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SUPPORTING INFORMATION

Table S1. Tentative assignment of top-30 negative secondary ions among 414
automatically detected negative ions in the mass range 1-200 as sorted by PCA,
showing a trend from more organic (negative loadings) to inorganic (positive
loadings) composition of the investigated films.

Tentative assignment of top-30 negatively = Tentative assignment of top-30 positively

loaded peaks (PC1) loaded peaks (PC1)

P,0OH,4, C,PO, C;0H, C;0, C,HPO, C,Hs, CH,PO,, CP,NOg, P, OH, P,NO4H,,
CH,PO,, C,HP, C,HPO,, C;H3, C,OH, NH,, NH, P,N,0s, PNOH, P;NO;H,
CH,, C,H4PO3, CH5PN, C;HsPO,4, C,H;0, PNO,H, P,NO4H, CPN,0,, P,NO,, PNO,

H,, C,H¢PO,4, C4Hy, PO4H, C4HPO3, CP,NOs, CHP,04, POy, Cl, PNO;, P50,
C;H,PO, CH,P, H;PO,, CH, C,H, C;H,, F, O, 180, P,NO;, P,NOsH,, NO, O,H,
C;H,PO,, C4Hs, C4HgPO; 0,, P,NO,

(b)

200 pm

Figure S1. Top-view (a) photograph and (b) optical microscopy picture, of the film
produced using a DC of 3% for a power density of 1.0 W-cm2.
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Figure S2. XPS curve-fitting of the C 1s core level of the films produced at a power
density of 1.0 W-cm2 and a DC of 3% (a) and of 33% (b).

(@) DC = 3% (b) DC =100%

1.0 N, SPS (0,2) 1.04 N, SPS (0,2)
T 08 0,81
2 . — N,/DEAP discharge
S 6. — N,/DEAP discharge 064
g ? — Pure N, discharge over the coating
=
2 0,44 0.41 CN violet system (Av = 0)
) 1
c
£ 02; CN violet system (Av = 0) 021 L M
£ 1

010 T T T M 010 T T T T T 1

378 380 382 384 386 388 390 378 380 382 384 386 388 390
Wavelength (nm) Wavelength (nm)

Figure S3. Evolution of the CN violet system emission (Av = 0) normalised to the N,
SPS (CI1,—»B’I1,, Av = -2).



S CH
® HyC T 0-p-07" N

N O CHs

Relative Abundance
o
o

[CsHPOy + HI

30 [CsH,PO, + H]*

124.99982
0 T T T T T T T T T 'I T

139.01552

C,H,
—

155.04689

167.04686

[C7H45PO, + HI”
[ ]

|

195.07819

-C,H,

60 80 100 120
miz

140

160

T
180 200

Figure S4. DART MS/MS of protonated DEAP (NCE=20) showing the loss of ethyl

groups as preferential fragmentation pathway.



