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A flow injection systembased on amodified polytetrafluoroethylene (PTFE) knotted reactor (KR)was developed
for arsenite [As(III)] and arsenate [As(V)] species preconcentration and determination by electrothermal atomic
absorption spectrometry (ETAAS). Activated carbon (AC) was immobilized on the inner walls of a PTFE KR by a
thermal treatment. A significant increase in analyte retention was obtained with the AC-modified KR (100%) as
compared to the regular PTFE KR (25%). The preconcentration method involved the on-line formation of
As(III)-ammonium pyrrolidinedithiocarbamate (As-APDC) complex, followed by its adsorption onto the inner
walls of the AC-modified KR. After analyte retention, the complex was eluted with acetone directly into the
graphite furnace of ETAAS. The parameters affecting the flow injection systemwere evaluated with a full central
composite face centered designwith three center points. Under optimum conditions, a preconcentration factor of
200 was obtained with 10 ml of sample. The detection limit was 4 ng L−1 and the relative standard deviation
(RSD) for six replicate measurements at 0.2 μg L−1 of As were 4.3% and 4.7% for As(III) and As(V), respectively.
The developed methodology was highly selective towards As(III), while As(V), monomethylarsonic acid
[MMA(V)] and dimethylarsinic [DMA(V)] were not retained in the AC-modified KR. The proposed method was
successfully applied for As speciation analysis in infusions originated from medicinal herbs and tea.

© 2014 Elsevier B.V. All rights reserved.
1. Introduction

The demand for rapid, selective, and sensitive methodologies for
determination of arsenic (As) species is increasing as a consequence of
its deleterious impact on human health [1]. Widely known as a toxic
element, As may naturally occur in environmental compartments
under different species, depending on the nature of the sample [2].
Both the toxicological behavior and biochemical activity of As depend
on its chemical forms [3]. Therefore, determination of total As in a
sample does not fulfill the understanding about the toxicological risks
derived from this element in environmental and biological studies. Con-
sequently, speciation analysis of As becomes highly necessary.

Tea (Camellia sinensis) is a popular non-alcoholic and healthy bever-
age widely consumed in the world [4]. Even when a regular consump-
tion of infusions of medicinal herbs and tea may contribute to the
daily dietary requirements of several essential elements [5,6], some
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toxic metals and organic pollutants are ingested as well [7]. Specifically
for As, its inorganic species, arsenite [As(III)] and arsenate [As(V)],
which are much more toxic than the organic ones, generally predomi-
nate in infusion samples [8]. Therefore, considering the massive con-
sumption of infusions in some countries [4], determination of As in
infusions of tea and medicinal herbs is highly needed to evaluate As
daily dietary intake [5]. Different instrumental techniques including
atomic absorption spectrometry (AAS), inductively coupled plasma op-
tical emission spectrometry (ICP-OES) [9], inductively coupled plasma
mass spectrometry (ICP-MS) [10], and capillary electrophoresis (CE)
[11] have been used to determine As levels in tea leaves and infusions.
However, since the reported concentrations of total As in tea leaves
are below 0.08 mg kg−1, preconcentration methodologies are required
prior its determination to achieve accurate, sensitive and reliable results
[5].

Analytical methods for preconcentration and speciation of metals
and metalloids are numerous and several devices have been used for
analyte retention [12,13]. Among them, knotted reactors (KR) have
been successfully employed in flow injection methodologies based
on the sorption of metal complexes on the inner walls of these reac-
tors [14]. Knotted reactors are open tubes made of fully knotted
polytetrafluoroethylene (PTFE) tubing. Both the effect of centrifugal
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Table 1
Instrumental and experimental conditions for As determination.

Instrumental conditions

Wavelength (nm) 193.7
Spectral band width (nm) 0.7
EDL lamp current (mA) 300
Injection volume (μl) 50
Matrix modifiers 5 μg Pd [Pd(NO3)2]

3 μg Mg [Mg(NO3)2]
Graphite furnace temperature program
Step Temperature

(°C)
Ramp time
(s)

Hold time
(s)

Argon flow rate
(ml min−1)

Drying 110 15 30 250
Pyrolysis 600 10 10 250
Atomization 2300 0 3 0
Cleaning 2400 1 2 250

Extraction conditions
Sample volume (ml) 10
APDC concentration (% w/v) 0.1
HCl concentration (mol L−1) 0.01
Eluent Acetone
Eluent volume (μl) 50
Sample loading flow rate (ml min−1) 5.0
APDC loading flow rate (ml min−1) 3.0
Elution flow rate (ml min−1) 0.2
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force generated by the steady change in flow direction due to the
knots and the hydrophobic nature of PTFE surface allow the reten-
tion of analytes as precipitates [15]. Since lower back-pressures are
observed in KRs compared to those observed in packed columns at sim-
ilar flow rates, higher sample loading flow rates and elution efficiency
can be obtained. Furthermore, a KR is easily manufactured without
needing packing materials, offering an almost unlimited lifetime due to
chemical inertness of PTFE. Additional advantages of KRs are: high sta-
bility under different sorption conditions, rapidmixing of sample and re-
agent solutions, low hydrodynamic impedance and minimum analyte
dispersion, allowing high load sample rates and increased sample
throughput [16]. Nevertheless, retention capacity of KRs is limited (usu-
ally lower than 30%), thus conditioning the enrichment factors obtained
with on-line preconcentration methods using these reactors [17,18]. In
fact, the use of regular PTFE KRs has been reported previously for
preconcentration and determination of As(III) by ICP-MS [19], HG-AFS
[20] and ETAAS [21]. However, the sensitivity enhancement factors
obtained with these types of KRs has been low and ranged between 11
and 44.

The aim of the present work was the modification of the inner walls
of a classical PTFE KR to solve one of its main drawbacks for analytes
preconcentration: the low retention capacity. The modification of the
inner walls of the KR was performed using activated carbon (AC),
which is widely known for its excellent sorption capacity. Therefore, a
novel on-line analytical methodology based on an AC-modified KR
was developed for simple and highly selective preconcentration of As
species. As(III) reacted with ammonium pyrrolidinedithiocarbamate
(APDC) forming a precipitated complex which was adsorbed on the
walls of the KR. An experimental design (CCD) was used for the optimi-
zation of the factors that influence the preconcentration of the formed
complex. The complex was eluted with a few microliters of acetone
directly into the graphite furnace of ETAAS for As determination. The
performance of the AC-modified KR was evaluated under flow condi-
tions with an on-line system coupled to ETAAS. The proposed method-
ology proved to be particularly useful to obtain quantitative information
on inorganic As(III) and As(V) species concentrations in infusions of
medicinal herbs and tea samples.

2. Experimental

2.1. Instrumentation

Measurements were performed with a PerkinElmer (Überlingen,
Germany) Model 5100 ZL atomic absorption spectrometer equipped
with a transversely heated graphite atomizer with a Zeeman-effect
background correction system. An As electrodeless discharge lamp
(EDL) operated at a current of 300 mA (modulated operation) and a
wavelength of 193.7 nm with a spectral band pass of 0.7 nmwas used.
Allmeasurementsweremade based on absorbance signalswith an inte-
gration time of 5 s. Instrumental parameters are listed in Table 1. Gilson
Minipuls 3 tygon-type pump tubing was used to carry the sample and
APDC solution. The eluent (acetone) was carried using a silicone tube.
The sample injection and the elution were performed using six-way
rotary valve from Upchurch Scientific (Oak Harbor, WA, USA). The KR
flow injection system is shown in Fig. 1. The modification of inner
walls of KR and its morphological changes were observed by scanning
electron microscopy (SEM) (LEO 1450 VP, Zeiss, Germany).

2.2. Reagents

All the reagents were of analytical grade and the presence of As was
not detected within the working range. Stock standard solutions of
inorganic As(V) and As(III) species (1000 mg L−1) as sodium arsenate
dibasic heptahydrate (Na2HAsO4 · 7H2O) (99.998%) (Sigma-Aldrich,
Milwaukee, WI, USA) and sodium metaarsenite (AsNaO2) (99%) (Fluka,
Buchs, Switzerland), respectively, were prepared in 0.1 mol L−1 HCl.
Disodium methylarsonate (CH3AsNa2O3 · 6H2O) (MMA, 98%) (Fluka)
and dimethylarsinic (C2H7AsO2) (DMA, 98.6%) (Fluka) stock standard
solutions (1000mg L−1)were preparedwith ultrapurewater and stored
at 4 °C in amber-coloredHDPE bottles.Working solutionswere prepared
by diluting these stock solutions.

Hydrochloric acid (37%), purchased from Merck (Darmstadt,
Germany), was used to guarantee acidic media in the samples and in
As(III) standard solutions for optimization of the methodology. The
chelating agent solution was prepared by dissolving APDC (Sigma-
Aldrich, Milwaukee, WI, USA) in ultrapure water (18 MΩ cm)
(Milli-Q water purification system, Millipore, Paris, France). Potassi-
um iodide N99% (Fluka, Buchs, Switzerland) was used as reductant.
Activated carbon (Merck) of 35–50 mesh ASTMwas used for modifi-
cation of KR inner surface. A 1000 mg L−1 palladium nitrate solution
[Pd(NO3)2 · 2H2O (Fluka)] and 150 mg L−1 magnesium nitrate solu-
tion [Mg(NO3)2 (Merck)], both in 0.1% (v/v) HNO3 (Mallinckrodt
Baker, Phillipsburg, NJ, USA), were prepared and used as chemical mod-
ifiers. Methanol (Merck) and acetone (Merck) were used as eluents. A
10% (v/v) nitric acid solution was prepared in ultrapure water to be
assayed as elution agent. All bottles used for storing samples and stan-
dard solutions and the glassware were washed in 10% (v/v) HNO3 for
24 h and later rinsed with ultrapure water.

2.3. Fabrication of the AC-modified KR

The immobilization of AC was performed by filling a PTFE tube
(0.51 mm i.d. and 120 cm length) with dry AC. The tube was extended
vertically by attaching its endings with two clamps to a universal sup-
port stand, and a small micropipette tip was installed on the top of the
PTFE tube to serve as a funnel using a desk tape. The dry AC material
was poured into the PTFE tube while beating the outside in order to
obtain a compact filling. Subsequently, the PTFE tube was heated in a
muffle furnace for 5 h at 327 °C. The PTFE tube used for this work was
purchased from GRACE (Columbia, USA) and a melting point of 330 °C
is specified by the manufacturer. The muffle furnace had a temperature
tolerance of ±2 °C. After heating time, the tube was cooled until
room temperature was reached. Then, the tube was washed with a
0.1 mol L−1 HNO3 solution at 1 ml min−1 in order to easily remove
free AC particles not immobilized on PTFE surface. A SEM micrograph
showing the modification of the inner section of the AC-modified KR
is shown in Fig. 2.
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Fig. 1. Schematic diagramof the instrumental setup: V1 andV2: six-way valves; B: buffer solution; T: 0.8mm three-way connector; KR: knotted reactor. (a) Loadposition. (b) Injection position.

a

b

Fig. 2. SEMmicrograph of the innerwalls of (a) theAC-modifiedKR and (b) a regular PTFE
KR.
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2.4. Sample collection and preparation of the infusions

Medicinal herbs and tea [yerba mate (Ilex paraguariensis), tila (Tilia
platyphyllos), camomile (Matricaria chamonilla), and tea (C. sinensis)]
were purchased from local markets of Mendoza City (Argentina).
Samples were stored in their original package until analysis. The infu-
sions were prepared by the following extraction procedure: 10 ml of
ultrapure water and 10 g of medicinal herb or tea were mixed in a
glass beaker and heated for 15min at 80 °C on a hot plate. The infusions
were filtered with filter paper and diluted with ultrapure water up to
10 ml in a volumetric flask (extract).
2.5. Preconcentration and determination of As(III) species

Initially, the AC-modified KRwaswashedwith 1.0ml ofmethanol at
a flow rate of 1.0 ml min−1 followed by 1.0 ml of water at a flow rate
of 1.0 ml min−1. The preconditioning was made with 1.0 ml of a
0.01 mol L−1 HCl solution at a flow rate of 1.0 ml min−1. These washes
were needed to avoid a possible contamination of the KR inner surface.
Under the optimized conditions, no washes were performed except for
the preconditioning step.

The operational sequence of the on-line AC-modified KR pre-
concentration system is described in Table 2. For As(III)–APDC complex
formation and retention in the AC-modified KR, 10 ml of the extract
containing As(III) with a final concentration of 0.01 mol L−1 of HCl at
a flow rate of 5.0 ml min−1 were mixed on-line with a 0.1% (w/v)
APDC solution at a flow rate of 3.0 ml min−1 by a three-way connector.
The mixture was then loaded into the KR with valve V1 in sample posi-
tion and valve V2 in load position (a) (Fig. 1). After sample loading, air
was pumped into the system for emptying the AC-modified KR. Simul-
taneously, a 50 μl PTFE loopwas filled with the eluent. After sample and
eluentwere loaded, the injection valve V2was switched to the injection
position (b) and the retained analyte was eluted with acetone at a flow
rate of 0.2 ml min−1. During the elution, the APDC flow was stopped
and blocked in the three-way connector with a plug. The eluate was di-
rectly injected into the graphite furnace of ETAAS for As determination.
Instrumental and preconcentration conditions are shown in Table 1.
Pyrolysis and atomization temperatures of ETAAS were optimized to
obtain the highest absorbance-to-background signal ratio. The effect of
pyrolysis temperature was studied within the range of 600–1200 °C
and the effect of atomization temperature was studied within the
range of 2000–2350 °C. Thus, pyrolysis and atomization temperatures
selected were 600 °C and 2300 °C, respectively. Furthermore, different



Table 2
Operational sequence of the on-line AC-modified KR preconcentration system for ETAAS determination of As(III), As(V) and total As (see Fig. 1).

Step Function Valve position Duration (s) Solution pumped Flow rate (ml min−1) Read

1 Preconditioning a 60 HCl 0.01 mol L−1 1.0
2 Sample loading

Filling of eluent loop
a 120 Sample

Acetone
5.0
0.2

ADPC loading a 0.1% (m/v) APDC 3.0
3 Elution of the retained analyte complex b 15 Acetone 0.2 yes
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mixtures ofMg(NO3)2 and Pd(NO3)2were tested as chemical modifiers.
A signal improvement was observed when 3 μg of Mg and 5 μg of Pd
were injected into the graphite furnace.

2.6. Preconcentration and determination of As(V) species

Concentrations of As(V) species were calculated by the difference
between total As and As(III) concentrations. Total As was determined
after reduction of As(V) to As(III) species. Selective reduction of As
(V) to As(III) species was performed using a KI solution: 10 ml of
the extracts were placed in a digestion flask and 0.1 ml of 20% (w/v)
KI was added. The mixture was then heated for 10 min at 90 °C on a
hot plate. After complete reduction, total As concentrationwas evaluat-
ed by following the same procedure as described earlier for As(III)
species.

2.7. Optimization strategy

Different parameters could affect the preconcentration of As(III) in
the AC-modified KR such as eluent, pH, APDC concentration and flows
of the different reagents used during the formation of the complex.
Since, the effect of pH on the formation of As(III)–APDC complex has
been already studied by other authors, this factor was not covered in
thiswork [21]. Then, a concentration of 0.01mol L−1 ofHClwas selected
to guarantee the right pH for complex formation [21]. The loading flow
rate of As(III) and APDC solutions, and the concentration of APDC solu-
tion were optimized using a multivariate optimization. Design Expert®
Design-Expert® Software
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Fig. 3. Desirability function indicating the chosen conditions for opt
7.0 (Stat-Ease Inc., Minneapolis, USA)was used to process all the results
obtained in this work. The eluent, the elution volume and the eluent
flow rate were optimized by univariate method.

3. Results and discussion

3.1. Surface modification of the PTFE knotted reactor

Immobilization of AC on the inner walls of a PTFE tubewas based on
the thermal properties of the materials involved. Activated carbon is a
versatile and efficient sorption material as consequence of its high sur-
face area (500–1500 m2 g−1), microporous structure and high degree
of surface reactivity. It can react with oxygen at temperatures below
400 °C resulting mainly in the chemisorption of oxygen and the forma-
tion of carbon–oxygen surface groups. These groups influence not only
the superficial features of the material such as wettability, polarity,
and acidity but also its physical–chemical properties such as catalytic
or electrical characteristics and its chemical reactivity [22,23].

Initially, the PTFE tube filled with AC was placed in a muffle furnace
at 250 °C for the immobilization of the sorption material. However,
under these conditions no immobilization was observed, and the AC
came out easily with the sole passage of ultrapure water when the KR
was used under flow conditions. This fact could be attributed to accept-
able thermal stability of PTFE for temperatures up to 260 °C [24]. In a
second series of experiments, temperatures higher than 250 °C were
used and optimum results were found at 327 °C, only three grades
under PTFE melting point. Although at this temperature the shape of
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imization when As(III) sample loading flow rate is 5 ml min−1.



Table 4
Selectivity of the method for As(III) determination at 1.0 μg L−1 (95% confidence interval,
n = 6).

Concentration ratio As(III)

As(V)/As(III) Found (μg L−1) Recovery (%)
2 0.98 ± 0.042 98
5 0.99 ± 0.049 99
10 1.02 ± 0.051 102
MMAa/As(III)
2 1.03 ± 0.051 103
5 0.99 ± 0.042 99
10 0.96 ± 0.046 96
DMAb/As(III)
2 0.98 ± 0.042 98
5 1.04 ± 0.052 104
10 0.97 ± 0.042 97

a Monomethylarsonic acid.
b Dimethylarsinic acid.

Table 3
Criteria for the optimization of response to obtain the overall desirability (D).

Factor/Response Goal Lower
limit

Upper
limit

Optimal
conditions

APDC loading flow rate Maximize 1.0 3.0 3.0
Sample loading flow rate Maximize 1.0 5.0 5.0
APDC concentration In range 0.005 0.1 0.1
As(III) retention Maximize 54.6 100 100
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PTFE tube remained quite unaltered, a decrease on its superficial
stiffness was evident. Both the softening of the plastic material and
the thermal expansion of the bulk PTFE of the tube promoted a full con-
tact between the partially fluid PTFE inner walls and the AC particles,
which, after cooling, remained well attached to the inner surface of
the KR. On the other hand, at temperatures higher than 400 °C, chemical
decomposition of the dense but liquid PTFE was observed as expected
[24,25]. Thus, AC was successfully immobilized on PTFE surface of the
KR, which remained unaltered even after hundreds of loading-elution
cycles. A SEM micrograph (Fig. 2) shows a clear modification of the
KR, evidenced by the increased roughness of the inner surface due to
the dense covering of the wall that was fully coated with immobilized
AC particles. The AC material covers the inner walls of the PTFE KR,
leaving a central hole that allows the use of high flow rates for sample
loading.Moreover, high flow rates can be appliedwith KRs as compared
to other preconcentration devices, such as packed columns, due to the
minimal back-pressure built up inside these reactors and upon the
circulation of solutions [26,27].

3.2. Optimization of the on-line preconcentration system

The variables involved in complex formation alongwith its retention
and elutionwere studied tomaximize the analytical performance of the
AC-modified KR. The effects of APDC concentration, itsflow rate, and the
sample loading flow rate used in the proposed on-line preconcentration
system were carefully studied. APDC was chosen as the complexing
agent since it is a common reagent used for As preconcentration with
KRs [19–21]. Thus, the low solubility of the metal complexes formed
with APDC and the high stability of this reagent at low pH, make it an
excellent choice for preconcentration methods [14].

Initially, to optimize these variables for the highest analyte retention
in KR a multivariate methodology was developed. Thus, 10 ml of
1 μg L−1 As(III) solution in 0.01 mol L−1 HCl was employed as a
model loading solution. After on-line reaction between As(III) species
and APDC was performed, and the complex was retained in the KR,
the analyte was desorbed with 50 μl of acetone to assure total elution.
The eluent solution was injected in the graphite furnace of ETAAS for
As determination. A response surface methodology was used to
optimize these variables and obtain a model to predict the response
(analyte retention) as a function of the input variables. A full central
composite face centered design with three center points for these
three factors was applied to optimize the parameters for improving
the retention of the complex As(III)–APDC on the inner walls of the
AC-modified KR. The total number of design point (N) was calculated
by means of the following equation:

N ¼ 2f þ 2f þ Cp ð1Þ

where f is the number of factors and Cp the number of center points [28]
. Therefore, 17 experiments were needed for this central composite
design. The low and high levels of these factors were as follows: As
(III) solution flow rate (1.0–5.0 ml min−1), APDC concentration
(0.005–0.1% w/v) and APDC solution flow rate (1.0–3.0 ml min−1).
These experimental ranges were pre-selected according to previous
works where KRs without surface modification have been used with
APDC for preconcentration of As(III) [19,21]. The evaluated response
was As(III) retention on the AC-modified KR.

According to the results obtained by this approach, a lineal model
with interactions was obtained as expressed by the following equation:

As Retð Þ½ �1=2 ¼ 0:615þ 0:248Aþ 0:0632B ‐ 0:00483C ‐ 0:214AB
þ 0:804 AC ‐ 0:0129BC ð2Þ

where A = APDC concentration, B = APDC solution flow rate and C =
As(III) solution flow rate. The model consisted of three main effects
and three two-factor effects. R2 was 0.975 and adjusted R2 was 0.954.
These values indicated a good quality of fit for the model equation.
The response, in this case As(III) retention, had to be transformed in
order to obtain a significant lack of fit. Therefore, the results were fit
to the obtained model. These transformations are possible in the multi-
variate optimization [29,30]. By Eq. (2), it can be verifiedhow the factors
and their mutual interactions affected the response. The highest As
retention was 100%. The graphics of predicted vs. actual values showed
an adequate distribution, so optimum values were obtained using the
desirability function (see Fig. 3 and Table 3). After the analysis of the re-
sults, the following conditionswere chosen as optimal for next assays of
the on-line preconcentration system: 0.1% (w/v) APDC at 3 ml min−1

and a loading flow rate of 5 ml min−1 for As(III) solution. The results
obtained in this work are really outstanding with respect to the limited
retention of regular PTFE KRs (30%), since a 100% As retention could be
achieved with the AC-modified KR under the optimized conditions.

The length of the AC-modified KR was also evaluated. The length of
the KR is an important factor to assure sufficient contact time between
the analyte complex and the AC covering material. Thus, if the KR is
too short the contact of the As(III)–APDC complex is insufficient and
the retention would decrease. On the other hand, when the KR is too
long, although the analyte adsorption efficiency would improve, the
analyte dispersion would increase too, leading to higher dilution of
the analyte during the elution step [19]. Four lengths: 90 cm, 120 cm,
160 cm and 200 cm were evaluated. With the shortest KR (90 cm) the
analyte retention was less than 80%. The maximum recovery (100%)
was obtained with a 120 cm AC-modified KR. Longer KRs required
more than 50 μl eluent volume for efficient elution towards the graphite
furnace of ETAAS instrument. Furthermore, since the elution step was
performed by injecting a defined volume of solvent enclosed by air
injected in the flow line, analyte dispersion inside the KR was limited.
Thus, elution of the analyte was possible with only 50 μl of solvent.

In order to establish the best elution agent, three kinds of solvents
were evaluated: methanol, acetone and a 10% (v/v) HNO3 solution. In
this part, a univariate methodology was used. When there are variables
fixed at discrete values as 1 step, 2 steps or 3 steps for microextraction
processes or different microextraction solvents such as carbon tetra-
chloride, chloroform among others, a mix of univariate andmultivariate
optimizations can be performed since the use of an experimental design



Fig. 4. Breakthrough curve of As(III) retention in the AC-modified KR. Concentration of As
(III) in the sample loading solution was 1.0 mg L−1 and flow rate was 5 ml min−1.
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to study all variables could have limitations. The behaviors in the
response can be completely different and cannot be adjusted to a model
[31,32].

The flow rates obtained in multivariate optimization were selected
for the next evaluations. The elution volume used at this step was
50 μl and 10 ml of a 1.0 μg L−1 As(III) solution was prepared for the
preconcentration step. The selected eluent was acetone because it
allowed full elution of the analyte from the KR. The rest of the solvents
assayed as eluents showed poorer efficiency, meaning 95% and 76% for
methanol and 10% (v/v) HNO3, respectively. These results are related
with the low polarity of acetone that makes feasible the total solubiliza-
tion of As(III)–APDC hydrophobic complex. Moreover, acetone was
easily volatilized during the drying step of ETAAS measurement, thus
avoiding any damage to inner surfaces of the graphite furnace, as that
caused when strong oxidants are injected [33].

The elution volume was also evaluated for the following values: 20,
50, 100 and 500 μl. Injection of 20 and 50 μl of eluent were performed
directly into the graphite furnace of ETAAS, while a 60 μl-fraction of
the total eluent volumewas injectedwhen 100 and 500 μl were assayed.
Calculations were made considering these types of injections. The effi-
ciency of the elution process was 100% for volumes in the range of 50
to 500 μl. On the other hand, the analyte was not fully eluted from the
KR when 20 μl of acetone was used. In order to obtain the highest
preconcentration factor possible, 50 μl of acetone was selected. Like-
wise, the elution flow rate is an important variable to be optimized in
on-line preconcentration systems as it influences analyte removal
from the KR and injection in ETAAS [34]. The effect of flow rate on ana-
lyte elution from the KRwas evaluated at 0.1, 0.2, 0.5 and 1.0 mlmin−1.
The highest elution efficiency (100%) was obtained at 0.2 ml min−1.
Above this value (0.2 ml min−1) analytical recoveries were lower
than 50%.
Table 5
Characteristic performance data obtained by using the proposed methodology and others repo

Method Species
determined

LOD
(μg/L)

RSD (%) EF Sa

KR-ETAAS As(III); As(V) 0.008 As(III): 4.5 44 Se
KR-ICP-MS As(III); As(V) 0.021 As(III): 2.8; As(V): 3.9 22 W
KR-HG-AFS As(III); As(V) 0.023 1.3 11 W
AC-Modified-KR-ETAAS As(III); As(V) 0.004 As(III): 4.3; As(V): 4.7 200 M

an.r.: not reported.
3.3. Interference study

The effects of representative and potential interfering species
(at concentration levels commonly present in the samples studied)
were also tested. It is well known that transitionmetals form complexes
with APDC. Therefore, Mo(II), Ni+, Zn2+, Fe3+, Se(IV), Cu2+, Mn2+,
Co2+, Cr3+, Cd2+, and Pb2+ were evaluated as potential interferences
[35]. The study was performed by loading onto the AC-modified KR,
10 ml of solutions containing 1 μg L−1 of As(III) and the concomitants
ions at the concentration levels at which they might occur in the sam-
ples or even higher. The retention efficiencywasnot altered by the pres-
ence of the above-mentioned ions and could be tolerated up to, at least,
2500 μg L−1. Furthermore, analytical response was not influenced by
these ions in this concentration range. Ionswere considered to interfere
if it resulted in an analytical signal variation of ± 10%.

3.4. Selectivity of As species determination

Since the occurrence of methyl groups in organoarsenic molecules
reduces the polaritywith respect to inorganic As species, it was required
to determine if that decrease in polarity could be enough to cause the
retention of organoarsenic species on AC material covering the inner
surface of the KR. Therefore, a volume of 10 ml of MMA or DMA solu-
tions at 1 μg L−1 were loaded into the AC-modified KR. The results dem-
onstrated that no retention of organoarsenic species on AC occurred
under the optimized conditions. The proposed method is then capable
of retaining As(III) species, while As(V), MMA and DMA can only be
determined if appropriate sample treatment (oxidation/reduction) is
applied before the preconcentration step.

Moreover, selectivity of As(III) preconcentration in the presence of
As(V) and organoarsenic species (MMA and DMA) was assayed for
the proposed method by developing a recovery study. In order to test
the selectivity of the methodology for As(III) retention in the presence
of other As species, standard solutions at different concentration ratios
of As(V)/As(III), MMA/As(III) and DMA/As(III) were loaded into the
KR. The results showed that As(III) species was completely separated
and quantitatively recovered even in the presence of other As species
(Table 4). Therefore, the method had an acceptable recovery under
the evaluated conditions with percentages for As(III) between 96%
and 104%.

3.5. Analytical performance

The time required for preconcentration of 10ml of samplewas about
3.25min. This time includes the following steps: 1min at 1mlmin−1 for
KRpreconditioningwith 0.01mol L−1 HCl solution, 2min at 5mlmin−1

for sample loading, and 15 s at 0.2mlmin−1 for elution of As(III)–APDC
with acetone. Based on the total elapsed time, the sample throughput
was about 18 samples per hour. Likewise, the sorption capacity of the
AC-modified KR was calculated using the following equation:

q ¼ V Co‐Ceð Þ=m ð3Þ

where q is the sorption capacity (mg g−1), V is the volume of
rted based on KR for As species determination.

mple Sample volume
(ml)

Calibration range
(μg/L)

Ref.

a water 10.0 n.r.a [21]
ater 5.0 n.r.a [19]
ater 6.0 0.1–10 [20]
edicinal herbs and tea infusions 10.0 0.01–1.5 This work



Table 6
Results of As speciation analysis in medicinal herbs and tea infusions (95% confidence interval, n = 6).

Sample As(III) As(V)

Added
(μg L−1)

Found (μg L−1) Recovery (%)a Added (μg L−1) Found (μg L−1) Recovery (%)a

Yerba mate (Ilex paraguariensis) 1 0 bLOD – 0 bLOD –

2 0.50 0.47 ± 0.02 94 0.5 0.48 ± 0.02 96
3 1.00 0.99 ± 0.04 99 1.00 0.98 ± 0.05 98

Tila (Tilia platyphyllos) 1 0 bLOD – 0 0.16 ± 0.01 –

2 0.50 0.48 ± 0.02 96 0.5 0.65 ± 0.03 98
3 1.00 0.99 ± 0.05 99 1.00 1.16 ± 0.05 100

Camomile (Matricaria chamonilla) 1 0 bLOD – 0 bLOD –

2 0.50 0.49 ± 0.02 98 0.50 0.49 ± 0.03 98
3 1.00 0.97 ± 0.04 97 1.00 0.99 ± 0.05 99

Tea (Camellia sinensis) 1 0 0.11 ± 0.01 – 0 0.19 ± 0.01 –

2 0.50 0.60 ± 0.03 98 0.50 0.47 ± 0.02 94
3 1.00 1.09 ± 0.05 98 1.00 1.00 ± 0.05 100

a 100 × [(found− initial)/added].
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solution, Co is the initial As concentration, Ce is the As concentration
(mg L−1) at equilibrium and m is the mass of adsorbent (g), in this
case, AC [36]. The sorption capacity was evaluated by loading a
1.0 mg L−1 As(III) solution into the AC-modified KR under the optimized
conditions given in Table 2. Aliquots of 100 μl-volume eachwere sampled
every 30 s and As was determined by ETAAS after a 10-fold dilution. The
saturation of the retention material was reached when 75 ml of
a 1.0 mg L−1 As(III) solution was loaded into the AC-modified KR
(Fig. 4). Thus, the dynamic sorption capacity was determined to be
660 μg As g−1 AC. This result is in agreement with those reported
in other works where AC used as sorbent for As remediation in
waters showed values in the ranges of 370–1250 μg g−1 [36] and
149–1320 μg g−1 [37].

The analytical performance of the on-line preconcentration
method for sensitive As speciation analysis is summarized in
Table 5. The enrichment factor (EF) was obtained from the slope
ratio of calibration graphs obtained with and without application of
the preconcentration method. An EF of 200 was obtained under
optimum experimental conditions.

The limit of detection (LOD), calculated based on the signal at in-
tercept and three times the standard deviation about regression of
the calibration curve, was 4 ng L−1 (4 pg g−1 wet mass). The calibra-
tion graph for ETAAS determination of As was linear at concentra-
tions near the LOD and up to at least 1.5 μg L−1, with a correlation
coefficient of 0.9993. The relative standard deviation (RSD) for six
replicate measurements at levels of 0.2 μg L−1 was 4.3% and 4.7%
for As(III) and As(V), respectively. The highest analyte retention ob-
tained with the AC-modified KR under optimum conditions was
100%.

Due to the lack of a standard reference material with a known As
concentration in herbs and infusions, the accuracy of the proposed
method was evaluated by analyzing the standard reference material
NIST SRM 1643e “Trace Elements in Water”, with a reported As con-
tent of 60.45 ± 0.72 μg L−1. The total As content determined in this
SRM was 60.28 ± 2.59 μg L−1, indicating that acceptable accuracy
is obtained with the proposed methodology.

Finally, a comparative study on analytical performance of the pro-
posed method with others already reported in the literature is
shown in Table 5. Accordingly, a significant improvement in the EF
value was achieved with the proposed method, mainly due to an in-
crease on As retention onto the AC-modified inner walls of the KR.
Furthermore, KRs have been previously tested for As species deter-
mination in samples with matrices of relatively low complexity
such as water samples. On the other hand, it has been demonstrated
in this work, that enhancement in sorption capacity of PTFE KRs by
covering their inner surface with AC material, could be an excellent
approach to allow the analysis of complex matrix samples.
3.6. Determination of As species in medicinal herbs and tea infusions

In earlier studies, it has been already reported that As(III) and
As(V) are the most common As species found in medicinal herbs and
tea infusions [5,8,10]. Taking this into account, the proposed methodol-
ogy was applied for inorganic As species determination in infusions
(Table 6). Concentrations of As species found in these samples were in
the range of n.d. to 0.11 μg L−1 for As(III) and n.d. to 0.19 μg L−1 for
As(V). These concentrations were not significantly different to those
reported by Shi et al. [38] and Desideri et al. [39] for similar samples.

Finally, a recovery study of As species determination in medicinal
herbs and tea infusions was performed. Consequently, accuracy of the
proposed method for As species determination was evaluated by ana-
lyzing different samples added at equimass levels of As(III) and As(V).
As shown in Table 6, both As species were completely separated and
quantitatively recovered. The method showed an acceptable reliability
at all concentration ratios, with recovery ranges of 94–98% and 94–
100% for As(III) and As(V), respectively.

4. Conclusions

In this work, a simple and inexpensive approach to modify the
inner surface of a PTFE KR, and increase its retention capacity, is pre-
sented. Based on the excellent analytical performance and practical
advantages observed with the AC-modified KR, the device can be
considered as an efficient alternative to regular PTFE KRs to obtain
much higher analyte retention, thus allowing the development of
highly sensitive preconcentration methods. Likewise, the present
workdemonstrates the feasibility of the developedmethod for sorption,
preconcentration, separation, and determination of trace As(III) and
As(V) species in medicinal herbs and tea infusions. In comparison
with conventional KRs, higher preconcentration efficiency can be
achievedwith the proposedmodification using AC as sorptionmaterial,
mainly due to high retention and sorption capacity. Moreover, the low
cost, easy operation and high sensitivity of the current system make it
an attractive alternative for routine speciation analysis of inorganic As
species in samples with complex matrices, such as medicinal herbs
and tea infusions.

Acknowledgments

This work was supported by Consejo Nacional de Investigaciones
Científicas y Técnicas (CONICET), Agencia Nacional de Promoción
Científica y Tecnológica (FONCYT) (PICT-BID), Universidad Nacional
de Cuyo (Argentina), and theOrganisation for the Prohibition of Chemical
Weapons (OPCW).



56 A.C. Grijalba et al. / Spectrochimica Acta Part B 103–104 (2015) 49–56
References

[1] F. Baroni, A. Boscagli, L.A. Di Lella, G. Protano, F. Riccobono, Arsenic in soil and
vegetation of contaminated areas in southern Tuscany (Italy), J. Geochem. Explor.
81 (2004) 1–14.

[2] G.F. Nordberg, B.A. Fowler, M. Nordberg, L. Friberg, Handbook on The Toxicology of
Metals, Third ed. Academic Press, Atlanta, 2007.

[3] R. Cornelis, J. Caruso, H. Crews, K. Heumann, Handbook of Elemental Speciation II:
Species in the Enviroment, Food, Medicine and Occupational Health, First ed. John
Wiley and sons Ltd, Chichester, 2005.

[4] K.J. Duffey, B.M. Popkin, Shifts in patterns and consumption of beverages between
1965 and 2002, Obesity 15 (2007) 2739–2747.

[5] T. Karak, R.M. Bhagat, Trace elements in tea leaves, made tea and tea infusion: a
review, Food Res. Int. 43 (2010) 2234–2252.

[6] V.K. Ananingsih, A. Sharma, W. Zhou, Green tea catechins during food processing
and storage: a review on stability and detection, Food Res. Int. 50 (2013) 469–479.

[7] X. Li, Z. Zhang, P. Li, Q. Zhang, W. Zhang, X. Ding, Determination for major chemical
contaminants in tea (Camellia sinensis) matrices: a review, Food Res. Int. 53 (2013)
649–658.

[8] C. Yuan, E. Gao, B. He, G. Jiang, Arsenic species and leaching characters in tea
(Camellia sinensis), Food Chem. Toxicol. 45 (2007) 2381–2389.

[9] S. Shekoohiyan, M. Ghoochani, A. Mohagheghian, A.H. Mahvi, M. Yunesian, S.
Nazmara, Determination of lead, cadmium and arsenic in infusion tea cultivated
in north of Iran, Iran J. Environ. Health 9 (2012) 37–38.

[10] F. Zhu, X.Wang,W. Fan, L. Qu, M. Qiao, S. Yao, Assessment of potential health risk for
arsenic and heavy metals in some herbal flowers and their infusions consumed in
China, Environ. Monit. Assess. 185 (2012) 3909–3916.

[11] Y.S. Fung, K.M. Lau, Separation and determination of cations in beverage products by
capillary zone electrophoresis, J. Chromatogr. A 1118 (2006) 144–150.

[12] M.-L. Chen, L.-Y. Ma, X.-W. Chen, New procedures for arsenic speciation: a review,
Talanta 125 (2014) 78–86.

[13] W.A. Wan Ibrahim, L.I. Abd Ali, A. Sulaiman, M.M. Sanagi, H.Y. Aboul-Enein, Applica-
tion of solid-phase extraction for trace elements in environmental and biological
samples: a review, Crit. Rev. Anal. Chem. 44 (2014) 233–254.

[14] S. Cerutti, L.D. Martinez, R.G. Wuilloud, Knotted reactors and their role in flow-
injection on-line preconcentration systems coupled to atomic spectrometry-based
detectors, Appl. Spectrosc. Rev. 40 (2005) 71–101.

[15] R.A. Gil, J.A. Gásquez, R. Olsina, L.D. Martinez, S. Cerutti, Cloud point extraction for
cobalt preconcentration with on-line phase separation in a knotted reactor followed
by ETAAS determination in drinking waters, Talanta 76 (2008) 669–673.

[16] E.H. Hansen, J. Wang, On-line sample-pre-treatment schemes for trace-level deter-
minations of metals by coupling flow injection or sequential injection with ICPMS,
Trends Anal. Chem. 22 (2003) 836–846.

[17] S.L., W. Som-Aum, E.H. Hansen, Flow injection on-line preconcentration of low
levels of Cr(VI) with detection by ETAAS: comparison of using an open tubular
PTFE knotted reactor and a column reactor packed with PTFE beads, Anal. Chim.
Acta. 463 (2002) 99–109.

[18] H. Wu, Y. Jin, Y. Tian, S.P. Bi, Applications of flow injection knotted reactor on-line
separation and preconcentration coupled with atomic spectrometry, Chin. J. Anal.
Chem. 35 (2007) 905–911.

[19] X.P. Yan, R. Kerrich, M.J. Hendry, Determination of (ultra)trace amounts of
arsenic(III) and arsenic(V) inwater by inductively coupled plasmamass spectrom-
etry coupledwithflow injection on-line sorption preconcentration and separation in
a knotted reactor, Anal. Chem. 70 (1998) 4736–4742.

[20] X.P. Yan, X.B. Yin, X.W. He, Y. Jiang, Flow injection on-line sorption preconcentration
coupled with hydride generation atomic fluorescence spectrometry for determina-
tion of (ultra)trace amounts of arsenic(III) and arsenic(V) in natural water samples,
Anal. Chem. 74 (2002) 2162–2166.
[21] P. Herbello-Hermelo, M.C. Barciela-Alonso, A. Bermejo-Barrera, P. Bermejo-Barrera,
Flow on-line sorption preconcentration in a knotted reactor coupled with electro-
thermal atomic absorption spectrometry for selective As(III) determination in sea-
water samples, J. Anal. Atom. Spectrom. 20 (2005) 662–664.

[22] M.S. Shafeeyan, W.M.A.W. Daud, A. Houshmand, A. Shamiri, A review on surface
modification of activated carbon for carbon dioxide adsorption, J. Anal. Appl.
Pyrol. 89 (2010) 143–151.

[23] R.A., A. Mohammad-Khah, Activated charcoal: preparation, characterization and
applications: a review article, Int. J. Chem. Technol. Res. 1 (2009) 859–864.

[24] M. Bruk, Radiation-thermal crosslinking of polytetrafluoroethylene, High Energ.
Chem. 40 (2006) 357–369.

[25] K. Lunkwitz, U. Lappan, U. Scheler, Modification of perfluorinated polymers by high-
energy irradiation, J. Fluor. Chem. 125 (2004) 863–873.

[26] J. Rutkowska, K. Kilian, K. Pyrzynska, Removal and enrichment of copper ions from
aqueous solution by 1,8-diaminonapthalene polymer, Eur. Polym. J. 44 (2008)
2108–2114.

[27] Y.F. Huang, Y. Li, Y. Jiang, X.P. Yan, Magnetic immobilization of amine-functionalized
magnetite microspheres in a knotted reactor for on-line solid-phase extraction
coupled with ICP-MS for speciation analysis of trace chromium, J. Anal. Atom.
Spectrom. 25 (2010) 1467–1474.

[28] S.L.C. Ferreira, W.N.L. dos Santos, C.M. Quintella, B.B. Neto, J.M. Bosque-Sendra,
Doehlert matrix: a chemometric tool for analytical chemistry-review, Talanta 63
(2004) 1061–1067.

[29] L. Vera Candioti, M.M. De Zan, M.S. Cámara, H.C. Goicoechea, Experimental design
and multiple response optimization. Using the desirability function in analytical
methods development, Talanta 124 (2014) 123–138.

[30] A.M. De Llanos, M.M. De Zan, M.J. Culzoni, A. Espinosa-Mansilla, F. Cañada-Cañada,
A.M. De La Peña, H.C. Goicoechea, Determination of marker pteridines in urine by
HPLC with fluorimetric detection and second-order multivariate calibration using
MCR-ALS, Anal. Bioanal. Chem. 399 (2011) 2123–2135.

[31] P. Berton, L. Vera-Candioti, H.C. Goicoechea, R.G. Wuilloud, A microextraction proce-
dure based on an ionic liquid as an ion-pairing agent optimized using a design of
experiments for chromium species separation and determination in water samples,
Anal. Methods 5 (2013) 5065–5073.

[32] A. Morado Piñeiro, J. Moreda-Piñeiro, E. Alonso-Rodríguez, P. López-Mahía, S.
Muniategui-Lorenzo, D. Prada-Rodríguez, Arsenic species determination in human
scalp hair by pressurized hot water extraction and high performance liquid
chromatography-inductively coupled plasma-mass spectrometry, Talanta 105
(2013) 422–428.

[33] G. Schlemmer, B. Radziuk, Analytical graphite furnace atomic absorption spectrom-
etry, A Laboratory GuideFirst ed., Birkhäuser, Berlin, 1999.

[34] Z. Fang, Flow Injection and Preconcentration, First ed. Wiley-VCH, Weinheim, 1993.
[35] K.L. Cheng, K. Ueno, T. Imamura, Handbook of Organic Analytical Reagents, First ed.

CRC, Florida, 1982.
[36] A.V. Vitela-Rodriguez, J.R. Rangel-Mendez, Arsenic removal by modified activated

carbons with iron hydro(oxide) nanoparticles, J. Environ. Manage. 114 (2013)
225–231.

[37] M. Asadullah, I. Jahan, M.B. Ahmed, P. Adawiyah, N.H. Malek, M.S. Rahman, Prepara-
tion of microporous activated carbon and its modification for arsenic removal from
water, J. Ind. Eng. Chem. 20 (2014) 887–896.

[38] Y.Z. Shi, J.Y. Ruan, L.F Ma, W.Y. Han, F. Wang, Accumulation and distribution of arse-
nic and cadmium by tea plants, J. Zhejiang Uni. Sci. B 9 (2008) 265–270.

[39] D. Desideri, M.A. Meli, C. Roselli, L. Feduzi, Determination of essential and nonessen-
tial elements in herbal tea and camomile by polarised X rays fluorescence spectrom-
eter (EDPXRF), J. Radioanal. Nucl. Chem. 290 (2011) 391–396.

http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0005
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0005
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0005
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0010
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0010
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0180
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0180
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0180
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0020
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0020
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0025
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0025
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0030
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0030
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0035
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0035
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0035
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0040
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0040
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0045
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0045
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0045
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0050
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0050
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0050
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0055
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0055
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0060
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0060
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0065
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0065
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0065
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0070
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0070
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0070
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0075
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0075
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0075
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0080
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0080
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0080
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0085
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0085
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0085
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0085
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0090
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0090
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0090
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0095
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0095
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0095
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0095
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0185
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0185
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0185
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0185
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0100
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0100
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0100
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0100
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0190
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0190
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0190
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0105
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0105
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0110
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0110
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0115
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0115
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0120
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0120
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0120
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0125
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0125
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0125
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0125
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0130
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0130
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0130
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0135
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0135
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0135
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0140
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0140
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0140
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0140
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0145
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0145
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0145
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0145
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0150
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0150
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0150
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0150
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0150
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0195
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0195
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0155
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0160
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0160
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0165
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0165
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0165
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0170
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0170
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0170
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0200
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0200
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0175
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0175
http://refhub.elsevier.com/S0584-8547(14)00312-7/rf0175

	Activated carbon-�modified knotted reactor coupled to electrothermal atomic absorption spectrometry for sensitive determina...
	1. Introduction
	2. Experimental
	2.1. Instrumentation
	2.2. Reagents
	2.3. Fabrication of the AC-modified KR
	2.4. Sample collection and preparation of the infusions
	2.5. Preconcentration and determination of As(III) species
	2.6. Preconcentration and determination of As(V) species
	2.7. Optimization strategy

	3. Results and discussion
	3.1. Surface modification of the PTFE knotted reactor
	3.2. Optimization of the on-line preconcentration system
	3.3. Interference study
	3.4. Selectivity of As species determination
	3.5. Analytical performance
	3.6. Determination of As species in medicinal herbs and tea infusions

	4. Conclusions
	Acknowledgments
	References


