JACS

OURNAL OF THE AMERICAN CHEMICAL SOCIETY

Subscriber access provided by ISTANBUL TEKNIK UNIV

Communication

Photosystem I/Molecular Wire/Metal Nanoparticle
Bioconjugates for the Photocatalytic Production of H
Rebecca A. Grimme, Carolyn E. Lubner, Donald A. Bryant, and John H. Golbeck
J. Am. Chem. Soc., 2008, 130 (20), 6308-6309 « DOI: 10.1021/ja800923y « Publication Date (Web): 26 April 2008
Downloaded from http://pubs.acs.org on February 8, 2009

O
OO0

More About This Article

Additional resources and features associated with this article are available within the HTML version:

. Supporting Information

. Access to high resolution figures

. Links to articles and content related to this article

. Copyright permission to reproduce figures and/or text from this article

View the Full Text HTML

ACS Publications

High quality. High impact. Journal of the American Chemical Society is published by the American Chemical
Society. 1155 Sixteenth Street N.W., Washington, DC 20036


http://pubs.acs.org/doi/full/10.1021/ja800923y

JIAIC

S

COMMUNICATIONS

Published on Web 04/26/2008

Photosystem I/Molecular Wire/Metal Nanoparticle Bioconjugates for the
Photocatalytic Production of H,
Rebecca A. Grimme,*T Carolyn E. Lubner,t Donald A. Bryant,* and John H. Golbeck* ™+

Departments of Chemistry and Biochemistry and Molecular Biology, Pennsylvania State University,
University Park, Pennsylvania 16802

Received February 5, 2008; E-mail: rug132@psu.edu; jhg5@psu.edu

In recent years, gold and platinum nanoparticles have become
attractive platforms for the photocatalytic production of hydrogen
gas.'? Photocatalysis of H, has been achieved by means of alcohol
re-forming on the surface of Au and Pt nanoparticles supported on
semiconductor materials such as titania.>® These semiconductor
materials supply an input of energy in the form of electrons. A major
drawback to this type of H, photocatalysis is that the photons must
have an energy greater than the band gap of the semiconductor material
in order to produce a charge-separated state that is able to sustain the
reaction: 2H™ + 2e~ — H,. For titania, the band gap is ~3.2 eV and
corresponds to light with wavelengths shorter than ~350 nm.” On the
basis of this requirement, only a very small fraction of incident solar
radiation has sufficient energy to produce this state. The photosynthetic
complex, Photosystem I (PS I), produces a light-induced, charge-
separated state that could be used to generate reducing equivalents for
H, production. The covalent attachment of PS I to Au and Pt
nanoparticles provides an attractive alternative to the titania-supported
particles for the photocatalytic production of Hy.

PS I has highly favorable properties that favor its use in such
applications. The pigments that comprise the antenna complex of
PS I absorb all wavelengths of visible light shorter than ~700 nm,
which represents 43—46% of the total solar radiation that reaches
the surface of the earth.® PS I has a quantum yield that approaches
1.0; hence nearly all of the photons that are absorbed are converted
into the charge-separated state P700" —Fg ™. This charge-separated
state is stable for ~100 ms, and the low potential reductant that is
produced is poised at a redox potential favorable for H, evolution.
The challenge is to transfer the electron from PS I to the
nanoparticle surface within this 100 ms time frame. In this
communication, we describe the covalent linkage between PS I and
the nanoparticle via a molecular wire which enables electron transfer
and subsequent H, production.

A covalent link between the nanoparticle and the terminal electron
transfer cofactor of PS I, Fg, can be fabricated. Recent work in our
laboratory highlights the ability of the C13G/C33S variant of PsaC
that lacks a native cysteine ligand at a solvent-exposed position on
the Fp cluster to be chemically rescued by a thiolated organic
molecule.” This PsaC variant has the unique ability to transfer electrons
from the Fy cluster to a covalently bound external acceptor. The
functionalization of Au and Pt surfaces by thiolated molecules is an
extensively explored and well-documented field of study.'®* It was
therefore considered feasible to link Au and Pt nanoparticles covalently
to PS I via a bifunctional organic dithiol which serves as the molecular
wire.

One functional group of the dithiol molecule modified the surface
of the nanoparticle, while the other functional group served as the
rescue ligand to the Fp cluster. Due to its relatively short length
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“ Construction of the Photosystem 1/1,6-hexanedithiol/nanoparticle bio-
conjugate began with the formation of [4Fe—4S] clusters in solution by
combining sodium sulfide, ferrous ammonium sulfate, and 2-mercaptoeth-
anol (1). Apo-C13G/C33S variant PsaC was reconstituted in vitro with these
[4Fe—4S] clusters (2) to yield holo-C13G/C33S variant PsaC. PS 1 was
rebuilt by combining reconstituted PsaC and P700/Fx cores in the presence
of PsaD (3). The 2-mercaptoethanol ligand to the Fg cluster was displaced,
and PS I was covalently linked to a Pt or Au nanoparticle by 1,6-
hexanedithiol (4).

(~1.2 nm), which enables electron transfer from PS I to the
nanoparticle before the otherwise inevitable charge recombination
between P700" and Fg~ occurs, 1,6-hexanedithiol was chosen as
a molecular wire for these experiments.

For all experiments, nanoparticles were synthesized according
to previously published methods. As determined by TEM analysis
of 224 and 208 particles, respectively, these methods resulted in
12.37 & 1.12 nm citrate stabilized Au nanoparticles'” or 2.89 +
0.41 nm mercaptosuccinic acid stabilized Pt nanoparticles.'® The
iron—sulfur clusters in the C13G/C33S variant of PsaC were
reconstituted with ferrous ammonium sulfate, sodium sulfide, and
2-mercaptoethanol, which resulted in its rebinding to P700/Fx cores
in the presence of PsaD (Scheme 1, 1—3)."” The rebuilt PS I was
then introduced into solutions containing either 12 nm Au nano-
particles or 3 nm Pt nanoparticles at a ratio of 1:1 PS I/nanoparticle
(Scheme 1, 4). The final concentration of PS I was 5.0 ug/mL Chl
a (5.8 nM PS I). 1,6-Hexanedithiol was added to a final concentra-
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Table 1. Rates of Hydrogen Production from PS I/Nanoparticle
Bioconjugates As Analyzed by Gas Chromatography

rate of H, production rate of H, production

sample (umol Hy mg Chi~* h~") (mol H, mol PS I s 1)
Au nanoparticle, rebuilt PS 1, 3.4 0.08
1,6-hexanedithiol
Pt nanoparticle, rebuilt PS I, 9.6 0.23
1,6-hexanedithiol
Pt nanoparticle, rebuilt PS I, 493 1.17

1.6-hexanedithiol, Cyt cg

tion of 200 nM to displace the 2-mercaptoethanol ligand that had
been retained at the open coordination site of the Fg cluster and to
link PS I to the nanoparticle surface. Samples were treated in the
dark for ~2 h with slight agitation, which allowed the PS
I/nanoparticle bioconjugates to assemble. Dicholoro(phenol)in-
dophenol (DCPIP), at 10 M final concentration, which was reduced
by the sacrificial donor sodium ascorbate, at a concentration of 100
mM, served as the electron donor to P700". To evaluate whether
the reaction was donor-side limited, cytochrome cg (Cyt cg) was
added to a PS I/molecular wire/Pt nanoparticle bioconjugate sample
due to the fact that Cyt ¢ is a much faster donor to P700" than is
reduced DCPIP.

The PS I/nanoparticle bioconjugates were added to closed vessels
with a path length of 2.0 cm that had been purged with N, gas, and
the samples were illuminated continuously with saturating white light
from a Xe arc lamp at an intensity of 2500 #E for 12—16 h. Samples
were taken from the headspace gas every 4 h and were analyzed for
H, by gas chromatography (see Supporting Information for linear plots
of H, production). Both PS I/molecular wire/Au nanoparticle and PS
I/molecular wire/Pt nanoparticle bioconjugates were able to produce
H, upon illumination (for rates, see Table 1). PS I/molecular wire/Au
nanoparticle bioconjugates generated 3.4 umol H, mg Chl ™' h™", while
PS I/molecular wire/Pt nanoparticle bioconjugates generated 9.6 umol
H, mg Chl~' h™'. Addition of 5 uM Cyt cg increased the rate of H,
production by the Pt nanoparticles to 49.3 umol H, mg Chl~' h™ ",
which indicates that the H; evolution is not limited by electron transfer
through the molecular wire, but rather by the donor-side reduction of
P700". Appropriate controls were carried out to verify that all
components were required for H, evolution (for details, see Supporting
Information).

No H, production was observed for any of the controls that
lacked one or more of the components or when wild-type PS I was
used in lieu of the rebuilt PS I. These results indicate that light
produces the charge-separated state necessary for H, evolution. It
also demonstrates that the electron can be transferred to the
nanoparticle surface only when the reconstituted PS I is covalently
attached to the particle surface by 1,6-hexanedithiol. The bifunc-
tional dithiol molecular wire both rescues the iron—sulfur cluster,
Fg, and links the protein to the Au or Pt nanoparticle surface,
thereby poising PS I at a distance capable of electron transfer at
rates faster than the charge recombination time between P700" and
Fg~.

Photosystem I has previously been utilized in studies that explore
its viability in the photocatalytic production of H,. Low rates of
H, evolution have been achieved by the platinization of spinach
chloroplasts and PS 1.18721 In those studies, the rate of H, evolution
was on the order of 0.2 umol H, mg Chl™' h™', although a rate of
2.0 umol H, mg Chl™' h™! was achieved in one instance.'®*'
Those studies do not address the method by which the Pt is
connected to PS I. Direct covalent attachment of PS I to the Pt via
the Fp cluster was not possible in those experiments. In addition,

a recent study has appeared in which a PS I—Hjase construct was
engineered by fusing the gene encoding the [NiFe]—H,ase from
Ralstonia eutropha H16 with the psaE gene (which encodes PsaE,
a stromal protein of PS I). Subsequent rebinding of the H,ase—PsaE
fusion product onto a PsaE deletion mutant of PS I produced only
0.2 umol H, mg Chl™' h™'.?? Clearly, the ~100-fold difference in
H, production rates between our PS I/molecular wire/nanoparticle
bioconjugates and these of previous studies demonstrates that these
alternative approaches are suboptimal for the construction of a H-
producing PS I adduct. Hence, we conclude that we have developed
an improved approach by introducing covalent bonds that direct
reducing electrons from the electron transfer cofactor, Fg, to the
catalytic nanoparticle surface, which enables the observed high rates
of H, evolution.

The strategy for the attachment of PS I to a nanoparticle surface
via a covalent linkage between an electron transfer cofactor and a
molecular wire presented in this communication represents an innova-
tive approach for the binding of proteins to surfaces or other proteins.
We therefore consider it feasible to use this approach to link PS I to
other external catalysts capable of rapid H, generation, such as
[FeFe]—H,ase, [NiFe]—Hsase, or N, reduction.

Acknowledgment. Funding for this work has been provided
by the DOE (DE-FG-02-05-ER46222). We thank the Huck
Institutes of the Life Sciences Electron Microscopy Facility for TEM
imaging of Au and Pt nanoparticle samples.

Supporting Information Available: Experimental and analysis
details. This material is available free of charge via the Internet at http://
pubs.acs.org.

References

(1) Lee, D. W.; Nam, S. E; Sea, B.; Ihm, S. K.; Lee, K. I. Catal. Today 2006,
118, 198-204.

(2) Croy, J. R.; Mostafa, S.; Lui, J.; Sohn, Y. H.; Cuenya, B. R.; Haruta, M.
Gold Bull. 2004, 37, 27-30.

(3) Mizukoshi, Y.; Makise, Y.; Shuto, T.; Hu, J.; Tominaga, A.; Shironita, S.;
Tanabe, S. Ultrasonics Sonochem. 2007, 14, 387-392.

(4) Bamwenda, G. R.; Tsubota, S.; Nakamura, T.; Haruta, M. J. Photochem.
Photobiol. 1995, 89, 177-189.

(5) Bocuzzi, F.; Chiorino, A.; Manzoli, M.J. Power Sources 2003, 118, 304-310.

(6) Bowker, M.; Mullard, L.; Greaves, J.; James, D.; Soares, J. Gold Bull.
2004, 37, 170-173.

(7) Tang, H.; Berger, H.; Schmid, P. E.; Levy, F. Solid State Commun. 1994,
92, 267-271.

(8) Gibbs, M.; Holaender, A.; Kok, B.; Krampitz, L. O.; San Pietro, A. A
report on a workshop held September 5-6, 1973, at Bethesda, MD, supported
by NSF under RANN Grant GI 40253 to Indiana University.

(9) Antokine, M. L.; Maes, E. M.; Czemuszewiez, R. S.; Breitenstein, C.; Bill,
E.; Falzone, C. J.; Balasubramanian, R.; Lubner, C.; Bryant, D. A.; Golbeck,
J. H. Biochim. Biophys. Acta 2007, 1767, 712-724.

(10) Stayton, P. S.; Olinger, J. M.; Jiang, M.; Bohn, P. W; Silgar, S. G. J. Am.
Chem. Soc. 1992, 114, 9298-9299.

(11) Huang, C. C.; Huang, Y. F.; Cao, Z.; Tan, W.; Chang, H. T. Anal. Chem.
2005, 77, 5735-5741.

(12) Brast, M.; Bethell, D.; Schiffrin, D. L.; Kiely, C. J. Adv. Mater. 1995, 9,
795-797.

(13) Li, Z.; Chang, S. C.; Williams, R. S. Langmuir 2003, 19, 6744-6749.

(14) Williams, J. A.; Gorman, C. B. Langmuir 2007, 23, 3103-3105.

(15) Frens, G. Nat. Phys. Sci. 1973, 241, 20-22.

(16) Chen, S.; Kimura, K. J. Phys. Chem. B 2001, 105, 5397-5403.

(17) Antokine, M. L.; Lui, G. H.; Bentrop, D.; Bryant, D. A.; Bertini, D.; Luchinat, C.;
Golbeck, J. H; Stehlik, D. J. Biol. Inorg. Chem. 2002, 7, 461-472.

(18) Evans, B. R.; O’Neill, H. M.; Hutchens, S. A.; Bruce, B. D.; Greenbaum,
E. Nano Lett 2004, 4, 1815-1819.

(19) Millsaps, J. F.; Bruce, B. D.; Lee, J. W.; Greenbaum, E. Photochem.
Photobiol. 2001, 73, 630-635.

(20) Greenbaum, E. Science 1985, 230, 1373-1375.

(21) Lee, J. W.; Tevault, C. V.; Blankinship, S. L.; Collins, R. T.; Greenbaum,
E. Energy & Fuels 1994, 8, 770-773.

(22) Thara, M.; Nishihara, H.; Yoon, K. S.; Lenz, O.; Friedrich, B.; Nakamoto, H.;
Kojima, K.; Honma, D.; Kamachi, T.; Okura, I. Photochem. Photobiol. 2006,
82, 676-682.

JA800923Y

J. AM. CHEM. SOC. = VOL. 130, NO. 20, 2008 6309



