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Figure S1. "H-NMR spectrum recorded in CDCls and at 400 MHz for 3-nitro-4-phenoxypyridine (1).
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Figure S2. "H-NMR spectrum recorded in CDCls and at 400 MHz for 4-phenoxy-3-pyridinamine (2).
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Figure S3. "H-NMR spectrum recorded in CDCls and at 400 MHz for 2-(prop-2-yn-1-yloxy)benzaldehyde (3).
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Figure S4. '"H-NMR spectrum recorded in CDCls at 400 MHz for 4-phenoxy-N-

amine (5).
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Figure S5. "H-NMR spectrum recorded in CDCls and at 400 MHz for N-(2-(2-azidoethoxy)ethyl)methacrylamide.
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Figure S6. "H-NMR spectrum recorded in CDCls and at 400 MHz for nMPC-m(MePEG-Ns) with n=25 and m = 6.

The DP (n) of MPC and () of MePEG-Ns in the macro RAFT agents nMPC-mMe-
PEG-Ns can be calculated as described in equations S1-S2:

_ Ukl
3xC

X Xmpc

_[E,F,G,H,I]—2xn

22 < C X XPEGN3

(SD)

(S2)

The peak C that belongs to CPA, was chosen as reference and its area was set equal
to 2. To compute the DP, peaks ], K, X were employed as they belong to the 6 H of both

the monomeric and polymerized MPC.

The conversion of MPC and MePEG-Ns (xmrc and Xrzens respectively), were instead

calculated according to equations S3-54:

2 xXA
LXK

Xype = 1—

2 x A

X =1-
PEGN3 [E,F,G,H,I] —2xn

(S3)

(S4)



To calculate the monomer conversion, for the MPC the peak of one of the hydrogen
atoms of the double bond (A), only present on the unreacted monomer, was compared to
the peaks J,X,K corresponding to two hydrogen atoms each, referred to the converted pol-
ymer and unreacted monomer. For the MePEG-Ns at the peak of [E F,G,H,I] was sub-
tracted the value of the peak of MPC corresponding to 2 hydrogens per unit of MPC and

evaluated with the peak A".
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Figure S7. Representative 'H-NMR spectrum of HEMA-CLq macromonomer with q =5.

The DP (q) of HEMA-CLq is calculated as described in equation S5:
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(S5)

The peaks I and H, represent respectively the two hydrogen atoms adjacent to the
chain-end hydroxyl group and to the ester group, while P refers to the 4 protons of the

HEMA used as initiator.
The conversion Xci, was calculated according to equation S6:

H+1

Xpp= ————
T H+I+M

(S6)



The peak M of the two hydrogens adjacent to the ester group of the monomeric CL
was compared to the peaks H and I, of the two hydrogen atoms adjacent to the chain-end
hydroxyl group and to the ester group of the polymerized CL, respectively.
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Figure S8. "H-NMR spectrum recorded in CDCls and at 400 MHz for nMPC-mMePEG-Ns-pCL5 with n =25, m = 6, and p

=30.

The peak E corresponding to the two hydrogen atoms present only in MPC was cho-
sen as a reference and set equal to 50 (2 hydrogen atoms of the methylene group multi-
plied by 25 units of MPC).

The DP of HEMA-CLS5 (p) can be calculated as described in equation S7:

X
X

G
E

n
5

p= (7)

The peak G refers to the two hydrogen atoms present in both reacted and unreacted
macromonomer units, while 5 is the number of repeating caprolactone units in the mac-
romonomer.

The macromonomer conversion xxema-cLsis determined according to equation S8:

2X5%XA

(8)

The peak A, corresponding to one of the two hydrogen atoms of the lipophilic mon-
omer double bond and the peak G were weighted on their number of hydrogens (2 H per
5 repeating units), and the final product was subtracted from 1.

XuEma—cLs = 1 —
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Figure S10. Laser scanning confocal microphotographs showing the distribution of Dil signal in BV2 clone#4 TSPO cells
exposed to unfiltered Dil 50 ng/ml for 4h. Nuclei are stained with DAPL Scale bar = 25 um. The single channel showing
Dil signal has been inverted to better highlight the distribution of the dye into the cell membranes.



