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1. EPR sample preparation

EPR samples for W-band measurements of 3—4 were dissolved at a concentration of
~100 uM in a mixture of deuterated DMSO and methanol (at 20:30, v/v) immediately be-
fore the experiments. Approximately 2 pL aliquots of these solutions were placed into
quartz W-band EPR tubes (0.6 mm inner diameter, open at one end), which were shock-
frozen in liquid nitrogen prior to insertion into the precooled cavity. The solvent mixtures
used resulted in transparent glassy samples upon rapid freezing.

2. W-band echo-detected spectra
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Figure S1. 94 GHz echo-detected EPR spectra (black — for 3, red — for 4) at 80 K.

Pulsed EPR experiments at W-band (94 GHz) microwave (MW) frequency were ac-
quired on a Bruker Elexsys E680X EPR spectrometer. m/2 pulse lengths of 16 ns were
achieved. The experiments were carried out at a temperature of 80 K.

3. Relaxation measurements

The spin-lattice relaxation time of the biradicals was measured by the inversion re-
covery method. The phase relaxation time of the samples was measured by means of pri-
mary echo decay.




Molecules 2021, 26, x FOR PEER REVIEW 2 of 2

1.0 - 3
—4
& 0.8 4 :
© ©
= 2
S 0.6 B
c c
2 2
£ £
° 0.4 - °
o S
w w
0.2 -
0.4 4
0.0 -
T T T 0.3 T T T T T T
0 5 10 15 20 0 500 1000 1500 2000 2500 3000 3500
Time, ps Time, us

Figure S2. Left: Intensity of spin echo of biradicals 3-4 at 80 K as a function of the time. Right: Inversion-recovery time
traces of biradicals 3-4 at 80 K along with mono-exponential fits.

The obtained traces were fitted by mono-exponential functions. The results of fitting
are presented in Table S1.

Table S1. Parameters of relaxation times for biradicals 3-4.

Biradical Tz, ps T1, ms
3 1.01 £0.01 0.31 £0.01
4 0.92 +0.01 0.29 +0.01




