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Figure S1. Total ion current chromatograms and mass spectra showing time series of
hydrolysis of cyclo-FVGGTSFD (PLP-12).

Figure S2. Total ion current chromatogram and mass spectrum showing hydrolysis of cyclo-

GLLGITD (PLP-10).

Figure S3. Total ion current chromatogram and mass spectrum showing hydrolysis of cyclo-

GSPLFD (PLP-4).

Figure S4. Total ion current chromatogram and mass spectrum showing hydrolysis of cyclo-

FVGGTSFD (PLP-12).
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Figure S1. Total ion current chromatograms and mass spectra showing time series of
hydrolysis of cyclo-FVGGTSFD (PLP-12). A-F: hydrolysis reactions at 0 min (control), 10 min, 20
min, 30 min, 40 min and 50 minute respectively. Left: total ion current chromatogram for each
reaction. Right: mass spectra taken across the whole of each LC-MS experiment, retention times
0 — 60 min. m/z of cyclic peptide (including sodium adduct) shown in blue, linear hydrolyzed
peptide in red, further hydrolysis products in aqua, and putative polyethylene glycol products
released from the reaction tubes in green. Uncharacterized peaks (labelled in black) probably

represent impurities or further degradation products.
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Figure S2. Total ion current chromatogram and mass spectrum showing hydrolysis of cyclo-
GLLGITD (PLP-10). .A: the TIC shows peaks corresponding to the original cyclic peptide and the
hydrolyzed linear form. B: The mass spectrum at the retention time of linearized PLP-10 showing
that the observed m/z (m/z.ps) closely matches the expected m/z (m/Zexp).
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Figure S3. Total ion current chromatogram and mass spectrum showing hydrolysis of cyclo-GSPLFD
(PLP-4). .A: the TIC shows peaks corresponding to the original cyclic peptide and the hydrolyzed
linear form. B: The mass spectrum at the retention time of linearized PLP-4 showing that the
observed m/z (m/z.s) closely matches the expected m/z (m/Zexp).
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Figure S4. Total ion current chromatogram and mass spectrum showing hydrolysis of cyclo-
FVGGTSFD (PLP-12). .A: the TIC shows peaks corresponding to the original cyclic peptide and the
hydrolyzed linear form. B: The mass spectrum at the retention time of linearized PLP-12 showing
that the observed m/z (m/z.ys) closely matches the expected m/z (m/zexp).
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