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Abstract of Thesis

In this dissertation, a series of semiconductor photocatalysts with enhanced photocatalytic Hy, production
activities under solar light irradiation were investigated. The mechanisms of enhanced hydrogen production
were clarified by investigation of photo—induced electron transfer dynamics using femtosecond time-resolved
diffuse reflectance spectroscopy, single—particle photoluminescence, photoelectrochemical techniques, and
SO on.

In Chapter 1, graphitic carbon nitride (g—CsNy) with mesoporous nanosheet structure was prepared from the
mixture of melamine (M) and urea (U). The presence of U increased the surface area and defects of nitrogen
vacancies acting as trap states in g—CsNs.. The as—obtained g—CsN,M;U, (1 and 2 denote the weight ratio of M
and U, respectively) exhibited the photocatalytic Hy production rate of 3.1 mmol g h! under A > 400 nm light
irradiation and apparent quantum efficiency (AQE) of 74% at A= 400 nm. Single-particle photoluminescence
originated from charge recombination of photogenerated charge carriers, showed longer lifetime of charge
carriers in g—C3Ns—M,U, than that in g—CsNs—M. Femtosecond time-resolved diffuse reflectance measurement revealed
that the electron trapping by the defects in g—CsNs—M,U, occurs faster than that in g-CsN,—M, leading to efficient
photocatalytic Hy production.

In Chapter 2, Au triangular nanoprisms (TNPs)/g-CsN; as a plasmonic photocatalyst for H,; production was
prepared by loading Au TNPs on the surface of g—CsN, nanosheet. Au TNPs/g—CsN, exhibited photocatalytic H,
production activity up to 53.4 umol g' h' under NIR light irradiation (A > 780 nm). Finite—-difference
time—domain (FDTD) simulation showed stronger plasmon—induced electromagnetic field in NIR region around the
tip areas in Au TNPs/g—CsN, than that of pure Au TNPs, which would increase the density of plasmon—induced
hot electrons and facilitate interfacial electron transfer from Au TNPs to g-CsN,. Transient absorption
measurements revealed that plasmon—induced hot electron transferred from Au TNPs to g—CsN,. The injected
electrons move to the active sites of g—CsN,, where H" can be reduced to H,. The charge separation at the
heterointerface of Au TNPs/g-CsN, retarded the recombination of hot electrons and holes and prolonged the
lifetime of electrons

In Chapter 3, highly exfoliated 2D MosC nanosheets with thickness of 20 nm (Mo,C) were prepared by 1iquid-phase
ultrasonic exfoliation for the first time. As a photocatalyst free of noble metals, Mo,C was hybridized on
CdS nanoparticles with diameter of 10 nm (CdS) to be the composite Mo,C/CdS, which was used for photocatalytic
H, production under visible light irradiation. Under optimized experimental conditions, Mo.C/CdS exhibited
a remarkable Hy production rate of 7.7 mmol g ' h™' which is 6—, 16— and 4-folds as high as those for bulk Mo,C/CdS,
pure CdS and Pt/CdS, respectively. The significantly enhanced activity is attributed to the rapid transfer
of photogenerated electrons from CdS to Mo,C at the heterointerface and shortened migration distance of the
electrons to the active sites in Mo,C as well as the presence of more active sites of Mo,C than bulk Mo.C.
Photoluminescence, photoelectrochemical measurements, and femtosecond time-resolved diffuse reflectance

spectroscopy results demonstrated the efficient charge separation and rapid electron transport in Mo,C/CdS
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