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Metallic bismuth (Bi) can maintain a stable structure at high reduction
potential during the CO, reduction reaction (CO,RR) process;
however, it is limited by its relatively unfavorable catalytic activity. To
address this limitation, an effective strategy of electronic structure
modulation can be employed to optimize the adsorption energy of
reaction intermediates for enhancing CO,RR performance. Based on
this principle, we have developed a highly efficient and stable elec-
trocatalyst comprising metallic Ce-doped Bi(0) nanoparticles encap-
sulated in a porous carbon framework. This catalyst exhibits
a substantial improvement in CO,RR activity compared with its
undoped counterpart, driving a current density of 13.7 mA cm~2 with
a faradaic efficiency of 97.2% for formate production at —1.1 V versus
the reversible hydrogen electrode. Furthermore, long-term stability
was achieved with an average faradaic efficiency close to 94% during
a 48 hour electrocatalytic test. Density functional theory calculations,
combined with the in situ attenuated total reflectance infrared (ATR-
IR) spectroscopic study, indicate that the doping of Ce enriches the
electron density around Bi, consequently enhancing the binding
energy between the Bi active centers and *OCHO intermediates,
thereby lowering the energy barrier for the CO,RR to formic acid.

Electrochemical energy conversion systems provide the ability
to store renewable energy as chemical energy, which helps
overcome the geographical and seasonal limitations associated
with these energy sources.! In this regard, the carbon dioxide
reduction reaction (CO,RR) technology is considered as
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a promising strategy to address energy challenges by converting
the greenhouse gas CO, into value-added hydrocarbon prod-
ucts, additionally offering a potential solution for mitigating
environmental issues.” In general, multiple competing reac-
tions are simultaneously involved in the progression of the
CO,RR, yielding a wide variety of potential products, including
hydrogen, carbon monoxide, formate, methanol, methane,
ethylene and so on.*” Among them, formic acid (HCOOH) and
formate salts (HCOO™) stand out as liquid-phase products with
high energy density, facilitating convenient storage and trans-
portation. Additionally, formic acid can serve as a hydrogen
carrier for fuel cells and finds numerous applications in medi-
cine.® Despite its significant role in environmental protection
and the sustainable energy cycle, the CO,RR process is hindered
by the impractically high overpotential needed to surpass the
initial energy barrier involved in the formation of the CO,™
intermediate.®** Therefore, highly efficient electrocatalysts are
still in high demand to satisfy the requirements of catalytic
activity and formate selectivity.

To date, extensive research has been conducted to develop
efficient electrocatalysts for the high-selectivity and high-
activity production of formate, primarily focusing on metal-
based materials, including Hg, Pb, In, Sn, Bi and so on.”*>'
Specifically, Bi-based materials have gained significant atten-
tion as a prominent research area and made some progress due
to their cost-effectiveness, abundance in the earth, non-toxicity,
and superior catalytic activity.”*?* Significantly, current
research tends to focus on the Bi(m) species contained in
various Bi-based compounds, such as oxides, sulfides, and
composites.”**** However, the CO,RR is a cathodic electrolysis
process at high reduction potential, where Bi(m) species are
prone to reduction during electrocatalysis.*»***® This suscepti-
bility leads to a reductive reconstruction at the electrocatalyst's
surface, complicating the evaluation of the catalytic mecha-
nism. Moreover, such a reconstruction may result in unin-
tended variations in the active site configuration and CO,RR
performance, potentially contributing to the inferior stability of
Bi(m)-based catalysts.”?*® Thus, an efficient approach to
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circumvent this reduction involves the direct employment of
metallic Bi(0) as the active site in Bi-based materials, offering
enhanced durability for cathodic CO,RR applications.

However, the activity of formate production for Bi(0)-based
catalysts is still not satisfactory for practical application in the
CO,RR, necessitating further improvement.*** In essence, the
CO,RR activity and selectivity of the generation of formate are
greatly constrained by the substantial energy barriers, which are
closely associated with the weak binding energetics of *OCHO
intermediates at Bi sites.**** It is a consensus that heteroatom
incorporation is a general strategy to modulate the intrinsic
electronic structure of catalysts.>**® The electronic density of
states of Bi p-orbitals can be efficiently modified after the
appropriate introduction of heteroatoms, consequently
increasing the adsorption of *OCHO intermediates and, in turn,
boosting the intrinsic activity of Bi sites.?”*® Rare earth elements
are commonly considered “vitamins” of the modern industry
due to their widespread use as dopants for material modula-
tion.**** Despite their potential, doping with rare earth
elements has not been extensively explored in Bi(0)-based
materials. Specifically, cerium (Ce) stands out among these
rare earth elements due to its abundant availability and
remarkable ability to regulate the electronic structure.*** These
characteristics make Ce an excellent candidate for doping into
Bi-based catalysts. Therefore, Bi(0)-based materials by integra-
tion with Ce are postulated to significantly improve the CO,RR
catalytic performance for formate production.

Building upon this concept, we synthesized a catalyst con-
sisting of Ce-doped Bi(0) nanoparticles encapsulated in
a porous carbon framework by directly annealing a Ce-
exchanged Bi-BTC precursor in an Ar atmosphere. Remark-
ably, the best-performing catalyst, containing a 4.09 wt% Ce
content, exhibited a faradaic efficiency of 97.2% for formate
production at —1.1 V versus the reversible hydrogen electrode
(RHE) during the H-cell test, which can be compared to the
highest faradaic efficiency of previously reported catalysts.
Furthermore, the catalyst displayed long-term stability with an
average faradaic efficiency close to 94% for formate production
during the 48 hour chronoamperometry measurement. Density
functional theory (DFT) calculations, combined with the in situ
experimental data, confirmed the promoting influence of Ce
doping into a metallic Bi catalyst for formic acid production
through facilitating the adsorption of crucial *OCHO interme-
diates and adjusting the electronic structure.

Obviously, Scheme 1 depicts the synthetic route involved in
preparing Ce-doped Bi encapsulated in porous carbon frame-
work catalysts (details available in the Experimental section of
the ESIt). In Scheme 1a, the Bi-BTC precursor was synthesized
by using Bi(NO;),-5H,0 and H3;BTC using a solvothermal
method at 130 °C for 48 h. Afterward, Ce atoms were introduced
into Bi-BTC by a simple ion-exchange reaction in the liquid
phase (in Scheme 1b).** The Ce content in Ce-doped Bi-BTC
precursors was controlled by the addition amount of Ce(NO;);
solution, and the resulting products were hereinafter denoted
as Ce;Bi-BTC, Ce,Bi-BTC and Ce;Bi-BTC, respectively. As illus-
trated in the scanning electron microscopy (FESEM) images
(Fig. S11), the as-obtained Ce-exchanged Bi-BTC precursors all
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exhibit a uniform nanorod-like morphology similar to that of
the original Bi-BTC precursor, consisting of layered stripe
structures with a mean breadth of about 3 um. X-ray diffraction
(XRD) patterns reveal that the Ce-exchanged Bi-BTC precursors
exhibit a high degree of crystallinity, consistent with the Bi-BTC
MOF structure (in Fig. S2t).** Clearly, the introduction of Ce had
no significant impact on the structural configuration of Bi-BTC.
As shown in Scheme 1c, the Ce-doped Bi encapsulated in porous
carbon framework catalysts was obtained by the annealing of
precursors under an Ar atmosphere. The prepared products
were hereinafter denoted as Bi@C, Ce;-Bi@C, Ce,-Bi@C, and
Ce;-Bi@C, where the corresponding Ce contents were 0 wt%,
1.15 wt%, 4.09 wt% and 6.02 wt%, respectively, according to the
inductively coupled plasma atomic emission spectrometry (ICP-
AES) results (in Table S1t). In Scheme 1d, the Ce-Bi@C nano-
rods are assembled by numerous small nanoparticles, where
the formation of Ce-Bi nanoparticles can prevent agglomera-
tion by rapidly anchoring onto the outer carbon layers. Such
a hierarchical structure is beneficial for the improvement of
catalytic activity and durability.

As revealed in the SEM and transmission electron micro-
scope (TEM) images in Fig. 1la-c and S3-S5, all the resultant
products basically inherited the nanorod-like morphology, with
a slightly smaller diameter. Interestingly, the nanorods are
composed of uniform small nanoparticles tightly clamped
between layered carbon nano-stripes, which are beneficial for
rapid mass transfer during electrocatalysis. Interestingly, Ce-Bi
nanoparticles seem to be less likely to be encapsulated by
a carbon matrix with higher Ce doping content (Fig. S57).
Furthermore, we subjected Bi@C and Ce,-Bi@C to oxidation in
an air atmosphere at 200 °C for 30 minutes as shown in Fig. S7.7
Despite the low temperature, oxygen was able to easily oxidize
the Bi(0) nanoparticles inside Ce,-Bi@C completely, suggesting
the negligible impedance of mass transfer for a porous carbon
framework. However, some Bi(0) particles remained unoxidized
within Bi@C, indicating that a small amount of Bi(0) particles is
completely encapsulated and isolated by carbon layers. This
may be because during annealing, carbon clusters dissolved in
Bi, and upon cooling, graphite layers precipitated.**** The
introduction of Ce reduces the solubility of carbon in Bi,
resulting in less carbon precipitation around Bi during cooling.
The XRD patterns of the obtained catalysts are displayed in
Fig. 2a. These catalysts demonstrate an orthorhombic crystal
structure corresponding to metallic Bi (PDF #85-1331).
However, the XRD peaks shift left towards smaller 26 angles
with the increment of Ce content, which can be seen upon
a closer inspection of the magnified peak in Fig. 2b. Such a shift
is attributed to the subtle lattice expansion in Bi caused by the
incorporation of Ce, which possesses a larger atomic radius
than Bi.*® Hence, the XRD peak displacement can provide solid
evidence for the successful doping of Ce into the Bi-based
catalysts.

In Fig. 1a-c, the best-performing sample, Ce,-Bi@C, also
exhibits a nanorod-like morphology assembled from nano-
particles, where Ce-doped metallic Bi nanoparticles ~50 nm in
size are dispersed between the carbon layers. In Fig. 1d and e,
the high-resolution (HR) TEM analysis images distinctly exhibit
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Scheme 1 Schematic illustration of the synthetic route and model of Ce-Bi@C.

lattice fringe spacings of 0.227, 0.237 and 0.329 nm, which
correspond to the (110), (104) and (012) facets of the ortho-
rhombic Bi phase. However, these lattice fringe spacings are
slightly larger than the expected 0.226, 0.236 and 0.327 nm
values for the standard Bi (110), (104) and (012) facets. Never-
theless, this discrepancy aligns well with the aforementioned
XRD results, providing further confirmation of the successful
incorporation of Ce into metallic Bi. From Fig. S6,T we confirm
that the Ce-Bi nanoparticles are not entirely and tightly envel-
oped by carbon layers, which can expose the Bi active sites and
facilitate rapid mass transfer throughout the porous carbon

d=0.329 nm

d=0.329 nm

N~
A
40227 niir

framework. As observed in energy dispersive X-ray spectroscopy
(EDS) mapping images (Fig. 1f-i), Bi and Ce elements are
uniformly distributed as small particles and surrounded by the
C element, implying the formation of Ce-doped metallic Bi
nanoparticles encapsulated in a porous carbon framework.
The chemical state and electronic structure of the catalysts
were characterized using X-ray photoelectron spectroscopy
(XPS) measurements. All XPS spectra were calibrated with the C
1s peak at 284.8 eV.**® In Fig. S8,f the survey spectra of Ce-
Bi@C catalysts demonstrate the additional presence of Ce
compared with Bi@C. This result once again confirms that Ce

Fig.1 Microstructure characterization of Ce,—Bi@C. (a) SEM image. (b) Localized magnified image of (a). (c) TEM image. (d and e) HRTEM images.

(f—i) EDS mappings.
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Fig. 2 (a) XRD patterns and (b) enlarged XRD patterns of Bi@C, Ce;—Bi@C, Ce,-Bi@C and Cez—-Bi@C. (c) Bi 4f XPS spectra of Ce,—Bi@C. (d)

Raman spectra of various Bi-based composites.

has been successfully doped into Bi. In Fig. 2c and S9,1 the high-
resolution Bi 4f spectra can be deconvoluted into two distinct
chemical states of Bi(0) species and Bi(m) species. In fact, it is
a general phenomenon that Bi(m) species is present on the
catalyst surface, as a result of the unavoidable oxidation of Bi in
air.**>** In Fig. 510,} the high-resolution Ce 3d spectra indicate
that the majority of the Ce present in Ce-Bi@C catalysts is in the
Ce"" oxidation state. Surface oxidation poses a challenge in
obtaining the electron shift via XPS analysis. Additionally, the
Raman spectrum exhibited two prominent peaks at 1328 and
1594 cm™ ", corresponding to the defect (D) and graphitic (G)
carbon, respectively (Fig. 2d). It is worth noting that the Ip/Ig
ratio gradually increases as the Ce content increases, resulting
in the formation of defects in the carbon matrix after the
introduction of Ce atoms. Based on the above discussion, the
higher degree of graphitization in Bi@C is likely due to the
increased precipitation of graphite carbon around the undoped
Bi nanoparticles. Indeed, the D peak intensities are generally
low, suggesting the high degree of graphitization for all cata-
lysts. The high degree of carbon graphitization can enhance
electron transfer during electrocatalysis.* In Fig. S11,f the
specific surface area of Ce,-Bi@C nanoparticles is 86.3 m> g,
and there are abundant mesopores of approximately 3 nm, 4-
20 nm and 25-50 nm on the carbon matrix. The wide size

This journal is © The Royal Society of Chemistry 2024

distribution of mesopores may be attributed to the intercon-
nection of smaller pores, facilitating unimpeded mass transfer
and exposing more Bi active sites, thereby effectively improving
electrocatalytic performance.

The CO,RR catalytic activities were evaluated in 0.1 M
KHCO; aqueous electrolyte using a three-electrode H-cell (see
the Experimental section in the ESIt). As shown in Fig. S12, the
linear scanning voltammetry (LSV) curves exhibit much higher
cathodic current density in CO,-saturated KHCO; solution for
all Bi-based catalysts than those obtained in Ar-saturated elec-
trolyte, indicating a greater preference for the CO,RR over the
hydrogen evolution reaction (HER). Besides, Ce,-Bi@C has the
highest current density and the lowest onset potential as shown
in Fig. 3a, suggesting its superior CO,RR activity compared with
other Bi-based catalysts. The step-potential electrolysis was
conducted at the applied potentials ranging from —0.8 to —1.3 V
vs. RHE with on-line monitoring of the as-generated gas prod-
ucts,*”** while the liquid-phase products were quantified by 1H
nuclear magnetic resonance (NMR) analysis using DMSO as an
internal standard after electrolysis (Fig. S13t).°> As illustrated in
Fig. 3b, the electrolysis process only yielded three products: H,,
CO, and formate. For Ce,-Bi@C, the faradaic efficiency (FE) for
formate is consistently over 90% in a wide potential window
from —0.9 to —1.3 Vvs. RHE. Among them, FE(HCOO ™) reaches

J. Mater. Chem. A, 2024, 12, 7528-7535 | 7531
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Fig. 3 Electrochemical measurements. (a) LSV curves of Bi@C, Ce;—

Bi@C, Ce,-Bi@C and Cez-Bi@C in CO,-saturated 0.1 M KHCOx. (b)

Faradaic efficiencies of the reduction products generated by Ce,—Bi@C in 0.1 M CO,-saturated KHCO3 aqueous solution at different applied
potentials. (c) HCOO™ partial current densities and (d) potential-dependent FEs of HCOO™ for Bi@C, Ce;-Bi@C, Ce,-Bi@C and Ces—Bi@C. (e)
Amperometric i—t stability of Ce,—Bi@C in 0.1 M KHCO3 at —1.1 V vs. RHE. (f) Comparison of FE¢omate and stability for Ce,—Bi@C and some

recently reported catalysts for the CO,RR.

an impressive 97.2% at —1.1 V vs. RHE. In Fig. S14, the Tafel
plot of Ce,~Bi@C exhibits a slope of 150.1 mV dec™ " based on
the method of linear fitting, which is higher than 118 mV dec ™.
Such a high Tafel slope indicates that the initial single-electron
transfer of CO;~ formation is the rate-determining step for Ce,~
Bi@C during the CO,RR process of CO,-to-formate
conversion.*>**

The CO,RR performances of other Bi-based catalysts were
also evaluated as reference samples in Fig. S15-S21.f For
comparison, the partial current densities and FEs for the
HCOO™ product were re-analyzed and are presented in Fig. 3¢
and d, respectively. The Bi@C catalyst exhibits an inferior
activity with a maximum FE(HCOO™) of 80.8% at —1.0 V vs.
RHE. After doping Ce into Bi@C, both the yield and FE for
generating HCOO™ gradually increased with the Ce content.
Notably, Ce,-Bi@C exhibits the best CO,RR performance
among all obtained catalysts, with a partial current density of
13.7 mA cm > and selectivity of 97.2% toward the formate
product at —1.1 V vs. RHE. Surprisingly, the CO,RR perfor-
mance decreases withae further increase in Ce content. Clearly,
Ce,-Bi@C has the appropriate content of Ce doping for boost-
ing CO,RR performance. In Fig. S19,f the Ce-doped Bi@C
samples exhibit a smaller charge-transfer resistance (R
compared with the undoped Bi@C, with Ce,-Bi@C showing the
smallest R.. This suggests that the introduction of Ce dopants
can accelerate the reaction kinetics for the CO,RR at solid/
solution interfaces. Thus, it can be safely inferred that the
electronic structure of Bi sites is modulated by the Ce hetero-
atoms, contributing to the enhancement in adsorbing *OCHO

7532 | J Mater. Chem. A, 2024, 12, 7528-7535

intermediates and thereby the improvement in CO,RR perfor-
mance. In Fig. S20 and S21,t the electrochemical surface area
(ECSA) of these catalysts is calculated using the double-layer
capacitance method, indicating the generation of more active
sites by doping Ce into Bi. In Fig. 3e, Ce,-Bi@C exhibits a stable
current density and maintains a high average FE(HCOO™) of
93.6% during 48 hour electrolysis. After the stability test,
Fig. S221 shows that there is no obvious change in the micro-
structure, the Ce-Bi nanoparticles are not aggregated or
damaged, no obvious difference is seen in the XRD results
(Fig. S231), and the XPS results indicate that there is no obvious
change in the valence states of Bi and Ce (Fig. S247), which are
the results that further confirm the high stability of Ce,-Bi@C.
Such excellent stability can be attributed to the stable metallic
Bi(0) and external carbon framework confinement during the
CO,RR process at the reduction potential. In Fig. 3f, our re-
ported Ce,-Bi@C CO,RR catalyst demonstrates superior selec-
tivity of formate and long-term durability obtained by using
flooded half-cells compared with the majority of Bi-based
catalysts reported in recent years.'”!%?%2425:30,31,53-38

Finally, in situ attenuated total reflectance infrared (ATR-IR)
spectroscopy and density functional theory (DFT) calculations
were conducted to explore the possible reaction pathway and
further elucidate the origin of observed improvement in CO,RR
performance for the Ce,-Bi@C catalyst. Fig. 4a shows signifi-
cantly enhanced peaks at 1374 cm ‘and 1419 cm ' corre-
sponding to bicarbonate (HCO; ).** Notably, at applied
potentials higher than —0.4 V vs. RHE, a prominent peak
appears at approximately 1395 cm ™', which can be attributed to

This journal is © The Royal Society of Chemistry 2024
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Fig. 4 (a) In situ ATR-IR spectra during electrochemical CO, reduction of the Ce,-Bi@C electrocatalyst in a potential window from —0.4 V to
—1.4Vvs. RHE. (b) Free energy diagrams for the CO, reduction reaction on Bi and the Ce—Bi surface. (c) Gibbs free energy diagrams for HCOOH
and CO on the surface of Ce—Bi. (d) Projected density of states of p orbitals of Bi reaction sites of Bi and Ce-Bi. (e) Top and (f) side view of charge
density difference maps, and cyan and yellow indicate the electron accumulation and depletion, respectively.

the vibration of the two oxygen-bridged bond (O-C-O) for for-
myloxyl radicals (*OCHO).*>** Furthermore, the intensity of this
peak gradually increases with the higher potential, consistent
with the increasing trend of formate evolution. Therefore, it can
be inferred that *OCHO serves as the crucial intermediate in the
CO,RR process for formate formation. To demonstrate that the
CO,RR process takes place on the Ce-doped Bi nanoparticle
surface, the metal poisoning experiment shows a marked
reduction in current subsequent to the introduction of SCN™ as
shown in Fig. S25.7 These experimental observations suggest
that the porous carbon framework does not completely cover
the Ce-Bi nanoparticles (Fig. S671), resulting in a negligible
impedance of mass transfer. This result aligns with the DFT
analysis depicted in Fig. S26.1 Based on these results, catalyst
models were constructed consisting of three layers of Bi(111)
crystal facets. In the material under investigation, the atomic
ratio of bismuth to cerium was precisely determined to be 16: 1,
a ratio selected based on our preliminary experimental

This journal is © The Royal Society of Chemistry 2024

optimization results. One Bi atom in the surface layer was
substituted with Ce dopants to model the Ce,-Bi structure. For
CO, reduction to HCOOH, the mechanism involved two proton-
coupled electron transfer (PCET) steps via *OCHO and
*HCOOH. As depicted in Fig. 4b, the formation of *OCHO was
the rate-determining step (RDS) for both Bi and Ce-doped Bi
systems. The introduction of the Ce dopant greatly lowers the
energy barrier of the RDS from 1.08 eV to 0.72 eV, consistent
with a decreased overpotential of 110 mV. As shown in Fig. 4c
and S29,f *OCHO exhibits a pronounced preference over
*COOH for the first PCET step of CO, reduction, thereby
favoring the pathway towards HCOOH rather than CO.*> To
further elucidate the effect of Ce doping, density of states (DOS)
was analyzed, as shown in Fig. 4d. Upon introducing Ce into Bi,
the center of the Bi p-band shifted towards the Fermi level from
1.176 eV to 0.485 eV, indicating an increased abundance of
electron density in the Bi p-orbitals.®**® According to Bader
charge analysis, the atomic charge of Ce is +1.2 |e|, also

J. Mater. Chem. A, 2024, 12, 7528-7535 | 7533
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indicating electron transfer from the Ce dopant to the neigh-
boring Bi.®” The charge density difference in Fig. 4e and f clearly
show the electron accumulation on the Bi atoms. The additional
electron may enhance CO, adsorption on the catalyst's surface
and promote the reduction process. These theoretical findings,
combined with the in situ ATR-IR results, demonstrate that the
significant improvement in CO,RR performance of the Ce-
doped Bi catalyst can be attributed to the modulation of the
electronic structure that facilitates the adsorption of crucial
*OCHO intermediates. A previous study also indicated that the
Bi surface promotes CO, reduction to HCOOH rather than CO.*®
The alignment of our findings with prior studies lends credence
to the proposed mechanism, whereby the modulation of the
electronic structure in the Ce-doped Bi catalyst enhances the
adsorption of the pivotal *OCHO intermediates, thereby
improving CO,RR performance.

In this study, an efficient catalyst of Ce-doped Bi encapsu-
lated in a porous carbon framework was successfully synthe-
sized via direct annealing of a MOF-based precursor under an
inert gas atmosphere. We showed a significant improvement in
CO,RR performance for production of formate for a metallic Bi
catalyst after Ce doping. Compared with conventional Bi(u)-
based -catalysts, the Bi(0)-based catalyst demonstrates an
enhanced stability for the CO,RR due to the highly stable
structure of the metal during cathodic reduction. DFT calcula-
tions revealed that Ce doping increased the electron density
around Bi, thereby strengthening the binding energy of crucial
*OCHO intermediates, consequently enhancing the catalyst's
activity towards formic acid. This work offers valuable insights
for future research on catalyst design, particularly in terms of
modulating electronic structures to enhance catalytic activity.
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