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ABSTRACT: Metal and metal-oxide nanoparticles (NPs) are promising catalysts for dye
degradation in wastewater treatment despite the challenges of NP recovery and recycling.
In this study, water-dispersible NP superstructures with spherical morphology were
constructed from hydrophobic Pd and Fe;O, NPs by virtue of the oil droplets in an oil-
in-water microemulsion as templates. Control of the evaporation rate of organic solvents
in the oil droplets produces solid, hollow, and bowl-like superstructures. The component
Fe;0, and in particular Pd NPs can catalyze H,O, degradation to create hydroxyl radicals
and therewith degrade various dyes, and the magnetic Fe;O, NPs also permit recycling of
the superstructures with a magnet. Because the hollow and bowl-like superstructures
increase the contact area of the NPs with their surroundings in comparison to solid
superstructures, the catalytic activity is greatly enhanced. To improve the structural
stability, the superstructures were further enveloped with a thin polypyrrole (PPy) shell,
which does not weaken the catalytic activity. Because the current method is facile and

feasible to create recyclable catalysts, it will promote the practicability of NP catalysts in treating industrial polluted water.
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B INTRODUCTION

Accompanied with the rapid development of modern industry,
environmental problems are increasing day by day. Environ-
mental pollution, such as atmospheric, soil, and water pollution,
lead to enormous loss both in the economic domain and in
human health."™* Among the various forms of pollution,
aquatic environment pollution seriously impacts our daily life
because water is one of the most important elements to
maintain human survival and development. The main cause of
water pollution is the discharge of a significant amount of
industrial wastewater that has a complex composition of
pollutants. For example, the wastewater from the textile
industry contains various organic dyes.’”® To treat such
wastewater, a number of methods for degrading dyes have
been tested, such as biodegradation,9 coagulation,m adsorp-
tion,"'* membrane process,13 and, in particular, advanced
oxidation process (AOP)."*"> As an efficient method, AOP is
based on the creation of reactive species such as hydroxyl
radicals (*OH) for the destruction of various dyes, which yields
CO, and inorganic ions without selectivity.lé’17 The typical
AOP systems include H,0, plus ultraviolet,"® H,0, plus Fe**/
Fe®*,'”*° TiO,-containing materials plus ultraviolet,”** Fe;O,
plus H,0,,>*** Pd-containing materials plus H,0,,>* and so
forth. Owing to their high activity, Pd-containing materials are

nanometer-sized units, such as nanoparticles (NPs), because
the catalytic activity greatly depends on the increased specific
surface area of a given material.”>**

Water-dispersibility and recyclability are two major problems
for the practical application of nanocatalysts in wastewater
treatment.'**> Current efforts are attempting to meet the
challenge for simultaneously achieving water-dispersibility and
recyclability because good water-dispersibility usually results in
difficulty separating the nanocatalysts from water. The self-
assembly of NP catalysts into higher-order structures, namely,
superstructures, is expected to solve this problem®” because the
introduction of other building blocks into the superstructures
can bestow diversified functionalities, such as magnetic
separation of specific NPs. With respect to self-assembly,
many methods have been developed to construct super-
structures with controllable size, shape, composition, and
surface properties.”® " As a tested method to produce water-
dispersible NP superstructures, the self-assembly of hydro-
phobic NPs using the oil droplets in an oil-in-water (O/W)
microemulsion as templates yields water-dispersible colloidal
microspheres composed of hundreds of NPs.*"?* Many
hydrophobic NPs have been used to construct superstructures
with an NP array in an ordered manner, such as Au, Fe;O,,

conventionally applied for catalyzing H,O, homolysis, which Received: October 13, 2013
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CdSe, and NaYF, NPs, Bi,S; nanoplates, CdSe/CdS nanorods,
and so forth**™>° Binary superstructures have also been
fabricated from two different kinds of NPs, for example, the
combination of CdTe and Fe;O,, although the NPs lose the
ordered array of inner superstructures.””>’ As an efficient
method for functional integration, such a technique is
potentially useful for enhancing the performance of nano-
catalysts.

The full contact of the component NPs in the super-
structures with their external surroundin3gs is also important for
enhancing the catalytic efficiency.”®>® However, for the
conventional solid superstructures with diameters around
several hundreds nanometers, the inner NPs cannot contact
the surroundings, making them useless in catalytic reac-
tions.””** In comparison, hollow or other nonsolid super-
structures are expected to increase the contact of NPs with their
surroundin%s despite the complicated process to construct such
structures.” **

Herein, we demonstrate the fabrication of Pd/Fe;O, binary
hollow and bowl-like superstructures from preformed Pd and
Fe;O, NPs on the basis of our previous method for
constructing solid superstructures.*’ By simply elevating the
evaporation temperature of the organic solvents, the
morphologies of the NP superstructures are tuned from solid
to hollow to bowl-like spheres. The hollow and bowl-like
superstructures present better catalytic activity for catalyzing
H,0, homolysis and subsequently promoting dye degradation
than solid superstructures. The structural stability is further
improved by coating a thin polypyrrole (PPy) shell on the as-
prepared superstructures. Catalytic experiments indicate that
the PPy shell does not lower the catalytic activity in comparison
to bare superstructures.

B EXPERIMENTAL SECTION

Materials. Potassium hexachloropalladate (K,PdCls, 99%), iron
acetylacetonate (Fe(acac);, 99.9+%), 1,2-hexadecanediol (90%),
benzyl ether (99%), oleyamine (70%), oleic acid (OA, 90%),
dodecyltrimethylammonium bromide (DTAB, 99%), and poly(N-
vinylpyrrolidone) (PVP, M,, = 5.5 X 10*) were purchased from Sigma-
Aldrich. Pyrrole (99%) was purchased from Acros Organics. Gelatin
was obtained from Fluka. Sodium borohydride (NaBH,), ethylene
glycol, toluene, chloroform, methylene blue (ME), rhodamine B
(RhB), neutral red (NR), methyl orange (MO), and FeCl;-6H,0 were
analytical grade and used as received. Octadecyl-p-vinylbenzyldime-
thylammonium chloride (OVDAC) was synthesized according to our
previous method.*® Absolute ethanol and deionized water were used in
all experiments.

Synthesis of Pd and Fe;0, NPs. OVDAC-stabilized Pd NPs were
prepared by reducing K,PdCl with NaBH,. Ten milliliters of a 15 mM
K,PdCl4 aqueous solution was mixed with 1S mL of a 7 mg/mL
OVDAC chloroform solution. With vigorous stirring, Pd* was
completely transferred from water to chloroform. Then, 4.15 mL of
a 9 mg/mL NaBH, aqueous solution was added dropwise under
vigorous stirring. After 30 min of stirring at room temperature, the
chloroform phase was separated to achieve OVDAC-stabilized Pd
NDPs.

OA-stabilized Fe;O, NPs were prepared according to a thermal
decomposition method.*” In 20 mL of phenyl ether, 2 mmol of
Fe(acac);, 10 mmol of 1,2-hexadecanediol, 6 of mmol OA, and 6
mmol of oleylamine were mixed. After stirring for 15 min under a
nitrogen atmosphere, the solution was heated at 200 °C, kept at this
temperature for 30 min, and then refluxed for another 30 min at 265
°C. After cooling to room temperature, the solution was treated with
ethanol. The products were separated with a magnet and redispersed
in chloroform to obtain OA-stabilized Fe;O, NPs.
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Preparation of Pd, Fe;0, and Pd/Fe;O, Superstructures.
DTAB-capped Pd/Fe;O, binary superstructures were prepared by a
microemulsion template route according to our previous method.*
Typically, the experiment started by mixing 5 mg of Pd NPs and S mg
of Fe;O, NPs in 1 mL of toluene at room temperature. Under
mechanical stirring, the NP solution was added dropwise into a DTAB
aqueous solution (14 mg/mL, S mL) to form an oil-in-water
microemulsion. By evaporating toluene at a specific temperatures
(e.g, 20, 40, 60, 80, and 100 °C), the DTAB-capped Pd/Fe;0, solid,
hollow, and bowl-like superstructures were prepared. The super-
structures were collected with a magnet. For comparison, DTAB-
capped Pd and Fe;O, unitary superstructures were prepared following
a similar method except that Pd and Fe;O, NPs alone were used.

Catalytic Experiments. Four water-soluble organic dyes were
chosen to investigate the catalytic activity of Pd/Fe;O, superstructures,
which were ME, RhB, NR, and MO. In a typical catalytic experiment, 3
mg of catalyst was mixed with an aqueous solution of RhB (S mg/L,
10 mL). Under ultrasonic treatment (40 kHz), 1 mL of H,O, was
injected into the mixture. The RhB degradation was monitored by
UV—vis absorption spectra.

PPy-Enveloped Superstructures. Three milligrams of DTAB-
capped Pd, Fe;O,, or Pd/Fe;O, superstructures were added into an
ethylene glycol solution of PVP (2.0 mM, S mL) under mechanical
stirring. After 10 min, a gelatin aqueous solution (10 mg/mlL, 0.5 mL)
was injected into the mixture. The solution was heated at 80 °C for 3
h. After cooling to room temperature, the PVP-capped superstructures
were separated from the solution and dispersed in deionized water.
Pyrrole monomer was injected into the PVP-capped superstructure
solution under mechanical stirring at ambient temperature with
specific monomer concentrations of 1.44, 2.88, 8.66, and 14.4 mM.
After 0.5 h of stirring, 1 mL of a 10 mg/mL aqueous FeCl;-6H,0
solution was added to initiate the polymerization. With continuous
stirring for 12 h, PPy-enveloped superstructures were obtained. Before
further characterization, the products were washed with water and
ethanol more than three times.

Characterization. Transmission electron microscopy (TEM) was
performed using a Hitachi H-800 electron microscope at an
acceleration voltage of 200 kV with a CCD camera. High-angle
annular dark-field scanning TEM energy-dispersive X-ray spectroscopy
(HAADF-STEM-EDS) was conducted with a FEI Tecnai F20
transmission electron microscope at 200 kV. Dynamic light scattering
(DLS) measurements were operated with a Zetasizer NanoZ$S
(Malvern Instruments). Inductively coupled plasma (ICP) experi-
ments were performed using a PerkinElmer OPTIMA 3300DV
analyzer. UV—vis absorption spectra were measured with a Shimadzu
3600 UV—vis near-IR spectrophotometer. Magnetic measurements
were performed using a SQUID magnetometer (QD MPMS) at 300 K
by cycling the magnetic field between —10 and 10 kOe. Photo-
luminescence (PL) spectroscopy was measured using a Shimadzu RF-
5301 PC spectrophotometer. The excitation wavelength was 315 nm.
Thermogravimetric (TGA) analysis was operated with a QS00
themoanalysis instrument from TA Company. Analyses were carried
out under a N, flow in the range of 30—900°C with a heating rate of
10.0 °C/min.

B RESULTS AND DISCUSSION

In the experiments, OVDAC-stabilized 3.4 nm Pd and OA-
stabilized 5.3 nm Fe;O, NPs were employed as the building
blocks to fabricate the superstructures (Figure S1). The
hydrophobic alkyl chains of OVDAC and OA make the NPs
dispersible in common organic solvents, such as toluene. Five
milligrams of Pd NPs and S mg of Fe;O, NPs were mixed in 1
mL of toluene at room temperature. Under mechanical stirring,
the binary NP solution was added dropwise into S mL of a 14
mg/mL DTAB aqueous solution to form an O/W micro-
emulsion. After evaporating toluene at 40 °C under stirring,
DTAB-capped Pd/Fe;O, binary hollow superstructures were
fabricated. Under TEM, the morphology of the superstructures
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Figure 1. (a, b) TEM images and (c) size distribution of DTAB-
capped Pd/Fe,O, binary hollow superstructures. (d) DLS size
distribution of the superstructures. (¢) HAADF-STEM image of the
superstructures and the mapping images of the (f) Pd and (g) Fe
elements. (h) EDS spectrum of the superstructures.

appear as hollow spheres with an average diameter of 350 + 40
nm (Figure la—c). DLS measurement indicates an average
diameter of 400 nm (Figure 1d), consistent with the TEM
result. The EDS spectrum exhibits a homogenous distribution
of Pd and Fe elements in the superstructures, confirming that
Pd and Fe;O, NPs distribute homogenously rather than form
respective aggregates (Figure le—g). Meaningfully, the content
of the Pd and Fe elements in the middle of the sphere is less
than that on the shell, further confirming that the super-
structures are hollow spheres (Figure 1f,g). The quantitative
analysis of the EDS data reveals a Pd/Fe molar ratio of 1:6.0
(Figure 1h). The Pd/Fe ratio was further confirmed by ICP,
which indicates the ratio of 1:8.5.

In general, hollow and bowl-like superstructures were
fabricated similarly to our previous works on fabricating solid
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Figure 2. TEM images of DTAB-capped Pd/Fe;O, binary super-
structures prepared at (a, b) 20, (c, d) 60, (e) 80, and (f) 100 °C.

superstructures, which employed the oil droplets in an O/W
microemulsion as the templates and organic-solvent evapo-
ration to drive the self-assembly of NPs.*** However, the
evaporation temperature of the organic solvents was elevated to
tune the assembly process (Figure 2). As exhibited by TEM
observation, solid superstructures with an average diameter of
220 + S0 nm were obtained at 20 °C (Figures 2a,b and S2a).
Elevating the temperature to 40 °C while fixing the other
experimental variables resulted in hollow superstructures with
an average diameter of 350 = 40 nm (Figure la—c). Further
elevating the temperature to 60 °C generates bowl-like
superstructures with an average diameter of 450 + 80 nm
(Figures 2c,d and S2c). These results mean that the
temperature simultaneously alters the morphology and
increases the diameter of the superstructures. The size increase
was also confirmed by DLS measurement (Figures 1d and
S2b,d). In addition, the bowl-like structures can be finely
controlled by further elevating the evaporation temperature.
Occurring simultaneously with a diameter increase of the bowl,
the mouth-to-bowl ratio increases as the evaporation temper-
ature is elevated from 60 to 100 °C (Figure 2c—f).

The temperature-dependent morphology variation is under-
standable according to the interparticle interactions and
diffusion rate (Vp) of NPs. In this context, the driving force
for NP distribution in oil-droplet template relates to the
gravitation of NPs, the van der Waals attraction between NPs,
the pressure from surrounding water, and the diffusion effect of
NPs caused by solvent evaporation. Only the diffusion effect
permits the motion of NPs to the droplet surface, whereas
other factors limit NPs in the droplets (Figure 3). In addition,
the elevated temperature greatly favors NP diffusion but has
less effect on the gravitation, van der Waals attraction, and the
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Figure 3. Schematic illustration of the preparative procedure of DTAB-capped Pd/Fe;O, binary superstructures with solid, hollow, and bowl-like
morphologies. The fabrication at (a) 20, (b) 40, (c) and 60—100 °C are demonstrated.
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Figure 4. (a) Temporal evolution of the UV—vis absorption spectra of S mg/L of a RhB aqueous solution with the addition of 3 mg of Pd/Fe;0,
superstructures as the catalyst. The inset shows the corresponding photographs of the solution. (b) Degradation conversion curves of RhB, ME, NR,
and MO in the presence of 3 mg of Pd/Fe;O, superstructures. (c) M(H) curves of the superstructures and OA-capped Fe;O, NPs. (d) Photograph
of DTAB-capped Pd/Fe;O, superstructure suspension without and with a magnet.

pressure from surrounding water. As a result, at relatively low
evaporation temperatures, NPs prefer to stay at the center of
the droplet templates because the diffusion effect is weaker than
the sum of the other factors. This produces solid super-
structures after solvent evaporation (Figure 2a). In contrast, V,
increases with the increment of temperature, favoring the
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motion of NPs toward the droplet surface and increasing the
possibility of forming hollow structures (Figure la). As the
temperature is further increased, the rapid solvent evaporation
pushes the NPs aside, thus producing bowl-like superstructures
(Figure 2c—f). The extremely fast solvent evaporation at 100
°C seriously destroys the hollow structures and subsequently
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Table 1. Comparison of the Degradation Time of RhB, ME,
NR, and MO with the Addition of 3 mg of DTAB-Capped
Pd/Fe;0, Solid Superstructures and DTAB-Capped Solid,
Hollow, and Bowl-Like Pd/Fe;0O, Superstructures as the
Catalysts®

degradation time (min)

catalysts RhB ME NR MO
hollow Pd/Fe;O, 70 70 S0 20
bowl Pd/Fe;0, S0 70 NY 20
solid Pd/Fe;0, 100 100 70 40
solid Pd 40 S0 30 20
solid Fe;0, 160 130 70 S0

“The degradation time was confirmed according to the absorption
spectra.

produces the bowl-like superstructures with a high mouth-to-
bowl ratio (Figure 2f).

Four common organic dyes in industrial wastewater, ME,
RhB, NR, and MO, were chosen to investigate the catalytic
activity of the Pd/Fe;O, binary hollow superstructures. In a
typical catalytic experiment, 3 mg of catalyst are mixed with a
10 mL aqueous solution of 5 mg/L RhB. Under ultrasonic
treatment (40 kHz), 1 mL of H,O, is injected into the mixture.
RhB degradation is monitored by the UV—vis absorption
spectra (Figure 4a). With prolonging the duration of these
conditions, the absorption of RhB at 550 nm gradually
decreases and completely disappears after 70 min. Meanwhile,

the color of the solution turns from pink to colorless (Figure
4a, inset). These data prove the high catalytic activity of the
superstructures in promoting RhB degradation. Besides RhB,
the Pd/Fe;0, superstructures are also efficient in catalyzing
ME, NR, and MO degradation (Figure S3). ME, NR, and MO
completely degrade within 70, 50, and 20 min, respectively
(Figure 4b). The different degradation rates of the four dyes is
mainly attributed to their charges. In the current system, dye
degradation is based on an advanced oxidation process using
*OH to destroy the molecular structures. The *OH is generated
on the surface of nanocatalysts, so the interactions between
catalysts and dyes greatly influence the catalytic efficiency. As
shown in Table 1, the catalysts are capped by DTAB, a positive
surfactant, which bestows the catalysts with positive charges.
Although RhB and ME possess positive charge, NR is near
neutral, and MO possesses negative charge (Figure S4). The
electrostatic repulsion—attraction between catalysts and dyes
leads to the increasing degradation rate following the sequence
of RhB, ME, NR, and MO. In addition, the chemical structures
of RhB, ME, and NR are more complex than MO, which also
increases the steric hindrance and complexity of the reaction
with *OH. As a result, RhB and ME exhibit the slowest
degradation rate, then NR, and finally MO. Note that the dyes
do not degrade in the absence of the superstructures (Figure
SS) because the homolysis of H,O, to *OH is not facilitated.
Instead, the heterolysis to H,O and O, is favored.

The magnetic curves of Fe;O, NPs and Pd/Fe;O,
superstructures were compared by cycling the magnetic field
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Figure S. Temporal evolution of the UV—vis absorption spectra of a S mg/L RhB aqueous solution with the addition of 3 mg of Pd/Fe;0, (a) solid
and (c) bowl-like superstructures as the catalysts. The inset shows the corresponding photographs of the solution. Degradation conversion curves of
RhB, ME, NR, and MO in the presence of 3 mg of Pd/Fe;O, (b) solid and (d) bowl-like superstructures.
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Figure 6. TEM images of PPy-enveloped Pd/Fe;O, superstructures
that were prepared with the addition of (a) 1.44, (c) 2.88, (e) 8.66,
and (g) 144 mM pyrrole. (b, d, f, and h) Corresponding enlarged
images to show the thickness of the PPy shell.

between —10 and 10 Oe (Figure 4c). The saturation
magnetization of Fe;O, NPs and Pd/Fe;O, superstructures is
43 and 30 emu/g, respectively. The M(H) hysteresis curves are
completely reversible, indicating that both the NPs and
superstructures are superparamagnetic. The decrease in the
saturation magnetization of the superstructures is attributed to
the introduction of Pd NPs and hence the decrease of the
Fe;O, component. Despite the lowered magnetism, the
superstructures can be separated from the catalytic systems
with the help of a magnet (Figure 4d). This will facilitate the
recycling of the nanocatalysts in wastewater treatment.
Because the activity of nanocatalysts relates to the contact
area with dyes, the catalytic efficiency of the superstructures
may depend on the morphology. Hollow and bowl-like
superstructures are expected to present better catalytic activity
than solid ones. To confirm this, the catalytic activity of solid,
hollow, and bowl-like superstructures with the same diameter
and quality were compared for the degradation of ME, RhB,
NR, and MO (Figures 4a,b, 5, and S6). As shown in Figure Sa,
the degradation time of RhB in the presence of solid
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superstructures is longer than that of hollow superstructures.
The same tendency is also observed for the degradation of ME,
NR, and MO (Figure Sb). The degradation time of dyes in the
presence of bowl-like superstructures is similar to that for
hollow ones (Figure Sc,d). Figure S7 shows the corresponding
temporal evolution of the UV—vis absorption spectra of ME,
NR, and MO using solid and bowl-like superstructures as
catalysts. The degradation time of the four dyes in the presence
of different superstructures is displayed in Table 1. Hollow and
bowl-like superstructures present better catalytic activity than
solid superstructures because of their high contact area with the
dyes.

For a comparison, Pd NP superstructures and Fe;O, NP
superstructures were also fabricated and used to test the
catalytic activity (Figure S8). As shown in Table 1, both Pd and
Fe;0, superstructures are capable of catalyzing dye degrada-
tion. However, Pd superstructures possess higher activity than
that of Fe;O,, represented by the shorter duration for complete
degradation. The activity of Pd/Fe;O, binary superstructures is
slightly lower than Pd superstructures, which is attributed to the
presence of Fe;O, in the superstructures. Terephthalic acid was
chosen as the detector to test the generation of *OH from
H,0, homolysis (Figure S9) because terephthalic acid can trap
*OH and create fluorescent 2-hydroxyterephthalic acid.** The
PL spectra indicate that the emission intensity of terephthalic
acid solution decreases following the sequence of Pd, Pd/
Fe;0,, and Fe;0, superstructures, confirming the generation of
more *OH and subsequent 2-hydroxyterephthalic acid by Pd
catalysis.

The catalytic activity and stability of directly dispersed NPs
was also studied by transferring hydrophobic Pd and Fe;O,
NPs to water rather than forming superstructures (Figure
S10a,b). As shown in Figure S10c,d, RhB degrades within 30
and 60 min, respectively, using directly dispersed Pd and Fe;O,
NPs as catalysts, which presents higher catalytic activity than
the superstructures. This is mainly attributed to the high
specific surface area of the directly dispersed NPs, consistent
with the previous discussions. However, serious aggregation of
directly dispersed NPs was observed after only one use in the
catalytic reaction because of their poor stability (Figure S10e,f).
In contrast, the superstructures demonstrate an improved
structural stability and magnetic separation property, although
their stability is still not that good.

As mentioned, although Pd/Fe;O, binary superstructures
exhibit potential for use in applications in catalyzing dye
degradation and catalyst recycling, the structural stability of the
superstructures is still poor. The structures are easy to
deconstruct under ultrasonication, organic solvents, or even
during storage. This is attributed to the weak interparticle
interactions between the neighboring NPs within the super-
structures.’* Pd and Fe;O, NPs are capped by hydrophobic
alkyl ligands. van der Waals interactions are the main driving
force to maintain the structures. In comparison to covalent
linkage, van der Waals interactions are much weaker. This
feature undoubtedly limits their practical applications. To
improve the structural stability, a PPy shell was coated outside
the superstructures via oxidative polymerization. TEM
observation confirmed that the superstructures were well-
maintained after the catalytic reaction (Figure Sllc). In
comparison, both DTAB- and PVP-capped superstructures
deconstruct and finally aggregate (Figure S1lab). By altering
the concentration of pyrrole monomer, the thickness of the PPy
shell is also tunable. As shown in Figure 6, PPy thicknesses of

dx.doi.org/10.1021/am404440d | ACS Appl. Mater. Interfaces 2014, 6, 450—458
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Figure 7. (a) Temporal evolution of the UV—vis absorption spectra of an RhB aqueous solution in the presence of S mg of PPy-enveloped Pd/
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respectively. (c) Effect of superstructure dosage on the degradation rate of RhB. (d) Comparison of the structural stability of DTAB-, PVP-, and PPy-
capped superstructures over the course of 20 cycles of reuse for catalyzing RhB degradation.

54,102, 19.2, and 22.5 nm were achieved through the addition
of 1.44, 2.88, 8.66, and 14.4 mM pyrrole, respectively. TGA
analysis was further employed to characterize the PPy shell
(Figure S12). After formation of the PPy shell, the organic
content greatly increases in comparison to the PPy-free
superstructures. Control experiments further revealed that
with increasing pyrrole monomer the organic content also
increases, implying the growth of the PPy shell. By comparing
then with PPy-free superstructures, the weight ratio of the PPy
shell was calculated to be 7.3, 12.6, 15.1, and 21.0% for the four
pyrrole feed amounts, respectively. The corresponding thick-
ness of the PPy shell was further estimated to be 7.8, 12.2, 17.3,
and 25.5 nm, basically consistent with the TEM observation
(Figure 6).

RhB was chosen to reveal the influence of the PPy shell on
the catalytic activity of superstructures. As shown in Figure 7a,
RhB absorption gradually decreases and completely disappears
within 70 min. In comparison to DTAB-capped super-
structures, the catalytic activity of PPy-enveloped ones does
not change obviously (Figures 4a and 7a). Except at the initial
stage, the PPy shell thickness has no effect on the absorbance
variation within the range of 5.4 to 22.5 nm (Figure 7b). This is
attributed to the porous structure of the PPy shell, which
permits the permeation of small molecules but inhibits
nanometer-sized particles and clusters.*® The rapid decrease
of RhB absorbance at the initial stage is attributed to the dye
adsorption on PPy, thus promoting the contact of the dyes with
the catalysts. To prove this, the temporal evolution of the UV—
vis absorption spectra of the mixture of pure PPy particles and
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RhB were studied (Figure S13a). Except at the beginning, no
obvious absorbance decrease occurs during the prolonged
reaction, confirming that PPy has no catalytic activity for H,O,
homolysis. Similar results were obtained for the degradation of
ME, NR, and MO (Figure S13b). In addition, the same effect
was observed for PPy-capped bowl-like superstructures as
catalysts (Figure S13c,d).

To reveal the concentration effect of the superstructures on
RhB degradation, 1.5, 3, 6, and 12 mg of PPy-enveloped
superstructures were added into the catalytic system. The
degradation conversion curves indicate that the degradation
time of RhB is greatly shortened by increasing the dose of
superstructures (Figure 7c). With the addition of 12 mg of
superstructures, RhB fully degrades within 20 min. Because of
the excellent catalytic activity of Pd NPs, the magnetism of
Fe;0, NPs, and the structural stability by PPy envelopment,
the PPy-enveloped Pd/Fe;O, superstructures present the
capability of recycled use for catalyzing dye degradation. A 20
time recycling catalytic experiment was carried out using
DTAB-, PVP-, and PPy-capped superstructures as the catalysts
(Figure 7d). PPy-capped superstructures maintain excellent
catalytic activity after 20 cycles, whereas DTAB- and PVP-
capped ones gradually lose the activity after 7 and 10 cycles,
respectively. These results confirm that PPy envelopment
greatly prevents the deconstruction of the superstructures and
therewith improves the recyclability of the nanocatalysts.
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B CONCLUSIONS

Hydrophobic Pd and Fe;O, NPs were employed as the building
blocks for constructing binary hollow and bowl-like super-
structures by virtue of oil droplets in an O/W microemulsion as
the templates. In comparison to solid superstructures, the
hollow and bowl-like superstructures present improved
activities in catalyzing dye degradation. A PPy shell was further
coated on the as-prepared superstructures via oxidative
polymerization. By combining the high catalytic activity of Pd
NPs, the magnetism of the Fe;O, NPs, and the protection from
the PPy shell, the PPy-enveloped Pd/Fe;0, superstructures act
as recyclable catalysts to promote dye degradation. Catalytic
tests also confirmed that a thin PPy shell does not weaken
catalytic activity. As efficient nanocatalysts, PPy-enveloped Pd/
Fe;O, superstructures are potentially applicable in the treat-
ment of industrial wastewater.
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