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Abstract: Zircon is a main mineral used for dating rhyolitic magmas as well as reconstructing
their differentiation. It is common that different populations of zircon grains occur in a single
rhyolitic sample. The presence of both autocrystic and antecrystic zircon grains is reflected in
their strongly varied chemical compositions and slight spread of ages. However, postmagmatic
processes may induce lead loss, which is also recorded as a spread of zircon ages. Therefore, new
approaches to identify different zircon populations in rhyolitic rocks are needed. In this study, we
suggest that detailed examination of zircon positions in the thin sections of rhyolitic rocks provides
valuable information on zircon sources that can be used to identify autocrystic and antecrystic zircon
populations. Automated Scanning Electron Microscope (SEM) analyses are of great applicability in
determining this, as they return both qualitative and quantitative information and allow for quick
comparisons between different rhyolite localities. Five localities of Permo-Carboniferous rhyolites
related to post-Variscan extension in Central Europe (Organy, Bieberstein, Halle, Chemnitz, Krucze)
were analyzed by automated SEM (MLA-SEM). The samples covered a range of Zr whole rock
contents and displayed both crystalline and glassy groundmass. Surprisingly, each locality seemed to
have its own special zircon fingerprint. Based on comparisons of whole rocks, modal composition and
SEM images Chemnitz ignimbrite was interpreted as containing mostly (or fully) antecrystic zircon,
whereas the Bieberstein dyke was shown to possibly contain both types, with the antecrystic zircon
being associated with disturbed cumulates. On the other hand, Organy was probably dominated by
autocrystic zircon, and Krucze contained dismembered, subhedral zircon in its matrix, whereas Halle
zircon was located partly in late veins, filling cracks in laccolith. Both localities may, therefore, contain
zircon populations that represent later stages than the crystallization of the main rhyolitic body.

Keywords: volcanic rock structure; subvolcanic; pyroclastic; zircon associations; zircon saturation;
mineral liberation analysis (MLA)

1. Introduction

Magmatic accessory minerals may crystallize during different episodes of magma formation and
differentiation. This is particularly true for zircon, which can represent crystals formed in contemporary
magma (autocryst), crystals formed in earlier magmatic episodes (antecrysts), unresorbed remnants
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(inherited or xenocrystic) derived from their source or assimilated rock, or secondary zircons from
Zr-enriched fluids that infiltrate rocks [1-4]. The abundance of inherited zircon can be fairly easily
identified using Scanning Electron Microscope (SEM) analysis, and confirmed by in situ zircon dating.
On the other hand, antecrysts are not that easily identified in SEM images, and can not be distinguished
from the main crystallization age by in situ dating techniques, especially in rocks older than 100 Ma,
as they are only slightly older than the eruption/solidification. Antecrysts, if identified, provide
information on magmatic activity that may not be represented as igneous rocks in the area. Therefore,
more-complete pictures of magmatic processes may be obtained if antecrysts are analyzed as what
they truly are (i.e., records of a longer period of magma evolution than the rhyolitic rock itself) [5].
The presence of antecrysts can be detected using a strict protocol based on detailed chemical and
isotopic analysis [3]. However, we propose that another way to identify different zircon populations is
through the careful examination of thin sections of rock to find zircon occurring in different structural
positions [6]. To achieve this, automated detection is helpful to obtain a representative catalogue of
zircon populations. So far, automated Scanning Electron Microscope Mineral Liberation Analysis
(SEM-MLA) has been applied in the industry for solving problems of ore mineral processing and
extraction [7]. However, there are other assets of automated SEM methodology, including the detailed
modal analysis of different rocks [8,9] or quantification of environmental weathering [10,11]. The
great asset of automated SEM analyses is that they do not only calculate modal proportions, but
also provide detailed quantitative information on grain size distribution, mineral associations, and
phase characteristics such as angularity or length/breadth ratio. Further, the information is retrieved
for most of the grains occurring in thin sections of rhyolites. In this paper, we use automated SEM
analysis (SEM-MLA) of five different rhyolites (lava dome, dyke, laccolith, lava, and ignimbrite) in
order to characterize the zircon microstructural contexts in these rhyolites and to evaluate if they can
be interpreted in terms of different zircon populations. Rhyolites often contain mixed autocrystic
and antecrystic zircon cargos [1,3-5,12,13] and any technique that facilitates the recognition of these
populations provides additional information on the origin of rhyolite magma. This in turn may be
important to improving the understanding of zircon ages in rhyolitic rocks [14].

2. Sampling and Methodological Approach

Five rhyolites representing different types of (sub-)volcanic rocks were chosen for petrological
and geochemical analyses (Figure 1).

2.1. Bulk Rock Geochemistry

Samples from Organy (1 = 6), Bieberstein (1 = 6), and Krucze (n = 6) were analyzed in Bureau
Veritas Commodities Canada Ltd. by ICP-MS. Chemical composition of bulk rock samples from
Chemnitz and Halle were taken from the literature (n = 10, n = 22) [9,15]. The precision for major
elements was from 0.11% Relative Standard Devation (RSD) for SiO, from Organy to 2.44% RSD for
TiO, from Krucze. The precision for trace elements was below 5% RSD for the majority of elements
(Supplementary Materials Table S1). The accuracy of analysis was below 3% for major elements and
below 10% for trace elements.

2.2. Mineral Liberation Analyses

Six polished petrographic thin sections from the least altered samples were analyzed by SEM-MLA,
including two sections from Organy and one from each of the other localities. SEM-MLA measurements
were performed at the Geometallurgy Laboratory at TU Bergakademie Freiberg with an FEI Quanta
650F SEM-MLA that was equipped with two Bruker Quantax X-Flash 5030 EDX detectors (analysis
conditions: E =25kV at spot size = 5.0 um, beam current = 10 nA). Additionally back-scattered electron
(BSE) images were collected using this instrument and the JEOL SEM at the University of Wroctaw.

Calibration of the BSE greyscale with contrast and brightness was performed using the FEI Quanta
650F SEM-MLA with a copper reference. After automated image analysis, the electron beam was
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directed into the centers of contiguous mineral grains characterized by their BSE grey values, and a
single Energy-Dispersive X-ray (EDX) spectrum was obtained (XBSE measurement mode). A grid of
single EDX spectra was gained from each contiguous domain with distinct BSE grey values (GXMAP
measurement mode). Each gained EDX spectrum was normalized by the counting rates (cts/s)y of the
coupled EDX detectors and plotted against the keV scale. These EDX spectra have characteristic peaks
at distinct positions in the keV scale and distinct relative cts/s, allowing identification of the major
elements present and providing a semiquantitative indication of their concentrations. The SEM-MLA
software (version MLA 3.1 by FEI) recognizes each mineral phase after its EDX spectrum by comparison
to a reference set of EDX spectra from identified mineral phases with known compositions [7,8]. The
mode of recognition is straightforward for phases larger than several microns, but this is not always
the case for the rhyolitic matrix. Therefore, in this study, the matrix was defined as three different
mixtures of K-feldspar, quartz, albite, and glass (matrix1, matrix2, matrix3). Real matrix in analyzed
samples was most often quartz and K-feldspar or glass, which the automated software recognized as
either the matrix mixture or the actual mineral. Therefore, to define the proportion between the matrix
and phenocrysts, JMicroVision software was used.
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Figure 1. Distribution of Permo-Carboniferous volcanic rocks in Central Europe. Sampling sites:

I—Halle Volcanic Complex (Landsberg laccolith), II—Chemnitz Basin-ignimbrite sampled near
Zwickau, III—Bieberstein subvolcanic dyke, IV—North Sudetic Basin—volcanic plug from Organy,
V—Intra-Sudetic Basin-tuff from Krucza Skata. A short-name is given for each locality used throughout
the manuscript: [—Halle, II—Chemnitz, I[[I—Bieberstein, [V—Organy, V—Krucze.

3. Case Study of Permo-Carboniferous Rhyolites

3.1. Geological Setting

The Variscan orogeny resulted from the collision of Gondwana and Laurasia (Devonian to
Carboniferous, 380-280 Ma) with subsequent post-collisional processes involving Permian and Late
Carboniferous magmatism. The magmatism comprised voluminous rhyolites and granites with minor
occurrences of more mafic rocks [16,17]. The age of rhyolitic post-collisional magmatism has been
known for over 20 years and U-Pb zircon ages were consistent with major episodes of eruptions taking
place between 310 and 280 Ma [16].

The rhyolitic rocks chosen for this study represent diverse forms of Permo-Carboniferous volcanism
in Germany and Poland (Figure 1). Generally, four of them were emplaced/erupted in sedimentary
intermontane basins developing during the Permo-Carboniferous period. From those, Halle and
Organy represent subvolcanic/volcanic rocks, Krucze volcanic/pyroclastic, and Chemnitz pyroclastic
products. Bieberstein is a subvolcanic dyke intruding an older metamorphic basement.
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The Chemnitz sample was ignimbrite containing numerous pyroclastic units that erupted within
the Chemnitz Basin (which has accommodated volcano-sedimentary succession) [16]. There are
abundant pyroclastic rocks related to a large caldera eruption occurrence to the north of the Chemnitz
Basin in the North Saxon Volcanic Complex [18]. The Chemnitz sample was taken from so-called
Planitz vitrophyre, a rock that is exceptionally well preserved and fresh with dominant glass content [9].
The sample came from a temporary outcrop in Zwickau. Previous zircon from the same outcrop has
been dated using the U-Pb method and SHRIMP instrument, yielding a concordia age of 296.6 +
3.0 Ma [16].

The Halle sample represented fully crystalline subvolcanic rhyolite from the Halle Volcanic
Complex (located within the Saale Basin). The Halle Complex comprises several fine-grained and
coarse-grained laccoliths [19,20] emplaced from 291.7 + 1.8 to 301 + 3 Ma [19]. The individual laccoliths
were formed by several successive magma pulses with evidence of the prolonged laccolith formation
being consistent with structural, petrological, and geochemical data [15,21,22]. The sample analyzed in
this study came from coarse-grained Landsberg laccolith that was shown to contain chemically and
isotopically diverse zircon of Permian age, suggesting the presence of both antecrystic and autocrystic
grains [23].

The Organy sample was subvolcanic/volcanic rhyolite from the North-Sudetic Basin. The basin
is filled with volcano-sedimentary succession containing a bimodal volcanic suite. The felsic rocks
in the basin are dated between 288 and 298 Ma [24,25]. The Organy sample was from the Organy
Wielistawskie exposure famous for its columnar jointing that represents either roots of a volcanic dome
or a subvolcanic intrusion associated with rhyolitic tuffs and breccias [24]. The rhyolites were dated
297.5 + 2.8 Ma [25] and 292-294 Ma [24]. The post-eruptive fluid migration resulted in secondary
overprinting of rhyolites and strong albitization of tuffs. The hydrothermal processes and fluid
migration associated with volcanic activity have been well recorded in this area, as rhyolites occurring
nearby are famous for agate formation, and Au-sulphide mineralization occurs as a result of’ the
contact between Organy rhyolites and metasedimentary rocks [25].

The Krucze sample was a part of lava/tuff sequence that has been included in a thick
volcano-sedimentary fill of the Intra-Sudetic Basin. The volcanic activity in the basin predominately
comprises silicic rocks (rthyodacites in Carboniferous and rhyolites in Permian) and less abundant
intermediate volcanic rocks [26,27]. The volcanism is dated between 313 and 283 Ma, with the peak
activity at ~290 Ma. The analyzed Krucze sample also probably represented effusive/extrusive Permian
volcanism, but had not been dated so far.

The Bieberstein sample came from a rhyolitic subvolcanic dyke that probably represents the
feeding system of an eroded volcanic complex; however, it had not previously been studied in detail.

The choice of the samples was dictated by their diversity in texture and Zr content. In theory, we
expect different structural positions of zircon in volcanic and pyroclastic rocks with variable Zr contents
as well as some differences between fully crystalline and predominately non-crystalline rocks. In fact,
Zr content should be the main factor controlling the appearance of zircon in crystallizing magma, as it
reflects the timing of zircon saturation, while also being affected by the presence of antecrystic and
xenocrystic zircons.

3.2. Chemical Composition

Rock samples from all localities were classified as rhyolite by the total alkali-silica (TAS) diagram
except from one measurement from Halle that was in the trachyte field. The full dataset is presented in
Supplementary Materials Table S2. SiO; content in rocks varied from 68 wt% in Halle to 76 wt% in
Organy. Samples from all localities were enriched in LREE and had similar REE patterns (Figure 2).
Only the Bieberstein rhyolite was more depleted in HREE than other rocks. Negative anomalies in
Nb, Ta, Ti, Sr (Figure 2), and Eu were observed in all samples. A Sr anomaly in Chemnitz and an Eu
anomaly in Bieberstein were less negative than in other samples. Zirconium content varied from 100 to
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350 ppm and correlated with the average variations in zircon saturation temperatures from 780-790 °C
for Halle, Bieberstein, and Organy, and 820-850 °C for Chemnitz and Krucze [28].
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Figure 2. Whole rock composition in spider (A) and REE diagrams (B). The patterns show the averages
of all analyses presented in the Supplementary Materials, with data for Chemnitz and Halle taken from
Stodczyk et al. [15] and Repstock et al. [9] respectively. Reference values used to normalize the data are
from Sun and McDonough [29].

3.3. Petrography

The rhyolites in all localities were dominated by fine-grained or glassy matrix (Figure 3). K-feldspar
formed phenocrysts in all localities, with quartz, biotite, and plagioclase being common in most instances
(Figure 3). Full modal composition is given in Supplementary Materials Table S3 and the SEM-MLA
images from each section are given in Supplementary Materials Figure S1.
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Figure 3. Modal composition and proportions of minerals associated with zircon as calculated by
Mineral Liberation Analysis software. (A) Modal proportions of major minerals in the studied rocks;
(B) zircon associations with major minerals in the studied rocks (1 is the number of zircon grains detected
in each sample by MLA-SEM); (C) zircon associations with accessory minerals in the studied rocks.
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3.3.1. Chemnitz

The texture of the Chemnitz sample (Planitz ignimbrite) was vitroclastic and welded. Most of the
Chemnitz ignimbrite was made up of glassy matrix (83.7%). Phenocrysts constituted approximately
16% of the ignimbrite and were dominated by plagioclase (7.4%) and K-feldspar (4.8%). Less abundant
were quartz (1.2%), pyroxene (0.9%), and biotite (0.8%). These modal proportions are in excellent
agreement with the MLA data from six other sections from Chemnitz ignimbrite published in Repstock
et al. [9], which were also dominated by plagioclase (6.59-8.07%) and K-feldspar (4.46-6.11%), with
lower abundances of quartz (1.97-2.44%), pyroxene (0.68-0.93%), and biotite (0.8-1.13%). Most
phenocrysts had a size below 1 mm and usually formed sharp-edged fragments, but numerous grains,
especially pyroxene and ilmenite, had rounded shapes and seemed to be resorbed (Figure 4a,b).
Minerals often formed characteristic assemblages; for example, resorbed ilmenite was surrounded by
biotite (Figure 5). On the other hand, pyroxene often contained or was attached to smaller ilmenite,
apatite, and Fe-oxide grains, and some pyroxene was altered to actinolite. Sometimes pyroxene and
plagioclase occurred as glomerocrysts (Figure 4a), and miniscule grains of various sulphides (Pb,
Zn, Fe-Cu) occurred within the glomerocrysts (Figure 4a). Altogether it seems that a plutonic rock
composed of pyroxene and plagioclase and abundant accessories (including zircon) was disturbed
during rhyolitic magma formation and incorporated within the silicic magma.
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Figure 4. Back-Scattered electron (BSE) images showing typical occurrences of zircon in the studied
rhyolites and corresponding images of zonation in the zircons. (A,B) BSE images of Chemnitz
ignimbrite commonly showing plagioclase-pyroxene plus accessory glomerocrysts; (C) Bieberstein
dyke, with zircon being commonly associated with Fe-oxides; (D) Bieberstein dyke with zircon
included in altered plagioclase porphyrocryst; (E) Halle laccolith-zircon in biotite and matrix; (F) Halle
laccolith-zircon associated with late veins rich in accessory phases and Fe-oxides; (G) Krucze sample
with abundant anhedral zircon with xenotime rims; (H) Krucze sample with euhedral/subhedral
zircon without xenotime rims; (I) Organy lava dome showing diverse zircon sizes within and outside
biotite phenocryst. Cpx—clinopyroxene, [Im—ilmenite, Pl—plagioclase, Ap—apatite, Zrn—zircon,
Bt—Dbiotite, Qz—quartz, Kfs—K-feldspar, Rt—rutile, Xtm—xenotime, Gn—galena.
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Chemnitz ignimbrite

Organy volcanic plug

Figure 5. Examples of zircon associations in MLA images, and examples of different structural positions
of zircon in BSE images. (A) Chemnitz ignimbrite, showing zircon and other accessories in ilmenite-rich
glomerocryst. Interestingly one zircon is missing from the MLA image; however, this was the only case
where this happened. (B) Bieberstein dyke showing the typical association of zircon with Fe-oxide. This
interesting glomerocryst of several zircons was detected as a single grain by MLA. (C) Halle laccolith,
showing zircon associated with accessory minerals in a late vein. (D) Organy lava dome, showing a
typical matrix-associated zircon. [lm—ilmenite, Zrn—zircon, Ap—apatite, Bt—biotite, Mtx—matrix,
Un—unknown, Qz—quartz, Ab—albite, Kfs—K-feldspar, Rt—rutile, Ilt—illite, clay—clay minerals.
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3.3.2. Bieberstein

The texture of the rhyolite was massive and porphyritic. Rhyolite from Bieberstein mostly
contained a matrix of K-feldspar and quartz. Phenocrysts constituted 18% of the rock and were
dominated by K-feldspar and quartz (Figure 4c,d). Kaolinite was less abundant (5%), and was
interpreted as the alteration of plagioclase, which was confirmed by the presence of albite (0.2%) within
the phenocrysts. Small biotite phenocrysts constituted 0.8% of the rhyolite. Most of the phenocrysts
were subhedral and less than 1 mm, with the exception of biotite, which often was euhedral (Figure 4c).
Fe-oxide, which constituted 0.12% of the area, occurred mostly as aggregates (Figure 5b), which
we interpreted as fully altered pyroxene. Interestingly, zircon was often associated with Fe-oxides
(Figures 4c and 5b); however, it also occurred within other phenocrysts or matrices (Figure 4d). The
rock contained crosscutting quartz veins and diffuse zones enriched in K-feldspar and quartz (see the
MLA image in Supplementary Materials Figure S1). Diffuse zones were ~5 mm wide and quartz veins
were ~20 um wide, which probably represented the shearing of the rhyolite in both plastic and brittle
regimes. These shear zones were later infiltrated by late melts/fluids.

3.3.3. Halle

Rhyolite from Halle Volcanic Complex had a massive and porphyritic texture. It belonged to the
coarse-grained rhyolite type [30]. Phenocrysts constituted 17%, with the most abundant being quartz
and albite. The mineral background was a mixture of quartz, plagioclase, and K-feldspar. Accessory
minerals were biotite (1.7%), Fe-oxides (0.5%), illite (0.2%), and rutile (0.13%). Quartz and biotite were
anhedral, while albite was subhedral to euhedral. Biotite sometimes occurs as inclusions in quartz.
Most of the phenocrysts were less than 1 mm, while larger phenocrysts (quartz and albite) reached
up to 6 mm. Few quartz grains were embayed and overgrown by albite. Minerals like Fe-oxides
and illite occur as an alteration after biotite, and altered biotite often contains numerous accessory
phases such as zircon, apatite, and rutile (Figures 4e and 5c). For some samples (not analyzed by MLA)
discontinuous vein-like structures filled with Fe-oxides and containing abundant accessory minerals
were seen (Figure 4f).

3.3.4. Krucze

The texture of the Krucze sample was massive and fine-grained with very rare phenocrysts
(Figure 4gh). The rock contained ~7% phenocrysts of quartz, K-feldspar, and albite. Most of
phenocrysts had a size below 100 um, and that largest grains (quartz and albite) had sizes ~600-700 pm.
Quartz and K-feldspar grains were anhedral, and there were a few subhedral albite grains. Albite is an
alteration product after plagioclase, and its matrix was composed mostly of quartz and K-feldspar
(Figure 4g h). Diffuse zones enriched in quartz represented the probable infiltration of late melts/fluids.
Other accessories included pyroxene, Fe-oxides, biotite, rutile, and zircon. Zircon appeared in the
matrix as subhedral small grains with xenotime rims (Figure 4g) and large euhedral grains without
xenotime (Figure 4h).

3.3.5. Organy

The texture of the rhyolite from Organy was massive and porphyritic. Phenocrysts constituted
approximately 16% of the rhyolite. Dominating phenocrysts were K-feldspar and quartz. Less abundant
were albite (2.8%) and illite (1.4%, alteration product of K-feldspar), biotite (1%), and plagioclase (0.4%).
Most of the grains has a size less than 1 mm, with maximum sizes being over 3 mm (K-feldspar). The
matrix was composed of quartz and K-feldspar (Figure 4i). Zircon appeared in biotite and matrix,
with the latter zircon having larger sizes (Figure 4i). The rock was cracked in places, with the cracks
filled mostly by kaolinite, and occasionally by Fe-oxides and illite. Two thin sections were analyzed
for this locality, and MLA returned similar modal proportions and a similar grain size distribution
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(Supplementary Materials Table S2, Figure 6). This, together with the low chemical variability within
each locality, suggests that each sample could be treated as representative for each site.
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Figure 6. Grain size distribution for major minerals in each locality (A-E) as well as a comparison of
zircon grain size distribution in different localities (F). Data are from MLA. Please note that in Krucze
(C) fine-grained K-feldspar was recognized as a single grain by the software.

3.4. Zircon Associations

SEM-MLA can be used to detect most zircon grains and describe their structural positions and
mineral associations in detail. For the analyzed sections, the number of detected grains for each
section was: Organy1-25 grains, Organy2-175, Chemnitz-190, Halle-54, Beiberstein-88, Krucze-506.
The majority of these grains were smaller than 50 pm in length, with the larger grains constituting 11,
8,31, 5, 6, and 8 grains in each of the localities, respectively. Mineral association data can be correlated
and checked with the BSE images of zircon grains in Figures 4 and 5.

In general, zircon associations are correlated with modal mineralogy (i.e., the more a mineral
(or matrix) constitutes a larger part of the rock, then more zircon is associated with it (for details
see Supplementary Materials Table S3)). In the studied rocks, zircon was commonly associated with
matrix and K-feldspar. However, even zircon associated with uncommon mineral assemblages was
usually partly surrounded by fine-grained matrix composed of major phases (Figure 5A-C), giving
somehow false impression of zircon association with major minerals, which restricted information
on its structural position. For this reason, it was important to verify each association with MLA and
BSE images, which could be achieved manually after automated analyses were completed (saving
the position of each zircon grain so that each zircon grain can be quickly accessed manually). For
example such verification showed that in the case of zircon that was associated with K-feldspar and
quartz, both major minerals were more often matrix constituents and not porphyrocrysts (Figures 4
and 5). Therefore, we suggest that in terms of identifying different structural positions of zircon in the
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rock, more information is provided by zircon associations with minor and accessory minerals and not
the major ones. For example, minerals such as biotite were important hosts for zircon in all samples.
The association of zircon with biotite is an interesting one, because it does not follow the correlation
between rock mode and mineral association (e.g., biotite constitutes only up to 1.7% of the rock mode,
but over 17% of zircon is associated with biotite in Organy rhyolite). Additionally, this amount may
be underestimated, because biotite is often fully altered, as in the Halle sample. Similarly apatite
constitutes only up to 0.12% of the rock mode, however, in Chemnitz and Halle, much higher amounts
of zircon were associated with apatite (4.6% and 2.5%, respectively). Other minerals like albite (30%
in Halle), Fe-oxides (17% in Bieberstein and 10% in Halle), pyroxene (5% in Chemnitz), or kaolinite
(4.7% in Bieberstein) could also be associated with zircon to a greater degree than suggested by modal
proportions (Figure 3).

In fact, these diverse zircon associations were consistent with the presence of several zircon
populations in a single sample. This was largely confirmed for zircons associated with ilmenite, apatite,
and Fe-oxides in both Chemnitz and Bieberstein. BSE images showed that zircon associated with
these minerals often occurred in glomerocrysts that probably had been derived from plutonic rocks
which were later disturbed and incorporated within rhyolite. On the other hand, zircon occurring in
Organy was associated with biotite—a mineral that is typical for rhyolite. Specific zircon was observed
in Krucze, where most of the zircon was dismembered and anhedral within the matrix and there
were also epitaxial overgrowths of xenotime. The occurrence of some Halle zircon in veins with other
accessory minerals was also unusual (Figure 4).

3.5. Mineral Grain Size Distribution

MLA also provided information on the grain size distribution for each mineral. Mineral grain
size distribution diagrams were similar, with most grains being smaller than 1200 um (Figure 6a—e).
However, the shapes of cumulative grain size distribution curves were different for some samples.
Generally, grains below 120 um belonged to matrices and larger grains were phenocrysts. Bieberstein,
Halle, and two samples from Organy had similar grain size distributions (Figure 6a,b,d), while samples
from Chemnitz and from Krucze did not. In Chemnitz ignimbrite, all grains occurred as crystal
fragments surrounded glassy matrices (Figure 6e). On the other hand, Krucze contained only a few
phenocrysts (Figure 6¢), and the matrix consisted mostly of K-feldspar, so that individual grains could
not be resolved by the SEM-MLA GXMAP mode. Zircon grain size distribution plots were similar
for all samples except Krucze, because zircon grains in this rock were strongly disseminated through
the matrix (Figure 4g). Additionally, the plot for Bieberstein was different for the largest grain sizes
because of the zircon aggregate, which had been imaged by MLA as a single grain (Figure 5b).

Grain size distribution was also compared using statistical tests (Figure 7). In the analyzed samples,
Chemnitz had a significantly larger zircon area, and Krucze had a smaller zircon area, compared to
other localities (Figure 7a). No many significant differences were observed between the sizes of zircon
associated with different minerals (Figure 7b—d). However, the diversity in sizes was more pronounced
for Chemnitz and Halle zircons (where at least two zircon populations were identified in SEM images,
see Figures 4 and 5) than for Organy (where all zircon seemed similar). Quantitative information
retrieved from automated SEM analysis also included grain lengths, length to breadth ratios, and
angularity. We compared all these values between sites and between different mineral associations,
but not many significant differences were observed (the database used for comparison is given in
Supplementary Materials Table S5).
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Figure 7. Statistical comparison of zircon sizes (um?) between localities (A) and between zircon
associated with different minerals for each locality (B-D): (A) significant variations (p < 0.05) are
observed for Krucze and Halle; (B) data do not show significant variations between populations; (C)
zircon associated with KFs and Fe-oxide is significantly larger than zircon associated with the matrix;
(D) data do not show significant variations between populations; however, the largest zircons are
clearly associated with ilmenite. Input data from MLA, shown in Supplementary Materials. Plots made
by Statistica software.

3.6. Whole-Rock Versus Modal Composition

MLA allows the concentration of an element to be compared with the quantity of a mineral that is
main carrier of the element (e.g., Zr in zircon, P in apatite, and monazite and Ti in rutile and ilmenite).
Generally, correlation was relatively good, especially for rocks with higher amounts of accessory
minerals detected by MLA (Figure 8). As zircon was the only main carrier of Zr, it was possible to
calculate the Zr content for all the zircon detected by MLA (zircon composition from Halle was used
for the calculation with an average of 49 wt% of Zr [23]) and the calculated concentration was close to
minimal Zr content in Halle, Krucze, and Organy whole rocks, but was much lower for Chemnitz and
somewhat lower for Bieberstein.
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Figure 8. Comparison of modal proportions of zircon and other accessory minerals (from MLA)
with whole rock compositions for the major constituents of these minerals: (A) phosphorous-bearing
minerals, (B) titanium-bearing minerals (C) zircon. The solid line in the zircon diagram (C) is the
expected Zr concentration in whole rock assuming that all Zr is in zircon and Zr content in zircon is the
average taken from Stodczyk et al. [23].

4. Discussion

4.1. Chemical and Structural Diversity of Studied Rhyolites

The studied rhyolite rocks represented the same Permo-Carboniferous episode of intraplate
volcanism related to post-Variscan extension and mantle upwelling [1,17,31,32]. In principle, they
differed in the ways they were erupted/emplaced, but their chemical compositions reflected processes
that should have occurred in crustal magma chambers. Differences in rhyolite chemistry and petrology
are usually interpreted as reflecting a diversity of sources and differentiation processes [33-36], and that
should be the case for the studied rhyolites. The studied rhyolites were compositionally homogenous
within the locality and had generally similar mineral compositions as well as REE and incompatible
element patterns (Figure 2). The differences in trace element contents between localities were two-to
four-fold, but for immobile elements they were within the range observed in other Permo-Carboniferous
rhyolites [17,18]. Therefore, the chemistry of rhyolites demonstrates some interplay between the
local availability of chemically diverse source magmas and their later evolutions, which seems to be
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essentially similar among the Permo-Carboniferous rhyolites in central Europe. In particular, Zr showed
three-fold enrichment between localities with the range being typical not only for Permo-Carboniferous
rhyolites, but also for other famous rhyolites worldwide (Figure 9). Only rhyolites or sources that
were strongly affected by hydrothermal activity showed higher Zr concentrations [37,38]. However, Zr
content in whole rock was not only related to magma composition, but also strongly controlled by zircon
abundance (potentially including xenocrystic, inherited, antecrystic, and autocrystic components [3]),
which is the case for Permo-Carboniferous rhyolites in central Europe as well [1,39]. The preservation
of zircon in silicic magmas makes it a valuable tool for reconstructing silicic magma evolution. In
particular, multiple sources are perfectly captured in zircon composition, which can be recycled from
successive stages of magma development to end up as diverse zircon cargo in final magma chambers
before eruption [1,3-5,23,40]. This diversity for Permo-Carboniferous rhyolites of central Europe was
previously characterized on zircon separates [1,23,39]; however, we showed that more information on
the presence and source of antecrystic/inherited components can be obtained from MLA-SEM analyses
of the structural positions of zircon in thin sections of rock.

4.2. New Insights into Zircon Behavior in Silicic Magmas Based on SEM-MLA

Automated SEM analysis provides precise information on modal compositions, including the
identification of many accessory phases [8,9]. However, it is the additional information such as grain
size distribution and mineral association that offer better insight into the possible sources of zircon
grains. Zircon from the Bieberstein dyke is a particularly good example. Its grain size distribution
pattern for zircon showed large gaps in grain sizes identified in the thin section of rock that could
be related to zircon glomerocryst. Such a structure is unusual for zircon crystallizing in pre-volcanic
magma chambers, and should be interpreted as a fragment of a cumulate where zircon glomerocryst
crystallized from intercumulus melt. Also, this zircon was associated with Fe-oxide and ilmenite that
constituted only 0.13% of the rhyolite, but these minerals also formed glomerocrysts. Fe-oxides are
euhedral and probably represented secondary alterations after early mafic phases (pyroxene) formed
the cumulate. The fact that almost 20% of zircon was associated with these phases in the Bieberstein
dyke suggests that such fragmented cumulate may be an important source of xenocrystic or antecrystic
components. As such, the Bieberstein dyke contained at least two zircon populations (antecrystic
components associated with Fe-oxide-rich cumulate and autocrystic components associated with
matrices or phenocrysts), with quantitative information on the populations (antecrystic was at least
20%) retrieved from automated SEM analyses. Similarly, plutonic-like associations of zircon were also
identified in the Chemnitz ignimbrite based on unusual associations of zircon with ilmenite, apatite,
and pyroxene (15%), with all these minerals being minor phases in the rhyolite modal composition
(1.2%). This suggests that these minerals were remnants of a disturbed pyroxene-plagioclase plutonic
rock—perhaps an early product of the silicic magma evolution representing more-intermediate
compositions. If this was the case for the Chemnitz ignimbrite, an abundance of ilmenite and apatite
in the plutonic rock suggests the presence of Ti- and P-rich magmas (alkaline?), perhaps shedding
more light on the initial mantle component participating in the formation of silicic volcanism.

Another source of information on zircon and in particular the timing of its crystallization relative
to emplacement was the analysis of our dataset in terms of zircon proportion versus Zr content in
whole rock. The positive relationship was observed for all fully crystalline samples and the proportion
of zircon was consistent with Zr being predominately a zircon component. In contrast, Chemnitz
ignimbrite Zr content was larger (over 300 ppm) than expected from zircon on its own (100 ppm,
Figure 8). This is consistent with over 50% of Zr being in glass, which shows that zircon is a relatively
late mineral in the sequence of crystallization. In contrast, apatite must have crystallized earlier, as
its proportion correlated better than zircon with the total abundance of P in whole rock (Figure 8).
This further implies that, in the case of Chemnitz ignimbrite, zircon saturation was not yet achieved,
and most (if not all) of the zircon consisted of antecrystic components. This conclusion agrees well
with the premise of zircon occurring mostly within pyroxene-plagioclase-ilmenite plutonic remnants
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(Figure 4b). The zircon from the Chemnitz ignimbrite analyzed in this study (belonging to the Planitz
Formation) was dated and yielded the concordia age of 296.6 + 3.0 Ma [16]; however, samples that
erupted later in the Chemnitz Basin (belonging to the Leukersdorf Formation) yielded younger ages of
291 + 2 Ma [41]. The Planitz Formation was deposited earlier and, while the two ages are close enough,
some diachronity is evident consistent with different processes involved in the magma formation. The
Chemnitz ignimbrite was formed by mafic-felsic magma interactions [9], which was confirmed in our
study by the presence of cumulates related to mafic rather than felsic magmatism. On the other hand,
the younger samples are more felsic, contain abundant inherited zircon and Hf isotope compositions
of magmatic zircon is typical for an older crust. This is consistent with the purely crustal origin of
the younger rhyolites [41]. It may therefore be tentatively suggested that the Chemnitz ignimbrite
analyzed in this study is older because it contains predominately the antecrystic zircon component.
By analyzing zircon from this sample, we may approach ages of mafic-intermediate intrusions from
~296 Ma that, after a time period, provided heat for pervasive crustal remelting at ~291 Ma in the area.

The bimodal grain size distribution of zircon was also observed in Krucze tuff, which clearly
contained at least two zircon populations—a large euhedral zircon, and small dismembered one
characterized by an epitaxial growth of xenotime [42]. Unfortunately, the detection of xenotime
and related quantitative information was not possible via automated SEM-MLA analyses due to
the size of the overgrowths being too small. This form of anhedral zircon is puzzling, as the rock
contained high amounts of Zr, but most of the zircon was in this anhedral form (506 grains detected
but only eight with lengths over 50 pm), something not expected when zircon crystallizes early.
Possible interpretations may include zircon dissolution or quick zircon crystallization in a foamy;,
erupting material. Perhaps preservation of both euhedral (antecrystic) and anhedral (autocrystic)
zircon supports the latter interpretation. Dating of this rhyolite will be an analytical challenge, but one
that may provide interesting results if the two populations are analyzed separately.
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Figure 9. Comparison of whole rock SiO, and Zr contents in the studied rhyolites (including the whole
rock composition published in [9,15] with datasets from Bishop Tuff [35], Taupo Volcanic Zone [43],
and Yellowstone [38].

Zircon in Halle was often associated with other accessory minerals such as apatite, rutile, and
Fe-oxide-forming veins that intruded later than the majority of the laccolith body. This would
be in accordance with previous interpretations of multiple magmatic injections forming laccolith
bodies [15,21,30], and would additionally suggest the presence of strongly differentiated melts during
laccolith formation. As such, at least two populations occurred in Halle rhyolite—one in biotite, and
one related to this later melt infiltration. In this case, both could be autocrystic or antecrystic. In fact,
numerous ages obtained for laccoliths from the Halle Volcanic Complex show spreads from 292 + 2 Ma
to 301 + 3 Ma [19], and the presence of antecrystic zircon has been suggested by Stodczyk [23] based on
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zircon trace elements and isotope composition diversity. Altogether, our data also confirm prolonged
and complex processes of Halle laccoliths formation.

Organy showed yet another typical zircon characteristic, the “zircon in biotite” association.
Actually, this may have been the only rock containing a single zircon population that was probably
related to the progressive crystallization of rhyolitic magma. This is consistent with the increasing
zircon sizes from phenocrysts cores to phenocrysts rims (Figure 4i) and similar zircon sizes in different
mineral associations (Figure 7). The zircon from this locality has been dated twice, with a range of ages
of 297.5 + 2.8 Ma [25] and 292-294 Ma [24], consistent with a possible presence of antecrystic zircons.
However, based on our observations, we suggest that these ages may be treated as within the margin
of error, or the younger ages may have been affected by lead loss related to late fluid infiltration. The
spread of individual ages was 292-302 Ma [25] and 284-302 Ma [24], which is consistent with older
ages being closer to the magmatic age and younger ages being affected by lead loss.

Altogether, each of the analyzed rhyolites contained zircon with different associations, showing
that determining the structural position of zircon and backing it with quantitative information derived
from MLA-SEM can offer a valuable tool for zircon characterization. Our survey of rhyolites with
different Zr contents also confirmed that the origin of zircon in rhyolites is far from simple and rarely
consistent with fully autocrystic zircon. However, at least some potential sources of antecrystic grains
can be identified, usually by observing zircon associated with particular plutonic-like rock fragments.

5. Conclusions

Zircon continues to be used as the perfect mineral for dating and reconstructing magmatic and
metamorphic processes. However, as it is mostly analyzed in separated grains, the information
provided by its structural position within rock is lost. In this study, we showed that by observing
the nature of zircon associations with other minerals, new information is obtained; for example, on
zircon sources such as crystallization in volcanic rock, crystallization in earlier-formed cumulates,
and crystallization in late veins. The difficulty is that zircon is scarce in thin sections of rock, and an
additional tool is needed to facilitate zircon observations. We propose that the perfect approach is
automated SEM analyses that provide not only qualitative information, but also quantitative data for
all zircon grains in thin sections of rock. This information can be directly compared with whole rock
analyses, giving it the potential for further interpretations such as the timing of zircon crystallization.
We stress that such approaches may be of particular importance for rhyolitic rocks, which are known to
contain diverse zircon populations. This was shown in this study, where each of five studied localities
had different zircon characteristics.

Supplementary Materials: The following are available online at http://www.mdpi.com/2075-163X/10/4/308/s1,
Table S1: Reproducibility of whole rock analyses based on duplicate analyses of a single sample and the reference
material, accuracy of whole rock analyses based on comparison of RM analyses to the expected value; Table S2:
Whole rock analyses from this study and data from References [9,15] used as a reference composition for the
rocks analyzed in this study by MLA-SEM; Table S3: Modal composition as analyzed in this study by MLA-SEM;
Table S4: Proportions of different minerals associated with zircon as analyzed by MLA-SEM; Table S5: Data for
each zircon grain in each sample used for statistical calculations as analyzed in this study by MLA-SEM. No
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