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Table S1: ESI-MS analysis of Fmoc-N-Me-BAla-OH and Fmoc-N-Me-Thr(tBu)-OH with first
activation of CTC resin using dimethyl sulfate and iodomethane, both as N-methylation reagents.
A) Analysis of mini-cleavage after 0o-NBS deprotection. B) Analysis of mini-cleavage after Fmoc

protection.
Fmoc-N-Me-AA-OH synthesis with first activation of CTC resin
Dimethyl sulfate Iodomethane
1-H-N-Me-BAla-OH 2-H-N-Me-BAla-OH
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Table S2: ESI-MS analysis of Fmoc-N-Me-BAla-OH and Fmoc-N-Me-Thr(tBu)-OH with second
activation of CTC resin using dimethyl sulfate and iodomethane, both as N-methylation reagents.
A) Analysis of mini-cleavage after 0-NBS protection and N-methylation. B) Analysis of mini-
cleavage after 0-NBS deprotection. C) Analysis of mini-cleavage after Fmoc protection.



Fmoc-N-Me-AA-OH synthesis with second activation of CTC resin

Dimethyl sulfate Iodomethane
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Figure S1: ESI-TOF analysis of Fmoc-N-Me-Ala-OH using dimethyl sulfate as N-methylation
reagent.
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Figure S2: ESI-TOF analysis of Fmoc-N-Me-$Ala-OH using iodomethane as N-methylation
reagent.




R3-Fmoc-N-Me-Thr(tBu)-OH

x104 |+ESI Scan (0.14-0.48 min, 22 scans) Frag=175.0V MSD5495.d Subtract

5] 4341937
C24H29N Na 05

28 356.1492
C20H22N 05

414.2970

0.8 450.1661
0.6 C24 H29K N 05

0.2+
0 | 1 | ) | I |

. | e
T T T T T T T T T T T T T T T T T T T T T T T
350 355 360 365 370 375 380 385 390 395 400 405 410 415 420 425 430 435 440 445 450 455 460
Counts vs. Mass-to-Charge (m/z)

Figure S3: ESI-TOF analysis of Fmoc-N-Me-Thr(tBu)-OH using dimethyl sulfate as N-
methylation reagent.
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Figure S4: ESI-TOF analysis of Fmoc-N-Me-Thr(tBu)-OH using iodomethane as N-methylation
reagent.
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Figure S5: NMR 'H spectrum of Fmoc-N-Me-BAla-OH at 400 MHz in DMSO(d6).
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Figure S6: NMR 'H spectrum of Fmoc-N-Me-BAla-OH at 400 MHz in CDCls.
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Figure S7: NMR DEP 135 spectrum of Fmoc-N-Me-BAla-OH at 400 MHz in CDCls.
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Figure S8: Overlaid *C and DEP 135 spectra of Fmoc-N-Me-BAla-OH at 400 MHz in CDCls.



Figure S9: NMR 'H spectrum of Fmoc-N-Me-Thr(tBu)-OH at 400 MHz in DMSO(d6).
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Figure $10: NMR *H spectrum of Fmoc-NMe-Thr(tBu)-OH enlarged aliphatic zone.
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Figure S11: NMR 3C spectrum of Fmoc-N-Me-Thr(tBu)-OH at 400 MHz in CDCls.
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Figure S12: NMR DEP 135 spectrum of Fmoc-N-Me-Thr(tBu)-OH at 400 MHz in CDCls.
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Figure S13: Overlaid *C and DEP 135 spectra of Fmoc-N-Me-Thr(tBu)-OH at 400 MHz in CDCls.



