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A B S T R A C T

Iron deficient Mn-Zn ferrite was prepared by doping the microwave induced pyrolysis char of wastewater sludge.
The effects of doping with different dosages of pyrolysis char on the crystallization phase, micromorphology,
crystal microstructures, electromagnetic parameters and microwave absorbing properties were investigated. The
iron deficient ferrite samples with microwave sintering at a temperature of 900 °C had a spinal structure, and the
main crystallization phase was Zn0.75Mn0.75Fe1.5O4. The crystal grains with the dopants of 20 wt% were
homogeneous, and the average grain size was about 36.80 nm. The crystal of ferrite with dopants of 20 wt% had
a clear grain boundary, and the crystallinity degree reached 94.76%. Moreover, the electromagnetic parameters
(permittivity and permeability) of Zn0.75Mn0.75Fe1.5O4 ferrites were changed due to the dopants improving the
electromagnetic wave absorbing properties. The electromagnetic wave reflection loss of the Zn0.75Mn0.75Fe1.5O4

ferrite samples with the dopants of 20 wt% increased to −4.2 dB.

1. Introduction

Wastewater sludge is the inevitable product of wastewater treat-
ment processes in the worldwide [1]. The sludge was rich in carbo-
naceous organic matters, pathogens, phytonutrients, heavy metals and
mineral compositions, which dispersed in the wastewater and were
concentrated through the wastewater treatment processes in sewage
sludge [1]. Landfill treatment of the sewage sludge was the most
commonly used method, but it would cause a series of potential en-
vironmental pollution accidents such as polluting groundwater and
changing the soil physical and chemical properties [2]. Sludge com-
posting was a way of resource utilization which can improve the or-
ganic matter and phytonutrients of soil. However, the sludge fertilizer
contained toxic refractory organic and poisonous heavy metals, which
could enrich in and transfer through the food chain will do great harm
to human health if not appropriately controlled [3].

Thermal decomposition or incineration technique of sewage sludge
is a pollution-free way of sludge reduction [4]. The conventional pyr-
olysis is usually conducted through thermal radiation in the reactor,

which results in significant energy losses. However, the advantages of
microwave induced pyrolysis were extremely effective and no energy
loss. Microwave induced pyrolysis is referred to as dielectric heating,
and the atoms or molecules comprising the dielectric exhibit a dipole
movement, which generates friction and the electromagnetic energy is
dissipated subsequently as heat [5,6]. The refractory organics in sewage
sludge were oxidized thoroughly with temperatures above 800 °C, but
the heavy metals were enriched in the pyrolysis char. The pyrolysis char
(including fly ash), which contained some heavy metals and belonged
to the hazardous waste, was difficult to degrade and would bring great
harm to the environment and living things [7,8]. Usually, cement so-
lidification process was used for treating the pyrolysis char, however,
resource utilization of the pyrolysis char had been employed rarely due
to the high-cost and sophisticated technologies.

Manganese-Zinc ferrites (Mn-Zn ferrites) as very important soft
electromagnetic materials have been used extensively in civilian facil-
ities [9]. The Mn-Zn ferrites with a spinel crystal structure could absorb
and decay electromagnetic waves (EMW) energy by ferromagnetic re-
sonance [10]. For improving the absorbing properties and optimizing

http://dx.doi.org/10.1016/j.jaap.2017.06.007
Received 16 August 2016; Received in revised form 20 April 2017; Accepted 10 June 2017

⁎ Corresponding authors.
E-mail addresses: lizhipengcn@hit.edu.cn (Z. Li), hit_tianyu@163.com (Y. Tian).

Journal of Analytical and Applied Pyrolysis 126 (2017) 201–208

Available online 12 June 2017
0165-2370/ © 2017 Elsevier B.V. All rights reserved.

MARK

http://www.sciencedirect.com/science/journal/01652370
http://www.elsevier.com/locate/jaap
http://dx.doi.org/10.1016/j.jaap.2017.06.007
http://dx.doi.org/10.1016/j.jaap.2017.06.007
mailto:lizhipengcn@hit.edu.cn
mailto:hit_tianyu@163.com
http://dx.doi.org/10.1016/j.jaap.2017.06.007
http://crossmark.crossref.org/dialog/?doi=10.1016/j.jaap.2017.06.007&domain=pdf


preparation conditions of ferrite, dopants including silicon dioxide,
rare-earth elements and the other transition metal elements were em-
ployed in ferrites production [11]. Doping the silicon into the ferrite
could improve the grain boundary resistance during the ferrite pre-
paration. The silicon and calcium doped together into the ferrite could
change the chemical properties of crystal boundary and decrease the
sintering temperature; some rare earth elements or transition metals
could affect the electromagnetic properties of ferrite due to their place
in the crystal structure [12]. Nowadays, most researches focused on
single or a few kinds of dopants in ferrite for improving the electro-
magnetic properties or optimizing the preparation conditions, however,
dopants with complex mixture of more metallic elements had not been
paid more attention.

The microwave induced pyrolysis char of wastewater sludge was a
complex mixture contained silicon, calcium, aluminum, copper, iron
and a small amount of rare earth elements. Doping the microwave in-
duced pyrolysis char of wastewater sludge into the ferrite might im-
prove the electromagnetic properties. Mn-Zn ferrite (Zn0.5Mn0.5Fe2O4

ferrite) was synthesized with microwave-induced pyrolysis char of
sewage sludge as dopant had been reported in previous study [10]. A
new phase of iron deficient ferrite (Zn0.75Mn0.75Fe1.5O4) had been
formed, which was responsible for the acquisition of magnetic prop-
erties for the materials, and its content even determined the saturation
magnetization values [13]. In this study, the effect of doping the mi-
crowave induced pyrolysis char of wastewater sludge on the new phase
of iron deficient Mn-Zn ferrite (Zn0.75Mn0.75Fe1.5O4 ferrite) preparation
was investigated. Meanwhile, the microwave induced crystallization
and rapid thermal annealing process were utilized in the iron deficient
Mn-Zn ferrites preparation. The iron deficient Mn-Zn ferrites were ex-
amined to obtain crystalline microstructure and absorbing EMW prop-
erties of ferrites. The reuse of wastewater sludge pyrolysis char for iron
deficient Mn-Zn ferrites preparation could reduce the potential en-
vironment pollution of hazardous materials in the pyrolysis char.

2. Materials and methods

2.1. Preparation of microwave induced pyrolysis char

The preparation method of microwave induced pyrolysis char was
similar to that described in previous study [10]. Microwave heating
furnace with emitting frequencies near 2.45 gigahertz (GHz) was used
for microwave induced heating experiment, which was consisted of a
rectangular microwave cavity resonator, a magnetron for generating
high power microwave pulse, a power continuous-adjustable control
system to supply the output power within the range of 0.5 kW to
2.7 kW, a pyroelectricity infrared sensors system and a synchronous
data acquisition system. The tar and gas were produced during the
sewage sludge pyrolysis process passed through the tar products col-
lection unit with an ice-water bath, and then the residual gas was fully
absorbed by alcohol, and the gas was collected by reservoir bag finally.
During microwave induced pyrolysis process, the preparation of pyr-
olysis char of sewage sludge was completed within about 15 min with
800 ∼ 1500 W of microwave input power. It could be seen from pre-
vious study [10] that the silicon dioxide and metal oxides were the
major constituents in the pyrolysis char, which were accounting for
about 85% of the pyrolysis sludge char by weight.

The main chemical properties of pyrolysis sludge chars are given in
Table 1. The pyrolysis experiments of wastewater sludge (50 g,
moisture content 81.2 wt%) were carried out by microwave-assisted
method and traditional method in an electric furnace. Solid char yields
of wastewater sludge were different by microwave-induced pyrolysis
and traditional pyrolysis method (in an electric furnace), and the
weight yields of sludge char achieved were about 7.54 wt% and
10.38 wt%, respectively. It was suggested that the pyrolysis of sludge
was more thoroughly by microwave-assisted method. The main com-
ponents of pyrolysis sludge char produced by microwave assistant Ta

bl
e
1

C
om

po
ne

nt
s
of

py
ro
ly
si
s
sl
ud

ge
ch

ar
an

al
ys
es

w
it
h
m
ic
ro
w
av

e
as
si
st
an

t
an

d
tr
ad

it
io
na

l
m
et
ho

d
(i
n
an

el
ec
tr
ic

fu
rn
ac
e)

(e
xp

re
ss
ed

as
w
t%

).

Py
ro
ly
si
s
m
et
ho

d
Si

Fe
A
l

M
g

C
a

M
n

Zn
Pb

C
u

Ti

M
ic
ro
w
av

e
as
si
st
an

t
19

.1
89

±
2.
76

5
6.
03

8
±

29
4

5.
43

3
±

0.
86

4
1.
14

1
±

0.
23

9
4.
10

9
±

0.
18

8
0.
16

3
±

0.
00

3
1.
13

3
±

0.
02

1
0.
01

4
±

0.
00

1
0.
06

4
±

0.
00

2
0.
02

7
±

0.
00

2
Tr
ad

it
io
na

l
m
et
ho

d
12

.6
57

±
3.
03

1
3.
29

4
±

1.
17

6
2.
98

1
±

0.
54

5
0.
58

8
±

0.
07

6
1.
94

7
±

0.
08

5
0.
07

4
±

0.
00

1
0.
46

1
±

0.
00

1
0.
00

6
±

0.
00

1
0.
03

7
±

0.
00

1
0.
01

2
±

0.
00

1
Py

ro
ly
si
s
m
et
ho

d
C
d

Ba
Sr

C
e

K
N
a

H
g

C
r

P
C
l

M
ic
ro
w
av

e
as
si
st
an

t
0.
00

4
±

0.
00

1
0.
19

3
±

0.
00

6
0.
02

4
±

0.
00

2
0.
03

2
±

0.
01

1
1.
65

5
±

0.
02

4
0.
65

1
±

0.
03

1
–

0.
01

6
±

0.
00

4
3.
62

8
±

0.
74

3
0.
08

4
±

0.
02

7
Tr
ad

it
io
na

l
m
et
ho

d
–

0.
08

2
±

0.
00

4
0.
01

6
±

0.
00

3
0.
01

8
±

0.
00

9
0.
72

3
±

0.
00

8
0.
34

6
±

0.
01

5
–

0.
00

7
±

0.
00

2
2.
02

1
±

0.
57

8
0.
14

8
±

0.
03

4

F. Liu et al. Journal of Analytical and Applied Pyrolysis 126 (2017) 201–208

202



Download	English	Version:

https://daneshyari.com/en/article/5134673

Download	Persian	Version:

https://daneshyari.com/article/5134673

Daneshyari.com

https://daneshyari.com/en/article/5134673
https://daneshyari.com/article/5134673
https://daneshyari.com/

