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[bookmark: _Hlk170158042]Figure S1: Typical force-displacement curves for NH2-PPF45°C samples. The approach curve is represented by a straight line and the retract curve by a dashed line.
The force-distance curves represent the force exerted on the AFM tip during its approach (straight lines) and its retract (doted lines) from the probed surface. In the first step of the measurement (distance = 0 nm), the AFM tip is far from the surface and not interacting with it, thus the force is low or nul. At a given distance during the approach, attractive forces between the surface and the tip will pull the cantilever toward the surface, which is represented by a negative force. As the cantilever keeps advancing, the force registered increases, becoming positive when the tip starts applying pressure on the sample. The approach is stopped when the peak force is reached, here at 30 nN. The tip then withdraws: the force decreases as the cantilever moves away from the surface1,2.
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Figure S2: Typical XPS spectra of NH2-PPF45°C (a) and NH2-PPF-10°C (b).
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[bookmark: _Hlk170158054]Figure S3: Example of a degradative chain transfer for allylamine. 
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Table S1a: Most influential negative loadings (statistical weight > 90%) for the PC1 resulting from the PCA analysis of positive ToF-SIMS spectra.
	Loadings (PC1 < 0)
	Loadings (PC1 < 0)

	C2H3+
	C7H7+

	C2H4+
	C9H7+

	C5H2N+
	C10H8+

	C3H2N+
	C5H5+

	C5H2+
	CH3N2+

	C5H4+
	C6H5+

	CH3O+
	C3H2+

	C4H2+
	C6H4N+

	C3H4+
	NH3+

	C5H3+
	C7H4N+

	C4H3+
	C8H6+

	C3H3+
	C4H4+

	CHO+
	C7H5+

	C4H2N+
	C4H5+

	C2H3O+
	CH3+

	C6H6+
	C6H4+


.
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Table S1b: Most influential positive loadings (statistical weight > 90%) for the PC1 resulting from the PCA analysis of positive ToF-SIMS spectra.
	Loadings (PC1 > 0)
	Loadings (PC1 > 0)

	C3H8N2+
	C8H11O+

	C5H9N2+
	C6H8O+

	C4H8N3+
	C7H15N2+

	C6H12N+
	C6H12+

	C5H10N+
	C8H12N2+

	C4H7N+
	C6H9N+

	C4H7N2+
	C7H15N+

	C4H9N+
	C7H10N3+

	C8H15N2+
	C7H12+

	C6H11N3+
	C8H16N2+

	C8H11N3+
	C8H13N+

	C5H10N3+
	C4H5O+

	C6H10N+
	C8H17N2+

	C2H6N2+
	C7H16N+

	C3H7N2+
	C5H7N2+

	C6H10N3+
	C7H13O+

	C6H10N2+
	C6H11+

	C2H7N+
	C2H7N2+

	C7H11N2+
	C7H9N3+

	C9H17N2+
	C7H10N2+

	C5H12N+
	C3H7N+

	C6H9N2+
	C4H6N+

	C7H11N3+
	C3H6N+

	C7H12N+
	C7H9N2+

	C5H8N+
	C8H11N2+

	C7H12N2+
	C6H8N3+

	C9H15+
	C10H15+

	C8H13N2+
	C3H8N+

	C9H13N2+
	C4H5N2+

	C4H8N+
	C4H8+

	C8H14+
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Figure S4: FTIR-ATR spectrum of NH2-PPF10°C 
A typical FTIR-ATR spectrum is presented in Figure S4. Broad bands observed at a wavenumber ν = 3330 cm-1 and 3190 cm-1 are assigned to the symmetric and antisymmetric stretching of N-H and NH2 groups such as amides or primary and secondary amines. O-H moeities, resulting from the sample oxidation, and C≡C-H bonds could also contribute to the signal. The absence of a band around 3050-3100 cm-1, typically associated with the stretching of a C=C-H bond, should be noted. 
Three peaks with a wavenumber of 2960, 2927 and 2868 cm-1 are associated with C-H stretching of alkyl groups. Small bands in the range of 2050-2300 cm-1 could indicate the limited presence of unsaturated species such as C=C, C≡C, nitrile or carbodiimide. The large band around 1600 cm-1 is attributed to NH2 bending and C=O and C=N stretching.3,4
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