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Cantilever Kn Kr

(N m) (N'm)
Linear 0.096 2.36E-9
Cyclic 0.096 2.54E-9

Table S1: Normal (Kn) and torsional (Kr) spring constant values of the cantilevers.
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Figure S1. (a) Force map recorded on I-PCPOXA brushes immersed in buffered medium with

pH = 3. (b) Deflection-vs-Zsensor curve directly extracted from the force map reported in (a).

(c) Force-vs-separation curve obtained by processing the corresponding Deflection-vs-Zsensor

profile. (d) Separation = zero was assigned in correspondence of the maximum slope of the FS

curve, where the two opposing brushes are fully compressed.
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Figure S2. Synthesis of BCLA.
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Figure S3. Synthesis of 3-azidopropylamine.
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Figure S4. Synthesis of MCPOXA.
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Figure S5. Synthesis of I-PCPOXA and I-PGalaPOXA.
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Figure S6. Synthesis of c-PCPOXA and c-PGalaPOXA.
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Figure S7. 'H-NMR (500 MHz) spectrum of BCLE in CDCls.
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Figure S8. 'H-NMR (500 MHz) spectrum of BCLA in DMSO-ds.
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Figure S9. 3C-NMR (126 MHz) spectrum of BCLA in DMSO-ds.
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Figure S10. *H-NMR (500 MHz) spectrum of 3-azidopropylamine in CDCla.
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Figure S11. C-NMR (126 MHz) spectrum of 3-azidopropylamine in CDCls.
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Figure S12. 'H-NMR (500 MHz) spectrum of methyl 5-((2-chloroethyl)amino)-5-

oxopentanoate in CDCls.
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Figure S13. BC-NMR (126 MHz) spectrum of methyl 5-((2-chloroethyl)amino)-5-

oxopentanoate in CDCla.
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Figure S14. *H-NMR (500 MHz) spectrum of MCPOXA in CDCls.
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Figure S15. C-NMR (126 MHz) spectrum of MCPOXA in CDCls.
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Figure S16. 'H-NMR (500 MHz) spectrum of PMCPOXA in CDCls.
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Figure S17. 'H-NMR (500 MHz) spectrum of I-PMCPOXA-BCLA in CDCls.
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Figure S18. 'H-NMR (500 MHz) spectrum of I-PCPOXA in D20.
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Figure S19. *H-NMR (500 MHz) spectrum of I-PGalaPOXA in D20.
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Figure S20. 'H-NMR (500 MHz) spectrum of a-alkyne-w-azide PMCPOXA in CDCls.

b, d c

4.00

06 8.04 48 46 44 42 40

1 (ppm) 1 (ppm)
a
] | i,h

L
— —_ —_
4.00 237.55 116.39

CHCI,

80 75 7.0 65 60 55 50 45 40 35 30 25 20 15 10 05 0
1 (ppm)

Figure S21. *H-NMR (500 MHz) spectrum of cyclic-PMCPOXA in CDCls.

S11



LUM

_
)
T
O T =
0.65 2.002.04
Ik .8 8.4 8.0 7.6 .
; h a
j |y 1 (ppm) ! J
T Fa A Irﬂ% I
0.65 2.002.04 88.55104.50 113.26
0 85 80 75 7.0 65 6.0 55 50 45 40 35 3.0 25 20 15 1.0 0
1 (ppm)

Figure S22. 'H-NMR (500 MHz) spectrum of c-PMCPOXA-BCLA in CDCls.
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Figure S23. *H-NMR (500 MHz) spectrum of c-PCPOXA in D20.
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Figure S24. *H-NMR (500 MHz) spectrum of c-PGalaPOXA in D20.
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Figure S25. SEC elugrams of a-alkyne-w-azide PMCPOXA (propargyl-PMCPOXA-N3),

cyclic-PMCPOXA, and PMCPOXA.
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Figure S26. Aqueous SEC elugrams of |- and c-PGalaPOXA.
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Figure S27. FT-IR spectra of a-alkyne-w-azide PMCPOXA (propargyl-PMCPOXA-Ns,black
trace) and its cyclization product (cyclic-PMCPOXA, red trace). The absence of the peak at
2100 cm, relative to the stretching of the azide group (N3), in the spectrum of cyclic-

PMCPOXA confirmed the ring closure.
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