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Fig. 1. Reported solar-to-hydrogen (STH) efficiencies in multijunction photoelectrochemical cells [°/.
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Fig. 2. (a) Side and (b) top views of the plannar
Aug nanoparticle on MgO (2 ML)/Ag(001), together
with potential sites for water molecular adsorption

(red dots); (c) the electronic local density of states
(LDOS) for the Aug on MgO (2 ML)/Ag(001).
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Fig. 3. (a) The charge density distribution from the quan-
tum well state 2 at the periphery of Aug cluster; (b) ori-

entation dependence of water adsorption energies.
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Fig. 4. Reaction energy profiles for Ha generation on
MgO(2 ML)/Ag(001) without/with the gold cluster.
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Fig. 5. (a) The schematic showing plasmon-induced water splitting on Au nanosphere (D = 1.9 nm) under the laser

field polarized in the z direction; (b) snapshots of the simulated time evolution of charge density at the Fermi level,

where the grey dot denotes the center of the NP, and the dashed line indicates the NP surface; (c) time evolution

of the applied field and (d) atomic distance d of water along the z direction to the Au surface.
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Fig. 6. (a) Time evolution of the number of hydrogen molecules with varied laser intensity; (b) schematics of “chain-

reactions” in plasmon-induced water photosplitting and Ha generation; (c) atomic configurations at time ¢t = 0, 20,

26, and 33 fs.
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1) Augo 55 B I Ik ™ AR 1) Fi 1 vy TE A
KA, A OH 8, i H MK T o5

2) WEALH HAE LI E R SRAS R OR 1 Bh e,
FRELI N 300 K FHBIARER 10 5

3) R FWEI T — Ky ¥ B HZH
B —AN H B0 204 5 1 o0 i, P2 AE RN H, — il A
AT

5 HERE

KB fE 1) S0 L 0 1Y) B 5 SR A, (BB A T I 3
EORBRAR, WpAs i e M e thR. 8 7 e R
TR B BRG] S B HLEE, BATHE IR T K
I9F 3 1) 2 FRL Tt g FRUPSE 7K R R B A0 i 1)+
TEh il i, BEAT T — RIS — IR A AL
W BATR I 9RO L 7K W B B A 5 2
IE e, W T AR Ak JATE
BT R T K WD, R T RN 2, H
M NEB 74t 7 R BiEg AR, W18 T O-HEI Y #L
AA SRR AT R R T AN K T R
75 Tl sar-ddn . #—BUET
I bR UK S 93 T 3 1 TR T N
KBRLAEAL T ORI & T3 )5, 53] 7 — &
Ji R R G R, Hk FEHOTHET
IR BN AR A K 1 7 R R e B DL TE PR I o A
B 2 E AR B, KD R)E, &
P % 7K W B A7 o Ak 37 189 538 = 3 7K 0 i, LA B A%
W E B, &%, AR B EEROTE K
o R AR R IR RN LB A5 R T
PR I TN K B BLE, AR R T
R E R T ki, B AT sh B g 53— K
T, AN ER T AN ER TS NE
o, I B gORBURL R HL BATIA B
SR S g K R ROV ER PRATLER B BIF 7T RE S B AL O
MEE K 73 e EL L A T, B g oK R R~

L FEAR AT & K BHOG I A o3 A1, A 45 3R T OK Fe
T HK A REE VUL, 158 KR R L 5%

TR 5 r [ Rk S (e ) BT P A T S 6 ) 1R 2R
(iME KA F ARL MK — R 288
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Water photosplitting: Atomistic mechanism and
quantum dynamics”
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Abstract

Directly splitting water into carbon-free Hy fuel and O2 gases by sunlight is one of the most environmentally-friendly
and potentially low cost approaches to solving the grand global energy challenge. Recent progress of electronic structure
theory and quantum simulations allow us to directly explore the atomistic mechanism and ultrafast dynamics of water
photosplitting on plasmonic nanoparticles. Here in this paper, we briefly introduce the relevant researches in our group.
First we propose that the supported gold nanoparticles on oxide thin film/mental should be able to potentially serve as
efficient photocatalysts for water splitting. Then, under the light illumination, we identify a strong correlation among
light intensity, hot electron transfer rate, and water splitting reaction rate. The rate of water splitting is dependent not
only on respective optical absorption strength, but also on the quantum oscillation mode of plasmonic excitation, which
can help to design nanoparticles in water photosplitting cells. Finally, we simulate the ultrafast electron-nuclear quantum
dynamics of Ha generation with plasmonic gold cluster on a time scale of ~100 fs in liquid water. We identify that the
water splitting is dominated by field enhancement effect and associated with charge transfer from gold to antibonding
orbital of water molecule. Based on all atomistic mechanism and quantum dynamics above, we present a “chain-reaction”
Hs production mechanism via high-speed (much higher than their thermal velocity) collision of two hydrogen atoms from

different water molecules under light illumination.

Keywords: water photosplitting, gold nanoparticles, quantum selectivity, quantum dynamics
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