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A. Material

The chemical reagents used in this work were obtained directly through commercial purchase.
Azo-dipyridine (AP) and azobenzene (AB) with 98% purity were purchased from Beijing
Bailingwei Technology Co., LTD. Phenylazopyridine (PAP) and diethylamine phenylazopyridine
(DAA) with 98% purity were purchased from Shanghai Anaiji Chemical Co., LTD. Spectroscopic
grade acetonitrile and spectral hexane were purchased from Beijing Bailingwei Technology Co.,
LTD. Spectroscopic grade CH3CN and H20 were utilized for the preparation of the sample
solutions. All the mixed solvent ratios are volume ratios unless indicated otherwise.

B. Fs-TA Experiments and Kinetics fitting method

The fs-TA setup is based on a Ti: Sapphire regenerative amplified (Coherent, Astrella Tunable-
F-1k). The fs-TA spectrometer is Helios Fire mode from Ultrafast Systems. With the 800 nm output
power of 7.4 W, the amplifier has a repetition frequency of 1 kHz and the pulse width of 800 nm is
84 fs. The continuous white light is generated from the probe pulse, utilizing approximately 4% of
the 800 nm output. The maximum temporal delay of the system is 8000 ps, while the T, instrument
response function is 120 fs. The recorded data averaged for 2 s is extracted by the acquisition system
at each temporal delay.! The acetonitrile solution and NCS (0.15 mM) of each sample were removed
into a quartz colorimetric dish with a thickness of 2 mm, placed on the sample table, started stirring,
excited by pump light of corresponding wavelength (300 uW), and the transmitted detection light
signals were collected. The data is stored in a three-dimensional wavelength-time-absorbance
matrix. Surface Xplorer is used to analyze all the data, chirp correction is performed on all the data,
and solvent effect is deducted. All the error values were shown with 90% confidence intervals. This
paper gains the single-wavelength fitting based on Equation (1) below. The ¢, and 4 represent the
instrument response value and the amplitude of species, respectively. The 7 is called delay time, and
fp means zero time. Meanwhile, in molecular dynamics, normalization can help us more intuitively
compare the kinetic behaviors of different molecules or under different conditions. To compare the
decay rates between different molecules, we normalize the molecular decay dynamics to the range
of [0, 1].
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C. The UV absorption spectra evolutions and photoisomerization yields in MeCN.

Under specific LED light irradiation, the ultraviolet absorption spectrum gradually changes from
trans-isomer to cis-isomer, and finally reaches equilibrium and stability.

According to the model presented in reference [2], along with the extinction coefficients of AP
(24,500 L/mol/cm for the trans-form and 1,500 L/mol/cm for the cis-form, under 280 nm pump),
AB (22,700 L/mol/cm for the trans-form and 1,750 L/mol/cm for the cis-form, under 280 nm pump),
and PAP (21,800 L/mol/cm for the trans-form and 3,250 L/mol/cm for the cis-form, under 280 nm
pump), their respective photoisomerization yields are determined to be 10.5%, 12.5%, and 21.5%.
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Figure. S1. Shown are the absorption spectra evolutions upon 280 nm laser irradiation of AP in MeCN (a);
300 nm LED light irradiation of AB (b) and PAP (c) in MeCN. The energy density of both the irradiated
laser and LED lights on the sample is controlled at 1600 W/m?.

D. Theoretical Calculations

In this work, Gaussian 16 software is used to complete the theoretical calculations.?> Using TD-
DFT, B3LYP was used as the method and 6-311g™ as the basis set to optimize the structure of the
ground and excited states of each molecule. Multiwfn® 3 program was used to assist analysis of the
highest occupied molecular orbital and the lowest unoccupied molecular orbital (HOMO-LUMO,
Figure S1) and EDA-FF. All molecules in MeCN were optimized with the SMD model.
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Figure. S2. HOMO-LUMO of azo-derivatives photoswitching molecules.

PES Scanning:

(1) Sp PES scanning: The PES of each molecular Sy is scanned. For double-bond photoswitching
molecules, the angle formed by two atoms of the double bond and a C atom of the benzene is
changed (the angle of C-N=N), and the energy of the S, at different angles is optimized to calculate
the PES diagram of each azo-derivative trans—cis isomerization.

(2) Sy PES scanning: The PES scanning of the S; of each azo-derivative is carried out with the
dihedral angle where the double bond is located as the independent variable, and the angle of this
dihedral angle is changed to optimize the calculation of the energy of the S; in different dihedral
angle structures (the dihedral of C-N=N-C), and the PES diagram of these molecules occurring in

S from ftrans to cis isomerization is obtained.

Dipole moment: Molecules have permanent dipole moments (net dipole moment Py, unit:
Debye) and induced dipole moments (presented by polarizability, a.u.). The permanent dipole
moment is the dipole moment that a molecule generates due to an uneven distribution of charges
within it when it is in its equilibrium conformation. Polarizability is the additional dipole moment
that a molecule generates when it is deformed by an external electric field. Table S1 shows the

relevant data below.



Table S1. The calculated dipole moment and polarizability of azo-derivatives.

Net Dipole Moment Polarizability
(Po) (Debye) (o) (a.u.)
AP 0 139.983
AB 0 156.039
PAP 3.058 148.357

E. Compared photoisomerization in MeCN and Hexane

AP, AB and PAP were respectively dissolved in Hexane at a concentration of 0.15 mM for testing fs-TA,

then their kinetics and fitting plots were compared with those in MeCN.
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Fig. S3 Compared kinetics and fitting plots of AP (a), AB (b) and PAP (c) in MeCN and Hexane.
F. Preparation of the nanocrystalline suspension

NCS of AP, AB, PAP were prepared by ultrasonic microreactor method.® Azo-derivatives were
dissolved in CH3CN solvent, and then high concentration azo-derivatives molecules CH3;CN
solution (1.5 mM) and poor solvent water were injected into the ultrasonic microreaction channel
at the same time, and a uniformly dispersed nanocrystal suspension (0.15 mM) was obtained by
rapid mixing in the ultrasonic-assisted reactor. Detailed parameter: power: 30 W; duration: 5
mL/min; H20: MeCN=14:1. Then, NCS was filtered by 0.22 pm membrane filter to get
nanocrystals. Finally, the obtained nanocrystals were placed in water for ultrasonic dispersion in an
ice bath.

G. Characterize the Crystal and Nanocrystal Structure

The size and morphology of azo-derivative nanocrystals were measured by scanning electron
microscopy. A small amount of prepared nanocrystalline suspended droplets was absorbed with a
rubber head dropper, then added to a 0.5%0.5*%0.5 cm silicon wafer and put into the ventilation
cabinet for natural air drying to obtain nanocrystalline. Then, the silicon wafer with nanocrystals is
plated with a gold film (less than 10 nm). On the one hand, to increase electrical conductivity during
the test process, on the other hand, to prevent long-term focus on the damage of organic small
molecule crystals, which interferes with the actual particle size detection. The true morphology and
particle size of nanocrystals can be determined by scanning electron microscopy and compared with
the data obtained by dynamic light scattering test.



AP-NCS AB-NCS PAP-NCS

Size Distribution by Intensity Size Distribution by Intensity Size Distribution by Intensity
‘.g 30 i 40 —_ 25
2 a2 : N
£ nm g 297 nm E - 540 nm
= : = e 13
e EDIL: 9250 Z PDI: 0.493 < PDI: 0.556
E 10 z £ 10
g g g s
=} = 2 0
—_ —_ =
0 =
100 . 1000 1000 0mn
Size (d.nm) Size (d.nm) Size (d.nm)

G

200mm - gy7-4.00kv  SignalA=intens  Date:12 Mar2021 EHT=5.00kv  SignalA=inlens  Date:11Jun 2021
WD=63mm  Mag=47.5KX  Time:11:42:04 |—| WD=4.8mm  Mag=100.00KX  Time :10:58:01 I‘—' WD=53mm  Mag=50.00KX  Time:10:37:04

200nm

EHT=5.00kV  Signal A= SE2 Date :17 Dec 2020 200nm

Figure. S4. The DLS and SEM of AP, AB and PAP in NCS.

H. Comparison PXRD of nanocrystal and single crystal

Single crystals of azo-derivatives were prepared by solvent volatilization method, and their
crystal structures and intermolecular forces were analyzed by X-ray diffractometer. The
nanocrystalline powders were obtained by freeze-drying of the nanocrystalline suspension using a
freeze-drying machine. The X-ray powder diffraction spectra of the nanocrystals were measured
and compared with the powder X-ray diffraction (PXRD) spectra of the powder made from the
single crystals of the corresponding molecules to confirm whether the crystal structure of the
nanocrystals is consistent with that of the single crystals (the 20 Angle range of the test is 5-50°).
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Figure. S5. Comparison PXRD for single crystals (black), nanocrystals (red), and nanocrystals after irradiation 30
min by pumps (blue) of AP (a), AB (b) and PAP (c).

I. The UV absorption spectra evolutions and photoisomerization yields of NCS.

Under specific LED light irradiation, the ultraviolet absorption spectrum gradually changes from
trans-isomer to cis-isomer and finally reaches equilibrium and stability.

According to the model provided?, photoisomerization yields of AP, AB and PAP in NCS are
9.6%, 14.2% and 21.2%, respectively.
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Figure. S6. Shown are the absorption spectra evolutions upon 280 nm laser irradiation of AP in NCS (a); 320 nm

laser irradiation of AB in NCS (b); 320 nm laser irradiation of PAP in NCS. The energy density of both the

irradiated laser and LED lights on the sample is controlled at 1600 W/m?.
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Figure. S7. Fs-TA of AP (a), AB (b), PAP (c) in NCS.
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Figure. S8. The respective normalized kinetic comparison of AP (a), AB (b), PAP (c) between in MeCN and NCS.
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Fig. S9 Shown are the molecular structure of DAA (a), UV-vis absorption spectra evolution of DAA in
MeCN (b) and in NCS (¢) irradiated by 440 nm LED light, fs-TA spectra of DAA in MeCN (d) and NCS
(e) excited by 440 nm pump, and the comparison of kinetic and fitting plots of DAA in MeCN and NCS.
The energy density of both the irradiated laser and LED lights on the sample is controlled at 1600 W/m?.

Fig. S10 Single crystal XRD crystal structure of DAA.
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