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Table S1. TFA-assisted cleavage of N-acetylated model peptoids

HAN (CH;3C0),0 N TFA N
HN—Q) —= N B N TFA NH
N DIPEA N I 02

peptoid

(1"~5") (1A'~5A") N-Ac peptoid
(1A~5A)
1A: Ac-Nmea-Nphe-Nphe-NH, +
2A: Ac-Npip-Nmea-Nphe-Nphe-NH,
3A: Ac-Nval-Npip-Nmea-Nphe-Nphe-NH, RO
4A: Ac-Nleu-Nval-Npip-Nmea-Nphe-Nphe-NH, HTN NH
5A: Ac-Nffa-Nleu-Nval-Npip-Nmea-Nphe-Nphe-NH, 1o 2
deletion sequence
peptoid unit: (1A-1 and 1~4)
N /\Iq HN/\E NN
1l
(0] 0 O o
N
Nphe Nffa Nleu
(Benzylamine) (Furfurylamine ) (Isobutylamine)
N/\C N/\I(F
N/\ 6 o fo)
BQ: {
0 (0]
Nval Nmea Npip
(Isopropylamine) (2-Methoxyethylamine) (Piperonylamine)

Product (%)°
Entry  Peptoid Clze}v_agea
conditions N-Ac peptoid Deletion sequence
1 A 1A (67.0) 1A-1(33.0)
5 1A 1A (70.7) 1A-1(29.3)
3 A 2A (80.9) 1(19.1)
4 2A’ B 2A (84.6) 1(15.4)
5 A 3A (0) 2 (100)
5 3AY B 3A (0) 2 (100)
7 A 4A (74.3) 3(25.7)
8 4A B 4A (82.7) 3(17.3)
9 A 5A (93.8) 4(6.2)
5A’
10 B 5A (94.5) 4(5.5)

2 Conditions A: 92% TFA/3% TIS/5% H0, 1 h; B: 50% TFA/3% T1S/5% H,0/42% CH.Cl,, 1 h.

b Relative yields of N-Ac peptoids and deletion sequences were determined by HPLC analysis.
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Table S2. TFA-assisted cleavage of various N-acylated peptoids

@

U9
N%N NH,
Y o) H @ N-COX peptoid
\)kN N N N\)J\ _TFA (3A~3F)
/W /W _O -
L0 h O@N
(3A'~3F") A: X = CH, (Ac
° Y : Y

C: X = C(CHa); (Piv)

D: X = Ph (Bz) OQ)

E: X = Ph(4-NO,) (4NBz) N )

F: X = CFs (TFAC) (0] deletlon(:;!quence

Product (%)"®
Entry  Acyl group Clza}v_agea : :
conditions N-COX peptoid Deletion sequence

1 A 3A (0) 2(100)
2 Ac B 3A (0) 2 (100)
3 A 3B (0) 2 (100)
4 Pr B 3B (0) 2 (100)
5 A 3C (0) 2 (100)
6 Piv B 3C (0) 2 (100)
7 A 3D (17.5) 2 (82.5)
8 Bz B 3D (32.5) 2 (67.5)
9 A 3E (96.1/89.29) 2 (3.9/10.89
10 4-NBz B 3E (96.4/92.79) 2 (3.6/7.3°)
11 A 3F (100/100°) 2 (0/0°)
12 TFAC B 3F (100/100°) 2 (0/0°)

2 Conditions A: 92% TFA/3% TI1S)5% H.0, 1 h; B: 50% TFA/3% TI1S/5% H,0/42% CH.Cl,, 1 h. ® Relative
yields of N-COX peptoids and deletion sequences were determined by HPLC analysis. ¢ Cleavage time: 3 h.



Table S3. HPLC retention time and MALDI-TOF data of peptoids

Entry

Peptoid

HPLC Retention

MALDI-TOF (m/z)

time (min)® observed calculated
1 1 13.8 4272 427.2 (M+H)
2 1A 18.0 491.4 491.2 (M+Na)
3 1A-1 10.4 312.4 312.1 (M+H)
4 2 19.5 618.2 618.3 (M+H)
5 2A 23.2 682.3 682.3 (M+Na)
6 3 19.9 717.8 717.4 (M+H)
7 4 22.9 830.5 830.4 (M+H)
8 4A 26.9 895.0 894.5 (M+Na)
9 5 21.0 967.9 967.5 (M+H)
10 5A 29.2 1031.4 1031.5 (M+Na)
11 3D 29.1 843.9 843.4 (M+Na)
12 3E 30.5 888.9 888.4 (M+Na)
13 3F 317 835.5 835.3 (M+Na)

2 HPLC conditions: 20% ACN/H»0 to 80% ACN/H>O with 0.05% TFA for 40 min.
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Figure S1. TFA-assisted cleavage of peptoid 1”: (a) HPLC chromatogram and (b) MALDI-TOF spectrum.
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Figure S2. TFA-assisted cleavage of peptoid 1A’: (a) HPLC chromatograms and (b) MALDI-TOF spectra.
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Figure S3. TFA-assisted cleavage of peptoid 2": (a) HPLC chromatogram and (b) MALDI-TOF spectrum.
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Figure S4. TFA-assisted cleavage of peptoid 2A’: (a) HPLC chromatograms and (b) MALDI-TOF spectra.
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Figure S5. TFA-assisted cleavage of peptoid 3’: (a) HPLC chromatogram and (b) MALDI-TOF spectrum.
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Figure S6. TFA-assisted cleavage of peptoid 3A’: (a) HPLC chromatograms and (b) MALDI-TOF

spectrum.
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Figure S7. TFA-assisted cleavage of peptoid 4’: (a) HPLC chromatogram and (b) MALDI-TOF spectrum.
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Figure S8. TFA-assisted cleavage of peptoid 4A’: (a) HPLC chromatograms and (b) MALDI-TOF spectra.
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Figure S9. TFA-assisted cleavage of peptoid 5”: (a) HPLC chromatogram and (b) MALDI-TOF spectrum.
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Figure S10. TFA-assisted cleavage of peptoid 5A’: (a) HPLC chromatograms and (b) MALDI-TOF
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Figure S11. TFA-assisted cleavage of peptoid 3B’: HPLC chromatograms.
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Figure S12. TFA-assisted cleavage of peptoid 3C’: (a) HPLC chromatograms and (b) MALDI-TOF and
MALDI-TOF/TOF spectra.
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Figure S13. TFA-assisted cleavage of peptoid 3D’: (a) HPLC chromatograms and (b) MALDI-TOF and
ES+ spectra.
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Figure S14. TFA-assisted cleavage of peptoid 3E': (a) HPLC chromatograms and (b) MALDI-TOF and

MALDI-TOF/TOF spectra.
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Figure S15. TFA-assisted cleavage of peptoid 3F": (a) HPLC chromatograms and (b) MALDI-TOF and
MALDI-TOF/TOF spectra.
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