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Abstract. This work presents a preliminary rock magnetic characterization of four Fe-oxides samples
(MDaloe, MDpectin, P1 and P2 samples). The study was performed in order to know the nature, oxidation
state, particle sizes and approximate shapes of these oxides, synthesized at room temperature via co-
precipitation of Fe salts in pectin from Aloe vera. All the rock magnetic measurements were carried out
in a versatile, highly sensitive (5x10¢ Am?/kg) and unique Variable Field Translation Balance (VFTB). The
analysis of the thermomagnetic (high and low temperatures), thermosusceptibility and isothermal remanent
magnetization (IRM) curves, reveal the presence of magnetite, largely oxidized to maghemite. Hysteresis
parameters for MDaloe and MDpectin samples indicate that they contain non-stoichiometric multidomain
(MD) magnetite. On the other hand, P1 and P2 samples seem to have maghemitized fine-grained magnetites
of about 10 nm of diameter (superparamagnetic / single domain threshold), with cubic (P1) and acicular (P2)
shapes. The mmol total Fe/meq COO ratios in the biomass (pectin), used in the synthesis of these samples,
might have conditioned the growth, ordering and geometry of the magnetite particles.

Key words: Aloe Vera, green synthesis, maghemite, nanomagnetites, superparamagnetism, variable
translation field balance

RESUMEN. Este trabajo presenta una caracterizacidon magnética preliminar de cuatro muestras de 6xidos de
Fe (muestras MDaloe, MDpectin, P1 y P2). Este estudio se llevd a cabo para conocer la naturaleza, estado de
oxidacién, tamafios y formas aproximadas de dichos 6xidos, sintetizados a temperatura ambiente a través
de la co-precipitacion de sales de Fe en pectinas de Aloe vera. Todas las mediciones magnéticas se hicieron
en una balanza Unica de translacion de campo variable (VFTB por sus siglas en ingés), particularmente
versatil y altamente sensible (5x10¢ Am?/kg). El analisis de las curvas termomagnéticas (altas y bajas
temperaturas), termosusceptibilidad y magnetizacion remanente isotermal (IRM) revelan la presencia de
magnetita altamente oxidada a maghemita. Los pardmetros de histéresis para las muestras MDaloe y
MDpectin indican que contienen magnetita no estoiquiométrica de dominio multiple (MD). Por otro lado,
las muestras P1 y P2 parecen tener magnetitas maghemitizadas de aproximadamente 10 nm de didmetro
(limite superparamagnético/dominio simple) con formas de cubos (P1) y de agujas (P2). Las proporciones
totales de FeO/meq COO en la biomasa (pectina), utilizadas en la sintesis de estas muestras, podrian haber
condicionado el crecimiento, el orden y la geometria de las particulas de magnetita

Palabras clave: Aloe Vera, sintesis verde, maghemita, nanomagnetitas, superparamagnetismo, balanza de
translaciéon de campo variable.
1. Introduction

Synthetic magnetites (Fe,0,) have magnetic properties linked to their size and shape distributions.
These granulometric parameters are in turn, associated to the multiple applications of this mineral in the

micro (i.e. ca 10®* m) and the nano (i.e. ca 10° m) diameter ranges. Nanomagnetites, below a size threshold
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between 20 to 30 nm, might exhibit superparamagnetic (SP) behavior at room temperature. Above such

N
a limit (i.e. between 30 and 80 nm) they become stable single-domain (SD), and over 80 - 100 nm,
they will internally divide themselves into multiple magnetic domains (MD), to reduce their magnetostatic
energy. There is a large variety of applications of nanomagnetites in biotechnology and medicine (e.g.
Pankhurst, 2003; Lao and Ramanujan, 2004; Gupta and Gupta 2005; Mornet et al. 2006; Ramanujan
and Lao 2006; Lu et al. 2007; Lang et al., 2007; Shubayev et al., 2009; Kim et al., 2009; Sensenig et al.,
2012; Mendoza et al., 2013; Priya James et al., 2014; Kenawy et al., 2014), in ferrofluids (e.g. Kaiser and
Miskolczy 1970; Chikazumi et al., 1987; Zahn, 2001), in magnetic recording media and data storage (e.g.
Kang et al. 1996; Hyeon, 2003) and in natural waters remediation (e.g. Elliott and Zhang 2001; Shipley et
al., 2009; Chowdhury et al., 2010; Zhao et al., 2011; Chowdhury and Yanful 2013; Giraldo et al., 2013; Liu
et al., 2015). The methods used for the synthesis of these particles have been thoroughly documented in
the literature. Some of them include low temperature thermochemical precipitation reactions in solutions,
namely co-precipitation from iron salts (e.g. Massart 1981; Visalakshi et al., 1993; Kang et al., 1996; Qu et
al., 1999; Sahoo et al. 2001; Tang et al., 2003) and microemulsion (e.g. Chhabra et al., 1996; Deng et al.
1999). Some other techniques, involve high temperatures processes (e.g. Gonzalez-Catteno et al., 1993,
Daichuan et al., 1995, Li et al., 1998, Worm and Markert 1987). The controlled chemical co-precipitation
method is widely used due to its simplicity. However, it has not been until quite recently, when attempts to
produce magnetite nanoparticles at low temperatures, using aqueous solutions, have proven successful (e.g.
Nyiro-Kosa et al., 2009; Perez-Gonzalez et al., 2011). An alternative way to conventional co-precipitation
methods is the so-called Green Synthesis which involves organisms such as bacteria, fungi and plants, as
directing or guiding agents in the formation of the magnetic phases (Bharde et al., 2005 and 2006; Philip
2009; Cai et al., 2010; Foba-Tendo et al., 2013 among others).

This study presents a preliminary rock magnetic characterization of Fe-oxides: MDaloe, MDpectin,
P1 and P2, that are the by-product of a first attempt to green-synthesize, at room temperature, microscopic
magnetites via co-precipitation of Fe-ions in Aloe vera and a commercial pectin also derived from Aloe vera
(MDpectin). Non-magnetic analyses, carried out on these synthetic Fe-oxides, namely Energy-dispersive X-ray
spectroscopy (EDX) and X-ray diffraction (XRD), in scanning electronic microscopy (SEM) and transmission
electronic microscopy (TEM) respectively, turned out to be inconclusive about their nature and characteristics.
This fact is even more crucial in the case of magnetically weakest P1 and P2, obtained from an unsaturated
solution of Fe-salts, after several trials seeking for a decrease of the resulting particle sizes. Moreover, due to
their high surface area/volume ratio, microscopic Fe-oxides are intrinsically unstable, tending to cluster and
to be readily oxidized in the presence of oxygen. Thus, the rock magnetic experiments carried out on these
samples, are aimed at testing the quality of these alleged magnetite particles by unraveling their nature
and oxidation state (i.e. thermosusceptibility, thermomagnetic and isothermal remanent magnetization IRM

curves) as well as their granulometric characteristics (i.e. hysteresis parameters).

The present work is the initial step of a joint venture, between the Departments of Thermodynamics

and Transfer Phenomena and Earth Sciences (Universidad Simén Bolivar, Caracas), in collaboration with
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Mag-Instruments UG (Munich), to develop a controlled production of microscopic magnetites, with particular

magnetic properties, for environmental remediation purposes.

2. Samples

Fe-oxides in MDaloe, MDpectin, P1 and P2 samples were synthesized in a solution of magnetite
precursors: ferric chloride and ferrous sulfate hexahydrate. The precipitating agents were sodium hydroxide
and ammonium hydroxide, and the stabilizing agent was the pectin contained in the shell of the Aloe vera
leaves for MDaloe, P1 and P2, and commercial pectin, also derived from Aloe vera, for MDpectin. The shell
of the Aloe vera was selected as stabilizing agent because it is a commercially valuable and cheap waste
resource that contains enough pectin in its leaves. Prior to the synthesis of these Fe-oxides, the cationic
exchange capacity of the pectin was determined based on its available carbonyl groups. The experimental
method used to do this was that reported by Norazelina Sah Mohd et al., (2012). The ratios of total mmol
total Fe / meq COO in the biomass (i.e. the pectin functional groups), used in the synthesis of MDaloe and
MDpectin, were 106 and 170 respectively. In both cases the process was carried out with excess solution.
These two samples look like a highly magnetic black powder with little or no remnants of the stabilizing
organic matter. On the other hand, for the synthesis of P1 and P2, only an incipient volume of solution was
used. The technique of incipient volume is applied here in order to reduce the total amount of solution to the
minimum necessary to achieve the humidification of the material. This also avoids the formation of an excess
of magnetite in the surplus solution that is not adsorbed by the pectin. In these samples, the ratios of total
mmol total Fe / meq COO in the biomass were 8 (P1) and 11 (P2). The presence of the allegedly magnetite
in P1 and P2 is not obvious to the naked eye. Indeed, their only visible parts are the remaining fibers of the

Aloe vera, being P1 the only one attracted by a hand magnet.

Figures 1a and 1b show some SEM photomicrographs of the Fe-oxides, identified in samples MDaloe
and MDpectin, with their corresponding EDX analyses. TEM photomicrographs of Fe-oxides, in P1 and P2,
are presented in Figures 1c and 1d. From the SEM observations it is clear that some Fe-oxides, identified
in sample MDaloe, show internal irregularities, namely lighter and darker regions within the same particle.
According to the EDX analyses, the light regions are richer in Fe than the dark ones (Fig. 1a), which suggest
that the Fe distribution may not be homogeneous because the Fe-rich particles (probably magnetite) are
partially oxidized to maghemite or hematite. In fact, MDaloe shows, at first glance, a very slight reddish
hue characteristic of hematite and/or maghemite. Another possibility to explain such heterogeneities is
that the sample failed to aerate efficiently, generating various phases with different Fe content. The second
SEM image, also for MDaloe (Fig. 1a), shows a euhedral cube, possibly magnetite. Opposite to MDaloe, the
observed Fe oxides in MDpectin are more homogeneous (Fig. 1b), suggesting that the Fe binds uniformly to
the commercial pectin. Thus, these differences between MDaloe and MDpectin, could be related to the purity
of the stabilizing material. Indeed, the biomass in MDaloe is a mixture of organic compounds among which
the pectin acts as the main stabilizing agent for Fe fixation. The rest of the biomass might have very variable

composition, with a capacity to absorb the metal ions poorly understood so far. Instead, commercial pectin
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Figure 1. Scanning Electron Microscopy (SEM) photomicrographs of Fe-oxides, identified in samples MDaloe (a) and
MDpectin (b), along with their corresponding X-Ray Energy Dispersion (EDX) analyses. Also shown: Transmission
Electron Microscopy (TEM) photomicrographs of Fe-oxides identified in P1 (c) and P2 (d). For the first photomicrograph
of MDaloe, the same particle of Fe-oxide is analyzed via EDX in both, the lighter (red circle) and darker (blue circle)
regions, revealing different Fe content in each case. An euhedral cube (within the red circle) of what seems to be
magnetite, is also shown in the second photomicrograph for this same sample. Scales indicate that MDaloe and
MDpectin are large particles (few microns) of Fe-oxides, whereas P1 and P2 are within the nanometer range. Red
squares in photomicrographs (c) and (d) frame the linear atomic series (darker areas) embedded in the pectin for P1
(metallic magnetite according to its XRD spectrum) and the amorphous Fe flakes for P2

is more pure, with no other agents that can impede the uptake of the Fe from the solution. For both, MDaloe
and MDpectin, the Fe-oxide particles are several microns long. On the other hand, transmission electron
microscopy (TEM) analyses (Figs. 1c and 1d) show, at an approximately 10 nm scale, linear atomic series
embedded in the pectin for P1 (metallic magnetite according to its XRD spectrum) and weakly magnetized

amorphous phases (flakes) of Fe oxides for P2.
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3. Rock magnetic experiments

Thermosusceptibility and thermomagnetic curves (including low temperature measurements from
90K up), hysteresis loops, back field and isothermal remanent magnetization (IRM) acquisition curves were
obtained for the four samples analyzed. Traditionally, highly sensitive (about 10® Am?/kg) susceptometers,
alternating gradient force and superconducting quantum interference magnetometers have been widely
used to measure susceptibility and magnetization (induced and remanent) of small amounts of synthetic
Ti magnetites (e.g. Kaiser and Miskolczy 1970; Ozdemir and Banerjee 1981; Amin et al., 1987; Heider
et al., 1987; Zitzelsberger and Schmidbauer 1996; Almeida et al., 2014 among others). However, in this
study, the only equipment employed throughout all the experiments, was a versatile and unique Variable
Field Translation Balance (VFTB), manufactured by Mag-Instruments UG (Munich, Germany), with sensitivity
better than 10® Am?/kg. The operation principles of the VFTB are thoroughly described in Petersen and
Petersen (2008).

The use of just one device, for the various experiments performed in this work, tremendously
accelerates the measurement process. It also bypasses the repeated preparation of the same sample, to fit
a variety of sample holders, which might be not only tedious, but also the source of possible experimental

inaccuracies.

Due to the high sensitivity of the VFTB, 60 mg-sample of material was enough to reach sufficient
accuracy in most of the experiments. The only exception was the weakly magnetized P2 in which case,
thanks to the big capacity of the sample holder, we could use 100 mg in order to obtain an acceptable signal/

noise ratio.

Thermosusceptibility and thermomagnetic heating and cooling cycles, as well as low temperature
measurements (from 90 to 300 K) were performed in air atmosphere due to the lack of Argon at the
very moment of running the experiments. However, the VFTB also allows for measurements in the Argon

atmosphere, in order to reduce oxidation of the samples throughout heating.

All thermosusceptibility measurements were carried out with an initial small magnetic remanence,
and no field applied throughout the experiment. On the other hand, the thermomagnetic curves were done
in a low external field of 0.1 T. It is important to point out that the VFTB is the only device in the market
capable of measuring simultaneously both, susceptibility and magnetization, in the same sample, during a
complete temperature ramp. This feature might be quite useful since, in most cases, the results obtained

from both experiments complement to each other.

Hysteresisloops (maximum range between -1000 and 1000 mT) and backfield coercivity measurements
were carried out at room temperature. Isothermal remanent magnetization (IRM) acquisition curves were
obtained for only few progressively increasing fields (about 10 points). However, not only the number and
magnitude of the applied fields used in all measurements are fully customizable in the VFTB, but also the
temperature of each experiment. The SIRMs for MDaloe and MDpectin were reached at 120 mT and 300 mT

respectively.
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4. Rock Magnetic characterization of the Fe-oxides: results and discussion
4.1 Magnetic Fe-oxides

The thermosusceptibility heating curve for MDaloe, shows some humps between 200° and 300° C,
indicative of new magnetic minerals being formed. It also has a final drop just below 580° C typical of
magnetite, preceded by a Hopkinson peak characteristic of fine-grained single domain (SD) and/or
superparamagnetic (SP) magnetite (inset Fig. 2a). This same sample displays a considerably diminished
susceptibility-cooling curve, suggesting some oxidation to hematite during heating. The cooling curve also
shows complete reversibility of the Hopkinson peak (inset Fig. 2a). The presence of magnetite is confirmed

by measuring magnetization versus heating, in a second run for that same sample (Fig. 2b).

The comparison between thermosusceptibility and thermomagnetic experiments in MDaloe, illustrates

the advantages of the VFTB at measuring these two temperature ramps for the same sample. Indeed, the
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Figure 2. Thermosusceptibility cycles (heating and cooling) and themomagnetic curves of samples (a) and (b)
MDaloe and (c) and (d) MDpectin respectively. The heating and cooling curves, in the thermosusceptibility cycle
for MDaloe, show the reversibility of a Hopkinson peak just below 580°C (inset in a). The heating curve, in the
thermosusceptibility cycle for MDpectin, shows the presence of maghemite with a possible maghemite/hematite
thermal transition between 200° and 300° C (inset in c).
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differences between the two curves exemplifies the behavior of a set of dispersed fine-grained magnetite,
in presence of a low field, over a narrow range of temperatures just below 580° C. In such a range, which
marks the transition between stable SD to the SP state, the spontaneous magnetization is still present and
decreases with an increase of the temperature as shown in Figure 1b. At the same time, there is a sharp
drop of the anisotropies that influence the direction of this magnetization, with the consequent Hopkinson

peak displayed by the magnetic susceptibility in Figure 1a (Pfeiffer and Schiippel, 1994; Slama et al., 2011).

The susceptibility heating-curve for MDpectin has a conspicuous temperature transition within the
200°-300° C interval, as well as a magnetite drop at 580° C (Fig. 2c). Once more, evidence for hematite
formation comes from the much lower susceptibility values displayed by the magnetite-like cooling-curve,
which opposite to MDaloe does not have a marked SD/SP Hopkinson peak. A second temperature ramp
(Fig. 2d), carried out on this same sample, and measuring magnetization throughout heating, shows a
paramagnetic component (Langevin-like magnetic response) that seems to dominate the antiferromagnetic

and ferrimagnetic fractions (i.e. hematite and magnetite).
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Figure 3. Thermosusceptibility cycles (heating and cooling) and themomagnetic curves for samples (a) P1 and (b) and
(c) P2 respectively. The heating curves in the thermosusceptibility cycle of P1 y the thermomagnetic curve of P2 show the
presence of maghemite with a possible maghemite/hematite thermal transition between 200° and 300° C (inset in a). The
dynamic range of the Variable Field Translation Balance (VFTB), used in these measurements, is challenged by P2, with
a roughly defined fine-grained SD/SP Hopkinson peak at ca 580°C, in the thermosusceptibility heating curve (inset in b).
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The susceptibility heating-curve for P1 also displays a hump between 200° and 300° C and a small

\k
Hopkinson peak at about 580° C, revealing the presence of a SD/SP fraction (Fig. 3a). In addition, this
curve shows a Langevin-like component superimposed to the antiferromagnetic and ferrimagnetic signals.
The thermosusceptibility cycle is irreversible, with a cooling curve dominated by the presence of magnetite

without a Hopkinson peak.

Finally, sample P2 has a very low and noisy susceptibility heating curve, with a roughly defined fine-
grained SD/SP magnetite Hopkinson peak, as well as a characteristic and irreversible magnetite cooling-
curve (Fig. 3b). However, a magnetization versus temperature ramp, for a different sample from the
same P2 material, yields a clear cut curve with a considerable paramagnetic fraction (Langevin-like curve)
overlapping the same 200° to 300° C temperature transition observed in the rest of the samples, plus a
magnetite (i.e. 580° C drop) signal. It is noteworthy that the dynamic range of the VFTB is successfully tested

by P2, allowing a satisfactory separation of the susceptibility signal from the noise level.

The transition between 200° and 300° C, revealed in MDaloe, MDpectin and P1 thermosusceptibility
and P2 thermomagnetic curves, could be due to either Ti magnetite or to inversion of maghemite to hematite
via annealing of defects and internal stress (Figs. 2 and 3). Such a transition might also depend on grain size
and impurities in maghemite (e.g. Liu et al., 2005; Liu et al., 2010). The only possible source of Ti in these
samples, to form Ti magnetite, would be the plant-extracted pectin. However, the average content of Ti in
plants is rather low, ranging between 0.02 and 56 mg/kg (Markert, 1992). Thus, the presence of maghemite,
appears to be the more likely explanation for such a transition. Indeed, it is noticeable that, during the
synthesis of P1 and P2, the color of the organic tissues went from black to sandy brown. This change might

be indicative of the formation of some other Fe species, besides magnetite, in an oxidizing atmosphere.

The low reversibility level of the thermosusceptibility curves for the MD (i.e. aloe and pectin) and the
P (1 and 2) samples, are particularly noteworthy. The first two ones, with very little remnants of the pectin
matrix, show a large decrease of the susceptibility during heating (Figs. 2a and 2c), due perhaps to a simple
transformation of maghemite and magnetite to hematite. On the other hand, the increase of susceptibility in
P1 and P2 (i.e. Figs. 3a and 3b), which have a high content of the pectin remnants, could be explained as the
subsequent reduction of some hematite to magnetite throughout heating, in presence of abundant organic
matter (Hanesch et al., 2006). The level of oxidation after heating, in all these samples, also increases in
direct proportion to the high surface area/volume ratio that characterizes fine-grained microscopic magnetite

particles, which is particularly noteworthy in P1 and P2.

For the analysis of the IRM acquisition curves, obtained for MDaloe and MDpectin, we used a method
based on a Direct Signal Analysis (DSA) (Aldana et al., 1994; Aldana et al., 2011 and Rada et al., 2011).
Figure 4 shows these two curves, along with their fittings, after applying the DSA. The Figure also displays
the spectral histograms and the adjusted Gaussian envelopes with logB, , centers at about 1 and 1.3. These
values correspond to those magnetic phases with the lowest remanent acquisition coercivities, namely

magnetite and/or maghemite (Peters and Dekkers, 2003).
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Figure 4. Direct Signal Analysis decomposition of the IRM curves for MDaloe and MDpectin. In each case, the
experimental data (open circles) and the results of the DSA fitting (smooth line) are presented. Also shown: the
resulting spectral histograms and the adjusted Gaussian envelopes, corresponding to the two magnetic phases
identified in these samples. The dashed lines on the histograms are the whole envelopes, namely the sum of the
Gaussian curves corresponding to each magnetic phase (i.e. continuous lines). The logB1/2 centers of the Gaussian
envelopes are about 1 and 1.3 for both MDaloe and MDpectin. These log B1/2 values might correspond to the
presence of both magnetite and/or maghemite.

Low temperature magnetic remanence analyses, carried out by progressive warming up of these four
samples (i.e. from 90 to 300K), show a rather noisy signal (Fig. 5). However, from these curves, it is clear
that the Verwey transition (i.e. ca 110K), typical of magnetite, is largely suppressed in MDaloe and MDpectin,
and fully suppressed in P1 and P2 (insets Fig. 5). This result suggests that these samples undergone almost
complete oxidation to maghemite (Ozdemir et al., 1993). However, the samples should also have smaller
amounts of residual magnetite, according to the results of the other rock magnetic analysis. The warming
curves for MDaloe and MDpectin are slightly humped just above 110 K, compared to their P1 and P2
counterparts that are not humped at all (insets of Fig. 5). This could be due to the different oxidation states
of each sample, namely the latter two would be much more maghemitized than the first ones (Ozdemir and
Dunlop, 2010).
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show the hump-like forms of the warming curves, above the Verwey transition, for samples MDaloe and MDpectin.
They also show the suppression of this transition in P1 and P2, suggesting an almost complete oxidation of these
samples to maghemite.

Thermosusceptibility and themoremanence experiments, carried out in air atmosphere, might
account for some oxidation of these Fe oxides throughout heating at high temperatures. However, IRM and

low temperature experiments suggest the presence of maghemite in the unheated samples too.

4.2 Magnetic particles: sizes and shapes

Figure 6 shows the hysteresis loops for the four samples analyzed. They are steep, narrow and closed,
approaching to saturation at fields of about 450 mT for MDaloe, 800 mT for MDpectin, over 600 mT for P1

and over 1000 mT for P2. Their shapes reveal the dominant presence of low coercivity magnetic phases (i.e.

Table 1. Hysteresis parameters of the four samples analyzed.

MrsIEAmZ/ Ms(Am2/ Mrs/Ms Hcr (mT) Hc (mT) Hcr/Hc
g) kg)
MDaloe 0.929 31.322 0.03 13 0.168 77.38
MDpectin 0.354 24.9 0.014 14 0.107 131
P1 0.084 3.248 0.026 0.288
P2 0.001 1.63E-02 0.061 10
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Figure 6. Hysteresis loops, for the four samples analyzed. These loops are steep, narrow and closed, revealing the
dominant presence of a low coercivity magnetic phase that could be multidomain (MD) magnetite in MDaloe and
MDpectin, or fine-grained single domain (SD) magnetite and/or superparamagnetic (SP) magnetite in P1 and P2.
MD or small SD magnetite close to the SD/SP threshold). Dipolar interactions between SP particles might
also result into the small remanence (Mrs), coercivity (Hc) and squareness (Mrs/Ms) values observed for
these samples (Chiolerio et al., 2014). Only for MDaloe and MDpectin it was possible to measure IRM and

backfield coercivity, since for P1 and P2 the IRMs were below the noise level of the VFTB.

We plotted squareness (Mrs/Ms) and coercivity of remanence - coercive force (Hcr/Hc) ratios for
MDaloe and MDpectin in a Day plot (Table 1 and Fig. 7a). Both of them appear to be mostly MD magnetite.
In fact, SEM analyses for these two samples show that they are composed mainly by clustered large-grained

Fe-oxides over 10 um (Figs. 1a and 1b).

On the other hand, for P1 and P2, TEM analyses show Fe-oxides at an approximately 10 nm scale (Figs.
1c and 1d). These observations, together with the impossibility of measuring the Hcr and the anomalously
low Mrs and Hc of these two samples, suggest that they might contain SP and/or fine-grained SD magnetite,
with grain sizes close to the SD/SP threshold. Dipolar interactions between these particles seem unlikely due

to the undersaturated solution of total metallic charge used to synthesize P1 and P2.
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Figure 7. Hysteresis parameters from Table 1 are plotted for: a) MDaloe and MDpectin against the theoretical Day
plot curves calculated for magnetite (after Dunlop, 2002), in mixtures of soft (SP and MD) and hard SD grains (i.e.
numbers along the curves show the grain sizes) and b) P1 and P2 against the theoretical predictions of squareness
(Mrs/Ms) and coercive field Hc calculated for randomly oriented populations of dispersed and uniformly magnetized
magnetite (after Tauxe et al., 2002). USD + SP is the region corresponding to predicted mixtures of SP and uniaxial
single domain magnetite with length to width ratios (L/W) ranging from 1.3 to 2. The CSD +SP line defines the
hypothetical region for mixtures of cubic single domain and SP magnetite. The stars are the hysteresis parameters
of four different-size magnetite nanoparticles, synthesized from iron sands by coprecipitation (after Sunaryono et
al., 2015).

In Figure 7b, the hysteresis parameters of P1 and P2 (i.e. Mrs/Ms and Hc from Table 1) are plotted
against the theoretical predictions of squareness and coercive fields for randomly oriented populations of
dispersed and uniformly magnetized magnetite (Tauxe et al., 2002). P1 lies in the region for fine-grained
(close to the SD/SP threshold) of cubic (isotropic) magnetite, whereas P2 lies in the field corresponding to
a mixture of uniaxial SD and SP magnetite (i.e. acicular). By way of comparison, the squareness and Hc of

five nanomagnetites in the SD/SP threshold, synthesized by co-precipitation of iron sands (Sunaryono et
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al., 2015), are also plotted in the same figure. The observed trend in these samples is an increase of Ms
and Mrs with particle size, in the stable SD region. A word of caution should be stressed about the value of
Hc obtained for P2 (Table 1 and Fig. 7b) though. In fact, according to the hysteresis loops of Figure 6, the
mass magnetization measured for this sample is two orders of magnitude lower than those measured for P1.
Therefore, the sensitivity of the VFTB is challenged to its limits, with a likely inaccurate determination of the

Hc value, two orders of magnitude higher than its P1 counterpart.

According to Foba-Tendo et al., (2013), the carboxyl groups of the pectins seem to be the focal points
for the formation of the synthesized Fe-oxides. The vibrational bands of the infrared spectrum, corresponding
to these carboxyl groups, are more stretched in P2 than in P1. In the case of P2, the mmol total Fe / meq
COO ratio in the biomass (i.e. 14) is almost twice that of P1 (i.e. 8), which would indicate a higher interaction
of the Fe ions with these exchange sites. Thus, the distinct experimental conditions used to synthesize P1
and P2 would alter the biomass in a different way and, as a consequence, they would also might have an
effect on the separation between the available spaces in the pectin, for the localization of the Fe oxides.
Hence, it would be possible to argue that the mmol total Fe / meq COO ratios in the biomass might have
conditioned somehow the growth, ordering and geometry of the magnetite crystals. At the end, this could

have affected the Mrs/Ms and Hc values measured for these samples.

5. Conclusions

A preliminary rock magnetic characterization of some Fe-oxides, synthesized at room temperature
via co-precipitation of ferric chloride and ferrous sulfate hexahydrate precursors, in pectins from Aloe vera,

makes it possible to inquire about their nature, state of oxidation, size and approximate shapes.

Thermomagnetic and thermosusceptibility curves test positive for magnetite in all the samples.
Maghemite seems to be also present with a characteristic thermal transition between 200° and 300° C. In
MDaloe and MDpectin, with little remnants of biomass, maghemite appears to have inverted to hematite
throughout heating without further changes (i.e. decrease of susceptibility values in the cooling curve). On
the other hand, the resulting hematite in P1 and P2, reduces to magnetite in presence of organic matter
(increase of susceptibility values in the cooling-curve). Oxidation to maghemite was favored perhaps by
the high surface area/volume ratio of these microscopic magnetite particles. The Hopkinson peaks, around
580° C, observed in the themosusceptibility curves of some of these samples, reveal the presence of SP or
fine-grained SD magnetites. In addition, the analysis of the IRM curves unfolds the presence of only low
coercivity magnetic phases (i.e. magnetite and/or maghemite), whereas the low temperature experiments

suggest that MDaloe, MDpectin, P1 and P2 have been largely maghemitized at different levels.

All the hysteresis loops show very low Mrs and Hc values, characteristic of either dipolar interactions
between fine-grained magnetite particles, MD magnetite and/or small magnetites around the SD/SP
threshold. SEM observations and Mrs/Ms and Hrc/Hc ratios for samples MDaloe and MDpectin suggest that
they are mostly MD domain magnetites. On the other hand, the Mrs/Ms and Hc values for P1 and P2, plotted
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against the theoretical predictions of squareness and coercive fields for SD magnetite, seem to imply that

\

[

these two samples have magnetite particle sizes around the SD/SP threshold (about 10 nm), with cubic (P1)
and acicular (P2) shapes. Furthermore, the different mmol total Fe / meq COO ratios in the biomass, used

to their synthesis, appear to have conditioned the growth, ordering and geometry of these magnetic crystals.
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