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Abstract: Metallic nanoparticles have been used as catalysts for various reactions, and the huge
literature on the subject is hard to overlook. In many applications, the nanoparticles must be affixed
to a colloidal carrier for easy handling during catalysis. These “passive carriers” (e.g., dendrimers)
serve for a controlled synthesis of the nanoparticles and prevent coagulation during catalysis.
Recently, hybrids from nanoparticles and polymers have been developed that allow us to change
the catalytic activity of the nanoparticles by external triggers. In particular, single nanoparticles
embedded in a thermosensitive network made from poly(N-isopropylacrylamide) (PNIPAM) have
become the most-studied examples of such hybrids: Immersed in cold water, the PNIPAM network
is hydrophilic and fully swollen. In this state, hydrophilic substrates can diffuse easily through the
network, and react at the surface of the nanoparticles. Above the volume transition located at 32°C,
the network becomes hydrophobic and shrinks. Now hydrophobic substrates will preferably
diffuse through the network and react with other substrates in the reaction catalyzed by the
enclosed nanoparticle. Such “active carriers”, may thus be viewed as true nanoreactors that open

new ways for the use of nanoparticles in catalysis.
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In this review, we give a survey on recent work done on these hybrids and their application in
catalysis. The aim of this review is threefold: We first review hybrid systems composed of
nanoparticles and thermosensitive networks and compare these “active carriers” to other colloidal
and polymeric carriers (e.g., dendrimers). In a second step we discuss the model reactions used to
obtain precise kinetic data on the catalytic activity of nanoparticles in various carriers and
environments. These kinetic data allow us to present a fully quantitative comparison of different
nanoreactors. In a final section we shall present the salient points of recent efforts in the theoretical
modeling of these nanoreactors. By accounting for the presence of a free-energy landscape for the
reactants' diffusive approach towards the catalytic nanoparticle, arising from solvent-reactant and
polymeric shell-reactant interactions, these models are capable of explaining the emergence of all
the important features observed so far in studies of nanoreactors. The present survey also suggests
that such models may be used for the design of future carrier systems adapted to a given reaction

and solvent.



1. INTRODUCTION
Metallic nanoparticles' and nanoalloys® have been the subject of intense research in the last two
decades because of their catalytic activity. For example, gold becomes an active catalyst when
divided down to the nanophase.®® This discovery has led to intense research in the field and the
number of papers in this subject is hard to overlook.">!* It is hence fair to state that catalysis by
nanoparticles is among the most active fields in modern nanoscience. Very often the synthesis of
nanoparticles proceeds through wet-chemical methods in the aqueous phase. The precipitation or
co-precipitation of metal nanoparticles and alloys in water can be handled in a well-controlled
manner to yield particles with defined size and composition.! It is therefore advantageous to use
the aqueous suspension of the nanoparticles directly for catalysis. Problems of solubility of organic
compounds in water can be circumvented in many cases by working in a two-phase system as,

e.g., in case of the Heck- or the Suzuki reaction.

A problem that has accompanied the field from its early beginnings, however, is the handling of
the particles in the liquid phase: The surface of the particles should be easily accessible for the
mixture of the reactants. This condition would require the nanoparticles to be freely suspended in
the solution. On the other hand, the nanoparticles must be removed entirely from solution after
catalysis. Moreover, coagulation or any type of Ostwald ripening of the nanoparticles must not
occur during the catalytic reaction. Also, leaching of metal or loss of nanoparticles from the carrier
must be prevented to ensure a meaningful and repeated use of the catalyst. The latter requirements
which are fundamental, for catalysis necessitate a suitable carrier that ensures a safe and repeated

handling of the nanoparticles that may impose possible health hazards.!!!?

Colloidal and polymeric carrier systems provide a solution to these problems. Suitable carrier
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systems include colloidal particles'*!*, dendrimers mesoporous materials, spherical



)?3% and other systems?! structured on a length scale between one

polyelectrolyte brushes (SPB
and a few hundred nm. At first, these systems may be used to generate the nanoparticles in a
defined way. Thus, these systems enormously widen the synthetic pathways to nanoparticles. In
addition to this, these carriers allow us to handle particles in solution in a secure way. Figure la

displays such systems in a schematic fashion. In the following, these systems will be referred to

as “passive carriers”.
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Figure 1: Scheme of a nanoreactor. a) Passive systems are carriers (e.g., dendrimers or spherical
polyelectrolyte brushes) that just confine the nanoparticles and prevent their coagulation during
catalysis. Reactants and products (yellow beads) can enter and exit the carrier easily. b) Active
carriers, that is, true nanoreactors can be used to trigger the activity of the nanoparticles by an
external stimulus, for example temperature or pH. Thus, the external stimulus may deplete a given
substrate, hence to a certain extent the nanoreactors is “closed” for this reactant. Similarly,

substrates may be enriched within the nanoreactor leading to a higher reaction rate.



In recent years, the concept of such carrier systems has been further advanced with the synthesis
of “nanoreactors” >*** As depicted schematically in Figure 1b, a true nanoreactor should not only
allow us to generate and to handle metallic or oxidic nanoparticles in the liquid phase without loss
or leaching of material. It should be possible to change the catalytic activity and the catalytic
selectivity of nanoparticle by an external trigger, for example the system’s temperature or pH.
These systems will be henceforth named “active carriers” and will be discussed in detail further

below.

Thermosensitive colloidal microgels made from a network of poly(N-isopropylacrylamide)
(PNIPAM) and its copolymers provide a good example for such nanoreactors:*¢374-33 Metallic
nanoparticles are fixated within a thermosensitive network. Immersed in cold water the network
will shrink. Above the temperature of the volume transition, which is 32°C for PNIPAM, most of
the water will be expelled. The substrates and the products can diffuse with only little obstruction
through the network in the swollen state. In the shrunken state, however, the much denser network
imposes a higher diffusional resistance for the substrates and the products. The activity of the
nanoparticles immobilized within such a thermosensitive network can hence be changed by
temperature, as shown in a number of papers.32#%>*€0 In our recent work, we could demonstrate
that polymeric nanoreactors can also be used to tune not only the activity but also the selectivity
of catalysis.*®* We showed this by synthesizing Au-nanoparticles enclosed in a hollow polymeric
shell in aqueous solution, leading to a yolk-shell type of architecture. The catalytic activity of such
a nanoreactor towards substrates differing in hydrophilicity can be tuned by temperature: At low
temperature the PNIPAM network is hydrophilic and hydrophilic substrates will penetrate the
network and react preferably. At higher temperatures the network becomes more hydrophobic

which leads to a higher reactivity of hydrophobic substrates. Another example has been presented



1.8, who observed much higher reaction rates when Ag nanoparticles on SiO2 were

by Horecha et a
encapsulated in a microcapsule as compared to the activity of the free nanoparticles. These very
promising results open the way for a new route towards adjusting the reactivity and the selectivity
of catalytic nanoparticles. More recently, we have extended the ‘“nanoreactor” concept to
photocatalysis.®> We have found that CuzO@PNIPAM core-shell microgels can work efficiently
as photocatalyst for the decomposition of methyl orange under visible light. A significant
enhancement in the catalytic activity has been observed for the core-shell microgels compared

with the pure Cu2O nanocubes. Most importantly, the photocatalytic activity of the Cu20

nanocubes can be further tuned by the thermosensitive PNIPAM shell.®

A quantitative study of a nanoreactor requires kinetic data measured with the highest precision
possible. Up to now, most of the testing of the catalytic activity of nanoparticles in aqueous phase
has been done using the reduction of 4-nitrophenol by borohydride. Pal et al.** and Esumi et al."
have been the first who have demonstrated the usefulness of this reaction. In the meantime, the
reduction of p-nitrophenol has become the most used model reaction for the quantitative testing
and analyzing of the catalytic activity of nanoparticles in the liquid phase.®*** Precise kinetic data
obtained by such a suitable model reaction can then be used to compare different metal
nanoparticles immobilized in different carrier systems in a quantitative fashion. Up to now, there
is an abundant literature devoted to studies in which different carrier systems are compared on this

basis.

Compared to the abundant experimental literature on nanoreactors, the number of papers devoted
to their theory is scarce. Let us consider a catalytic nanoparticle embedded in a polymer network.
At first, diffusional control comes into play which may be treated with well-known concepts of

reaction kinetics.®® Carregal-Romero et al.>> have been the first to model the catalytic activity of



a single gold nanoparticle enclosed in a thermosensitive PNIPAM-network. These authors treated
the slowing down of the rate with the shrinking of the network in terms of a decreased diffusion
coefficient in the collapsed network. Recently, we have presented an extended theory of diffusion-
limited reactions in nanoreactors, which can be employed to rationally design the activity and
selectivity of a nanoreactor.”-*® We called attention to the fact that a thermosensitive network may
solubilize or repel reactants depending on their polarity. Mass transport in a nanoreactor must
hence be described as diffusion through a free-energy landscape which also determines the local
reactant concentration, i.e, partitioning inside the network. In this respect, we define the
nanoreactor shell permeability as the product of the reactant partitioning and diffusivity.5®7°
Permeability can be thus defined as the inverse of a diffusional resistance of a medium regarding
the total mass transport (flux) towards the catalyst driven by the reaction. Thus, quantitative

concepts have emerged recently that will lead to fully quantitative understanding of nanoreactors

in the future.

Here we review recent work done on nanoreactors that are built on thermosensitive networks.
These active carrier systems are compared to passive carrier systems on the basis of quantitative
kinetic data. The review is organized as follows: In the following section 2 a brief survey of carrier
systems used in aqueous phase so far will be given. Section 3 is devoted to a discussion of model
reactions used for testing the catalytic activity of nanoparticles in aqueous phase so far. Here
special emphasis is laid on the reduction of 4-nitrophenol for which a huge set of data has now
become available.®*%> Section 4 presents a survey of theoretical models that describe the interplay
between diffusion and chemical reactivity in such a nanoreactor.®’” A short conclusion will wrap

up the entire discussion.
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Figure 2. Schematic survey of the carrier systems for the immobilization of metal nanoparticles.
On the left-hand side, dendrimers and spherical polyelectrolyte brushes (SPB) present examples
of passive carriers that can be used for the synthesis and secure handling of the nanoparticles in
catalysis. The right-hand side displays a survey of active nanoreactors (e.g., polymeric microgels
and yolk-shell systems). These systems allow us to enhance or reduce the catalytic activity of the
embedded nanoparticles by an external trigger. Free nanoparticles stabilized by charges or small
ligands, on the other hand, may be used as reference systems in catalytic studies comparing kinetic

data of nanoparticles embedded in different carrier systems.



2. Carriers and Nanoreactors: A survey
Figure 2 gives an overview of a number of carrier systems used so far. As mentioned above,
there are passive carrier systems that are classical colloidal methods to stabilize nanoparticles in

solution. In addition, there are active carrier systems that can be used as nanoreactor.

Passive carrier systems: First of all, nanoparticles can be stabilized in solution by suitable
surface modification, for example through ionic charges. Organic ligands have been also often
used to stabilize metal nanoparticles. However, it has been demonstrated that ligand stabilization
could decrease the catalytic activity of nanoparticles in some cases.’”!”* Thus, it is crucial to choose
an appropriate capping ligand, which can enhance both stability and activity of the particles. For
instance, Astruc et al.’* have studied the stereoelectronic effects of the ligands on the catalytic
activity of the gold nanoparticles varying from ionic thiolate or citrate ligands to neutral triazole

ligands.

Dendrimers can stabilize metal nanoparticles by their functional groups that coordinate to the
metal nanoparticle surface with minimal impedance of catalytic activity.!>2%7># The most
common used dendrimers are the commercially available poly(amidoamine) (PAMAM) type
dendrimers.!”#1"83 Esumi et al.'® have synthesized Pt, Pd and Ag nanoparticles using PAMAM
dendrimers as stabilizer. The influence of various generations of dendrimers on the catalytic
activity of the metal nanoparticles has been investigated. Recently, Meijboom et al.!>20-24
performed a number of careful kinetic studies on the catalytic activity of dendrimer-encapsulated
nanoparticles. Astruc et al. have demonstrated that the catalytic activities of Ag, Au, and Cu

nanoparticles stabilized by dendrimers using coordination to intra-dendritic triazoles, galvanic

replacement or stabilization outside dendrimers strongly depend on their location.3*
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Polymer micelles and microemulsions with functional groups that can complex with metal ions
or precursors have been widely applied as carrier systems for the generation of metal
nanoparticles.3 7 For example, polymeric micelles from various amphiphilic block copolymers,
such as polystyrene-b-poly-4-vinylpyridine (PS-b-P4VP), have been synthesized and used for the

immobilization of metal nanoparticles.°

Some time ago we demonstrated that spherical polyelectrolyte brushes (SPB)*-* are highly
suitable carrier system for the immobilization of various metal nanoparticles.!*143891-9 The SPB
particles consist of a polystyrene core onto which a dense layer of polyelectrolyte brushes is
grafted. The metal ions are immobilized in the brush layer as counter-ions. Reduction of these
immobilized metal ions with NaBHa leads to nanoparticles of the respective metal.'*'* Various
metal nanoparticles (Au, Pd and Pt) or nanoalloys (Au/Pt, Au/Pd) have been anchored on the SPB

particles in this way.”’

Active carriers and nanoreactors: Networks from thermosensitive polymers, in particular made
from crosslinked poly(N-isopropyl-acrylamide) (PNIPA) have been extensively used for the
assembly of colloidal hybrids®® and nanoreactors.” Dispersed in cold water, such a network will
swell while most of the water will be expelled above the temperature of the volume phase transition,
which is 32°C for PNIPAM. Thus, PNIPAM microgels or core-shell microgels based on PNIPAM
have been developed as active nanoreactor for the immobilization of different metal
nanoparticles,3#43:46-55:100-102 Ty these systems the dependence of the catalytic activity of the
embedded nanoparticles can be changed by the temperature, which acts as an external trigger.
Comonomers can be built into the network to provide an additional sensitivity towards other
triggers, for example the pH in the system. Recently, Q. Wu et al. presented a microgel that can be

shrunken or swollen by adding glucose to the solution which in turn modified the chemical

11



reaction.>? Li et al. developed a new type of smart composite microgels, which are able to control
the catalytic activity of their loaded silver nanoparticles by light, by immobilization of Ag
nanoparticles into the shell of the AuUNR@PNIPAM core-shell microgels containing monodisperse
gold nanorods (AuNRs) with strong photothermal effect as the core.!* In the following, we give

a few examples of nanoreactors that use PNIPAM networks as active triggers.

Polystyrene (PS)-PNIPAM core-shell microgels have been used as nanoreactors for metal
nanoparticles.*>!°! Figure 3 gives a schematic presentation of a core-shell particle consisting of a
solid core and a thermosensitive network. Nanoparticles of noble metals such as Pt, Pd or Ru can
be generated within the network. Using the reduction of 4-nitrophenol as a model reaction, it has
been shown that the catalytic activity of immobilized metal nanoparticles can be tuned by the
swelling and shrinking of the thermosensitive microgels: The particles are dispersed in water
which will penetrate the network at room temperature. Raising the temperature above 32°C a
volume transition takes place and the now hydrophobic PNIPAM-network will expel most of the
water. The dependence of the catalytic activity of the embedded nanoparticles exhibits a distinct
minimum at the transition temperature and not the usual monotonous Arrhenius dependence
observed for freely suspended particles.* Up to now, this finding made by us and by others has
been interpreted in terms of decreased diffusion coefficients in the shrunken network which slows
down mass transport considerably. However, we have demonstrated recently that the change of
the polarity of the network above the volume transition leads to a different reactant partitioning
inside the network which is a decisive factor that enters explicitly into the rate equation.®’” The
catalytic activity it is therefore controlled by the combination of both processes, diffusion and
partitioning, through the definition of a nanoreactor shell permeability.%® A full discussion of this

model which constitutes the theory of a nanoreactor will be given in section 4 below.
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Figure 3 Core-shell microgels as nanoreactors. a) The colloidal carrier particles consist of a
solid core made from polystyrene onto which a highly crosslinked network of PNIPAM is grafted.
b) Micrograph of a particle in aqueous phase taken by cryogenic transmission electron microscopy.
Metal nanoparticles are generated within the shell. Their catalytic activity can be changed by the

shrinking of the network with raising temperature.'*!
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Shi et al. prepared PNIPAM-microgels and incorporated charged groups in order to generate
sensitivity towards the pH as well.*® Figure 4a and Figure 4b show the particles and the general
concept in more detail. Gold nanoparticles were immobilized within the network. Using the
reduction of nitrophenol, these workers could demonstrate the influence of the volume transition
on the catalytic activity of the nanoparticles. They showed that the apparent rate constant was
reduced by 81% of its value below the transition. Thus, this result clearly demonstrates the general
power of the concept of a polymeric nanoreactor for the fine-tuning of the catalytic activity of

metallic nanoparticles.
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Figure 4. (a,b) Immobilization of gold nanoparticles in thermosensitive microgels. An Au-
precursor is reduced within the network which carries thiol-groups. The swelling and shrinking

can be triggered by external parameters (e.g., temperature or pH). The catalytic activity of the
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enclosed nanoparticles is strongly diminished in the vicinity of the temperature of the volume
transition.*® (c) Nanoreactors set up by single gold particles embedded in a thermosensitive
PNIPAM network.>® The hybrid particles are immersed in water that swells the PNIPAM shell at
low temperature. Above the volume transition (at ca. 32°C) the network is in the shrunken state,
and exhibits a larger diffusional resistance to the reactants compared to the open state at low

temperature. Adapted from reference.’

Carregal-Romero et al>> have coated Au nanoparticles with a thermosensitive poly(N-
isopropylacrylamide) (PNIPAM) microgel. Figure 4c shows the system in a schematic fashion.
They used the reduction of hexacyanoferrate(IIl) by borohydride ions as a model reaction'® (see
below), and found that the catalysis of encapsulated Au nanoparticles can be controlled by the
thermoresponsive shell. The rate constant measured by UV/VIS-spectroscopy exhibits a sharp
drop around the temperature of the volume transition. This finding was modelled in terms of an
decreased diffusion coefficient caused by the shrinking of the network, and the theory by Carregal-

Romero et al.>* provided the first theoretical modeling of a nanoreactor (cf. section 4).

Liu at al. presented an interesting extension of these concepts by using magnetic core particles
covered by a PNIPAM-network in which Au-nanoparticles have been embedded.®® The
thermosensitive network can be used to tune the catalytic activity of the nanoparticles by changing
the temperature while the magnetic core allows an easy separation of the hybrids from the solution

after catalysis.

Wang et al. have synthesized thermo-responsive diblock copolymers poly(N-

isopropylacrylamide-co-2,3-epithiopropyl methacrylate)-block-poly(poly(ethylene glycol) methyl
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ether methacrylate) P(NIPAM-co-ETMA)-b-P(PEGMA) by RAFT polymerization, which
directly self-assembled into micelles with hydrophobic P(NIPAM-co-ETMA) blocks as the core
in aqueous solution. The block copolymers containing sulfide groups were used as stabilizers for
the in-situ preparation of Au nanoparticles. It is found that the constructed Au nanocomposites
could act as a thermo-responsive catalyst and the catalytic activity could be adjusted by the

thermoresponsive phase transition of the PNIPAM blocks.!%

Nearly all nanoreactors are built into colloidal systems. The advantages of such colloidal
particles as opposed to planar systems are at hand: Suspensions of colloids can provide a much
larger surface than planar substrates and may thus lead to higher conversion per unit time. Also, a
spherical system provides the smallest diffusional resistance possible. However, Koenig et al.
demonstrated that planar polymer systems can work in the same way as colloidal systems. They
prepared a planar thermoresponsive brush system, and immobilized Pt and Pd-nanoparticles within
it.>® Using the reduction of 4-nitrophenol, these workers could demonstrate that the apparent
reaction rate has a non-monotonous dependence on 1/7 as expected. It is worth mentioning in this
regard that graphene-based systems!'% could provide interesting intermediate between planar and

spherical systems, and this route remains to be explored in more detail.

Horecha et al. enclosed Ag nanoparticles attached to silica particles in microcapsules with a
PNIPAM wall.®! Surprisingly, they found that the rate constant increases with temperature even
more for the encapsulated Ag-particles than for the free ones. Here the decreased reactant diffusion
coefficient in the PNIPAM network was overcompensated by other effects, for example by a much
larger reactant partitioning at higher temperature. This finding clearly demonstrates that the change
of the rate constant with temperature achieved through nanoreactors needs more than the

consideration of the reactant diffusion coefficient in the network (see section 4).

16



Yolk-shell type nanostructures in which metal nanoparticles are encapsulated in hollow porous
shells have shown excellent stability of the metallic nanoparticle during different
applications.!?”1% These systems can be used to tune the catalytic activity of the enclosed metal
nanoparticle by a suitable architecture of the shell. To this purpose, yolk-shell systems with
nanoparticles embedded in different shells have been developed, based on inorganic capsules, '~
113 carbon capsules''* or polymer microcapsules.’®>71!15 The yolk—shell particles have the clear
advantage that the encapsulated metal nanoparticle has a free surface, which is not blocked by any

surface group compared to other architectures.

Thermosensitive Au-PNIPAM yolk-shell systems in which a single Au-nanoparticles is
immobilized in a hollow shell of PNIPAM have been synthesized by us.*® The selectivity and
activity of this catalytic hybrid system can be tuned by temperature as is shown by the competitive
reduction of the hydrophilic 4-nitrophenol and the hydrophobic nitrobenzene by borohydride. As
shown in Figure 5, the more hydrophilic substrate 4-nitrophenol reacts at a higher rate at room
temperature while the more hydrophobic nitrobenzene reacts at a much higher rate at elevated
temperature. Again this result cannot be explained by reduced reactant diffusion in a denser gel

but reactant partitioning must be invoked as well.
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Figure 5 Nanoreactor based on a thermosensitive yolk-shell system. A gold nanoparticle is
enclosed in a hollow sphere made from a thermosensitive network, which changes its state by
increasing the temperature: At room temperature the hydrophilic network is swollen and
hydrophilic substrates as 4-nitrophenol will preferentially penetrate. Thus, this substrate will react
at a higher rate than a hydrophobic substrate like nitrobenzene. Above the temperature of the
volume transition the polarity and the degree of swelling change. Now the hydrophobic substrate

nitrobenzene will penetrate preferably, and react at a higher rate.*®

Chen et al.’” have fabricated a nanoreactor with a highly intricate architecture as shown in Figure
6: Here the Au-nanoparticles are located inside of a hollow and porous silica particle. The external
pore mouths of mesoporous silica hollow spheres are covered by a PNIPAM gel. The test of the
catalytic activity of the Au-nanoparticles was performed using the reduction of 4-nitrophenol and

a much decreased activity was found at 50°C as opposed to the one measured at room temperature.
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Diffusion was considered as the key factor for the catalytic reaction, which can be controlled by

the PNIPAM layer.
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Figure 6 Use of a thermosensitive PNIPAM-network to open and to close a nanoreactor: Au-
nanoparticles are enclosed in a hollow porous silica capsule. The pores are covered by the network,

the permeability of which can be changed by temperature.®’

Ligand-free nanoparticles as a reference for kinetic studies: The above survey has shown that
nanoreactors can profoundly modify the catalytic activity of nanoparticles. Ligand-free metal
nanoparticles with uncapped metal surfaces can be regarded as a suitable reference system for a
quantitative comparison of the activity of free nanoparticles as opposed to nanoparticles in carrier
systems. These particles are generated in aqueous phase by laser ablation through an intense laser

beam.!'*"!!” The nanoparticles are stabilized only by electrostatic interaction. These ligand-free
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nanoparticles can be used as a reference material for the above systems in mechanistic studies of
catalytic activity:!! There is no resistance for mass transport around these particles and no strongly
attached ligand impedes their catalytic activity (see also the discussion in section 4). Thus, these
systems are expected to exhibit the highest catalytic activity. The comparison with the catalytic
activity of nanoparticles bound in carrier system may then give direct information on the influence

of the carriers onto mass transport.

Step A Step B
A A
' N I
NO, NO NHOH NH,
H2 H2 H2
—_— _— —_—
-HZO -HZO
OH OH OH OH
Nip Hx Amp

Figure 7 Mechanism of the reduction of 4-nitrophenol by metallic nanoparticles along the direct
route: In step A 4-nitrophenol (Nip) is first reduced to the nitrosophenol which is quickly converted
to 4-hydroxylaminophenol (Hx) which is the first stable intermediate. Its reduction to the final
product 4-aminophenol (Amp), takes place in the rate-determining step B. There is an
adsorption/desorption equilibrium for all compounds in all steps. All reactions take place at the

surface of the particles.
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3. Model reactions for testing the catalytic activity of nanoparticles in solution

As mentioned above, a quantitative investigation of the catalytic activity of nanoparticles in
various nanoreactors requires a chemical reaction that may be used to obtain precise kinetic data.

Such model reactions can be defined in the following manner:*’

1. It must be a simple and well-controlled chemical reaction that reacts one given substance
A into a single product B. The reaction must be catalyzed by the nanoparticles under
consideration and virtually no reaction must take place in absence of the particles. The
order of the reaction must therefore be simple and most reactions that qualify as model

reactions are of first order with respect to the main reactant.

2. A kinetic analysis of the reaction by simple and precise methods should be possible and
the mechanism of the reaction including possible intermediate must be known precisely.
Here optical techniques like UV-VIS spectroscopy are the preferred tools since they lead

to a highly precise measurement of the conversion as the function of temperature.

3. The reaction should proceed under rather mild conditions and ambient pressure, preferably
at room temperature in order to avoid all side reactions or a possible dissolution of the

nanoparticles.

Evidently, these conditions are only fulfilled by surface reactions. Catalysis in this case is effected
by active sites on the surface of the particles and not by any metallic species that has leached into
the solution. Hence, the Heck- and the Suzuki-reaction are excluded from this list because all
evidence points to homogeneous catalysis by small amounts of a dissolved species and not to a

surface reaction.®®!2° Thus, testing a reaction for suitability must always include the dependence
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of the rate constants on the total surface of the particles in the system. Normalization of the rate
constant to this surface is therefore the first requirement for a meaningful comparison of different

systems. 467

Reduction of 4-nitrophenol by borohydride ions

The reduction of 4-nitrophenol by borohydride ions in aqueous solution is by far the most used
model reaction for testing the catalytic activity of metallic nanoparticles.®*®>!2! Its mechanism can
be inferred from the well-studied reduction of nitrobenzene in solution. As early as 1898 F.
Haber'?? demonstrated in a series of electrochemical experiments that there are two routes by
which the nitro-compound is reduced to the respective amino-compound:'?*!2* In the direct route
(see Figure 7 and the review by Blaser'?*) the nitroarene (Nip) is first reduced in step A to the
nitroso-compound which in a fast reaction is turned to the respective hydroxylamine (Hx). In step
B which is rate-determining the hydroxylamine is reduced to the final product, namely the amine
(Amp). In the condensation route the nitroso compound can react with the respective
hydroxylamine to form azoxybenzene and subsequent reduction products. Recent investigations
have clearly shown that the reduction proceeds only along the direct route if catalyzed by Au-
nanoparticles and no traces of azoxybenzene or of the following products can be
detected.5®:123125:126 Hence, the mechanism of the reduction of 4-nitrophenol catalyzed by
nanoparticles can safely be discussed in terms of the direct route shown in Figure 7.'%

Nearly all investigations reported so far came to the conclusion that all steps of this reaction take
place on the surface of the nanoparticles. This can be seen, e.g., from the fact that the apparent

reaction rate scales with the total surface of the nanoparticles in solution.'* Additional work has

recently corroborated this result.!>!2%12° Moreover, the fact that the reaction proceeds only along

22



the direct route lends further support for this finding: The concentration of the intermediates in
solution is low because of the strong adsorption to the metal surface. Hence, the probability for a
reaction between these intermediates in free solution is vanishingly small. Recently, Nigra et al.!*
came to conclusion that the catalysis of the reduction of Nip in presence of gold nanoparticles is
done by a soluble Au-species. However, the reduction of nitrophenol is catalyzed also by other
noble metals such as Pt!#9%126 Ag43.131.132 ' pq 26,133 RylS " and by nanoalloys.!** The catalytic

activity of these metals is of similar magnitude and it is safe to assume that the catalysis proceeds

on the surface for all systems studied so far.

absorption [a.u.]
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Figure 8. Reduction of nitrophenol by sodium borohydride as a model reaction for testing the
catalytic activity of nanoparticles. (a) Absorption spectra of the solution as a function of time. The
time between two consecutive curves is 2 minutes. Full conversion takes place in 20 minutes. The
main peak at 400 nm (nitrophenolate ions) decreases as reaction time proceeds, whereas a second
peak at 300 nm, referring to the product aminophenol, slowly increases (see arrows). Note the two
isosbestic points are visible at 280 nm and 314 nm and indicate that only one product is formed
during this reaction. (b) Typical time trace of the absorption of 4-nitrophenolate ions at 400 nm
during their reduction. The reaction starts after an induction period #s, The blue portion of the line

corresponds to the linear section, from which kapp can be accurately determined.'*!?’
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The great advantage of this reaction is given by the fact that the consumption of 4-nitrophenol
can be monitored easily by UV/VIS-spectroscopy. Figure 8a shows typical spectra measured at
different conversion. The decay of the peak of the nitrophenolate ion at 400 nm can be followed
precisely and the occurrence of several isosbestic points in the spectra points clearly to the
conversion of the initial compound to a single final product. Figure 8b displays the temporal
evolution of this peak in a plot of the logarithm of the ratio of the absorbance 4 to the absorbance
Ao at t = 0. The concentration of the reducing agent sodium borohydride has been much higher so
that a plot for a first order reaction can be used. After a delay time 7 the reaction starts and the rate
given by the tangent of this plot is larger at first. Finally, a stationary state results and the slope in
this region has been taken for the apparent rate constant kapp.

The analysis of the details of the kinetics of the reaction can be done on the level of
phenomenological rate equations as follows: First, as the reaction is fully surface reaction-

controlled, the apparent rate constant kupp is directly proportional to the total surface S of all

nanoparticles in solution:®”-1?
dCNip
- dt = kappCNip = klscNip (1)

The resulting reduced rate constant k; has been evaluated by many workers in the field and will
be discussed further below.*’ In a second step the full analysis can be done taking into account all
the intermediates shown in Figure 7.'?” This can be done in terms of a Langmuir-Hinshelwood
analysis. Here both reacting species are assumed to be adsorbed to the surface in order to react.

Hence, for step A (Figure 8) we require the surface coverage of nitrophenol éviy and of borohydride

Osr4 to formulate the rate equation which leads to
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chx

dcnip
- = kappCNip = kaSHNiprHtl =
dt

dt

2

)SO‘U.TCE

While the adsorption/desorption equilibria of 4-nitrophenol is easy to model, the interaction of
the borohydride ions with the metal surface is more complicated. Work done on catalytic
decomposition of BH4 ™ ions by metal nanoparticles suggests the formation of a surface hydrogen
species which reacts with the adsorbed nitroarene (see ref.!?¢ and further references therein).
Admittedly, this problem is in need of further elucidation.

The central idea behind the modeling through eq. (2) is the competition of the two reacting
species for the surface or active sites located at the surface. If the surface coverage of the first
reactant is exceeding a certain value it will block the site for the second reactant and the rate of
reaction will be slowed down concomitantly. The constant k4 is the true kinetic constant of the first
step of the reaction and its magnitude is measuring the catalytic activity of a given surface for this
step.

The first stable intermediate 4-hydroxyaminophenol reacts in step B again on the surface. The
rate equation is therefore

dcam
= kySOuxOpns = dt £ (3)

(dCHx)
at Jgecay

The surface coverage of the respective compounds may be calculated by the classical Langmuir

isotherm

_ (KNipCNip)n (4)
1+(KNipCNip)™ + KHxCHxtKBH4CBH4

HN ip
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where Knip, Krx, and Kprs are the Langmuir adsorption constants of the respective compounds,
and n is the Langmuir-Freundlich exponent. The surface coverages of the other reactants are given
by analogous expressions. Thus, the kinetics of the reduction can be formulated in terms of two

coupled differential equations:'?’

_denip (KNipCNip) "KBH4CBH4 . (chx)
= Kq 7=
dat [1+(KNipCnip)™ + KHxCHx+KBHA4CBHA] at Jsource

()

and

dcuy _ (dCHx) (dCHx) — k.S (KnipCnip) " KpnaCrHa
=\~ - = kg
dt At Jsource dt /aecay [1+ (KyipChip)™ + KpxCrix + KBH4CBH4]2

KrxCHxKBH4CBH4 (6)

bS 2
[1+(KNipcNip)™ + KHxCHx+KBHACBHA]

Considerable simplification can be achieved by the usual assumption of a stationary state

through the condition

dCHx
dt

=0 7)

which leads to the following expression for the reaction rate:'?’

_dCnip _ k.S (KNipCNip)" KBH4CBHa _ dcamp )
dt a 2 dt

k
1+(KNipCNip)n(1+k_Z)+KBH4CBH4

Thus, in this stationary state the decay of the concentration of nitrophenol is matched exactly by

the raise of the concentration of the final product 4-aminophenol. Hence, isosbestic points are seen
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under these conditions despite the fact that 3 compounds are involved. In the first non-stationary
stage there can be no isosbestic points, of course (see ref.!?’ for a detailed discussion of this
problem).

Up to now, this model has been compared to experimental data for ligand-free nanoparticles''”
and for nanoparticles and —alloys bound to spherical polyelectrolyte brushes.'?”!** In all cases
there was good agreement of theory and experiment. In particular, the two-step decay shown in
the kinetic data (see Figure 8b) can be explained as stated above: At first 4-hydroxyaminophenol
is generated which blocks the active sites on the surface of the nanoparticles since its reduction is
the rate-determining step. After this initial phase a stationary state evolves in which the overall
concentration of the intermediate 4-hydroxyaminophenol becomes a constant (see eqs. (7) and
(8)). Evidently, the model possesses a number of adjustable parameters as the three adsorption
constants as well as the two kinetic constants k4 and ks. However, the system of the two coupled
differential equations is quite stiff and good estimates of all constants can be obtained (see the
discussion of this point in ref.!?’). A separate analysis of the concentration of the intermediate 4-
hydroxyaminophenol, however, would be clearly desirable. We note that the application of this
kinetic model to responsive nanoreactors*® and the consistent inclusion of shell permeability
effects (as discussed in the theory section below) is work in progress.

It rests to explain the delay time 7o seen in many studies of this reaction (see Figure 8b). Wunder
et al. have presented evidence that this delay time may be traced back to a surface restructuring of
the particles bound to spherical polyelectrolyte brushes.®®!?® First of all, it can be demonstrated
that there is no strong diffusional resistance for these systems that could possibly generate delay
times of the order of minutes. On the other hand, 7 can be related to the degree of surface coverage

Ovip of the nanoparticles by the 4-nitrophenol as shown in Figures 7 and 8 of reference®®. The
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reciprocal delay time can be taken as a measure for the rate with which the surface is restructured.
It was found that 1/f scales linearly with 6y which provides strong evidence for surface

restructuring. Recently, Menumerov et al.'*®

advanced the hypothesis that the delay time is due to
the reaction of borohydride with dissolved oxygen. This problem had been discussed in earlier
papers'* and in ref.!3®. It was demonstrated in the latter reference that #ois independent of the initial

concentration of borohydride ions which is difficult to explain by the model of Menumerov et al.

Further work is needed, however, to elucidate this problem in closer detail.

Reduction of hexacyanoferrate (I11) ions by borohydride ions

Another electron transfer reaction that has been used as a model reaction to study catalysis by
metallic nanoparticles is the reduction of hexacyanoferrate (III) by borohydride ions.> Figure 9
displays schematically the mechanism of the reaction: Electrons are injected into the metal
nanoparticles and the electron transfer to the hexacyanoferrate(I1l)-ions takes place at the surface.
This reaction in aqueous solution can be written as:>>106:137

BH; + 8Fe(CN)3~ + 2H,0 —» BO; + 8Fe(CN)z~ + 8H™
As shown by Figure 9, the reaction can be accurately followed by UV/VIS-spectroscopy and the
decay rate can be modelled by a kinetics of first order (see inset of Figure 9). The redox potential
corresponding to the reaction, E°(Fe(CN)s*/ Fe(CN)s*") is +0.44 V versus a normal hydrogen
electrode (NHE). Since the standard reduction potential for borate ion is E® = —1.24 V vs. NHE,
the free energy change associated with the reaction is very pronounced. However, in the absence

of a catalyst, there is a slow reaction (half-life around 5000 s; see the discussion in ref.3” and further

citations given therein).
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Figure 9. Spectral evolution of a mixture of hexacyanoferrate (II) and Au nanoparticles upon
borohydride addition. The inset shows the absorbance at 420 nm as the function of time during
the reduction of Fe(CN)s”>". It demonstrates that the reaction is of first order. The inset on top of
the graph illustrates the proposed mechanism: Borohydride ions inject electrons into the
nanoparticles which reduce the Fe(CN)s*~ ions, much in the way of an electrochemical reaction

at a macroscopic electrode.>>'%

The work of Carregal-Romero et al.>>!% has clearly demonstrated that gold nanoparticles are
efficient catalysts for the reduction of hexacyanoferrate(Ill)-ions. Therefore, this reaction can be
regarded as a model reaction for electrochemistry at the nanoscale. Related electron injection
processes were reported in the past for gold and silver colloids, which demonstrated this ability of
nanoparticles to function as nanoelectrodes.!3%!4? Thus, once the nanoparticle surface is charged

by the addition of a reducing agent, the stored electrons can be discharged if an electron acceptor

29



1.>> were able to

is introduced into the system. Using this model reaction, Carregal-Romero et a
show that the reactivity of a gold nanoparticles in a thermosensitive PNIPAM network can be
tuned by temperature as indicated schematically in Figure 4c: At low temperature the PNIPAM
network is swollen and the ions can diffuse freely to the enclosed nanoparticle. At high temperature
the network shrinks and the catalytic activity is decreasing considerably (see Figure 8 of ref.>> and
the discussion given therein). The authors explain this finding by a marked decrease of ion
diffusion in the shrunken state. The same authors also developed a theoretical model for a
diffusion-limited reaction in the temperature-sensitive shell that is consistent with the experimental

data.>> This model (see SI of ref.>>) and its extension presented by us will be the subject of a

detailed discussion in the next section.

4. Nanoreactors: Theory and modeling

Yolk-shell systems

We now summarize our recent efforts towards a theory for the reactions in nanoreactors. As
discussed in section 1, nanoreactors consist of metal nanoparticles embedded in a polymeric or
inorganic structure. We first treat the most simplistic case, namely a yolk-shell system in which a
single metal nanoparticle is embedded in a hollow sphere of a thermosensitive network.>¢67-8 In
general, the chemical reactivity of these nanoparticles will have two contributions, namely a part
related to the surface reaction and a part related to mass transport by diffusion. All the
aforementioned model reactions deal with surface-catalyzed bimolecular reactions. In our recent
work, we showed that the total catalytic rate in diffusion-influenced bimolecular reactions is given

by68
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_ 1|kpskpp

kp K 2
Keot = = '+%A+hm—J(ﬁfB+hm+hm)—4hu%4 9)

2| kg

where kg is the surface-controlled rate, and kj,(P,) and kp,(Pg) are the diffusion-controlled

rates of the reactants A and B, which explicitly depend on the shell permeability, P, defined as

P =D,X (10)

In the previous equation, D, represents the reactant diffusivity in the shell, and X is the

partitioning of reactants, i.e., the ratio between their concentrations inside and outside the shell
:](::C—g: e_AGT (11)

Equation (9) shows that the total rate in bimolecular reactions depends in a nontrivial way on the
reactant diffusion and surface reaction rates. In the case of a limiting reactant, e.g., if one substrate
is very dilute or diffuses very slowly, a bimolecular reaction can be treated as pseudo-unimolecular
and eq. (9) simplifies to

ki = kp' + kit (12)

being kp the diffusion rate of the limiting reactant. Thus, if the reactivity of the nanoparticles under
consideration has been determined for the free particles in terms of a rate constant kg, the rate
constant measured for particles embedded in a given carrier k»: may then give quantitative
information on the influence of diffusional transport. We note that so far we have only considered
the low reactant adsorption limit and neglected intermediate reaction effects on the nanoparticle
for kr as discussed in section 3. The permeability-dependent diffusion rate can be modelled in

terms of the Debye-Smoluchowski equation:

[e9) 1 -1
kD = 47'[C0 [fRowdT] (13)
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The apparent rate constant, kqpp, for the pseudo-first order reaction given by eq. (1) is related to

the pseudo-unimolecular (microscopic) total rate, kr«r, that appears in eq. (12) by

kapp = Cnfono kot (14)

where cnano represents the concentration of nanoreactors in solution and co is the bulk concentration

of the limiting reactant.

Most of the studies in the literature assume to be dealing with pseudo-unimolecular reactions,
usually by working with one of the reactants in large concentration excess. This assumption is
valid for reactions in bulk solution. However, as we recently pointed out®®, care should be taken in
the case of nanoreactors. The reason is that in these systems it is not the bulk concentration what
matters but the reactant concentration at the nanoparticle surface where the reaction can take place.
The latter is strongly influenced by the shell permeability which can strongly differ from the

reference bulk value.

Figure 10 Scheme of a yolk-shell nanoreactor: A single metal nanoparticle is embedded in a
hollow shell composed of e.g. a polymeric network. The overall reaction rate kz«: is composed of

a term kr related to the surface reaction on the metal nanoparticles whereas the mass transport by
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diffusion is characterized by kp (see eq. (12)). Diffusion in free solution is described by the
diffusion coefficient Dy whereas diffusion through the network is characterized through Dg. The
transfer free energy AGr describes the change of free energy of a given reactant when going from

the free solution into the network.

Figure 10 displays the underlying model in the spirit of the Debye-Smoluchowski rate theory:
The transport outside of the nanoreactor is determined by the diffusion constant Dy which in
general will be larger than the diffusion constant Dg within the shell characterized by the outer
radius R2 and the inner radius R;. The radius of the nanoparticles is Ro. The quantity G(r) is the
Gibbs free energy of solvation of the reactant in its environment. The reference state is the free
solution without any polymers. Hence, G(r) denotes the gain or loss in free energy when a reactant
molecule is transferred into the shell. It thus determines the Nernstian distribution of the reactant
molecule between the network and the outside reservoir. For inhomogeneous layers this free
energy may depend on the radial distance 7, for most practical purposes it can be approximated by
its mean value AGr, the mean transfer free energy for a reactant from bulk into the shell. Moreover,
eq. (13) can be considerably simplified by the assumption that Dg << Dy so that mass transport
through the free solution is fast enough to be disregarded (see ref.%” for a complete discussion of

37,65

these points). Under these conditions eq. (13) leads to a simple expression”’-*> which is reminiscent

of the classical Arrhenius equation:3¢7-68

~ _ 46Ty _
kp = 4mcoR Dy exp( kBT) = 4mcyR{ P (15)
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Hence, the diffusion-controlled rate is proportional to the shell permeability P. The diffusion
coefficient enters linearly into the shell permeability, whereas its dependence on AGr is
exponential. Evidently, small changes of the latter quantity will exert a profound influence on p.
Moreover, this formula clearly points towards a simple possible mechanism to explain why the
reaction rate in nanoreactors can be sometimes higher with respect to free nanoparticles. In
practice, a lower diffusion constant in the polymeric shell can be counterbalanced by a decrease in
the transfer free energy.’”*® Importantly, it should be pointed out that this free energy is to be
measured with respect to the free energy of a reactant in the bulk solution. Thus, changes in the
solvent can also influence the reaction rate.

We have shown in ref.”:%8 that the eq. (15) can be combined with a thermodynamic two-state
model® describing temperature or pH induced changes of the polymer shell. In this way, trends in
the activity with respect to these external triggers for active nanocarriers can also be rationalized.®’
Figure 11 displays a semi-quantitative comparison of theory and experiment.%” Here the reduction
of a hydrophilic molecule (blue lines) and a hydrophobic molecule (red lines) is catalyzed by a
gold nanoparticle embedded in a PNIPAM network as depicted schematically in Figure 10. The
external trigger is the temperature 7, scaled by the temperature of the volume transition 7. of the
PNIPAM network (the kinetic rate constants have also been normalized to their maximum value
found within the temperature range considered). The upper panel displays the calculated kinetic
data whereas the lower panel gives the experimental data taken from refs.’®>° (see also the
discussion of Figure 5 above). Below the transition temperature the hydrophilic PNIPAM network
is more permeable for the hydrophilic reactant leading to a higher reaction rate as compared to the
one measured for the hydrophobic substrate. Above 7. this relation is inversed. As already

discussed above the main reason for this switching of the reactivity is the transfer free energy AGr
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which enters exponentially into the rate eq. (15) whereas Dy, the diffusion coefficient of the
substrate through the network enters only linearly. Evidently, an increased diffusional resistance

of a shrunken network can be counterbalanced by AGr as discussed above.

10°
5
g
=2
\
2 -1
< 10 - 1
<& === Philic, Theo
=== Phobic, Theo
10°
"
‘E
&
\
& 107 |
< =—a Philic, Exp.
e—e Phobic, Exp.

0.92 0.94 0.96 0.98 1.00 1.02 1.04 1.06

T/T,

C

Figure 11 Modelling of reactivity of metal nanoparticles in thermosensitive PNIPAM-based

nanoreactors. Comparison of theory (eq. (15); upper panel) with experiments (taken from refs.>%;

lower panel) for a hydrophilic reactant (blue lines) and a hydrophobic reactant (red lines).*’

Nanoparticles embedded at random in a thermosensitive network

Yolk-shell systems as depicted in Figure 10 present certainly the simplest nanoreactors for which
a theoretical model can be set up. On the other hand, systems in which many nanoparticles are
embedded at random in a thermosensitive network are much easier to synthesize. Hence, the
composite particles shown in Figure 3 and Figure 4b are rather easily accessible and present stable
nanoreactors for catalytic reactions in the aqueous phase. Recently, Galanti et al. extended the
model of ref.®’ to describe unimolecular reactions in core-shell particles with multiple embedded

nanoparticles'#!. Figure 12 shows these systems and their description in a schematic fashion:
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Figure 12. Scheme of a core-shell nanoreactor consisting of a solid core and a thermosensitive
shell into which nanoparticles are embedded at random at positions La. The radius of the core is
Rs while the radius of the entire particle is Ro. AGT is the difference between the free enthalpies of
the solute inside and outside of the network. If AGr < 0, the solute is attracted to the network and
its concentration within the network will be enhanced. In the opposite case, namely AGt > 0, the

solute will be repelled from the network and its concentration within the shell diminished.!*!

Here N catalytic nanoparticles are embedded at random in the shell of a core-shell nanoreactor as
already shown in Figure. 3. The transfer free enthalpy AGr can be smaller or greater than zero and
will thus enhance or diminish the concentration of the solute reactant within the network,

respectively. The solute reactant will enter into the network from the bulk phase and react at the
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surface of the N catalytic nanoparticles. Obviously, modeling such a nanoreactor is more
complicated because one must take into account the competition of N reaction centers located at

1.141is fully general and treats the interplay between

certain positions L«. The model by Galanti et a
diffusional control of the reaction and control by the chemical reaction at the surface. The exact
solution of the many-body problem detailed in Ref.'*! is rather involved, however the model leads

to simple predictions for limiting cases. Thus, for a nanoreactor with a thick shell and a dilute

distribution of N nanoparticles, the overall rate constant & in case of diffusion control follows as

—BAG
L Neée T (16)

ks - 1+Neg&ePAGT

where B=1/kT, €=a/Ro<<1 is the ratio between the radius of the core and the radius of the entire
particle, while &= Di/Do denotes the ratio of the diffusion coefficients of the solute inside and
outside the network, respectively. The quantity ks =4nDoRo is the Smoluchowski rate for the whole
nanoreactor that describes the total flux of solute molecules to a fully absorbing sphere of the same

size as the nanoreactor, radius Ry, in units of the solute concentration.

Equation (16) shows that the rate £ is described as a function of the number of nanoparticles N
by a Langmuir-type expression. This finding can be easily traced back to the competition of an
increasing number of nanoparticles for the substrate molecules within the network. For a single
nanoparticle, that is N=1, and a free enthalpy of transfer not too attractive, eq. (16) reduces to eq.

(13) describing a single nanoparticle at the center of a spherical nanoreactor.

Obviously, there must be an optimal number Ny of nanoparticles for a given geometry of the

nanoreactor and a given level of efficiency of the nanoreactor. To discuss this point further, it is
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instructive to define the efficiency factor as /= k/ks, that is, gauging the overall rate with respect

to the maximum achievable rate ks . From eq. (16) one is thus led to

Ny = L Jo(2e) gpacr (17)

S Ro
1-f a \D;

Thus, for a fixed efficiency f; the number Ny depends exponentially on AGr. If we assume for
example a reasonable set of parameters, namely Di/Do =0.2, a/Ro = 0.1 and SAGr =0.1. Then a
number Ny=184 is required to achieve an efficiency of 50%. For fAGr =0.2, only 68 nanoparticles
would be needed. This result demonstrates clearly the importance of AGr for the efficiency of a
core-shell nanoreactor. It also underscores the importance of the diffusivity of the substrate within
the network embodied in Di. Hence, unconstrained mobility of all reactants within the network
improves the efficiency (less nanocatalysts required to get the same value of f) while sticky

interactions via e.g. hydrogen bonding would slow it down.
For the limiting case of reaction-control, the model leads to
k ~ Nk*e P46t + 0[(k*/k)?] (18)

where k" is the turnover rate of the substrate at the surface of the nanoparticles. The expression can
be again easily interpreted: The average concentration of the substrate within the network is
increased by the factor exp[-BAG7]. Thus, compared to the reaction of free nanoparticles in
solution, the reaction rate is increased (or decreased) by the respective raise of the local
concentration of the substrate. Hence, the model in Ref.!*! interpolates between reaction- and

diffusion-control.
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The above analytical treatment breaks down for efficiencies approaching unity of unity or
values of the core radius a approaching the overall size Ro. In this case the nanoparticles within
the network do not act independently and diffusive interactions between them can no longer be
neglected. Then the full expressions derived in Ref.!*! must be employed. The theory of Galanti et
al. hence provides a comprehensive modeling framework for assessing the interplay of the various

parameters governing the efficiency of nanoreactors.

Conclusion

The entire discussion has demonstrated that thermosensitive networks from PNIPAM with varying
architecture can be used as active carrier systems for nanoparticles. Enclosed in such a nanoreactor,
the catalytic activity of the nanoparticles can be adjusted by external triggers. Model reactions as
discussed in section 3 allow us to obtain precise kinetic data that may be used to get quantitative
information on these nanoreactors. Section 4 has shown that a theory of these nanoreactors that
can account for the trends observed so far within a unified and thermodynamically consistent
description is now available, and may be extended and used to interpret further experimental data.

Work along these lines is under way.

Corresponding Author Matthias.ballauff@helmholtz-berlin.de

ACKNOWLEDGMENT: S.A-U. acknowledges financial support from the Beijing Municipal
Government Innovation Center for Soft Matter Science and Engineering, as well as the Humboldt
Foundation via a Postdoctoral Research Fellowship. J.D. and R.R. acknowledge funding by the
ERC (European Research Council) Consolidator Grant with project number 646659—

NANOREACTOR. F.P. acknowledges support from the French CNRS under the PICS scheme.

39



All authors acknowledge useful discussions with Daniel Besold, Won Kyu Kim, and Matej

Kanduc.

REFERENCES

(1)  Astruc, D. Transition-Metal Nanoparticles in Catalysis: From Historical Background to
the State-of-the Art. In Nanoparticles and Catalysis; 2008; pp 1-48.

(2)  Pushkarev, V. V.; Zhu, Z.; An, K.; Hervier, A.; Somorjai, G. A. Monodisperse Metal
Nanoparticle Catalysts: Synthesis, Characterizations, and Molecular Studies Under
Reaction Conditions. Top. Catal. 2012, 55 (19-20), 1257-1275.

(3) Na, K.; Zhang, Q.; Somorjai, G. A. Colloidal Metal Nanocatalysts: Synthesis,
Characterization, and Catalytic Applications. J. Clust. Sci. 2013, 25 (1), 83—114.

(4)  Gross, E.; Somorjai, G. A. Mesoscale Nanostructures as a Bridge Between Homogeneous
and Heterogeneous Catalysis. Top. Catal. 2014, 57 (10-13), 812—-821.

(5) Ferrando, R.; Jellinek, J.; Johnston, R. L. Nanoalloys: From Theory to Applications of
Alloy Clusters and Nanoparticles. Chem. Rev. 2008, 108 (3), 845-910.

(6)  Haruta, M. When Gold Is Not Noble: Catalysis by Nanoparticles. Chem. Rec. 2003, 3 (2),
75-87.

(7)  Hutchings, G. J.; Haruta, M. A Golden Age of Catalysis: A Perspective. In Applied
Catalysis A: General; 2005; Vol. 291, pp 2-5.

(8)  Zhang, Y.; Cui, X.; Shi, F.; Deng, Y. Nano-Gold Catalysis in Fine Chemical Synthesis.
Chem. Rev. 2012, 112 (4), 2467-2505.

(9)  Zhao, P.; Li, N.; Astruc, D. State of the Art in Gold Nanoparticles Synthesis. Coord.
Chem. Rev. 2013, 257 (3—4), 638-665.

(10) Li, N.; Zhao, P.; Astruc, D. Anisotropic Gold Nanoparticles: Synthesis, Properties,
Applications, and Toxicity. Angew. CHEMIE-INTERNATIONAL Ed. 2014, 53 (7), 1756—
1789.

(11) Boisselier, E.; Astruc, D. Gold Nanoparticles in Nanomedicine: Preparations, Imaging,
Diagnostics, Therapies and Toxicity. Chem. Soc. Rev. 2009, 38 (6), 1759-1782.

(12) Taylor, U.; Rehbock, C.; Streich, C.; Rath, D.; Barcikowski, S. Rational Design of Gold
Nanoparticle Toxicology Assays: A Question of Exposure Scenario, Dose and
Experimental Setup. Nanomedicine (Lond). 2014, 9 (13), 1971-1989.

(13) Sharma, G.; Ballauff, M. Cationic Spherical Polyelectrolyte Brushes as Nanoreactors for
the Generation of Gold Particles. Macromol. Rapid Commun. 2004, 25, 547-552.

(14) Mei, Y.; Sharma, G.; Lu, Y.; Ballauff, M.; Drechsler, M.; Irrgang, T.; Kempe, R. High

Catalytic Activity of Platinum Nanoparticles Immobilized on Spherical Polyelectrolyte
Brushes. Langmuir 2005, 21 (17), 12229-12234.

40



(15)

(16)

(17)

(18)

(19)

(20)

21)

(22)

(23)

24)

(25)

(26)

27

Antonels, N. C.; Meijboom, R. Preparation of Well-Defined Dendrimer Encapsulated
Ruthenium Nanoparticles and Their Evaluation in the Reduction of 4-Nitrophenol
according to the Langmuir-Hinshelwood Approach. Langmuir 2013, 29 (44), 13433—
13442.

Crooks, R. M.; Zhao, M.; Sun, L.; Chechik, V.; Yeung, L. K. Dendrimer-Encapsulated
Metal Nanoparticles: Synthesis, Characterization, and Applications to Catalysis. Acc.
Chem. Res. 2001, 34 (3), 181-190.

Anderson, R. M.; Yancey, D. F.; Zhang, L.; Chill, S. T.; Henkelman, G.; Crooks, R. M. A
Theoretical and Experimental Approach for Correlating Nanoparticle Structure and
Electrocatalytic Activity. Acc. Chem. Res. 2015.

Deraedt, C.; Pinaud, N.; Astruc, D. Recyclable Catalytic Dendrimer Nanoreactor for Part-
per-Million Cu(I) Catalysis Of “click” chemistry in Water. J. Am. Chem. Soc. 2014, 136
(34), 12092-12098.

Esumi, K.; Miyamoto, K.; Yoshimura, T. Comparison of PAMAM-Au and PPI-Au
Nanocomposites and Their Catalytic Activity for Reduction of 4-Nitrophenol. J. Colloid
Interface Sci. 2002, 254 (2), 402—405.

Nemanashi, M.; Meijboom, R. Synthesis and Characterization of Cu, Ag and Au
Dendrimer-Encapsulated Nanoparticles and Their Application in the Reduction of 4-
Nitrophenol to 4-Aminophenol. J. Colloid Interface Sci. 2013, 389 (1), 260-267.

Bingwa, N.; Meijboom, R. Kinetic Evaluation of Dendrimer-Encapsulated Palladium
Nanoparticles in the 4-Nitrophenol Reduction Reaction. J. Phys. Chem. C 2014, 118 (34),
19849-19858.

Bingwa, N.; Meijboom, R. Evaluation of Catalytic Activity of Ag and Au Dendrimer-
Encapsulated Nanoparticles in the Reduction of 4-Nitrophenol. J. Mol. Catal. A Chem.
2015, 396, 1-17.

Noh, J.-H.; Meijboom, R. Catalytic Evaluation of Dendrimer-Templated Pd Nanoparticles
in the Reduction of 4-Nitrophenol Using Langmuir—Hinshelwood Kinetics. Appl. Surf-
Sci. 2014, 320, 400-413.

Noh, J.-H.; Meijboom, R. Synthesis and Catalytic Evaluation of Dendrimer-Templated
and Reverse Microemulsion Pd and Pt Nanoparticles in the Reduction of 4-Nitrophenol:
The Effect of Size and Synthetic Methodologies. Appl. Catal. A Gen. 2015, 497, 107-120.

Pozun, Z. D.; Rodenbusch, S. E.; Keller, E.; Tran, K.; Tang, W.; Stevenson, K. J.;
Henkelman, G. A Systematic Investigation of P-Nitrophenol Reduction by Bimetallic
Dendrimer Encapsulated Nanoparticles. J. Phys. Chem. C. Nanomater. Interfaces 2013,
117 (15), 7598-7604.

Johnson, J. A.; Makis, J. J.; Marvin, K. A.; Rodenbusch, S. E.; Stevenson, K. J. Size-
Dependent Hydrogenation of P- Nitrophenol with Pd Nanoparticles Synthesized with
Poly(amido)amine Dendrimer Templates. J. Phys. Chem. C 2013, 117 (44), 22644-22651.

Calvo, A.; Fuertes, M. C.; Yameen, B.; Williams, F. J.; Azzaroni, O.; Soler-Illia, G. J. A.
A. Nanochemistry in Confined Environments: Polyelectrolyte Brush-Assisted Synthesis of
Gold Nanoparticles inside Ordered Mesoporous Thin Films. Langmuir 2010, 26 (8),
5559-5567.

41



(28)
(29)
(30)

€2))

(32)

(33)

(34)

(35)

(36)

(37)

(38)

(39)
(40)
(41)
(42)

(43)

Brock, S. L.; Duan, N.; Tian, Z. R.; Giraldo, O.; Zhou, H.; Suib, S. L. A Review of Porous
Manganese Oxide Materials. Chem. Mater. 1998, 10 (10), 2619-2628.

Ballauff, M.; Borisov, O. Polyelectrolyte Brushes. Curr. Opin. Colloid Interface Sci.
2006, 71 (2006), 316-323.

Ballauff, M. Spherical Polyelectrolyte Brushes. Progress in Polymer Science (Oxford).
2007, pp 1135-1151.

Cao, J.; Mei, S.; Jia, H.; Ott, A.; Ballauff, M.; Lu, Y. In Situ Synthesis of Catalytic Active
Au Nanoparticles onto Gibbsite-Polydopamine Core-Shell Nanoplates. Langmuir 2015, 31
(34), 9483-9491.

Lu, Y.; Mei, Y.; Drechsler, M.; Ballauff, M. Thermosensitive Core-Shell Particles as
Carriers for Ag Nanoparticles: Modulating the Catalytic Activity by a Phase Transition in
Networks. Angew. Chemie - Int. Ed. 2006, 45, 813—-816.

Lu, Y.; Hoffmann, M.; Yelamanchili, R. S.; Terrenoire, A.; Schrinner, M.; Drechsler, M.;
Moller, M. W.; Breu, J.; Ballauff, M. Weil-Defined Crystalline TiO2 Nanoparticles
Generated and Immobilized on a Colloidal Nanoreactor. Macromol. Chem. Phys. 2009,
210, 377-386.

Ballauff, M.; Lu, Y. “Smart” nanoparticles: Preparation, Characterization and
Applications. Polymer (Guildf). 2007, 48, 1815-1823.

Lu, Y.; Proch, S.; Schrinner, M.; Drechsler, M.; Kempe, R.; Ballauff, M. Thermosensitive
Core-Shell Microgel as a “nanoreactor” for Catalytic Active Metal Nanoparticles. J.
Mater. Chem. 2009, 19, 3955.

Wu, S.; Dzubiella, J.; Kaiser, J.; Drechsler, M.; Guo, X.; Ballauff, M.; Lu, Y.
Thermosensitive Au-PNIPA Yolk-Shell Nanoparticles with Tunable Selectivity for
Catalysis. Angew. Chemie - Int. Ed. 2012, 51 (9), 2229-2233.

Hervés, P.; Pérez-Lorenzo, M.; Liz-Marzan, L. M.; Dzubiella, J.; Lu, Y.; Ballauff, M.
Catalysis by Metallic Nanoparticles in Aqueous Solution: Model Reactions. Chem. Soc.
Rev. 2012, 41 (17), 5577.

Wu, S.; Kaiser, J.; Guo, X.; Li, L.; Lu, Y.; Ballauff, M. Recoverable Platinum
Nanocatalysts Immobilized on Magnetic Spherical Polyelectrolyte Brushes. Ind. Eng.
Chem. Res. 2012, 51 (15), 5608-5614.

Lu, A.; O’Reilly, R. K. Advances in Nanoreactor Technology Using Polymeric
Nanostructures. Curr. Opin. Biotechnol. 2013, 24 (4), 639—645.

Renggli, K.; Baumann, P.; Langowska, K.; Onaca, O.; Bruns, N.; Meier, W. Selective and
Responsive Nanoreactors. Adv. Funct. Mater. 2011, 21 (7), 1241-1259.

Gaitzsch, J.; Huang, X.; Voit, B. Engineering Functional Polymer Capsules toward Smart
Nanoreactors. Chem. Rev. 2015.

Resmini, M.; Flavin, K.; Carboni, D. Microgels and Nanogels with Catalytic Activity.
Top. Curr. Chem. 2012, 325, 307-342.

Jia, H.; Schmitz, D.; Ott, A.; Pich, A.; Lu, Y. Cyclodextrin Modified Microgels as
“nanoreactor” for the Generation of Au Nanoparticles with Enhanced Catalytic Activity.
J. Mater. Chem. A 2015, 3 (11), 6187-6195.

42



(44)

(45)

(46)

(47)

(48)

(49)

(50)

(1)

(52)
(53)

(54)

(55)

(56)

(57)

(58)

Liu, A.; Traulsen, C. H.-H.; Cornelissen, J. J. L. M. Nitroarene Reduction by a Virus
Protein Cage Based Nanoreactor. ACS Catal. 2016, 6, 3084-3091.

Lu, Y.; Mei, Y.; Ballauff, M.; Drechsler, M. Thermosensitive Core - Shell Particles as
Carrier Systems for Metallic Nanoparticles. 2006, 3930-3937.

Shi, S.; Wang, Q.; Wang, T.; Ren, S.; Gao, Y.; Wang, N. Thermo-, pH-, and Light-
Responsive poly(N-Isopropylacrylamide-Co-Methacrylic Acid)--Au Hybrid Microgels
Prepared by the in Situ Reduction Method Based on Au-Thiol Chemistry. J. Phys. Chem.
B 2014, 118 (25), 7177-7186.

Chang, A.; Wu, Q.; Xu, W.; Xie, J.; Wu, W. Enhanced Enzymatic Hydrolysis of Cellulose
in Microgels. Chem. Commun. 2015, 51 (52), 10502—10505.

Yang, L.-Q.; Hao, M.-M.; Wang, H.-Y.; Zhang, Y. Amphiphilic Polymer-Ag Composite
Microgels with Tunable Catalytic Activity and Selectivity. Colloid Polym. Sci. 2015, 293
(8),2405-2417.

Liu, J.; Wang, J.; Wang, Y.; Liu, C.; Jin, M.; Xu, Y.; Li, L.; Guo, X.; Hu, A.; Liu, T.; et al.
A Thermosensitive Hydrogel Carrier for Nickel Nanoparticles. Colloids Interface Sci.
Commun. 2015, 4, 1-4.

Tang, Y.; Wu, T.; Hu, B.; Yang, Q.; Liu, L.; Yu, B.; Ding, Y.; Ye, S. Synthesis of
Thermo- and pH-Responsive Ag Nanoparticle-Embedded Hybrid Microgels and Their
Catalytic Activity in Methylene Blue Reduction. Mater. Chem. Phys. 2015, 149150,
460-466.

Plazas-Tuttle, J.; Rowles, L.; Chen, H.; Bisesi, J.; Sabo-Attwood, T.; Saleh, N. Dynamism
of Stimuli-Responsive Nanohybrids: Environmental Implications. Nanomaterials 2015, 5
(2), 1102-1123.

Wu, Q.; Cheng, H.; Chang, A.; Xu, W.; Lu, F.; Wu, W. Glucose-Mediated Catalysis of Au
Nanoparticles in Microgels. Chem. Commun. 2015.

Plamper, F. A.; Richtering, W. Functional Microgels and Microgel Systems. Acc. Chem.
Res. 2017, 50 (2), 131-140.

Mei, Y.; Lu, Y.; Polzer, F.; Ballauff, M.; Drechsler, M. Catalytic Activity of Palladium
Nanoparticles Encapsulated in Spherical Polyelectrolyte Brushes and Core - Shell
Microgels. Chem. Mater. 2007, 19 (14), 1062—1069.

Carregal-Romero, S.; Buurma, N. J.; Pérez-Juste, J.; Liz-Marzan, L. M.; Hervés, P.
Catalysis by Au@pNIPAM Nanocomposites: Effect of the Cross-Linking Density. Chem.
Mater. 2010, 22 (10), 3051-3059.

Zeng, J.; Zhang, Q.; Chen, J.; Xia, Y. A Comparison Study of the Catalytic Properties of
Au-Based Nanocages, Nanoboxes, and Nanoparticles. Nano Lett. 2010, 10 (1), 30-35.
Chen, Z.; Cui, Z.-M.; Cao, C.-Y.; He, W.-D.; Jiang, L.; Song, W.-G. Temperature-
Responsive Smart Nanoreactors: poly(N-Isopropylacrylamide)-Coated Au@mesoporous-
Si02 Hollow Nanospheres. Langmuir 2012, 28 (37), 13452—-13458.

Koenig, M.; Simon, F.; Formanek, P.; Miiller, M.; Gupta, S.; Stamm, M.; Uhlmann, P.
Catalytically Active Nanocomposites Based on Palladium and Platinum Nanoparticles in
Poly(2-Vinylpyridine) Brushes. Macromol. Chem. Phys. 2013, 214 (20), 2301-2311.

43



(59)

(60)

(61)

(62)

(63)
(64)

(65)

(66)

(67)

(68)

(69)

(70)

(71)

(72)

(73)

Lu, A.; Moatsou, D.; Hands-Portman, I.; Longbottom, D. A.; O’Reilly, R. K. Recyclable
L -Proline Functional Nanoreactors with Temperature-Tuned Activity Based on Core—
Shell Nanogels. ACS Macro Lett. 2014, 3 (12), 1235-1239.

Liu, G.; Wang, D.; Zhou, F.; Liu, W. Electrostatic Self-Assembly of Au Nanoparticles
onto Thermosensitive Magnetic Core-Shell Microgels for Thermally Tunable and
Magnetically Recyclable Catalysis. Small 2015, 11 (23), 2807-2816.

Horecha, M.; Kaul, E.; Horechyy, A.; Stamm, M. Polymer Microcapsules Loaded with Ag
Nanocatalyst as Active Microreactors. J. Mater. Chem. A 2014, 2 (20), 7431.

Jia, H.; Roa, R.; Angioletti-uberti, S.; Henzler, K.; Ott, A.; Lin, X.; Moser, J.; Kochovski,
Z.; Schnegg, A.; Dzubiella, J.; et al. Thermosensitive Cu2O-PNIPAM Core-Shell
Nanoreactors with Tunable Photocatalytic Activity. J. Mater. Chem. A 2016, 4, 9677—
9684.

Pradhan, N.; Pal, A.; Pal, T. Silver Nanoparticle Catalyzed Reduction of Aromatic Nitro
Compounds. Colloids Surfaces A Physicochem. Eng. Asp. 2002, 196 (2-3), 247-257.

Aditya, T.; Pal, A.; Pal, T. Nitroarene Reduction: A Trusted Model Reaction to Test
Nanoparticle Catalysts. Chem. Commun. (Camb). 2015, 51 (46), 9410-9431.

Zhao, P.; Feng, X.; Huang, D.; Yang, G.; Astruc, D. Basic Concepts and Recent Advances
in Nitrophenol Reduction by Gold- and Other Transition Metal Nanoparticles. Coord.
Chem. Rev. 2015, 287, 114-136.

Wunder, S.; Lu, Y.; Albrecht, M.; Ballauff, M. Catalytic Activity of Faceted Gold
Nanoparticles Studied by a Model Reaction: Evidence for Substrate-Induced Surface
Restructuring. ACS Catal. 2011, 1 (8), 908-916.

Angioletti-Uberti, S.; Lu, Y.; Ballauff, M.; Dzubiella, J. Theory of Solvation-Controlled
Reactions in Stimuli-Responsive Nanoreactors. J. Phys. Chem. C 2015, 119 (27), 15723—
15730.

Roa, R.; Kim, W. K.; Kandu¢, M.; Dzubiella, J.; Angioletti-Uberti, S. Catalyzed
Bimolecular Reactions in Responsive Nanoreactors. ACS Catal. 2017, 7 (9), 5604-5611.

Kandu¢, M.; Chudoba, R.; Palczynski, K.; Kim, W. K.; Roa, R.; Dzubiella, J. Selective
Solute Adsorption and Partitioning around Single PNIPAM Chains. Phys. Chem. Chem.
Phys. 2017, 19 (8), 5906-5916.

Kim, W. K.; Moncho-Jorda, A.; Roa, R.; Kandu¢, M.; Dzubiella, J. Cosolute Partitioning
in Polymer Networks: Effects of Flexibility and Volume Transitions. Macromolecules
2017, 50 (16), 6227-6237.

Li, Y.; El-Sayed, M. A. The Effect of Stabilizers on the Catalytic Activity and Stability of
Pd Colloidal Nanoparticles in the Suzuki Reactions in Aqueous Solution 1. J. Phys. Chem.
B 2001, 105 (37), 8938-8943.

Stowell, C. A.; Korgel, B. A. Iridium Nanocrystal Synthesis and Surface Coating-
Dependent Catalytic Activity. Nano Lett. 2005, 5 (7), 1203—-1207.

Lee, K. Y.; Lee, Y. W.; Lee, J.-H.; Han, S. W. Effect of Ligand Structure on the Catalytic
Activity of Au Nanocrystals. Colloids Surfaces A Physicochem. Eng. Asp. 2010, 372 (1—
3), 146-150.

44



(74)

(75)

(76)

(77)

(78)

(79)

(80)

(81)

(82)

(83)

(84)

(85)

(86)

(87)

(88)

Ciganda, R.; Li, N.; Deraedt, C.; Gatard, S.; Zhao, P.; Salmon, L.; Hernandez, R.; Ruiz, J.;
Astruc, D. Gold Nanoparticles as Electron Reservoir Redox Catalysts for 4-Nitrophenol
Reduction: A Strong Stereoelectronic Ligand Influence. Chem. Commun. (Camb). 2014,
50(70),10126-10129.

Crooks, R. M.; Zhao, M.; Sun, L. L.; Chechik, V.; Yeung, L. K. Dendrimer-Encapsulated
Metal Nanoparticles: Synthesis, Characterization, and Applications to Catalysis. Acc.
Chem. Res. 2001, 34 (3), 181-190.

Niu, Y.; Crooks, R. M. Preparation of Dendrimer-Encapsulated Metal Nanoparticles
Using Organic Solvents. Chem. Mater. 2003, 15 (18), 3463-3467.

Scott, R. W. J.; Wilson, O. M.; Crooks, R. M. Titania-Supported Au and Pd Composites
Synthesized from Dendrimer-Encapsulated Metal Nanoparticle Precursors. Chem. Mater.
2004, 16 (26), 5682-5688.

Scott, R. W. J.; Wilson, O. M.; Crooks, R. M. Synthesis, Characterization, and
Applications of Dendrimer-Encapsulated Nanoparticles. J. Phys. Chem. B 2005, 109 (2),
692-704.

Myers, V. S.; Weir, M. G.; Carino, E. V.; Yancey, D. F.; Pande, S.; Crooks, R. M.
Dendrimer-Encapsulated Nanoparticles: New Synthetic and Characterization Methods and
Catalytic Applications. Chem. Sci. 2011, 2 (9), 1632.

Deraedt, C.; Astruc, D. “Homeopathic” palladium Nanoparticle Catalysis of Cross
Carbon-Carbon Coupling Reactions. Acc. Chem. Res. 2014, 47 (2), 494-503.

Ye, H.; Scott, R. W. J.; Crooks, R. M. Synthesis, Characterization, and Surface
Immobilization of Platinum and Palladium Nanoparticles Encapsulated within Amine-
Terminated Poly(amidoamine) Dendrimers. Langmuir 2004, 20 (7), 2915-2920.

Chen, L.; Cao, W.; Quinlan, P. J.; Berry, R. M.; Tam, K. C. Sustainable Catalysts from
Gold-Loaded Polyamidoamine Dendrimer-Cellulose Nanocrystals. ACS Sustain. Chem.
Eng. 2015, 3, 978-985.

Diiring, J.; Alex, W.; Zika, A.; Branscheid, R.; Spiecker, E.; Grohn, F. Dendrimer-Dye
Assemblies as Templates for the Formation of Gold Nanostructures. Macromolecules.
2017, pp 6998-7009.

Liu, X.; Gregurec, D.; Irigoyen, J.; Martinez, A.; Moya, S.; Ciganda, R.; Hermange, P.;
Ruiz, J.; Astruc, D. Precise Localization of Metal Nanoparticles in Dendrimer Nanosnakes
or Inner Periphery and Consequences in Catalysis. Nat. Commun. 2016, 7 (182), 13152.

Moughton, A. O.; O’Reilly, R. K. Noncovalently Connected Micelles, Nanoparticles, and
Metal-Functionalized Nanocages Using Supramolecular Self-Assembly. J. Am. Chem.
Soc. 2008, 130 (27), 8714-8725.

Chen, D.-H.; Wu, S.-H. Synthesis of Nickel Nanoparticles in Water-in-Oil
Microemulsions. Chem. Mater. 2000, 12 (5), 1354—1360.

Kocak, G.; Biitiin, V. Synthesis and Stabilization of Pt Nanoparticles in Core Cross-
Linked Micelles Prepared from an Amphiphilic Diblock Copolymer. Colloid Polym. Sci.
2015, 293, 3563-3572.

Zheng, P.; Jiang, X.; Zhang, X.; Zhang, W.; Shi, L. Formation of Gold@polymer Core-

45



(89)

(90)

C2))

(92)

(93)

(94)

(95)

(96)

97)

(98)
(99)

(100)

(101)

(102)

Shell Particles and Gold Particle Clusters on a Template of Thermoresponsive and pH-
Responsive Coordination Triblock Copolymer. Langmuir 2006, 22 (22), 9393-9396.

Wang, Y.; Wei, G.; Zhang, W.; Jiang, X.; Zheng, P.; Shi, L.; Dong, A. Responsive
Catalysis of Thermoresponsive Micelle-Supported Gold Nanoparticles. J. Mol. Catal. A
Chem. 2007, 266 (1-2), 233-238.

Jiang, X.; Wei, G.; Zhang, X.; Zhang, W.; Zheng, P.; Wen, F.; Shi, L. A Strategy to
Facilitate Reuse of Palladium Catalyst Stabilized by Block Copolymer Micelles. J. Mol.
Catal. A Chem. 2007, 277 (1-2), 102-106.

Sharma, G.; Mei, Y.; Lu, Y.; Ballauff, M.; Irrgang, T.; Proch, S.; Kempe, R. Spherical
Polyelectrolyte Brushes as Carriers for Platinum Nanoparticles in Heterogeneous
Hydrogenation Reactions. J. Catal. 2007, 246, 10—14.

Lu, Y.; Mei, Y.; Schrinner, M.; Ballauff, M.; Moller, M. W.; Breu, J. In Situ Formation of
Ag Nanoparticles in Spherical Polyacrylic Acid Brushes by UV Irradiation. J. Phys.
Chem. C 2007, 111,7676-7681.

Proch, S.; Mei, Y.; Rivera Villanueva, J. M.; Lu, Y.; Karpov, a.; Ballauff, M.; Kempe, R.
Suzuki- and Heck-Type Cross-Coupling with Palladium Nanoparticles Immobilized on
Spherical Polyelectrolyte Brushes. Adv. Synth. Catal. 2008, 350, 493-500.

Schrinner, M.; Ballauff, M.; Talmon, Y.; Kauffmann, Y.; Thun, J.; Moéller, M.; Breu, J.
Single Nanocrystals of Platinum Prepared by Partial Dissolution of Au-Pt Nanoalloys.
Science 2009, 323, 617-620.

Wu, S.; Zhu, Z.; Siepenkotter, T.; Guo, X. Platinum Nanoparticles Generated in Spherical
Polyelectrolyte Brushes and Their High Catalytic Activity. Asia-Pacific J. Chem. Eng.
2012, 7 (6), 886—891.

Huang, S.; Yu, X.; Dong, Y.; Li, L.; Guo, X. Spherical Polyelectrolyte Brushes: Ideal
Templates for Preparing pH-Sensitive Core—shell and Hollow Silica Nanoparticles.
Colloids Surfaces A Physicochem. Eng. Asp. 2012, 415, 22-30.

Lu, Y.; Ballauff, M. Spherical Polyelectrolyte Brushes as Nanoreactors for the Generation
of Metallic and Oxidic Nanoparticles: Synthesis and Application in Catalysis. Prog.
Polym. Sci. 2016, 59, 86—104.

Juarez, B. H.; Liz-Marzan, L. M. Microgels and Nanoparticles: Where Micro and Nano
Go Hand in Hand. Zeitschrift fiir Phys. Chemie 2015, 229 (1-2), 263-282.

Jia, H.; Cao, J.; Lu, Y. Design and Fabrication of Functional Hybrid Materials for
Catalytic Applications. Curr. Opin. Green Sustain. Chem. 2017, 4, 16-22.

Lu, Y.; Wittemann, A.; Ballauff, M.; Drechsler, M. Preparation of Polystyrene-
Poly(nisopropylacrylamide) (PS-PNIPA) Core-Shell Particles by Photoemulsion
Polymerization. Macromol. Rapid Commun. 2006, 27, 1137-1141.

Lu, Y.; Ballauff, M. Thermosensitive Core-Shell Microgels: From Colloidal Model
Systems to Nanoreactors. Prog. Polym. Sci. 2011, 36 (6), 767-792.

Satapathy, S. S.; Bhol, P.; Chakkarambath, A.; Mohanta, J.; Samantaray, K.; Bhat, S. K.;
Panda, S. K.; Mohanty, P. S.; Si, S. Thermo-Responsive PNIPAM-Metal Hybrids: An
Efficient Nanocatalyst for the Reduction of 4-Nitrophenol. Appl. Surf. Sci. 2017, 420,

46



753-763.

(103) Li, S.; Lin, D.; Zhou, J.; Zha, L. Preparation of Silver Nanoparticles Loaded
Photoresponsive Composite Microgels and Their Light-Controllable Catalytic Activity. J.
Phys. Chem. C 2016, 120, 4902-4908.

(104) Susana, C. R.; Jorge, P. J.; Pablo, H.; Luis, M. L. M.; Paul, M. Colloidal Gold-Catalyzed
Reduction of Ferrocyanate (III) by Borohydride Ions: A Model System for Redox
Catalysis. Langmuir 2010, 26 (2), 1271-1277.

(105) Wang, D.; Liu, B.; Lii, J.; Lii, C. Facile Synthesis of Thermo-Responsive Episulfide
Group-Containing Diblock Copolymers as Robust Protecting Ligands of Gold
Nanoparticles for Catalytic Applications. RSC Adv. 2016, 6, 37487-37499.

(106) Chen, A.; Qi, J.; Zhao, Q.; Li, Y.; Zhang, G.; Zhang, F.; Fan, X. Thermo-Sensitive

Graphene Supported Gold Nanocatalyst: Synthesis, Characterization and Catalytic
Performance. RSC Adv. 2013, 3 (23), 8973.

(107) Zhang, Q.; Lee, L.; Ge, J.; Zaera, F.; Yin, Y. Surface-Protected Etching of Mesoporous
Oxide Shells for the Stabilization of Metal Nanocatalysts. Adv. Funct. Mater. 2010, 20
(14),2201-2214.

(108) Purbia, R.; Paria, S. Yolk/shell Nanoparticles: Classifications, Synthesis, Properties, and
Applications. Nanoscale 2015, 7 (47), 19789—19873.

(109) Chen, Z.; Cui, Z.-M.; Niu, F.; Jiang, L.; Song, W.-G. Pd Nanoparticles in Silica Hollow
Spheres with Mesoporous Walls: A Nanoreactor with Extremely High Activity. Chem.
Commun. (Camb). 2010, 46 (35), 6524—6526.

(110) Cao, S.; Chen, J.; Ge, Y.; Fang, L.; Zhang, Y.; Turner, A. P. F. A Self-Switchable Ag
Nanoreactor Exhibiting Outstanding Catalytic Properties. Chem. Commun. (Camb). 2014,
50 (1), 118-120.

(111) Cui, Z.-M.; Chen, Z.; Cao, C.-Y.; Jiang, L.; Song, W.-G. A Yolk-Shell Structured
Fe203@mesoporous SiO2 Nanoreactor for Enhanced Activity as a Fenton Catalyst in
Total Oxidation of Dyes. Chem. Commun. (Camb). 2013, 49 (23), 2332-2334.

(112) Lin, C. H.; Liu, X.; Wu, S. H.; Liu, K. H.; Mou, C. Y. Corking and Uncorking a Catalytic
Yolk-Shell Nanoreactor: Stable Gold Catalyst in Hollow Silica Nanosphere. J. Phys.
Chem. Lett. 2011, 2 (23), 2984-2988.

(113) Dai, B.; Polzer, F.; Hausler, 1.; Lu, Y. Au-TiO 2 Yolk-Shell Particles for Photocatalysis
Application. Zeitschrift fiir Phys. Chemie 2012, 226 (7-8), 827-835.

(114) Nongwe, I.; Bepete, G.; Shaikjee, A.; Ravat, V.; Terfassa, B.; Meijboom, R.; Coville, N. J.
Synthesis of Gold Encapsulated in Spherical Carbon Capsules with a Mesoporous Shell
Structure. A Robust Catalyst in a Nanoreactor. Catal. Commun. 2014, 53, 77-82.

(115) Horecha, M.; Senkovskyy, V.; Stamm, M.; Kiriy, A. One-Pot Synthesis of
Thermoresponsive PNIPAM Hydrogel Microcapsules Designed to Function in Apolar
Media. Macromolecules 2009, 42 (15), 5811-5817.

(116) Rehbock, C.; Jakobi, J.; Gamrad, L.; van der Meer, S.; Tiedemann, D.; Taylor, U.; Kues,
W.; Rath, D.; Barcikowski, S. Current State of Laser Synthesis of Metal and Alloy
Nanoparticles as Ligand-Free Reference Materials for Nano-Toxicological Assays.

47



Beilstein J. Nanotechnol. 2014, 5, 1523-1541.

(117) Barcikowski, S.; Compagnini, G. Advanced Nanoparticle Generation and Excitation by
Lasers in Liquids. Phys. Chem. Chem. Phys. 2013, 15 (9), 3022—-3026.

(118) Marzun, G.; Nakamura, J.; Zhang, X.; Barcikowski, S.; Wagener, P. Size Control and
Supporting of Palladium Nanoparticles Made by Laser Ablation in Saline Solution as a
Facile Route to Heterogeneous Catalysts. Appl. Surf. Sci. 2015, 348, 75-84.

(119) Gu, S.; Kaiser, J.; Marzun, G.; Ott, A.; Lu, Y.; Ballauff, M.; Zaccone, A.; Barcikowski, S.;
Wagener, P. Ligand-Free Gold Nanoparticles as a Reference Material for Kinetic
Modelling of Catalytic Reduction of 4-Nitrophenol. Catal. Letters 2015, 145 (5), 1105—
1112.

(120) Diallo, A. K.; Ornelas, C.; Salmon, L.; Ruiz Aranzaes, J.; Astruc, D. “Homeopathic”
catalytic Activity and Atom-Leaching Mechanism in Miyaura-Suzuki Reactions under
Ambient Conditions with Precise Dendrimer-Stabilized Pd Nanoparticles. Angew. Chem.
Int. Ed. Engl. 2007, 46 (45), 8644-8648.

(121) Tan, N. P. B.; Lee, C. H. Environment-Friendly Approach in the Synthesis of Metal/
Polymeric Nanocomposite Particles and Their Catalytic Activities on the Reduction of P-
Nitrophenol to P-Aminophenol. In Green Chemical Processing and Synthesis; InTech,
2017.

(122) Haber, F. Gradual Electrolytic Reduction of Nitrobenzene with Limited Cathode Potential.
Z. Elektrochem. 1898, 22, 506-514.

(123) Corma, A.; Serna, P. Chemoselective Hydrogenation of Nitro Compounds with Supported
Gold Catalysts. Science 2006, 313 (5785), 332-334.

(124) Blaser, H.-U. Chemistry. A Golden Boost to an Old Reaction. Science 2006, 313 (5785),
312-313.

(125) Layek, K.; Kantam, M. L.; Shirai, M.; Nishio-Hamane, D.; Sasaki, T.; Maheswaran, H.
Gold Nanoparticles Stabilized on Nanocrystalline Magnesium Oxide as an Active Catalyst
for Reduction of Nitroarenes in Aqueous Medium at Room Temperature. Green Chem.
2012, 14 (11), 3164.

(126) Wunder, S.; Polzer, F.; Lu, Y.; Mei, Y.; Ballauff, M. Kinetic Analysis of Catalytic
Reduction of 4-Nitrophenol by Metallic Nanoparticles Immobilized in Spherical
Polyelectrolyte Brushes. J. Phys. Chem. C 2010, 114, 8814-8820.

(127) Gu, S.; Wunder, S.; Lu, Y.; Ballauff, M.; Fenger, R.; Rademann, K.; Jaquet, B.; Zaccone,
A. Kinetic Analysis of the Catalytic Reduction of 4-Nitrophenol by Metallic
Nanoparticles. J. Phys. Chem. C 2014, 118 (32), 18618—18625.

(128) Mahmoud, M. A.; Garlyyev, B.; El-Sayed, M. A. Determining the Mechanism of Solution
Metallic Nanocatalysis with Solid and Hollow Nanoparticles: Homogeneous or
Heterogeneous. J. Phys. Chem. C 2013, 117 (42), 21886-21893.

(129) Fenger, R.; Fertitta, E.; Kirmse, H.; Thiinemann, A. F.; Rademann, K. Size Dependent
Catalysis with CTAB-Stabilized Gold Nanoparticles. Phys. Chem. Chem. Phys. 2012, 14
(26), 9343-9349.

(130) Nigra, M. M.; Ha, J.-M.; Katz, A. Identification of Site Requirements for Reduction of 4-

48



Nitrophenol Using Gold Nanoparticle Catalysts. Catal. Sci. Technol. 2013, 3 (11), 2976.

(131) Santos, K. de O.; Elias, W. C.; Signori, A. M.; Giacomelli, F. C.; Yang, H.; Domingos, J.
B. Synthesis and Catalytic Properties of Silver Nanoparticle-Linear Polyethylene Imine
Colloidal Systems. J. Phys. Chem. C 2012, 116 (7), 4594—4604.

(132) Baruah, B.; Gabriel, G. J.; Akbashev, M. J.; Booher, M. E. Facile Synthesis of Silver
Nanoparticles Stabilized by Cationic Polynorbornenes and Their Catalytic Activity in 4-
Nitrophenol Reduction. Langmuir 2013, 29 (13), 4225-4234.

(133) Kaiser, J.; Leppert, L.; Welz, H.; Polzer, F.; Wunder, S.; Wanderka, N.; Albrecht, M.;
Lunkenbein, T.; Breu, J.; Kiimmel, S.; et al. Catalytic Activity of Nanoalloys from Gold
and Palladium. Phys. Chem. Chem. Phys. 2012, 14 (18), 6487.

(134) Gu, S.; Lu, Y.; Kaiser, J.; Albrecht, M.; Ballauff, M. Kinetic Analysis of the Reduction of
4-Nitrophenol Catalyzed by Au/Pd Nanoalloys Immobilized in Spherical Polyelectrolyte
Brushes. Phys. Chem. Chem. Phys. 2015.

(135) Menumerov, E.; Hughes, R. A.; Neretina, S. Catalytic Reduction of 4-Nitrophenol: A
Quantitative Assessment of the Role of Dissolved Oxygen in Determining the Induction
Time. Nano Lett. 2016, 16 (12), 7791-7797.

(136) Wunder, S.; Lu, Y.; Albrecht, M.; Ballauff, M. Catalytic Activity of Faceted Gold
Nanoparticles Studied by a Model Reaction: Evidence for Substrate-Induced Surface
Restructuring. ACS Catal. 2011, 1, 908-916.

(137) Pastoriza-Santos, I.; Pérez-Juste, J.; Carregal-Romero, S.; Hervés, P.; Liz-Marzan, L. M.
Metallodielectric Hollow Shells: Optical and Catalytic Properties. Chem. Asian J. 2006, 1
(5), 730-736.

(138) “Carregal--Romero, S. and Buurma, N. J. and Perez--Juste, J. and Liz--Marzan, L. M. and
Herv_es, P.” “Catalysis by Au@pNIPAM Nanocomposites: Effect of the Cross-Linking
Density.” Chem. Mater. 2010, 22, 3051-3059.

(139) Ung, T.; Giersig, M.; Dunstan, D.; Mulvaney, P. Spectroelectrochemistry of Colloidal
Silver. Langmuir 1997, 13 (6), 1773—1782.

(140) Ung, T.; Liz-Marzan, L. M.; Mulvaney, P. Redox Catalysis Using Ag@SiO 2 Colloids. J.
Phys. Chem. B 1999, 103 (32), 6770-6773.

(141) Galanti, M.; Fanelli, D.; Angioletti-Uberti, S.; Ballauff, M.; Dzubiella, J.; Piazza, F.
Reaction Rate of a Composite Core—shell Nanoreactor with Multiple Nanocatalysts. Phys.
Chem. Chem. Phys. 2016, 18 (30), 20758-20767.

49



