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Description

[Technical Field]

[0001] The present specification claims priority to and the benefit of Korean Patent Application No. 10-2014-0152440
filed in the Korean Intellectual Property Office on November 4, 2014.
[0002] The present specification relates to a method for preparing a carrier-nanoparticle complex.

[Background Art]

[0003] Nanoparticles are particles having nanoscale particle sizes, and show optical, electrical and magnetic properties
completely different from those of bulk materials due to a large specific surface area and the quantum confinement
effect, in which energy required for electron transfer changes depending on the size of material. Accordingly, due to
such properties, much interest has been concentrated on the applicability of nanoparticles in the catalyst, electromagnetic,
optical, medical fields, and the like. Nanoparticles may be considered as intermediates between bulks and molecules,
and may be synthesized in terms of two approaches, that is, the "top-down" approach and the "bottom-up" approach.
[0004] Examples of a method for synthesizing a metal nanoparticle comprise a method for reducing metal ions in a
solution by using a reducing agent, a method for using gamma-rays, an electrochemical method, and the like, but in the
existing methods, it is difficult to synthesize nanoparticles having a uniform size and shape, or it is difficult to economically
mass-produce high-quality nanoparticles for various reasons such as problems of environmental contamination, high
costs, and the like by using organic solvents.
[0005] Meanwhile, [Nano Lett., 2011, 11(3), pp 919-926] describes a method for preparing a core-shell particle com-
prising gold (Au) as a core and platinum (Pt) as a shell, but only discloses a method for preparing a core-shell particle
by using platinum (Pt)-acetylacetonate (Pt-(acac)2), which is an organic metal compound, and an organic solvent, and
does not describe a method for preparing a core-shell particle, which may solve environmental pollution and high cost
problems.
KR20130093264 discloses a fuel cell electrode catalyst comprising a core shell structure of active nano particle. The
active nano particle comprises: a core comprising palladium and first transition metal; and a shell coating the core, and
comprising platinum and second transition metal. The first and second transition metal is iron, cobalt, or nickel inde-
pendently. The core has an average diameter of 1-15 nm. The shell has an average thickness of 1-3 nm. The electrode
catalyst also comprises a carrier dipping the active nano particle.

[Detailed Description of the Invention]

[Technical Problem]

[0006] The present specification has been made in an effort to provide a method for preparing a carrier-nanoparticle
complex.

[Technical Solution]

[0007] An exemplary embodiment of the present specification provides a method for preparing a carrier-nanoparticle
complex in which core-shell nanoparticles are supported on a carrier, the method comprising: forming a first solution
comprising an aqueous solvent, a precursor of a first metal, a precursor of a second metal, and a carrier; forming a core
portion comprising the first metal and the second metal by adding a first reducing agent to the first solution; adjusting a
pH of the first solution to 8 or more between the forming of the first solution and the forming of the core portion; forming
a second solution by adding a Pt precursor to the first solution after the forming of the core portion; forming a shell portion
comprising Pt on at least a portion of a surface of the core portion by adding a second reducing agent to the second
solution; and adjusting a pH of the second solution to 8 or more between the forming of the second solution and the
forming of the shell portion wherein at least a portion of a surface of the carrier is coated with a polymer electrolyte which
comprises one or more functional groups comprising nitrogen.

[Advantageous Effects]

[0008] A method for preparing a carrier-nanoparticle complex according to an exemplary embodiment of the present
specification does not use an organic solvent which is highly likely to cause environmental pollutions, but uses an aqueous
solvent, and thus has an advantage in that there is little environmental pollution.
[0009] The method for preparing a carrier-nanoparticle complex according to an exemplary embodiment of the present
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specification is carried out under a low temperature atmosphere of 100°C or less, and thus has an advantage in that the
carrier-nanoparticle complex may be prepared in large amounts at a low cost.
[0010] The method for preparing a carrier-nanoparticle complex according to an exemplary embodiment of the present
specification does not use a surfactant, and thus has an advantage in that hazardous materials are generated in small
amounts in the preparation process, and the carrier-nanoparticle complex may be easily formed at a low cost.

[Brief Description of Drawings]

[0011]

FIGS. 1 and 2 each illustrate a transmission electron microscope (TEM) image of the carrier-nanoparticle complex
prepared according to Example 1.
FIG. 3 illustrates a high-angle annular dark-field (HADDF) image of the carrier-nanoparticle complex according to
Example 1.
FIG. 4 illustrates a transmission electron microscope (TEM) image of the carrier-nanoparticle complex prepared
according to Reference Example 1.
FIG. 5 illustrates a transmission electron microscope (TEM) image of the carrier-nanoparticle complex prepared
according to Reference Example 2.
FIG. 6 illustrates the result of the energy dispersive spectroscopy (EDS) line scanning of the carrier-nanoparticle
complex according to Example 1.
FIG. 7 illustrates the cyclic voltammetry (CV) of the carrier-nanoparticle complexes according to Example 1 and
Comparative Example 1.
FIG. 8 illustrates the linear sweep voltammetry (LSV) of the carrier-nanoparticle complexes according to Example
1 and Comparative Example 1.
FIG. 9 is a result of measuring the performances of single cells comprising the carrier-nanoparticle complexes
according to Example 1 and Comparative Example 1.

[Best Mode]

[0012] Hereinafter, the present specification will be described in more detail.
[0013] When one part "comprises" one constituent element in the present specification, unless otherwise specifically
described, this does not mean that another constituent element is excluded, but means that another constituent element
may be further comprised.
[0014] An exemplary embodiment of the present specification provides a method for preparing a carrier-nanoparticle
complex in which core-shell nanoparticles are supported on a carrier, the method comprising: forming a first solution
comprising an aqueous solvent, a precursor of a first metal, a precursor of a second metal, and a carrier; forming a core
portion comprising the first metal and the second metal by adding a first reducing agent to the first solution; adjusting a
pH of the first solution to 8 or more between the forming of the first solution and the forming of the core portion; forming
a second solution by adding a Pt precursor to the first solution after the forming of the core portion; forming a shell portion
comprising Pt on at least a portion of a surface of the core portion by adding a second reducing agent to the second
solution; and adjusting a pH of the second solution to 8 or more between the forming of the second solution and the
forming of the shell portion, wherein at least a portion of a surface of the carrier is coated with a polymer electrolyte
which comprises one or more functional groups comprising nitrogen.
[0015] According to an exemplary embodiment of the present specification, the core-shell nanoparticle may comprise
a shell portion comprising Pt on at least a portion of a surface of a core portion comprising two metals. Specifically,
according to an exemplary embodiment of the present specification, the core-shell nanoparticle may comprise a shell
portion comprising Pt on the entire surface of a core portion comprising two metals.
[0016] A precursor in the present specification means a salt comprising metal ion. The precursor may be dissociated
in a solvent to provide metal ions, and the metal ion is reduced by a reducing agent, and thus may become a metal
constituting the core-shell nanoparticle.
[0017] An exemplary embodiment of the present specification may further comprise adjusting a pH of the first solution
to 8 or more between the forming of the first solution and the forming of the core portion. Specifically, the adjusting of
the pH of the first solution to 8 or more may be adjusting the pH to 8 or more and 13 or less. More specifically, the
adjusting of the pH of the first solution to 8 or more may be adjusting the pH to 10.
[0018] When the pH of the first solution is adjusted to the aforementioned range, there is an advantage in that the
dispersibility of the core portion to be synthesized is excellent.
[0019] An exemplary embodiment of the present specification may further comprise adjusting a pH of the second
solution to 8 or more between the forming of the second solution and the forming of the shell portion. Specifically, the
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adjusting of the pH of the second solution to 8 or more may be adjusting the pH to 8 or more and 13 or less. More
specifically, the adjusting of the pH of the second solution to 8 or more may be adjusting the pH to 10.
[0020] When the pH of the second solution is adjusted to the aforementioned range, the surface of the core portion
is negatively charged, and as a result, the shell portion is easily formed because the Pt precursor is easily positioned
on the surface of the core portion.
[0021] According to an exemplary embodiment of the present specification, in the process of adjusting the pH, the pH
may be adjusted by adding a base solution. Specifically, the pH may be adjusted by adding a base solution selected
from the group consisting of sodium hydroxide (NaOH), barium hydroxide (Ba(OH)2), potassium hydroxide (KOH),
calcium hydroxide (Ca(OH)2), and lithium hydroxide (LiOH).
[0022] According to an exemplary embodiment of the present specification, the precursor of the first metal and the
precursor of the second metal may be different transition metal precursors, and at least one thereof may be a Pd precursor.
[0023] According to an exemplary embodiment of the present specification, the precursor of the first metal may be a
Pd precursor, and the precursor of the second metal may be a precursor of Co, Ni, Fe, or Cu.
[0024] According to an exemplary embodiment of the present specification, the precursor of the first metal, the precursor
of the second metal, and the Pt precursor may be an aqueous metal salt.
[0025] Specifically, according to an exemplary embodiment of the present specification, the precursor of the first metal,
the precursor of the second metal, and the Pt precursor may be ionized in an aqueous solvent.
[0026] The preparation method according to an exemplary embodiment of the present specification prepares the
carrier-nanoparticle complex by using an aqueous solvent and an aqueous metal salt, and thus has an advantage in
that a reducing or thermally decomposing process at high temperature is not needed. Specifically, when nanoparticles
are prepared by using a carbonyl-based metal precursor or an acetylacetonate-based metal precursor in an organic
solvent, there is a problem in that a reducing process or a thermally decomposing process under a high temperature
atmosphere exceeding 100°C is needed.
[0027] Further, the preparation method according to an exemplary embodiment of the present specification uses an
aqueous metal salt which is relatively inexpensive and less hazardous, and thus may reduce management costs gen-
erated in the preparing process.
[0028] According to an exemplary embodiment of the present specification, the first metal may be Pd, and the second
metal may be ruthenium (Ru), molybdenum (Mo), vanadium (V), tungsten (W), cobalt (Co), iron (Fe), selenium (Se),
nickel (Ni), bismuth (Bi), tin (Sn), chromium (Cr), titanium (Ti), gold (Au), cerium (Ce), silver (Ag) or copper (Cu).
[0029] According to an exemplary embodiment of the present specification, the precursor of the first metal may be a
nitrate (NO3

-), a halide, a hydroxide (OH-) or a sulfate (SO4
-) of the first metal, and the precursor of the second metal

may be a nitrate (NO3
-), a halide, a hydroxide (OH-) or a sulfate (SO4

-) of the second metal.
[0030] According to an exemplary embodiment of the present specification, the halide may be chloride (Cl-), bromide
(Br-), or iodide (I-).
[0031] According to an exemplary embodiment of the present specification, the Pt precursor may be represented by
the following Chemical Formula 1.

[Chemical Formula 1] PtAmBn

[0032] In Chemical Formula 1,
A is (NH3), (CH3NH2), or (H2O),
B is a monovalent anion,
m is 2, 4, or 6, and
n is an integer of any one of 1 to 7.
[0033] According to an exemplary embodiment of the present specification, B may be NO3

-, NO2
-, OH-, F-, Cl-, Br-, or I

[0034] According to an exemplary embodiment of the present specification, the Pt precursor may be Pt(NH3)4(NO3)2,
Pt(NH3)4Cl2, Pt(CH3NH2)4(NO3)2, Pt(CH3NH2)4Cl2, Pt(H2O)4(NO3)2, or Pt(H2O)4Cl2.
[0035] The preparation method according to an exemplary embodiment of the present specification has an advantage
in that a process of supporting nanoparticles on a carrier is not separately needed. Specifically, a separate supporting
process is not needed because the first solution comprises the precursor of the first metal, the precursor of the second
metal, and the carrier, and thus a carrier-nanoparticle complex is prepared by a one-pot process. When a carrier-
nanoparticle complex is prepared while together comprising a carrier during the process of forming nanoparticles as
described above, there is an advantage in that the adhesion between the carrier and the nanoparticles and the dispersibility
are excellent.
[0036] When the adhesion between the carrier and the nanoparticles is excellent, there is an advantage in that the
durability may be improved because the interaction between the nanoparticles and the carrier is improved. Furthermore,
when the dispersibility of nanoparticles is excellent on the carrier, there is an effect in that the reactivity is improved
because the number of active points which may participate in reactions is increased.
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[0037] According to an exemplary embodiment of the present specification, the carrier may be a carbon-based carrier.
[0038] Specifically, according to an exemplary embodiment of the present specification, the carbon-based carrier may
comprise one or more selected from the group consisting of carbon black, carbon nanotube (CNT), graphite, graphene,
activated carbon, mesoporous carbon, carbon fiber, and carbon nano wire.
[0039] According to the present invention, at least a portion of a surface of the carrier is coated with a polymer electrolyte
comprising one or more functional groups which comprise nitrogen.
[0040] According to an exemplary embodiment of the present specification, the functional group comprising nitrogen
may be an amine group or an imine group.
[0041] According to an exemplary embodiment of the present specification, the polymer electrolyte may be a polymer
electrolyte in which at least one amine group or imine group is substituted at a straight-chained or branch-chained
hydrocarbon chain.
[0042] According to an exemplary embodiment of the present specification, at least one core-shell nanoparticle may
be bonded to the amine group of the polymer electrolyte to be supported onto the carbon-based carrier.
[0043] The polymer electrolyte of the present specification may mean a polymer having electric charges. Specifically,
the polymer electrolyte may be a synthetic polymer or ion exchange resin having electric charges, and the like.
[0044] It is possible to induce bonding of an amine group to the core-shell nanoparticle by coating a region of the
surface of the carrier with a polymer electrolyte comprising the amine group. Accordingly, the aggregation phenomenon
of the core-shell nanoparticles may be alleviated to enhance the dispersibility of the core-shell nanoparticles.
[0045] According to an exemplary embodiment of the present specification, the polymer electrolyte may comprise a
polyallylamine hydrochloride (PAH)-based material or a polyethylene imine (PEI)-based material.
[0046] According to an exemplary embodiment of the present specification, the forming of the core portion may be
carried out at a temperature of 0°C or more and 100°C or less. Specifically, the forming of the core portion may be
carried out at a temperature of 50°C or more and 75°C or less.
[0047] According to an exemplary embodiment of the present specification, the forming of the shell portion may be
carried out at room temperature.
[0048] The room temperature means a temperature in a range of 4°C to 35°C, more specifically 15°C to 28°C.
[0049] The preparation method according to an exemplary embodiment of the present specification is carried out
under a low temperature condition of 100°C or less, and thus has an advantage in that high costs are not needed in
order to meet the process conditions.
[0050] According to an exemplary embodiment of the present specification, the aqueous solvent may comprise water.
Specifically, according to an exemplary embodiment of the present specification, the aqueous solvent may be water or
a mixture of water and a Ci to C6 alcohol, and may be more specifically water.
[0051] According to an exemplary embodiment of the present specification, the preparation method may not use a
surfactant.
[0052] The preparation method uses water and does not use a surfactant, and thus has an effect of reducing costs,
and accordingly, the preparation method is also advantageous in being favorable for mass production, and is advanta-
geous in terms of an eco-friendly process. When a surfactant is used, the surfactant surrounds the surface of the particle,
so that a post-process of removing the surfactant is needed because there is a problem in that the reactants are not
easily accessed when the surfactant is used in a catalyst reaction. Accordingly, when the surfactant is not used, the
preparation method has an effect of reducing costs, and is also favorable for mass production because the process is
simplified.
[0053] According to an exemplary embodiment of the present specification, the first solution may further comprise a
stabilizer.
[0054] According to an exemplary embodiment of the present specification, the stabilizer may comprise one or two or
more selected from the group consisting of disodium phosphate, dipotassium phosphate, disodium citrate, and trisodium
citrate.
[0055] According to an exemplary embodiment of the present specification, the first reducing agent and the second
reducing agent are not particularly limited as long as the first reducing agent and the second reducing agent each have
a reducing force capable of precipitating metal particles by reducing dissolved metal ions while being a strong reducing
agent having a standard reduction potential of -0.23 V or less.
[0056] According to an exemplary embodiment of the present specification, the first reducing agent and the second
reducing agent may be at least one selected from the group consisting of NaBH4, NH2NH2, LiAlH4, and LiBEt3H.
[0057] When a weak reducing agent is used, it is difficult to achieve a continuous process in that the reaction rate is
slow, and a subsequent heating of a solution is required, and the like, so that there may be a problem with mass
production. In particular, when ethylene glycol, which is a kind of weak reducing agent, is used, there is a problem in
that the productivity in the continuous process is low due to a reduction in flow rate caused by high viscosity.
[0058] According to an exemplary embodiment of the present specification, a molar ratio of the precursor of the first
metal to the precursor of the second metal may be 1:1 to 1:3.
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[0059] According to an exemplary embodiment of the present specification, a mole number of the Pt precursor may
be 0.5 times to 2 times a mole number of the precursor of the first metal.
[0060] According to an exemplary embodiment of the present specification, as a result of an energy dispersive spec-
troscopy (EDS) line scanning of the carrier-nanoparticle complex, a position of Pt of the core-shell nanoparticle may be
overlapped with a position of N of the polymer electrolyte. FIG. 6 illustrates the result of the energy dispersive spectroscopy
(EDS) line scanning according to Example 1 of the present specification, and illustrates that the positions of Pt of the
core-shell nanoparticle and N of the polymer electrolyte are overlapped with each other. Specifically, each N comprised
in the polymer electrolyte may be bonded to each core-shell nanoparticle to uniformly disperse core-shell nanoparticles
on the carrier.
[0061] According to the carrier-nanoparticle complex prepared by the method of the invention, N of the polymer
electrolyte coated onto the carrier is bonded to the core-shell nanoparticle, and as a result, the core-shell nanoparticles
may be supported onto the carrier with high dispersity, and a high bonding force between the core-shell nanoparticles
and the carrier may be exhibited.
[0062] According to an exemplary embodiment of the present specification, the core-shell nanoparticles prepared by
the method of the invention may have a particle diameter of 1 nm or more and 10 nm or less. Specifically, according to
an exemplary embodiment of the present specification, the core-shell nanoparticles may have a particle diameter of 3
nm or more and 6 nm or less.
[0063] According to an exemplary embodiment of the present specification, the content of the core-shell nanoparticles
may be 20 wt% or more and 50 wt% or less based on the carrier-nanoparticle complex prepared by the method of the
invention.
[0064] The carrier-nanoparticle complex prepared by the preparation method according to the present invention may
be used while replacing existing nanoparticles in the field in which nanoparticles may be generally used.
[0065] The carrier-nanoparticle complex prepared by the method of the invention has a much smaller size and a wider
specific surface area than the nanoparticles in the related art, and thus may exhibit better activity than the nanoparticles
in the related art. Specifically, the carrier-nanoparticle complex prepared by the method of the invention may be used
in the catalyst field.

[Mode for Invention]

[0066] Hereinafter, the present specification will be described in detail with reference to Examples for specifically
describing the present specification. However, the Examples according to the present specification may be modified in
various forms, and it is not interpreted that the scope of the present specification is limited to the Examples described
below in detail. The Examples of the present specification are provided for more completely explaining the present
specification to the person with ordinary skill in the art.

[Example 1]

[0067] A first solution was prepared by adding 0.03 mmol of K2PdCl4 as a precursor of a first metal, 0.09 mmol of
CoCl2 as a precursor of a second metal, 0.45 mmol of trisodium citrate, and 10 mg of carbon treated with polyallylamine
hydrochloride (PAH) to 20 ml of distilled water. The pH of the first solution was adjusted to 10, and the first solution was
stirred for a predetermined time. And then, the first solution was warmed up to 70°C, and then NaBH4 being a reducing
agent was added to the solution to form a core portion comprising Pd and Co. After being stirred for 2 hours, the solution
was cooled to room temperature, and 0.03 mmol of Pt(NH3)4(NO3)2 as a Pt precursor was added to the first solution to
prepare a second solution, the pH of the second solution was adjusted to 10, and then the second solution was stirred
for a predetermined time. Thereafter, NaBH4 being a reducing agent was added to the second solution in a room
temperature state to form a shell portion comprising Pt, and then the shell portion was washed with distilled water and
dried to prepare a carrier-nanoparticle complex.
[0068] A TEM image of the carrier-nanoparticle complex prepared according to Example 1 is illustrated in FIGS. 1 and 2.
[0069] According to FIGS. 1 and 2, it can be confirmed that in the carrier-nanoparticle complex prepared according
to Example 1, core-shell nanoparticles having a particle diameter of 3 nm to 6 nm are uniformly distributed on a carrier.
[0070] Further, FIG. 3 illustrates a high-angle annular dark-field (HADDF) image of the carrier-nanoparticle complex
according to Example 1.
[0071] According to FIG. 3, it can be confirmed that nanoparticles of the carrier-nanoparticle complex according to
Example 1 are core-shell nanoparticles which comprises a shell portion comprising Pt because Pt having a high atomic
number in the HADDF is brightly exhibited as compared to Pd.
[0072] Further, as the component ratio of core-shell nanoparticles of the carrier-nanoparticle complex according to
Example 1, Pt was 25.1 wt%, Pd was 14.43 wt%, and Co was 2.45 wt%. For the analysis of the component ratio, an
ICP apparatus was used.
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[0073] FIG. 6 illustrates the result of the energy dispersive spectroscopy (EDS) line scanning of the carrier-nanoparticle
complex according to Example 1. In FIG. 6, it can be seen that when the distribution of elements in a region of nanoparticles
supported onto a carrier is reviewed, N is together provided. From the result, it is analyzed that N of PAH coated onto
the carrier is bonded to each of the nanoparticle, and as a result, nanoparticles are uniformly dispersed on the carrier.
Furthermore, there may also occur an effect in that the bonding force between the nanoparticles and the carrier becomes
stronger due to the bonding of N to the nanoparticles.

[Comparative Example 1]

[0074] A carrier-nanoparticle complex was prepared in the same manner as in Example 1, except that the pH of the
first solution was adjusted to 2.7.
[0075] A TEM image of the carrier-nanoparticle complex prepared according to Reference Example 1 is illustrated in
FIG. 4.
[0076] According to FIG. 4, it can be confirmed that when the pH is adjusted to acidic at the time of forming a core
portion, core portions positioned at the carrier are aggregated and formed.

[Comparative Example 2]

[0077] A carrier-nanoparticle complex was prepared in the same manner as in Example 1, except that the pH of the
first solution was adjusted to 7.
[0078] A TEM image of the carrier-nanoparticle complex prepared according to Reference Example 2 is illustrated in
FIG. 5.
[0079] According to FIG. 5, it can be observed that a better dispersibility is exhibited than in Reference Example 1,
but the nanoparticles are partially aggregated.
[0080] Therefore, it can be seen that a higher dispersibility is exhibited when performing a treatment under a base
condition, instead of an acid or neutral condition, at the time of forming a core portion.

<Application Example>

[0081] The carrier-nanoparticle complex prepared according to Example 1 was applied to an electrode catalyst for a
fuel cell air electrode. The evaluation of the fuel cell catalyst was carried out in a half cell system. As an electrode, a 3-
electrode system, that is, a reference electrode, a counter electrode, and a working electrode were used, the reference
electrode was Ag/AgCl, and as an electrolyte, a 0.5 M sulfuric acid solution or a 0.1 M perchloric acid solution was used.
[0082] In order to clean a surface of the catalyst, scanning was performed 15 times to 20 times from -0.2 V to 1.0 V
by using cyclic voltammetry, and the scan rate was 20 mV/s.
[0083] 2 mg of a catalyst, 8 ml of 5% Nafion, 1.6 ml of EtOH, and 0.4 ml of H2O were mixed, and the resulting mixture
was dispersed for 1 hour by using an ultrasonic cleaner to prepare a catalyst ink, and then 20 ml of the catalyst ink was
coated onto a RDE electrode and dried. The amount of catalyst coated onto the electrode was about 20 mg. The area
of the electrode was 0.196 cm2.
[0084] A 0.1 M perchloric acid solution was bubbled with pure oxygen for 30 minutes, and then circulated from the
negative direction to the positive direction from 0.9 V to 0.4 V based on a normal hydrogen electrode (NHE), the scan
rate was 20 mV/s, and the electrode was rotated at a rotation speed of 1,600 to 2,500 RPM.
[0085] FIG. 7 illustrates the cyclic voltammetry (CV) of the carrier-nanoparticle complexes according to Example 1
and Comparative Example 1. Specifically, in FIG. 7, the hydrogen adsorption and desorption (0 V to 0.4 V) and the
oxidation and reduction peaks (0.6 V to 1.0 V) of Pt may be observed at the electrodes in a half cell, and the ECSA may
be calculated by using the area of the hydrogen adsorption and desorption peak.
[0086] FIG. 8 illustrates the linear sweep voltammetry (LSV) of the carrier-nanoparticle complexes according to Ex-
ample 1 and Comparative Example 1. Specifically, FIG. 8 is for observing only the oxidation reduction reaction of the
half cell, a shift to a high potential in the graph means that the reduction reaction occurs more easily, and it can be seen
that the carrier-nanoparticle complex according to Example 1 exhibits a higher potential at the same current density than
Commercially Available Catalyst 1, and thus exhibits excellent catalytic activity.
[0087] The oxygen reduction reaction (ORR) activity was measured by using 20 wt% and 46 wt% of Pt/C (carbon-
supported Pt) commercially available catalysts as the catalyst and the carrier-nanoparticle complex prepared according
to Example 1. The ORR activity results are as in the following Table 1.
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[0088] According to Table 1, based on the content of Pt, the activity per mass at 0.8 V of the carrier-nanoparticle
complex according to Example 1 was nearly 2 times higher than those of the commercially available catalysts. In addition,
based on the content of all the metals, the carrier-nanoparticle complex according to Example 1 produced a higher result
than those of the commercially available catalysts.
[0089] Furthermore, it can be confirmed that based on the content of Pt, the electrochemically active surface area
(ECSA) of the carrier-nanoparticle complex according to Example 1 is better by approximately 35% than those of the
commercially available catalysts. The aforementioned results mean that a wider surface area per mass of Pt was formed
than Pt particles, and thus the activity per mass of Pt was excellent because Pt formed a shell portion to have a thin
thickness on the surface of the core portion.
[0090] FIG. 9 is a result of measuring the performances of single cells comprising the carrier-nanoparticle complexes
according to Example 1 and Comparative Example 1 as an electrode catalyst. In this case, the size of the membrane
electrode assembly was 2.5 cm 3 2.5 cm, H2/Air was supplied under a 100% humidity condition, the performance of
the single cell was measured under an atmosphere of 80°C, and the sum of the masses of Pt and Pd per unit area of
the carrier-nanoparticle complex according to Example 1 was 0.2 mg/cm2.
[0091] As can be seen from the result of FIG. 9, it can be confirmed that the single cell comprising the carrier-nanoparticle
complex according to Example 1 as an electrode catalyst exhibits a better performance than the single cell comprising
the carrier-nanoparticle complex according to Comparative Example 1 as an electrode catalyst.

Claims

1. A method for preparing a carrier-nanoparticle complex in which core-shell nanoparticles are supported on a carrier,
the method comprising:

forming a first solution comprising an aqueous solvent, a precursor of a first metal, a precursor of a second
metal, and the carrier;
forming a core portion comprising the first metal and the second metal by adding a first reducing agent to the
first solution;
adjusting a pH of the first solution to 8 or more between the forming of the first solution and the forming of the
core portion;
forming a second solution by adding a Pt precursor to the first solution after the forming of the core portion;
forming a shell portion comprising Pt on at least a portion of a surface of the core portion by adding a second
reducing agent to the second solution; and
adjusting a pH of the second solution to 8 or more between the forming of the second solution and the forming
of the shell portion,
wherein at least a portion of a surface of the carrier is coated with a polymer electrolyte which comprises one
or more functional groups comprising nitrogen.

2. The method of claim 1, wherein the first metal is Pd, and
the second metal is ruthenium (Ru), molybdenum (Mo), vanadium (V), tungsten (W), cobalt (Co), iron (Fe), selenium
(Se), nickel (Ni), bismuth (Bi), tin (Sn), chromium (Cr), titanium (Ti), gold (Au), cerium (Ce), silver (Ag) or copper (Cu).

3. The method of claim 1, wherein the precursor of the first metal is a nitrate (NO3-), a halide, a hydroxide (OH-) or a
sulfate (SO4-) of the first metal, and
the precursor of the second metal is a nitrate (NO3-), a halide, a hydroxide (OH-) or a sulfate (SO4-) of the second
metal.

[Table 1]

@0.8 V
Example 1 
(25% Pt)

Commercially Available Catalyst 1 
(20% Pt)

Commercially Available Catalyst 2 
(46% Pt)

ECSA (m2/g Pt) 107.0 78.4 71.9

Mass Activity (A/g Pt) 40.8 21.7 16.25

Mass Activity (A/g 
metal) 24.6 21.7 16.25
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4. The method of claim 1, wherein the Pt precursor is represented by the following Chemical Formula 1:

[Chemical Formula 1] PtAmBn

in Chemical Formula 1,

A is (NH3), (CH3NH2), or (H2O),
B is NO3-, NO2-, OH-, F-, Cl-, Br-, or I-,
m is 2, 4, or 6, and
n is an integer of any one of 1 to 7.

5. The method of claim 1, wherein the polymer electrolyte comprises a polyallylamine hydrochloride (PAH)-based
material or a polyethylene imine (PEI)-based material.

6. The method of claim 1, wherein the first solution further comprises a stabilizer.

7. The method of claim 1, wherein a molar ratio of the precursor of the first metal to the precursor of the second metal
is 1:1 to 1:3.

8. The method of claim 1, wherein a mole number of the Pt precursor is 0.5 times to 2 times a mole number of the
precursor of the first metal.

Patentansprüche

1. Verfahren zur Herstellung eines Träger-Nanopartikel-Komplexes, in dem Kern-Schale-Nanopartikel auf einem Trä-
ger aufgebracht sind, wobei das Verfahren umfasst:

Bilden einer ersten Lösung, umfassend ein wässriges Lösungsmittel, einen Vorläufer für ein erstes Metall, einen
Vorläufer für ein zweites Metall und den Träger,
Bilden eines Kernabschnitts, umfassend das erste Metall und das zweite Metall, durch Hinzufügen eines ersten
Reduktionsmittels zu der ersten Lösung,
Einstellen eines pH-Wertes der ersten Lösung auf 8 oder höher zwischen dem Bilden der ersten Lösung und
dem Bilden des Kernabschnitts,
Bilden einer zweiten Lösung durch Hinzufügen eines Pt-Vorläufers zu der ersten Lösung nach dem Bilden des
Kernabschnitts,
Bilden eines Schalenabschnitts, umfassend Pt, auf mindestens einem Abschnitt einer Oberfläche des Kernab-
schnitts durch Hinzufügen eines zweiten Reduktionsmittels zu der zweiten Lösung und
Einstellen eines pH-Wertes der zweiten Lösung auf 8 oder höher zwischen dem Bilden der zweiten Lösung und
dem Bilden des Schalenabschnitts,
wobei mindestens ein Abschnitt einer Oberfläche des Trägers mit einem Polymerelektrolyten beschichtet ist,
der eine oder mehrere funktionelle Gruppen umfasst, die Stickstoff umfassen.

2. Verfahren gemäß Anspruch 1, worin das erste Metall Pd ist und
das zweite Metall Ruthenium (Ru), Molybdän (Mo), Vanadium (V), Wolfram (W), Kobalt (Co), Eisen (Fe), Selen
(Se), Nickel (Ni), Bismut (Bi), Zinn (Sn), Chrom (Cr), Titan (Ti), Gold (Au), Cer (Ce), Silber (Ag) oder Kupfer (Cu) ist.

3. Verfahren gemäß Anspruch 1, worin der Vorläufer für das erste Metall ein Nitrat (NO3-), ein Halogenid, ein Hydroxid
(OH-) oder ein Sulfat (SO4-) des ersten Metalls ist und
der Vorläufer für das zweite Metall ein Nitrat (NO3-), ein Halogenid, ein Hydroxid (OH-) oder ein Sulfat (SO4-) des
zweiten Metalls ist.

4. Verfahren gemäß Anspruch 1, worin der Pt-Vorläufer durch die folgende chemische Formel 1 dargestellt ist:

[Chemische Formel 1] PtAmBn

in der chemischen Formel 1
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A (NH3), (CH3NH2) oder (H2O) ist,
B NO3-, NO2-, OH-, F-, Cl-, Br- oder I- ist,
m 2, 4 oder 6 ist und
n eine ganze Zahl von irgendeiner von 1 bis 7 ist.

5. Verfahren gemäß Anspruch 1, worin der Polymerelektrolyt ein Polyallylaminhydrochlorid (PAH)-basiertes Material
oder ein Polyethylenimin (PEI)-basiertes Material umfasst.

6. Verfahren gemäß Anspruch 1, worin die erste Lösung ferner einen Stabilisator umfasst.

7. Verfahren gemäß Anspruch 1, worin ein Molverhältnis des Vorläufers für das erste Metall zu dem Vorläufer für das
zweite Metall 1:1 bis 1:3 beträgt.

8. Verfahren gemäß Anspruch 1, worin eine Molzahl des Pt-Vorläufers das 0,5-Fache bis 2-Fache einer Molzahl des
Vorläufers für das erste Metall beträgt.

Revendications

1. Procédé de préparation d’un complexe transporteur-nanoparticule dans lequel des nanoparticules de structure
cœur-écorce sont supportées sur un transporteur, le procédé comprenant :

la formation d’une première solution comprenant un solvant aqueux, un précurseur d’un premier métal, un
précurseur d’un second métal, et le transporteur ;
la formation d’une partie cœur comprenant le premier métal et le second métal en ajoutant un premier agent
réducteur à la première solution ;
l’ajustement d’un pH de la première solution à 8 ou plus entre la formation de la première solution et la formation
de la partie coeur ;
la formation d’une seconde solution en ajoutant un précurseur Pt à la première solution après la formation de
la partie coeur ;
la formation d’une partie écorce comprenant du Pt sur au moins une partie d’une surface de la partie cœur en
ajoutant un second agent réducteur à la seconde solution ; et
l’ajustement d’un pH de la seconde solution à 8 ou plus entre la formation de la seconde solution et la formation
de la partie écorce,
dans lequel au moins une partie d’une surface du transporteur est revêtue d’un électrolyte polymère qui comprend
un ou plusieurs groupes fonctionnels comprenant de l’azote.

2. Procédé selon la revendication 1, dans lequel le premier métal est du Pd, et
le second métal est du ruthénium (Ru), du molybdène (Mo), du vanadium (V), du tungstène (W), du cobalt (Co), du
fer (Fe), du sélénium (Se), du nickel (Ni), du bismuth (Bi), de l’étain (Sn), du chrome (Cr), du titane (Ti), de l’or (Au),
du cérium (Ce), de l’argent (Ag) ou du cuivre (Cu).

3. Procédé selon la revendication 1, dans lequel le précurseur du premier métal est un nitrate (NO3-), un halogénure,
un hydroxyde (OH-) ou un sulfate (SO4-) du premier métal, et
le précurseur du second métal est un nitrate (NO3-), un halogénure, un hydroxyde (OH-) ou un sulfate (SO4-) du
second métal.

4. Procédé selon la revendication 1, dans lequel le précurseur Pt est représenté par la formule chimique 1 suivante :

[Formule chimique 1] PtAmBn

dans la formule chimique 1,

A est (NH3), (CH3NH2), ou (H2O),
B est NO3-, NO2-, OH-, F-, Cl-, Br-, ou I-,
m est 2, 4 ou 6, et
n est un nombre entier de l’un quelconque parmi 1 à 7.
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5. Procédé selon la revendication 1, dans lequel l’électrolyte polymère comprend un matériau à base de chlorhydrate
de polyallylamine (PAH) ou un matériau à base de polyéthylène imine (PEI).

6. Procédé selon la revendication 1, dans lequel la première solution comprend en outre un stabilisant.

7. Procédé selon la revendication 1, dans lequel un rapport molaire du précurseur du premier métal au précurseur du
second métal est de 1:1 à 1:3.

8. Procédé selon la revendication 1, dans lequel un nombre molaire du précurseur Pt est de 0,5 fois à 2 fois un nombre
molaire du précurseur du premier métal.
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