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We used a ultrasound/Fe?*/H,0, process in continuous dosing mode to degrade the alachlor.
Experimental results indicated that lower pH levels enhanced the degradation and mineralization of
alachlor. The maximum alachlor degradation (initial alachlor concentration of 50 mg/L) was as high
as 100% at pH 3 with ultrasound of 100 Watts, 20 mg/L of Fe**, 2 mg/min of HyO5 and 20°C within

60 min reaction combined with 46.8% total organic carbon removal. Higher reaction temperatures
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inhibited the degradation of alachlor. Adequate dosages of Fe?* and H,0; in ultrasound/Fe**/H, 0,
process not only enhance the degradation efficiency of alachlor but also save the operational cost than
the sole ultrasound or Fenton process. A continuous dosing mode ultrasound/Fe>*/H, O, process was
proven as an effective method to degrade the alachlor.

Introduction

Alachlor (2-chloro-2’, 6’-diethyl-N-methoxymethylace
tanilide), which has been commercially used since 1969,
is a member of the chloroacetanilide family of herbicides
and is used to inhibit the appearance of annual grasses and
many broadleaf weeds in fields growing maize, peanut and
soy bean (Tiedje and Hagedorn, 1975). Alachlor can be
dissolved in water where its solubility is 240 mg/L at 25°C
with moderate toxicity (Torres et al., 2009); this herbicide
also has been proven to be a carcinogen by the US EPA
(Group B2) and have possible harmful effects to humans
(Lauga et al., 2013). Even the alachlor has been proven
to be degraded by microbial, adsorption, photolysis,
ozonation, or gamma radiolysis (Tiedje and Hagedorn,
1975; Liu et al., 2002; Katsumata et al., 2006; Choi et al.,
2010; Qiang et al., 2010), it still can be detected in ground
water wells (Chester et al., 1989). Residual pesticides in
soil not only appear in the products of vegetables and fruits

* Corresponding author. E-mail: ckwnag @mail.ypu.edu.tw

but also be transferred to other areas by the underground
water system to damage the biological system (Lazhar
et al., 2012), so that an effective degradation of alachlor
needs to be further concerned.

As the alachlor is toxic to many organisms, conven-
tional biological remediation processes are not suitable
to remove the herbicides from contaminated water and
therefore alternative treatment methods are required for
effective removal of the herbicides (Bagal and Gogate,
2012). Advanced oxidation process (AOP) is a well-known
innovative method and has been proven in effectively
degrading alachlor or other refractory pesticides, based
on the sufficient production of hydroxyl radicals (-OH)
in aqueous phase, due to the -OH is a high-active radical
which can easily react with unsaturated chemical structure
and degrade the pesticides (Li et al., 2007; Ormad et al.,
2010; Ma et al., 2010; Wantala et al., 2011; Xin et al.,
2011; Lu et al., 2012). Sonolysis is a kind of AOP and used
to degrade alachlor in recent years. Not only the single
sonication but also the combination of Fenton’s reagent,

H,0,, ozone gas with ultrasound have been carried out
to degrade the alachlor (Wayment and Chsadonte, 2002;
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Torres et al., 2009; Bagal and Gogate, 2012).

The combination of ultrasound and Fenton’s reagent has
been proven to effectively degrade different kinds of re-
fractory compounds (Pradhan and Gogate, 2010; Meshram
et al., 2010; Frontistis and Mantzavinos, 2012; Li et al.,
2013). Equation (1) shows the reaction of producing -OH
in ultrasound/Fe?*/H,0, process, where the [)))] denotes
the ultrasound. In fact, there are two pathways to produce
-OH in ultrasound/Fe**/H, 0, process. The first pathway is
shown as Eq. (2), which is a well-known Fenton reaction
and the -OH can be easily produced at acidic condition
(Ma, 2012). The second pathway is shown as Eq. (3),
where the ultrasonic wave can transfer the energy into the
solution phase and excite the water molecule to produce
‘OH (Joseph et al., 2009). However, these two pathways
are not carried out individually. As the Fe>* reacts with
H,0,, produced Fe** in Eq. (2) also reacts with residual
H,0, in water sample and produces Fe-OOH?* to quench
the production of -OH (Eq. (4)). The ultrasonic wave not
only excite the water molecule to produce -OH but also
decompose the Fe-OOH?* spontaneously to Fe?* (Eq. (5)),
and the isolated Fe?* can subsequently react with H,O5 to
produce more -OH. Therefore, as the ultrasound is operated
with a combination of Fenton’s reagent, the -OH can be
continuously and efficiently produced during the reactions
to degrade the organic compounds. In addition, organic
compounds in the vicinity of a collapsing bubble produced
by ultrasonic wave may undergo pyrolysis degradation
due to high local temperatures and pressures inside the
cavitation bubbles (Eq. (6)) then the degradation and
mineralization (Eq. (7)) of organic compounds take place.

Fe?* + H,0, + ))) —Fe** +-OH + OH™ (1
Fe?* + H,0, —Fe** + -OH + OH~ )
H,0, + )) — -OH + H- 3)
Fe3* + H,0, —Fe—OOH>* + H* 4)
Fe—OOH** + ))) —Fe?* + -OOH(fast) 5)

Inside bubble cavity (temperature 5000 K, 600 atm)

Organic compounds (g) )))))) Products (6)
—_—
‘OH + Organic compounds—CO, + H,0 7

Even the ultrasound/Fe**/H, O, process can provide suf-
ficient -OH production and validly degrade the refractory
compounds, this process is generally conducted using a
batch dosing mode, i.e., the all chemicals were added into
the reactor initially, and is performed in small reactors
(0.1-0.3 L). In addition, in batch dosing mode, exceed
amounts of H,O, and Fe?* dosing into the solution in the
begin of reaction cause the competition reactions among
Fe*, H,0, and -OH (Li and Song, 2010) and decrease
the degradation of pollutants. Therefore, a continuous
dosing mode ultrasound/Fe**/H,0, process was designed

in this study to degrade the alachlor. The objectives of this
study were to investigate the effects of different reaction
conditions such as pH, Fe** dosage, H,O, dosage and
reaction temperature on the degradation and mineralization
of alachlor. The operational costs were also calculated
for ultrasound, Fenton and ultrasound/Fe**/H,0, process
to understand the feasibility of this continuous dosing
mode ultrasound/Fe**/H,0, process in pesticide wastewa-
ter treatment.

1 Materials and methods

1.1 Standards and reagents

Analytical grade alachlor (99.8%) was purchased from the
Sigma-Aldrich Company. Other chemical reagents used
in this study including H,SO4 (>97%), NaOH (>97%),
FeSO4- TH,0 (>99.5%) and an aqueous solution of hy-
drogen peroxide (H,O,, 30%, W/W in water) were of
the purest grade commercially available and used without
further purification. During the analytical process, potassi-
um hydrogen phthalate (CgHsKO,) and n-hexane (CgH4)
were used as standard chemicals to determine the total
organic carbon (TOC) concentration and isolate alachlor
from aqueous solution via a liquid-liquid extraction proce-
dure.

1.2 Experimental apparatus and design

A sonicator (Microson VCX 750, USA, 0-750 W) operat-
ed at 20 kHz was used. The output power of the sonicator
was maintained at 100 W and the reactor was equipped
with oxidation-reduction potential (ORP) and pH meters
(Suntex PC-3200, Taiwan). Prior to the experiment, the
ORP meter was checked with an ORP standard solution of
220 mV. The reagents of H,O, and Fe?* were pre-adjusted
as desire concentrations then added into the reactor drop
by drop with a micro-pump, which was defined as a
continuous doing mode process; flow rate of H,O, and
Fe2* were both 0.5 mL/min and total added volume for
60 min was 60 mL. Oxidation of alachlor by a continuous
dosing mode ultrasound/Fe?*/H,0, process was carried
out in a cylindrical reactor (working volume of 1 L with
a temperature controller) to determine the degradation
kinetics at various pH values (3-9), H,O, dosing rates (1—
4 mg/min), Fe** dosages (5-30 mg/L), and temperatures
(15-50°C). The initial aqueous alachlor concentration was
50 mg/L, and the reaction pH was pre-adjusted using
H,SO4 and NaOH solutions. The mixing speed of the
solution was controlled at 100 r/min with a magnetic mixer
to ensure the adequate mixing of the chemicals. Aeration

of the reactor during the reaction was mpintained at U.2
L/min to provide sufficient dissolved oxyggn.
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1.3 Analytical methods

Alachlor concentration was determined using a gas chro-
matography/flame ionization detector (GC-FID-Varian GC
3400, Mulgarve, Victoria, Australia) equipped with a DB-
1 column (30 m X 0.53 mm i.d., 1.50 wm). Before analysis
with GC-FID, each 10 mL alachlor sample was shaken and
extracted with 1 mL of n-hexane for 30 min at a mixing
speed of 150 r/min. After the extraction procedure, 1 uL.
of the upper solvent layer was collected and injected into
the GC-FID in splitless mode. The GC oven temperature
was programmed to increase from 50°C (holding time 10
min) to 250°C (holding time 3 min) at a rate of 10°C/min.
The injector and detector temperatures were 200 and
290°C, respectively. Nitrogen gas (used as a carrier gas, 15
mL/min), hydrogen gas (33 mL/min) and air (400 mL/min)
were used for GC-FID; retention time of alachlor in GC-
FID analysis was 19.367 min. Prior to sample analysis, a
calibration curve was plotted using known concentrations
of alachlor (between 0 and 50 mg/L) and an area response
with an R? of 0.995; the method detection limit (MDL)
of alachlor was 0.03 mg/L. Qualification of alachlor was
analyzed by a gas chromatography equipped with a mass
spectrometry (GC-MS-QP2010, Shimadzu, Japan) using a
DB-5MS column (Iength 30 m, thickness 0.25 um, diame-
ter 0.25 mm) in the GC oven. Extraction procedures were
same to above steps operated in the GC/FID. The GC oven
temperature increased from 50°C (holding time 1 min) to
180°C at a ramp of 30°C/min and then increased to 280°C
at a ramp of 10°C/min (holding time 10 min). The injector
and detector temperatures were maintained at 250°C and
280°C, respectively. High purity (99.99%) helium was
used as a carrier gas (1.5 mL/min) and the sample was
analyzed in splitless mode. Mass spectra were obtained
by electron-impact at 70 eV using the full-scan mode. The
H,0; concentration was measured using the titration with
KI. The mineralization of alachlor was investigated by
determining the TOC concentration using a total organic
carbon analyzer (TOC-500, Shimadzu, Japan); the MDL
of TOC was 0.04 mg/L.

2 Results and discussion

2.1 Comparison of ultrasound, Fenton and ultrasound/
Fe>*/H,0, process

To investigate the feasibility of a continuous dosing
mode ultrasound/Fe**/H,0, process in the degradation of
alachlor, this study was first carried out the alachlor degra-
dation experiments by sole ultrasound (100 W), Fenton
(continuous dosing mode, 5 mg/L. Fe?* and 2 mg/min
H,0,) and ultrasound/Fe**/H,0, process, individually, at
pH 3 and 20°C, and compared the results of alachlor
degradation, mineralization and operational costs. The

profiles of pH values during the reactions of these three
experiments were insignificant (pH values were between
3.0 and 3.2, data were not shown) where the effect of pH
change during the reaction on the degradation of alachlor
could be ignored. As shown by Fig. 1, the sole ultrasound
was ineffective on the degradation of alachlor; after 60 min
reaction, less than 6.5% of alachlor was degraded. In sole
ultrasonic process, only three possible reactions such as
Egs. (3), (6) and (7) will take place so that insufficient -OH
can be produced to degrade alachlor. As the Fenton process
and ultrasound/Fe?*/H,0, process were carried out, 40%
and 44.7% of alachlor were degraded, which was much
higher than the sole ultrasonic one. This result is compa-
rable to the observations in previous publications (Sun et
al., 2007; Pradhan and Gogate, 2010; Bagal and Gogate,
2012), where the combination of ultrasound and Fenton’s
reagent can increase the formation of -OH and increase
the degradation of organic compounds. This fact can be
further explained by Egs. (1) to (5) where the combination
of ultrasound and Fenton’s reagent can continuously and
efficiently produce -OH to degrade the organic compounds.

Table 1 shows the results of alachlor degradation per-
centage, pseudo first-order der rate constant of alachlor
degradation, contribution of mg H,O, usage for degrading
alachlor, TOC removal, and operational cost of three
oxidation processes. It is found that the results of TOC re-
moval by the sole ultrasound was only 3.6% and increased
to 12.3% and 14.9% when the experiments were carried
out by Fenton and ultrasound/Fe?*/H,0, processes. The
usage of H,O, for degrading the alachlor is substantial
information as the AOP is operated. In Table 1, each
mg H,O, consumption helps the ultrasound/Fe**/H,0,
process to degrade 3.1 mg alachlor, which is greater than
the result of Fenton process. As shown in Egs. (1), (2),
(3) and (7), the alachlor can be degraded by two reaction
mechanisms such as direct thermal cleavage (inside the
ultrasonic cavitation bubbles) and indirect -OH radical
oxidation (in solution phase) so that the addition of H,O,
effectively increased the alachlor degradation. This study

50
45
40
35

S
oy
5 30
% 25 L —&— Ultrasound/Fe*'/H,0,
£ 0 —o— Fenton
'% —a— Ultrasound
S 15
g“ 10
Sukﬁ/é—’ﬂ/g//ﬂ
0 1 1 1 1 1 1
0 10 20 30 40 50 60 70

Time (min)

Fig. 1 Degradation of alachlor by different oxidffion processes.
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Table 1 Alachlor degradation of alachlor, TOC removal, and operational cost of three oxidation processes

Alachlor k(x 1073min~1) Alachlor degradation TOC Operational cost
degradation (mg/mg Hy0») removal (USD/kg alachlor removal)
Ultrasound 6.5% 1.1 - 3.6% 1795
Fenton 40.0% 22 0.4 12.3% 691
Ultrasound/Fe?* /H, 05 44.7% 35 3.1 14.9% 1140

also tried to calculate the operational costs of three dif-
ferent oxidation processes. In ultrasound process, the only
operational cost is the electric bill and the results (based
on the standard electric fee in Taiwan) shown in Table 1
indicated that removing 1 kg alachlor by the ultrasound
needed 1795 USD, which was much higher than Fenton
and ultrasound/Fe?*/H,0, processes. As the Fenton pro-
cess was carried out, operational cost (including chemical
Fe’* and H,0,) for removing 1 kg alachlor decreased
to 691 USD. When the ultrasound was combined with
Fenton, even the alachlor degradation was increased, the
total operational cost for removing 1 kg alachlor increased
to 1140 USD. This is a good example that the syner-
getic effect between Fenton’s reagent and ultrasound can
enhance the treatment efficiency for degrading refractory
compounds but an expensive operational is achieved in.

2.2 Effect of pH

It is well-known that the pH level is a key parameter
for removing refractory compounds by AOP. Most studies
(Bremner et al., 2008; Oturan et al., 2008; Ma et al., 2010)
adopted acidic conditions for the ultrasound/Fe**/H,0,
process for attaining satisfactory degradation efficiency,
and the solution pH is an important parameter affecting the
kinetics of the ultrasound/Fe?*/H, O, process. Based on pH
changing, the nature of organic compound, the scavenge
of -OH by H* and the solubility of iron can affect the
pollutant treatments (Ma, 2012). Bagal and Gogate (2012)
tried to use the ultrasound/Fe?*/H,0, process to degrade
the alachlor and found that pH 3 was the optimal pH
level and the degradation efficiency of alachlor reached

100
90 - @
80
70
60
50 |
40
30
20 iy
10 ¢

Initial pH —— 3 —&—7
-5 o9

Degradation efficiency (%)

Time (min)

pH

86.4%. As pH level was adjusted at 2 or 6, the degradation
of alachlor decreased to 85.9% and 71.4%, respectively.
Ozdemir et al. (2011) used the ultrasound/Fe**/H,0, pro-
cess to decolorize the Dye Orange 127 wastewater found
a comparable result, where the decolorization efficiency at
pH 3 was greater than that at pH 2.5 and 3.5. This could be
explained by two reasons. As the pH value of solution is
too low, H* will catch the -OH to form H,O and decrease
the concentration of -OH then the degradation efficiency
of organic compound decreases. As the pH is greater
than pH 4, the produced Fe** from Fenton reaction easily
precipitate so that the formation of -OH decreases. Never-
theless, the wastewater itself seldom reaches the suitable
pH levels. Therefore, determination of optimal reaction
pH value is still important for degradation of different
target compounds under ultrasound/Fe?*/H,0, system. In
this study, the effect of pH on alachlor degradation by
ultrasound/Fe**/H,0, process was investigated and the
results are shown in Fig. 2 and Table 2.

Table2  Alachlor degradation and TOC removal in

ultrasound/Fe?*/H, 0, process at different pH levels

pH  Alachlor k Alachlor degradation ~ TOC
degradation (X 103 min~ 1) (mg/mg HyO,) removal

3 44.7% 35 3.1 14.9%
5 31.2% 2.7 2.2 9.5%
7 30.1% 2.3 2.0 8.1%
9 20.3% 2.2 1.4 6.2%
11

10 b Initial pH —— 3 —=—7

9 -5 o9

8

7

6

5 —O

4 A A

3 &%

2 —

1 —

0 1 1 1 1 1 1

0 10 20 30 40 50 60 70

Time (min)

Fig. 2 Degradation of alachlor by the ultrasound/Fe?* /H,05 process at different pH levels (a) and pH variation with time (b).
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Figure 2a shows the profiles of pH values and
degradation of alachlor in continuous dosing mode
ultrasound/Fe**/H,0, process at different initial pH levels
and 20°C. Figure 2b indicates that the pH values decreased
at initial pH 5, 7 and 9 based on the addition of FeSO4
(used as Fe?™). As the initial pH levels were 5 and 7, the
final pH values were almost 3.8 after 60 min reaction. With
the initial pH level was 9, final pH was 5.2. In Fig. 2a,
the operational condition was designed at 100 W, 5 mg/L
Fe?* and 2 mg/min H,O, and the results indicated that
the degradation of alachlor at acidic condition was better
than at basic condition; alachlor degradation percentages
at pH 3, 5, 7 and 9 were 44.7%, 31.2%, 30.1% and
20.3%, respectively, which was an example that lower
pH was adequate for the ultrasound/Fe?*/H,O, process.
At acidic condition, the organic compounds could easily
pass through the cavitation bubbles, decomposed by -OH
in film zone and thermal pyrolysis in gas bubbles. As
the compound exists in molecular nature, it is easier to
pass through the cavitation bubbles thus giving a better
degradation result. In addition, when the solution’s pH is
greater than 4.0, Fe?*/Fe3* will precipitate in the form of
hydroxide, which inhibits the -OH formation and decreases
the degradation of pollutants. At pH 5-8, a higher number
of -OH recombine to form H,O,, which leads to a decrease
in the number of hydroxyl radicals available for the desired
degradation reaction (Bagal and Gogate, 2012). This study
also found that the degradation of alachlor at pH 5 and
7 were both approximately 30%, which was similar to
the results found in the literature (Katsumata et al., 20006;
Bagal and Gogate, 2012).

Table 2 shows the alachlor degradation and TOC re-
moval in ultrasound/Fe**/H,0, process at different pH
levels. Based on the results of alachlor degradation
(20.3%—-44.7%) and TOC removal (6.2%-14.9%), it is
found that less than one third of degraded alachlor were
mineralized to CO, and most alachlor and its by-products
were still present in the wastewater. Even the treatment
efficiency of alachlor shown in Table 2 was unsatisfied, re-

sults of alachlor degradation percentage, pseudo first-order
rate constant, mg H,O, usage for degrade mg alachlor,
and TOC removal all showed that pH 3 was better than
other pH levels, especially when the initial pH levels were
greater than 5, TOC removals were all lower than 10%.
Hence, more addition of Fe?* and H,0, may be useful to
enhance the degradation of alachlor.

2.3 Effect of Fenton’s reagent

In Fenton reaction, the reaction between Fe** and H,0,
can produce satisfactory amount of -OH (Ozdemir et al.,
2011) so that Sun et al. (2007) and Meshram et al. (2010)
both proposed that the addition of Fe** and H,0O, in soni-
cation were profitable to product more -OH for enhancing
the degradation of organic pollutants. However, Li and
Song (2010) and Ozdemir et al. (2011) found that the
exceed addition of Fe>* would react with -OH to produce
Fe’* and quench the reaction between -OH and organic
pollutant then the degradation rate decreased. In addition,
exceed addition of Fe>* would produce much amounts
of Fe(OH);s so that the iron-contained sludge after AOP
treatment might be increased. Not only Fe* but also H,O,
is an important factor in wastewater treatment by AOP. Sun
etal. (2007), Li and Song (2010) and Ozdemir et al. (2011)
all discussed the effect of H,O, addition on the degradation
of organic pollutants and found that the increase of H,O,
concentration in the ultrasound/Fe?*/H,0, process were
useful to increase the degradation efficiency but additional
amounts of H,O, would catch the -OH and decrease the
degradation efficiency of organic pollutants. Based on
above description, adequate addition of Fe?* and H,0 is
a key parameter in carrying out the ultrasound/Fe**/H,0,
process.

As shown in Table 3, the degradation of alachlor
increased from 16.2% to 100% when the Fe?* dosage
increased from O to 30 mg/L with 2 mg/min H, O, addition
at 20°C, while after 60 min reaction were in a range of
9.8% to 76.6%, which were much lower than the results

Table 3 Alachlor degradation and TOC removal in ultrasound/Fe2*/H, 05 process with different Fenton’s reagents

Alachlor k Alachlor degradation TOC Operational cost
degradation (x 1073 min™1) (mg/mg HyO,) removal (USD/kg alachlor removal)
Fe* (mg/L)? 0 16.2% 2.2 0.4 12.2% 3086
5 44.7% 35 3.1 14.9% 1140
10 88.0% 21.8 3.6 18.3% 591
20 99.7% 54.7 4.3 46.8% 541
30 100% - 4.5 42.8% 559
H,0; (mg/L)" 0 28.9% 23 - 21.1% 944
1 92.8% 16.5 1.2 24.5% 438
2 99.7% 54.7 43 46.8% 541
3 99.8% 53.7 3.9 28.9% 674
4 81.7% 235 2.8 27.9% 985

2H,0,: 2 mg/min; ® Fe?* 20 mg/L.
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of ultrasound/Fe>*/H,0, process. This fact indicates that
the combination of ultrasound and Fenton’s reagent is
useful to enhance the degradation efficiency of alachlor. In
addition, the alachlor degradation rate constants increased
with increasing Fe’* dosages. As 30 mg/L Fe> was
added into the solution, residual alachlor was lower than
the MDL with 2 min reaction so that the rate constant
could not be calculated. The results of TOC removal and
each mg of H,O, usage on the contribution of alachlor
degradation both showed that the addition of 20 mg/L Fe**
was the optimal condition as the alachlor was degraded by
a continuous dosing mode ultrasound/Fe**/H,0, process.
When the treatment was carried out without Fe2*, i.e.
ultrasound/H,O, process, it is found in Table 3 that the
operational cost for removing 1 kg alachlor was 3086
USD. The operational cost decreased with an increase of
Fe?* dosage and the result of 20 mg/L Fe?* condition
(541 USD) was almost one sixth only than that of the
ultrasound/H,O, process. Table 3 also shows the results
in alachlor degradation experiments at different H,O;
dosages with 20 mg/L Fe?*. The degradation of alachlor
with 1 to 3 mg/min H,0, additions was resembled and all
were greater than 90%. In addition, the operational cost for
removing 1 kg alachlor with H,O, dosage 1 mg/min was
only 438 USD, which was lower than other experimental
designs. Even 1 mg H,O,/min was the inexpensive one,
mineralization of alachlor was only half of the result with
2 mg H,0O,/min addition. As the H,O, dosages increased
to 3 or 4 mg/min, higher operational cost with lower TOC
removal were observed so that the condition of 20 mg/L
Fe?* and 2 mg H,O,/min should be the optimal choice.

2.4 Effect of temperature

Reaction temperature is a key parameter in organic
pollutant treatment by the sonochemical process. The
energy transferred from a sonicator to reactor leads to
the increase of solution temperature and this increase
of temperature causes either positive or negative effect
to the degradation of organic compounds (Joseph et al.,
2009). Frontistis and Mantzavinos (2012) tried to de-
graded 17a-ethynylestradiol by the ultrasound/Fe?*/H,0,
process and proposed that the degradation was favored
at the lower temperatures where a complete conversion
was achieved after 30 min reaction. The fact that the
degradation decreased with increasing liquid bulk tem-
perature was believed to be associated with the effect of
temperature on both the bubble formation energy threshold
and the intensity of bubble implosion. However, Sun et
al. (2007) and Li et al. (2013) found that the increase of
reaction temperature was effective on the enhancement of
organic compound degradation. Therefore, five different
reaction temperatures were carried out to investigate the
effect of temperature on the degradation of alachlor in
the ultrasound/Fe?*/H,0, process. Figure 3 shows the
results of alachlor degradation by a continuous dosing

mode ultrasound/Fe?*/H,0, process at pH 3, 2 mg/min
H,0,, 20 mg/L Fe2* and temperatures of 15 to 50°C. It
is indicated that the degradation of alachlor at 20°C was
significantly higher than other temperatures in the first
2 min reaction. After 60 min reaction, the degradation
efficiencies of alachlor were 92.4% to 99.7% when the
reaction temperatures were carried out at 20 to 40°C,
and only 79% and 85.5% at 15°C and 50°C, respectively.
Meshram et al. (2010) and Ma (2012) showed that although
the higher reaction temperatures were useful for forming
more cavitation bubbles to degrade the organic pollutants,
the increase in temperature also led to the collapse of bub-
bles, so that the increase in temperature would decrease the
degradation efficiency for organic pollutants. In addition,
Joseph et al. (2009) proposed that the sonication influences
favorably both the oxidation and reduction reactions of
the targeted pollutant. However, some pollutant may ex-
hibit temperature dependence for an efficient degradation
process. Therefore, increase in temperature is useless to
increase the degradation of alachlor in this study. Table 4
shows the results of alachlor degradation and TOC removal
in the ultrasound/Fe?*/H,0, process at different temper-
atures. The highest TOC removal (46.8%) was at 20°C,
which indicated that almost half of degraded alachlor was
fully mineralized to CO,. As the temperature increased to
30°C and 50°C, TOC removal decreased to 41.2% and
25.9%; rate constant of alachlor degradation reduced to
472 x 1073 min~! and 14.7 x 1073 min~', respectively.
This reveals that an adequate reaction temperature not only
enhances the degradation efficiency and rate constant of
alachlor but also helps to mineralize the alachlor to CO, for
reducing the toxicity of treated wastewater. Usage of H,O,
for degrading alachlor at different reaction temperatures
shows a comparable trend to alachlor degradation and
TOC removal, where each mg H,O, contributed 4.3 mg
alachlor degradation at 20°C and reduced to 1.8 mg at
50°C. Therefore, the reaction temperature of 20°C was
found as the optimal temperature.
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Fig. 3 Degradation of alachlor by the ultrasound/F7HzO57 process a1

different reaction temperatures.
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Table 4 Alachlor degradation and TOC removal in ultrasound/Fe>*/

H,0; process at different temperatures

Temperature Alachlor & Alachlor degradation TOC

degradation (X 1073 min~1) (mg/mg H>0,) removal
15 79.0% 11.2 4.1 29.5%
20 99.7% 54.7 4.3 46.8%
30 98.3% 47.2 2.3 41.2%
40 92.4% 22.2 2.0 32.4%
50 85.5% 14.7 1.8 25.9%

3 Conclusions

The degradation of alachlor in aqueous solution were
investigated by the ultrasound, Fenton and a continuous
dosing mode ultrasound/Fe**/H,0, process under differ-
ent experimental conditions. More than 99% of alachlor
degradation efficiency combined with 46.8% mineraliza-
tion was achieved in 60 min reaction for the initial alachlor
concentration of 50 mg/L and H, O, and Fe2+ dosages of 2
mg/min and 20 mg/L, respectively, at pH 3 and 20°C.

Degradation efficiency was enhanced by an increase
in H,0, and Fe?* dosages, but an increase in reaction
temperature had a negative impact on degradation. The
kinetics study indicated that the degradation kinetics of
alachlor followed the pseudo first-order kinetics model,
with the effects of the experimental parameters on the
degradation of alachlor resulting in comparable reaction
rate constants. Operational costs of a continuous dos-
ing mode ultrasound/Fe**/H,0, process based on 1 kg
alachlor degradation were obtained, where the adequate
addition of H,O, and Fe?* was assistant to increase the
degradation of alachlor with economically operational
cost.

Acknowledgments

This work was supported by the National Science Council,
Republic of China (No. 101-2221-E-264-005).

REFERENCES

Bagal, M.V., Gogate, PR., 2012. Sonochemical degradation of alachlor in
the presence of process intensifying additives. Sep. Purif. Technol.
90, 92-100.

Bremner, D.H., Carlo, S.D., Chakinala, A.G., Cravotto, G., 2008.
Mineralisation of 2, 4-dichlorophenoxyacetic acid by acoustic or
hydrodynamic cavitation in conjunction with the advanced Fenton
process. Ultrason. Sonochem. 15(4), 416-419.

Chester, R.F.C., Simsiman, G.V., Levy, J., Alhajjar, B.J., Fathula, R.N.,
Harkin, J.M., 1989. Environmental fate of alachlor and meto-
lachlor. Rev. Environ. Contam. Toxicol. 110, 1-74.

Chirnside, A.E.M., Ritter, W.F., Radosevich, M., 2011. Biodegradation
of aged residues of atrazine and alachlor in a mix-load site soil by
fungal enzymes. Appl. Environ. Soil Sci., 2011, Article ID 658569,
DOI: 10.1155/2011/658569.

Choi, D., Lee, O.M., Yu, S., Jeong, S.W., 2010. Gamma radiolysis of
alachlor aqueous solutions in the presence of hydrogen peroxide. J.
Hazard. Mater. 184(1-3), 308-312.

Frontistis, Z., Mantzavinos, D., 2012. Sonodegradation of 17a-
ethynylestradiol in environmentally relevant matrices: Laboratory-
scale kinetic studies. Ultrason. Sonochem. 19(1), 77-84.

Joseph, C.G., Puma, G.L., Bono, A., Krishnaiah, D., 2009. Sonophoto-
catalysis in advanced oxidation process: A short review. Ultrason.
Sonochem. 16(5), 583-589.

Katsumata, H., Kaneco, S., Suzuki, T., Ohta, K., Yobiko, Y., 2006. Photo-
Fenton degradation of alachlor in the presence of citrate solution.
J. Photochem. Photobiol. A Chem. 180(1-2), 38-45.

Lauga, B., Girardin, N., Karama, S., Ménach, K.L., Budzinski, H.,
Duran, R., 2013. Removal of alachlor in anoxic soil slurries and
relatedalteration of the active communities. Environ. Sci. Pollut.
Res. 20(2), 1089-1105.

Lazhar, M., Hela, T., Moncef, B., Néji, A.A., 2012. Toxicity of three
selected pesticides (Alachlor, Atrazine and Diuron) to the marine
fish (turbot Psetta maxima). Afr. J. Biotechnol. 11(51), 11321-
11328.

Li, HY., Qu, J.H., Liu, H.J., 2007. Decomposition of alachlor by
ozonation and its mechanism. J. Environ. Sci. 19(7), 769-775.

Li, J.T., Song, Y.L., 2010. Degradation of AR 97 aqueous solution by
combination of ultrasound and Fenton reagent. Environ. Prog.
Sustain. Energy 29(1), 101-106.

Li, Y., Hsieh, W.P,, Mahmudov, R., Wei, X., Huang, C.P., 2013. Combined
ultrasound and Fenton (US-Fenton) process for the treatment of
ammunition wastewater. J. Hazard. Mater. 244-245, 403—-411.

Liu, W.P, Fang, Z., Liu, H.J., Yang, W.C., 2002. Adsorption of chloroac-
etanilide herbicides on soil and its components: Influence of clay
acidity, humic acid coating and herbicide structure on acetanilide
herbicide adsorption on homoionic clays. J. Environ. Sci. 14(2),
173-180.

Lu, L.A., Ma, Y.S., Daverey, A., Lin, J.G., 2012. Optimazation of photo-
Fenton process parameters on carbofuran degradation using central
composite design. J. Environ. Sci. Health B 47(6), 553-561.

Ma, Y.S., 2012. Short review: Current trends and future challenges in
the application of sono-Fenton oxidation for wastewater treatment.
Sustain. Environ. Res. 22(5), 271-278.

Ma, Y.S., Sung, C.F, Lin, J.G., 2010. Degradation of carbofuran in
aqueous solution by ultrasound and Fenton processes: Effect of
system parameters and kinetic study. J. Hazard. Mater. 178(1-3),
320-325.

Meshram, S.P., Tayade, D.T., Ingle, P.D., Jolhe, P.D., Diwate, B.B.,
Biswas, S.B., 2010. Ultrasonic cavitation induced degradation of
Congo Red in aqueous solutions. Chem. Eng. Res. Bull. 14(2),
119-123.

Ormad, M.P., Miguel, N., Lanao, M., Mosteo, R., Ovelleiro, J.L., 2010.
Effect of application of ozone combined with hydrogen peroxide
and titanium dioxide in the removal of pesticides from water.
Ozone: Sci. Eng. 32(1), 25-32.

Oturan, M.A., Sirés, 1., Oturan, N., Pérocheaua, S., Laborde, J.L., Trévin,
S., 2008. Sonoelectro-Fenton process: A novel hybrid technique for
the destruction of organic pollutants in water. J. Electroanal. Chem.
624(1-2), 329-332.

Ozdemir, C., Oden, M.K., Sahinkaya, S., Giiclii, D., 2011. The sono-

127

chemical decolorisation of textile azo dye CI Reaetive
Colorat. Technol. 127(4), 268-273.

range-r



http://www.jesc.ac.cn

Journal of Environmental Sciences 26 (2014) 1332-1339

1339

Pradhan, A.A., Gogate, P.R., 2010. Degradation of p-nitrophenol using
acoustic cavitation and Fenton chemistry. J. Hazard. Mater. 173(1-
3), 517-522.

Qiang, Z.M., Liu, C., Dong, B.Z., Zhang, Y.L., 2010. Degradation mech-
anism of alachlor during direct ozonation and O3/H,0O, advanced
oxidation process. Chemosphere 78(5), 517-526.

Sun, J.H., Sun, S.P,, Sun, J.Y., Sun, R.X., Qiao, L.P,, Guo, H.Q. et al.,
2007. Degradation of azo dye Acid Black 1 using low concentration
iron of Fenton process facilitated by ultrasonic irradiation. Ultra-
son. Sonochem. 14(6), 761-766.

Tiedje, J.M., Hagedorn, M.L., 1975. Degradation of alachlor by a soil
fungus, Chaetomium globosum. J. Agric. Food Chem. 23(1), 77—
81.

Torres, R.A., Mosteo, R., Pétrier, C., Pulgarin, C., 2009. Experimental

design approach to the optimization of ultrasonic degradation
of alachlor and enhancement of treated water biodegradability.
Ultrason. Sonochem. 16(3), 425-430.

Wantala, K., Khemthong, P., Wittayakun, J., Grisdanurak, N.,
2011. Visible light-irradiated degradation of alachlor on Fe-
TiO, with assistance of H»O,. Korean J. Chem. Eng. 28(11),
2178-2183.

Wayment, D.G., Casadonte Jr., D.J., 2002. Frequency effect on the
sonochemical remediation of alachlor. Ultrason. Sonochem. 9(5),
251-257.

Xin, YJ., Liu, H.L., Han, L., Zhou, Y.B., 2011. Comparative study
of photocatalytic and photoelectrocatalytic properties of alachlor
using different morphology TiO,/Ti photoelectrodes. J. Hazard.
Mater. 192(3), 1812-1818.



http://www.jesc.ac.cn

NSFC

Editorial Board of Journal of Environmental Sciences

Editor-in-Chief

Hongxiao Tang

Associate Editors-in-Chief

Jiuhui Qu

Shu Tao

Nigel Bell
Po-Keung Wong

Editorial Board

Aquatic environment

Baoyu Gao

Shandong University, China

Maohong Fan

University of Wyoming, USA

Chihpin Huang

National Chiao Tung University

Taiwan, China

Ng Wun Jern

Nanyang Environment &

Water Research Institute, Singapore

Clark C. K. Liu

University of Hawaii at Manoa, USA
Hokyong Shon

University of Technology, Sydney, Australia
Zijian Wang

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China
Zhiwu Wang

The Ohio State University, USA

Yuxiang Wang

Queen’s University, Canada

Min Yang

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China
Zhifeng Yang

Beijing Normal University, China
Han-Qing Yu

University of Science & Technology of China
Terrestrial environment

Christopher Anderson

Massey University, New Zealand

Zucong Cai

Nanjing Normal University, China

Xinbin Feng

Institute of Geochemistry,

Chinese Academy of Sciences, China
Hongqing Hu

Huazhong Agricultural University, China
Kin-Che Lam

The Chinese University of Hong Kong
Hong Kong, China

Erwin Klumpp

Research Centre Juelich, Agrosphere Institute
Germany

Peijun Li

Institute of Applied Ecology,

Chinese Academy of Sciences, China

Editorial office staff
Managing editor Qingcai Feng
Editors Zixuan Wang  Suqin Liu
English editor Catherine Rice (USA)

Peking University, China
Imperial College London, United Kingdom
The Chinese University of Hong Kong, Hong Kong, China

Michael Schloter

German Research Center for Environmental Health

Germany

Xuejun Wang

Peking University, China

Lizhong Zhu

Zhejiang University, China
Atomospheric environment

Jianmin Chen

Fudan University, China

Abdelwahid Mellouki

Centre National de la Recherche Scientifique
France

Yujing Mu

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China
Min Shao

Peking University, China

James Jay Schauer

University of Wisconsin-Madison, USA
Yuesi Wang

Institute of Atmospheric Physics,
Chinese Academy of Sciences, China
Xin Yang

University of Cambridge, UK
Environmental biology

Yong Cai

Florida International University, USA
Henner Hollert

RWTH Aachen University, Germany
Jae-Seong Lee

Sungkyunkwan University, South Korea
Christopher Rensing

University of Copenhagen, Denmark
Bojan Sedmak

National Institute of Biology, Ljubljana
Lirong Song

Institute of Hydrobiology,

the Chinese Academy of Sciences, China
Chunxia Wang

National Natural Science Foundation of China
Gehong Wei

Northwest A & F University, China
Daqiang Yin

Tongji University, China

Zhongtang Yu

The Ohio State University, USA

Zhengang Mao

Research Center for Eco-Environmental Sciences, Chinese Academy of Sciences, China

Research Center for Eco-Environmental Sciences, Chinese Academy of Sciences, China

Environmental toxicology and health

Jingwen Chen

Dalian University of Technology, China

Jianying Hu

Peking University, China

Guibin Jiang

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China

Sijin Liu

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China

Tsuyoshi Nakanishi

Gifu Pharmaceutical University, Japan

Willie Peijnenburg

University of Leiden, The Netherlands
Bingsheng Zhou

Institute of Hydrobiology,

Chinese Academy of Sciences, China
Environmental catalysis and materials

Hong He

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China

Junhua Li

Tsinghua University, China

Wenfeng Shangguan

Shanghai Jiao Tong University, China

Yasutake Teraoka

Kyushu University, Japan

Ralph T. Yang

University of Michigan, USA

Environmental analysis and method

Zongwei Cai

Hong Kong Baptist University,

Hong Kong, China

Jiping Chen

Dalian Institute of Chemical Physics,

Chinese Academy of Sciences, China

Minghui Zheng

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China

Municipal solid waste and green chemistry
Pinjing He

Tongji University, China

Environmental ecology

Rusong Wang

Research Center for Eco-Environmental Sciences,
Chinese Academy of Sciences, China

Copyright© Research Center for Eco-Environmental Sciences, Chinese Academy of Sciences. Published by Elsevier B.V. and Science Press. All rights reserved.



JOURNAL OF ENVIRONMENTAL SCIENCES
FERFFREEXIR)
(http://www.jesc.ac.cn)
Aims and scope

Journal of Environmental Sciences is an international academic journal supervised by Research Center for Eco-Environ-
mental Sciences, Chinese Academy of Sciences. The journal publishes original, peer-reviewed innovative research and
valuable findings in environmental sciences. The types of articles published are research article, critical review, rapid
communications, and special issues.

The scope of the journal embraces the treatment processes for natural groundwater, municipal, agricultural and industrial
water and wastewaters; physical and chemical methods for limitation of pollutants emission into the atmospheric environ-
ment; chemical and biological and phytoremediation of contaminated soil; fate and transport of pollutants in environments;
toxicological effects of terrorist chemical release on the natural environment and human health; development of environ-
mental catalysts and materials.

For subscription to electronic edition

Elsevier is responsible for subscription of the journal. Please subscribe to the journal via http://www.elsevier.com/locate/jes.
For subscription to print edition

China: Please contact the customer service, Science Press, 16 Donghuangchenggen North Street, Beijing 100717, Chi-
na. Tel: +86-10-64017032; E-mail: journal@mail.sciencep.com, or the local post office throughout China (domestic
postcode: 2-580).

Outside China: Please order the journal from the Elsevier Customer Service Department at the Regional Sales Office
nearest you.

Submission declaration

Submission of an article implies that the work described has not been published previously (except in the form of an
abstract or as part of a published lecture or academic thesis), that it is not under consideration for publication elsewhere.
The submission should be approved by all authors and tacitly or explicitly by the responsible authorities where the work
was carried out. If the manuscript accepted, it will not be published elsewhere in the same form, in English or in any other
language, including electronically without the written consent of the copyright-holder.

Submission declaration

Submission of the work described has not been published previously (except in the form of an abstract or as part of a
published lecture or academic thesis), that it is not under consideration for publication elsewhere. The publication should
be approved by all authors and tacitly or explicitly by the responsible authorities where the work was carried out. If the
manuscript accepted, it will not be published elsewhere in the same form, in English or in any other language, including
electronically without the written consent of the copyright-holder.

Editorial

Authors should submit manuscript online at http://www.jesc.ac.cn. In case of queries, please contact editorial office, Tel:
+86-10-62920553, E-mail: jesc@263.net, jesc @rcees.ac.cn. Instruction to authors is available at http://www.jesc.ac.cn.

Journal of Environmental Sciences (Established in 1989)
Vol. 26 No.6 2014

Supervised by Chinese Academy of Sciences Published by Science Press, Beijing, China
Sponsored by Research Center for Eco-Environmental Elsevier Limited, The Netherlands
Sciences, Chinese Academy of Sciences Distributed by
Edited by Editorial Office of Journal of Domestic Science Press, 16 Donghuangchenggen
Environmental Sciences North Street, Beijing 100717, China
P. O. Box 2871, Beijing 100085, China Local Post Offices through China
Tel: 86-10-62920553; http:/www.jesc.ac.cn Foreign Elsevier Limited
E-mail: jesc@263.net, jesc@rcees.ac.cn http://www.elsevier.com/locate/jes
Editor-in-chief Hongxiao Tang Printed by Beijing Beilin Printing House, 100083, China
CN 11-2629/X Domestic postcode: 2-580 Domestic price per issue RMB ¥ 110.00

ISSN 1001-0742

97771001°074147 ‘||‘I




	Binder1.pdf
	fm.pdf
	2014-6目录.pdf

	2014260619.pdf
	2014封二.pdf

