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ABSTRACT

The crystal structure of goldquarryite, (Cug70[Jy30)(Cd;.67Cag33)Alz (PO4)4F2(H20) 19 {(H,0),F},, triclinic, P1,a6.787(1),b
9.082(2), ¢ 10.113(2) A, e 101.40(1), B 104.27(1), y 102.51(1)°, V 568.7(3) A3, Z = 1, was solved by direct methods and refined
to an R index of 5.2% based on 1630 observed reflections collected on a four-circle diffractometer equipped with a 1K CCD
detector and MoKa X-radiation. The structure contains two crystallographically distinct (POy) groups, three distinct {Al(1)O4F,},
{Al(2)O4F,} and {Al(3)0,(H,0)4} octahedra, one { CdO4(H,0),} octahedron and one { CuO,(H,0)4} octahedron where Cu =
(Cu**970 + o.30). The {Al(1)O4F,} and {Al(2)O4F} octahedra share corners through common F vertices to form an [Alds] chain
(d: unspecified anion) that extends along the a direction. This chain is decorated by (PO,) tetrahedra that link to the four O atoms
of each (Aldg) octahedron, linking the [Alds] chain along its length to form an [A1(PO4),F] chain. { CdO4(H,0),} octahedra share
edges to form a [CdO,(H,0),] chain that also extends along a. These two types of chains link through the (POy) tetrahedra to form
a sheet of composition [AICd(PO4),F(H,0),], which we designate as the A layer, in the (001) plane. The Al(3) and Cu sites are
intercalated between the A layers, forming { CuO,(H,0)4} and {Al(3)O(H,0)4} octahedra that are isolated from each other.
These two octahedra form an open layer, the B layer, in which both octahedra form linear arrays extending in the a direction. The
B layer links to the A layer by sharing octahedron corners with (PO,) tetrahedra. The A and B layers alternate along the ¢ axis to
form a heteropolyhedral framework. There are interstitial channels within this framework, also extending along a, and these are
filled with the H atoms of the (H,O) groups that coordinate the cations of the B layer.
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SOMMAIRE

Nous avons résolu la structure cristalline de la goldquarryite, (Cug70Jo30)(Cd1.67Cag33)Als (PO4)sF>(H20)10 {(H20),F}o,
triclinique, P1,a 6.787(1), b 9.082(2), ¢ 10.113(2) A, «101.40(1), B 104.27(1),y 102.51(1)°, V 568.7(3) A z=1, par méthodes
directes, et nous 1’avons affinée jusqu’a un résidu R de 5.2% en utilisant 1630 réflexions observées avec un diffractomeétre a
quatre cercles muni d’un détecteur 1K de type CCD (rayonnement MoKa). La structure contient deux groupes (POy4)
cristallographiquement distincts, trois octaedres distincts, {Al(1)O4F,}, {Al(2)O4F,} et {Al(3)O2(H20)4}, un octagdre
{CdO4(H,0),} et un octaédre {CuO,(H,0),} dans lequel le Cu est en fait (Cu**g79 + [o30). Les octagdres {Al(1)O4F,} et
{Al(2)O4F,} partagent des coins ou est situé 1’anion F pour former une chaine [Alds] (db: anion non spécifié) dans la direction a.
Cette chaine est décorée par des tétraedres (PO,) en liaison avec les quatre atomes d’oxygene de chaque octaedre (Aldg), et les
chaines [Alds] sont connectées pour former une chaine [Al(PO4),F]. Les octagdres {CdO4(H,0),} partagent des arétes pour
former une chaine [CdO,(H,0),], elle aussi parallele a a. Ces deux sortes de chaines sont li€es par les tétra¢dres (PO4) pour
former un feuillet de composition [AICd(PO4),F(H,0),] dans le plan (001), que nous désignons la couche A. Les sites Al(3) et Cu
sont intercalés entre les couches A pour former des octagdres { CuO,(H,0)4} et {Al(3)02(H,0)4}, isolés 1'un de 1’autre. Ces deux
octaedres constituent une couche ouverte désignée B, dans laquelle les deux octaedres sont agencés en ligne le long de a. La
couche B est liée a la couche A par partage de coins d’octaedres avec les tétracdres (POy4). Les couches A et B alternent le long de
I’axe ¢ pour former une trame hétéropolyédrique. Il y a de plus des canaux interstitiels dans cette trame, aussi orientés le long de
a, et ils contiennent les atomes d’hydrogene des groupes (H,O) en coordinence avec les cations de la couche B.

(Traduit par la Rédaction)

Mots-clés: goldquarryite, phosphate, structure cristalline, mine Gold Quarry, comté d’Eureka, Nevada.
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INTRODUCTION

Jensen et al. (1995) reported the occurrence of two
unknown minerals at the Gold Quarry mine, Carlin
Trend, Eureka County, Nevada, U.S.A., and subsequent
work has led to the characterization of these two min-
eral species. Nevadaite, (Cu®*,[],AL,V3*)sAlg(PO4)gFs
(H0)2,, was recently described by Cooper et al. (2004).
It occurs as radiating clusters of pale green to turquoise-
blue prismatic crystals associated with fluellite,
wavellite, strengite—variscite, hewettite, and rare ana-
tase, kazakhstanite, tinticite, torbernite and tyuyamunite.
Goldquarryite, (Cu?*,[)(Cd,Ca),Al3(PO4)4F2(H,0) 10
{(H,0),F},, was reported as a new species by Roberts
et al. (2003). It occurs as clusters of radiating sprays
and parallel aggregates of pale blue to blue-grey crys-
tals associated with opal, carbonate-fluorapatite and
hewettite in a late-stage supergene assemblage. Here,
we report on the crystal structure of goldquarryite, the
fourteenth mineral found to contain essential Cd.

EXPERIMENTAL
Single-crystal X-ray diffraction

Intensity data were collected on a slender prism (14
X 14 X 230 pm) using a BRUKER single-crystal
diffractometer equipped with a 1K CCD detector. A
three-minute frame-time and 0.2° frame width were
used. A total of 6505 reflections was collected to 60° 26
(5270 individual reflections belong to the Ewald
sphere); of the 3226 unique reflections in triclinic sym-
metry (P1), 1630 were classed as observed (F, > S0 F).
Cell dimensions were refined by least squares from 1457
reflections with 7 > 10 o/, and the refined values are
given in Table 1. A Gaussian absorption correction was
done. All calculations were done with the SHELXTL
PC (Plus) system of programs; R indices are of the form
given in Table 1 and are expressed as percentages.The
crystal structure was solved by direct methods and dif-
ference-Fourier synthesis in the space group P1 and re-
fined to an R index of 5.2% for 1630 observed
reflections with anisotropic-displacement factors on all
atoms except the positionally split OW(6) and OW(7)
sites. Hydrogen atoms could not be located directly from
the diffraction data. Final atom parameters are given in
Table 2, selected interatomic distances are given in
Table 3 and a bond-valence analysis is shown in Table
4. Observed and calculated structure-factors may be
obtained from The Depository of Unpublished Data,
CISTI, National Research Council, Ottawa, Ontario
K1A 0S2, Canada.

Electron-microprobe analysis
Crystals were analyzed with a Cameca SX—50 elec-

tron microprobe operating in the wavelength-dispersion
mode with an accelerating voltage of 15 kV, a speci-
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men current of 10 nA, and a beam diameter of 10 pm.
The following standards were used: VP,07 (V), maricite
(P), brazilianite (Al), Cd metal (Cd), cuprite (Cu), fluo-
rite (Ca, F), gahnite (Zn) and pentlandite (Ni). The data
were reduced and corrected by the PAP method of
Pouchou & Pichoir (1984, 1985). The presence and
quantity of (H,O) groups were established from the re-
fined crystal-structure, and their presence is in accord
with the infrared spectrum presented by Roberts et al.
(2003). Table 5 gives the chemical composition and unit
formula for a representative crystal based on 30 anions,
including 11.86 (H,O) groups pfu (per formula unit).
The crystals were very unstable under the electron beam,
and the oxide sums are very high (104-109 wt.%), sug-
gesting that H,O is being driven off (possibly with other
constituents) very rapidly. We did not chemically ana-
lyze the single crystal used for structure refinement as
we wished to preserve the crystal, and hence we place
more weight on the results of the site-scattering refine-
ment to give accurate (Cd,Ca) and Cu contents.

DESCRIPTION OF THE CRYSTAL STRUCTURE
Cation sites

The structure of goldquarryite contains two P sites
completely occupied by P and coordinated by four O
atoms, with <P-O> distances of 1.536 and 1.537 /f\, re-
spectively; these values are in accord with the grand
<P-0> distance of 1.537 A given by Huminicki &
Hawthorne (2002) for well-refined phosphate minerals.
There are three Al sites, each fully occupied by Al and
coordinated by six anions; A/(1) and Al(2) are each co-
ordinated by four O atoms and two F atoms with <A/
(O,F)> distances of 1.876 and 1.878 A, respectively, and
Al(3) is coordinated by two O atoms and four (H,O)
groups with a <AI-O,(H,O)> distance of 1.867 A. There
is one Cd site occupied by Cd with minor Ca, and sur-
rounded by four O atoms and two cis (H,O) groups in a

TABLE 1. MISCELLANEOUS INFORMATION FOR GOLDQUARRYITE

a (k) 6.787(1) crystal size (mm) 0.014 x 0.014 x 0.23
b 9.082(2) radiation MoKa

¢ 10.113(2) No. of reflections 6505

a ) 101.40(1) No. in Ewald sphere 5270

B 104.27(1) No. unique reflections 3226

v 102.51(1) No. |F,| > 50(|F,|) 1630

V(A% 568.7(3) Rierge (%) 3.1

Sp. Gr. PT Rops (%) 52

z 1 WR, (%) 49

D,eas” (Glcm®)  2.78(1)

D, (glom?) 2.80
R=X(|F|=1Fel) [ 21Fo|
WR = [EW(|F,| — |F|)* | £F,2)%, w = (1] 0%(F) + 0.0005 F?)

* Jensen et al. {1995}
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TABLE 2. ATOM COORDINATES AND DISPLACEMENT PARAMETERS FOR GOLDQUARRYITE
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X Y z Ueq Uy Uny Usy Un Uss Uy,
Cu 0 0 0 0.0189(10) 0.0342(16) 0.0096(14) 0.0075(15)  0.0013(10) 0.0024(12)  0.0006(11)
Cd 0.27682(11) 0.51849(9) 0.55938(9) 0.0108(3) 0.0079(4)  0.0127(5)  0.0131(5) 0.0039(4) 0.0045(3) 0.0036(3)
P(1) 0.2389(4) 0.1857(3) 0.3288(3) 0.0098(9)  0.0091(12) 0.0082(12) 0.0130(14)  0.0031(11) 0.0048(10)  0.0024(10}
P(2) 0.1077(4) 0.7124(3) 0.3264(3) 0.0099(9) 0.0094(12) 0.0088(12) 0.0116(14)  0.0028(11} 0.0040(11)  0.0020(10)
Al(1) 112 0 12 0.0087(14) 0.0083(18) 0.009(2) 0.011(2) 0.0022(17) 0.0026(17)  0.0020(15)
Al(2) 0 0 1/2 0.0097(15) 0.0094(19) 0.009(2) 0.010(2) 0.0030(17) 0.0034(17)  0.0021(16)
Al(3) 0 12 0 0.0133(15) 0.016(2) 0.014(2) 0.011(2) 0.0015(18) 0.0057(18)  0.0065(17)
F(1) 0.2842(8) 0.0232(7) 0.5781(6)  0.019(2) 0.016(3) 0.021(3) 0.018(3) ~0.001(3) 0.007(2) 0.004(2)
o) 0.3678(9) 0.3563(7) 0.3982(7)  0.013(2) 0.010(3) 0.007(3) 0.017(4) —-0.001(2) 0.005(3) —0.004(3)
O2) 0.3792(9) 0.0738(7) 0.3467(7)  0.013(3) 0.009(3) 0.015(4) 0.021(4) 0.008(3) 0.007(3) 0.009(3)
O(3) 0.1427(10)  0.1677(7) 0.1703(7)  0.017(3) 0.020(3) 0.018(4) 0.010(4) 0.007(3) 0.000(3) -0.002(3)
O4) 0.0610(9) 0.1459(7) 0.3956(7)  0.012(2) 0.012(3) 0.015(4) 0.017(4) 0.011(3) 0.010(3) 0.008(3)
O(5) -0.0178(9) 0.8332(7) 0.3468(6) 0.012(2) 0.008(3) 0.015(3) 0.015(4) 0.006(3) 0.004(3) 0.004(3)
O(6) 0.3473(9) 0.7923(7) 0.3968(7)  0.013(2) 0.007(3) 0.011(4) 0.018(4) 0.002(3) —0.001(3) 0.001(3)
o) 0.0393(9) 0.5815(7) 0.3952(7)  0.016(3) 0.014(3) 0.016(4) 0.023(4) 0.013(3) 0.009(3) 0.005(3)
0(8) 0.0647(10)  0.6484(8) 0.1678(7)  0.020(3) 0.020(4) 0.023(4) 0.017(4) 0.002(3) 0.008(3) 0.006(3)
OW(1) 0.4187(9) 0.3769(8) 0.7146(7)  0.018(3) 0.011(3) 0.017(4) 0.022(4) 0.006(3) 0.002(3) —0.002(3)
OW(2) 0.1833(10) 0.8375(7) -0.0544(7) 0.018(3) 0.021(3) 0.017(4) 0.015(4) 0.004(3) 0.010(3) 0.008(3)
OW(3) 0.2319(10) 0.4193(8) 0.0784(7)  0.017(3) 0.020(3) 0.019(4) 0.011(4) 0.003(3) 0.003(3) 0.009(3)
OW(4) 0.2734(10) 0.7378(8) 0.7235(8)  0.024(3) 0.018(4) 0.015(4) 0.036(5) 0.000(3) 0.015(3) —0.001(3)
Ow(5) 0.1786(12) 0.1097(10) -0.0962(8)  0.039(4) 0.047(5) 0.042(5) 0.023(5) 0.003(4) 0.009(4) 0.007(4)
OW(B)* 0.409(3) -0.0751(15)  0.0905(13) 0.048(5)
OW(7)* 0.263(5) —0.082(3) 0.066(3) 0.036(11)

* partly occupied sites, see text. Occupancies: Cd:

distorted octahedral arrangement (Table 3, Fig. 1) with
<Cd-0,(H,0)> = 2.317 A.

There is one Cu site with a refined site-scattering
value of 20.5(2) epfu (electrons per formula unit), and
the unit formula indicates that this site should be occu-
pied by 0.70 Cu* + 0.30 [ (vacancy), in accord with
the refined site-scattering. This site occurs at a center of
symmetry; the cation is coordinated by two O atoms and
two (H,O) groups in a square-planar arrangement, and
two (H,O) groups that form long (2.97 A) apical bonds
to the central cation. This Jahn—Teller-distorted [4 + 2]-
coordination is typical for Cu** (Eby & Hawthorne
1993, Burns & Hawthorne 1996). The apical (H,O)
group shows strong positional disorder: refinement of
the structure gave two distinct sites, OW(6) and OW(7)
at 2.97 and 2.09 A, respectively, from the Cu site. The
relative site-populations are as follows: OW(6) = 1.4
(H,0); OW(7) = 0.6 (H,0) pfu, and the separation of
these two sites (0.94 A) indicates that they cannot both
be locally occupied simultaneously. These occupancies
(given above), together with the arrangement of the
OW(6) and OW(7) sites, the refined occupancy at the
Cu site, and local bond-valence requirements, suggest
two simple configurations (Fig. 2). Configuration A in-
volves occupancy of the Cu site by Cu?*, OW(6) by
(H,0), and OW(7) by [] (Fig. 2a). Configuration B in-
volves a vacancy at the Cu site, occupancy of OW(6)
by [1and OW(7) by (H,0) (Fig. 2b). The incident bond-
valence sum at the Cu site for configuration A is 2.02
vu (Table 4), in good agreement with the valence-sum

Cdggas Cagres, Cti Clgy Ly s, OW(2): (H,0)q5 Fo o OW(B): (H,0)07 Llos, OW(7): (H;0)o5 Cos-

O(7)

O

Ow() OW &)

Fic. 1. Coordination of the Cd site in goldquarryite.

rule (Brown 1981). If configuration B were to involve
occupancy of the Cu site by Cu?* rather than [, the
bond-valence sum incident at the Cu site would be too
large (2.62 vu).

Anion sites
There are eight anion sites occupied by O atoms,

each of which is bonded to one P atom and receives
>1.70 vu from the cations in the structure (omitting con-
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FiG. 2. Local configurations around the Cu site: (a) the Cu site is occupied by Cu?*, the
OW(6) site is occupied by (H,O), and the OW(7) site is not occupied; (b) the Cu and
OW(6) sites are not occupied, and the OW(7) site is occupied.

tributions from hydrogen bonds) (Table 4). There is one
anion site, which links only to the Al atoms at the Al(1)
and Al(2) sites. When this atom was assigned as O, the
equivalent-isotropic displacement parameter refined to
near-zero, indicative of more scattering at this site; re-
placement of O by F led to reasonable displacement-
parameters (Table 2), and the resulting bond-lengths
(Table 3) and bond-valences (Table 4) are in accord with
this assignment. There are seven anion sites at which
the sums of the incident bond-valences are less than 0.65
vu, and these were assigned as (H,O). As noted above,
the OW(6) and OW(7) sites are very close, 0.94 A, and
cannot both be locally occupied simultaneously. On the
basis of bond-valence and electroneutrality arguments
(see below), the OW(2) site was assigned as 1.6 (H,O)
and 0.4 F (apfu).

Structure topology

The {Al(1)O4F,} and {Al(2)O4F,} octahedra share
corners through common F vertices to form an [Alds]
chain (¢: unspecified anion) that extends along the a
direction (Fig. 3a). This chain is decorated by (POy) tet-
rahedra that link to four O atoms of each (Aldg) octahe-
dron, linking the [Alds] chain along its length to form
an [AI(POy4),F] chain. The {CdO4(H,0),} octahedra
share edges to form a [CdO,(H,0),] chain that also ex-
tends along a. These two types of chains link through
the (POy) tetrahedra to form a sheet of composition
[AICd(PO4)F (Hy0),], which we designate as the A
layer, in the (001) plane (Fig. 3a). The Al(3) and Cu sites

are intercalated between the A layers, forming
{Cu0O,(H,0)4} and {Al(3)0,(H,0)4} octahedra
(Fig. 3b) that are isolated from each other. These octa-
hedra form an open layer, the B layer, in which the
{Cu0O,(H,0)4} and {Al(3)O,(H,0)4} octahedra each
form linear arrays extending in the a direction (Fig. 3b);
note that in Figure 3b, both occupied and vacant
{CuO,(H,0)4} octahedra are shown. The B layer links
to the A layer by sharing octahedron corners with (POy)
tetrahedra. The A and B layers alternate along the ¢ axis
to form a heteropolyhedral framework (Fig. 4). There
are interstitial channels within this framework, also ex-
tending along a (Fig. 4), and these are filled with the H
atoms of the (H,O) groups that coordinate the cations
of the B layer.

Hydrogen bonding

Extensive disorder in the structure of goldquarryite
makes complete understanding of the hydrogen-bond
arrangement impossible. However, some donor—accep-
tor pairs were identified; these are listed in Table 6. It is
apparent from the bond-valence table (Table 4) that sig-
nificant re-arrangement of hydrogen bonds must couple
to the Cu?* «— [ substitution at the Cu site. Approxi-
mately 0.5 vu are associated with the Cu—O(3) and Cu—
OW(5) bonds, suggesting incidence of at least two
hydrogen-bonds at these anion sites where the Cu site is
vacant. Conceivable hydrogen-bonding configurations
are shown for an occupied (Fig. 5a) and vacant (Fig. 5b)
Cu-site.
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RELATED STRUCTURES

The [AI(PO4),F] chain in goldquarryite may be writ-
ten in a more general form as [M(7TO4),db], where M
represents octahedrally coordinated divalent and triva-
lent cations, T represents tetrahedrally coordinated cat-
ions, and ¢ stands for (OH), F, (H,0), O. This
[M(TO4),d] chain (Hawthorne 1985) occurs in the struc-
tures of tancoite, Na,LiH[Al(PO4),(OH)] (Hawthorne
1983), sideronatrite, Na;[Fe3*(S04)»(OH)](H,0);3
(Scordari 1981), the minerals of the jahnsite, CaMn?>*
Mg,[Fe3*(POy4),(OH)]>(H,0)s (Moore & Araki 1974)
and segelerite, CaMg[Fe3+(PO4)2(OH)](H20)4 (Moore
& Araki 1977) groups, guildite, Cu?*[Fe**(SO4),(OH)]
(H,0)4 (Wan et al. 1978), yftisite, Y4[Ti(Si04),0]
(F,OH)¢ (Balko & Bakakin 1975), and sinkankasite,

TABLE 3. SELECTED INTERATOMIC DISTANCES (A) AND
ANGLES (°) IN GOLDQUARRYITE

Cd-0(1) 2.270(7) P(1)-0(1) 1.529(6)
Cd-O(1)c 2.324(6) P(1)-0(2) 1.544(7)
Cd-0(7) 2.267(7) P(1)-0(3) 1.536(7)
Cd-O(7)t 2.334(7) P(1)-0(4) 1.534(7)
Cd-OW(1) 2.373(8) <P(1)-0> 1.536
Cd-OW(4) 2.336(7)
<Cd-0> 2.317
Cu-site {occupied)
Cu-0(3),d x2  1.930(5) P(2)-0(5) 1.540(7)
Cu-OW(5),d x2 1.962(9) P(2)-0(8) 1.546(5)
Cu-OW(B),d x2 2.969(17) P(2)-0(7) 1.536(8)
<Cu-0> 2.287 P(2)-0(8) 1.524(7)
<P(2)-0> 1.537
Cu-site (vacant)
0-0(3).d x2  1.930(5) Al(1)-F,a x2 1.858(6)
O-OW(5).d x2 1.962(9) A1)-0O(2),a x2 1.883(7)
O-OW(7)d x2 2.09(3) Al{1)-O(B)c.e x2 1.888(5)
<C-0> 1.994 1.876
Al(2)-F b x2 1.843(5) Al3)-0(8).g x2 1.834(6)
Al2)-0(4)b x2 1.890(7) Al(3-OW(2),g x2 1.830(7)
Al2)-O(5)e,f x2 1.901(6) Al3)-OW(3),g x2 1.938(7)
1.878 1.867
O(1)e-Cd-0(1) 77.7(2)
O(1)c—Cd-0(7) 116.7(2)
O(1)e-Cd-OW({4) 86.2(2)
O(1)c-Cd-OW(1)  82.8(2)
O(7)f—-Cd-0(1) 116.8(2)
O(7)f~Cd-0O(7) 78.2(3)
O(7)f-Cd-OW(4)  80.3(2)
O(7)-Cd-OW(1)  84.5(2)
O(1)-Cd-0(7) 94.6(2)
O(7)-Cd-OW(4) 87.5(2)

OW(4)-Cd-OW(1) 100.2(2)
OW(1)-Cd-O(1) 83.6(2)
90.8

aix+1,y, z+1; biX, Y, ZH1 oo X+, Y,z X, Y z
ex y-1,z % y+1, Z+1, g x, y+1, z
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TABLE 4. BOND-VALENCE TABLE* (vu) FOR GOLDQUARRYITE

Cu Cd A1) A2 AK3) P(1) PR) £
F 04321 0452 0.88
o(1) 0.38 1.27 1.98
0.33
0(2) 0.532) 1.22 1.75
0@3)  0.517% 1.24 1.75
0(4) 0.5222; 1.25 1.77
0O(5) 0.51% 123 1.74
0(6) 0.531 121 174
o(7) 0.38 124 194
0.32

0o(8) 0.6171 1.29  1.90
OW(t) 0.29 0.29
OW(2) 0.6271 0.62
OW(3) 0.46°1 0.46
OW(4) 0.32 0.32
OW(5) 0.47 0.47
OW(B) 0.03%1 0.03
OW(7) 0.00
s 202 202 298 296 338 498 497

* curves from Brown & Altermatt {1985)

TABLE 5. CHEMICAL COMPOSITION
(wt.%) AND UNIT FORMULA (apfu)

FOR GOLDQUARRYITE
P,0, 29.60 P 3.87
AlLO, 16.95
V,0, 0.13 Al 3.08
Cu0 4.90 A% 0.02
NiO 0.19
Zn0 0.07 Cu 0.57
Cdo 26.15 Zn 0.01
Ca0 1.49 Ni 0.02
F 4.42
(H,0) 23.03 Cd 1.89
O=F —1.86 Ca 0.25
Sum  105.07
F 2.16
(H,0) 11.86

* calculated from the crystal structure

TABLE 6. PROPOSED HYDROGEN BONDS (A) IN GOLDQUARRYITE

OW(2)..OW(d)h  2.737(11) OW(A)h-OW(2)..0W(6)  82.9(4)
OW(2)..OW(B)i  2.637(13) OW(4)-OW(2)..OW(7)  85.6(8)
OW(2)..0W(7)i  2.47(3)
OW(3)...0(3) 2.640(10)
OW(5)...0(3) 2.724(11) O(3)-OW(5)...0(3)d 89.1(3)
OW(5)...0(3)d 2.781(9)
OW(7)..OW(5)  2.67(3) OW(5)-OW(7)...OW(5)d  86(1)
OW(7)..OW(5)d  3.05(4)

a: x+1,y, z+1;, bi X, y, Z+1; ¢ x+1, y+1, z+1; d X, Yy, Z;
erx, y-1,zfX, Y+, Z+1; g%, Y1, Z; hix, y, 715 ik el z
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A layer

FiG. 3. The crystal structure of goldquarryite projected onto
(001): (a) The A layer, containing chains of corner-linked
(Aldg) octahedra (yellow) flanked by (PO,) tetrahedra
(pink) and chains of edge-sharing (Cdg4Cay j6¢d¢) octahe-
dra (green); (b) the B layer, containing (Aldg) octahedra
and {(Cug70Jo30)ds} octahedra (blue where occupied by
Cu, uncolored with a blue [] at the center where vacant);
(H,0) groups are shown as large orange circles, O atoms
are shown by small red circles.

Cu, 0O O.f.{:\'m
e . ®n
Al(3)

B layer

(b)

FiG. 4. The crystal structure of goldquarryite
projected onto (100); legend as in Figure 3.
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FiG. 5. Sketch of the local hydrogen-bonds around the Cu site (a) where Cu is occupied by

Cu?*, and (b) where Cu is occupied by [J. Legend as in Figures 2, 5. Bond valences
from donor-H and H-acceptor atoms are the average values recommended by Brown
(1981), except where local stereochemistry suggests different values (see also Fig. 6).

MnZ*(H,0)4[A1(PO3;0H),(OH)](H,0), (Burns &
Hawthorne 1995).

Moore (1970) first noted the importance of [Mds]
chains in the structures of hydroxy-hydrated oxysalt
minerals, and examined aspects of the stereochemical
and topological isomerisms of the chains where deco-
rated by (SiO4) tetrahedra. Both goldquarryite and
nevadaite contain decorated [Mds] chains as essential
components of their crystal structures. The [M(TO4)d3]
chain in nevadaite has several different geometrical iso-
mers (Cooper et al. 2004), and there are many struc-
tures based on this general type of chain. On the other
hand, the [M(TO4),d] chain in goldquarryite and the

other structures noted above does not have any geo-
metrical isomers that are stereochemically reasonable.

CHEMICAL FORMULA

The cation part of the formula as derived from the
crystal structure is {(Cu>*7[Jy.3) (Cd; ¢7Cag33)Als} and
has a net charge of 14.4*. The anion part of the formula
is [(PO4)4F2(H20)12] and has a net charge of 14-.
Electroneutrality results from an additional 0.4 negative
charges from substitution of F or OH for H,O at one of
the OW sites. We can rule out 0> < (H,O) substitu-
tion, as the structure cannot provide enough incident
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bond-valence at the O atom in the absence of two H
atoms. The most likely candidate is the OW(2) site,
which receives 0.62 vu from the Al(3) site (Table 4). If
the OW(2) site were occupied by F, acceptance of two
additional hydrogen bonds would satisfy the bonding
requirements of F. These two possible anion-configura-
tions for the OW(2) site are shown in Figure 6. Where
the OW(2) site is occupied by an H,O group (Fig. 6a),
the OW(4) and OW(6)-OW(7) sites act as hydrogen-
bond acceptors; where the OW(2) site is occupied by F
(Fig. 6b), the F atom receives two hydrogen bonds from
the same (H,O) groups. Additional support for F at
OW(2) is provided by the F in excess of 2 apfu from
electron-microprobe analysis (Table 5). We propose that
the OW(2) site is occupied by 1.6 (H,O) and 0.4 F, giv-
ing a total anion composition of (PO4)4 F2 (H,0);1.6 Fo4,
which provides the necessary 14.4" to balance the cat-
ion component of the formula. We note that minor (OH)
= (H,0) substitution cannot be ruled out; however,
there is no clear evidence of an (OH) group in the infra-
red spectrum (Roberts et al. 2003). In addition, substi-
tution of (OH) for (H,O) at the OW(2) site seems
unlikely, as two or three hydrogen bonds would be re-
quired at OW(2), and there is only one feasible donor-
atom available. The unit formula resulting from
crystal-structure refinement, (Cug70 [os0) (Cdy.e7
Ca0A33) A13 (PO4)4 F2 (H20)10 (HQO,F)Q, is in reasonable

/H

(a) & X f{ -y OW(4) \H
A!(S) 0.62 -
212

~0.3

~~ 3 OW(6) /
OW(7) N

L OWE) L,

02 -

(b)
Al(3) 0.46 A
poe] %

~H - H
0.7 OW {7)
FiG. 6. Sketch of the local hydrogen-bonds around the OW(2)

site (a) when OW(2) is occupied by (H,O), and (b) when
OW(2) is occupied by F. Bond valences are given in red.
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accord with that calculated from the electron-micro-
probe analysis (Table 5).

ACKNOWLEDGEMENTS

We thank Uwe Kolitsch and Allan Pring for their
reviews of this paper, together with Editor Bob Martin
for his merciless editorial pen. This work was supported
by the Natural Sciences and Engineering Research
Council of Canada via a Canada Research Chair in Crys-
tallography and Mineralogy and by Discovery, Equip-
ment and Major Installation grants to FCH.

REFERENCES

BALKO, V.P. & BAKAKIN, V.V. (1975): The crystal structure of
the natural yttrium and rare-earth fluortitano-silicate
(Y,Tr)4(F,OH)¢TiO(Si04); (yftisite). Zh. Strukt. Khim. 16,
837-842 (in Russ.).

BrownN, I.D. (1981): The bond-valence method: an empirical
approach to chemical structure and bonding. /n Structure
and Bonding in Crystals II (M. O’Keeffe & A. Navrotsky,
eds.). Academic Press, New York, N.Y. (1-30).

& ALTERMATT, D. (1985): Bond-valence parameters
obtained from a systematic analysis of the inorganic crys-
tal structure database. Acta Crystallogr. B41, 244-247.

BURNS, P.C. & HAWTHORNE, F.C. (1995): The crystal structure
of sinkankasite, a complex heteropolyhedral sheet mineral.
Am. Mineral. 80, 620-627.

& (1996): Static and dynamic Jahn—
Teller effects in Cu2+—oxysalt minerals. Can. Mineral. 34,
1089-1105

COOPER, M.A., HAWTHORNE, F.C., ROBERTS, A.C., FOORD,
E.E., ErD, R.C., Evans, H.T., Jr. & JENSEN, M.C. (2004):
Nevadaite, (Cu2+,D,A1,V3+)6[A18(PO4)3F8](OH)Q(HQO)QQ,
a new phosphate mineral species from the Gold Quarry
mine, Carlin, Eureka County, Nevada: description and
crystal structure. Can. Mineral. 42, 741-752.

EBY, R.K. & HAWTHORNE, F.C. (1993): Structural relations in
copper oxysalt minerals. 1. Structural hierarchy. Acta
Crystallogr. B49, 28-56.

HAwWTHORNE, F.C. (1983): The crystal structure of tancoite.
Tschermaks Mineral. Petrogr. Mitt. 31, 121-135.

(1985): Towards a structural classification of miner-
als: the VIM!VT,d,, minerals. Am. Mineral. 70, 455-473.

Huminicki, D.M.C. & HAWTHORNE, F.C. (2002): The crystal
chemistry of the phosphate minerals. In Phosphates:
Geochemical, Geobiological, and Materials Importance
(M.L. Kohn, J. Rakovan & J.M. Hughes, eds.). Rev. Min-
eral. Geochem. 48, 123-253.

JENSEN, M.C., Rota, J.C. & Foorp, E.E. (1995): The Gold
Quarry mine, Carlin trend, Eureka County, Nevada. Min-
eral. Rec. 26, 449-469.



THE CRYSTAL STRUCTURE OF GOLDQUARRYITE

MooRE, P.B. (1970): Structural hierarchies among minerals
containing octahedrally coordinating oxygen. I. Stereoiso-
merism among corner-sharing octahedral and tetrahedral
chains. Neues Jahrb. Mineral., Monatsh., 163-173.

& ARAKL, T. (1974): Jahnsite, CaMn>*Mg,(H,0)s
Fe3*,(OH),[POy4]4: a novel stereoisomerism of ligands
about octahedral corner-chains. Am. Mineral. 59, 964-973.

& (1977): Overite, segelerite, and
jahnsite: a study in combinatorial polymorphism. Am. Min-
eral. 62, 692-702.

PoucHou, J.L.. & PICHOIR, F. (1984): A new model for quanti-
tative analysis. I. Application to the analysis of homogene-
ous samples. La Recherche Aérosp. 3, 13-38.

& (1985): “PAP” (bpZ) procedure for im-
proved quantitative microanalysis. /n Microbeam Analysis

761

— 1985. San Francisco Press, San Francisco, California
(104-106).

ROBERTS, A.C., CoOPER, M.A., HAWTHORNE, F.C., GAULT,
R.A., JENSEN, M.C. & Foorp, E.E. (2003): Goldquarryite,
anew Cd-bearing phosphate mineral from the Gold Quarry
mine, Eureka County, Nevada. Mineral. Rec. 34, 237-240.

ScorpARI, F. (1981): Sideronatrite: a mineral with a
(Fex(SO4)4(OH),) guildite type chain? Tschermaks Min-
eral. Petrogr. Mitt. 28, 315-319.

WAN, CHE’NG, GHOSE, S. & RossMaN, G.R. (1978): Guildite, a
layer structure with a new type of ferric hydroxy-sulphate
chain and its optical absorption spectra. Am. Mineral. 63,
478-483.

Received November 28, 2003, revised manuscript accepted
March 23, 2004.



