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1. FT-IR results

The FT-IR spectra (Figure Sla) reveal distinct absorption peaks at 2937 cm™ and 2861 cm™ in
lysine, corresponding to the stretching vibrations of N-H---O and C=0---H, respectively. These
peaks are nearly absent in pure citric acid (CA). Upon blending the two components, these
characteristic peaks undergo notable modifications, suggesting that the incorporation of CA disrupts
the original hydrogen-bonding network. For citric acid, the prominent peak at 1701 cm™ is assigned
to the C=0 stretching vibration. With the addition of lysine, both the position and intensity of this
peak exhibit changes. Specifically, a higher molar ratio of CA results in increased intensity at 1701
cm'. Concurrently, the characteristic peaks of lysine—the NHs* bending vibration at 1571 cm™ and
the NH: deformation mode at 1504 cm'—also shift, indicating that blending alters the local
chemical environment without fundamentally changing the molecular structure. Theoretical FT-IR
simulations (Figure S1b) further support these observations. The simulated spectrum shows close
alignment with experimental results, particularly for the C=0 stretching vibration of CA (observed
at 1852 cm™) and the NHs* vibration of lysine (observed at 1731 cm™) in the blended system. This
consistency between experimental and computational data allows for reliable structural

interpretation of the hybrid material.
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Figure S1. (a) Comparative experimental FT-IR spectra of pure citric acid (CA), pure lysine
(Lys), and their binary mixtures at CA-to-Lys molar ratios of 2:1, 1:1, and 1:2. (b) Theoretical
FT-IR spectra simulated for pure CA, pure Lys, and their equimolar (1:1) mixture.

2. Low-field NMR Study Results Based on Grinding/Mixing of Citric Acid and
Lysine at a 1:1 Molar Ratio

Table S1. Low-Field NMR Study of Citric Acid—Lysine (1:1 Molar Ratio) Grinding/Mixing

fRigid/% TzRigid/ms f Mobile /% T2 Mobile /ms R2

Homogeneous grinding at a 95.75 0.01468 4.25 0.1 0.99925
CA: Lys=1:1
Mixing of CA: Lys=1:1 63.31 0.01378 36.69 0.1 0.99978

Rigid represents the fraction of the rigid phase component, and Mobile stands for the fraction of the
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flexible phase component.
3. Theoretical Calculations

All molecular structures were optimized using the Gaussian and Multiwfn programs with the density
functional theory (DFT) method, employing the B3LYP functional and the 6-31G(d) basis set.
Grimme’s DFT-D3 correction was applied to better describe London dispersion effects and long-
range intermolecular/intramolecular charge transfer processes. Additionally, frequency analysis
calculations were performed at the same theoretical level to confirm that the optimized structures
corresponded to local minimum. Time-dependent density functional theory (TD-DFT) was also
conducted at the same level of theory to compute the optimized singlet geometries and energy levels.
Polymer-related calculations were approximated using oligomers with four repeating units.

The three complexes exhibited nearly identical fluorescence emission wavelengths, their
photophysical properties differed significantly from the pristine materials. Accordingly, the analysis
focused on comparing each complex against its corresponding raw materials rather than conducting
inter-comparisons among the different complex ratios. DFT calculations for the three CA: Lys ratios
(2:1, 1:1, 1:2) reveal progressive changes in electronic structure (Figure S2). The energy gap (AE)
systematically decreases from 5.29 eV (2:1) — 5.37 eV (1:1) — 5.89 eV (1:2). This narrowing
bandgap correlates with enhanced long-wavelength fluorescence efficiency and explains the ratio-

dependent photophysical evolution observed experimentally.
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Figure S2. Frontier molecular orbital characteristics of optimized structures: CA: Lys=1:1, CA:
Lys=1:2, and CA: Lys=2:1 hybrid system, illustrating HOMO-LUMO distributions and their
contributions to fluorescence emission.

To strengthen the theoretical foundation of this study, we performed additional calculations on
excited states of different configurations with identical composition. The theoretical calculation
results reveal that CA-Lys blends with identical molar ratios exhibit distinct structural
configurations, leading to varied emission wavelengths (Figure S3). This structure-dependent
emission behavior may associate with the excitation-dependent effect (EDE) phenomenon.
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Figure S3. DFT-calculated electronic energy levels of S; for the CA: Lys=1:2 and CA: Lys=2:1
complex with different configurations.

As shown in the Figure S4, the DFT calculations results indicate that the energy level difference
varies (HOMO-LUMO gap) with the lysine (Lys) content, exhibiting a decreasing trend as the Lys
proportion increases. This phenomenon may be attributed to excitation-dependent effect.
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Figure S4. Frontier molecular orbital characteristics of optimized structures: hybrid system with Lys
contents of 1, 2, and 3, illustrating HOMO-LUMO distributions and their contributions to

fluorescence emission.

4. 'H-NMR spectral of mild condition and physical mixture with a CA: Lys
molar ratio of 1:1 in D,0O
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Figure S5. 'TH-NMR spectral of mild condition and physical mixture with a CA: Lys molar ratio of
1:1 in D,O
As shown in Figure R1(a), the 'H NMR spectra of the sample heated at 70°C and the physically
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blended sample at room temperature were completely identical. This indicates that under our
experimental conditions, no chemical reaction occurred between citric acid and lysine, further ruling

out the possibility of carbon dot formation.
5. Reproducibility, Repeatability, and Sensing Properties of CA/Lys Blends

To test the sustainability of their material through examining repeatability, we fabricated new
composite films by blending CA-Lys complexes with PVA. As shown in Figure S6a-c, the
fluorescence spectra and quantum yield measurements of these films are in good agreement with
our previously reported data, with minor intensity variations that may arise from inherent instrument
error in the fluorometer. Figure S6d displays the photoluminescence spectrum of a recast CA-Lys-
embedded PVA composite film after dissolution and re-deposition, which also aligns well with our
earlier findings. These results confirm the excellent reproducibility, repeatability, and sensing

performance of our material system.
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Figure S6. Photoluminescence (PL) spectra of CA-Lys-embedded PVA composite film(a-c)
prepared by three separate fabrication and recast CA-Lys-embedded PVA composite film after

dissolution(d).

Theoretical Molecular Structure of CA-Lys in Fig. 6a-d

C 0.52761181  -1.10291144  -1.09949469
C -1.69124415  -3.41687756 0.92912713
C 1.71153677  -0.92913878  -0.19704297
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