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Crystal structure refinement and crystal chemistry of pumpellyite

Arctn q. Yosrtte,s.e,l er.ro Texro M,c.Tsul\,roto

Department of Earth Sciences, Faculty of Science
Kqnazawa Uniuersity, I-l Marunouchi Kanazqwa 920, Japan

Abstract

Refinement of the crystal structure of an Al-rich pumpellyite {(Ca..ru
Nao.orMno.or)Alo(Alo.nrFeo.ouMgo.ur)Si.o.orOrr(OH)r; a:8.8t44) b:5.895(2) c -
19.116(11)A p :97.alQ\; space group Ai1m1-iom Sanbagawa, Gunma prefecture, central
Japan, was carried out by a least-squares method with X-ray single-crystal counter-collected
data. The locations ofhydrogen atoms have been determined based on the difference Fourier
maps. The final R index for 1328 observed reflections is2.690/o for the structure including the
hydrogen atoms. All hydrogen positions, located on the mirror planes, are consistent with the
results deduced from bond-valence calculations. Hydrogen bonds occur between O(5) and
O(10) with a distance of 2.75(a)A.

The chemical lormula of pumpellyite based on the structure analysis should be written as

(ca, Mn)caAlr(oH)r(Mg, Fe2 +, AI, Fe3 +)[(OH), O]SiO4Si2O6(OH)

and it has the following characters: the double tetrahedral unit [Si2O6(OH)] characteristically
has a hydroxide group directly attached to the silicate tetrahedron; one of two kinds of octa-
hedral sites is occupied by an aluminum ion in preference to the others; the other octahedral site
is occupied by both divalent and trivalent ions such as Fe2+, Mg2*, Fe3*, and Al3+; and the
electric charge of the latter site is compensated by the amount of hydrogen atoms.

Introduction

Pumpellyite occurs commonly in low-grade metamor-
phic rocks of the pumpellyite-actinolite and prehnite-
pumpellyite facies. Gottardi (1965) first proposed the crys-
tal structure model of pumpellyite. Gatli and Alberti (1969)
tried to refine the structure using film data. In their refine-
ment, however, the temperature factor of the Si(3) atom
became negative, and the occupancies of atoms for cation
sites were obscured, due to the lack of accurate chemical
data. Since then no structure reflnement has been done,
perhaps due to the poor crystalline nature of the mineral.

Based on the calculations of bond strengths, Allman and
Donnay (1971) and Baur (1971) have succeeded in as-
signing hydrogen atoms to oxygen atoms in the structure
model of Galli and Alberti. Their calculations demon-
strated that the hydrogen atoms were coupled to O(5),
O(7), O(10), and O(11), even though the positions of the
hydrogen atoms were not determined. Furthermore, the
likelihood of molecular water was excluded.

Various chemical formulae for pumpellyite have been
offered by many authors. For instance, Galli and Alberti
(1969) showed the following formula on the basis of their
crystal structure analysis: CarAlr(Mg, Fe, *, Fe. *,
Al)4[(SiO4)4/(SirO?)4/(OH)r(HrO, OH)n]. From the val-
ence summation procedure, Allman and Donnay (1971)
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proposed the following formula for the pumpellyite studied
by Galli and Alberti: CarAlr(OH)r(Al, Mg, Fe{OH,
O)SiO4Si2O6(OH, O). Coombs et al. (1976) used (Ca,
Mn)o[(Mg, Fet*, Mn)r_*(Fe3+, Al)"](Fe3+, Al)4Si6
O2'+"(OH)8-, to represent the chemical data from micro-
probe analysis.

In this study, the structure of pumpellyite has been re-
fined in order to accurately determine the structure param-
eters and hydrogen positions. Bond-valence calculations
are also carried out to ascertain the hydrogen positions.
Finally, the crystal chemistry and chemical formula for this
mineral are discussed.

Experimental procedure

Material
Through the courtesy of Dr. Kin-ichi Sakurai, we obtained

specimens of pumpelllte veins from Oonara, Sanbagawa, Oni-ishi
cho, Tano gun, Gunma Prefecture, Central Japan. The species
occurs as flat prismatic to bladed crystals up to 0.4 mm in length,
elongated along [010] and flattened parallel to (100). The orher
predominant plane is (T02). The fragrnents show relatively dark-
green to pale yellow pleochroism.

Table I presents the chemical compositions obtained using a
HrrAcHr xul-51 electron microprobe analyzer. The chemical com-
positions vary with the analyznd point from place to place in
one grain, and the Fe/(Fq + Mg + Al) atomic ratios for M(2) sites
are cz. O.22. The calculation of the unit cell contents of pumpelly-

ite from microprobe analysis is difficult due to the following rea-
sons: uncertainties of the oxidation state of iron, presence of hy-
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Table 1. Microprobe analyses of pumpellyite

CRYSTAL CHEMIS'IRY OF PUMPELLYITE

Table 2. Pumpellyite, X-ray data
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drogen which is not directly determined, and substitution of O for
OH accompanying the introduction of trivalcnt ions into onc of
two kinds of octahedral sites (M(2) sites). Because of the above
reasons, we employed 24.5 oxygen atoms as the basis for calcula-
tion of cell contents of pumpellyite assuming that half of the M(2)
sites were occupied by divalent cations. The lower part ofTable I
gives the unit cell content of the mean composition calculated on
the basis of total iron as either FeO or FerO..

Data collection

The size of the crystal used in the rcfinement was
0.11 x 0.10 x 0.14 mm3. Weissenberg photographs revealed mon-
oclinic symmetry, and the only observed systematic absence (h/cl,
k + l:2n * 1) was consistent with space groups A2lnt A2, and
z{m as previously desqibed (Coombs, 1953, Gottardi, 1965, and
Galli and Alberti, 1969). We chose the space group A2lm and
found the centric model to b€ satisfactory with regard to agree-
ment htween Fo* and F".,". Application of the Nz-test (Howells
et al., 1950) also supported the centric model. The data were col-
lected on the Philips PW1100 four-circle diffractometer with
graphite-monochromatized MoKa radiation. The unit cell con-
stants determined by the method of least-squares from 20 reflec-
tions are given in Table 2, together with other X-ray data.

The intensities of reflections within 20 : 8" - 60' were mea-
sured in the o - 20 scan mode. A total of 1549 reflections was
collected over one asymmetric unit. The data were corrected for
Lorcntz and polarization factors, and for the dbsorption effect, the
crystal was assumed to be a sphere (pR : 0.15 for MoKa radi-
ation). Reflections were included in the calculations if their struc-
ture fractors exceeded three standard deviations based on count-
ing statistics. This resulted in 1318 unique reflections.

N o .  o f  i n a t e p .  r e f l e c t i o n s
u s e d  f o r  r e i i n e m e n e  w i t h  r o > 3 o ( r o )  1 3 2 8

2 . 6 9  r

2 . 1 4  |

Refinement
The refinement was initiated with the positional parameters re-

ported by Galli and Alberti (f969) for the 1318 observed unique
structure factors using the program LINUS (Coppens and Hamil-
ton, 1970). Neutral atomic scattering factors (International Table

for X-ray Crystallogaphy, Vol. 3\ were used for each atom. Na
and Mn atoms were disregarded in the refinement, since their

, , \
i l o t \
\s2 1-d3-9 l

-  
l j -

Fig. l. Portion of the difference Fourier section, Jr:0.0, of
pumpellyite, passing through the hydrogen positions, H5, H7,
HIO and H11; neighboring tetrahedra and octahedra formed by
oxygen atoms are indicated. Contours are drawn at an interval of
0.2 ell,J , zero contours being omitted, and negative contours
broken. Atoms lying on the plane are indicated by *.
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Table 3. Pumpellyite, positional parameters and isotropic
temperature factors for hydrogen atoms

atom occuPancy Bteo

Table 4. Pumpellyite, anisotropic temperature factor co€flicients
for non-hydrogen atoms
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Fig. 2. Pumpellyite, view parallel to [010]. The heights of the atoms are indicated in 1000y. The elements of symmetry are indicated

in half of the unit cell.
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Table 6. Pumpellyite, interatomic distances (A) and angles (")
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contents were too small. As the scattering factors of Mg and Al
atoms are nearly identical, the octahedral sites were modified so as
to be occupied by Al and Fe only. A scattering factor, (1-
gXAl) + g(Fe), was used for the composite atom at the octahedral
sites, where f(Al) and f(Fe) are the scattering factors of Al and Fe,
respectively, and g is the occupancy factor. The occupancy factors
were varied with positional parameters, isotropic extinction pa-

rameter, temperature factors, and scale factor. Several cycles of
least-squares refinements, gradually increasing the number of vari-
ables, resulted in convergence at an R index (: E ll Fo | - | I'c llp I
Fo l) of 0.0516 for isotropic temperature factors. Then temp€rature
factors were converted to anisotropic, and several cycles of refine-
ment resulted in convergence at an R index of0.0291.

After the convergence a difference Fourier synthesis was com-
puted to find the hydrogen atoms of the hydroxyl groups. A por-

tion of the difference Fourier section, ], : 0.0, is shown in Figure I
together with the tetrahedra and octahedra formed by neighbor-
ing oxygen atoms. The map revealed the hydrogen atoms at dis-
tances of about 1A from O(5), O(7), O(10), and O(11) for OH, the
peak height being 0.6,0.8,0.6,0.8 eA-3 respectively.

Upon further refinement including the hydrogen atoms, for
which positional parameters and isotropic ternperature factors
were varied, the R index converged to O.O269.

Site occupancy showed (0.80 Al + 0.20 Fe) in the centro-
symmetric M(2) site, and (1.01 Al + -0.01 Fe) in the M(1) site.
The negative occupancy of Fe in the M(1) site suggests that the
M(1) site would primarily be occupied by Al.

The positional parameters (Table 3) and the t€mperature factor
coelficients (Table 4) were used to calculate a final set of structure
factors (Table 5).2 Interatomic distances, angles, and estimated
standard errors calculated using RSDA-4 program (Sakurai' 1967)
are given in Table 6.

Discussion

Description of the sffucture

Our structural refinement confirmed the general poly-
hedral linkage proposed by the earlier studies. The struc-
ture contains octahedra which share edges to form infinite

2 To receive a copy of Table 5, order Document AM-85-276
from the Business Offrce, Mineralogial Society of America, 2000
Florida Avenue, N.W., Washington, D.C. 20009. Please remit
$5.00 in advance for the microfiche.
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nation polyhedron ofseven oxygen atoms around each cal-
cium atom is described as a square with two oxygen atoms
on one side and one on the other. Ca(1)-polyhedra share
the edges O(3FO(4) with M(1)-octahedra and the edges
O(2FO(11) with M(2)-octahedra, and the Ca(2)-polyhedra
also share the edges O(IFO(6) with M(1)-octahedra and
the edges O(2FO(9) with M(2)-octahedra (note that the
number of sharing edges for the M(2) sites is twice that for
the M(1) sites). Ca(l)- and Ca(2)-polyhedra share the edges
O(4FO(8) with Si(1)-tetrahedra and the edges O(6fO(9)
with Si(3)-tetrahedra, respectively.

The polyhedra show the usual effect of sharing edges.
The lengths of edges shared between the octahedn,2.485
and 2.4984 for M(1)-octahedra and 2.$94 for M(2)-
octahedra, are significantly shorter than the edge lengths
parallel to the b axis, 2.958 and 2.957 A and 2.956A. In the
tetrahedra, the lengths of edges shared by Ca-polyhedra

Table 7. Pumpellyite, magnitude and orientation of principal

Fig. 3. Pumpellyite compositions from various rock types in
the diagram of atomic proportions At-Mg-Fe*(Fer* + Fe3*;.
Dashed line indicates Mg,(Al + Mg + Fe*) :0.167, full line indi
cates All(Al + Mg + Fe*) : 6.667. Solid circle-this study; open
circle{iulgoldite) Moore (1971); striped field{ophiolite mem-
bers) data from Liou et al.(1977), Liou (1979) and Ishizuka (1981);
stippled field--data from Deer et al. (1962), Passaglia and Goh
tardi (1973), Zen (1974), Kawachi (1975), Coombs et al. (1976),
Kuniyoshi and Liou (1976), Aiba (1982), Nakajima (1982), and
Arai (pers. comm.)

linear chains parallel to the [010] direction. There are the
two sJmmetrically independent chains, one of which is
composed of the M(2) octahedra on a special position,
while the other is the M(1) octahedra on the general posi-
tion. In the unit cell, there are four symmetrically equiva-
lent M(2) sites, and eight M(1) sites, therefore four M(1)
chains and two M(2) chains run parallel to [010]. The
shared edges in these chains are O(9FO(11) for the M(2)
site, and O(5FO(6) and O(4fO(7) for the M(1) site.

The existence of both double tetrahedra SirOr(OH) and
isolated tetrahedra SiOn is characteristic for this crystal
structure. There is no edge shared between the tetrahedra
and the octahedra. Tetrahedra which alternate at heights
ll:0.0 and 0.5, laterally bridge between O(1FO(1), O(2F
O(2), and O(3FO(3) vertices (unshared edges) of the differ-
ent octahedra. The crosslinking by the octahedra and the
tetrahedra exists as shown in Figure 2. This octahedra-
tetrahedra linkage therefore results in a three dimensional
framework. This framework is suffrciently open to accom-
modate a calcium atom.

The observed mean Ca-O distances for seven-fold Ca(1)
and Ca\2) sites are 2.393 and 2.$64 respectively. The ad-
ditional eighth oxygen atoms are located at distances of
3.369 (Ca(1fO(10) and 3.2924 (Ca(2FO(8)). The coordi-
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similar, but the effective ionic radii (Shannon, 1976) of
"iMg2+(0.720A) - "A13*(0.535A) and of 'Al3*(0.39A)
- t"Si4*(0.264) are considerably different; the observed

mean interatomic distances thus should give some indica-
tion of the site occupancies. The mean distances in the
octahedral sites (M(ltO: 1.918 and M(2fO - 2.008A)
indicate that Al3+ occupies the M(1) sites in preference to
any other ions, and that Mg2+, Fe2*, and Fe3* occupy the
M(2) sites, in agreement with the site-population refine-
ment. The tetrahedral sites are composed of Si only.

Chemical compositions of pumpellyite reported in the
literatures are plotted on a three-component diagram (Fig.
3) of atomic proportion; Al :Mg:Fe*(=Fe2+ + Fo3+). We
can use this diagram to find the ratio of the cations for
octahedral sites on the assumption that M(1) sites (:8/12)3
are occupied by aluminum (trivalent) ions in preference to
any other. It is evident that no specimen exceeds the
dashed line of Mg/(Al + Mg * Fe*) :21t2; Mg atoms do
not occupy over half of M(2) sites (:4/12) which are oc-
cupied by both divalent and trivalent ions such as Mg'*,
Fe2*, Fe3+, and Al3+. If the M(2) sites were separated into
two sites by site-preference of Mg ions, or rather by the
difference of ionic radius and valence, the space group of
pumpellyite would be A2 or Am.

Anisotropic thermal motion

Magnitude and orientation of the principal axes of the
thermal ellipsoids are presented in Table 7. The equivalent
isotropic temperature factors of the o(2), o(9), o(10), and
O(11) oxygen atoms are significantly greater than the
others. Among them O(2), O(9), and O(11) form the cen-
trosymmetric octahedron of the M(2) site. The con-
centration of Fe or Mg atoms occurs in the M(2) site ex-
panding this octahedron. Therefore, it may be emphasized
that the displacement of the coordinates of the M(2)
octahedra-forming oxygen atoms occurs statistically due to
the difference of sizes among the M(2) sites and that this
displacement has an effect on apparent temperature factors
of these oxygen atoms. The root-mean-square displace-
ments for axis-l of O(2) and axes-2 of O(9) and O(11) are
0.126, 0.153, and 0.141A, respectively (see Fig. 4). The
bridging Si(2) tetrahedra pivot on O(8) atoms in proportion
to the expansion of M(2) sites; so that the orientation of
the ellipsoid of Si(2) approximately correlates with that of
o(2).

The ellipsoid of O(10) has its two shorter axes lying in
the mirror plane with O(10FS(2) and O(11fCa(2) bonds
and the direction of the greatest vibration is normal to
these bonds. The greatest temperature factor of O(10)
among all anions in the crystal could be understood from
the expansion of M(2) sites and from the fact that O(10) is
the single oxygen atom which does not involve the frame-
work of octahedra and tetrahedra.

3 In one unit cell of the mineral there are twelve octahedral sites
in all.

o,ooqfidt,
;bv-'ot,

Fig. 4. Projection of magnitude and orientation of principal
axes of M(2), Si(l), and Si(2) sites on the (010) plane. Root-mean-
square thermal displacernents (A) are shown.

(O(4FO(8) and O(6fO(9)) are also shorter than those of
the others. S(1FO(8) and Si(2fO(8) bridging bonds are
longer than the mean interatomic distance of 1.635A for all
tetrahedral sites. A combined slight undulation of edge-
sharing octahedral chains bridged by tetrahedra (as shown
in zoisite and clinozoisite, Dollase (1968)) could be caused
by the difference between the tetrahedral edge length and
the expected distance to be bridged for the octahedral
chains.

Distribution of cations

In pumpellyite, there are two distinct octahedral sites
(M(1) and M(2)), two distinct seven-fold polyhedral sites
(Ca(l) and Ca(2)), and three distinct tetrahedral sites (Si(l),
Si(2), and Si(3)). The M(l) sites are almost completely oc-
cupied by Al3*, and M(2) sites are occupied by Mg"*,
Fe'*, Fe3*, and Al3*; that is to say Fe and Mg atoms in
this structure are concentrated in the site of higher sym-
metry of the two octahedral sites. This result is consistent
with the distribution which was previously assumed by
Galli and Alberti (1969). From site-population refinement,
the M(2) site was composed of Al(80%) Fq20%), and then
the Fe/(Fe * Al) value of 0.20 was in agreement with the
Fe/(Fe + Al + Mg) values of 0.207 - 0.236 from micro-
probe analyses.

The scattering factors of Mg-Al and of Al-Si are very
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Table 8. Interatomic distances (A) and angles (") for hydrogen
atoms

H y dr og en a.torn po sitions

The positions of hydrogen atoms are depicted in Figure
3. All donor oxygen-hydrogen bonds is pumpellyite are
located in mirror planes parallel to (010). Interatomic dis-
tances and angles for hydrogen atoms based on the refined
coordinates are presented in Table 8. The distances
O(donorfH are only 0.(1)A or 0.(2)A. While the hy-
drogen atoms are located in the general vicinity of these
positions, it appears that these refined positions are not as
accurate as their precision might imply.

The oxygen atoms connected with these hydrogens are
consistent with the results deduced from bond-valence cal-
culations (Allman and Donnay, l97l and Baur, 1971).
Table 9 shows the valence sums recalculated by Donnay
and Allman's method (1970). The sums for O(5) and O(7)
are close enough to the expected value of 1.0 for a hydroxyl
group, while those for O(11) and O(10) are 1.3 v.u.. Substi-
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r r ( 7 ) - o ( 7 )  2 . 4 ( 1 )

H ( 1 1 ) - 0 ( 1 1 )  0 . ? ( 1 )

H ( 1 1  ) - 0 ( ? )  2 . 4 ( r  )

H ( 7 ) - H ( 1 1 )  2 . 1 ( 2 )

H  ( 7 ) - H (  7 )  2 . 1  ( 1  )
o ( ? ) - o ( 1 r  )  2 , s g t ( 4 )
o ( 7 ) - o ( 7 )  2 , 7 9 J ( 4 ,

M ( t ) - 0 ( ? ) - H ( ? )  1 2 5 ( 1 )
M ( 2 ) - o ( 1 r ) - H ( 1 r )  r r 8 ( 4 )

H ( 5 ) - o ( 5 )  o . 6 ( 2 )
H ( 5 ) - o ( 5 )  2 . 4 ( z l

H ( 1 0 ) - 0 ( 1 0 )  o , 5 ( 2 ,
H ( 1 0 ) - 0 ( 5 )  2 . 2 ( 2 )

H ( 5 ) - H ( 5 )  1 , e ( 3 )
o ( 5 ) - o ( 1 0 )  2 . . t 5 0 ( 4 1
o ( 5 ) - 0 ( 5 )  l . o o 5 ( 4 )

M ( r ) - 0 ( 5 ) - H ( 5 )  r r 4 ( 7 )
s i ( 2 ) - o ( 1 0 ) - H ( 1 0 )  1 2 5 ( 1 1 )

Table 9. Estimated bond valance *** (v.u.) in pumpellyite. The numbers in the left superscripts give the number of identical bonds
reaching the anion; the numbers in the right superscripts give thc number ofidentical bonds emanating from the cation
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Chemical formula of pumpellyite

Based on the present crystal structure analysis the
chemical formula of Al-rich pumpellyite should be written
as (Ca, Mn)CaAlr(OH)r(Mg, Fe'*, Al, Fe3+)[(OH),
OlSiO4SirO6(OH) with four formula units per unit cell.

We also suggest the following general formula for the
collective pumpellyite group, which include special Mn-rich
pumpellyites reported by Togari and Akasaka (1982):

CarM 1 r(OH)rM2(OH), OlSiO4SirO6(OH)

Ml:  Al ,  Fe3*,  Mn3+; M2: Mg, Fe2*,  Mn, Al ,  Fe3*.

Pumpellyite has the following characteristics: both iso-
lated [SiOn] and double [SirO5(OH)] tetrahedra; one of
two kinds of octahedral sites is occupied by aluminum ion
in preference to any other; the other site is occupied by
both divalent and trivalent ions such as Mg2+, Fe2+,
Mn2*, Mn3*, Fet*, and Al3+; and the electric charge of
the latter site is compensated by the amount of hydrogen
atoms.
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