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Abstract: The Cangas de Onis regolith breccia is an H5-H6 ordinary chondrite that fell to Earth in 1866.
It is constituted by 60% H6-H5 clasts within an H5 clastic matrix. All clasts are affected by intense
fissuration, with an intricate pattern filled by kamacite and troilite, shock metamorphism of plagioclase
into maskelynite. The chondrite is composed of low-Ca pyroxene, olivine and plagioclase as the main
silicate phases, with two types of phosphates, taenite-kamacite blebs and troilite. The specimen was
studied by micro-Raman spectroscopy, Fourier-transform infrared spectrophotometry (FTIR), spectral
cathodoluminescence and computer tomography. The ease with which the specimens can be prepared
for analysis using these techniques, and the speed with which relevant information can be obtained,
make them excellent tools for the study of non-replaceable materials. Moreover, the Raman and FTIR
results offer enough resolution to reveal heterogeneities in the shocked metamorphism throughout
the specimen. The obtained results showed that the extent of the metamorphic conditions within the
studied sample is heterogeneous, which leads us to believe that the last accretionary event that took
place in this regolithic breccia was not significant enough to allow for overall homogenization.
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1. Introduction

Non-destructive evaluation methods usually include different spectroscopy techniques to analyze
both the surface and the interior of the objects under study. In museums, there are valuable stones
such as meteorites that have had to be sliced in order to make polished petrographic sections with
which to perform characterization studies. The application of non-destructive techniques makes it
possible to perform practical studies while preserving these non-replaceable materials.

New experimental data obtained using Raman spectroscopy of phosphates has opened the door to
important petrogenetic data from these minerals. The position of the main phosphate peaks in Raman
emissions is related to pressure in tuite and other orthophosphates in static pressure experiments [1-6].
In the same way, there are numerous studies that relate the morphology of the absorption spectra
obtained by Raman and micro-FTIR in feldspars and other minerals to their pressure conditions [7-12].
These studies with high pressure phases (not founded in Cangas de Onis) can be useful to determine the
spectral changes in our phases (related with shock metamorphism effects). Moreover, recent work has
reassessed the classification of chondrites based on shock metamorphism, by more precisely redefining
the characteristics of meteorites with greater metamorphism (types S5 and 56) [13].
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2. Cangas de Onis Meteorite

The University of Oviedo Geology Museum holds three fragments of the Cangas de Onis regolith
breccia. This meteorite fell in Cangas de Onis (Asturias, Spain) on December 6, 1866, and several
fragments were recovered. Recently, nine new fragments that have not been referenced until now were
recognized in a donation from a private collector. This meteorite has been studied and characterized
by different authors [14-19]. The Cangas de Onis regolith breccia is an H5-H6 ordinary chondrite,
with approximately 60% of its makeup consisting of H6 and H5 clasts within an H5 clastic matrix.
Mineralogically, all of the fragments are similar, being constituted by low-Ca pyroxene, olivine and
plagioclase with kamacite, taenite and troilite as the main phases. Phosphates are common, and two
different phosphates have been identified, chlorapatite and merrillite. Clasts in the breccia are affected
by intense fissuration caused by shock. These fractures are partially filled by kamacite and/or troilite.
The parental body was affected by an impact at least 7 Ma ago, when it left its stable orbit [15,16].

Previous studies [17-19] have concluded that the Cangas de Onis regolith breccia had suffered
at least two processes of accretion and destruction with associated shock metamorphism and
partial melting of silicates and metallic minerals. The present study, however, is the first to use
non- destructive techniques to trace the shock-metamorphic history of a chondrite regolith breccia.
Here, we have performed a complete analysis of the breccia’s phosphates (chlorapatite and merrillite)
and feldspars (plagioclase and maskelynite) through an array of non-destructive techniques (X-Ray
Computerized Tomography Scan, Back-scattered electron images (BSE), Cathodoluminescence (CL),
RAMAN spectroscopy and Fourier Transform Infrared (FTIR) spectrophotometry).

Although the effects of shock metamorphism are best studied in tectosilicates (mainly quartz
and feldspars), we have found that these effects can also be detected in Ca-phosphates. After the
characterization and classification of phosphates and feldspars in the Cangas de Onis regolith breccia,
we analyzed the Raman and FTIR spectra of these phosphates together with the feldspar phases, to
determine relative pressure conditions in different clasts within the Cangas de Onis breccia related to
shock metamorphism.

3. Materials and Methods

Data for the electron microscopy studies were collected at the physical-chemical facilities of the Museo
Nacional de Ciencias Naturales, in Madrid (Spain). The environmental electron microscopy studies were
performed using an FEI Inspect environmental scanning electron microscope (ESEM). The samples were
observed with the BSE, energy dispersive Spectroscopy (EDS) and large field (LF) detectors. The ESEM
resolution at low vacuum was 4.0 nm at 30 kV (BS). The accelerating voltage was 200 V to 30 kV and the
probe current up to 2 pA was continuously adjusted, with low vacuum 0.45-0.55 torr, and a working
distance of 10 mm. Sample EDS and mapping areas were carried out with an energy dispersive X-ray
spectrometer (Oxford Instruments INCA Energy 200 Energy Dispersive System).

The Inspect ESEM has a new coupled MonoCL3 Gatan probe to record CL spectra and panchromatic
and monochromatic plots. It has a PA-3 photomultiplier tube covering a spectral range of 185-850 nm,
which is more sensitive in the blue parts of the spectrum. A retractable parabolic diamond mirror and
a photomultiplier tube were used to collect and amplify luminescence. The sample was positioned
16.2 mm beneath the bottom of the CL mirror assembly. The excitation for CL measurements was
provided at 25 kV by an electron beam.
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In the same laboratory we obtained the micro-Raman and photoluminescence spectra of the spot
samples. We used a Thermo-Fischer DXR Raman Microscope. The system has an Olympus BX-RLA2
Microscope and a Charge Coupled Device (CCD) detector (1024 X 256 pixels), motorized XY stage,
auto-focus and Olympus UIS2 series microscope lenses, all controlled through OMNIC 1.0 software
(version 1.0.0.0, Thermo-Fischer Scientific Inc., Waltharn, MA, USA). The light at 532 nm of a frequency
doubled Nd:YVO4 diode-pumped solid-state (DPSS) solid laser (maximum power 30 mW) was used for
excitation. The DRX Raman has a point-and-shoot Raman capability of one-micron spatial resolution.
We used the 20x objective of the confocal microscope together with the laser source at 532 nm and 6
mW in laser mode, with power at 100%. The average spectral resolution in the Raman shift ranging
from 100 to 3600 cm™~! was 4 cm™!, i.e., grating 900 lines/mm and 2 um spot sizes. The system was
operated under OMNIC 1.0 software, setting working conditions such as pinhole aperture of 25 pm,
a bleaching time of 30 s, and four exposures with an average time of 10 s each.

Infrared reflectance spectra were also obtained at the Servicios Cientifico-Técnicos of the University
of Oviedo (Spain), using an FTIR spectrophotometer coupled to a Varian 620-IR and Varian 670-IR
microscope. Analyses were obtained from circular 100 pm diameter regions.

Micro-computed tomography (CT) scans were run on the 10.5 g piece of Cangas meteorite held in
the meteorite exhibition hall of the Museo Nacional de Ciencias Naturales (MNCN) of Madrid, in order
to observe volume, bulk density, and variations in internal density. For the volume and bulk density
measurements we used a Nikon X-Tek CT-Scan device, also located at the MNCN laboratories, with a
peak X-ray voltage of 146 kV and current of 65 mA, collecting 1583 sections at 1000 micro-seconds,
being each section the average of four frames. The system operates with a tungsten X-ray tube
and added filtration (0.875 mm Cu) to reduce beam hardening. Three- dimensional viewings and
analyses of the obtained X-ray sections were performed using the program VG Studio Max Version
2.2. The auto-threshold feature determined the gray-scale intensity for 3-D surface segmentation and
subsequent analysis. Surface reconstruction is useful for determining the volume and for correlating
surface features with interior areas of interest.

Microprobe data were also obtained for phosphates and feldspars from the meteorite. Analytical
procedure and chemical data see Supplementary Tables S1-S3.

4. Results

The detailed BSE-SEM images on the studied sample are shown in Figure 1. In this process we
recognized and measured all phosphates present in the thin section, identifying every phosphate grain
in each breccia clast. The results indicate that the size of the phosphate crystals is variable. In addition,
it depends on the clasts where they can be found. The largest phosphate crystals are found in the matrix
(202 pm X 122 um), while the phosphates in the clasts are smaller (clast 1, 144 um X 9 um; clast 2, 93 pm
X 68 pm; clast 3, 91 pm X 52 pm; clast 4, 63 pm X 45 pm). Moreover, the size of the phosphate crystals
is independent of the phosphate type. In the same areas as the phosphates, we likewise recognized
and located all of the feldspars present. These crystals have variable sizes and are characterized by
allotriomorphic morphologies, with micro-inclusions of olivine and pyroxene, and crosscut by Fe-Ni
and troilite veins.



Minerals 2019, 9, 417 4 0f 15

" 200

HL x800 100 um CANGAS_2

H D84 x180 500 um

Figure 1. Scanning electron images of the sample (A) Image photomontage of the analyzed
sample surface. Position of analyzed fields and main clasts are schematized in the upper left inset.
(B) Shock-melted fracture in field 17 (Clast 1), affecting an olivine chondrule. (C) Textural features of
analyzed phosphates in Clast 3 (field A04). (D) Chlorapatite in Clast 2 (field 38). (E) Merrillite over
kamacite partially affected by shocked veins of troilite. Opx: Orthopyroxene; Msk: Maskelynite; Ol:
Olivine; Tr: Troilite; Kc: Kamacite; Mer: Merrillite; Cl-Ap: Clorapatite.

4.1. Computerized Tomography Scan

Orthogonal cross-sections of the micro-CT images displayed high-density regions, demonstrating
heterogeneities in mineral distribution. High atomic number features, such as metallic grains, coincide
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with bright voxels on micro-CT images, whereas the silicate matrix appears as a darker gray medium.
The Cangas fragment in Figure 2, for instance, does not exhibit a preferential distribution of metallic
grains, which is consistent with the external observation of the fragment’s surfaces.

Figure 2. (A,B) CT scan display of a section in which the whitest grains are Fe-Ni, pale grey is troilite,

intermediate grey is iron-silicates, and darker areas are plagioclase. The CT scan technique offers
similar images in quality to those obtained by backscattering, with the added benefit of being able to
observe an internal section using a non-destructive technique. (C-E) show section visualizations with
different grades of density filter; in all probability the last image (E) corresponds to a plot of the spatial
distribution of Fe-Ni masses.

4.2. Cathodoluminescence Spectral Study

The cathodoluminescence (CL) study of both types of phosphates, chlorapatite and merrillite,
reveals two totally different spectra (Figure 3). In the case of chlorapatite (Figure 3A), the CL spectra
are constituted by a relatively wide peak at 582 nm related to the presence of Mn?* as a luminescence
emission activator. Less significant peaks show up at around 382 and 474 nm, and are related to the
presence of minor quantities of REE and intrinsic luminescence. In the case of merrillite (Figure 3B),
the obtained spectra are more complicated, with several peaks at different positions. There are at least
three main peaks, at 344, 365 and 572 nm, the last one being related to the presence of Mn?* as an
activator, and the others probably related to REE or to intrinsic luminescence. The rest of the peaks
may be related to variable quantities of REE elements. However, the width and the relative intensity of
the peaks are totally different from those of chlorapatite. There are no substantial differences in the
individual CL spectra for each phosphate type.
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Figure 3. Cathodoluminescence spectra of the two distinct phosphates. (A) Chlorapatite, high and low
chlorine-content types, and (B) merrillite, high and low calcium content.

Feldspars exhibited no differences throughout the spectra collected via CL. The presence of two
peaks of similar intensity at 436 and 466 nm is characteristic of all feldspar spectra, and therefore will
not be examined in this paper.

4.3. Raman

4.3.1. Phosphates

A systematic study of the Raman spectra of the phosphates was conducted on the Cangas sample.
The results show that there are two different main spectra, one characteristic of chlorapatite and
the other corresponding to merrillite (Figure 4). The spectra are characterized by the presence of
large Raman peaks around 956 and 972 cm™! in merrillites and only ca. 958 cm™! in chlorapatites.
These bands are produced by the v1 symmetric stretching mode of (PO4)>~. These major bands
are accompanied by minor bands between 1000 and 1080 cm~!, which are related to asymmetric v3
vibrations. Minor peaks can be observed at around 550 to 620 cm~!, and are also characteristic of both
phosphates [12,19,20]. Characteristic bands related to the presence of OH~ (near 3600 cm™!; graphical
spectra end at 3650 cm™~!) were not observed in chlorapatite or in merrillite. Moreover, peaks with
variable intensity appear in the merrillite spectra between 2050 and 2750 cm~!. These bands were
interpreted as photoluminescence of REE, replacing structural Ca" in the crystallographic structure
of merrillite [20,21]. In the case of chloroapatite, no defined peaks can be observed in this region,
but a generalized intensity anomaly is usually present in the same area, interpreted by the same
mechanism as in the case of merrillite.
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Figure 4. Raman spectra of two phosphate types: (A) Chlorapatite and (B) merrillite.
4.3.2. Feldspars

The Raman spectra of the feldspars were also analyzed (Figure 5). The obtained spectra show no
differences among the crystals. These spectra are characterized by the presence of two large Raman
peaks around 478 and 510 cm™! (T-O and O-T-O bands), and minor bands at 171 cm™! (O-T and M-O),
290 to 397 cm™! (O-T-O and T-O-T bands) and 553 to 686 cm~!. The intensity of all the peaks, together
with the spectral positions, is similar to those obtained from shocked plagioclase (e.g., reference [22]).
The obtained spectra do not show a substantial presence of OH™ in the analyzed feldspar grains, since
the Raman spectrum ends in a low slope at 3650 cm~!. Under a laser source at 532 nm, the sample
exhibits two additional bands framed in the 2000-3000 cm™! region, which can be attributable to
photoluminescence emission features from the accessorial maskelynite glass.
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Figure 5. Raman spectra of plagioclase.

4.4. Fourier Transform Infrared Spectroscopy

4.4.1. Phosphates

A complementary FTIR study was made on the same phosphate grains analyzed by Raman. As in
the case of the Raman spectra, two different spectra were observed, one characteristic of Cl-apatite,
and the other characteristic of merrillite (Figure 6). Due to the nature of the equipment, all spectra
show bands related to the presence of water and CO, present in the atmosphere (located in the
region of 1400-1800, 2300-2400 and 3500-4000 cm™!). In the case of Cl-apatite, the FTIR spectra
are characterized by one major absorption band at ca. 995 cm™! and minor bands at 950, 1060 and
1080 cm™!. These bands are related to v1 and v3 stretching mode [23], and are more complex in the
case of merrillite. Moreover, based on the intensity of the main peaks, two different spectra can be
distinguished for this phase. The first one (type A) has two main peaks at 970 and 1005 cm™! and a
symmetric distribution of intensities with minor peaks at 860, 1040, 1060, 1080 and 1120 cm~L. In this
type of spectra, the asymmetric v3 bands of (PO,4)3~ are more important than the symmetric v1 bands.
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In the second type (type B), the distribution of the peaks is widespread with a main peak at 860 and
920 cm~!, and peaks with less intensities are to be found at 970, 1005 and 1120 cm™L. In this case the
symmetric v1 bands of (PO,)>~ are dominant over the v3 asymmetric bands. A minor peak at 730 cm™!
can also be observed in this type of merrillite FTIR spectra. This peak has been interpreted as the
symmetric vibration of the bond P-O-P in the P,Oy [24]. It is possible that these two different spectra
were caused by two different structural merrillites. The structural differences can be caused by partial
substitutions in the mineral structure [23-26]. At least two samples show transitional spectra between
these two main types.
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Figure 6. FTIR spectra of chlorapatite and two different types of spectra of merrillite, with bands
attributed to atmospheric H,O and CO,.

4.4.2. Feldspars

As in the case of the phosphates, we analyzed the FTIR spectra of the same feldspar grains that
were previously analyzed for Raman (Figure 7). There were some additional difficulties for the feldspar
analyses, due to the presence of micro-inclusions of olivine or pyroxene, generating mixed spectra
of both minerals. However, the different position of the main peaks, together with the possibility of
obtaining inclusion-free crystal analyses on some feldspar, ultimately yielded sound results.

The obtained maskelynite spectra show a typical profile with a wide peak between 930 and
940 cm™! corresponding to symmetric v1 Si—(Al)-O bands, and smaller bands at 640 that correspond
to & O-Si(Al)-O, 720 and 750 cm™! (Si—Al(Si) and Si-Si v1 bands) and 1050 cm ™ (e.g., [12]). In those
spectra with olivine micro-inclusions there is a narrower main peak at around 940 cm~!, and the minor
peaks are much less intense, but the § O-Si(Al)-O band is present at 640 cm™~!.
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Figure 7. FTIR spectra of maskelynite/plagioclase in three different types, based on peak positions and
different grades of crystallinity.

5. Discussion

Various studies on the effects of pressure on the crystallization of phosphates [2-4,26,27] have
determined that the main peaks in the Raman spectra are displaced to higher values as pressure
increases. If we analyze the obtained Raman spectra focusing only on peak position, we can observe a
certain degree of variability (Figure 8A,B). Peaks at lower positions are found in crystals of chlorapatite
and merrillite located in nearby locations in the sample. This observation may be related to different
shock metamorphic conditions, with relative minor pressure effects in some clasts when compared
with others. Moreover, there is a significant observable effect related to the main shock-melted veins
and fractures in the clasts (Figure 9), as Raman spectra peaks in grains close to these fractures show

higher displacement values.
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Figure 8. Bivariate diagrams of main peak positions in the Raman spectra, with their correlation
coefficients. (A) Raman Cl-apatite peaks. (B) Raman merrillite peaks.
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Figure 9. Interpretative scheme of the analyzed probe (same as Figure 1), including clast limits and
main shock-melted fractures (e.g., detailed image). An approximate pressure effect deduced from the
Raman and FTIR peak positions observed in the phosphates and maskelynite have been included
(green, relatively low pressure; orange, intermediate; red, relatively high pressure).

The effect of shock metamorphism in the observed FTIR spectra is more difficult to interpret, as
these spectra present a greater degree of uncertainty. Although there is no evidence to support the
pressure effect (Figure 10), the peak positions nevertheless appear to be related to certain differences in
the spectra. The peak position values in the type-B FTIR spectra samples are lower than in the type-A
spectra. Transitional samples, such as 27 or 18, are located between two populations (Figure 11B).
The positions with the highest P conditions according to the Raman peak position diagrams are located
in opposite locations in the FTIR peak position diagram (e.g., samples 20 and 13).
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Figure 10. Bivariate diagrams of main peak position in the FTIR spectra, with their correlation

coefficients.

(A) FTIR Chlorapatite peaks.

(B) FTIR merrillite peaks for type-A FTIR spectra
(blank squares) and type-B FTIR spectra (crossed-out squares), with their correlation coefficients.
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Figure 11. Bivariate diagrams of main peak position in the FTIR spectra, with their correlation
coefficients. (A) Bivariate diagram of peak position and the gap between peak bands 1080-660 nm.
(B) Bivariate diagram of the same peak position as in A and peak bands 1080-950 nm; green, maskelynite
FTIR spectra type A; yellow, maskelynite FTIR spectra type B; red, maskelynite FTIR spectra type C.

The pressure dependence of band position in the Raman and FTIR spectra of feldspars has
previously been studied by several authors (e.g., references [28,29]). For example, [28] indicate that the
crystallinity of Sr-feldspar decreases as pressure increases, with broader peaks at higher pressure than
at lower pressure for micro FTIR. For pressures up to 10 GPa, peak positions are modified and move
to higher positions, but for pressures above 10 GPa this relationship is reversed. As established in
previous studies [17,19], these pressure conditions throughout the Cangas de Onis regolith breccia’s
history of accretion, disintegration and reaccretion were easily determined. In all likelihood, it was
repeated impacts on the surface of the body that formed the regolith [30]. The Cangas de Onis
regolith breccia has been classified as type S3 [13,30], according to the presence of melt pockets and
opaque shocked veins, but we associate the secondary Raman-PL emission features framed in the
2000-3000 cm~! region with accessorial maskelynite glass infilling feldspar fissures, since [31] has
analyzed hydrogenated vitreous silica by Raman, attributing the spectrum band at ~2255 cm™! to the
vibration of SiH groups.

Through experimentation, we have observed that these bands display full size in recently formed
or heated feldspar glass or crystals. The photoluminescence band intensities of the 2000~-3000 cm ™
spectral region decrease gradually through time following glass relaxation mechanisms; indeed,
the Cangas fragments were heated more than a century ago, which explains this low emission.

The broad FTIR bands observed for feldspars in the Cangas de Onis regolith breccia reflect, in the
same way as phosphates (Figure 11A,B), variations that can be correlated to clast type and proximity
to shock-melted veins (Figure 9). This correlation, together with the phosphate results, allows us to
interpret that the chondritic matrix has relatively higher pressure effects in these two species than in
some of the clasts. Moreover, the clasts show variation in these pressure effects that are spatially related
to some of the shock-melted veins. In Clast 1, higher values are associated with two areas related to a
shock-melted vein (Figure 9): one in a lower part where a complex fracture pattern developed; and a
second area at the end of said shock-melted vein. Lower pressure values are associated with areas
where these shock-melted veins are not well developed. The same scheme can be observed in Clast 2.

This evidence allows us to be more precise in addressing the complex accretional history of the
Cangas de Onis regolith breccia. A previous intricate scenario was depicted by [17], with at least two
accretion events evidenced by the formation of a breccia within the breccia. In that paper a detailed
mineralogical and textural study evidenced the occurrence of several impact events in the formation of
the H Chondrite parent body. One of the last impact events reported by these authors is related to
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the formation of the regolith breccia on the surface of the parent body. Lithification was caused by
impact, or additional collisions in space, after the blocks of the breccia had become detached from the
parent body.

The data provided in the present paper complete the scenario described by these authors.
After the thermal metamorphism into the parental body (around 100 km of diameter and below 750 K),
the first process of accretion observed took place under relatively low pressure conditions (<10 GPa),
with temperatures below 750 K. During this process, the different grains of taenite and kamacite were
formed with a fissural diffusion into the first cracks developed. The different silicates underwent fusion
processes after cooling. At some later time, the body or bodies exhibiting these fragments underwent
impact rupture, with the formation of shocked veins, cracks and microcracks in the materials, and the
phosphates registering an increase in ambient pressure (<10 GPa). Through these fissures, sulfurous
vapors penetrated, producing the partial transformation of the taenite-kamacite into pentlandite and
troilite (Figure 12A,B).

E Ak

50 pm
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g s BE
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Figure 12. Scanning Electron Microscope images (left) and composition maps (right). (A) Sulfurous
veins surrounding a taenite-kamacite grain. (B) Sulfurous veins filling olivine grains, and transformation
of taenite-kamacite grains into troilite-pentlandite. (C) Chromite formation by Cr-diffusion from olivine
and Fe-alteration of kamacite. Msk: Maskelynite; Ol: Olivine; Tr: Troilite; Kc: Kamacite; P1: Plagioclase;
Cr: Chromite.

Lastly, the final accretion process, after the formation of the solar system, involved the deformation
of the clasts under fragile conditions, with the development of planar fissures and pseudotaquilites
(Figures 1B and 12C). This process involved a major local increase of both pressure (>10 GPa) and
temperature (>750 K), with the development of minor melt pockets, and locally causes the reequilibrium
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of the olivine with neoformation of chromite (Figure 12C). This diffusion can be related with an increase
in the oxidant conditions, as occurs in other meteorites [31], but in this one related with a last phase of
acretion (not with a reflection of the earliest traces of the solar system formation, as in reference [32].

6. Conclusions

By using non-destructive analytical techniques to study materials preserved in the collections
of museums and other institutions, it is possible to obtain better results and a deeper knowledge of
the studied objects than with more traditional destructive techniques. In the case of the Cangas de
Onis meteorite, FTIR and Raman spectroscopy studies have enabled us to determine the presence of
different mineral species and relate these phases to differences in the shock-metamorphic conditions
that the material underwent.

Such studies make it possible to determine and interpret the evolutionary history of meteorites
with greater precision. In the study of the Cangas de Onis meteorite, we can see that the extent of
the metamorphic conditions within one studied sample is heterogeneous, which leads us to believe
that the last accretionary event that took place in this regolithic breccia was not significant enough to
allow for overall homogenization. All of this serves to demonstrate that these methods can enable us
to classify meteorites according to the classic scheme while using techniques that are not only quick
and affordable, but most importantly are non-destructive as well. In addition, the spectral variations
observed in this study can be useful to interpret and model remotely sensed spectra of planetary and
asteroidal surfaces (e.g., reference [33]).

Supplementary Materials: The following are available online at http://www.mdpi.com/2075-163X/9/7/417/s1,
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