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Novel UIO-66-NO,@XC-72 nanohybrid as an
electrode material for simultaneous detection of
ascorbic acid, dopamine and uric acidt

Wanging Zhang,?® Jun Chen,® Yuanchao Li,° Wenxiang Yang,? Yadong Zhang*?

and Yuping Zhang*®

UIO-66-NO,@XC-72 nanohybrid was synthesized from UlO-66-NO, via hydrothermal synthesis method,
followed by mixing with XC-72 carbon (XC-72). The compositions, microstructures, textural parameters and
morphologies of the resulting nanomaterials were characterized by FTIR, XRD, N, adsorption—desorption,
SEM and TEM. The UIO-66-NO,@XC-72-modified glassy carbon electrode (GCE) sensor was successfully
applied to the simultaneous determination of ascorbic acid (AA), dopamine (DA) and uric acid (UA). Owing to
the large surface area of UIO-66-NO, and good conductivity of XC-72, as well as the hydrogen bond effect
between the UIO-66-NO, and the analyte, the proposed sensor exhibited excellent linear responses to AA,
DA and UA under optimized conditions. The detection ranges were 0.2-3.5 uM for AA, 0.03-2.0 uM for DA
and 0.75-22 uM for UA, with the detection limits (S/N = 3) of 0.12 uM, 0.005 pM and 0.03 uM, respectively.
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Moreover, the high reproducibility and stability of the sensor were obtained in all the experiments. The

sensor was also successfully applied to the determination of DA in hydrochloride injection solution and
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1. Introduction

Ascorbic acid (AA), dopamine (DA) and uric acid (UA) usually
coexist in human metabolism, renal and central nervous
systems, playing important roles in real biological matrixes.'”
The development of a sensitive and selective method for
simultaneous detection of the three small biomolecules is
therefore desirable."** Electrochemical method possesses the
advantages of rapidity, economy, convenience and sensitivity,
combined with the high electrochemical activity of AA, DA and
UA, thus it is usually adopted to detect the three species.>**
However, the oxidation peaks of the three compounds are broad
and overlap using an unmodified electrode. To date, there have
been considerable efforts devoted to developing electrode
sensor modifiers to promote the electron transfer and achieve
high sensitivity and selectivity,”® such as carbon nanotubes,’**
noble metals nanoparticles,””® mesoporous carbons,"”
conductive polymers,>**?* and hybrids.*>**

Recently, metal-organic frameworks (MOFs) have attracted
much attention as electrochemical sensor materials for their

“School of Chemical Engineering and Energy, Zhengzhou University, Zhengzhou
450001, China. E-mail: zhangydzzu@163.com

’School of Chemistry and Chemical Engineering, Henan Institute of Science and
Technology, Xinxiang, 453003, China. E-mail: bejing2008zyp@163.com

(ESI) available. See DOI:

T Electronic  supplementary  information

10.1039/c6ra26933h

5628 | RSC Adv., 2017, 7, 5628-5635

UA in urine sample. The MOFs@XC-72 would be potentially applied as a modified electrode sensor
material for the determination of other small biomolecules.

rich structure types, high surface area, tunable pores and
various functionalities.>**° Nevertheless, most MOFs have the
major drawback of their poor stability, which are derived from
the reversible nature of the coordination bonds.?**® Moreover,
nano-scale MOFs have more potential applications because they
exhibit much higher surface areas, uniform sizes, well-defined
functionality, and stable dispersions.*“** However, numerous
of synthesized MOFs are ascribed to the micron-sized materials,
resulting in the weakened adhesion properties between MOFs
and glassy carbon electrode (GCE). Furthermore, plenty of
MOFs belong to poor electrical conductors.””**** To overcome
these problems, many nanostructured and conductive MOFs
were synthesized and applied in sensors fields.***” For poor
electron-conductive MOFs, an efficient method is to mix MOFs
with conductive materials. UIO-66-R (-H, -NO,, -NH,) were of
great interest due to their large surface area, good stability and
unique functional groups.***° The applications of UIO-66-NO,
and UIO-66-NH, as catalytic materials were related to the
special functional groups, which can easily interact with the
analyte, such as hydrogen bond effect, electrostatic effect.
Besides, the band gap value (E;) of UIO-66-R is a very important
parameter for electrochemical reaction at sensors.*' According
to the theoretical calculations and experiments, the E, value of
UIO-66-R decreased in the following order: -H > -NO, > -NH,.*
Therefore, nano-UIO-66-NO, was selected to be modified elec-
trode sensors materials. To enhance the conductivity of the
nanohybrid, the conductive XC-72 was mixed with the

This journal is © The Royal Society of Chemistry 2017
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MOFs.>*** However, there are a few literatures about UIO-66-
NO,@XC-72 to determine AA, DA and UA.

Herein, we provide a strategy to prepare UIO-66-NO, via
hydrothermal synthesis method, followed by mixing with XC-
72. When the hybrid was applied to modify the GCE, it was
used to simultaneously detect the three compounds. Three well-
defined separated peaks were observed by using cyclic voltam-
metry (CV) and differential pulse voltammetry (DPV) methods.
Furthermore, the developed sensor exhibited high sensitivity,
selectivity, reproducibility and stability. Besides, the sensor was
also suitable to detect the real samples. The wide linear range
and low detection limits for the three species were obtained due
to the synergistic effect of UIO-66-NO, and XC-72.

2. Experimental

2.1 Chemicals and apparatus

Zirconium chloride (ZrCly), 2-nitroterephthalic acid (H,BDC-
NO,) and N,N-dimethylformamide (DMF) were purchased from
Aldrich. AA, DA and UA were obtained from Alfa Aesar and XC-
72 carbon from Cabot Carbon Corporation (USA). Sodium
dihydrogen phosphate (NaH,PO,) and disodium hydrogen
phosphate (Na,HPO,) were bought from Aldrich. Phosphate
buffer solutions (PBS, 0.1 M) were prepared from stock solu-
tions of 0.1 M NaH,PO,, Na,HPO, and H;PO,. All other reagents
were at least analytical grade.

2.2 Preparation of UIO-66-NO,,

The UIO-66-NO, was prepared according to the reported
method.* Briefly, ZrCl, (0.932 g), H,BDC-NO, (0.845 g) and 0.67
mL concentrated HC] were added in 10 mL DMF in a Teflon-

lined stainless steel autoclave, followed by ultrasonic
@-o -H-AA (DA or UA)
o
G XC-72

UIO-66-NO2

E\IJ-O-H-AA (DA or UA)

N O -H-AA (DA or UA)

N O -H-AA (DA or UA)
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treatment 5 min. The autoclave was placed in an oven at 120 °C
for 16 h, and the mixture was filtered and washed with DMF and
acetone, respectively. The final product was activated at 60 °C
under a vacuum drying for 10 h.

2.3 Fabrication of modified GCE sensors

Prior to preparation procedure, the GCE was carefully polished
with 0.1 and 0.05 pm Al,O; power. Afterwards, the electrode was
sonicated in nitric acid solution (HNO; : H,O = 1 : 1), acetone,
and double distilled water, and then it was allowed to dry at room
temperature. 5.0 mg of the individual samples (UIO-66-NO,, XC-
72) or the mixed samples (the ratio of UIO-66-NO, and XC-72
was 1:5,1:6,1:7,1:8,1:9, 1:10) were dispersed in 5 mL
H,O0 followed by sonication for 30 min. The modified electrode
sensors were prepared by casting 5 uL of the suspension on GCE
surface, and dried under an infrared lamp (Scheme 1).

2.4 Apparatus and instruments

FTIR spectrum was recorded on a Lambda 7600. Power X-ray
diffraction (XRD) data were collected on a DX-2700B diffrac-
tometer. N, adsorption-desorption isotherms were carried out
by using a BeiShiDe Instrument-S&T. The morphologies were
examined using a Quanta 200 scanning electron microscope
and an H-7500 transmission electron microscope.

The cyclic voltammetry (CV), differential pulse voltammetry
(DPV) measurements and electrochemical impedance spec-
troscopy (EIS) characterizations were performed on a Shiruisi
electrochemical workstation. A conventional three electrode
system was used in the measurements composed of a platinum
wire counter electrode, a saturated calomel reference electrode
(SCE), and a bare or modified glassy carbon working electrode.

\% 2H* -2e \%
D HA

E@E -2H* -2e (Ci

NH3 NHz

DOQ
Vo ku W
UA UAD

AA represents ascorbic acid, DA represents dopamine, UA represents uric acid, DHA represents

Dehydro ascorbate, DOQ represents Dopaquinone, and UAD represents Uric acid 4,5 diol.

Scheme 1 The modified electrode sensor preparation process and the redox reaction mechanism of AA, DA and UA at UIO-66-NO,@XC-72/

GCE sensor.
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Table 1 Porous textural parameters of the UIO-66-NO,, XC-72 and
UIO-66-NO,@XC-72

Micropore Average pore
Stangmuir/  Sser/ volume/ diameter/
Samples m?g* m’g' cm?g? nm
UIO-66-NO, 978 865 0.14 3.01
XC-72 324 213 0.03 14.3
UIO-66-NO,@XC-72 644 528 0.06 13.0

3. Results and discussion

3.1 Physical characterization

Fig. S17 shows the FTIR spectrum of UIO-66-NO,. The absorp-
tion peaks at 3439 cm ™', 1658 cm ™, 1550 cm ™!, and 1380 cm "
should belong to -OH stretching vibration, -C=O vibration
peak, -NO, asymmetric stretching and symmetric stretching
peaks, respectively.” The XRD pattern of as-synthesized UIO-66-
NO, matches well with the simulated one, demonstrating the
successful preparation of UIO-66-NO,.>*** For XC-72 sample, the
broad peak at 26 = 24.6° is corresponding to the (0 0 2) peak of
the hexagonal structure of graphitic structure.*> Besides, the
UIO-66-NO,@XC-72 displays the characteristic diffraction
peaks of both UIO-66-NO, and XC-72, endowing the modified
electrode sensor with synergistic advantages of the two mate-
rials (Fig. S27).

Fig. S3at reveals that all samples are typical characteristic of
the microporous materials because they possess reversible,
type-I isotherms with no obvious hysteresis.***® The pore size
distributions (PSD) show the predominant pore size of the three
samples from 0.49 nm for UIO-66-NO,, 0.43 nm for XC-72 to
0.45 nm for UIO-66-NO,@XC-72 (Fig. S3bt). Table 1 summa-
rizes the Langmuir surface area, BET, micropore volume and
average pore diameter data of UIO-66-NO,, XC-72 and UIO-66-
NO,@XC-72. It can be seen that UIO-66-NO,@XC-72 exhibits
the smaller surface area, micropore volumes and larger pore
diameter compared with UIO-66-NO, material. The results
indicate that UIO-66-NO, is successfully mixed with XC-72.

Fig. 1(a and d) show that the UIO-66-NO, possesses nano-
metre scale particles with the sizes of about 150 nm. The XC-72

Fig.1 SEMand TEM images of UIO-66-NO, (a and d), XC-72 (b and e)
and UIO-66-NO,@XC-72 (c and f). Ratio of UIO-66-NO, and XC-72
was 1:6in UIO-66-NO,@XC-72.
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displays spherical particles with the sizes of less than 100 nm in
Fig. 1(b and e). Fig. 1(c and f) reveal that the UIO-66-NO, is well-
dispersed over XC-72 and its main morphology is not destroyed
for UIO-66-NO,@XC-72.

3.2 Electrochemical characterization

The CV curves and EIS of the bare GCE and the different sensors
are recorded in Fig. 2. The peak potential separation (AEp)
reflects the electron transfer rate for the CV responses.*” As
shown in Fig. 2a, the bare electrode has a pair of reversible
redox peaks (ip, = 24.98 uA, ip. = —21.58 pA, AE, = 0.18 V),
while the UIO-66-NO,/GCE sensor exhibits a broadened peak
potential and small peak current, suggesting that the sensor
surface is blocked due to the poor electron transfer of UIO-66-
NO, material.** When XC-72 and UIO-66-NO,@XC-72 modified
electrode surface, the AE, values decline to 0.16 and 0.15 V,
respectively. The XC-72/GCE (ip, = 32.88 pA, i, = —31.11 pA)
and UIO-66-NO,@XC-72/GCE sensors (i,, = 30.65 A, ip. =
—29.81 pA) possess higher current, and smaller AE, profiles,
indicating that XC-72 possesses good electronic conductivity
and is beneficial to electron transfer.***° When 5.0 mM
Ru(NH;)6Cl; was added into 0.1 M KCI solution, the similar
results can be obtained from Fig. 2b. It can be seen that the UIO-
66-NO,/GCE sensor exhibits a broadened peak, while the XC-72/
GCE (ipy = 37.67 PA, ipe = —27.95 HA, AE, = 0.15 V) and UIO-66-
NO,@XC-72/GCE (ips = 34.81 A, ipe = —23.59 pA, AE, = 0.16 V)
sensors receive higher current and similar AE;, value compare
with bare electrode (7,, = 20.41 A, ip. = —12.59 pA, AE, = 0.16
V). The results confirm XC-72/GCE and UIO-66-NO,@XC-72/
GCE sensors have better electrochemical properties than UIO-
66-NO,/GCE.

It is also investigated by EIS measurements that the electron
transfer kinetics occur at the interface of electrode/electrolyte
(Fig. 2¢).°* The distinct semicircle curve at high frequencies
reflects the ability of electron transfer (R.) of different
sensors*”*® and the smaller diameter of R, represents higher
electron transfer at the interface of electrode/electrolyte.*>** The
R values increase in the order of the XC-72/GCE sensor < UIO-
66-NO,@XC-72/GCE sensor < bare GCE < UIO-66-NO,/GCE
sensor. It reveals that the conductivity and electrochemical
properties are well improved at XC-72 and UIO-66-NO,@XC-72
modified electrode sensor. The results are consistent with our
data obtained by CV.

3.3 Electrocatalytic oxidation of AA, DA and UA

Fig. 3a depicts the three individual and mixed oxidation peaks
at the potentials of 0.015 V, 0.23 V and 0.38 V at the UIO-66-
NO,@XC-72/GCE sensor, corresponding to AA, DA and UA,
respectively. Fig. 3b shows the CVs responses of the ternary
mixture of AA, DA and UA at different electrodes. For bare GCE,
the oxidation peaks of the three species nearly overlapped and
a broad peak was found at 0.5 V, proving that it possessed poor
sensitivity and selectivity towards the oxidation of the three
compounds. For comparison, the UIO-66-NO,/GCE sensor had
no obvious redox peaks and possessed a large background
current due to the weak conductivity of the MOFs. For XC-72/

This journal is © The Royal Society of Chemistry 2017
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Fig. 2 The cyclic voltammetry (CV) curves of bare GCE (i), UIO-66-NO,/GCE (i), XC-72/GCE (iii) and UIO-66-NO,@XC-72/GCE (iv) sensors in (a)
5 mM Ks[Fe(CN)gl/K4[Fe(CN)e]l solution, (b) 5 mM Ru(NH3)sCls solution containing 0.1 mM KCl as supporting electrolyte. (c) Electrochemical
impedance spectroscopy (EIS) of the different electrode sensors in 5 mM Kz[Fe(CN)gl/K4[Fe(CN)gl solution with 0.1 mM KCL. Scan rate: 100 mV s,

(b)

i/pA

-02 0.0 0.2 0.4 0.6 0.8 1.0
E/V SCE

00 02 04
E/V SCE

Fig.3 (a) CVsof (a) 3 uM AA (i), 1.5 uM DA (ii), 1.5 pM UA (iii) and the mixture of AA (3 uM), DA (1.5 uM) and UA (1.5 uM) (iv), respectively at UIO-66-
NO,@XC-72/GCE sensor, and (b) bare GCE (i), UIO-66-NO,/GCE sensor (ii), XC-72/GCE sensor (iii), and UIO-66-NO,@XC-72/GCE sensor (iv).
Supporting electrolyte: 0.1 M phosphate buffer solutions (PBS). Scan rate: 50 mV st (pH 6.0).
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Fig. 4 Effects of the ratio of UIO-66-NO, and XC-72 (a), the accumulation time (b), pH value (c) and the scan rate (d) on the peak current for the
oxidation of 3 uM AA (i), 1.5 pM DA (ii), and 1.5 pM UA (iii) in 0.1 M PBS at UIO-66-NO,@XC-72/GCE sensor. Other conditions are the same as Fig. 3.
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GCE sensor, the oxidation peaks of DA and UA at 0.2 V and
0.34 V suggested that the electroactive area of the electrode
sensor increased significantly. Interestingly, there were obvious
peaks of the three species at the UIO-66-NO,@XC-72/GCE
sensor, indicating high electrochemical activities in response
to AA, DA and UA. The results demonstrated that the UIO-66-
NO,@XC-72/GCE sensor effectively facilitated the individual
and simultaneous determination of the small biomolecules.

The experimental phenomena can be ascribed as follows: (i)
XC-72 with high electrical conductivity can promote the electron
transfer between modified electrode sensor surface and
biomolecules, and enhance voltammetry peak separation. (ii)
The UIO-66-NO,@XC-72/GCE sensor possesses excellent elec-
trochemical properties due to the synergetic effect of UIO-66-
NO, and XC-72. (iii) The hydrogen bond between O (from -NO,
group of UIO-66-NO,) and H (from AA, DA and UA) can be
helpful to improve the easy adsorption of AA, DA and UA, and
finally promotes the response of the electrode sensor towards
determination of the three biomolecules, especially contributes
to the appearance of oxidation peak of AA (Scheme 1).

3.4 Optimization of the experimental conditions

To obtain the high sensitivity and selectivity, a series of opti-
mized conditions were carried out in this paper. In this regard,
the ratio of UIO-66-NO, and XC-72, the accumulation time, pH
value and the scan rate were investigated. The effect factors
were performed using CV method except for the accumulation
time, which was employed DPV method.

The ratio of UIO-66-NO, and XC-72 plays important roles in
the fabrication of the UIO-66-NO,@XC-72/GCE sensor. It can be
seen from Fig. 4a that the peak currents of AA and UA increased
with the increasing ratio of the two materials until it obtained
1:7. Continuing increasing the ratio, the peak currents of the
two materials until it obtained 1 : 7. Continuing increasing the
ratio, the peak currents of the two biomolecules decreased
sharply. For DA, the maximum of the peak current was achieved
at the ratio of 1 : 8. The reason can be ascribed to the synergistic
effect of the UIO-66-NO, and XC-72. The low ratio indicated the
amount of XC-72 decreased, causing the conductivity of the
fabricated sensor was poor and the electron transfer between the
sensor and the analyte was impeded. By contrast, the high ratio
meant the number of UIO-66-NO, decreased, the hydrogen bond
between MOFs and the analyte was weaker and the surface area
of the sensor became smaller. Based on the above experiments,
the ratio of 1 : 7 was chosen for the following experiments.

From Fig. 4b, it was found that the accumulation time can
affect the oxidation peak currents of the three biomolecules at the
UIO-66-NO,@XC-72/GCE sensor. The currents of DA and UA first
increased and then decreased gradually with the increasing
accumulation time, and the maximum value was 300 s. The
current of AA nearly kept a constant with the change of the
accumulation time. Therefore, 300 s was chosen in the following
research for simultaneous determination of the three compounds.

It is well known that the pH value has a profound effect on
the electrochemical response towards the determination of the
analytes. From Fig. 4c, with the increase of pH from 2.0 to 9.0,
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View Article Online

Paper

the oxidation potentials of the three biomolecules shifted
negatively with linear slopes of 46.3, 57.5 and 60.6 mV per pH,
respectively. The slopes were close to the theory value of 59 mVv
per pH, demonstrating that equal number of protons and
electrons have taken part in the electrochemical redox reaction
process.**** It also can be seen that the peak currents of AA, DA
and UA increased with the increasing pH value (from 2.0 to 6.0),
and then it decreased from pH 6.0 to 9.0. In addition, the pK,
values of AA, DA and UA were 4.10, 8.87 and 5.75, respectively.
DA existed as cationic species at pH 6.0. The carboxylic func-
tional groups of MOFs at the electrode surface could effectively
capture the cationic species.®* However, AA and UA existed as un-
ionized species at pH 6.0. In this case, the hydrogen bond effect
between MOFs and the three biomolecules plays more impor-
tant roles (Scheme 1). Therefore, 0.1 M PBS of pH 6.0 was
selected as an optimized value for the further experiments.

07 14 21 28 3
Concentration/uM

0 15 20
Concentration/uM

02 00 02 04 06 08 10
E/V SCE

Fig.5 DPVs of different concentrations of AA (a) (from inner to outer):
0.2,0.4,0.6,0.8,1.0,14,16, 2.0, 2.8, 3.0, 3.5 uM containing 1.5 uM DA,
1.5 uM UA, different concentrations of DA (b) (from inner to outer):
0.03,0.05,0.1,0.15,0.2,0.3, 0.5, 0.8, 1.0, 1.5, 2.0 pM containing 3 uM
AA, 1.5 uM UA, and different concentrations of UA (c) (from inner to
outer): 0.75, 2.0, 3.5,4.5, 6.0, 8.0, 12, 16, 22 uM containing 3 uM AA, 1.5
uM DA at UIO-66-NO,@XC-72/GCE sensor. Other conditions are the
same as Fig. 3. The inset figures show the plots of the peak currents vs.
the concentration of AA, DA and UA, respectively.

This journal is © The Royal Society of Chemistry 2017


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/c6ra26933h

Open Access Article. Published on 17 January 2017. Downloaded on 4/28/2026 7:39:26 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

View Article Online

Paper RSC Advances
Table 2 Comparison of the optimized sensors for the detection of AA, DA and UA with other modified electrode sensors

Linear range (uM) Detection limit (uM)
Methods AA DA UA AA DA UA References
DpAu/PTCA-Cys/GCE 20-700 2-402 0.4-252 6.40 0.67 0.12 3
Carbon nanotube/GCE 80-1360 0.5-10 — 20 0.10 — 10
Au/RGO/GCE 240-1500 6.8-41 8.8-53 51 1.40 1.80 13
*Polymer/GCE‘z 150-1000 0.1-200 10-130 10 0.02 1.00 18
P-ATD/GCE 30-300 5-50 10-100 2.01 0.33 0.19 19
NCNF/GCE 50-3000 1-200 5.0-200 50 0.50 1.00 49
NiCo-NPs-in-N/C 500-1500 0.5-900 10-500 0.09 0.08 0.01 47
rGO-CNT/ITO 10-200 0.2-8.0 0.2-16 5.31 0.04 0.17 55
SZP/MB 100-1600 6-100 22-350 8.30 1.70 3.70 57
GEF/CFE 74-2306 1.4-125.7 4.0-371 73.52 1.36 3.98 56
This work 0.2-3.5 0.03-2.0 0.8-22 0.12 0.005 0.03

“ *polymer represents poly(eriochrome black T).

Table 3 Recoveries of the determination of DA and UA in the real
samples

Detected  Added Found  Recovery RSD
samples (kM) M) M) (%) (%) (n=3)
Injection 10 38.40 101.3 1.38
Solution 27.90 15 43.10 100.5 1.96
(DA) 20 47.10 98.3 1.52

10 24.12 101.0 1.75
Urine 13.87 20 34.09 100.7 2.32
(UA) 35 48.47 99.2 1.94

To evaluate the reaction kinetics, the CV responses at
different scan rates for the three compounds was investigated.
Fig. 4d shows that the oxidation peak currents of AA, DA and UA
gradually increased as the scan rate increases, with a linear
relationship between the peak currents and the scan rate in the
range of 20-250 mV s~ (the inset of Fig. 4d). The regression
equations were expressed as follows Iy (HA) = 2.86 + 0.036Cy,
(LM) (R* = 0.998), Ips (LA) = 2.32 + 0.17Cp, (UM) (R* = 0.998)
and Iy, (MA) = 5.26 + 0.16Cy,s (M) (R* = 0.998). It demonstrates
that electrochemical reaction of the three biomolecules at UIO-
66-NO,@XC-72/GCE sensor was a surface-controlled process.

3.5 Simultaneous determination of AA, DA and UA

Fig. 5 displays DPV responses of the mixture of AA, DA and UA
when the concentration of the detected analyte changed with
the other two species keeping constant at the optimized elec-
trode sensor. The experiments indicated the UIO-66-NO,@XC-
72/GCE sensor exhibited wide linear relationships between
the oxidation peak current responses and the analytes concen-
trations, with the correlation coefficient of 0.998, 0.998 and
0.999, respectively. The following linear regression equations
were expressed as Ixs (HA) = 7.08 + 12.35Cap (UIM), Ipa (HA) =
6.90 + 41.81Cp, (uM) and Iy, (MA) = 4.34 + 2.93Cy, (uM). The
detection ranges were 0.2-3.5 uM for AA, 0.03-2.0 uM for DA
and 0.75-22 uM for UA with the detection limits were 0.12, 0.005
and 0.03 uM (S/N = 3), respectively.

This journal is © The Royal Society of Chemistry 2017

The performance of the UIO-66-NO,@XC-72/GCE senor was
compared with some existing sensors, as shown in Table 2. The
minimum concentrations of AA, DA and UA and the detection
limits of this paper are lower than that of those previously re-
ported materials.>*%*31819:47:49:55-57 Thege results confirmed that
the UIO-66-NO,@XC-72 material was a promising material for
the electroanalytical detection of the three biomolecules.

3.6 Reproducibility and stability

The reproducibility of the UIO-66-NO,@XC-72/GCE sensor was
evaluated. The relative standard deviations (RSD) for five
different electrode sensors were 5.04% for AA, 4.08% for DA and
4.92% for UA. The RSD of the same sensor in eight successive
experiments were 3.02% for AA, 2.54% for DA and 2.92% for UA,
suggesting the proposed sensor exhibited excellent reproduc-
ibility. Furthermore, the sensor was stored in the refrigerator at
4 °C. After 10 days, there was only an 8% loss in the response
current of the developed sensor. After 30 days, the proposed
sensor can retain 85% of its initial response, which was stable
enough for the application in electrochemical sensor.

3.7 Real sample analysis

The proposed method was evaluated for the determination of
AA, DA and UA in the real samples. DA hydrochloride injection
solution and human urine were measured for analysis. Gener-
ally, DA and UA samples were diluted 10 times and 100 times
with PBS, respectively. The spiked sample with certain amounts
of DA and UA were added to the corresponding samples.
Subsequently, the experiments were carried out five times and
the Table 3 summarized the analytical results. It can be seen
that the RSD is in the range of 1.38-2.32% and the recovery is
between 98.3-101.3%. It indicated that the proposed sensor
possessed sufficient precision and high accuracy.

4. Conclusions

In conclusion, a new approach for fabrication of the UIO-66-
NO,@XC-72/GCE sensor was presented for the first time to
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simultaneously determine AA, DA and UA. The procedure of
fabricating sensor was simple, convenient and rapid. The devel-
oped sensor exhibited high sensitivity and selectivity with wide
linear concentration range and low detection limit. Interestingly,
the satisfactory results indicate that MOFs could be a promising
candidate for application in electroanalysis, and promisingly, it
was used by mixing with other conductive materials to fabricate
excellent sensors to detect other electrochemical biomolecules.
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