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ARTICLE INFO ABSTRACT

Editor: G.L. Dotto gu‘ne group on rice husk magnetic nanoparticle bicomposites (RHB-MH) was synthesized by one-step sol-

Keywords: vothermal method. The new finding of biocomposites is utilization of rice husk cellulose as a support which

Adsorption produced high amine content on surface of magnetic nanoparticle (MNPs). The rice husk cellulose (RH-D), iron

Pb(I1) ion (I) chloride hexahydrate, Na-acetate anhydrate were mixed in ethylene glycol, then kept at + 200°C for 6 h.

Magnetic nanoparticle Amine modified MNPs was constructed by addition of 1,6-hexanediamine in mixture before the reaction. The

S“i‘fe k;::k | MNPs was growth on surface of RH-D then formed biocomposites. The Fe content about 93.11 % and the
Vol rma

magnetic nanoparticle structure was proved by specific peaks at 36°, 43", 63" for magnetite. The magnetic
saturation value of biocomposites about 16.4 emu/g. The thermal stability of biocomposites showed up to 200
oC with less than 10 % of mass degradation. Higher amine content of 12.3 mmol/g on biocomposites was
achieved after addition of 7 mL of 1,6-hexanediamine (RBH-MH2). Amine functional group on biocomposites
exhibited the resonance bands at 1645 cm ™' and 1050 em ™', The adsorption of Pb(II) ion on RBH-MH2 follows
pseudo 1 st order kinetic and well-fitted by Langmuir adsorption isotherm model which have maximum capacity
of 680.19 mg/g at room temperature and pHe ~ 5. The RBH-MH2 have significant effect to capture Pb(II) ion due
to electrostatic interaction and showed 3.6-fold higher adsorption capacity than rice husk biocomposites without
modification. The amine-rich on biocomposites does not only provide an easy retrievable from aqueous solution
but also potential candidate for effective green adsorbent.

1. Introduction adsorption [10-15]. Adsorption technique is simple, effective, and has
high binding capacities for manganese, iron, cadmium, and lead ion

Recently, issue of environmental is a serious topic due to big effects adsorption [7,16-18].

to the environment and human. The contamination of water due to
heavy metal and organic compound as well as dye has become a great
environmental concern worldwide. Generally, heavy metal ions possess
high toxicities and easily accumulated on organisms through the food
chain mechanism [1]. One of dangerous metal ion is lead, when severe
lead poisoning causes neonatal mortality and most serious effects is to
break central nervous system [2]. Lead also can damage reproductive
system such as kidney, liver, basic and brain functions [3]. Recent de-
velopments in adsorption technique of heavy metal ion and dyes in
aqueous solution lead to a renewed interest in surface modification of
adsorbent. It was modifying by surface functionalization with specific
functional groups on polymeric materials [4-9]. There are several
techniques water treatment technologies to remove metal ion in aqu-
eous solution including chemical precipitation, photo catalytic pur-
ification, microwave catalysis, precipitation, ion exchange and
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Based on economical and environmental points of view, utilization
of low cost agricultural by-products is main concern on this research.
Conventionally, to eliminate the rice husk (RH) as waste only by
burning or covering land that can cause air pollution due to increasing
of CO gas [19,20]. Beside, RH has potential application as adsorbent by
functional groups on surface such as amidogen and carboxyl [21].
However, the application of RH as adsorbent could be effective by
modified surface using chemicals such as mineral and organic acids like
tartaric acid, sodium hydroxide, oxidizing agent, etc. via increasing the
number of functional groups. RH contains of 50 % of cellulose which
have light weight and better mechanical properties [22,23]. So that, RH
is a potential natural fiber source as raw material to mix wi Ps for
composite material. MNPs which have unique properties have been
used in research such as magnetic storage [ 24], immunoassay [25] and
photocatalyzing reaction [26,27]. The synthesis of MNPs by
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solvothermal method produces nanoparticles that are stable, uniform
particle size and good magnetification property [7,28].

Following our previous work [28], we have developed RH fiber and
functionalized MNPs as biocomposites material. Amine group was in-
troduced onto biocomposites structure by one-step reaction. Batch ad-
sorption study was carried out to investigated adsorption behaviors of
Mn(Il}) ion and total suspended solid by biocomposites magnetic na-
noparticle rice husk cellulose based as adsorbent [17]. Moreover,
concern on improving for high quality of functional material, we de-
velop a biocomposites using waste material and modified surface which
having chemical, physical and adsorption properties. In this study, we
reported one-step synthesis to enhance amine functionalize MNPs on
RH cellulose and its capability to capture Pb(I[} ion in aqueous solution.
The RHB-MH was synthesized in solvothermal method by variation of
amine source, analyzed and also characterized which have high amine
content on biocomposites. The kinetic adsorption type, effect pH of
solution, Pb{ll) ion adsorption isotherm and reusability of adsorbent
were also investigated.

ﬁlateria] and methods

2.1. Material

The rice husk (RH) was taken from rice mill at pura, South
Kalimantan. Anhydrous sodium acetate (CoH3NaOs), wron({IIl) chloride
hexahydrate (FeCl;.6H:0), ethylene glycol (Cellz02), 1,6-hex-
anedi e (CgHigN2, HDMA), lead(Il) nitrate (Pb{NOs).), hydro-
chloric acid (HCL), and sodium hydroxide (NaOH) were purchased from
ACROS. The analytical grade for all the chemicals were chosen and used
without further purification.

2.2, Rice husk cellulose preparation

5

Untreated RH was washed with distilled (DI) water for two times,
and then dried at 105 °C. Dried RH was blended, then continucus with
60 mesh sieves and through to delignification step. The 40 % of RH
soaked in solution of 1% NaOH, heated at 80 °C while stirring rate at
150 rpm for 2 h. After reaction, the RH washed with DI water until
filtrate becarf@@neutral. The obtained product was rice husk cellulose
(RH-D) after dried at 90 °C for 24 h.

2.3. Synthesis of amine functionalized rice husk magnetic nanoparticle
biocomposites

The biocomposites was produced by one-step solvothermal reaction
base on previous works [28] with slight modification. Briefly, the
mixture 24 mL of ethylene glycol, 0.8 g of iron(Ill) chloride hexahy-
drate, and 1.8g of sodium acetate anhydride, heated at 80 °C under
stirred then added 5g of RH-D. In order to functionalized surface of
magnetic nanoparticle of 5, 7 and of 1,6-hexanediamine was
added for each batch, and keep at 200 “Ctor 6 h in Teflon stainless steel
autoclave. After reaction, the reactor cooling manually, then black
biocomposites was taken from the mixture by employing external
magnetic field and then rinsed with DI water and 40 % of ethanol for 3
times. The biocomposites produced by 5, 7, and 9mL of 1,6-hex-
anediamine were called RHB-MH1, RHB-MH2, and RHB-MH3, respec-
tively. Naked MH was produced same procedure above without addi-
tion of fiber. As a control, biocomposites without addition of 1,6-
hexanediamine (RHB-M) was also produced. In other hand, the all
obtained materials were kept in DI water for future use as adsorbent.

2.4 gismpnm of Ph(II) ion onto amine functionalized rice husk magr

The highest concentration of amine group on biocomposites was
chosen as the best adsorbent for adsorption of Pb(Il) ion. The Pb({I) ion
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removal was carried out in batch experimental. A 200 mL of a certain
concentration of Pb{I[) ion in 300 mL bottle and adjusting to pH 5, 6,
and 7 with 1M HCl or 1M NaOH. A weighed amount of RHB-M and
RHB-MH was added into bottle. The mixture w ced in a shaker
(Firstek Scientific) at room temperature for certain contact time: 15, 30,
60, 120, 180, and 240 min. After experiment, the solution was sepa-
rated by external magnetic field and filtered by using 0.2 pm PVDF
membrane! inally, the filtrate was analyzed for Pb{ll) ion con-
centration using inductively coupled plasma atomic emission spectro-
photometer (ICP-AES JY2000 2, Horiba Jobin Yvon). The Pb{ll} ion
adsorbed was described from the difference between initial and final
adsorbate con@@tration. The data was taken in duplicate and the
average value. In order to investigate the performance of biocomposites
for repeated uses, the Pb(Il) ions-loaded RBH-M and RBH-MH were
desorbed by shaking in 0.1 N HC for 4 h. After washing with DI water,
the regenerated RHB-M and RHB-MH were used as the adsorbent for the
next cycle. The recycle usage of adsorbent was repeated for three times
in duplicate sample.

2.5. Characterization

The surface morpholo f magnetic nanoparticle rice husk cellu-
lose based biocomposites was examined by Field-emission scanning
electron microscopy (FE-SEM, JOEL JSM-6500 F). The X-ray diffraction
(XRD) measurement was investigated on Rigalku D/MAX-B X-ray dif-
fractomete@ using Copper K-alpha (CuK¢) radiation. The machine
worked at 40kV and 100mA for oper: voltage and current, re-
spectively. Brunauer-Emmet-Teller (BET) surtace area was evaluated by
nitrogen adsorption-desorption using a Quantachrome, Autosorb-1 in-
strument. The superconducting quantum interference device (SQUID,

eShore 7307) magnetometer was used to study magnetic property.

urier transform infrared spectrometry (FT-IR, Bio-rad, Digilab FTS-
3500) was taken to identify the functional groups on sample. For de-
gradation material was studied by thermal gravimetric analysis (TGA)
analysis using a Perkin Elmer, Diamond TG/DTA at 30 °C-1000 °C in
nitrogen atmosphere flow (10 °C/min). The degradation material con-
tent in sample was studied by mass degradation from TGA curves. The
surface charges of all materials were determined by zeta potential
analyzer (Zetasizer 2000, Malvern Instrument, Malvern, UK). Retro-ti-
tration method was used for calculating amine ent on biocompo-
sites [29]. 50 mg of sample was added in to 25 of 0.01 M HCI and
then shaken for 2h at room temperature. 10 mL of supemnatant was
titrated by 0.01 N NaOH after through filtration. The amine group
concentration calculation using:

Crrn = (Cua - Vuc) — (5 CNaOH-VNaOH)]
T I

Meample

1

where Cyq and Cpuop are the concentratiolg HCI solution (mmol /L)
and concentration of NaOH solution (mmol/L), respectively, Vg is the
volume of HCI solution (L), Viaou is tgvolume of NaOH used in the
titration of non-reacted acid’s excess (L) and memple is the weight of
sample (g).

3. Results and discussion

3.1. Characterization of amine functionalized rice husk magnetic
nanoparticle biocomposites

Rice husk has complex structure consist of hemicelluloses and
lignin. The cellulose from RH was obtained by delignification. The re-
sult of RH cellulose was give different in the term of color, morphology,
structure, and functional groups. The original color of RH is brown after
treatment turns become gray (Fig. 1. inset). Treatment by NaOH cause
breaking lignocelluloses structure of RH. As shown in Fig.1 by FE-SEM
observation, the surface morphology has shown irregular shape and
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Fig. 1. FE-SEM images of (a) rice husk and (b) rice husk after delignification.

bumpy surface. After treatment, hemicelluloses, lignin and silica were
removed from surface of RH [28,30]. It clearly showed the surface of
RH smoother and extended in diameter.

Amine magnetic nanoparticle functionalization (MH) was success-
fully synthesized onto surface of rice husk cellulose. MH formation was
generated in the presence of HMDA during the synthesis; different
concentrations of HMDA have effects on the amount of amine con-
centration on MNPs. Amine source from HMDA as primary amine
which contain of two hydrogen atoms and one atom nitrogen bonded
on surface to form -NH,. The schematic diagram of preparation mag-
netic nanoparticle rice husk cellulose based biocomposites as shown in
Fig. 2.

The qualitatively technique using Ninhydrin which generated a
Ruhemann’s purple colored solution was used to identified amine group
on the surface of biocomposite (Fig. 3, inset). Amine groups was con-
firmed which purple color developed for each biocomposites. The
amine concentration on RHB-MH1, RHB-MH2 and RHB-MH3 were
about 3.64; 12.3; 5.97 mmol/g, respectively. In addition, amine func-
tionalization on RHB surface was also protected of iron for leaching to
solution at low pH. In the case of aminated functinalization of magnetic
nanoparticle coated on montmorillonite (Mt@MH), the amine content
on RHB-MH almost same with Mt@MH [7]. Fig. 3 showed the surface
texture of RHB in different concentration of HMDA and without addi-
tion of HMDA. It clearly revealed the round shaped of monodispersed
magnetic nanoparticles were growth and covered surface layer of RH
cellulose. HMDA is play role in the magnetic nanoparticles (Fes04)
formation, when HMDA grafting on the core site of Fe;0,, it prevents to
further growth and directly functionalized by amine group. Base on
images, the Fey0, particle size of RHB-M (Fig. 3(a)) is 2-fold bigger

D

Tron (TIT) Chloride
Hexahydrate
Ethylene glycol
Na-acetate
1.6-hexadiamine

RH cellulose

200°C,6h

than that all biocomposites which prepared by addition of HMDA. In
other hand, the Fe;0, was turn to aggregate for higher concentration of
HMDA (Fig. 3(d)). Presumably, higher amount of amine group will
block remaining ferric ion to growth become Fe3O4. The less amount of
Fe304 on RHB-MH1 is shown in Fig. 3(b) compare Fe;04 on RHB-MH2
(Fig. 3(c)). This observation also confirms by XRF result for Fe content
on RHB-MH1, RHB-MH2 and RHB-MH3 are 90.12 %; 93.10 %; and
87.99 %, respectively.

The FT-IR spectra (Fig. 4) ibited the resonance bands of amine
group (1645cm~! and 1050cm™!), Fe—0O (598cm™!), S§i—0
(1098cm™') and OH (3400 cm ") bindings [7,28,30]. The RH and
RHD founded Si—0 band, it confirms that the RH content of Si. In ad-
dition, all samples for RHB spectra shown specific peak for Fe-O and
amine group, it indicates the magnetic nanoparticle surface modifica-
tion by one-step solvothermal treatment has been achieved. In the term
of specific peaks for amine groups, RHB-MH2 has high peak intensity
which related to concentration amine group on the surface of RHB. This
result also confirm by Nynhidrin test and amine content for RHB-MH2.

The results obtained from the analysis of XRD are presented in
Fig. 5. The typical spectrum of RH and RH-D could be observed for
amorph and crystalline around peak at 20 = 16.2 and 22.6, respec-
tively. Delignification treatment was increased the crystalline index
(CrD) of RH from 56.67% to 77.55%. The increasing number of Crl is
due to releasing of silica, lignin and hemicelluloses. The amorph on
lignocelluloses material is a less number of organized polysaccharide
structure which the position is at low angle and broad peak [31]. Strong
evidence crystalline of Fe;0,4 was formed on surface of RH for specific
peaks at 36°, 43", 63° [32]. Again, high intensity of Fe,0, peak for RHB-
MH2 is elated with FE-SEM, FT-IR and XRF results.

Amine rice husk magnetic
nanoparticle biocomposites

Fig. 2. Schematic preparation of amine rice husk magnetic nanoparticle biocomposites by solvothermal method.
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Fig. 3. FE-SEM images (a) RHB without addition of HMDA (RHB-M); (b) RHBE with addition of 5 mL of HMDA (RHB-MH1); RHBE with addition of 7 mL of HMDA

(RHB-MH2); and (c¢) RHB with addition of 9mL of HMDA (RHB-MH3).

1 RHBE-MHI | 1

|
1 RH-D 1 %i-0OH

Transmitance (%, a.u)

4 ERH 1 |

4000 3500 3000 2500 2000 1500 1000 500
Wavelength (cm™)

Fig. 4. IR spectra of rice husk (RH), rice husk cellulose (RH-D); rice husk bio-
composites with addition of 5mL of HMDA (RHB-MH1), rice husk biocompo-
sites with addition of 7 mL of HMDA (RHB-MH2) and rice husk biocomposites
with addition of 9 mL of HMDA (RHB-MH3).

Further analysis, RHB is a magnetite (Fe;0,) phase which has su-
perparamagnetic properties, and will have reaction to extermal mag-
netic fid which facilitate for separation. The biocomposites which
contain of 0.5g of fiber in 90 mL of water takes 50s apart from the
solution (Fig. 6 inset). The saturation magnetization measurement was
investigated at room temperature employing SQUID analysis. Fig. 6
presents the result of ferromagnetic behavior of MH and RHB-MH2. The
value of magnetic saturation of MH and RHB-MH2 are 67.94 and
16.47 emu/g, respectively. Decreasing magnetic saturation value of
RHB-MH2 was 75.7 %, it is due to an appreciable amount of RH

Intensity (%, a.u.)

i, RHB-MH2
RHB-MH1

_M... N

| B
|

1
L S L L L L B L L L B R LR A BN AR L

10 15 20 25 30 35 40 45 50 55 60 65 70 75 80 85 90

Diffraction angle, 2 theta (degree)

Fig. 5. Typical XRD pattern of rice husk (RH), rice husk cellulose (RH-D); rice
husk biocomposites with addition of 5mL of HMDA (RHB-MH1), rice husk
biocomposites with addition of 7 mL of HMDA (RHB-MH2) and rice husk bio-
composites with addition of 9 mL of HMDA (RHB-MH3).

cellulose. It is apparent from Fig. & when MH in the composite form will
loss amount of saturation value [33].

The nitrogen adsorption-desorption isotherm and distribution of
pore diameter of RH-D and resulting biocomposites were shown in
Fig. 7. The porosity is clearly difference from RH-D and biocomposites.
The RH-D exhibits low up take nitrogen amount in isotherm, which
confirm by low surface area of 1.309 m%/g. In contrast, the all bio-
composites show type II isotherm which higher adsorption nitrogen
amounts as compare of RH-D [34]. The BET surface area (SBET) of
RHB-MH2 is significantly increased 15-fold higher than RH-D. The
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Fig. 6. Magnetization curve of magnetite (MH) and rice husk biocomposites
with addition of 7 mL of HMDA (RHB-MH2) at room temperature.
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Fig. 7. The nitrogen adsorption-desorption (a) isotherm and (b) distribution of
pore diameter of RH-D, RHB-M and RHB-MHZ2.

determinated SBET of RHB-M and RHB-MH2 were 9.1139/3 and
19.954 m?/g, respectively. The pore volume (Fig. 7a) and pore diameter
(Fig. 7b) analysis distribution of RH-D were smaller than those bio-
composites. The formation of magnetic nanoparticle on surface of RH-D
which leads to significant increased the surface area. The critical im-
portant for this results is technique to improved the surface area by
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Fig. 8. TGA curve of rice husk (RH); rice husk biocomposites without of HMDA
(RHB-M); rice husk biocomposites with addition of 7 mL of HMDA (RHBE-MH2).

surface functionalization [35,36].

The gravimetric analysis was conducted for study typical degrada-
tion of biocomposites. Fig. 8 shows samples carbonized up to 1000 °C.
In Fig. 8 for RH, there is a clear trend of decreasing weight for three
stages. The 1st stage weight loss of RH located at temperature < 200 °C
which dehydration or evaporation of light organic compound was oc-
curred. The weight loss of 2nd stage was indicated at 200 "C-500°C
which degradation of hemicelluloses, cellulose and lignin and 3rd stage
occurred at 700 °C [37]. For MH, it indicated only evaporation of water
that proved by no significant weight loss during heating process. For
RHB-M and RHB-MH2 also have 3 stages, the third stage is decom-
position of amine groups on magnetite in the range 750 “C-800 °C. In-
terestingly, amine functionalized magnetic biocomposites produced the
higher amount of magnetite. The excess amount base on TGA curve of
RH, RHBE-M and RHB-MH2 are 42.2 %; 50.98 %; 60.96 %, respectively.
Based on this data, RHB-MH2 containing of magnetite 10 % higher than
that RHB-M. This result also confirm by XRF and SEM observation.

3.2, Adsorption Kinetic ng(H) onto amine functionalized rice husk
magnetic nanoparticle biocomposites

The rice husk biocomposites with amine functionalized magnetic
nanoparticles was employed to adsorp Pb(Il) ion. The RHB-MH2 was
chosen as adsorbent with high amount of magnetic and amine groups.
The experiment was conducted in batch process and investigated the
optimum time for adsorption. The amount of Pb(II} ion being adsorbed
by RHB-MH2 was considered difference of original concentration and
concentarion after adsorption. As a control, the rice husk biocomposites
without amine group also used as adsorbent for their capability to ad-
sorb Pb(II) ion.

Pb(I]) ion kinetic adsorption was evaluated with initial concentra-
tion of 50 mg/L at pH 5. The Pb(Il) ion adsorbed capacity increases
linearly up to 139 mg/g in 1 h adsorption as shown in Fig. 9. Afterward,
the Pb(II}) ion adsorbed rate increases slightly and constant to final of
163.9 mg/g was reached after 3 h. On this condition, a phase of equi-
librium adsorption rate was occurred where there is no Pb(Il) ion ab-
sorbed. Surprisingly, the optimum adsorption time is shorter than other
type of adsorbent for same condition such as montmorillonite coated
magnetic nanoparticle (Mt@MH) (MH@C) [7]. data was fit to Pb
(I} ion adsorption using 2 models, there are pseudo 1st order and
pseudo 2nd order kinetic models. The calculation are described [38]:

dg,

dt = ki(g.-q)

1
where q, : Pb{ll) ion adsorbed (mg/g) at equilibrium
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Fig. 9. Pb(Il) adsorbed after adsorption at various of contact time onto RHE-M
and RHB-MH2 at room temperature. Pb(ID) initial concentration of 50mg/L, pH
5, shaking rate 150 rpm.

q; : Pb{ll) ion adsorbed (mg/g) time
k,: is the rate constant of adsorption (min~').

dq, _
- = kla-q) @

é‘lere q, : the maximum adsorption capacity (mg/g)

k,: rate constant of the pseudo-2nd order equation (g/mg min)

q, :the amount of Pb(Il) adsorbed (mg/g).

The parameters ese two kinetic models (equilibrium value of g,
and rate constant) were calculated by using non-linear regression and
the result shown in Table 1. It seems that the pseudo 1st order kinetic
model fitted well because of the higher number of coefficient correla-
tion (r*).

Based on adsorption maximum capacity of both adsorbent, the RHB-
MH2 has better adsorption capacity 3.6-fold higher than RHB-M, this
may occur because RHB-MH2 functionalized by amine group which has
more ligand to capture ion. Beside, RHB-MH2 has a ller diameter
particle size, so it can provide high surface area, with permeability
and stable of mechanical and thermal properties.

3.3. The Effect of pH on g(ﬂ) ion adsorption onto amine functionalized
rice husk magnetic nanoparticle biocomposites

It is known the equilibrium pH (pH.) of solution is a key factor in
the term of metal ion removal and also determine the main driving
force for adsorption. Adsorption capacity of RHB-M and RHB-MH2 has
influenced by pH of solution, this could be happened corresponds to

ehle 1

The kinetic parameters of Pb(II) ion adsorption onto RHB-M and RHE-MH2 at
room lEITl])ETal'IJIE.

Adsorbent avet[c Model Parameter Constant Value
RHE-M pseudo 1% order mg/g) 45.54
k; (min} 0.048
s 0.977
pseudo 2 order g (mg/g) 49.50
K, (g/mg min) 0.0015
s 0.973
RHB-MH2 pseudo 1% order q. (mg/g) 163.93
k; (min) 0.0342
'S 0.9875
pseudo 2™ order q- (mg/g) 187.43
ka (g/mg min) 0.0002
s 0.972
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Fig. 10. Pb(II) adsorbed in various of pH onto RHB-M and RHBE-MH2 as ad-
sorbent. Pb(Il) initial concentration of 50 mg/L, shaking rate 150 rpm, 2 h.

protonation or deprotonation of adsorbent active side surface and also
degree of ionization and species type [39,40]. In this research, only 5-7
range of pH were applied, because Pb(II} ion will precipitate on base
condition to form Pb(OH)2. The ability of RHB-M and RHB-MH2 as
adsorbents on Pb(Il) ion adsorption can be seen in Fig. 10. It shows the
optimum condition at pH 5 for RHB-M and RHB-MH2 adsorbent with
adsorption capacity about 45.54 mg/g and 163.93 mg/g, respectively.
For RBH-MH2, the trend of adsorption capacity is quite constant at pH
5, 6, and 7. In addition, capability of RHB-MH2 adsorption toward Pb
(IT) ion about 3.6-fold than that RHB-M at pH 5. The higher adsorption
capacity of RHB-MH2 because presence amine groups on biocomposites
surface, ilmkes surface stable in positive charged due to formation
of-NH;*. Water solubility of amines is enhanced by hydrogen bonding
involving these lone electron pairs, then interacted with Pb(Il) ion as
shown in Fig. 11. This phenomenon is also supported by surface charge
measurement of materials (Fig. $1). The RHB-MH2 is positive charged
at pH value < 7, then become negative charged at pH > 7. It proved
that the formation of cationic amine groups on the range of pH 2—7. In
addition, the surface charged of RH-D will shift to higher positive
charged due to formation of magnetic nanoparticle.

The RBH-M have point zero charge (PZC) at pH about 5.5, so that
the surface of RHB-M below PZC on positive charged and over PZC in
negative charged. On this condition, the adsorption capacity of RHB-M
will increased due to negative charged formation and electrostatic in-
teraction is the dominant driving forces to capture Pb(Il) ion. The
protonation of Pb(Il) ion in the range of pH facilitate electrostatic and
complexation mechanism will have good capability for adsorption.

3.4. Adsorption Isotherm of Pb(II) ion onto magnetic nanoparticle rice husk
cellulose based biocomposites

The adsorption isotherm of Pb{ll) ion toward RHB-M and RHB-MH2

was applied by using Langmuir adsorption model as shown in Eq. (3).
— ancc

¢ 1+DbC, (3)

Where:

ge : amount of Pb{ll) ion adsorbed at equilibrium (mg/g)

Q" maximal adsorption capacity (mg/g)

Cg: equilibrium concentration (mg/L)

b : adsorption constant (L/ mg).

Fig. 12 shows the adsorption isotherms of adsorbent, the isotherms
could be well-fitted with Langmuir model as demonstrated by the
square of correlation coefficients close to unity about 0.95 in Table 2.

The maximal adsorption capacity of RHB-M and RHB-MH2 were
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Fig. 11. Adsorption mechanism of Pb(II) ion on amine magnetic nanoparticle biocomposites.
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Fig. 12. Langmuir adsorption isotherm of Pb(II) ion onto RHB-M and RHE-MH2
as adsorbent at room temperature for 2h, pH 5 and shaking rate 150 rpm.

Table 2
Parameter of Langmuir adsorption isotherm of Pb(II) ion onto RBH-M and RBH-
MH2 at room temperature, 2 h, pH 5.

Isotherm constant RHB-M RHB-MH2

Q° (mg/g) 300.78 680.19

b (L/mg) 0.0027 0.0123

& 0.952 0.982
Table 3

The maximum adsorption capacity of Pb(Il) ion adsorption on different ad-
sorbent.

Adsorbent Adsorption pH. Reference
capacity (mg/g)

Magnetic-biochar 64.13 & 151
Magnetic polyethyleneimine 96.60 [ [4]
Fe40,-50,H MNPs 10893 7 [41]
Amine/thiol bifunctionalized MNPs 11013 5 [&]
L-arginine modified magnetic chitosan 12863 [ [9]

EDTA functionalized magnetic-biochar 126.31 6 51
Magnetic nanoparticle rice husk 300.78 5 This study

biocomposites (RHB-M)

Amine functionalized rice husk magnetic  680.19
nanopatticle biocomposites (RHBE-
MHZ2)

w

This study

3{}09 mg/g and 680.19 mg/g, respectively. The adsorption capacity of
RHB-M and RHB-MH2 for Pb(Il}) ion adsorption was also studied and
reported by researcher using different adsorbents [4-6,9,41] as shown
in Table 3. When compared to same Pb(II) ion adsorption, the adsorbed

maximum capacity of REBH-MH2 approximately 5.26-fold higher than
EDTA functionalized magnetic-biochar as highest adsorbent.

The prepared RHB-M and RHB-MH2 were successfully regenerated
with nearly constant number of adsorption capacity. The recovered
adsorbents were kept in 0.1 N HCI for 4 h with vigorous stirring to re-
move Pb({I]) ion. The capacity of the recovered RHB-MH2 was slightly
lower than that observed in the first run. For 4-repetition adsorption,
only 4% uptake capacity decrease was observed (Fig. 13). In other
words, the Pb({II) ion can be adsorbed on RHB-MH2 and the perfor-
mance has not significantly deteriorated after several times repetition.
The RHB-MH2 has been shown as a effective adsorbent for wastewater
treatment, especially for metal ion removal in the wastewater effluent

4. Conclusions

Amine-rich functionalized on cellulose based magnetic nano-
particles rice husk biocomposites was successfully synthesized onto rice
husk cellulose (RH). The rice husk cellulose was coated by aminated
magnetic nanoparticle via one-step solvothermal meth he max-
imum adsorption capacity for Pb(II) ion was achieved up to 680.19 mg/
g at pH. — 5. The high up take capacity of RHB-MH2 is significantly
increased due t ine functionalization on surface of magnetic na-
noparticle. The electrostatic interaction was proposed as the primary
driving force for Pb(II) ion adsorption. In addition, the RHB-MH2 has
ferromagnetic properties which can facilitate the retrieval of adsorbent
from waste stream by external magnetic field. The cellulose based
magnetic nanoparticles rice husk biocomposites as promoting effective
adsorbent for heavy metal ion removal from agqueous solution. The low
cost raw material used also has good impact for waste utilization and

20
200 { EEEE RHB-M
BN RHB-MH2
180 4
T 160 §
&
E 10
£
120 4
3
100 4
§
E‘ B 4
=
B 604
40 4
20 4
0 -+
0 1 3

Run

Fig. 13. Pb(ID) ion adsorbed in number of recycle by RHB-M and RHB-MH2 as
adsorbent at room temperature. Pb(Il) initial concentration of 50mg/L, pH 5,
shaking rate 150 rpm for 2 h.
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