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Title

Metal-free carbon nitride materials (CN,) have exhibited impressive catalytic activity for various
energy conversion reactions, such as carbon dioxide reduction reaction (CO.RR), nitrogen reaction
reaction/nitrogen fixation (N,RR), and oxygen reduction reaction (ORR). Their unique surface chemistry
and abundant functional groups facilitate the interaction with reactants, leading to improved reaction
kinetics and selectivity. In this thesis, to investigate the specific active site in CN, for different
catalytic reactions (CO,RR, N,RR, and ORR), I used density functional theory (DFT) to calculate the
catalytic mechanism and activity of CO,RR, N,RR, and ORR on CsN;, B-doped g—CyN;y and N-doped graphdiyne
(NGDY), respectively

Firstly, N=N linkage has Lewis base sites, which can be hybridized with Lewis acid molecule CO,, and
may improve CO,RR activity. To prove this, a new—type nitrogen-rich carbon nitride material, CsN; with
azo (-N=N-) linkage, was investigated as a photocatalyst for CO, reduction. The DFT results showed the
C3Ns has a longer visible—light region in the absorption spectrum with 2.0 eV of band gap. Compared with
g—C3Ny;, which has a band gap of 2.7 eV, the C3Ns; has much higher photocatalytic efficiency than g—CsN,.
The Gibbs free energies for possible CO, reaction paths on CsNs5 showed that CO, can be efficiently reduced
to CH; and CH;CH,OH.

Secondly, the B atom is an electron—deficient atom with Lewis acid characteristics that can drive
the “o donation—m backdonation” with Lewis base N;. To prove this, I systemically investigated the
mechanism of N, adsorption and fixation on B-doped g—C¢Ny;,, a new carbon nitride material, with three
different doping configurations, namely substitutions of B at C (Be;), N (Byi) sites, and B anchored g-
CoNig (Bx). I found that N,RR can only proceed on By, and By due to N, chemisorption ability. By; has a good
NoRR catalytic activity and selectivity while doping By is blocked by H poisoning due to stronger binging
with H.

Finally, unlike graphene, GDY has a large pore with high mass transfer efficiency and is composed
of sp— and sp’~hybridized carbon atoms with a nonuniform electronic distribution. N—-doping was found to
favor sp—hybridized carbon atoms as the most preferable sites, and these sp-N were identified as highly
attractive centers for capturing 0, molecules. To prove this, I systematically studied the ORR mechanism
on sp—NIGDY and pyridinic (Pyri)-NGDY support by graphene (G) with solvation effect. I found that the
dissociative mechanism is preferred on sp-NIGDY/G and the surface is easily terminated by the OH*
intermediate, while the OH% pre—adsorbed surface (sp-N1GDY(OH)/G) prefers the associative mechanism.
Pyri-NGDY/G also prefers the associative mechanism without any termination. Then, the solvation effect
stabilizes all ORR intermediates in both cases. From the calculated free energy diagram, a model with
water solvent gives a more appropriate estimation of the overpotential than the one without water
solvent, and sp-N1GDY/G with OH* pre-adsorbed has a lower overpotential (0.46 V) which is close to the
experiment value (0.36 V), compared with Pyri-NGDY/G (0.75 V).

From my works, 1 would like to emphasize that depending on target reactions, it is possible to

introduce specific active sites to design new catalysts based on theoretical simulations
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