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Abstract

The amidoximated polyacrylonitrile (PAN) fiber Fe complexes were prepared and used as the heterogeneous Fenton catalysts for the
degradation of 28 anionic water soluble azo dyes in water under visible irradiation. The multiple linear regression (MLR) method was
employed to develop the quantitative structure property relationship (QSPR) model equations for the decoloration and mineralization of
azo dyes. Moreover, the predictive ability of the QSPR model equations was assessed using Leave-one-out (LOO) and cross-validation
(CV) methods. Additionally, the effect of Fe content of catalyst and the sodium chloride in water on QSPR model equations were
also investigated. The results indicated that the heterogeneous photo-Fenton degradation of the azo dyes with different structures was
conducted in the presence of the amidoximated PAN fiber Fe complex. The QSPR model equations for the dye decoloration and
mineralization were successfully developed using MLR technique. MW/S (molecular weight divided by the number of sulphonate
groups) and Nn-n (the number of azo linkage) are considered as the most important determining factor for the dye degradation and
mineralization, and there is a significant negative correlation between MW/S or Ny and degradation percentage or total organic carbon
(TOC) removal. Moreover, LOO and CV analysis suggested that the obtained QSPR model equations have the better prediction ability.
The variation in Fe content of catalyst and the addition of sodium chloride did not alter the nature of the QSPR model equations.
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Introduction

Azo dyes are an abundant class of purely synthetic organic
compounds, which are characterized by the presence of
one or more azo bonds. Some of them are proven to
be potentially carcinogenic and/or teratogenic on public
health (Dong et al., 2008). In general, water soluble azo
dyes include reactive, acid and direct dyes. They contain
water soluble sulphonate groups attached to usually an
azobenzenoid chromophore. However, they are dissimilar
in many molecular properties such as size, shape and bond-
ing characteristics (Greaves et al., 2001). Water soluble
azo dyes are generally considered as the most difficult
to remove or degrade from the dyeing effluent, due to
their high stability and composition ratio of aromatic rings
present in their molecule structure. Therefore, there have
been various approaches to destruct them efficiently in
aqueous system. In recent years, the heterogeneous Fenton
reaction systems as novel advanced oxidation processes
(AOPs) have been used for the degradation of the organic

* Corresponding author. E-mail: teamdong @sina.cn

pollutants such as azo dyes in the industrial wastewaters
because homogeneous Fenton reactions are found to be
the limitation of pH value and the problem of separation
and regeneration at the end of the reaction. Moreover,
the modified polyacrylonitrile (PAN) fiber Fe complexes
have been regarded as one of promising heterogeneous
Fenton catalysts because of its unique advantages, such
as lower cost and easy preparing and separation of the
catalyst after the reaction (Ishtchenko et al., 2003; Han
et al.,, 2011). In order to understand the relationship
between the degradation efficiency and molecular struc-
ture of organic pollutants it would be more accurate to
measure the degradation efficiency for each compound
independently, however this would be a cost and time
prohibitive prospect (Magnuson et al., 2005). Quantitative
structure property relationship (QSPR) have been widely
used to examine degradation mechanism and the reactivity
of aromatic compounds, especially substituted phenols in

AOPs processes (Chen et al., 1996, 19P8) because of
its conservation of resources by predictinlg the results of
time-consuming and expensive experiments. Chen et al.
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(1996, 1998a, 1998b, 2001a, 2001b, 2001c) investigated
the photolysis of the aromatic compounds using partial
least squares (PLS) method. Kusi¢ et al. (2009) predicted
the rate constants for radical degradation of aromatic pol-
lutants in water matrix by genetic algorithm and multiple
regression analysis. The degradation of some substitut-
ed phenols by singlet oxygen (Tratnyek et al., 1991),
ozone (Liu et al., 2010), ultrasound-irradiated Fenton-like
system (Zhou et al., 2010), or electrochemical oxidation
(Pulgarin et al., 2003; Yuan et al., 2006) was evaluated
from QSPR analysis. To define the molecular features that
are responsible for the bioelimination of water soluble
azo dyes, Churchley et al. (2000, 2001) applied single
correlation and multiple linear regression (MLR) method
to derive QSPR model and highlighted that the dyes with
larger molecular size/ionic charge ratios had the superior
levels of bioelimination. Despite numerous applications of
QSPR in environmental studies, we are unaware of any
attempts to build the QSPR models for degradation of
water soluble azo dyes through the heterogeneous Fenton
process. In the present study, the amidoximated PAN
fiber Fe complexes were first prepared and then used
for the catalytic degradation of 28 anionic water soluble
azo dyes under visible irradiation. And MLR technique
was then applied to develop QSPR models for the dye
degradation to investigate the relationship between their
degradation efficiency and structure as well as predict the
heterogeneous Fenton degradation performance of similar
azo dyes.

1 Materials and methods

1.1 Reagents and materials

The commercially available PAN knitting bulky yarn (abbr.
PAN yarn) that consisted of twisted PAN fibers were
provided by Shanghai Shilin Spinning Co., China. Its
content of acrylonitrile was determined and calculated to
be 86.96%. Hydroxylamine hydrochloride, ferric chloride,
hydrogen peroxide (30%, m/m), sodium hydroxide, and
sodium chloride were of laboratory grade and purchased
from Tianjin Nankai Chemicals Co., China. A total of 28
typical anionic water soluble azo dyes were selected as
model pollutants in the current study, mainly because of
their relatively high consumption rates in China for textile
dyeing processes. All the dyes used were commercially
available. They were purified by precipitation from aque-
ous solution with sodium chloride, and then desalinated
using distilled water, finally re-precipitated by the addition
of alcohol (Greaves et al., 2001). The purities of all the
dyes were evaluated by thin-layer chromatography (TLC)
and elemental analysis and were found to be higher than
90% pure. Double distilled and deionized water was used
throughout the study.

1.2 Preparation of PAN fibrous catalyst

According to our previous works (Dong et al., 2010; Han
et al., 2011), PAN fiber was modified with hydroxylamine
hydrochloride at 68°C for a given time to introduce
amidoxime groups onto the fiber surface. The degree of
conversion from nitrile groups to amidoxime groups on
the surface of PAN fiber was calculated from the mass
gain. And these amidoxime groups were then used to
coordinate with 0.10 mol/L FeCls for the given time and
under continuous agitation at room temperature to prepare
amidoximated PAN fiber Fe complex (Fe-AO-PAN). The
residual concentrations of Fe** ions in the solutions after
coordination were determined by using a WXF120 atomic
absorption spectrometry (Beijing Rayleigh Analytical In-
strument Corp., China) for calculating the Fe content (Qre)
of the complexes. A series of Fe-AO-PAN samples with
different Qp. values were then produced by control the
coordination time. The two reactions are depicted by Eqs.
(1) and (2).

_[_CHZ_TH-]_” + NH,OH HCI LOH> —[—CHZ—ClJH-]—n

CN HoN—C=N-0OH

ey

—[—CHQ—CliH-]—n + Fe3+—>+CH2—TH—]—n

HZN—C=N—OH (HZN_C:N_OH)p(Fem)q

@)
1.3 Dye degradation procedure and analysis

The dye degradation was performed in a photoreaction
system, which consisted mainly of polished aluminum
chamber, lamps, electromagnetic valve, relay and water
bath. And the diagram of the photoreaction system was
presented in our previous study (Dong et al., 2010). A cut-
off filter was used to ensure irradiation only by visible light
(A > 420 nm). Light intensity inside photoreaction system
was measured to be 9.11 mW/cm? using FZ-A radiometer
(BNU Light and Electronic Instrumental Co., China), and
the temperature in reaction vessel was kept at 25°C. Dye
degradation was initialized after the adsorption/desorption
equilibrium of the dye on catalyst. The 0.25 g catalyst was
placed into 50 mL of test solution containing 0.05 mmol/L
dye and 3.0 mmol/L H,O; at an initial pH of 6.0. The test
solution was put under visible irradiation in photoreaction
system. At given time intervals, 1-2 mL of the test solution
was withdrawn from the reaction vessel and diluted appro-
priately; the absorbance was then measured at the Ay, of
the solution. The concentration of the dye was determined
with a UV-2401 Shimadzu spectrophotometer (Shimadzu
Co., Japan). The decoloration percentage (D, %) of the dve

was expressed as:

C
D=(1-—=)x100% 3)
Co
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where, Cy (mmol/L) is the initial concentration of the dye
and C (mmol/L) is the residual concentration of the dye.
Moreover, total organic carbon (TOC) was assayed in the
dye degradation process by using a Phoenix 8000 TOC
analyzer (Tekmar-Dehrmann Inc., USA), and the TOC
removal (Rt, %) of the dye was calculated as follows:

TOC,

Rr=(1-
T=( TOC,

) x 100% 4)

where, TOCy (mg/L) and TOC, (mg/L) are the TOC values
at reaction time 0 and # (min), respectively.

1.4 Development of QSPR model

Previous studies on the molecular structure of anionic
water soluble dyes to their bioelimination by a biomass at
wastewater treatment revealed that although 72 molecular
descriptors had been useful in the prediction of bioelimi-
nation, the factors of MW/S (molecular weight divided by
the number of sulphonate groups), Nn-n (the number of
azo linkage), and Nar (the number of aromatic rings) were
found to be three most important molecular descriptors
(Greaves et al., 2001; Churchley et al., 2000). Therefore,
these three factiors were selected as the molecular descrip-
tors in the current study. The inorganic/organic value (/O
value; inorganic character divided by organic character)
was also added as the molecular descriptor and calculated
from the molecular structure of each dyes according to
the method of Fujita (Fujita, 1954; Nakai et al., 2002),
because it has much close relation to the characteristic
properties, such as adsorption, dyeing and degradation of
the azo dyes in water. Four molecular descriptors for each
dye are shown in Table 1.

To develop the QSPR models for the heterogeneous
Fenton degradation of azo dyes in water, SPSS for Win-
dows (version 19.0) software program was used to build
MLR models with default settings. Before performing
MLR analysis, the data set was divided into two sub-
data sets, one for training, and the other one for testing.
In this work, 22 dyes were in training set and 6 dyes
in test set. The QSPR model regression equations were
found by means of training set, and then the prediction
power of which was checked by test set as an external
data set. It is should be noticed that the predictive ability
of final QSPR models were assessed using Leave-one-out
(LOO) and cross-validation (CV) methods in terms of the
squared regression coefficient (R?) and the cross-validation
correlation coefficient (¢%). For external validation, the
quality of predictions is judged from the g2,,. They were
calculated using Eqgs (5) and (6), respectively.

training
Y G-
R
4 = 1 training (5)

2 Gi=y)

text R
2 i —3)
Go =1~ o (0)

2 i =)

where, y; and J; are observed and predicted values, respec-
tively, and y; is the average of the observed values in the
entire training set data.

2 Results and discussion

2.1 Heterogeneous Fenton degradation of azo dyes cat-
alyzed by Fe-AO-PAN

Our previous works (Dong et al., 2010; Han et al., 2011)
found that Fe-AO-PAN had a significant catalytic ability on
heterogeneous Fenton degradation of azo dye with H,O,
in water, because it could react with H,O, to produce
OOH radicals. Meanwhile, the reduction of Fe3* to Fe?*
ions loaded was also performed. The resultant Fe>* ions
combined with H,O, to generate OH radicals for dye
degradation. On the other hand, the formed Fe2* ions
on Fe-AO-PAN may be oxidized to become Fe** ions
(Kremer, 2003; Groves, 2006), which is also responsible
for dye degradation. Additionally, the photosensitization
of the azo dyes can promote a conversion of Fe3* to Fe>*
ions during photo-assisted Fenton reaction (Dhananjeyan
et al.,, 2001). These reaction processes are expressed by
Reactions (7)—(11).

Fe*/PAN + H,0;, /% Fe2*/PAN + HO, + H*  (7)
Fe?*/PAN + H,0, — Fe**/PAN + OH™ + HO- (8)
Fe’*/PAN + HO; — Fe?*/PAN + O, )

Dye + Fe**/PAN 2% Dye* — —Fe**/PAN —

(10
Dye** + Fe?*/PAN

HO® + Dye**or Dye — Products (11)

In this study, 22 azo dyes were decomposed with H,O, in
the presence of Fe-AO-PAN (Qp. = 1.293 mmol/g) under
visible irradiation, and the D and Rt values within 30 min
for each dye studied were measured and shown in Table 1.

It was evident from Table 1 that obsprved D values

were higher than observed Rr values for all the azo dyes
studied, suggesting that their mineralizatjon was carried
out with more difficulty than decoloratipn at the same
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Table 1 Molecular descriptors, D and Rt values for 22 azo dyes in the training set.

Dye Molecular descriptor D (%) Rt (%)

MW/S NN=N NaRr /0 Observed Predicted Observed Predicted
Reactive Blue 222 339 2 7 8.53 60.40 57.86 19.57 19.93
Reactive Yellow 145 342 1 5 9.92 62.89 63.67 23.61 23.96
Reactive Red 195 284 1 6 5.69 63.52 64.93 30.93 31.75
Reactive Red 120 245 2 9 5.48 60.23 61.85 33.38 29.23
Reactive Red 2 308 1 4 3.60 62.04 62.57 33.36 29.25
Reactive Red 24 262 1 5 4.69 63.14 65.88 31.52 31.03
Reactive Yellow 86 334 1 3 4.88 63.57 61.75 26.26 25.22
Acid Black 234 431 3 6 3.32 49.92 44.49 5.93 11.89
Acid Red 88 400 1 4 2.5 63.87 56.29 30.41 28.88
Acid Blue 113 340 2 6 2.78 58.56 54.89 26.15 24.00
Acid Red 229 541 2 4 2.25 42.43 42.38 17.57 16.78
Acid Yellow 17 276 1 2 473 62.87 65.38 16.15 24.18
Chrome Black 9 382 1 3 3.70 52.34 58.15 29.03 25.69
Acid Orange 156 462 2 3 2.13 48.85 47.33 14.63 16.07
Acid Black 1 308 2 4 3.71 63.01 57.59 25.76 19.15
Direct Blue 71 257 3 8 4.38 55.84 55.60 13.47 18.07
Direct Red 13 356 2 6 3.05 54.96 54.04 19.47 23.43
Direct Black 19 420 4 6 3.22 35.17 40.08 8.05 221
Direct Black 17 529 2 4 2.21 39.30 43.10 17.59 17.03
Direct Red 31 357 2 6 3.09 52.80 54.00 23.65 23.37
Direct Blue 15 249 2 6 5.28 63.97 61.84 25.62 22.82
Direct Red 28 348 2 6 2.89 46.77 54.45 16.70 23.74

MW/S: molecular weight divided by the number of sulphonate groups, Nnx=n: the number of azo linkage, Nar: the number of aromatic rings, and I/O:
inorganic character divided by organic character. D: decoloration, Rt: TOC removal.

Dye—SO3'
+
HON\\ /NHZ HON% /NHS
C C
Dye—SO3" |
C C
NZ NH, NZ NH,
\ L \ L
HO—Fe HO—Fe
Dye—SO3'

Fig.1 Adsorption model of azo dye on the surface of Fe-AO-PAN.

conditions. Comparing three classes of azo dyes, reac-
tive dyes generally exhibited the higher observed D and
Ryt values (60%—70% and 20%-30%) than most of the
acid and direct dyes. A main reason is that reactive dye
molecules often contain more sulphonate groups than the
other two dye molecules (Greaves et al., 2001; Church-
ley et al., 2000). It is necessary to adsorb the reactant
molecules strongly enough for them to react, although a
good heterogeneous Fenton catalyst should be efficient
producing oxidizing species. When Fe-AO-PAN was used
as heterogeneous Fenton catalyst in acidic aqueous so-
lution during the degradation, the anionic reactive dye
molecule with more sulphonate groups could easily react
with cationized amidoxime groups on the surface of Fe-
AO-PAN through electrostatic attraction, thus leading to
a significant adsorption between them. This adsorption
model is described using Fig. 1.

2.2 QSPR model generation

As mentioned above, the data listed in Table 1 were used
as a training set for the QSPR models. MLR analysis of

the observed D and Rt values as well as four molecular
descriptors were performed to correlate the parameters
with the training set, and based on R? and ¢° values. The
final QSPR model Egs. (I) and (II) developed to describe
the degradation properties of azo dyes are presented in the
following equations.

D = —0.0621MW/S — 5.038 Nxon — 0.116Nag+ 0.5261/0 + 85.28
N =22, R?=08139, S =4.196, F = 18.58, P = 0.000, ¢> = 0.6817

Panwss) = 0.000, Pyoy = 0.008, Pag = 0.887, Pjjo = 0.367 %))

Rr = —0.017MW/S —9.976Nyon + 2.189Nsr— 1.092/0 + 39.63
N =22, R?=0.7482, S = 4.402, F = 12.63, P = 0.000, ¢* = 0.5070

Pawys = 0.281, Pnon = 0.000, Par = 0.018, P;;o =0.085 1)
where, N: number of azo dyes, R’: squared regression
coefficient, qZ: cross-validated squared correlation coeffi-
cient, S: standard error of estimate, F': variance ratio, P:
significance level.

for both model
suggesting that
D5% confidence

It is found from the above model that
Egs. (I) and (II), R> > 0.70 and P < 0.05,
both model equations are significant at the
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level. In the case of model Eq. (I), Pmwss and Pn-n
values are lower than 0.05, indicating that both MW/S and
Nn=N are considered as the most important determining
factor for the dye degradation. Moreover, MLR analysis
shows there is a significant negative correlation between
MW/S or Nnon and D value. This means that increasing
MW/S and Ny-n lead to a remarkable reduction in the
D. On the contrary, the D varied insignificantly with Nagr
and J/O values. It is worth noticing that the dyes with
more sulphonate groups, especially reactive dyes have a
relatively low MW/S, thus showing the higher D value,
which may be the result of enhancing the adsorption
between Fe-AO-PAN and dye molecule mentioned above.
In the case of model Eq. (II), it is still significant at the 95%
confidence level owing to R? = 0.7482 and P < 0.05. MW/S
and Nn=n are also the most important determining factor
for the dye mineralization. However, it should be pointed
out that Nar has an insignificant enhancing effect on Rr,
while [/O shows a reverse trend, which is different from the
results obtained from model Eq. (I). A possible explanation
is that according to references (Zhang et al., 2007; Huang
et al., 2004; Konstantinou and Albanis, 2003; Guillard
et al., 2003), the degradation pathway of water soluble
azo dye with heterogeneous photo-Fenton reaction can be
demonstrated using three main steps. The first step is the
breaking down of azo and C-N bonds by OH radicals with
the formation of aniline-like and phenol-like compounds,
thus causing the decoloration. The aromatic rings began to
be transformed to multisubstituted benzene at the second
step. Meanwhile, the sulphonic groups were cut off from
the aromatic rings. The last step is that the aromatic com-
pounds including aniline-like and phenol-like compounds,
particularly substituted benzene were oxidized further and
mineralized to H;O and CO,, etc. More importantly, the
adsorption of the aromatic intermediates formed on Fe-
AO-PAN is essential before the mineralization. And the
adsorption between them is highly determined by Van der
Waals force due to the breaking off of sulphonic groups.
Consequently, it is believed that the aromatic intermediates
with more Nag and less J/O values may be attracted to Fe-
AO-PAN easily, thus leading to their fast mineralization.

2.3 Validation of QSPR model

It is observed that R?> > 0.6 and ¢*> > 0.5 for model Egs. (I)
and (II), indicating that both model equations are stable
and have high prediction power (Tropsha et al., 2003;
Gebhard and Stephen, 2010). Using both model Eqgs. (I)
and (II), the predicted D and Rt values for the training and
test sets can be obtained, respectively, as listed in Tables 1
and 2. Furthermore, the relationship between the observed
and predicted D and Ry values obtained by the model Eqgs.
(D and (1) is plotted and shown in Fig. 2.

Figure 2 shows that the correlation coefficient (RZ,)
between observed and predicted D and Ry values for
training set by the model Eqgs. (I) and (II) are 0.8139
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Fig. 3 A plot of observed and predicted values of D using three model
equations for different Qe (0.538 mmol/g at R2 =0.7938,1.293 mmol/g

tra

at R2, = 0.8139; 1.861 mmol/g at R, = 0.8146).

and 0.7482, respectively, which proposes that both model
equations are significant. For external validation with test
set, the quality of predictions is generally judged from the
42, value. For a predictive QSPR model, the value of g2,
should be more than 0.5 (Ojha et al., 2011). Therefore, the
model Egs. (I) and (II) are considered acceptable since Rém
=0.9326, g2,, = 0.8360 for D values and R, = 0.8431, ¢2,,
= 0.7215 for Ry values presented in Fig. 2 and Table 2.

2.4 Effect of Fe content of Fe-AO-PAN

The degradation of 22 azo dyes in training set was con-
ducted in the presence of Fe-AO-PAN with different Qg
values under visible irradiation, and their D values within
30 min were measured and used for generating QSPR
models (Table 3).

It is evident from model Eqgs. (III) and (IV) are still
significant at the 95% confidence level because their R?
values (0.8244 for Eq. (III), 0.8154 for Eq. (IV)) are
higher, and P values are much less that 0.05. Moreover,
Pywys and Pnon values are lower than 0.05 for model
Egs. (II) and (IV), demonstrating that both MW/S and
Nn=n are considered as the most important determining
factor for the dye degradation. These results imply that
Fe content of Fe-AO-PAN does not alter the nature of
the quantitative relationship of dye structure and their
degradation performance. On the other hand, the predicted
D values for the training set can be calculated through three
model Egs. (IIT), (I) and (IV), respectively, and then the
graphical correlation between the observed and predicted
D values is presented in Fig. 3.

Figure 3 and Table 3 shows that the R2, was relatively
high, and ¢? values are larger than 0.50 for model equations
(III) and (IV), suggesting the model QSPR equations
obtained when Fe-AO-PAN with different Q. values being
used as the heterogeneous Fenton catalysts are robust.

Figure 3 also shows that increasing Qg [0T Fe-AO-PAN
from 0.538 to 1.861 mmol/g is accompani¢d with a signif-
icant enhancement in D for each dye. Thij is attributed to
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Fig. 2 Relationship between the observed and predicted D or Rt values.

more active sites on the surface of Fe-AO-PAN with higher
Ore, which can promote the H,O, decomposition and
produce high concentration of OH radicals is responsible
for dye degradation (Dong et al., 2010).

2.5 Effect of sodium chloride

Dyeing of textiles with azo dyes is significantly improved
by the addition of inorganic salts, especially sodium
chloride, but which increase pollution load on dyehouse
effluent in general (Perkins, 2004). In this approach, the
photocatalytic decoloration of the azo dyes was carried out
in the presence or absence of sodium chloride (40.0 g/L)
under visible light for investigating the effect of sodium
chloride on the QSPR model equation, and the results were
shown in Table 4 and Fig. 4.

It is clear from Table 4 that the model Eq. (V) has
the similar R?, P, Pows) and Pn-y values to those of
model Eq. (IV), indicating that it is also of significance
at the 95% confidence level, and the azo dye degradation
is greatly determined by MW/S and Nn-y as the two most
important molecular descriptors. Besides, it is noticed in
Table 4 and Fig. 4 that the model Eq. (V) possesses a
little higher R%, and ¢* values than those of model Eq.
(IV), implying that it regarded as a better predictive model
equation. Therefore, it is concluded that the presence of
sodium chloride causes a very limited impact on the nature
of QSPS model equation developed and its prediction
power. However, Fig. 4 shows that the addition of sodium

100
80
S
Q
= 60
3]
g
2
=W
40 A
0060 O With NaCl
20 o @® Without NaCl
1 1 1 1
20 40 60 80 100
Observed D (%)

Fig.4 A plot of observed and predicted D values using the two model
equations with and without salt (with NaCl at Rlzm =0.8352, without NaCl
at R2, = 0.8146).

chloride leads to a dramatic reduction in the D of all the azo
dye examined. This mainly is due to the hydroxyl radical
scavenging effect of chloride ion and enhanced aggregation
and limited ionization of dye molecules in water (Dong et
al., 2007).

3 Conclusions

The amidoximated PAN fiber Fe complexes could be used
as the heterogeneous Fenton catalysts for the degradation

Table 2 Molecular descriptors, D and Rt values for 6 azo dyes in the text set

Dye Molecular descriptors D (%) Rt (%)
MW/S NN=N NaR /0 Observed Predicted Observed Predicted

Reactive Red 261 441 1 5 4.78 57.96 54.83 29.1 27.89
Reactive Black 5 248 2 4 5.37 60.67 62.18 15.76 18.36
Acid Red 1 255 1 3 5.46 62.37 66.95 29.9 25.93
Acid Blue 120 348 2 6 2.72 51.99 54.36 27.38 23.93
Direct Green 6 406 3 6 2.97 40.80 45.86 16.33 12.69
Direct Brown 2 627 2 5 3.12 3491 37.39 13.94 16.56

MW/S: molecular weight divided by the number of sulphonate groups, Nn=n: the number of azo linkage, Nar: the number of aro

inorganic character divided by organic character.

hatic rings, and J/O:



http://www.jesc.ac.cn

No. 7 Heterogeneous Fenton degradation of azo dyes catalyzed by modified polyacrylonitrile---- 1475
Table 3  Effect of Ope value on QSPR model equations

OFe QSPR model equations and statistical values

0.538 mmol/g D =-0.060MW/S — 3.698 Nn=N — 0.804Nar + 0.220//0 + 66.83 (1)

N =22,R?>=0.8244,5 =3.784, F = 16.36, P = 0.000, 4> = 0.6571
Pywys = 0.000, Pnon = 0.026, Pag = 0.280, Py = 0.673

1.293 mmol/g

D =-0.0621MW/S — 5.038 Nn=N — 0.116NaR + 0.5261/0 + 85.28 @

N =22,R*>=0.8138, 5 =4.196, F = 18.58, P = 0.000, ¢> = 0.6817
Pamwys = 0.000, Py—n =0.008, Pag = 0.887, P;j0 = 0.367

1.861 mmol/g

D = -0.122MW/S — 9.847Nn=N — 0.649 Nar + 0.0137/0 + 138.1 av)

N =22,R* =0.8154, 5 =7.642, F = 18.66, P = 0.000, ¢> = 0.7122
Pywys = 0.000, Pyon = 0.005, Pag = 0.661, Pjjo = 0.990

Table 4 QSPR model equations in the presence or absence of sodium chloride
Conditions QSPR model equations and statistical values
With NaCl D =-0.064 MW/S — 5.673Nn=N — 0.452NaR + 1.606J/0 + 63.43 V)
N =22,R?>=0.8354, S =4.813, F = 21.54, P = 0.000, ¢> = 0.7423
Prwys = 0.001, Pn=n = 0.009, Par = 0.628, Pjo = 0.025
Without NaCl D =-0.122 MW/S — 9.847Nn=N — 0.649Nar + 0.0137/0 + 138.1 av)

N =22, R?>=0.8154,5 =7.643, F = 18.66, P = 0.000, 4> = 0.7122
Pyiwys = 0.000, Pxon = 0.005, Pag = 0.661, Pr0 = 0.990

of 28 anionic water soluble azo dyes with different struc-
tures in water under visible irradiation. Generally, reactive
dyes showed the higher decoloration and mineralization
performance than most of the acid and direct dyes. The
QSPR model equations for the dye decoloration and
mineralization were successfully developed using MLR
technique. QSPR analysis indicated that both MW/S and
Nn-oN are considered as the most important determining
factor for the dye degradation and mineralization, and
there is a significant negative correlation between MW/S
or Nn=n and degradation percentage or TOC removal.
Moreover, LOO and CV analysis demonstrated that the
obtained QSPR model equations have the better prediction
ability for the heterogeneous Fenton degradation perfor-
mance of the anionic water soluble azo dyes. Besides,
although the variation in Fe content of catalyst and the
addition of sodium chloride led to a significant change
in dye degradation, however, these variables did not alter
the nature of the QSPR model equations. Therefore, these
QSPR model equations obtained should be useful not only
to understand the relationship between degradation prop-
erty and structure of the azo dyes, but also to design the
environmental-friendly azo dyes for the textile industry.
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