 [M+3H]**
MALDI-TOF m/z found 1974.81 [M+H]*, 1996.60 [M+Na]*; calc 1973.81 [M+H]+ 1995.79 [M+Na]*
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m/z: 1972.80 (100.0%), 1973.81 (87.4%), 1974.81 (55.6%), 1975.81 (20.2%)
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H
(Pr,NT N~ N\)LN—DAP-GCGGCG—NHAC
Sequence: H
Chemical Formula: C79H109N43021 Exact Mass: 1995.88
LC-MS (ESI) RT = 1.02 min, m/z found: 999.25 [M+2H]*, 666.75 [M+3H]**; calc. 999.44 [M+2H]**, 666.63 [M+3H]3*
MALDI-TOF m/z found 1997.34 [M+H]*, 2019.35 [M+Na]*; calc. 1996.89 [M+H]*, 2018.87 [M+Na]*
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X6

Sequence:

H
N
MeN™ N~ \)LH—DAP-GCGGCG—NHAC

Chemical Formula: C7sH101N430,1 Exact Mass: 1939.82
LC-MS (ESI) RT = 1.07 min, m/z found: 971.50 [M+2H]?*, 647.83 [M+3H]?*; calc. 970.92 [M+2H]%*, 647.61 [M+3H]3*
MALDI-TOF m/z found 1941.21 [M+H]*, 1963.24 [M+Na]*; calc. 1940.82 [M+H]*, 1962.80 [M+Na]*
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Sequence: 0

Chemical Formula: C81H111N43022, Exact Mass: 2037.8889, LC-MS (ESI) RT = 1.08 min,
m/z found: 1020.17 [M+2H]%, 680.75 [M+3H]3";

MALDI-TOF m/z found 2039.331 [M+H]*, 2061.337 [M+Na]*

Calc. Monoisotopic Mass: 2038.8961 [M+H]*, 2060.8781 [M+Na]*
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Sequence: H

Chemical Formula: C74Hg4N4202:, Exact Mass: 1906.76
LC-MS (ESI) RT = 1.01 min, m/z found: 954.75 [M+2H]?*, 637.17 [M+3H]?*; calc. 954.38 [M+2H]%*, 636.59 [M+3H]3*
MALDI-TOF m/z found 1908.03 [M+H]*, 1930.01 [M+Na]*; calc. 1907.77 [M+H]*, 1929.75 [M+Na]*
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AcHN
¢ \:)LH—Lys-GCGGCG—NHAc

Sequence: HO :

Chemical Formula: CgsH10sN420,3, Exact Mass: 2058.84
LC-MS (ESI) RT = 1.26 min, m/z found: 1030.75 [M+2H]?*, 687.75 [M+3H]**; calc. 1030.93 [M+2H]*, 687.62 [M+3H]3*
MALDI-TOF m/z found 2060.291 [M+H]*, 2082.83 [M+Na]*; calc. 2059.85 [M+H]*, 2081.83 [M+Na]*
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X10

Sequence: //\ Jj\/ \)LN —DAP-GCGGCG—NHAC

Chemical Formula: C76HgsN42023, Exact Mass: 1964.7633
LC-MS (ESI) RT = 1.12 min, m/z found: 983.75 [M+2H]?*, 656.50 [M+3H]3*; calc. 983.39 [M+2H]%*, 655.93 [M+3H]3*
MALDI-TOF m/z found 1965.91 [M+H]*, 1987.90 [M+Na]*; calc. 1965.77 [M+H]*, 1987.75 [M+Na]*
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0

YLH—LyS-GCGGCG—NHAc
Sequence:

Chemical Formula: C76HggN41021, Exact Mass: 1921.79
LC-MS (ESI) RT = 1.25 min, m/z found: 962.42 [M+2H]?*, 642.00 [M+3H]3**; 961.90 [M+2H]?**, 641.61 [M+3H]3*

MALDI-TOF m/z found 1923.48 [M+H]*, 1945.48 [M+Na]*; calc 1922.80 [M+H]*, 1944.78 [M+Na]*
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YLN—DAP-GCGGCG—NHAC
Sequence: H

Chemical Formula: C73Hg3N4102;, Exact Mass: 1879.7470,
LC-MS (ESI) RT = 1.20 min, m/z found: 941.08 [M+2H]?**, 628.08 [M+3H]3*; calc. 940.88 [M+2H]%*, 627.59 [M+3H]3*
MALDI-TOF m/z found 1881.25 [M+H]*, 1903.27 [M+Na]*; calc. 1880.75 [M+H]*, 1902.74 [M+Na]*
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Time (min)

AK_4_28_X6_aftercl_H20 #71 RT: 1.20 AV: 1 NL: 7.75E2
T: ITMS + p ESI Full ms [110.00-2000.00]

100+

] 628.08

80

941.08

60

40—
204 152.00 866.00

0= \ st do bl s s i b i, o \ .
L Bt e s e e s s st B e L s B s B B B B

1 ] | L L 1
200 400 600 800 1000 1200 1400 1600 1800 2000
m/z

x104 1881.247

3 x104
204 1881.247

Intens. [a.u.]

1903273

0.
i 1700 1750 1800 1850 1900 1950 2000 2050 -

T T T T T T T T T T T
1400 1600 1800 2000 2200 2400 y
m/z



X13

0 o)
o
HOJI\/ \)LN—DAP-GCGGCG—NHAC
Sequence: H

Chemical Formula: C73Hg3N41024 Exact Mass: 1927.73,

LC-MS (ESI) RT = 1.13 min, m/z found: 965.17 [M+2H]?**, 643.92 [M+3H]**; calc. 964.87[M+2H]?**, 643.58 [M+3H]**

MALDI-TOF m/z found 1929.255 [M+H]*, 1951.274 [M+Na]*; calc. 1928.739 [M+H]*, 1950.721 [M+Na]*

) NH, ? o NH,

HN N v :‘Z‘ ) HN N N7 ':Z‘ N
Hsz(\N / N» OJ\N JreN N N»HZN—(\N / N» OJ\NIHZN N, N»

o oo ooy oo*r) NN oo\\f) .
HO\[]/\O/\H,H\INJ\/N\/\NJ\,N\/\NJ\/N\/\NJ\/N\/\NJ\/N\/\NJ\/N\/\NJ\
O o] H H H H H H

H

m/z: 1927.73 (100.0%), 1928.74 (80.9%), 1929.74 (37.4%)

AK_3_36_3_aftercl_H2o 02/05/2023 22:48:07
1.13 NL:
7.87E5
nm=259.5-
5 600000 260.5 PDA
< 400000 AK_3_36_3_aft
> ercl_H2o0
200000 y
O0—— [ \“\/\ “"\\\ LN S R B T T T
0.0 0.5 1.0 1.5 20 25 3.0 3.5 4.0
Time (min)
AK_3_36_3_aftercl_H20#67 RT: 1.13 AV: 1 NL: 7.15E2
T: ITMS + p ESI Full ms [110.00-2000.00]
643.92
100 965.17
80
60
40
20
0 \‘ T T e e ‘\J“‘\ ‘\ \Ll\ [ S e e S B N S N L—— L — ]
200 400 600 800 1000 1200 1400 1600 1800 2000

m/z

s o)




X14
0

HO.
H—DAP-GCGGCG—NHAC

Sequence: o

Chemical Formula: C73Hg3N41023 Exact Mass: 1911.74

LC-MS (ESI) RT = 1.08 min, m/z found: 957.17 [M+2H]?**, 638.67 [M+3H]**; calc. 956.88 [M+2H]**, 638.25 [M+3H]3*
MALDI-TOF m/z found 1912.827 [M+H]*, 1934.844 [M+Na]+' calc. 1912.744 [M+H]*, 1934.726 [M+Na]*

O NH,

HzNizi / Q‘ IHzN’(\ )H N’(\ ) )\ IHzN’(\

J\/\n« Z\NI N\/\NJ\/N\/\NJ\TJ\/\NJ\/ \/\NJ\/ \/\NJ\jN)\/\N

H

m/z: 1911.74 (100.0%), 1912.74 (80.9%), 1913.74 (48.4%)

AK_3_36_4_aftercl_H20 19/06/2023 12:17:29
RT: 0.00 - 4.00
1.08 NL:
. 4.98E5
l nm=259.5-
400000 260.5 PDA
] AK_3_36_4
300000 _aftercl_H2
=) ] 0
< ]
= J
200000
100000
] N
0\\/\\"\""%\\\\\\\\\\\ | R—— L O By By B B B B
0.0 0.5 1.0 1.5 20 25 3.0 3.5
Time (min)
AK_3_36_4_aftercl_H20 #64 RT: 1.08 AV: 1 NL: 6.96E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100, 957.17
907
80~
70°
60~
50~
40-
302 638.67
204 152.00
3J 882.00
10—
01| — Pt ,.I‘J‘Iu"h.TLlu‘“‘mml‘JLA‘Mh unhm“‘l..‘“ ‘n . o I —
200 400 600 800 1000 1200 1400 1600 1800 2000

m/z



Intens. [a.u.]

x104]
150

0.254

0.00

0 %0 o0 W w0

%0

o,

1912.827

AR MY

el

m/z



X15

0
H
Ho\n/\o/\n’ N\)LN—DAP—GCGGCG—NHAC
H
Sequence: o o)

Chemical Formula: C7sHgsN42025 Exact Mass: 1984.75

LC-MS (ESI) RT = 1.08 min, m/z found: 994.00 [M+2H]?*, 662.92 [M+3H]3*; calc. 993.38 [M+2H]%*, 662.59 [M+3H]3*
MALDI-TOF m/z found 1985.93 [M+H]*, 2007.94 [M+Na]*; calc 1985.76 [M+H]+ 2007.74 [M+Na]*

o NH,

HszE\ |H2N’(\ )H N,(\ ) J\ |H2N‘(\

ﬁ»vvv

J\/\/\J\/V\J\/V\J\/\/\J\/N\/\N

Hok&tﬁrwj

m/z: 1984.75 (100.0%), 1985.76 (83.2%), 1986.76 (39.5%)

ak 3 36 5 aftercl h2o 19/06/2023 12:30:07

H

RT: 0.00 - 4.05

1.08
600000

500000

400000
o) 3
< 300000

200000

1 00000;

NL:

6.18E5
nm=259.5-
260.5 PDA
ak_3_36_5_
aftercl_h2o

0 T /’\\ \\ B \\ I L L A L A A
0.0 0.5 1.0 1.5 2.0 25 3.0
Time (min)

ak_3_36_5_aftercl_h20#64 RT: 1.08 AV: 1 NL: 9.18E2

T: ITMS + p ESI Full ms [110.00-2000.00]

100+ 994.00

90

[e ]
T

\,
T

o]
o

a
o

662.92

w N
o O

N
o

152.00 918.08

-
o

oo et st b kb b bt L bbb i) AM s st ot

o

T T L R E B A B T T
200 400 600 800 1000 1200 1400

m/z

L —
1600

T
1800

.
2000



Intens. [a.u.]

x104 |
o0 1985.930
2.5
2.0
10
154
1 A o,
00
1.0
0.5
N 1 " 1y " Nophprstbaramuii™da an, " e b Lo " TR WRYTA N .
0.0 : : : .

1400 ‘ 1600 ‘ 1800 2200 2400



X16
0

H
HO N\)LH—DAP-GCGGCG—NHAC

Sequence: o]

Chemical Formula: C75sHgeN42024 Exact Mass: 1968.76

LC-MS (ESI) RT = 1.08 min, m/z found: 985.67 [M+2H]?*, 657.58 [M+3H]**; calc. 985.39 [M+2H]**, 657.26 [M+3H]3*

MALDI-TOF m/z found 1969.99 [M+H]*, 1991.99 [M+Na]+' calc. 1969.77 [M+H]+ 1991.75 [M+Na]*

NH,

HN HN
HzN'(\ / ’{‘ |H2N’(\ )HzN’k\ ) J\ |H2N’(\

ﬁ)ﬁ)ﬁ)\\f)

\n/\)j\/\n/\IJ\/\/\NJ\/N\/\ \/\J\/\/\J\/\/\J\/N\/\N

H

m/z: 1968.76 (100.0%), 1969.76 (98.6%), 1970.76 (50.3%)

ak_3_36_6_aftercl_h2o 19/06/2023 12:49:08

RT: 0.00 - 4.00

1.08 NL:
4.35E5
nm=259.5-
260.5 PDA
ak_3_36_6_
aftercl_h2o

400000

w
o
o
o
o
T

2
S 200000

100000

o
-~

T
2.0 25 3.0 35 4.0
Time (min)

o
o
o _|i
o
N
o
N
(&)}

ak_3_36_6_aftercl_h2o0#64 RT: 1.08 AV: 1 NL: 6.84E2

T: ITMS + p ESI Full ms [110.00-2000.00]

1004 985.67

90

80
70
60-]

504

40

30 657.58
1152.00
203 910.08

10° ‘
0:| L . lmm.n unx.un |AL|I u I.m N W A .
I — R — T } 5 I e s o B e e L ™
200 400 600 800 1 000 1200 1400 1600 1800 2000
m/z




Intens. [a.u.]

x1041

1969.990

2.0 ;
1.5
q J \)k.m A Mol
1.0
05
. wpr s B M ANttt - et WM M wh b
00 . ‘ ‘ ‘ : ; ; ‘ \ \
1400 1600 1800 2000 2200 2400

m/z



X17

Sequence: HoN=—Lys-GCGGCG—NHAc

Chemical Formula: C72HgsN41020 Exact Mass: 1853.77

LC-MS (ESI) RT = 0.99 min, m/z found: 928.25 [M+2H]?*, 619.50 [M+3H]3*; calc. 927.89 [M+2H]%*, 618.93 [M+3H]3*
MALDI-TOF m/z found 1855.13 [M+H]*, 1877.11 [M+Na]*; calc. 1854.78 [M+H]*, 1876.76 [M+Na]*

0

7 e HN [ e HN
HN n HN
HZN’(\ / ’;l) )\ I HZNI(\§» HZN’(\ ) )\ I H2N’(\
9)

Nv\f Y. N JO)% J\j)\/\ J\j)\/\ “)w JON)wH

m/z: 1853.77 (100.0%), 1854.77 (79.7%), 1855.77 (46.1%),.76 (1 1%), 1858.78 (1.0%)

ak_4 31 b' aftercl_h2o 19/06/2023 14:05:37

RT: 0.00 - 4.00
0.99 NL:
400000 4.24E5
] nm=259.5-
b 260.5 PDA
300000 ak_4_31_b'
] _aftercl_h2o

2 ]
< 200000 0.30

100000

I
0.0 0.5 1.0 1.5 2.0 25 3.0 3.5
Time (min)

ak_4_31_b' aftercl_h2o #59 RT: 0.99 AV: 1 NL: 7.56E2

T: ITMS + p ESI Full ms [110.00-2000.00]

100 928.25

90

80

70
60-]
50-]

40-]
] 619.50
30 152.00

204 852.58

= ) W A || TR \.Lml.u oot liliesbo b b s L s .
[ — LR — Ot B s Bt B B B B L — L — ]
200 400 600 800 1000 1200 1400 1600 1800 2000

m/z




Intens. [a.u.]

x104

| 1855.125
3 x104
4 s 1855125
1 125.
1.25
100
1 075
1.004 w10
0so
J 028
0.75+ 193125
1 n ek o - MAH i " o
& Toho 60 500 90 wo
1 1893.125
0.50
0.254
e Mhadlrmno ol LMMMML A AU b .Jl] T Y YT O Oy O R PR PO FR ) sl |
0.00 T T T T T T T T T T
1400 1600 1800 2000 2200 2400

m/z



Data of PNA_Y

Y1
o)

Jl\/\/NQ
CGCCGC-GIy—N

Sequence:

Chemical Formula: CegHgsN39020, Exact Mass: 1771.715
LC-MS (ESI) RT = 1.14 min, m/z found: 887.08 [M+2H]?*, 591.92 [M+3H]?*; calc. 886.86 [M+2H]?**, 591.59 [M+3H]3*
MALDI-TOF m/z found 1772.81 [M+H]", calc. 1772.72 [M+H]*

NH, NH,

O NH, o NH,
HN HN
N7 N N7 N7 N N7
N N )j T N )j
OJ\N =N N) OJ\N OJ\N SN N) OJ\N

o) o Oﬁ) oﬁ) oﬁ) Oﬁ’)
o} o} o} e} o} o o}
H
H2NJj\/Nv\NJj\/N\/\NJj\/N\/\NJj\/N\/\NJj\/N\/\NJj\/N\/\NJ\/N\H/\/\N3
H H H H H H 5
m/z: 1771.71 (100.0%), 1772.72 (75.3%)

AK_5 4 Y1_aftercl_H20 02/05/2023 15:09:03
i 6oEs

150000 m=259.5-

260.5 PDA
% 100000 AK_5_4_Y1_aft
50000 0.30 S ercl_H20
0 A '0.627 0.73 . e 1.86 2.40 268 297 3.11 3.38 3.63 3.75
L e e s et B e e e B B B B I B By B B By B
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5
Time (min)

AK_5_4_Y1_afterc] H20 #68 RT: 1.15 AV: 1 NL: 3.38E2
T: ITMS + p ESI Full ms [110.00-2000.00]

100 887.08
80~
60~
] 591.92
40—
7 152.00 81150
20~
o 31833 s7667| 70167 | 1013.00 118258 439045 147067 165333 177358 1899.83
e e s s s e s s s Byt s B B B B B B I S S I S
200 400 600 800 1000 1200 1400 1600 1800 2000

m/z

[a.u]

1500 1772.807

Intens.

1250 4
1000 4
7504

500

L e e e e e s e s s e s g e S s S
1000 1250 1500 1750 2000 2250 2500 2750 3000 3250 "
miz




Y2
(0]

N
CGCCGC-GIy-GIy—HJ\/\/ 3

Sequence:

Chemical Formula: C72HgsN41042, Exact Mass: 1885.76

LC-MS (ESI) RT = 1.05 min, m/z found: 944.25 [M+2H]?*; calc. 943.89 [M+2H]*

MALDI-TOF m/z found 1860.80 [M-N,+3H]*, 1886.74 [M+H]*, 1908.76 [M+Na]*, 1924.73 [M+K]*; calc. 1860.77 [M-
N,+3H]*, 1886.76 [M+H]*, 1908.75 [M+Nal*, 1924.72 [M+K]*

NH,

J\ | H2N’(\ ) )\)j J\ [ HZN'(\ ) )\)j

YT ST S s

J\/\/\J\/\/\J\/\/\J\/\/\J\/\/\L\H/\J\/N\H/\/\

m/z: 1885.76 (100.0%), 1886.76 (79.8%), 1887.76 (46.5%)

AK_3_16_Y1_aftercl_H20 19/06/2023 15:15:57
RT: 0.00 - 4.05
1.05 NL:
. 4.72E5
] nm=259.5-
400000: 260.5 PDA
5 AK_3 16_Y
300000 1_aftercl H
o) f 20
< 7
200000+ 0.29
100000
] ~ \
L e s s By B s s s B e s e B R e A
0.0 0.5 1.0 1.5 2.0 25 3.0 3.5 4.0
Time (min)
AK_3 16_Y1_aftercl H20 #62 RT: 1.04 AV: 1 NL: 9.84E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100+ 944.25
90;
80;
704
60~
50
40-
7151.92
30
20
] 868.67
10—
oL R [ B “"\“l e b Ll [“\‘ ‘\‘L‘\ iy L I |
200 400 600 800 1000 1200 1400 1600 1800 2000

m/z



Intens. [a.u.]

Intens. [a.u.]

1886.736

3 1908.761

1882.792

1924.732
1860.798

1950
miz

x104 ] 1886.736

34 1924.732

T R v 1 |

14b0 16b0 1 SbO

20b0 22b0 24b0

m/z



Y3
0]

N
CGCCGC-GIy-GIy-GIy—NJ\/ 8
Sequence: H

Chemical Formula: C70Hg1N4102;, Exact Mass: 1857.73
LC-MS (ESI) RT = 1.07 min, m/z found: 930.08 [M+2H]?*, 620.58 [M+3H]3*; calc. 929.87 [M+2H]%*, 620.25 [M+3H]3*
MALDI-TOF m/z found 1857.55 [M+H]*; calc. 1857.73 [M+H]*

NH,

J\ [ HZN’(\ ) J\Jj J\ [ HZN'Q ) jﬁjlz

Y B BT 8T i 1Y

JK/V\JV\/\JK/\/\JK/V\JV\/\L\[(\JK,Y\N3

m/z: 1857.73 (100.0%), 1858.73 (77.6%), 1859.73 (45.2%)

ak_5_3_y2_aftercl_h2o 02/05/2023 15:22:00
RT: 0.00 - 4.05
1.07 NL:
J 2.31E5
200000 nm=259.5-
] 260.5 PDA
] ak_5_3_y2_
150000 aftercl_h2o
o) ]
< n
> 100000
50000i 0.31
07\\"/”\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\'T'\'\\
0.0 0.5 1.0 1.5 2.0 25 3.0 35 4.0
Time (min)
ak_5_3_y2_aftercl_h2o0#63 RT: 1.06 AV: 1 NL: 3.34E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100 930.08
I
80~
70°
3 620.58
60
50
40|
30~
7151.92
20—
107 ‘
0:l e \ -y lu..llmluunulln Alh L‘Lu.m L lu-‘m““hhm T ) \
5 s e e e et B e e B s s e s B R Rt B B ) B B O B B
200 400 600 800 1000 1200 1400 1600 1800 2000

wavelength (nm)



Intens. [a.u.]

1 1857.551

1000

500

0 T T T T T T
1500 1600

T T T [ T 1 1 T | 1 1 T 1 | T T 1 T [ T T T T | T T 1T T [ T 1T T T 1 1 T T T [ T T T 7T
1700 1800 1900 2000 2100 2200 2300 2400



Y4

(0]

N
CGCCGC-GIy-GIy-GIy—HJ\r 8
Sequence:

Chemical Formula: C71Hg3N4102;, Exact Mass: 1871.74
LC-MS (ESI) RT = 1.11 min, m/z found: 937.33 [M+2H]?*, 625.33 [M+3H]?*; calc. 936.88 [M+2H]%*, 624.92 [M+3H]3*
MALDI-TOF m/z found 1872.90 [M+H]*, 1846.90 [M-N,+3H]*, 1894.89 [M+Na]*; calc. 1872.75 [M+H]*, 1846.76 [M-

N,+3H]*, 1894.73
NH,

HN
NZ N
T 0

OJ\N CON N)

O,
O

HZNJ\/N\/\ J]\/NV\NJ\/
H

N
H

ak_5_3_y4 aftercl_h2o

[M+Na]*
NH,

NH,
N)j N7 | ':Z‘ N NZ ]
HN-A \
OJ\N OJ\N N N) OJ\N
oﬁ) oﬁ) oﬁ) oﬁ)
o} 0 o) o}

AN NI L N N RGN
H H H H

m/z: 1871.74 (100.0%), 1872.75 (78.7%)

NH,

O,
o}

o} H [0} H
JJ\/N\H/\”J\/NW])\NS
o o

02/05/2023 16:27:20

RT: 0.00 - 4.05

150000

2 100000
3 ]

50000

0 [

NL:

1.95E5
nm=259.5-
260.5 PDA
ak 5 3_vy4_
aftercl_h2o

1.5

T P (N L R B B B B e B B
2.0
Time (min)

ak_5_3_y4_aftercl h2o0#66 RT: 1.11 AV: 1 NL: 4.15E2
T: ITMS + p ESI Full ms [110.00-2000.00]

100

90

80
707

60—

N W A O
OOO(‘)

-
o

o

937.33

625.33

bl J mn‘l.h .‘h )..‘1 .h‘\hld‘h ik un‘k 1 b i il aalh I

IS ) N R E R
1000 1200 1400
wavelength (nm)

1600

T 1
800 1800 2000



Intens. [a.u.]

Intens. [a.u.]

X104 1872.898

0.8

0.6

0.4

0.2

1846902 W 1894.804
00 T = T T T T T T .I.I T T 1 T T |JL| |‘ T T T T T T T .I T “‘l T ‘I T T T
1700 1750 1800 1850 1900 1950 2000 2050 y
m/z

X104 1872.898

0.8

0.6

0.4

0.2

0.0 - T T T T ~ u AIA T T T T

1400 1600 1800 2000 2200 2400

m/z



Y5
)

N
CGCCGC-GIy-GIy—HJ\r 8
Sequence:

Chemical Formula: CegHaoN20O21, Exact Mass: 1814.7204
LC-MS (ESI) RT = 1.06 min, m/z found: 908.67 [M+2H]?*; calc. 908.37 [M+2H]**
MALDI-TOF m/z found 1815.50 [M+H]*; calc. 1815.73 [M+H]*

b
o

NH,
NZ N N
J\ | H2N’(\ / »

Y Y

be
Y

J\ [ HZN’(\ Q‘)

v e

J\/\/\J\/\/\J\/\/\J\/\/\NJ\/\/\JO]\,\H/\J\rM

m/z: 1814.72 (100.0%), 1815.72 (90.2%), 1816.73 (28.8%)

ak_4 6 _y4 aftercl_h2o 20/06/2023 00:01:08

RT: 0.00 - 4.05
1.06 NL:
N 2.24E5
200000 nm=259.5-
b 260.5 PDA
7 ak_4_6_y4_
150000 aftercl_h2o
=) ]
< _
> 100000 0.29
50000
07\\”\'\\\\%"\‘\\\\\\\\\\\\\\\\\\\\\\\\\\\ T
0.0 0.5 1.0 1.5 2.0 25 3.0 35 4.0
Time (min)
ak_4_6_y4 aftercl h2o#63 RT: 1.06 AV: 1 NL: 6.78E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100 908.67
90;
80;
70-
60~
50~
40-
30; 152.00
20—
107
01— e B B e i \“L\“‘H“M . “lll I R e e e I [ — ™
200 400 600 800 1 000 1200 1400 1600 1800 2000

wavelength (nm)



Intens. [a.u.]

| 1815.497
b z 1815497
1250 :
0
1 1000-
1000
-
b 500-
750
| -
1 1790 1800 1810 1820 1830 1840 e
500
250
1
0 ; ; ‘ ‘ ; ;
1400 1600 1800 2000 2200 2400

m/z



Y6

CGCCGC-Gly-Gly-Gly—N

Sequence:

N3

Chemical Formula: C7sHg3N4102;, Exact Mass: 1919.74
LC-MS (ESI) RT = 1.26 min, m/z found: 961.25 [M+2H]?*, 641.08 [M+3H]3*; calc. 960.88 [M+2H]%**, 640.92 [M+3H]3*
MALDI-TOF m/z found 1895.12 [M-N2+3H]*; calc. 1894.76 [M-N2+3H]*

J\ | H2N’<\ )

HZJ@) Y

J‘\/V\

AK_3_16_Y6_aftercl H20

be
o

J\ | H2N’(\ )

SIS bt

Ie
J

m/z: 1919.74 (100.0%), 1920.75 (83.0%)

02/05/2023 17:06:10

J\/\/\J\/V\J\/V\NJ\/\/\j\/\n/\J\/N

o

1.26 NL:
300000 - 3.07E5
nm=259.5-
-, 200000 2605 PDA
z AK_3_16_Y6_af
= 100000 0.31 1.40 tercl_ H20
s 1.05 S
O ‘,,“\,““ I P T T
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5
Time (min)
AK_3 16_Y6_aftercl H20 #75 RT: 1.26 AV: 1 NL: 5.90E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100 961.25
804
60
] 41,
40+ 641.08
1 152.00
20—
= . | . |.‘ L ra s bt b b Lt
0 T LI B — ey A O R B E R B E T T L — L — ]
200 400 600 800 1000 1200 1400 1600 1800 2000
m/z
= ]
ks | 1895:.122
1500
o |
IS
1000
500
0- T T T T T

1400

1600

1800

2000

2200

2400
m/z



Y7

CGCCGC-GIy—H

Sequence: Na

Chemical Formula: C71Hg7N39020, Exact Mass: 1805.70
LC-MS (ESI) RT = 1.19 min, m/z found: 904.00 [M+2H]?*, 889.92 [M-N,+2H]?*; calc. 903.86 [M+2H]**, 889.85 [M-N,+2H]**
MALDI-TOF m/z found 1780.77 [M-N,+3H]*; calc. 1780.72 [M-N2+3H] *

NH,

ey Aﬁ wm\g be

S JONJwNJO)wNJO)wNJO)wNMwNJ@ Y@

m/z: 1805.70 (100.0%), 1806.70 (92.0%), 1807.71 (30.4%)
ak_4_27_y6_aftercl_h2o 20/06/2023 00:38:52

HoN

RT: 0.00 - 4.00

1.19 NL:
6.65E4
nm=259.5-
260.5 PDA
ak_4 27 y6

60000

50000
J _aftercl_h2o

0.29

0 e [ L B B B e I B B B e e e A A
0.0 0.5 1.0 1.5 2.0 2.5 3.0 3.5
Time (min)

ak_4 27 _y6 aftercl_h20#71 RT: 1.20 AV: 1 NL: 2.17E2
T: ITMS + p ESI Full ms [110.00-2000.00]

100+ 904.00

90
80-]

70

60—

151.92
889.92

0 L1 L g . L N T ”"“"Ju“m“ TP T W lan [RTT Y YT I A " TP A TR W) Livoa
1 e N S B B e s s s S N e mn T

[ |
200 400 600 800 1000 1200 1400 1600 1800 2000
wavelength (nm)
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Y8
0

CGCCGCH-GIy-GIy-GIy-GIy—HJ]\:/\/\NMeg

Sequence: N3

Chemical Formula: C;7H10sN430,3, Exact Mass: 1999.84
LC-MS (ESI) RT = 1.03 min, m/z found: 1001.50 [M+2H]?*, 667.92 [M+3H]**; 1001.43 [M+2H]?**, 667.62 [M+3H]3*
MALDI-TOF m/z found 1974.77 [M-N,+3H]*, 2001.78 [M+H]*; calc. 1974.85 [M-N,+3H]*, 2000.84 [M+H]*

NH,

;\'HM 3 z\)j ;\'HM 3 z\)j

Sl A Y

JI\/N\/\JI\/\/\J\/\/\J\/\/\JOI\/\H/\J\/\H/\NJ\/\/\NMGZ

HoN
m/z: 1999.84 (100.0%), 2000.84 (85.4%), 2001.84 (53.2%)
AK_2_2_aftercl_idoso 02/05/2023 23:00:53
1.03 NL:
4.98E4
40000 nm=259.5-
2 260.5 PDA
< 20000 AK_2_2_aftercl
5 )
0.28 0.37 . _idoso
0 T \/ T ] T R — L L L L L L L L e L L L L
0.0 0.5 1.0 1.5 2.0 25 3.0 3.5
Time (min)

AK 2 2 aftercl_idoso#61 RT: 1.03 AV: 1 NL: 1.32E2

T: ITMS + p ESI Full ms [110.00-2000.00]

1001.50
1005 667.92
804
60
40
20 152.00 649.08
0: N N1 YT T T A TN 1 o T e I N T b L \
T L L N A R N B B Pt I L ) I R B B B T |
200 400 600 800 1000 1200 1400 1600 1800 2000
m/z
R 2001.783
g 3 2001
g H e
£ H
6000 {6000

4000

2000

4000 - 1974772 Uﬂ
\ A A Ty bt bt

2000

1400 1600 1800 2000 ‘ 2200 ‘ 2400 /
m/z



Y9
0

caccacaly-Gy~, L _~_~
y Y\N CN

H H
Sequence: N3

Chemical Formula: C72Hg3N4102;, Exact Mass: 1867.75

LC-MS (ESI) RT = 1.16 min, m/z found: 935.08 [M+2H]?*, 624.17 [M+3H]?*; calc. 934.88 [M+2H]%*, 623.59 [M+3H]3*
MALDI-TOF m/z found 1868.79 [M+H]*, 1890.75 [M+Na]*; calc. 1868.75 [M+H]*, 1890.74 [M+Na]*

J\ IHZN'(\ ) )\)j J\ |H2N’(\ ) i/

Y Y Y T 2T 0T

J‘\,\/\J‘\/\/\J’\,\/\J’\,\/\J\/\/\j\/\(\NJ‘\/\/\CN

m/z: 1867.75 (100.0%), 1868.75 (79.7%), 1869.75 (46.9%)

AK_5_4 Y7;_aftercl_H20

02/05/2023 17:26:44

1.16

NL:

- 1.38E5
nm=259.5-
100000 \ 260.5 PDA
< N AK_5_4_Y7;_aft
= 50000 031 S ercl_H20
O \\ \ N —— T \ T B B B B B B B 7 T 7 7
0.0 0.5 1.0 1.5 2.0 25 3.0 35
Time (min)
AK_5_4 Y7;_aftercl_H20 #69 RT: 1.16 AV: 1 NL: 3.97E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100+ 935.08
80—
60—
] 624.17
40— 152.00
20 859.50
0:‘ . Lol ) " int.mu T doisn .
I — L s s B A e S B B Ry B e B — B I I —
200 400 600 800 1000 1200 1400 1600 1800 2000
m/z
E 1868.792 3 e
7] 2
s -
£
1500 + 1000
10004 = D = e [ S [ e
500 +
J
0 T T T T T T T T
1400 1600 1800 2000 2200 2400

m/z



Y10
Sequence: CGCCGC-Gly-Gly-Gly-Gly —NH,

Chemical Formula: C70Hg3N3902;, Exact Mass: 1831.74
LC-MS (ESI) RT = 0.30 min, m/z found: 917.42 [M+2H]?*; calc. 916.88 [M+2H]**

MALDI-TOF m/z found 1833.66 [M+H]*, 1855.61 [M+Na]*, 1871.58 [M+K]*; calc. 1832.74 [M+H]*, 1854.73 [M+Na]*,

1870.70 [M+K]*

NH, 0 o NH,
HN
j\/ |H2N’(\ / 'Q‘) %\)j J\ |H2N’(\ ';l) oj:

LIRS I

I ANIT A I IANIT A I I I,

m/z: 1831.74 (100.0%), 1832.74 (77.6%), 1833.74 (44.6%)

ak_4_26_3_afterck_h2o0 19/06/2023 23:35:56

RT: 0.00 - 4.00
0.30

400000

300000

uAU

200000

N
o
S
S
S
S
Ll
Ao
w
~
N
o
@D

NL:

4.95E5
nm=259.5-
260.5 PDA
ak_4_26_3_
afterck_h2o

0 — \\ """ T /VV\ \ I — T I — I —
0.0 0.5 1.0 1.5 2.0 2.5 3.0
Time (min)

ak_4_26_3 afterck_h20#18 RT: 0.29 AV: 1 NL: 3.25E2
T: ITMS + p ESI Full ms [110.00-2000.00]

100 917.42

90

80

704

60

50

407
30| 15200
20

3 842.08
10

T

OE[ b i ph s itk sl h.IAIuLm il Mllm.n ‘L‘h]hl.u T P

e s s I O RO N R
200 400 600 800 1000 1200 1400
m/z
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Intens. [a.u.]
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Yi1
)

N
CGCCGC-GIy-GIy—NJ]>< 8
Sequence: H

Chemical Formula: C7o0H92N400-1, Exact Mass: 1828.74
LC-MS (ESI) RT = 1.12 min, m/z found: 915.67 [M+2H]?*; calc. 915.38 [M+2H]?*
MALDI-TOF m/z found 1829.847 [M+H]*; calc. 1829.74 [M+H]+

NH, o O NH,

)\ |H2N’(\ ) J\)j J\ |H2N’(\ ) j\/

Y Y Y iYL Y

J\/\/\J\/\/\J\/\/\J\/\/\NJ\/\/\L\H/\&M

m/z: 1828.74 (100.0%), 1829.74 (77.6%), 1830.74 (44.6%)

0

B
o CGCCGC-GIy-GIy—NJj>< '
Sequence of impurity H

Chemical Formula: C70H92BrN3;0,1, Exact Mass: 1865.65
LC-MS (ESI) RT = 1.12 min, m/z found: 935.00 [M+2H]?*; calc. 934.83 [M+2H]**
MALDI-TOF m/z found 1866.84 [M+H]*; calc. 1866.65 [M+H]*

impurity
NH, 0 NH,

J\ | H2N’(\ ) J\)j J\ | HZN’(\ ) j:

ST Y Y Y

J\/V\J\/V\J\/V\J\/V\J\/v\ﬁ\/\n/\&e’r

m/z: 1865.65 (100.0%), 1867.64 (98.2%), 1868.65 (83.3%), 1866.65 (77.6%)

ak_4_6_y5_aftercl_h2o 20/06/2023 00:13:42
RT: 0.00 - 4.00
112 NL:
1 2.26E5
200000 nm=259.5-
b 260.5 PDA
J ak_4_6_y5_
150000 aftercl_h2o
2 ]
3 100000 029
E 1.24
50000 \
] AN
0\\\\\T’\\\\\\\\\\\ﬁ\\\\\\\\\\\\\\\\\\\\\\\\
0.0 0.5 1.0 1.5 20 25 3.0 35 4.0
Time (min)
ak_4_6_y5_aftercl h20#66 RT: 1.11 AV: 1 NL: 5.01E2
T: ITMS + p ESI Full ms [110.00-2000.00]
100+, 915.67
90
80
707
60
50 152,00 935.00
404
304
204
107
0*\‘ et ‘h“m st i bl o) “m‘m‘a e pbaqpang gl bt ok g bt b —
200 400 600 800 1000 1200 1400 1600 1800 2000

wavelength (nm)




Intens. [a.u.]
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2000
1788.736
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Y12
CGCCGC-Gly-Gly-Gly=-NH
Sequence: o

Chemical Formula: CegHaoN35021, Exact Mass: 1774.71

LC-MS (ESI) RT = 0.22 min, m/z found: 888.67 [M+2H]?*; calc. 888.36 [M+2H]?**

MALDI-TOF m/z found 1775.70 [M+H]*, 1797.69 [M+Na]+' calc. 1775.72 [M+H]*, 1797.70 [M+Na]*
NH, O O NH,

j\/ IHQN’(\ / Q‘) J\)j J\ |H2N’(\ Q‘) i/

Y 8 Y YT Y

H,N JJ\/N\/\NJJ\/ \/\NJ\/ \/\NJ\/ \/\NJ\/N\/\Nj\/N\n/\NJ\,NHz

m/z: 1774.71 (100.0%), 1775.72 (75.4%), 1776.72 (32.6%)

ak_3_21_nh2_aftercl_h20 20/06/2023 00:26:17
RT: 0.00 - 4.00
0.22 NL:
4000001 4.26E5
] nm=259.5-
R 260.5 PDA
300000 ak_3_21_nh
] 2_aftercl_h2
o) ] o
< 200000
100000
07\\\\\\ =TT L T T T T
0.0 0.5 1.0 15 2.0 2.5 3.0 3.5
Time (min)
ak_3_21_nh2_aftercl_h20#14 RT: 0.22 AV: 1 NL: 4.70E2
T: ITMS + p ESI Full ms [110.00-2000.00]
1004 888.67
90~
80~
70~
60
50
40 152.00
30-
20~
7 813.42
10
ol L PN I RIY humg\uﬂmluuh ] T S e ‘
L T L L L L L L L I T T ]
200 400 600 800 1000 1200 1400 1600 1800 2000

wavelength (nm)



Intens. [a.u.]

1 1775.695
1 Z 1775695
£
] 500
1500 |
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1 ™
1000 -|
| TR e s vk s e s e e e
500 4
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Y13

H

N
CGCCGC-GIy-GIy-GIy—NJ\/ ~"NMe,
Sequence: H

Chemical Formula: C74H102N40022, Exact Mass: 1902.81
LC-MS (ESI) RT = 0.29 min, m/z found: 952.67 [M+2H]?*; calc. 952.41 [M+2H]?*
MALDI-TOF m/z found 1903.82 [M+H]*; calc. 1903.82 [M+H]*

NH, 9 9 NH,

J\ I HZN'(\ ) J\Jj )\ | HZN'(\ ) j\/

Y Y 8T AT T Y

J'\/\/\J'\/\/\J'\/\/\J'\,\/\J'\/\/\j\/\r(\kr/\/wnnez

m/z: 1902.81 (100.0%), 1903.81 (95.6%), 1904.82 (33.2%)

ak_4_29_aftercl_h20 20/06/2023 00:51:26
RT: 0.00 - 4.00
0.29 NL:
4.33E5
400000 nm=259.5-
] 260.5 PDA
-l ak_4_29 aft
300000 ] ercl_h2o
2 ]
< 200000
100000
] 0.37 1.00
] \ BN
0 T L e e 1 T 1 T T LI T T
0.0 0.5 1.0 1.5 2.0 25 3.0
Time (min)

ak 4 29 aftercl h20#18 RT: 0.29 AV: 1 NL: 2.19E2
T: ITMS + p ESI Full ms [110.00-2000.00]

100
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Y14
sequence; CGCCGC-GIy-Gly-Gly-Glu—NHAC

Chemical Formula: C7sHggN39025, Exact Mass: 1945.77

LC-MS (ESI) RT = 1.05 min, m/z found: 974.50 [M+2H]?*; calc. 973.89 [M+2H]?*

MALDI-TOF m/z found 1946.97 [M+H]*, 1968.95 [M+Na]"' calc. 1946.78 [M+H]*, 1968.76 [M+Na]*
NH, 0 o NH,

)\ [ HZN’(\ ) )\)j J\ [ HZN’(\ ) j:

Y B BT 2T 8T Y

AN IAANIA AT IAN I It S L

m/z: 1945.77 (100.0%), 1946.77 (83.2%), 1947.77 (49.6%)

CO,H

\\lcgfleetpc\data\...\ak_5_3_glu_aftercl 31/03/2023 19:28:37
RT: 0.00 - 4.05
0.24 NL:
b 4.71E5
] nm=259.5-
400000 b 260.5 PDA
b ak_5_3_glu
300000 _aftercl
5 ]
< ]
200000
100000
] 1.05
] /N
0 T =TT =TT T 1 T ] T — L L T T T
0.0 0.5 1.0 1.5 2.0 25 3.0 35 4.0
Time (min)
100, 974.50 NL: 8.13E1
B ak_5_3_glu_aftercl#62
80 RT:1.04 AV:1T:
1 ITMS + p ESI Full ms
607 [110.00-2000.00]
40—
20
0; i i duni i i AL nﬂlmll N T T I y T | L
100 974.42 NL: 1.32E2
] ak_5_3_glu_aftercl#15
80 RT:0.24 AV:1T:
] ITMS + p ESI Full ms
60-] [110.00-2000.00]
1151.92
40
20
OE‘ m‘“ g uh\‘h‘ H‘ll‘nur by
200 400 600 800 1000 1200 1400 1600 1800 2000

m/z
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Y15

Sequence: CGCCGC-Gly-Gly-Gly-Trp—NHAc

Chemical Formula: Cg1H102N40023, Exact Mass: 2002.80

LC-MS (ESI) RT = 1.14 min, m/z found: 1002.92 [M+2H]%; 1002.91[M+2H]**

MALDI-TOF m/z found 2004.10 [M+H]*, 2026.08 [M+Na]*, 2048.05 [M+HCO,]*; calc. 2004.81 [M+H]*, 2026.80 [M+Na]*,
2047.80 [M+HCO,]*

NH, o NH,

J\ IHN'(\ ) J\)j J\ |HN’(\ ) j:l "

VYYYYYO )

o J’\,\/\J’\/\/\J\/\/\J’\/\/\J\,\/\J\/\H/\J\/ NHAC

m/z: 2002.80 (100.0%), 2003.81 (89.7%), 2004.81 (44.7%)

ak_5_3_trp_aftercl_h20_ 230620202209

20/06/2023 20:22:09

RT: 0.00 - 4.05
400000+
350000+
300000+
250000+

o]
< 200000
=}
150000
100000 0.29

/\ \,
50000
. J\n P

NL:

4.02E5
nm=259.5-
260.5 PDA
ak_5_3_trp_aft
ercl_h2o0_2306
20202209

0.0 0.5 1.0

S S
1.5 2.0 25
Time (min)

ak_5_3_trp_aftercl_h20_ 230620202209 #68 RT: 1.15

T:TTMS + p ESI Full ms [110.00-2000.00]
100
907

80

\,
T

N WA g O
o & o o o
b b b v b |

-
o

ey

o

AV: 1 NL: 1.55E3
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Intens. [a.u.]
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Y16
Sequence: CGCCGC-Gly-Gly-Gly-Tyr—NHAc

Chemical Formula: C79H101N39024, Exact Mass: 1979.79

LC-MS (ESI) RT = 1.12 min, m/z found: 991.50 [M+2H]?*, 661.42 [M+3H]3*; calc. 991.40 [M+2H]%*, 660.94 [M+3H]3*
MALDI-TOF m/z found 1981.14 [M+H]*, 2003.13 [M+Na]*, 2025.11 [M+HCO;]*; calc. 1980.80 [M+H]*, 2002.78 [M+Na]*,
2024.78 [M+HCO,]*

NH, O NH,

)\ IHZN'(\ ) J\)j J\ |HzN’(‘ ) j: | OH

Y Y YT T Y

HN J\/\/\J\/\/\J\/\/\J\/\/\NJ\/N\/\L\H/\J\/ NHAG

m/z: 1980.79 (100.0%), 1979.79 (98.1%), 1981.79 (52.6%)
\\lcgfleetpc\data\...\ak_5_3_aftercl_h2o 02/05/2023 10:42:16

RT: 0.00 - 4.05

1.12 NL:
5.86E5
nm=259.5-
260.5 PDA
ak_5_3_afte
rcl_h2o

500000
400000

2 300000
=)

200000

0.0 0.5 1.0 1.5 2.0 25 3.0 35 4.0
Time (min)

ak_5_3_aftercl_h20#66 RT: 1.11 AV: 1 NL: 6.22E2

T: ITMS +p ESI Full ms [110.00-2000.00]

100+ 661.42

] 991.50
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50

40

304

20— 152.00 916.08

10; 745.00
o ) ) hl.h. il ‘L dii AmJlmAAh " il ”ll ul; s o st b e e a
[ — LR A B R f \ L I R R s BN B

L — T
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m/z




Intens. [a.u.]
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Y17

N
CGCCGC-GIy-GIy-GIy-GIy—NJ]\/ 8
Sequence: H

*Y17 contains a truncated PNA (missing one glycine, same as Y3) as an impurity.
Chemical Formula: C72H94N42043, Exact Mass: 1914.75
LC-MS (ESI) RT = 0.28 min, m/z found: 958.75 [M+2H]?*, 639.58 [M+3H]**; calc. 958.38 [M+2H]**, 639. 26 [M+3H]**
MALDI-TOF m/z found 1914.16 [M+H]*; calc.: 1915.76 [M+H]*
NH, o NH, O NH,

2\ I HZN’(\ ) J\)j J\ | HZN'(\ i)j

vvvvvlﬁ

HoN Jl\/\/\J\/\/\J\/\/\J\/\/\JJ\/\/\j\/\[]/\J\/\[]/\NJ\/Ne

m/z: 1914.75 (100.0%), 1915.75 (79.8%), 1916.75 (46.9%)
F:\20250812\AK_061_221003202704 10/03/22 20:27:04

RT: 0.00 - 3.99
0.36 NL:
2000000 2.06E6

] nm=260.0-
18000001 260.0 PDA

1 AK_061_22
100320270
4

1600000
1400000
1200000
2 ]
< 1000000
800000
600000
400000
2000002
0.52

4 0.93 1.77 1.91 2.39 2.62 288 3.05 3.20 3.34 3.46 3.73 3.84

0H\“H‘Hw\H“\w\H“\wH\“H‘H\“H‘Hw\H‘H\“H“H“H“H“H“H
02 04 06 08 10 12 14 16 18 20 22 24 26 28

Time (min)
AK_061_221003202704 #79 RT: 1.22 AV: 1 NL: 1.23E3
T: ITMS + p ESI Full ms [110.00-2000.00]
958.75

o
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Y18

CGCCGC-Gly-Gly-Gly-Gly—N

Sequence: N3
*Y18 contains a truncated PNA (missing one glycine) as an impurity.
Chemical Formula: C77H9sN42043, Exact Mass: 1976.76
LC-MS (ESI) RT = 1.45 min, m/z found: 989.67 [M+2H]?*, 660.17 [M+3H]?*; calc. 989.89 [M+2H]%*, 660.26 [M+3H]3*
MALDI-TOF m/z found 1950.67 [M-N,+2H]*; calc. 1950.77 [M-N»+2H]*
NH, 2 Hp

Fe Vs ;\)j ;\'M 3 ;\)3

YYVYYY

J’\/\»J’\/\/\J’\/\/\J’\/\/\NJ'\/N\/\NJO'\,\H/\J'\,Y\J\@

m/z: 1976.76 (100.0%), 1977.77 (85.3%), 1978.77 (40.8%)
F:\20250812\AK_02_1_A_221003194145 10/03/22 19:41:45

RT: 0.00 - 4.05
NL:

4 2.00E6
nm=260.0-
1800000 260.0 PDA
AK_02_1_A
1600000 22100319
2145
1400000
1200000
2 1000000
= |
800000
600000
400000
200000 1.66
76 493
B 238 262 288 310 325  3.54 365 3.79 3.88

\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\\
2.

o
c>

Tlme (mln)
AK_02_1_A 221003194145 #91 RT: 1.45 AV: 1 SM: 7B NL: 3.28E2

T: ITMS + p ESI Full ms [110.00-2000.00]
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N
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w
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oot T e Tn T

Relative Abundance
o
o

908.00

[N
=}

=)

=)

“J“h“““{h“uﬂ‘m.lm‘\hhld‘u Mid s it i L .

T T t T T T T T 1 T T ]
1200 1400 1600 1800 2000

Intens. [a.u.]
N
o
o
o
11

3 |

15003
E \

1000: | ‘J

5003 )
E | YRS Ao it M{NPL hnrmnin s cocnnse et A A it Wsmonrtasensts etk st
e — — — -

1000 1250 1 500 1 f50 2250 2500 2#50 3000




Y19
(0]

N
CGCCGC-GIy-GIy-GIy—NJI>< 8
Sequence: H

*Y19 contains Y19’ as an impurity.
Chemical Formula: C72HgsN41042, Exact Mass: 1885.76
LC-MS (ESI) RT = 1.19 min, m/z found: 944.06 [M+2H]?*, 629.92 [M+3H]?*; calc. 943.89 [M+2H]%**, 629.59 [M+3H]3*
MALDI-TOF m/z found 1887.04 [M+H]*; calc. 1886.76 [M+H]*
NH, o NH, NH, o NH,

%\ |H2N’(\ ) oj: | 04‘ IHZN'(\ ) i/

Y BT YT T Y

HN J\/\/\ V\J\/\/\J\/\/\NJJ\/NV\JCJ)\/\H/\J\/%NS

m/z: 1885.76 (100.0%), 1886.76 (79.8%), 1887.76 (46.4%)

Y19’
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CGCCGC-GIy-GIy-GIy—NJJ>< '
Sequence: H

Chemical Formula: C72HgsBrNsgO2;, Exact Mass: 1922.67
LC-MS (ESI) RT = 1.19 min, m/z found: 963.42 [M+2H]?, 642.67 [M+3H]?*; calc. 963.34 [M+2H]?, 642.56 [M+3H]**
MALDI-TOF m/z found 1925.98 [M+H]*; calc. 1925.67 [M+H]+

NH,

;\'HM 3 ;\)j ;\'HM 3 ;\)j
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HoN N\/\NJ\/N\/\NJJ\/N\/\NJ\/N\/\NJ\/N\/\NJ\/N\/\NJJ\/N\H/\NJ\/N\[?(Br
e}
m/z: 1922.67 (100.0%), 1924.66 (98.2%), 1925.67 (86.1%), 1923.67 (79.8%)
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