
Gc,
7l /

/-gg
/jf-t

THE HYDROTHERML ALTERATION OF OCEANIC

BASALTS BY SEAWATER

by

SUSAN ELI.ZABETH HUPHRI S

B.A., University of Lancaster, Great Britain

(1972)

.~ SUBMITTED IN PARTIAL FULFILLMENT OF THE
~,.,.,- ..r,~Rì~.\"''-. REQUIREENTS FOR THE DEGREE OF'. ",.' ~~\. OR 0 0
~ \("1 C/j\i,.,,' DOCT OF PHIL S PHY
Ii l~,----,~ ..~~~".p:(~\ r\ ~'J r;, ~;',,,'?" -,~ \J ~ ~

\J"\I'~¡:"'I __.".._.l''~

. _.'\--:.~;\~, F\ c?~ ~_ \
___:"~":"~~,:'~~;'~-V,f\.S1t\SACHUSETTS INST ITUTE OF TECHNOLOGYro,... "'\')1 ..., 1
\r. '",n,;;) '," - \\\\.v~.. (ì
. 'i v' ~. . -'~~

at the

and the

WOODS HOLE OCEAOGRAPHIC INSTITUTïON

October, 1976

C-' -. - ,S t f A th ::V-=1.., L j i .. ) '.s .igna ure 0 u or......................'... t, \ T"r\ . 'o. T. . . . . . . . . . . . . . . . . . .
Joint Program in Oceanography, Massachusetts Institute
of Technology - Woods Hole Oceanographic Institution,
and Department of Earth and Planetary Sciences, and
Department of Meteorology, Massachusetts Institute of
Technology, June 1971

Certified by...... .6.t.i~? ~. ~J.( :,'?~o.~~.......................

. ~tf& ( Thesis Supervisor! /?
¡ " )) J /:~ /t J

Accepted by ....... '~i ;i~~~:' ;~i~¡" ~~~~~~~~~~h~' ê~~i~~~~' i~' th;' ~~h' ....

s~ences, Massachusetts Institute of Technology -
Woods Hole Oceanographic Institution



-2-

THE HYDROnllRMAL AL TERAlION OF OCEANIC BASALTS ny

SEAi~ATER

by

Susan Elizabeth. Htuuph:d,s

Submitted to the Hassacliusetts Institute of Technology- Woods
l-fle Oceanographic Institution Joint Program in Oceanography on
October 14, 1976, in partial fulfillment of the requirements for the
degree of Doctor of Philosophy.

ABSTRCT.

Considerable geological and geophysical evidence now exists to
support the hypothesis that seawater circulates through freshly intruded
basalt at th.e mid-ocean ridges. As a consequence of tlùs process,
rCc'.ct Lons between basalt and seal'later take place at elevated temperatures,

The mineralogy and chemistry of hyjrothermally altered pillow
basalts dredged from the Mid-Atlantic Ridge, and belonging to the
greenschist facies, have been studied in order to determine the
mineralogical cTianges that result from h:rdrothennal alteration. ar:d to
assess the chemical flu,'(es that result from these reactions in terms of
their possible significance in elemtintal geochemical budgets as
potaTItial sources an sinks for elements in seawater. Where possible,
pillow basalts were studied that sfiowed varíDus degrees of a.1te-ration
w:i.thin a single rock. ' Such samples provide the best evidence that they
l'13.ve been affected by' IiydrotIiennal aHeration, rather than regional burial
inetamorphism, and provide the most useful information for elemental
£1wc calculatìons. '

i-)
.I

~

During hydrothermal alteration, plagioclase is generally albitisel1,
sometimes- ,.iith the formation of epidote, and albite may be subsequently
a1 tered to chlori.te. Plagioclase, in association with skeletal
clinopy:roxene, alters to chlorite and epidote. Olivine is pseudomorphed
by chlorite, and clinopyroxene alters to actinoHte. The glassy matrix
alters to an intergrowth of actinolite and chlorite. Vein minerals
ir,cluile chlorito, actinolite, epidote, quartz, and sulphides:. On the basis
of their minaralogy, the samples may be subdivided into chlorite-rich

C ;:15% chlorite and -:is!'¡; epidote) and epidote-rich (;;15% epidote LlIld
dS% chlorite) assemblages. The chlorite-rich assemblages lose CaO
and gain MgO, while the epidote-rich samples show very little changa J.ìl
composition comp'l).'od with their basalt precursor. The epidote-rich
samples are more oxÜlised than their precursors, while the chlorite-rich
rocks can be further suhdivided into those that maintain the same
proportions of fe:trous and ferric iron, and those that show an increase
in ferrous iron due to the precipitation of pyrite.

i~
1'\!--

The JEaj or ch,emic:al changes that occur ùurÌI ~ hvdrotheIT.ial
alteration of pil low. basalts a:¡:ø uptake of MgO and ir2o, and loss of
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Si02 and CaO, The concentratinns of NaZO and K20 are apparently not
greatly changed, although. they do sho\v some variations: in the core-to
rim analyses. Consideration of the elemental fluxes in terms of
steady-state geochemical mass: balances indicates that hydrothermal
al teration provides a sink for Mg, which is extremely important in
solving the problem of apparent excess magnesium input to the oceans.
The amount of calcium that is leached from the rock may be of
significance in the geochemical budget of calcium. The concentration
of silica in the circulating fluid is p¡r'obably controlled by the
solubility of quartz, and considerable redistribution of silica
takes place within the basaltic pile. The changes in the redox conditions
during hydrothermal alteration do not affect the present-day
oxidation states of the atmosphere and hydrosphere.

Trace element analyses indicate that copper and strontium are
leached out of the rock and migrate in the circulating fluid, with
local precipitation of Cu as sulphides in veins. Li, B, Hn, Ba, Ni and
Co show sufficient variation in concentration and location wi thin the
altered basalts to indicate that some leaching does take place, and hence
hydrothermal alteration of basalts could produce a metal-enriched
solution, wllich may be important in the formation of metalliferous
sediments at active mid-ocean ridges.

Thesis Supervisor:
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1. GENERAL INTRODUCTION AND EXPERIMENTAL DESIGN,

1,1, INTRODUCTION.

One of the principal obj ecti ves in marine geochemistry is to gain

an understanding of the physical and chemical controls on the

composi tion of seawater. This requires defini ti ve information

concerning the cycling of elements through the biosphere, atmosphere,

hydrosphere and lithosphere, In addition to quantitatively

evaluating the elemental fluxes in the system, it is necessary to

identify the sources and sinks for each element, and to understand the

interactions in which it is involved. Geochemical mass balances

(e.g. Goldschmidt, 1954; Horn and Adams, 1966; Li, 1972) have generally

been based upon a concept of chemical uniformitarianism for the

weathering of continents and the deposition of sedimentary rocks, and

have assumed that all the geochemical reservoirs included in the

sedimentary cycle (i, e, biosphere, atmosphere, hydrosphere and the upper

crust) constitute a closed system. Except for the addition of 'excess

volatiles', the mantle does not play an active role in these models.

Modern theories of sea-floor spreading and plate tectonics

assume that the mid-ocean ridges are regions of plate divergence where

new oce~lic lithosphere is generated by inj ection and extrusion of

mol ten material. Geological and geophysical data suggest that massive

hydrothermal circulation occurs beneath the mid-ocean ridges. Such a

process would result in interaction between the fresh crust and the

circulating seawater, and could give rise to large-scale chemical

fluxes between the oceanic crust and seawater. Since the basalt is
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1. 2. EVIDENCE FOR IIYDROTIIERJli\L CIRCULATION AT TIlE MID-OCEAN RIDGES.

A. HEAT FLOW.

Hydrothermal circulation beneath the mid-ocean ridges was originally

postulated in order to account for the discrepancy beti.¡een the

theoretical heat floi.¡ and the loi.¡er, observed values close to the ridge

axis (Anderson, 1972; Hyndman and Rankin, 1972; Langseth and

Von Herzen, 1971; Sclater and Klitgord, 1973; Talwani et aI, 1971),

This anomaly is illustrated in Fig. 1-1 for both fast-spreading (3 - 6

clì/yr) and slow-spreading (1 - 2 cm/yr) ridges, and these are compared

wi th the theoretical curve for a conductively cooling, spreading

plate. Hany investigators invoked large-scale circulation of seawater

through the oceanic crust as. a means of removing excess heat by

convective transport (e.g. Elder, 1965; Le Pichon and Langseth, 1969;

l'alinason, 1967; Bodvarsson and Lowell, 1972; Deffeyes, 1970; Lister,

1972; Sleep, 1969; Wolery and Sleep, 1976). In fact, ¡'Ii lliains and

Von lIerzen (1974) have suggested that seawater circulation may be the

dominant heat loss mechanism of young (less than 2 my i' .) oceanic

crust, and account for about 20% of the total heat loss of the EartÌL's

interior. Thermal anomalies in the seawater on the Galapagos Rise

(ilfilliams et aI, 1974) and in the TAG hydrothermal field at 260N.

on the l-licl-Atlantic JUdge (Rona et aI, 1974) have been interpreted

as incLi cations of local hydrothermal acti vi ty.

n, METALLIFEROUS SEDIMENTS.

The occurrence of heavy-metal enriched sediments along active

spreading centres in all thrcee niaj or ocean basins has also been
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FIGURE 1-1.

Theoretical (-) vs. average observed heat flow profiles

as a function of age for fas.t spreading (.",..) and slow

spreading (-----) ridges.

(Redrawn from Wolery and Sleep, 1976).
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attributed to hydrothermal circulation (Arrhenius and Donath, 1965;

Bonatti and Joensuu, 1966; Bostrom and Peterson, 1966; Bostrom and

Fisher, 1971; Dmitriev, Darsukov and Udintsev, 1970; Skorriyakova, 1964),

These sediments show highly variable iron-to-manganese ratios, and

enrichment in Ni, Zn, Cu, Co, Pb, Hg, Ba, and U relative to pelagic

sediments, The accumulation rates of manganese on the East Pacific Rise

are two orders of magni tuJe faster than the average pelagic accumulation

rates (Bender et aI, 1971). In aJdition, the lead isotope ratios in

these heavy-metal enriched sediments resemble those of the miJ-ocean

ridge basalts suggesting that this component is of basement origin

(Bender et aI, 1971; Dasch et aI, 1971; Dymond et aI, 1973). The

Deep Sea Drilling Proj ect has encountered similar metalliferous

sediments overlying the basal tic basement at sites away from the

present active spreading centres (e.g. von del' Borch and Rex, 1970;

von del' Borch et aI, 1971; Cook, 1971; Cronan et al 1972; Cronan, 1973,

1974; Horowitz ami Cronan, 1976). These represent ancient hydrothermal

deposits. that were precipitated at the ridge crest and have moved to

thei r present positions as a result of sea-floor spreading, suggesting

that hydrothermal circulation at the mid-ocean ridges has been a

geologically continuous process.

C. METAMORPHOSED OCEANIC IGNEOUS ROCKS.

Some of the most convincing evidence of hydrothermal circulation

comes from the rocks dredged from the mid-ocean ridges and fracture

zones. Metamorphic rocks, ranging from zeolite to amphilioli te facies,

have been dredged from the median valleys and fractur0 zones (e.g. Cann

and Funne 11, 1967; Cann, 1971; Me 1 son et aI, 1966 a, b; Miyashiro et aI,

1971), and serpentini tes have been dredged from fracture zones



-20-

(e.g. Aumento and Loubat, 1973; Udintsev and Dmitricv, 1970).

Greenschist facies metabasal ts are the most frequent ly recovered

met31l\orphosed rocks, and consist of assemblages of primarily albite,

chlorite and epiJ.ote. All the rocks are hydrated and therefore

required an extr~:i:i1eous fluid for metamorphism, Oxygen isotope

fractionations between coexisting mineral phases in greenstones suggest

al toration temperatures of up to 3000C. (Muehlenbachs and Clayton, 1972),

and whole rock oxygen isotope data for greenstones and serpentinites

(Wenner and Taylor, 1971) indicate that the fluid involved in metamorphism

was seawater.

rietal sulphide mineralisations have recently been discovered

within basalts from the Mid-Atlantic Ridge (Bonatti et aI, 1976),

in the Indian Ocean (Dmitriev et aI, 1970), and during the DSDP on the

Na~,;ca Plate (Hart et aI, 1974; Swanson and Scott, 1974). These have

also been attributed to chemical interactions between circulating

sccn.¡ater and the criist during hydrothermal activity.

D. OPHIOLITES.

ii!etal sulphide mineralisations and meta I-enriched sediments

are also associated with ophiolite complexes, i'Íliich are goneraEy

considereJ. to be vertical sections through the oceanic crust and

upper m,mtle that have been obù.ucted on to the continent along

convergent plzLte margins. The ophiolites consist of an assemblage of

pcridoti t,:; and gabbro that grade upwards into pillow basalts, various

units of i,illich have been metamor,¡hosed before tectonic emplacement.

Oxygen isotope data from the metabas.ic rocks indicate that they were

produced during interaction, of the rocks with seawater (Spooner et al,
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1974). Basal tic lava flows may be interbedded with metal-enriched

sediments, as in the Troodos Massif in Cyprus (Corliss et aI, 1972),

or overlain by metalliferous deposits in association with chert, as in

th.e northern Apennine ophiolites (Bonatti et aI, 1976). The upper unit

of the ophiolites consists of marine sedimentary sequences, including

limestones and chert. The composition of the ophiolitic metalliferous

sediments is very similar to that of the deposits on the active

spreading centres, and they probably formed t~rough the same process

of hydrothermal precipitation that has been inferred to be occurring at

the ridges,

Metal sulphide deposits often occur within the basaltic unit of

the ophiolites, both as massive ore bodies and as disseminated

mineralisations. Pyrite and chalcopyrite are usually the most prevalent

minerals (Bollatti et aI, 1976) and these deposits are thought to have been

formed at the ridges by a hydrothermal deposition mechanism (Elderfield

et aI, 1972; Sillitoe, 1973; Constantinou and Govett, 1973).

In summary, a considerablB amount of geological, geochemical and

geophysical evidence exists to support the hypothesis that hydrothermal

circulation occurs at the active spreading centres. However, much

of the geological and geochemical evidence depends on the occurrence of

anomalous deposits that are thought to be produced by elemental

exchange reactions between seawater and the oceanic crust. It ls

therefore essential to determine the basalt-seawater reactions and the

related elemental exchD.ges in order to substantiate or refute these

ideas, and to determine the significance of the chemical fluxes for

geochemical mass balances.
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1. 3. liYDROTHE~~L CI RCULAT ION AND INFERRED EFFECTS.

A. CIRCULATION MODEL.

A number of workers have suggested models for the circulation

process (e.g. Corliss, 1971; Lister, 1972; Williams et aI, 1974). In

general, these models suggest the following sequence of events. Magma

is inj ected along a narrow zone at the ridge crest, The surface 1S

cooled rapidly, and cracks propagate through the hot rock. This permits

the overlying seawater to penetrate into the rock and to remove heat

from the cooling crust. Chemical reactions between the rock and the

circulating seawater at high temperatures may occur, changing the

con~osi tion of the circulating fluid and altering the rock to various

metamorphic grades. As the water is heated, density gradients wi 11 be

set up, and the hot fluid will rise to be debouched on to the sea

floor, where some of the trace elements leached from the rock wi 11 be

precipitated, and thus form the metalliferous sediments.

There are two requirements for a hydrothermal circulation system

to be set up. Firstly, there must be sufficient permeability for the

seawater to circulate. Deffeyes (1970) estimated the fracture

permeabili ty by considering the flow between parallel plates, and

calculated that fractures 0.035 cm, wide would allow circulation at

geologically reasonable rates. Adequate permeability could therefore be

provided by thennal contraction, normal faulting, and irregular

contacts on the large scale, and by small cracks, veins and vesicles on

the small scale. Lateral variations in permeability will also

influence the position of the convective cells. As these fractures

get blocked with sediment, and the veins become filled with secondary
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tlinerals, the sys tem \'l 11 become sealed and prevent further hydrothermal

circulation.

The second requirement is that there be a heat source of sufficient

strength. to create and maintain a convection system, This Hill obviously

influence the position of the convection cells, and will also mean that

the circulation tends to be sporadic in occurrence. As the circulating

fluid removes heat from the rock by convection, the thermal gradients

will decrease, and the circulation wiii eventually stop.

B. INFERRED EFFECTS.

The observations regarding heat flow, metalliferous sediments,

ophiolites and metamorphic rocks discussed in the previous section

provide evidence that circulation occurs, Information concerning the

di:rections of elemental fluxes during interaction between seawater and

the circulating fluid, and inferences on the composition of the

solutions, can be obtained from geothermal sys.tems in volcanic regions

or from direct cxperiméntal observations.

The Reykj anes geothermal system in Iceland represents a

subaerial analogue to the i'Lydrothermal systems envisaged beneath the

niid-ocean ridges (Tomasson and Kristmanndotir, 1972; Bjornnson et aI,

1972) . In tlus area, the circulating fluid, which is originally sea-

Kater, reacts with basalt at temperatures ranging from 10- 280°C.

Ch.eììLÌcal analyses of water from the drillholes Cfable 1-1) indicate that

the concent.rations of !lg2+ and S042- decrease considerably, while Ca2+,

K+, and Si02 increase substantially. In addition, Fe, Mn and the

trace elements Ba, /vo, Ga, and V also become enriched in the drillhole

i.¡it er .
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Hmlever, there are some problems associated with direct application

of these data to subsea floor hydrothermal systems, The maj or difference

is that boiling of water probably ivill not occur in the ocean ridge

systems (Spooner and Fyfe, 1973), and so chemical effects caused by boil-

ing, seen in some regions of the Reykjanes area, will not be observed.

In acldi tion, the volcanic rock in the Reykj anes area is composed of con-

siderable amounts of tuffaceous material, which may react with seawater

differently from the massive pillows and flows of the oceanic crust.

Furthennore, the mineral assemblages described in the Reykj anes system

are different from those observed in dredged, metamorphosed oceanic rocks.

In particular, anhydrite, K-feldspar and calcite are found in abundance

in the Reykjanes area, but actinolite and talc are absent.

Experimental studies, carried out under various conditions of temp-

erature and pressure (Bischoff and Dickson, 1975; Hajash, 1975; Mottl, 1974,

1976) have also shown the same directions of elemental fluxes as seen in

Iceland (Table 1-1), but again the mineral assemblages produced show

marked differences from the typical greenschist assemblages, Neither

chlori te nor epidote have been identified in the experiments, and actino-

li te does not form until temperatures of 4000C are reached - an observation

that is in conflict with the isotopically-deduced temperatures for the

al teration of oceanic rocks. In addition, ground rock powders are used

in these experiments which means that the 'wall rock' effects, seen in the

dredged samples, are not reproduced. The water-to-rock ratios that have

been used have been quite low (less than 10: 1), whereas in the subsea
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floor system, they may be higher and very variable, The other factor

that must be considered is that these experiments deal with rock-seawater

interactions in a closed system, so elemental changes will approach

equilibrium between the solid and liquid phase - a situation that is

probably not the case in the subsea floor systems.

However, with these reservations, the experimental data and the

Reykjanes drillhole data do corroborate the hypothesis that interactions

between seawater and basalt at elevated temperatures can occur, and

provide a mechanism for elemental exchange between the lithosphere and

hydrosphere. The results from the studies of these systems need to be

compared with the observations and measurements made in the natural

system; this will be one of the aims of this thesis.
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1.4. EXPERIMENTAL DESIGN.

A, SELECTION OF SAMPLE TYPE.

In order to evaluate the importance of hydrothermal alteration for

elemental geochemical budgets, it is necessary to determine, and study,

the most abundant rock types that constitute that portion of the oceanic

crust which is subj ect to hydrothermal circulation.

Dredging introduces a bias into the sampling, as it is always

carried out on tectonic escarpments, and so it is not completely certain

whether the recovered rocks are representative of the oceanic crust, or

are associated exclusively with tectonic features, However, sufficient

dredge hauls of tholeiitic basalt have now been recovered to indicate

that this rock type is a major component of the upper crust, and

drilling into the oceanic basement near ridges and in the basins has

confirmed that this is true for at least the upper few hundred metres,

Addi tional evidence, and further constraints on the other

feasible rock types, are provided by geophysical data. The magnetic

properties (natural remanent intensity and susceptibility) of

various rock types have been compared with transoceanic profiles to

determine which rocks are compatible with the anomaly patterns (Fox

and Opdyke, 1973), Only two oceanic rock types, basalt and serpentinised

peridoti te, have intensi ti tes strong enough to p~oduce the observed

anomalies. The magnetic layer comprises the upper few hundred metres

of Layer 2 (Vine, 1968), and since this is known to be composed of

basal tic flows and pillows from bottom photographs and DSDP cores,

serpentinised peridotite can be excluded as a maj or component of this

layer; also its intensities are too high to be an important component
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in any other region of the oceanic Cnis.t. The intensities of meta-

basalts, gabbros, metagabbros and actinolite-rich rocks suggest that

tliey could be components of the lower part of Layer 2, and Layer 3,

Compressional wave velocity measurements on the same variety of

rocks at. in situ pressures have been compared with seismic refraction

results from the oceans (Fox et aI, 1973), The measured velocities of

metagabbro (Vp = 5.8 - 6.4 la/sec) and serpenti.n.sed peridotite (Vp =

3.4 - 4.2 la/sec) are not compatible with the velocity structure of

the ocean basins. Layer 2, wi.th compressional wave velocities. falling

mainly in the range 4.4 - 5.6 la/sec, may be composed of basalt (V =
P

5.0 5.8 la/sec), dolerite (V = 4.6 - 5.8 km/sec) or metabas~lt
p

= 4.3 5.4 la/sec). Layer 3 is probably composed of gabbro '(V
P

(V
P

= 6.7 6,9 km/sec). A generalised oceanic crustal structure,

based on all this informa.tion" is shown in Fig. 1-2, It is generally

accepted that the most abundant rock type that is exposed to se~vater

circulation is tholeiitic basalt, and hence a study of the basalt-seaì'Jater

interactions wi 11 be the most meaningful for geochemical mass balances,

B. SELECTION OF SPECIFIC SAMPLES.

Tì.¡ criteria were used for the selection of the samples. Oceanic

basal ts vary in maj or and trace element cs:mposition mostly in response

to fractional, crystallisation processes (e.g. Thompson et aI, 1972b;.~

Thompson, 1973b). Thus, the quantification of the elemental exchanges

eluring hydrothermal alteration 1S more meaningful when the precursor of

the altered rock 15 known, and 1S required for careful mas.s balances

bet\veen original antl altered rock. Therefore, where possible, samples

were selected that shmved various degrees of alteration within a
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FIGURE 1-2.

Ve10ci ty structure and possible composition of
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single rock (an example is shown in Fig. 1-3). Such basalts were avail-

al.le from two areas on the Mid-Atlantic Ridge; 40S latitude (cruise

AII-42) and nOs latitude (cruise AII-60). Samples that show a fresh

core but an altered outer rim provide the best evidence tliat they have

been affected by hydrothermal alteration. In addition, analyses of the

two zones provide the most useful information as to the directions and

magni tudes of elemental fluxes for use in geochemical mass balance

calculations.

These were supplemented by additional hydrothermally altered and

fresh basalts from the same and other oceanic regions. The criteria

used for the selection of these samples were that they should come from

areas that had been intensively studied, and the composition of the fresh

basalts had been characterized, or could be determined, by analyses of

fresh basalts from the same dredge hauls that recovered the metamorphic

rocks. o 0Addi tional samples from 4 Sand 22 S were selected, and also a

set of samples from 220N (cruise Ch-44). Dredge locations are reported

in Table 1-2, and Fig. 1-4 shows their positions. On the one hand,

limi ting the samples to specific areas and, in many cases, to the same

dredge haul, will minimize the variation in composition of the initial

basalts. On the other hand, these areas are sufficiently widespread

that the effects can be generally applied to the Mid-Atlantic Ridge region,

and probaòly to the ¡vlid-Indian Ocean Ridge system, from which metabasal ts

have been recovered CCann, 1969; Chernyseva, 1971), and which has a similar

spreading rate and topography to the Mid-Atlantic Ridge. In this manner,

the effects of hydrothermal alteration on global mass balances can be

quanti tati vely assessed.
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FIGURE 1-3,

Kydrothermally altered pillow fragment (AII-60 2-142) shwing

two alteration zones surroun4ing the, relatively fres~ interior.
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TABLE 1-2.

Locations of Dredge Hauls from wluch Samples were

Selected,

Dredge #, Latitude Longi tude *Region

220
t

440Ch-44-2 38N. 58'W, Eastern slope-
median valley

Ch-44-3 220 38'N. 450 OO'W, . Eastern slope-
median va 1 1 ey

AII-42-1 40 08: to 120 07' to Eastern slope-
40 06 S. 120 09'W, median val ley

AII-60-2 22° 55' to
220 57'S. 130 30' to Eastern slope-

130 32'W. median valley

* - all from the Mid-Atlantic Ridge
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FLGURE. 1-4.

Dredge locations an slope profiles.
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FIGURE 7 -4,

LOCATION A: 22°N (Ch-44)

2KM 22038,i'N
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2. MINERAOGY AND PETROLOGY OF HYDROTHERMALLY ALTERED BASALTS FROM TIlE

MID-ATLANTIC RIDGE

2.1

A. PREVIOUS STUDIES

The most commonly dredged rocks from the ocean floor are fresh

or weathered tholeiitic basalts and gabbros. However, a wide variety of

metamorphic rocks have been recovered from areas along the mid-ocean

ridges in all three maj or ocean basins. ~lassive hydrothermal circulation

beneath the mid-ocean ridges has been suggested as a mechanism for the

alteration of these rocks. All the metamorphic rocks are hydrated, and

oxygen isotope data for greenstones (Muehlenbachs and Clayton, 1972)

suggest that the fluid involved in the alteration was probably seawater.

Table 2-1 shows some reported occurrences of metabasalts and metagabbros

recovered from the ocean floor, together with their mineralogy, and the

chemical changes due to alteration. Metabasalts and metagabbros occur in

the zeolite, greenschist and amphibolite facies (Melson et al., 1966a, b;

Cann and Funnell, 1967; Miyashiro et aL., 1971), although greenschist facies

metamorphism is probably the most abundant in the oceanic crust (Cann, 1969,

1971; Melson et al., 1968). Previous studies (Cann and Vine, 1966; Melson

and Van Andel, 1966; Miyashiro et aI" 1971) demonstrated that considerable

mineral ogi c al changes accompany hydrothermal altera ti on. Dur ing greens chi st

metamorphism, the mafic minerals are generally destroyed, calcic plagioclase

becomes albitised and is partially replaced by chlorite, and a new mineral
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assemblage is formed, consisting of varying proportions of albite, actinolite,

chlori te and epidote. Subordinate minerals that have been reported in-

clude sphene, pyrite, nontronite, talc and quartz.

Basalt-seawater interactions in both_ the Reykj anes geothermal system

and in experimental studies result in rather different alteration mineralogies

from those observed in dredged metabasal ts. The mineralogy of the Reykj anes

geothermal system has been described by Tomasson and Kristmannsdottir (1972).

The transition from zeolite to greenschist fades occurs between 2000 and

3000C" with chlorite appearing at about 3200C" and epidote becoming a major

o
phase at about 260 C, However, in contrast with the dredged metabasal ts,

actinoli te is absent, while anhydrite, K-feldspar and calcite are

present, In the experimental systems (Bischoff and Dickson, 1975; Haj ash,

1975; Mottl, 1976), neither chlorite nor epidote have been identified in

the altered assemblage, and actinolite did not occur until the experiments

owere performed at 400 C. Other minerals that were found include pyrite,

smecti te, zeo lites, al bi te, talc, anhydrite and quartz.

Hydrothermal alteration generally results in significant increases

in H20 + and, to a lesser extent, in MgO and Na20 contents, and a decrease in

CaO and K20 contents of the rocK, However, mass balances and fluxes

have not been calculated with respect to compositional variations between the

fresh basalt and the altered outer rims of the pillows. Such calculations would

be more meaningful in assessing the significance of hydrothermal alteration

in elemental budgets, since the precursor of the altered rock is known.
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R, P.RESENT STUDY.

In this. chapter, I dc.scrilie the. petrography, mineral genesis;,

mineral and DUlk. anlrses of s,elected hrdrothermally altered basalts and

their precursors. All the mineralogical and chemical analyses are listed

in Appendix ¡. From these observations. and analyses, the reactions

between various minerals and seawater are delineated, and the mineralogical

changp-s are assessed in terms of the bulk chemistry of the rocks,

The suite of samples used for this study was' described in the previous

chapter. A few of the metamorphic rocks have been reported previously by

Melson and Van Andel (1966) and Melson et al (l968); additional greenstones

from those same dredge hauls are described in this study. Samples from

40S. (AII-42) are particularly amenable for this work because several of

them show zones Òf progressive alteration which. facilitate a study of the

sequence of mineralogical transformations. A considerable amount of

information is already available concerning th.e chemical composition and

o
petrogenesis of unaletered rocks from 22 S. (AII-60) (Carroll, unpublished

thesis, M. 1. T.), which aids. in the interpretation of metamorphic rocks

from the same- dredge hauls.

2.2. lvINERALOGY OF GREENSCHIST FACIES META BASALTS ,

All the samples are altered basal tic flows, and consist chiefly

of the minerals albite, actinolite, chlorite, and epidote, which characterise

greenschist facies metabasalts. Mineralogical differences between samp les

consist largely of differences in the proportions of thes.e secondary
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minerals, and in the degree to which the original mineral assemblage is

stil 1 present. This latter feature of the rocks is helpful in elucidat-

ing the stages in the transfonnation of the source rock to a greenstone.

A. FRESH ROCKS

The fresh basalts found in the same dredge hauls, and the interiors

of the pillows from which these altered samples are derived, are composed

of glass containing microlites of plagioclase (An60_70) (Table AI-l),

olivine (Table AI-2), and occasionally skeletal clinopyroxene, which is

too small to be analyzed by microprobe, The larger microlites of plagio-

clase show the 'belt-buckle' structures typical of plagioclase in ocean

floor basalts; the very fine microlites have a feathery texture, Occasional

phenocrysts of plagioclase (up to AnS6)' some of which are resorbed, and

olivine (FoSO_SS) occur. Clinopyroxene was not identified in the 40S

(AII-42 san~les, which were more glassy and contained fewer phenocrysts

othan the 22 N (Ch-44) samples, However, the clinopyroxene in the samples

from 220N (Ch-44) and 220S (AII-60) generally occurs in small aggregates

associated with plagioclase laths, The vesicles in most of the fresh

interiors are filled with chlorite, suggesting that they may have been

subj ect to some slight alteration. Iron-ti taniUi oxides are extremely

fine-grained and are scattered throughout the rock.

B. FELDSPARS

The plagioclase in the altered samples has, in most cases, been

albitised, although in some phenocrysts the original cores are preserved,

and a few relict microlites and phenocrysts persist, suggesting that the
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reaction was not completed. Twinning is still discernible in the unaltered

cores of the phenocrysts, but it is destroyed by alteration. In some of

the greenstones, both plagioclase and albite have been further altered

to chlorite. Two other types of plagioclase alteration are observed.

Calcic plagioclase phenocrysts are replaced by albite + epidote; the feldspar

has a composition between AniO and AniS' and the epidote contains about* 011.5% FeO (Tables AI-3 and AI-4). In the 22 N (Ch-44) samples, aggregates

of pyroxene and plagioclase are commonly observed in the fresh samples,

During alteration, these plagioclase-pyroxene aggregates are replaced by

epidote and chlorite.

The microprobe analyses of several of the feldspars (Table AI-3)

*show that, although the fresh plagioclase contains varying amounts of FeO

(0,1-0.9%) and MgO (0.1-0.3%), the altered phenocrysts lose both elements

during albitisation, the MgO decreasing to below detection limits at about

*
AniS' and the FeO decreasing to below detection limits at a lower anorthite

content,

C. CHLORITE

The olivine phenocrysts are generally replaced by chlorite and, in

many cases, by euhedral pyrite, This is particularly evident in the 40S

(AII-42) samples, but in the nON (Ch-44) samples, olivine is more frequently

replaced only by chlorite. The chlorite is extremly fine-grained,

appears green to brown in thin section, and gives anomalous blue

interference colors, Microprobe analyses using a defocussed beam

*indicate that it is ripidolitic in composition (Table AI-S) with MgO/FeO
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of about one, and there are no detectable compositional variations between

the chlorite in different mineralogical settings. Chlorite comprises

the princípal vesicle nlling, although, in the more highly altered

samples, the quartz also occurs in the vesicles. Chlorite is abundant

in veins, where it may be assocíated with epidote, quartz, actinolite, and

occasionally pyrite, Chlorite and actinolite are intergrown as the re-

placement minerals of the glass.y matrix, However, in the more strongly

altered samples, these are often accompanied by albite and quartz.

D. ACTINOLITE

The actinolite is very variable in composition (Table AI-6) and in

optical properties. It is colorless to pale green in thin section and

generally occurs in fibrous aggregates or small needle-like crystals.

The actínoli tes range in composition from 3-7% A1203 and contain up to

17% total iron. Figure 2-1 shows the compositions of the actinoli tes

*
and chlorites plotted on an A1203-FeO -MgO diagram, Although the chlo-

rites show very little variation, the actinolites show a wide range in

composi tion even in a single rock; this is an indication that equilibrium

was not attained in the formatíon of actinolite. The actinolite replaces

the groundmass, and also occurs in veins, usually associated with quartz

and chlorite. In sample Ch-44 3-12, actínolite also replaces pyroxene

IDicrophenocrysts. However, no systematic differences between the composi-

tíons of actinolite in these various mineralogic settings are evident.
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FIGURE 2-1.

Composi.tions of actinolites (triangles) and chlorites (circles)

plotted on an A1203 - FeO* - MgO diagram.

Data listed in Tables AI-S and AI -6.
Analyses for Ch-44 3-3 and 3-6 (open circles and
triangles) from Fig. 4 of Melson and Van Andel (1966)
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E. EP mOTE

Epidote occurs in concentrations ranging from zero to 25% by volume.

In most of these samples, large, euhedral crystals fill veins and are

usually associated with quartz and chlorite. However, in some samples it

is also present as a replacement of plagioclase and in aggregates in the

groundmass, as previously discussed.

F. QUARTZ

Quartz is present in veins, in the matrix, and in vesicle fillings.

It is present only in minor amounts in the 220N (Ch-44) samples, but is

more abundant (up to 20% by volume) in some of the altered margins of

o
the 4 S (AII-42) rocks. These margins are frequently brecciated, and

the chlorite of the groundmass is often associated with albite and quartz,

G. PYRITE

Pyrite occurs as small euhedral crystals associated with chlorite

pseudomorphs after olivine, in veins, and also in small patches within the

matrix, In many cases, it has been partially oxidized to haematite,

probably during later exposure to seawater at ambient bottom water tempera-

tures. It is more abundant in the 408 (AIT-42) and 220S (AII-60) samples

othan in the 22 N (Ch-44) samples, and in AlI--60 2-143 forms a large pod

at the termination of a vein. Use of the scanning facility on the electron

microprobe indicates that pure pyrite is present in the patches within

the matrix and the crystals associated with the chlorite pseudomorphs.

However, in the veins, copper and zinc sulphides are also present, as shown

in Figure 2-2.
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FIGURE 2-2.

Scanning electron micrographs of iron (a), sulphur (b),

copper (c), and zinc (d) for a sulphide vein in sample

AII-60 2- 141.

(Magnification: x300)
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FIGURE 2-2 a) IRON

FIGURE 2-2 b) SULPHUR
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FIGURE 2-2~) COPPER

FIGURE 2-2 d) ZINC
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2.3 BULK CHEMICAL COMPOSITION

The chemical compositions of the samples are reported in Table AI-7.

Major element analyses were determined by electron microprobe analyses

of fltL'led glasses. Ferrous iron was analyzed by titration, and HZO+

was determined using a C-H-N analyzer. Full details of all methods, and

their precision and accuracy, are reported in Appendix II. These analyses

are plotted on an ACF diagram (where A = A1203 + FeZ03 - (NaZO + K20),

C = CaO, and F = FeO + MgO + MnO) in Fìgure 2- 3 for comparison with the

modal analyses (Table AI-8). The epidote, chlorite and actinolite fields

are based on the microprobe analyses (Tables AI-4 to AI-6) , with all the

iron assumed to be ferrous iron in actinolite and chlorite, and ferric iron

in the epidote.

As previously indicated by f-Ielson and Van Andel (1966), a separation

between rock types according to their mineralogies, is observed, The

epidote-rich rocks are Ca-ricIi compared with the fresh samples, while the

chlorite-rich. assemblages plot closer to the Å-F join, The modal

analyses suggest that a division between thes.e two types can be made so

that the chlorÜe..rich rocks contain more than 15% chlorite and less than

15% epidote ~ The chlorite-rich assemblage type includes all the altered

samples from AIT-42 (4oS) and AIT-60 (220S), and samples 2-5, 3-3, 3-6,

3..17, and 3-126 from Ch-44 (22oN). Sample Cfi-44 3-8 is also included

as although about 40% of the groundmass is unal tered, it shows the stages
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FIGURE 2-3.

ACF di.agram of greenschist facies metabasalts.

A = A1203 + Fe203 - (Na20 + K20)

C = CaO

F = F eO + MgO + MnO

Mineral composition fields from microprobe analyses in Tables
AI-4 to AI-6,

+ - fresh basalts and interiors of pi Hows

. - altered samples

(he lines join cores and rims of individual pillows).
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FIGURE 2- 3

A1203+ Fe203 - (No20+K20)

!

c

EPIOOTE-

FeO
+Mgo+MnO
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in the transfonnation of a pyroxene-olivine-plagioclase assemblage to

an albite-chlorite-actinolite assemblage, with little evidence of epi-

dote as a maj or alteration product.

The agreement between the plotted chemical compositions of the

samples and their modal analyses is reasonably good. For example,

samples AII-60 2-l42A and AII-42 1-99, which contain only small amounts

of actinolite, plot close to the epidote-chlorite join, whereas the

chlorite-rich samples of AII-42 and AII-60 plot closer to the chlorite

corner. However, samples Ch-44 3-6, 2-5, and 3-17, and AII-42 l-llSA do

not contain as much epidote as would be predicted from the diagram. This

lends further support to the idea that the reactions with seawater may

not have gone to completion, as suggested by the mineralogical observa-

ti ons.

The subdivision of the samples into epidote-rich and chlorite-rich

assemblages is also reflected in other aspects of their chemistry. In

all the samples, there is a correlation between the amount of chlorite

and the H20+ content (Figure 2-4). This relationship is to be expected

because, of all the alteration products fonned, chlorite ls the most

hydrated, and so plays the maj or role in the uptake of water during

al teration. The changes in the MgO and CaO con.tents: of the rocks during

hydrothennal alteration are different for the two mineral assemblages.

The epidote-rich assemólages have slightly lower MgO contents whíle

the CaO stays constant or increases slightly relative to the fresh
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FIGURE 2-4.

+
Correlation between wt, % H20 and modal chlorite for all

analysed greenschist facies metabasalts,
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samples (Figure 2-5), The chlorite-rich assemblages lose CaO and gain

significant quantities of MgO due to the production of chlorite; these

t:rends are particularly evident in the core-to-rim analyses,

The fluxes of iron and changes in oxidation state during hydrothermal

alteration can also be correlated with the mineralogy (Figures 2-6 and 2-7).

The epidote-rich assemblage appears to become more oxidized (i. e. lose FeO

and gain Fe203) relative to the fresh basalts, The epidote in these

samples shows very little compositional variation, and it has been shown

by numerous investigators that it is very insensitive to metamorphic

grade (e.g, Cooper, 1972), However, its composition is dependent on the

iron content of the rock, the oxidation state maintained during metamorphism,

and temperature, Since the iron content of the source rocks does not vary

greatly, the important factors may be the temperature and the oxidation

state,

In the chlorite-rich assemblage, a further subdivision is necessary.

The Ch-44 (220N) samples show very little change in the FeO and Fe203

contents during alteration suggesting that the same proportions of iron

that were in the precursors have been taken up in the chlorites and actino-

lites. However, a small group of the AII-42 (4oS) samples and the AII-60
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FIGURE 2-5,

Magnesitu vs. calcitu contents for fresh and altered

basal ts ,

(2-1, 2-2, and 2-3: fresh basalts from Ch-44)

(1-96A and B, and l-118A and B: examples of rim (A)

to core (B) trends in chlorite-rich assemblages)

o
· - 22 N. samples (Ch-44)

o
x - 4 S. samples (AII-42)
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FIGURE 2-6,

Ferric iron trends vs. water content for hydrothermally altered

basal ts showing separation of different mineral assemblages.

(Symbols as for previous Figure).

-----DILUTION: apparent change in concentration
of Fe203 due to the uptake of water.
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FIGURE 2 - 7 .

Ferrous iron trends vs. water content for hydrothermally altered

basalts showing separation of different mineral assemblages,

(Symbols as for previous figures).
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(nOs) samples show large increases in the FeO content and a smal leI' de-

crease in the Fe203 content. These samples all contain pyrite, which

suggests that they reacted with the circulating fluid under reducing con-

ditions. In order for sulphate reduct ion to take place, the oxygen must

Ìlave been removed from the fluicl during prev i ous basal t-seawater inter-

actions. Since the total ~uiiount of iron in these samples also increases,

an additional source of Fe2+is also necessary; this coulcl be providecl by

a fluid that had undergone previous reactions, during which iron had been

leached from the rock.

SiOZ is generally removecl into solution and most rocks show a loss

of si lica; liowever, the precipitation of quartz in veins occasionally

gives a local increase. The concentrations of silica in solution is

probably controlled by the solubility of quartz. This has been shown to

be the case in the Reykj anes geothermal system (Arnorsson, 1970) and in

laboratory experiments (Haj ash, 1975).

2.4 MINERAL CONVERSIONS

A. PLAGIOCLASE

Table 2-2 shows the reactions during hydrothermal alteration of

plagioclase that are suggested from the mineralogical studies. The

average compositions of the minerals are taken from electron microprobe

analyses carried out on the fresh and altered samples (Tables AI-l and

AI-3). The speciation of dissolved iron in seawater is still controversial

the Fe (OH) / species used here is that suggested as the most probable by
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Stumm and Brauner (1975). All the analyzed iron is assumed to be ferrous

iron in actinolite and chlorite, and ferric iron in epidote, and the

equations were constructed on the basis of conservation of charge.

The albitisation of the plagioclase microli tes and phenocrysts

(reaction I) is a simp Ie ion exchange, with Ca 2+ being replaced by Na + .I d h 13+ b d b S. 4+ h - .n or' er to conserve c arge, A must e replace y i ; t is reaction

will not alter the pH of the solution.

The conversion of plagioclase to albite and epidote, and the chlori tisa-

tion,of albite (reactions II and III) result in an increase in the activity

of hydrogen ions in solution, while reaction iv, which was observed in

only one or two samples, consume hydrogen ions. TIiese three reactions

all require a source of iron already present in the plagioclase structure,

Reaction III necessitates a source of both magnesium and iron, both of

which may be derived from the circulating fluid.

These reactions also demonstrate that when albite is chloritised, it

releases the Na + that was originally taken up during albitisation, Since

the conversion of plagioclase to albite + epidote, which is the other

principal reaction involving sodium, results in no exchange of sodium

between solid and liquid phases, the overall effect of these reactions

will be to show little change in the bulk rock analyses of sodium. The

net flux of sodium will be detennined by the extent of the initial albitisa-

tion of plagioclase, and the further chloritisation of the albite.
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B, OLIVINE AND PYROXENE

Alteration reactions involving olivine and pyroxene are listed in

Table 2-3, Olivine has been observed to alter to chlorite, often with

the production of euhedral pyrite. This conversion must involve a redox

reaction, The only significant reducing agent in basalt is ferrous iron

and this has the potential for reducing sulphate in seawater. Such a

reduction may be via reaction V- a modification of a reaction suggested by

Spooner and Fyfe (1973 - in which pyrite is formed, and the magnesium and

silica released may then be used in the formation of chlorite, Reaction VI

represents the simple conversion of olivine to chlorite.

Pyroxene microphenocrysts alter to amphibole by reaction VII, The

amphibole composition is taken from the microprobe analyses (Table AI-6),

wi th all the iron assumed to be Fe2+, The other reaction, which has pre-

viously been discussed, is its conversion with plagioclase to epidote and

chlorite,

TIiese reactions result in the consumption of hydrogen ions and the

release of magnesium and silica. The magnesium is then available for up-

take in chlorite and actinolite during the alteration of the groundmass,

and during the precipitation of chlorite in vesicles and veins. If the

magnesium end member in the solid solution series for the composition of

the secondary chlorite is considered then this reaction can be approximated

by: 2+ +
5 Mg + 2 Al (OH) 4 + 3 Si02 + 4 H20 = MgsA12Si3010 (OH) 8 + 8H
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TABLE 2-3, Reactions During Hydrothermal Alteration of Olivine

and Pyroxene.

V. Redox Reaction:

11 (Mgi.8 FeO.2) Si04 + 0,2 S042- + 40H+
+

0.1 FeS2 + 0.7 Fe304 + 19,8 Mg2+ + 11 Si02 + 2 H20

VI. 01i vine ~ Chlorite:

- +
(Mg1.8 FeO.2) Si04 + 0.2 Al (OH)4 + 3.2 H

+

2+0,1 Mg3 Fe2 A12 Si3010 (OH)8 + 1.5 Mg + 0.7 H4 Si04 + 0.2 H20

VII. Conversion of Pyroxene to Amphibole:

5 Ca (MgO.8 FeO,2) Si1.9 AI0,13 06 + 1.2 Fe2+ + 5 H+

+

Ca2 (Mg2.S Fe2,2) SiS022 (OH)2 + 3 Ca2+ + 1.2 Mg2+ + 1.5 Si02 +

0,65 Al (OH) 4 + 0,4 OH
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and demonstrates that magnesium and OH are extracted from seawater,

so lowering the pH,

C. ALTERATION OF THE GLASS MATRIX

Most of the samples consist of a few phenocrysts in a glassy matrix,

which alters to chlorite commonly intergrown with actinolite. This re-

action will release Ca, Si02, Fe, Mn, and possibly some of the trace

1 b 2+, 11 b d f d de ements, ut Mg wi e remove rom seawater an incorporate into

the chlorite. In order to conserve charge, OH must also be removed from

seawater, as shown in the equation above; this, together with the plagio-

clase alteration reactions, provide a mechanism for lowering pH,

al though subsequent reactions wi 1 1 offset some of this pH lowering. It

is not possible to write a quantitative equation for this reaction be-

cause the stoichiometric composition of the glass is unknown. The

overall reaction, without coefficients, can be represented by:

glass + Mg2+ + H20 = chlorite + Ca2+ + H4SiO 4'

2,5. CONCLUSIONS

The results obtained from the petrographic observations, and the min-

eralogical and bulk chemical analyses are consistent with the following

conclusions.

1) Greenschist facies metamorphism of oceanic basalts results in con-

siderable mineralogical and chemical changes,

The maj or phenocryst transformations are:
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a) plagioclase -) albite -r chlori te
""

""
albite + epidote

b) plagioclase + pyroxene -) chlorite + epidote

c) olivine -) chlorite (+ pyrite)

d) pyroxene -) actinolite

TILe groundmass alters to an intergrowth of chlorite and' actinolite

which may be accompanied by quartz and albite, Vein minerals include

chlorite, actinolite, epidote, quartz, and Cu-Fe-Zn sulphides,

2) The rocks may be subdivided by their mineralogy into chlori te-

rich (/15% chlorite and ~15% epidote), and epidote-rich assemblages (/15%

epidote and ~15% chlorite). These divisions correlate with the bulk

chenLical trends observed. The chlorite-rich assemblage loses CaO and

gains significant quantities of MgO due to the formation of chlorite,

whereas the epidote-rich samples show only slight variation in either,

the CaO being used in the formation of epidote, and the original MgO

being retained in the actinolite. The epidote-rich rocks are more

oxidized than their precursors, while the chlorite-rich rocks can be

further subdivided into those that maintain the same proportions of

ferrous and ferric iron, and those that show an increase in fen'ous

iron due to the precipitation of pyrite_
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3, ELEMAL FLUXES DURING HYDROTHE~L ALTERTION OF BASALTS.

3.1. INTRODUCTION,

It is generally believed that the. relative elemental abundances in

the oceans has not varied markedly over a long period of time, This

idea is based on palaeontologic, isotopic and geochemical evidence

(for example, Garrels and Mackenzie, 1971), and the constancy in relative

proportions is thought to extend back to at least the Cambrian.

There have been two approaches to the study of the global cycling

of elements based on this premise. The first of these has been the

application of chemical equilibrium models to the composition of

seawater (Sillen, 1961; Garrels and Thompson, 1962; Lafon and Mackenzie,

1974). This method allows the time-invariant system to be modelled from

the thermodynamic properties of the constituent phases, However,

equilibrium between the rock and seawater is not reached during hydrothermal

alteration. Petrographic observations and mineral analyses, discussed in

Chapter 2, provide some information on reactions but the application

of a chemical equilibritu model in this instance, is not feasible.

The al ternati ve approach has been the construction of geochemical

inass balances (for example, Goldschmidt, 1954; Horn and Adams, 1966;

Mackenzie and Garrels, 1966; Garrels and Mackenzie, 1971). A steady-

state system is assumed in which the only requirement is that the net

input and output rates of each element are equal. The asstuption is

made that sedimentary rocks are the result of long-term weathering

of the primary igneous rocks, and hence a balance exists between the

ave,rage compositions and quantities of rocks, seawater and sediment.
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A more sophisticated geochemical balance ha& been attempted by Li (197Z),

in which maintenance of the overall charge balance, and the mass

balance of the stable isotopes in the system, are emphasized, These

techniques produce a general mass balance equation in which:

igneous rock + primary magmatic volatiles = sediments + hydrosphere

(e,g. HCl, CO2, H20, HZS)
+ atmosphere

HydrotheTIal reactions between seawater and the oceanic crust represent

a process, which incorporates the rocks derived from the mantle

reservoir into the overall geochemical mass balances, This means that

a more realistic steady-state mass balance can be constructed, When

applied to sub-systems for individual elements, the steady-state model

requires a knowledge of all the addition and removal mechanisms that

affect the element. In this chapter, I calculate the elemental fluxes

observed during hydrotheTIal alteration of oceanic igneous rocks, and

discuss their significance for geochemical mass balances within the

framework of a steady-state model,
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3, 2. MAJOR ELEMENT ANAL YSE.S.

The major element analyses are reported in Appendix I, Table AI-7,

In the following discussion, the observed concentrations will be compared

with previously publìshed data for greenschist fades metabasalts taken

from Aurento and Loncarevic (1969), Cann (1969), Bonatti et al (1975),

Chernyseva (1971), Hekinian and Aurento (1973), Melson and Van Andel

(1966), Melson et al (1968), Ozima et al (1976), Shido et al (1974),

and Thompson and Melson (1972),

A, SILICA.

The silica content of the altered rocks indicate that silica is

mobilìsed during hydrothermal alteration (Fig. 3-1). +HZO has been

used as an indication of the extent of alteration of various samples, The

core-to-rim analyses generally show that alteration of the pillow margins

resul ts in a loss of SiOZ- a good example is shown by the core-to-rim

SiOZ contents of sample'"AII-60 Z-14Z, where three zones could be separated

for analysis. However, a few samples, such as AII-4Z 1-96, show an increase

in SiOZ in the rims, which is due to local precipitation of quartz in

fine veinlets. The SiOZ contents of the altered pillow interiors

are variable; in some samples SiOZ is lost, while in others, it is

gained.

The previously published data also suggest variable SiOZ contents in

hydrothermally altered basalts (fig, 3-2). Alteration of two glassy

basalts (with HZO+ contents of 7,Z6 and 8,14%) to assemblages composed

mostly of chlorite, results in a loss of silica, while alteration of

holocrystalline basalts results in variable SiOZ contents.
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FIGURE 3-1,

Silica concentration vs. water content.

x - AII-42 samples

· - Ch-44 samples

o - AII-60 samples

- DILUTION trend

x~x - core-to-rim analyses

(indicates the apparent change
in Si02 concentration due to
the adàition of H20+)
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FIG. 3-2 S iOZ TRENDS- PREVIOUSLY PUBLISHED DATA
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B. CALCIUM

The bulk rock CaO content also shows a linear decrease with increasing

water content, with up to a factor of three change in concentration

(Fig. 3-3). However, the mineral control on the calcium content is apparent.

The CaO contents of the basalts decrease during alteration to epidote-

rich assemblages, but after the altered sample contains more CaO than would

+be expected by assuming a linear relationship between CaO and H20, This

is because some of the calcium released during albitisation of the plagio-

clase tends to be preserved in epidote, rather than being transported away

in the circulating fluid. Alteration of both the pillow interiors and the

rims to chlorite-rich assemblages results in loss of CaO,

The previously published data also indicate that the CaO content

decreases linearly with increase in H20+ during hydrothermal alteration

(Fig. 3-4). The sample showing a high CaO content (Hekinian and Aumento,

1973) contains calcite in veins and vesicles.

C, MAGNES ruM

The magnesium content of the altered samples shows a positive

correlation with H20+ as it is taken up from the circulating fluid as

chlorite is formed (Fig, 3-5)" Tils increase is also shown by the core-

to-rim trends and, in the most altered samples, the MgO concentration in-

creases by up to a factor of tWD. Again, mineral controls are seen, the

epidote-rich assemblage showing a slight decrease in the MgO concentration

compared with the fresh precursor,

An inverse correlation is also observed between CaO and MgO, as

shown in Fig. 3-6, in which previously published data have been plotted

in addition to the data presented in this s.tudy. This indicates that as
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FIGURE 3-3.

CaO (wt, %) concentration vs. water content,

x - AII-42 samples

· - Ch-44 samples: chlorite-rich assemblage

~ - Ch-44 samples: epidote-rich assemblage

o - AII-60 samples

x~x - core-to-rim analyses

------ - DILUTION trend (represents apparent change

in CaO concentration due

to addition of H20+)
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FIGURE 3- 3,
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FIGURE 3-4,

CaO concentrations- previously published data.

(Symbols as for Fig. 3-2)
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FIGURE 3-5.

MgO concentrations vs, water content.

(Symbols as for Fig, 3-3)
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FIGURE 3-6,

CaO vs. MgO contents for fresh and hydrothermally

al tered basalts.

. - fresh basal ts )
) previously published data

x - altered basal ts )

o - fresh basal ts )
) this study

+ - altered basalts )
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FIGURE 3-6,
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the chlorite contents of the altered samples increase, as indi,cated by the

MgO concentration, there is a concomitant decrease in CaO. One sample that

does not lie on this trend is a greenschist facies metabasalt from the

Mid-Atlantic Ridge at 30oN. Its mineral assemblage is apatite-haematite-

ilmeni te-albíte-muscovite-epidote-chlori te-calci te-quartz, and it is

postulated to have reacted with a solution coming from a continental mass

(Ozima et aL., 1976), If this is true, then it is not comparable with

the greenschist facies metabasalts found on other parts of the ridge,

D, I RON

The correlation of the iron concentration with the mineralogy and

+H20 content has been discussed in the previous chapter. The epidote-

rich rocks lose iron, but the Fe203/FeO ratio increases. The chlorite-

rich rocks that contain little or no pyrite also lose some iron, but

their Fe203/FeO ratio stays relatively constant, while the remaining

chlori te-rich samples gain iron and the Fe203/FeO ratio decreases, due to

the precípi tation of pyrite in veins or in the altered groundmass a&j acent

to veins.

The previously published data also suggest that iron is mobilized

during hydrothermal alteration and, in general, the FeO content decreases

while the Fe203 concentration stays relatively constant (Figs. 3-7 ílnd

3,-8) although a few samples are highly oxidized. However, two chlorite-

rich samples show an increase in total iron and in th.e FeO concentration.

Since, in almos t all cases, modal analyses have not been reported, it is

not possible to divide them into chlorite-rich and epidote-rich assemblages

but the trends are in general agreement with my studies.
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FIG. 3-8 FeO TREND-PREVIOUSLY PUBLISHED DATA

6

\: 10

~
0

~
8..

~

6

16

14

12

o
o 6
o:¿pO 6

- 00 -0- _4. - - ---~ A_o 0 ~ ~ ------____o 0 6 6~o 6
06. 6.

o

4

6
6

6
6.

6
2

00

6

DILUTION
--- -

6

6 73 4 5
WI % H20

0- FRESH BASALT
6-HYDROTHERMALLY ALTERED BASALT

8



-90-

E. SODIUM AND OTHER MAOR EL'1ENTS.

Sodium varies someiihat between samples and from core,-to--rim in

individual samples, out no consistent trends can be seen in the data.

Previous studies indicate that, in general, alteration of basalt to

greenschist facies, and particularly to chlorite-rich rocks, results in

no appreciable differences in the sodium concentration; although

Cann (1969) observed a loss of NaZO from glassy samples. However,

Miyashiro et al (1971) noted uptake of Na 0 during zeolite facies

metamorphism.

No consistent trends have been observed in the K20 content of

greenschist facies metabasalts, although Melson and Van Andel (1966)

reported a decrease in K20 concentration during alteration. This is

contrasted wi.th low temperature weathering during which KZO is

taken up by the rock (Hart, 1973; Thompson, 1973a).

Aluminium shows no consistent trends during hydrothermal alteration

(Fig, 3-9), and shows very little change in concentration in the

core-to-rim analyses, The variations shown in the graph are caused by the

changes in concentrations of other elements. For example, in the core-to-

rim analyses of AII-42 1-108, the leacrúng of CaO and uptake of MgO are

approximately balanced. However, the concentration of Si02 decreases by

about 9% in the altered rim, i.¡Iií.le the FeO* and HZO+ contents increase

by about 3 and 4.5% respectively. Hence, the A1Z03 content will appear

to increase by about 1. 5% from its initial value of 15.31% to a value

of about 16.8% in the outer rim.
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FIGURE 3-9,

A1203 concentrations VS, water content,

(Symbols as for Fig. 3-1)
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FIGURE 3-9.
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FIGURE 3-10,

Ti02 concentrations VS. water content

(Symbols as for Fig. 3-9)

FIGURE 3-:11

Ti02 concentrations- previously pÜblished data

(Symbols as for Fig. 3-8)
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Titanium ShOHS no marked changes in concentration during hydro-

tliermal alteration, although the core-to-rim analyses do suggest that

there may be higher concentratíons in the rims than in the interiors

(Fíg. 3-10), Previously published data (Fig. 3-11) are difficult to

assess, since the precursors are unknown, however, only small variations

in the Ti02 concentrations are observed,

3.3 MASS BALANCES DURING ALTERATION

In order to test the hypothesis that hydrothermal reactions lead

to significant chemical exchange between the hydrosphere, lithosphere

and upper mantle, the mass balances of the elemental losses and gains

by the rock are required, In order to determine these mass balances,

the data can be normalized to some element. The aluminum contents of

basal ts show no marked changes during subaerial weathering of basalt

(Goldich, 1938). As discussed in the previous section, aluminum also

exhibits no trends or maj or changes during hydrothermal alteration of

submarine basalts. The mineral reactions suggested in the previous

chapter indicate that there is some local exchange of altuuinum during

the formation of new mineral phases; however, bulk analyses suggest

that there is no overall migration.

Table 3-1 shows the absolute elemental fluxes during hydrothermal

al teration, For the samples in which core-to-rim analyses were available,

the chemical composition of the altered outer zone was recalculated assum-

ing that the concentration of aluminum in the fresh. interior has been

maintained during alteration.
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TABLE 3..1,,

Gain and Losses During llydrothennal Alteration in

g. oxide/ 100 em 3 rOCK.

+: Element gained by rock.

Element lost from rock.
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The normalized data for the outer rim were then compared with the analyses

of the fresh interior, and the density measurements (Table AI-7) used to

3calculate the elemental fluxes in terms of mass of oxide in gm/100 cm rock,

For those samples where the precursor was unknown, the composition of the

original rock had to be estimated, Although the composition of fresh oceanic

basalt does not vary greatly, and the estimation of the original rock composi-

tion was based on fresh rock analyses from the same area, and usually from the

same dredge haul, this method may introduce slight errors into the absolute

values of the fluxes, Completely altered samples from AII-42 were compared

+with an average of all analyses from the same dredge haul in which the H20

content was less than 2%, and the altered samples from Ch-44 were compared with

an average of the available fresh rock analyses: 2-1, 2-2, and 2-3. A similar

calculation has been carried out, assuming that the concentration of Ti02 remains

constant during hydrothermal alteration, and hence normali zing to Ti02. This

resul ts in fluxes which are in very good agreement with those calculated assum-

ing constant A1203,

The fluxes shown by the completely altered samples fall into the same

pattern as the core-to-rim fluxes, which indicates that large errors in estima-

tion of fluxes are not introduced by assumptions regarding the composition of

the precursor. Examples of the fluxes for each of the mineral groups: chlori te-

rich containing pyrite, chlorite-rich with no pyrite, and epidote-rich assemb lages,

are shown as bar diagram in order of increasing H20 + uptake in Fi gs. 3- 12 and

3-14. From these figures, it can be seen that, with increasing H¿O uptake, the

absolute fluxes for some of the elements increases, In addition, the fluxes are

larger in tIi chlorite-ricTi rocks than in the epidote-rich rocks, During the

3formation of chlorite, MgO is taken up to the extent of over 15 g/lOO cm
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FIGURES 3-12 to 3-14.

Examples of mass fluxes during hydrothermal alteration of

basalts (g. oxide/lOa cm3 rock) assuming constant aluminium,

+ - element gained by rock
- - element lost from rock

l-ll8A cf 1-118B - altered zone (1-118A) compared with fresh interior

(1-118B) ,

Fig. 3-12 - c1iorite-rich, pyrite containing assemblage

Fig, 3-13 - chlorite-rich, with no pyrite

Fig, 3-14 - epidote-rich assemblage
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in the most altered samples. However, in the epidote-rich rocks, very

small amounts of l-lg0 (less than 5 g/lOO cm3) are leached from the rock.

CaO is lost from all the samples, usually in about a 1:1 ratio with MgO,

except for the smaller fluxes due to the formation of epidote in the

epidote-rich assemblages. A decrease in iron is observed in all samples,

except for those in which pyrite has been precipitated, One interpretation

of this is that the iron was initially leached from the rock, but the con-

centration is high due to the precipi tation of pyrite, This is supported

by the fact that Fe203 decreases in all the samples, suggesting that some

iron has been lost but total iron increased by the influx of ferrous iron,

Na, K and Ti are variable, and show no consistent trends,

The range of elemental fluxes due to hydrothermal alteration of

basal ts are summarized in Table 3-2, together with fluxes calculated from

changes in fluid composition during experimental studies (Mottl, 1976),

and those calculated by Wolery and Sleep (1976) from consideration of the

convective heat removal requirements, The flux of Si02 calculated from

the analyses of the dredged basalts is higher than Wolery and Sleep i s

estimate because solubility constraints have not been considered in the

former calculation; this will be discussed in a later section, For calcium,

the agreement between tIie estimates is good, but the Mg flux calculated by

Wolery and Sleep is higher than suggested by either the experimental data

or the analyses of tIie dredged metabasal ts.
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3.4. MAGNITUDES OF FLUXES AND SIGNIfICANCE IN MASS BALANCES.

In testing the original hypothesis, the mass balances of the

rocks and the directions of elemental fluxes during hydro~ermal

alteration have been estìmated. It is now feasible to assess their

possible significance for the cycling of elements through the oceans.

There are, however, several problems associated with such calculations.

The first problem is that the extent of alteration in the oceanic crust

is unknown, This is dependent upon two factors: the depth of water

penetration and the permeability of the rock. Estimates of the depth of

penetration have ranged up to 10 km; however, based on the heat flow

data explained in the Introduction, a depth of penetration of 2 - 4 km.

is more likely. The amount 'Jf rock that comes into contact \ri th

the circulating seawater is related to the permeability, The basalts

extruded on to the sea floor will contain numerous micro-cracks caused

by stress during quenching and contraction, and this will allow circulation

of seawater to be pervasive throughout the upper layers of the fresh

rock. However, as these cracks are closed by precipitation of vein minerals

or by expansion of the rock during the formation of hydrated alteration

products, hydrothermal circulation will then be controlled by the major

faul ts and fractures in the rock. At this time, the only rock that wi 11

be altered by reaction with seawater wi 1 1 be adj acent to the flow path

of the fluid. Since these processes are both time-dependent, it is extremely

difficul t to estimate the amount of rock that is hydrothermally altered,

Thus, in my calculations, I shall use the amount of rock that is hydro-

thermally altered as a variable to test maximum and minimum values, and to

put constraints on the significance of these fluxes for geochemical

mass balances.
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The second problem is that the degree of metamorphism and the mineral

assemblage has to be estimated, One of the principal variables affecting

this is temperature, which may range from a few hundreds of degrees to

ambient bottom water temperatures. These temperature changes severely

affect the magnitudes and directions of elemental fluxes. For example,

during weathering at ambient bottom water temperatures, Ca, Mg, and Si

are lost from the basalt, while H20 and K20 increase (e,g. Hart, 1970, 1973;

Thomps on, 197 3a) , However, the directions 0 f fluxes shown by the experi-

mental work (Bischoff and Dickson, 1975; Hajash, 1975; Npttl, 1974, 1976),

and in the Reykj anes geothermal system (Bj ornsson et al., 1972) are those

noted in this work for the chlorite-rich assemblages, even though they

represent zeolite facies metamorphism,

Chemical analyses and mass balances of dredged metamorphic rocks also

indicate the rock types that are of importance in elemental changes. As

far as can be assessed from published data, zeolite and greenschist facies

metabasalts show the same directions of elemental fluxes (Aumento et al.,

1971; Miyashiro et aL., 1971), The few reported analyses of amphibolites

(Aumento et aL., 1971; Cann and Funnell, 1967; Miyashiro et aL., 1971)

suggest that, apart from water, the chemical composition does not change

during alteration to amphibolites, Hence, in terms of geochemical mass

balances, zeolite and greenschist facies metabasal ts are probably the most

significant.

The frequency of metamorphic rock types dredged from the ocean floor

can be used as an indication of abundance. There are a few reported

occurrences of amphibolites, as shown in Table 2-1; however, the number

of chlorite-rich greenschist facies metabasalts that have been reported
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far exceeds the number of amphiboli tes, Of the greenschist facies metabasal ts,

chlori te-rich rocks have been described from the Carlsberg Ridge (Cann and

Vine, 1966; Cairn, 1969; Hekinian, 1968) and from the Arabian-Indian Ridge

(Chernyseva, 1971; Rozanova and Baturin, 1971) in the Indian Ocean. ~1any

occurrences of chlori te-ricli rocks from the !vlid-Atlantic Ridge have been

reported including 530N (Hekinian and Aument 0 , 1973), 450N (Aumento and

oLoncarevic, 1969; Aumento et al., 1971), 30 N (Quon and Ehlers, 1963), 24

and 300N (Miyashiro et al., 1971), 300N (Ozima et al., 1976), nON (Melson

oand Van Andel, 1966; Melson et al., 1968), 11 H (Melson and Thompson, 1971),

iOoN to 30S (Bonatti et al., 1971, 1975), lOS (Bogdanov and Ploshko, 1967),

o
4 S (Thompson and Melson, 1972), and Palmer Ridge (Cann and Funnell, 1967;

Cann, 1971). Other dredge hauls in the W.H,O. I. collection that contain

abundant chlorite-rich rocks have been recovered from the FAMOUS area, the

Vema and Romanche Fracture Zones, and King's Trough. These occurrences

suggest that these rocks are ubiquitous, and are the predominant metamorphic

rock type in the upper 2-3 km of oceanic crust, which have been sampled by

dredging. The Deep Sea Drilling Project has not recovered many hydrothermally

al tered basalts, however, niost holes have penetrated only a few meters of the

crust. The deep hole of Leg 37 at 360N in the Atlantic penetrated 500

meters with no significant recovery of metabasal ts. We are as yet uncertain

how typical or representative of the crust this hole is, but certainly the

statistics of dredge recoveries suggest hydrothennally altered basalts are

reasonably common.

Hence, in my calculations, I shall use the elemental fluxes calculated

previously for the chlorite-ri.ch assemblages. In order to take into account
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the observation that the fluxes are larger during alteration of the outer

rims than from pi! low interiors, I shall use a range of values for the

elemental fluxes calculated in the previous section, and sumarized in

Table 3-2.

3.5 WATER TO REACTED ROCK RATIO

The fluxes of Mg and Ca listed in Table 3-2 can be used to calculate

two independent water-to-reacted rock ratios within the hydrothermal system,

This calculation is shown in Table 3-3. The change in composition of the

circulating fluid has been approximated using the chemical analyses of drill-

hole water from Reykj anes (Bj ornsson et al., 1972), The range of water-to-

reacted rock ratios calculated from magnesium and calcium are 5-47: i and

5-57: i by volume respectively, These are in good agreement with Wolery and

Sleep (1976) who estimated the ratio to be 13-40 cm3 water to 1 cm3 basalt

by using heat flow data to estimate a fluid flow rate,

The use of the Iceland water compositions is justified for two reasons.

The composition of the Reykjanes drillhole water used for this calculation

has probably not been affected by boiling. Secondly, laboratory experiments

using water-to-rock ratios of S 10: 1, have shoivn similar elemental concen-

trations in the reacted fluid. It can also be seen from the calculation

that an error of several hundred ppm in the concentration in the circulating

fluid will not radically change the water-to-rock ratio, since the fluxes

of Mg and Ca to and from the basalt are so large.

3. 6 GEOCHEMICAL BUDGETS

The fluxes of elements during hydrothermal alteration may now be

assessed in terms of geochemical budgets. The budgets of magnesium,

calcium, silica, water, sulphate and oxygen will be considered. Specific
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TABLE 3-3,

Calculation of Water-to-Reacted Rock Ratios in the Hydrothermal

SysteIl.

Concentrations in ppm,

Mg Ca

FLUID .

1. Seawater 1282 386

2. HydrotheI1a 1 fluid 10 1600
(Iceland)

Amount exchanged (2 - 1) -1272 1214

BASALT.

Exchange based on
fluxes in Table 3-2 6,000 - 60,000 7,000 - 70,000

WATER TO REACTED ROCK 5 - 47: 1 5 - 57: 1

RATIO
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parameters which. are used throughout thes,e calculations are listed in

Table 3-4. The total lengtlL of the ridge system has heen taken from

Sverdrup, Jofmson and Fleming (1942), and agrees well with_ an estimate

by' Williams (1974) of 5.37 x 104 km :t 5%. Williams (1974) also

estimated an average half spreading rate of 2.74 cm/yr :t 5%, and so

the average spreading rate- for all oceanic spreading centres has been

taken to be 5 cm/yr. Hence, the surface area of new ocean floor created

eacQ year is 2.75 km2, which is in reasonable agreement with estimates

by Deffeyes (1970) of 2.5 km2/yr, and by Wí1liams and Von Herzen (1974)

2
of 2.94 km Iyr.

A~ MAGNESIUM.

The geochemical budget of magnesium is not balanced. The amount of

dissol ved magnesium delivered to the oceas annually via the rivers is

estimated to be about 1.3 x 1014 g/yr. (Garrels and Mackenzie, 1971). If

the assumption is màde that the oceans are in a steàdy state \.¡ith respect

to magnesium, then the outputs are insufficient to balance the river

input. Drever (1974) has. extensively discussed the Mg problem, a

summary of which is shown in Table 3-5. This indicates that the discrepancy

is 0..69 x 1014 g/yr,Le, about 50% of the annual river input, Low

temperature weathering of submarine basalts may provide an additional

-9 3source of magnesium of about 1 x 10 g/ cm /yr (Hart, 1973; Thompson, 1973a),

\.¡hich would make the difference between the inputs and outputs even

larger. This discrepancy sugges.ts that either the input is wrong or

there is. another sink for magnesium, Drever dismissed the possibility

the seawater reacts with basalt to fonn chlorite, because there was no

obvious mechanism for the circulation of seawater through tIl crust,
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TABLE 3-4.

General Parameters For Mass Balance Cal cul a tions,.

Length of ridge system: 5.5 x 104 km, (1)

Average spreading rate: 5 cml yr .

Hence,

surface area of basalt intruded annually: 2,75 2
km iyr,

Voltue of basalt intruded annually: 27.5 3
(2)km I yr ,

(1) - from Sverdrup, Johnson and Fleming (1942)

(2)- assumes a thickness of oceanic crust of 10 km.
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and also th.e reacti,on had not been observed.

The alteration of oceanic basalts to secondary mineral assemblages

containing abundant ch.orite, and the concomitant uptake of magnesium from

seawater, has now been confirmed, Fig. 3-15 illustrates the dependence

of the amount of Mg removed from seawater during hydrothermal alteration

on the volume of rock that is altered, for a :ran\: of fluxes taken from

the chlorite-rich data, as discussed in the previous section. This

shows that, in order to account for the unbalanced magnesium, it is

3
necessary to alter between 1.1 and 11 km of basalt for the fluxes

ïilustrated, Le. about 4 - 40% of the annual amount of basalt intruded.

An alternative approach can be used for this calculation. Laboratory

experiments (Bischoff ar Dickson, 1975; HajasD4 1975; Mottl et ai, 1974,

Mottl, 1976) suggest that nearly all of the Mg is removed from seawater

during interaction with. basalt, Hence, using the water-to-rock ratio

calculated in the previous section, a second estimate of the volume of

rock to be altered can be made, If the assumption is made that all of the

16 3
Mg is removed from seawater, then 5.4 x 10 cm of seawater must react

wíth basalt in order to remove all the excess Mg. Taking the water-to-

rock ratio to be between 5 and 47, then the volume of rock to be

al tered is 1 - 10 km3, wfich is consistent with the previous calculation.

If it is now assumed that all of the excess Mg (Le.) 0.69 x 1014 g/yr)

can be accounted for by uptake during hydrothermal alteration, the

percentage change in the concentration of ~~ in the basalt can be

estimated, For depths of penetration of beti.¡een 1 and 5 km., the

percent change in the conCf ntration of Mg in the basalt is 0.02 to 1.1%,

assuriiing that all of the Tock~ is' altered.
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FIGURE 3-15.

2+Amount of Mg taken up by hydrothermally altered basalt_

vs. the volume of rock altered per year, for uptake rates of

3
1, 5 and 10 g .MgOj 100 cm rock.

50% ARI- mass of Mg2+ equivalent to 50% of the annual river input.

~
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FIGURE 3-15
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Wolery and Sleep 0976.1 calculated a flux of Mg from the oceans..

-i~ b l' f 3 9 1014 / ThLS" i's,. a factor of s.'i~xinto ti~ asa tLC crust Q ,x . g ~.

greater than that required to balance the Mg, and the calculation was

õased on an extremely high flow rate of seawater through. the hydrothennal

system.

However, most of the anually intruded basalt is unavailable for

al teration because the depth of penetration is only 2 - 5 km. It is

therefore more meaningful to consider the percentage of i available' crust

that must be altered to account for 50% of the annual river input. This

is shown in Fig. 3-16, tvhere the amount of 'available' crust, which is

dependent on the depth of penetration, that must be altered to balance

the magnesium is plotted for different uptake rates. Assuming an average

3uptake rate of 5 g MgO/I00 cm rock. then, for a depth of penetration of

between 2 and 5 km., the amount of lavailable1 crust that must be altered

to account for all the excess magnesium ranges from 20 - 50%. This

suggests that hydrothennal alteration of submarine basalts provides a

very important sink for magnesium, and should be taken into account in

geochemical mass balances because it has the capabilí ty of solving the

excess magnesium problem,

B. CALCIUM.

Garrels and Mackenzie (1971) modelled the production of

sediments from the weathering of igneous rock, and found that there. is

more sedimentary calcium in the stratigraphi,c column than would be

predicted from the simple weathering model, They proposed that this

excess calcium could be derived from weathering of volcanic material

on the sea floor. The amount of calcíum leached f:-am the õasalt
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FIGURE 3-16,

Percent of 'available' crust to be altered to account for

the excess Mg vs. depth of penetration, for uptake rates of

35 and 10 g.MgO/ 100 cm rock,

'Available' crust = length of ridge x average spreading rate

x depth of penetration
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FIGURE 3-16
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during hydrothermal alteratLon lar.gely' balances the uptake of magnesium;

hence, a calculation, similar to that for lIagnesium, can be made from

il):" data, to detennine the amount of Ca2+ leached from a given volume

of rock (Fig. 3-17). Hydrothennal alteration provides an additional

source of calcium for th.e geochemi.cal budget. In order for fluxes of

5 and 10 g CaO/100 cm3 rock to provide a source equivalent to the

river input (4.88 x 1014; Garrels and Mackenzie, 1971). between 6.8 and

13.5km3 of basalt would have to be altered depending on the flux. This

is 25 - 50%. of the annual amount of basalt intruded, which suggests that,

although. this is an important source, the river input is still the most

signi£icant source of Ca. In addition, some Ca \.¡i1l be locally

precipitated as carbonates and so wi.ll not become part of the

sedimentary record.

Wolery and Sleep (1976) calculated that, in order to account for

th.e excess sedimentary calcium, a flux of 0.34 x 1014 g/yr. is required

over 3500 myr. of earth history. Tms \.¡ould require alteration of 0.3-

1 km3 of rock per year, and so hydrothennal circulationhas the potential

for solving the excess sedimentary calcium problem. This conclusion is

also supported by the calcium fluxes of 1 - 3 x 1014, g/yr, calculated

from experimental data (Mottl, 19ï6).

The precipitation of CaC03 that may occur when the hydrothennal fluid

mixes with seawater will provide an additional source of hydrogen ions, that

would help balance the excess bicarbonate that is added to the oceans

by the rivers. Thus, if 20%, of this calcium flux is precipitated as

carbonate, then a flux of 7 x 1012 g. of hydrogen ions. will be produced.
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FIGURE 3-17.

2+Amount of Ca leached from basalt during hydrothermal alteration

vs. the volume of rock altered.
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FIGURE 3-11.
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C, SILICA.

The petrogrc!phi,c ohs.ervations and chemical analys.es. confirm that

during nydrothermal alteration, sili.ca is. generally mobilised, but may

be subsequently precipitated in veins and vesicles. Tne annual river input

of silica is 4.26 x 1014 g. (Garrels and Mackenzie, 1971). Ths. can be

compared with the flux from hydrothermal alteration calculated from my

data, as sIiwn in Fig. 3-18. T1is: sIiws that between 2.1 and 8.5 km3

of basalt must 1e altered to constitute a source equivalent to the

annual river input (i. e. 8 - 30% of th.e. annual a.ount of basalt intruded),

and hence hydrothermal alte.rationis potentially an important source.

However, the. actual input of silica into seawater can be further

constrained because. the concentration of si.li,ca in the circulating

:Ouid is controlled by the solubì1ì.ty- of quartz. As the seawater, which

initially contains about 6 ppm. Si02, circulates through. the rock and

heats up, it will gain Si02 as the solubility of quartz increases with

temperature. However, as the. circulating fluid rises and cools, it

\Úl lose a considerable. portion of its silica as quartz precipitates.

In order to obtain a maximum estimate of the input of silica from

hydrothermal circulation, an equilibration temperature of 2000C. is

assumed, for whi.ch the concentratì.on. of sili.ca in seawater in equilibrìtuu

with quartz is about 240 ppm (Kennedy, 1950). The. seawater-to-rock ratio

ha~ been. previously calculated to be between about 5 and 50; hence, it is

possible to calculate the amount of Si02 that can be removed at 2000C. for

varying volumes of altered rock- this is shown in Table 3-6. This

illustrates that the amount of 5iO2 removed by the circulating fluid is

less that the amounts of silica lost from the rock that were calculated

from the absoulte fluxes. This means that a consi':crable amount of
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FIGURE 3-18,

Amount of Si02 released from basalt during hydrothermal

al teration vs. the volume of rock altered per year.
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FIGURE 3-18,
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,TABLE.3-6,.

Si1ìca Flux Calculatìons,

Vol. Rock Altered

(km.3),

1

2

5

Amount Water Reacted

(x 1012 1.)

5 - 50

10 - 100

2.5 - 250

Amount of Si02 Removed
ìn the Fluid at 20 OOC.

(x 1012g ,),

1. 2 - 12

2 . 4 - 24

6 - 60
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redistri.bution of the silica takes place. with- some being

reprecipitated withín the, ba. tic pile. and ,so not influencing the

geochemical budget.

D. SULPHATE.

The annual river input of sulphate to the oceans is 3.67 x 1014

g/yr (Garrels and Mackenzie, 1971), and the dissolved sulphate in the

oceans comprises one of the maj or oxidant reservoirs, There are two

known processes by whí,ch sulphate can be removed from the oceans.

fírstly, sulphate can be removed by the precipitation of calcium

sulphate, Ths process may have been important in the geological past,

but the present oceans contain no auantitatively significant evaporite

basins. The other removal mechanism, and ~robably the most import~nt in

the present ocean, is by bacterial reduction of sulphate in sediments.

1n areas where the accumulation rate of organic material is larger than

its destruction rate, the pore waters can become anerobic and, under

these conditions, bacterial reduction of sulphate occurs, The amount of

sulphate removed by this mechanism can be estimated. Most sediments

are deposited near-shore and contain about 0.3% sulphur as sulphide.

Assuming a present..ay sediment flux of 250 x 1014 g/yr (Garrels and

Mackenzie, 1971), the rate of los's of sulphur is 0.75 x 1014 g/yr, This

corresponds to about 2,25 x 1014 g/yr of sulphate, i.e, 61% of the annual

river input.

Experimental studies (Mottl, 19761 have indicated that a large

amount of sulphate is reduced during basalt-seawater interactions, The

amount of reduced sulphur, in many' cases, exceeds the total available

;from the sea.ater J indfcating that sulphur is also supplied from the
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basal t, An estimate of the sulphur that can be removed from seawater by

the reduction of seawater sulphate to form sulphides can be based upon the

mineralogical observations. The amount of pyrite present in the samples

studied ranges up to 5% by volume, s.o an average value of pyri.te of 2% is

assumed. The density of pyrite is 5 g/cm3, giving a concentration of pyrite3 3of 0,1 g/cm , and hence of sulphur of 0.05 g/cm. Therefore, alteration of

1 ki3 f k bl .. 2°.' . 5 1013 g 1 ho roc, to an assem age containing "ó pyrite requires x su pur.

If a sulphur content in oceanic basalts of 0.1% is assumed, then this will

provide 0,28 x 1013 g sulphur. Therefore, about 4.7 x 1013 g sulphur are

required. This is equivalent to 1.4 x 1014 g SO/- (i.e, 38% of the annual

river input),

This is likely to be a maximum estimate since the formation of pyrite

will be limited to specific areas where conditions of low O2 fugacity and

high S fugacity prevail; however, it appears that a source of sulphur other

than the basalt is ncessary for the formation of the observed quantities

of pyrite,

Sulphate reduction by the oxidation of ferrous iron may take place

by reduction of sulphate directly from seawater, or by a reaction involving

FeS2 + 7 Fe304 + CazMgsSis022 (OH) 2

Si02 + 10 H+

However, this reaction may not apply to the subsea floor system where anhydrite

anhydri te:

11 Fe2Si04 + 2 CaS04 + 5 Mg2+ + 6 H20 =

+ 3

has not been observed. A simple calculation demonstrates that, if sulphate was

being removed from seawater as anhydrite, then a considerable amount of anhydrite

should be present. Assume that all of the seawater sulphate (2640 ppm) is re-

moved during hydrothermal alteration by precipitation of anhydrite, and that the3 12water-to-rock ratio is 5-50: 1. Then, for every ki of rock altered, 17- 170xlO g



-130-

CaS04 h'ould be ;?recipitated., In. addition., the kine,tLcs of the reaction

suggest that sulphate reduction. maY' also be. extens.ive. onlY' in localities:'

where there is a heat source (i'lolery' and Sleep~ 19761. Although sulphate

reduction occurs in the system, the absence of anhydritè:'in dredged

oceanc metabasalts cannot be due entirely' to thi process. iiottl (;1.976)

has suggested that a more plausible explanti.on, is that anydrite

is subsequently redissolved by seawater circulating at lower temperatures.

Sulphur isotope studies (Fields et al, 1976) on samples from the

DSDP show that there is a large isotopic variation (0534 = -24.2 to

+23.0 0/00) which means tlit the isotopic ch.emistry and source of th.e

sulphur cannot yet be defined.

E. WATER.

Hydrothermal alteration results in a small proportion of the water

that is circulating being retained in the crust. The quantity of water

involved is extremely small in comparison with the masses of i'¡ater i.zthin

the other reservoirs of the hydrosphere.

A calculation to estimate the maximum uptake of water during

hydrothermal alteration can be made assuming a depth of penetration of

the circulating fluid of between 1 - 5 km. Taking an, uptake of water

of i- 10 g/lOO cm3 from my data, and assuming that all of the freshly

intruded crust to that depth of penetration is altered, then the total

annual uptake of water can be calculated; the results are sho,~ in

Table 3-7, Th mass of \vater delivered to the oceans annually from

continental rUllff and groundwater influx is 32.5 x 1018 g, (Garre;,s

and Hackenzie, 1971), and so th.s means that the ivater fixed in the crust

durin~ hy,drothermal circulation is negligible in terms of the mass
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TABLE 3-7,

Water Flux During Hydrothermal Alteration.

Depth of Vol. Rock Al tered, Amount of H20 Gained
3Penetration. ASSling Flux of l-10g H2O/ 100 em

Cla) (la 3)
13(x 10 g , )

1 2. ï5 2.75 - 27.5

2 5.50 5,50 - 55.0

5 13.75 13.75 - 135.0
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halance of water, but it may be important for melting conditions at the, ,
subduction zones,

F, OXYGEN,

Garrels and Perry (1974). have suggested that the atmospheric

Qxygen reservoir ha been fairly constant for 600 myr., and furthermore,

tlit the present state is maintained in a near steady state condition by

a balance between the production of oxygen by photosynthesis and its

consuption by respiration, decay, and weathering of organic matter,

The oxidation- reduction system of oceanic basalt is represented by

the following reaction:

~ O2 + 2 Fe304 = 3 Fe203

Helgeson (1969) ha estimated that, for this reaction, log K = 18.95

at 2000C., and so it will proceed until fO = 10-37,9. The concentration
2

of dissolved oxygen in the seawater ent.ering the sub-sea floor system is

about 2 x 10-4 moles/1., and, for the sake of simplicity in calculating

removal of oxygen, it is asstued that all of this oxygen is removed

during reaction with basalt, Then, for varying depths of penetration and

assuming a water-to-rock ratio of 5 - 50: 1, the number of moles of

oxygen removed can be calculated (Table 3-8). This amount can then

he converted into a percentage of the annual net photosynthetic

production (3.5 x 1012 mOles/yr; Garrels et aI, 1976), and this is shown

in the last coltun of Table 3-8. Th~ indicates that even by altering

large amounts of rock intruded, the amount of oxygen removed as Fe203

is a very small percentage of tfi annual production of oxygen by

photosynthesis, This confirms: tfiat Iiydrothermal alteration is not at all

significant in its constuption of oxygen, and does not affect the

present near steady state condition of oxygen.
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3-7 , CONCLUSIONS..

Considerable chemical changes occur during nydrothermal alteration

Qi- basalts at mil-ocean ridges. Application of a steady--state approach.

to the goochemical mass; balances o:f those elements for which. maj or

chages are ooserved lead to the following conclusions:

1) Magnesii. is taken. up by' the rock during hydrothermal alteration

in the formation of chlorite. In general, fluxes range from 1 - 10 g

MgOj 100 cm3 of rock, depending on the degree of alteration, This

provides a significant sin for Mg, which. is extremely important in

the geochemical mass balance. In addition, a water-to-rock ratio of

5- 47: 1 is suggested from the chemical analyses.

2) The amount of calcium that is' leached from basalt varies between

I ., 10, g .CaOj 100 cm3 of rock, and this flux has the potential to

solve the excess sedimentary calcium problem pointed out by Garrels and

Mackenzie (1971). Hydrothermal alteration provides a source of Ca

which could be important in geochemical budgets; however, some of this

will be locally precipitated as carbonates, but the amount is not

:ret certain. The water-to-rock ratio of 5- 57: 1 calculated from the CaO

data is consistent with the ratio obtained from the MgO analyses,

An additional source of hydrogen ions to the oceans is provided

by the precipitation of CaC03 that occurs when the hydrothermal fluid

mixes with seawater.

3) Silica is generally leached from basalt during hydrothermal alteration,

but a considerable portion of it is redistributed within the basaltic

pile. The input of Siai via this mechani.s1l is controlled by' the
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solubility of quartz in the circulating fluid, and hy the VQlume of

water that passes through_ the sys.tem. Under this contro 1, the input

of silica into the oceans via lidrotlirmal circulation is of minor

importance compared with. the annual river input.

4) The changes in the redox conditions during hydrothermal alteration

do not affect the present daY' oxidation states of the atmosphere

and hydrosphere, The removal of seawater sulphate by reduction is

probably a minor sink, in the unóalanced sulphate budget, and is

probably limited in extent by kinetics to iugher temperature localities.

Al though oxygen is consumed during hydrothermal alteration, ari

removed from the system as FeZ03, the quantities involved only make up

a small fraction of the amount of oxygen produced by photosynthesis,

The hypothesis set up in the Introduction was that hydrothermal

circulation could lead to significant chemical exchange between reservoirs,

and could be an important factor in elemental cycles in the oceans. The

chemical analyses and results presented in this chapter have established

the importance of hydrothermal alteration in the geochemical mass

óalances of Mg and Ca. In addition, interaction between basalt and

seawater at high temperatures provides a source of hydrogen ions

which will assist in balancing the excess bicarbonate brought into the

oceans by the rivers. The sulphate and oxygen consumed during these

reactions are minor, and will have no effect on the oxidation state

of the atmosphere.

It has also been possible to put some constraints on the elemental

fluxes into the oceans so that flux ranges could be suggested. However,

the absolute fluxes of these elements must awai.t furtlir geophysical
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information in order to put lÍ,its on -th VQlume of hasal t .that is

subj ect to hydrotlirmal al terati;on.
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4, TRACE ELEMENT DISTRIBUTION IN HYDROTHERMLLY ALTERED BASALTS.

4,1, INTRODUCTION.

Hydrothermal alteration of freshly intruded basalt at the mid-

ocean ridges has been invoked to explain the occurrences of metal-enriched

deposi ts found in the ocean and in oceanic crustal sequences.

Metalliferous sediments in the deep sea are generally associated

wi th active oceanic ridges, and it has been proposed that they

originate by hydrothermal alteration of oceanic basalts (Arrhenius and

Bonatti, 1965; Bonatti and Joensuu, 1966; Bostrom and Peterson, 1966;

Skornyakova, 1964). The concept of sea-floor spreading requires that

these sediments move away from the ridge and are gradually overlain by

pelagic sediments. This leads to the formation of a metal-enriched

basal sediment layer which has been samples in several areas of the ocean

by the Deep Sea Drilling Proj ect (von der Borch and Rex, 1970; von

der Borch et al, 1971; Cronan et al, 1972; Cronan, 1973; Horowita and

Cronan, 1976). A few examples of the chemical composition of these sediments

are listed in Table 4-1. They are depleted in Al relative to pelagic

sediments, and the Sil Al ratio tends to be higher than in authigenic

ferromanganese deposits and deep-sea sediments. Iron and manganese are

the two maj or components of these sediments, but their ratios are

highly variable. These sediments also tend to be enriched in Cu, Ni,

Zn, Ba, U and Hg,

Metalliferous sediments are also found in ophiolite complexes,

which are distinct rock sequences helieved to represent slices of oceanic

crust that have been obducted on to the continent (for example, ~loores
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TABLE 4-1. Trace Element Analyses of Hetalliferous Sedim-e:its.

(on a CaC03- free basis).

Wt. % ppm

Fe Mn Si Al Cu Ni Zn Co Cr

DSDP sites 23.6 6.66 7,11 2.39 1070 630 600 86 16 (1)
(#37, 38, 39)

Crest of EPR 18.0 6.00 6.10 0,5 730 430 380 105 55 (2)
(120 -140S.)

Mid-Atlantic 0.01 39.2 12 100 18 (3)
Ridge (260N.)

Av, composition 6,50 0.67 25.0 8.4 250 225 165 74 90 (4)
pelagi.c clay

(1) Dymond et al (1973)

(2) Bostrom and Peterson (1966)

(3) Scott et al (1974a)

(4) Turekian and Wedepohl (1961)
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and Vine, 1971; Robertson and Hudson, 1973). The chemical composition

of these sediments, and their stratigraphic position within the ophiolitic

uni t, are consistent with their formation at mid-ocean ridges. In

addi tion, sulphide ore deposits are also widespread wi thin the basal tic

uni t both as massive ore bodies and as disseminated mineralisations

Spooner and Fyfe, 1973; Bonatti et al, 1976; Fryer and Hutchinson, 1976).

These deposits are also believed to be an expression of leaching of

trace metals from basalt by circulating seawater, and the subsequent

precipi tation of sulphides under conditions of low oxygen fugacity,

A consequence of these models for metalliferous sediment and

ore deposit formation is that the hydrothermally altered basalt should

be depleted in iron, manganese, and some trace elements. Keays and Scott

(1976) examined the gold, silver, sulphur, silica, iron and manganese

contents of pillow lavas from the Mid-Atlantic Ridge, and attributed the

lower concentrations found in the interiors, relative to the rims, to

leaching of the interiors by the interaction of basalt with hot seawater.

In this chapter, I present trace element analyses of the suite of

o 0 0hydrothermally altered basal ts from 22 S., 4 S., and 22 N., to further

test the original hypothesis that hydrothermal reactions result in

chemical exchange between rock and seawater, and also to test the

hypothesis for the formation of metalliferous sediments and ore deposits.

Analyses of the trace elements, except for Mn, were carried out by

G, ThDmpson using optical emission spectrometry; manganese was determined

using plasma spectrophotometry. Full details of the methods, together

with their precision and accuracy, are given in Appendix II, The

chemical analyses are reported in Tables AI-9 and AI-IO of Appendix I.
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4.2. RESULTS AND DIS.CUSSION,

Fresh basalts show a wide range in trace element compositions

(Melson et al, 1968; Thompson et al, 1972b), This variation is a

function of the source composition, degree of partial melting, and the

subsequent fractional crystallisation wi thin the magma before final

eruption. For ocean floor basalts, these effects give rise to a depletion

in the Cr, Ni and Co contents with increasing fractional crystallisation,

while the concentrations of elements such as Zr, Ba, Sr, V, and Y will

increase (Thompson et aI, 1972b), Hence, the assessment of compositional

changes produced by hydrothermal alteration requires a good knowledge of

the precursor, In my study, I have used carefully selected samples from

areas where fresh samples from the same dredge haul were available, in

addi tion to those samples for which core-to-rim analyses could be

carried out. For each of the trace elements, the results presented here

are compared with previously published analyses of fresh and altered

basalts taken from: Aumento and Loncarevic, 1969; Bonatti et aI, 1975;

Cann, 1969; Melson et aI, 1968; Melson and Thompson, 1971; Nicholls

and Islam, 1971; TIiompson and Melson, 1972,

A. BORON,

Boron shows a positive correlation with H20+ content (Table AI-9,

Fig, 4-1), and the core-to-rim analyses indicate that the concentration

can increase by up to a factor of two, Previous studies of boron in

oceanic basalts (Thompson and Melson, 1970) suggested that low temperature

weathering, at ambient bottom water temperatures, resulted in uptake of

boron, but that hydrothermally altered basalts may be depleted in this
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FIGURE 4-1.

Boron concentrations (ppm) vs. water content (wt, %) .

x - AII-42 samples
· - Ch-44 samples
o - AII-60 samples

x~x - core-to-rim analyses
l - analyses recorded as less than the

plotted value,

(precision discussed in the text)
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element, This latter conclusion was. based on the analyses. of the cores

of some altered basalts from the Ch-44 (22oN.) collection. My analyses

indicate that most of the cores are depleted or similar to fresh basalts ~;

in boron concentration, but the outer rims are enriched. (At the 5 ppm.

level, the precision of the analyses is only :t50%; at the 10 ppm,

level, it is :t20%, so that significant differences are only seen in a

few cases).

There is very little other previous data for comparison. An

average value for fresh basalts of 7 :t 3 ppm. was suggested by Helson

oand Thompson (1971). Apart from the metamorphosed basalts at 22 N,

that contain less than 10 ppm. of boron, Bonatti et al (1975) and

Thompson and Melson (1972) have reported greenschist facies metabasalts

containing 15 ppm. boron, suggesting some uptake during hydrothermal

alteration.

B.. LITHIUM.

The concentration of lithium in the fresh rocks and cores is

fairly constant at 4-6 ppm (Fig. 4-2), During hydrothermal alteration,

li thium is apparent ly mobilised and the concentration can reach up to

20 ppm. The core-to-rim trends also show enrichment as observed for

boron. Previous work (Melson et aI, 1968; Thompson et aI, 1972;

Thompson, 1973a) suggested that, like boron, lithium is gained during

low temperature ",'eathering, but no trends were observed during hydrothermal

alteration. However, the data ~rom Melson et al (1968) include two

altered samples with Li concentrations of 20 and 22 ppm, A metabasalt from

4oS. also had a high concentration of Li of 12 ppm (Thompson and Melson,

1972). In addition, mobilisation of Li is also indicated in some
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FIGURE 4-2,

Li concentrations (ppm) vs. water content.

(Symbols as for Fig, 4-1)

1
+ - data from Vallance (1974)

2
+ - data from Thompson and Melson (1972)



-145-

FIGURE 4- 2.
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continental greenschist facies metabasalts (Vallance, 1974), which have

Li concentrations of 8-10 ppm., compared with concentrations of about

3 ppm. in the fresh precursors.

My data alsD indicate that there is a correlation between boron

and Ii thium (r = 0.57; 95% confidence limits of 0.51 and 0.62), The

precision for Li is f10% at the 4 ppm. level, so that the differences

observed are significant. Thus, like boron, enrichment of lithium in

the outer rims with some depletion in the cores provides evidence

for mobilisation.

C. STRONTIUM.

The concentrations of strontium in fresh basalts generally fall in

the range 90 - 190 ppm, (Engel et al, 1965; Aumento, 1968; Melson et al,

1968), Strontium is apparently mobilised and its concentration has

previously been observed to decrease in sympathy with calcium (Cann,

1969; Melson et al, 1968). My analyses (Table AI-9, Fig. 4-3) indicate

that the relation is more complex, In the epidote-rich assemblages,

uptake of strontium from seawater is indicated (Fig. 4-3a). This is in

agreement with Melson et al (1968) who noted that epidote-rich rocks are

marked by higher Sr contents. Compared with the fresh samples, the

concentrations increase by a factor of two.

Al teration of pi 1 low interiors to chlorite-rich assemblages results

in very little change in the Sr concentrations compared with the fresh

rocks, Nicholls and Islam (1976) also concluded that, in general,

there is no noticeable change in concentration; however, Cann (1969)

and Melson et al (1968) observed a slight Sr depletion accompanying the

decrease in Cao (Fig. 4-41.
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FIGURE 4-3,

Sr concentrations vs. water content,

o
Fig. 4-3 a): Ch-44 (22 N.) samples

b): AII-42 (40S.) and AII-60 (22oS.) samples, showing
core-to-rim trends.

(Symbols as for Fig, 4-1)
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F'iGURE 4-3 a)
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FIGURE 4-4.

Sr concentrations (ppm) vs. water content-

previously published data.
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FIGURE 4 -4.
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The core-to-rim trends of the altered pillows (Fig. 4-3b) indicate

that loss of Sr occurs with the loss of Ca, although there are two

exceptions- AII-42 l-llS and AII-60 2-142. Analyses of two glassy basal ts

that had been altered to dominantly chlorite (samples with H20+

contents of 7,62% and S .14% in Fig. 4-4), also suggest a loss of Sr

during alteration 6f the outer pil low margins (Cann, 1969).

Pig. 4-5 shows the correlation between Sr and CaO contents for

the analyses presented here, together with the previous ly published

data. The epidote-rich rocks fallon a line with a slope (O.OS) similar

to that for the chlorite-rich assemblage (0.06). If the two exceptions

mentioned above are omitted from the calculation of the leas t squares fit

line to the chlorite-rich data, then the correlation is good (r = 0.75),

and suggests that the Sr concentrations are dominantly control led by the

same chemical processes as calcitu.

D. BARIUM.

Barium is present in very low concentrations in the fresh basalts

studied (less than 5 ppm.), In the hydrothermally altered basal ts, no

differences can be seen between the two mineral assemblage types

(epidote-rich or chlorite-rich); however, there appears to be a slight

increase in baritu concentration in the altered pillow interiors

compared with the fresh rock (Fig, 4-6). However, this is not unequivocal

since the concentration of Ba in the fresh basalts from a single area

can vary by a factor of three (for example, Melson et al, L96S). The

core-to-rim compositional trends, however, indicate some mobilisation of

Ba with a decrease in the outer rim, except for AII-42 L-l1S and AII-60

2-.142, that showed a slight increase in Sr content in the outer margins.
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FIGURE 4-5.

Correlation between Sr and CaO contents of fresh and

hydrothermally altered basalts.

x - All -42 samples

. - Ch~44 samples

o - All-60 samples

x~x - core-to-rim analyses

.c - previously published data

- least squares fit line for my data, omitting

epidote-rich rocks, and the two core-to-

rim trends discussed in the text.
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FIGURE 4-6.

Baritu concentrations (ppm) VS. water content,

(Symbols as for Fig. 4-1)

Fig. 4-6 a): fresh rocks compared with altered pillow
interiors

Fig. 4-6 b): core-to-rim trends.
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FIGURE 4-6. aJ

aJ Fresh rocks compared with altered pilow interiors
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FIGURE 4-6 b)

b.) Core -to - rim trends
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Published data (Fig. 4-7) show very little variation apart from one of the

chlori te-rich samples that has a barium concentration of 22 ppm (Cann,

1969) , However, in general, the barium concentrations are apparent ly not

greatly affected by hydrothermal alteration, although the Ba concentrations

in the highly altered rims provide evidence of some mobilisation,

E. NICKEL AND COBALT.

The variations in concentrations of Co and Ni in fresh oceanic

basal ts are apparently controlled by olivine fractionation, For

example, the Ni concentrations in the fresh basal ts studied vary between

75 - 140 ppm., and are correlated with the magnesium concentration.

Alteration of the pillow interiors has no detectable major effect

on the concentrations of Ni and Co (Figs. 4-8 and 4-9). The core-to-rim

trends for both Ni and Co show higher concentrations in the rim, although

several of these trends are within the precision of the analytical

technique (:!0%). The high concentrations of Ni in the outer margins

of AII-42 1-108 and AII-60 2-142, are probably due to the partitioning

of Ni into vein sulphides, which are abundant in these samples, This

suggests that there is some mobilisation of these elements during

hydrothermal alteration.

Previously published data (Figs, 4-10 and 4-11) also indicate some

mobilisation, particularly in the alteration of glassy basalts. No

defini te trends are observed in the alteration of holocrystal line

basal ts,

Overall, hydrothermal alteration shows no major effects on the

concentrations of these elements. However, the concentrations of Ni in

the pyrite-rich rocks suggest that there is some leaching and mobilisation

of the elements.
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FIG. 4-7 BA- PREVIOUSLY PUBLISHED DATA
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FIGURE 4-8.

Nickel concentrations (ppm,) VS. water content.

(Symbols as for Fig. 4-1)
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FIGURE 4-9,

Cobalt concentrations (ppm.) VS, water content,

(Symbols as for Fig, 4-1)
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FIGURE 4-9.
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FIGURE 4-10,

Nickel concentrations-previously published data,

FIGURE 4-.1.1

Cobalt concentrations- previously published data,

o - fresh basalts

.e - al tered basalts



-165-

FIGURE 4-10

180 0 /:

160

0-. 0
E: 140 b.
~'-...
~ 120 0 0 ~~

~ ~
100 b.

Ä
/:

80
0

60
0 2 3 4 5 6 7 8 9

Wf % H20 +

80 CJ l280
0

70 0 /:
/:

-. 60 0 /:
£:
c:~ 0
Ç) 50 0 0
~ /:

40 /:
/: ~

30

20
0 2 3 4 5 6 7 8 9

Wf% H2O+

FIGURE 4-11



-166-

F, VANADIUM,

The concentration of V in the fresh basalts analysed is between

245 and 290 ppm, The alteration of the pillow interiors results in no

maj or changes in the V content (Fig. 4-12), The core-to-rim trends also

suggest that there is no significant mobilisation of V during alteration;

all the variations observed are wi thin the precision of the analytical

technique (f10%).

Previous ly published data (Fig, 4- 13) have shown much more

variation in the concentration of V in both the fresh basalts and

hydrothermally altered basalts. However, in general, no significant trends

can be seen, suggesting that V is not affected, to any great extent, by

hydrothermal alteration,

G. CHROMIUM,

The wide variability in the concentration of Cr in the fresh

samples (from 280-550 ppm.) is due to the effect of fractional

crystallisation and the degreee to which spinel and olivine have

crystallised. This wide variation in concentration makes changes due to

hydrothermal alteration extremely difficult to observe, The core-to-rim

concentrations of Cr show no consistent trends and, apart from AII-42

1-108 and AII-60 2-142, which show marked Cr concentrations in the

rims (370 ppm. compared wi th 300 ppm., and 405 ppm. compared with 230

ppm. respectively), the concentration of Cr stays constant wi thin the

precision of the analytical method.

Other analyses of Cr in oceanic basalts also indicate wide

variability in the Cr contents of both fresh basalts (100 - 500 ppm,)

and greenschist facies metabasalts (70 - 400 ppm. L but no consistent
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FIGURE 4-12.

Vanadium concentrations vs, water content

(Symbols as for Fig. 4-1)

FIGURE 4-13.

VanadilU concentrations- previously published data,

(Symbols as for Fig, 4-11)
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trends during alteration are observed.

H. COPPER.

The concentration of Cu in the fresh samples analysed is quite

variable, ranging from 48 - 155 ppm. Alteration of the pillow interiors

to both chlorite-rich and epidote-rich assemb lages results in leaching

of the Cu into the circulating fluid, with a resultant decrease in the

copper concentrations (Fig, 4-14). Several of the core-to-rim trends also

indicate a lower concentration of copper in the outer margins; however,

others show marked increases in the concentration of copper in the

outer rims, as do a few other altered samples where core-to-rim analyses

were not possible. These samples are those containing vein sulphides,

so clearly there is partitioning of the Cu with these secondary deposits.

Fig. 4-15 shows previously published data which, although not as

convincing, do suggest mobilisation of Cu during hydrothermal alteration,

with a concomitant decrease in the eu concentration of the basalt.

These observations lead to the conclusion that hydrothermal alteration

results in mobilisation and enricJ~ent of eu in the circulating fluid,

wi th local precipi tation when environmental conditions compatible with

sulphide precipitation are encountered,

I . MANGANESE.

The results of the Ivn analyses are reported in Table Ai-ia, and are

plotted against H20+ in Fig, 4-16. The variability in concentrations

suggests that Nn is mobilised during hydrothermal alteration, and migrates

in the circulating fluid. The!vn concentrations in the al tered samples

are extremely variable,;and no consistent trends can be seen during
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FIGURE 4-14,

Copper concentrations (ppm.) vs. water content.

(Symbols as for Fig. 4-1)

FIGURE 4-15,

Copper concentrations- previously published data

(Symbols as for Fig. 4-11)
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FIGURE 4-74
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FIGURE 4-16.

Manganese concentrations vs. water content.

(Symbols as for Fig. 4-1)

FIGURE 4-17.

Manganese concentrations- previously published data.

(Symbols as for Fig. 4-11)
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al teration of either the pi.How interiors. or the outer margins, Keays

and Scott (1976) observed Mn enrichment in the rims of pi llow basalts from

the Mid-Atlantic Ridge, and attributed it to loss of Mn from the interiors

during hydrothermal alteration.

Other puhlished data are plotted in Fig. 4-17. The Mn concentrations

have been taken from the major element analyses presented in the references

listed in Chapter 3, section 3.2. The Mn concentrations are extremely

variable in both the fresh and altered basalts, and no consistent

trends are observed, However, the data do suggest that Mn is mobilised

during hydrothermal alteration, Its migration will be dependent on

the prevailing Eh and pH conditions, since these determine the

concentration of Mn in solution.

J. YTTRIUM AND ZIRCONIUM.

Yttrium and zirconium are concentrated in the residual liquid during

fractional crystallisation; thus., fresh basalts show a range in

concentration dependent on the amount of crystal precipitation before

eruption. Hydrothermal alteration apparently has little effect on the

concentration of these elements (Fig, 4-18). Most of the observed

variation can be explained by density changes during alteration,

This constancy during alteration is of particular interest due to

the recent use of these elements, tDgether with titanium, for the

identification of the original tectonic setting of basic volcanic rocks

(Pearce and Cann, 1971; Frey et aI, 1976). These workers have compared

the trace element concentra.tions in rocks from known tectonic settings

wi th those whose origin is unknown. The success of this method

obvious ly requires that s,econdary processes, such as hydrothermal
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FIGURE 4-18,

Concentrations of yttrium and zirconium vs, water content.

x - Zr concentrations - this study

o - Zr concentrations - previously published data

· - Y concentrations- this study

+ - Y concentrations - previously published data
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FIGURE 4-¡S
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alteration, do not markedl¥ affect the concentrations of these elements.,

My study confirms this assumption as shown in Fig, 4-18. Pearce and

Cann (1973) also suggested that distinction between ocean floor basalts,

low-K tholeiites. from oceanic islands, and calc-alkali basalts. from

island arcs, is possible using a discriminant function for Ti and Zr.

A plot of Ti vs. Zr is shown in Fig. 4-19 for the data from my analyses,

together with published data from basalts from other tectonic

si tuations. I have used the Ti data normalised to constant Al for my

data since, although the concentration of Ti may remain constant

during alteration, changes in the conzentrations of other elements may

cause changes in the Ti values in the bulk composition analyses, The

hydrothermally altered samples fall into the same field as the ocean

floor basalts indicating that the Ti and Zr remain constant during

hydrothermal alteration, as previously noted, The separation between the

compositional fields is quite good, although there is a slight overlap

at high and low titanium values. A better separation is achieved in a

Zr- Y plot (Fig, 4-20), where a small field overlap occurs between the

volcanic arc and ocean floor basalts, but the island basalts fall into a

well-defined separate field. This suggests that for basalts that have

heen subject to hydrothermal alteration, consideration of the Zr-Y

relation may provide a more reliable way of predicting the original

tectonic setting than consideration of Ti-Zr relations,
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FIGURE 4-19.

Relation between Ti and Zr contents for basalts from different

tectonic settings,

· - hydrothermally altered basalts (this study)

o - fresh ocean floor basalts (this study and

Pearce and Cann, 1973)

x - volcanic arc rocks (Pearce and Caii, 1973)

+ - ocean island basalts (Pearce and Caii, 1973)



20,000

15,000

...
h:

~
~

10,000

5000

3000
o

-179-

FIGURE 4-19
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FIGURE 4-20,

Relation between Zr and Y contents of basalts from different

tectonic settings

(Symbols. as for Fig, 4-19)
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4.3.

A. WATER TO RECTED ROCK RATIO.

In the previous section, a definite depletion of Sr was observed

during hydrothermal alteration of basalts. Hence, it is of interest to

calculate a water-to-reacted-rocJ~ ratio from these results, and from the

drillhole data from the Reykjanes geothermal system (Mottl et al, 1975),

and compare it with the value of 5 - 57: 1 obtained from the ea and Mg

results.

The mass balance of Sr was calculated by normalising the trace element

data to constant zirconium, and using the core-to-rim analyses of

individual basalts. The differences in Sr concentrations between the

cores and rims range from 25 - 111 ppm., with a mean of 55 ppm. The

increase in the Sr content of drillhole water from Iceland ranges from

2 - 5 ppm (see Table 4-2). These values give a water-to reacted-rock

ratio of between 9 - 37: i, which is in very close agreement with the

estimate made previously.

B, ELEMENTAL FLUXES,

The data presented here have suggested that hydrothermal alteration

of basalts results in mobi lisation of some of the trace elements.

Elements, such as eu and Sr, show definite depletions in the altered

rocks and must be leached out and migrate in the circulating fluid,

Other elements, such as Li, B, Mn, Ba, Ni, and eo show sufficient

variation in con~osi tion compared to the fresh precursor to indicate

that some leaching of these elements does take place, However, all of

these elements may either subsequent ly be taken up in the secondary

mineral phases, which will give rise to local elemental enrichments, or
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may remain in solution to be precipitated on contact with oxygenated

seawater. The remaining elements- Y, V, Zr, and Cr- are not affected by

hydrothermal alteration,

These exchanges should be reflected in the chemistry of the fluid

with which the rocks reacted, It is therefore pertinent to compare

these trends wíth data from the Reykjanes geothermal system and from

experimental studies. Table 4- 2 summarises the trace element data from the

Reykj anes brines, and experimental data for Fe and Mn are listed in

Table 1-1, The concentration changes in the circulated fluid are

mostly consistent with my observations, B, Li, Ba, Sr, Fe, and Mn

concentrations are all higher in the drillhole water than in the

entering seawater. Any changes in the concentrations of Cr, Co, Ni, and

V could not be determined due to the detection limits of the analytical

technique (Mottl, 1976). However, the Li, B, and Ba contents of the

fluid are somewhat higher than would be expected from the concentration

changes in the altered basalt observed in this study. This may be due to

the differences in the secondary mineral assemblages, giving rise to

differences in the uptake of these elements.

The calculation of trace elemental fluxes from the analyses of

fresh and altered basalts is not meaningful at this time. Uptake of

trace elements from the circulating fluid by secondary minerals represent

migration wi thin the lithospheric reservoir, and may not result in fluxes

from the lithosphere to the oceans; hence, they may not affect the

overall geochemical mass balances. The data demonstrate only that some

of the trace elements are mobilised during hydrothermal alteration;

however, the specific reactions resulting in uptake of some elements into

certain secondary mineral phases are not yet certain, Hence, high
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concentrations of elements. ob$erved in these samples could be due to

local enrichments and not representative of the overall elemental fluxes.

4,4. HYDROTHERML ALTERATIDN AND i~iPLICATIDNS FOR METALLIFEROUS

SEDIMEN AND ORE DEPOSIT FORMTION.

My data have indicated that hydrothermal alteration results in

leaching of some of the trace metals from the basalt, allowing their

subsequent migration in the circulating fluid, This is consistent with

the compositions of the fluids reacted wi th basalt under experimental

condi tions, and with the composition of the Reykj anes geothermal brines

in Iceland, Clearly, some of the leached elements will be reprecipitated

or taken up in secondary mineral phases, and will be retained within the

basal tic pile, However, hydrothermal alteration provides a mechanism

for the production of a metal-enriched solution which can be debouched

on to the sea floor, and could be important in the formation of metal-

enriched sediments at the active oceanic ridges, The wide variability

in the compositions of these sediments may be partly due to different

environmental conditions, such as pH, Eh and water-to-rock ratios,

encountered during circulation of the fluid, resulting in differences in

the leaching and subsequent uptake of the trace metals. However, mixing

of hydrothermally precipitated components, and authigenic precipitates

from the overlying seawater, as suggested by Dymond and Veeh (1975),

and Bischoff and Sayles (1972), may also account for some of the

variabi Ii ty,

My observations also clearly indicate that sulphides precipitate

in veins within the basaltic pile, most likely when the temperatures are

high enough for the reduction of seawater sulphate to occur, and when the
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oxygen fugacity is 10K, However, the source of the sulphur

is still equivocal as previously discussed. Scanníng photographs of tlse

deposits have shown that they contain Fe, Cu, Zn, and perhaps small

quantities of Ni and Co, and so it can be concluded that hydrothermal

reactions provide a mechanism of concentration of these trace metals into

the sulphide phases. However, the extent of these deposits is not

certain, If ophiolites represent uplifted oceanic crust, then the

observation that massive sulphide ore bodies occur wíthin the basaltic

layer of the ophiolite supports that contention that significant

sulphide are deposits may be formed \iÌ thin the oceanic crust, However,

the ophiolitic sulphides may be the end product of a series of processes

wi th hydrothermal alteration being only a first step of concentration

of the trace metals, and later stages involving regional metamorphism,

meteoric water circulation, or possible further volcanism. Nevertheless,

the production of sulphides by reaction between oceanic basalts and hot

seawater is feasible, as indicated by my studies, and hydrothermal

alteration has the potential for forming sulphide deposits within the

oceanic crust.
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4. 5 . CONCLUS IONS.

The effects of hydrothe.rmal alteration on the trace element

composition of oceanic basalts can óe surrarised as follows:

1) Band Li are mobilised during hydrothermal alteration; higli

concentrations are often observed in the clùori te-rich rims of the altered

pillows, and pillow interiors are often depleted relative to the fresh.

precursor.

2) Sr is taken up in the epidote-rich ass.emblage, stays relatively

constant in the alteration of pillow interiors to chlorite-rich

assemblages, and is lost in the alteration of the rims. The correlation

of Sr wi th Ca is good, indicating that they both are controlled by the

same reactions, as would be expected. These observations are consistent

wi th previously published data, which indicated a sympathetic relation

wi th Ca. TIie flux of Sr was used to calculate a water-to-reacted-rock

ratio of 9 - 37: 1, which is in good agreement with those estimated

from the Ca and Mg data.

3) Ba apparently is not greatly affected by hydrothermal alteration, although

some slight mobilisation is indicated with higher Ba concentrations in

the altered pillow interiors than in the margins.

4), Co, Cr, and Ni concentrations show only s light variations in hydrothermally

altered basalts. Enrichment of Co, and particularly Ni, in sulphide-rich

samples, and some depletion of Co and Ni in other samples, suggest that

there is some inobilisation of these elements,

5) In general, copper is leached out of the basalt during hydrothermal

alteration. Clearly, as for Ni, some Cu is precipitated as sulpIrldes in

the L..5al t. Qualitative analyses of the sulphides. indicate that this is

also ti~e for Zn.
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6) Y and Zr concentrations s.how no marked variations in hydrothennally

altered basalts, sugges.ting that the.ir concentrations can be used in order

to determine the original tectonic settings of rocks, Consideration of the

relations between Ti-Zr and Y-Zr for rocks from different origins indicate

that hydrothermal ly altered oceanic basalts fall into the same field

as the fresh oceanic basalts, and hence these parameters can be used to

determine the origin of hydrothermally altered basal ts.

7) Mn is mobilised during hydrothermal alteration but the metamorphosed

samples show a wide variability in the Mn concentrations, as seen in

previously published data. The migration of Mn in the circulating fluid

is probably dependent on a variety of parameters including the Eh and

pH conditions encountered,

8) Hydrothermal alteration is a process by which a metal-enriched

solution can be formed, This may play an important role in the formation

of the metalliferous sediments at the mid-ocean ridges, The

precipi tation of sulphides from circulating fluids has been demonstrated,

and the potential exists for the formation of sulphide ore deposits;

however, the extent to which. this reaction takes place is not yet

certain.
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TABLE AI-l

Feldspar Analyses - Fresh Basalts and Interiors

2-1 a) Phenocryst
2-1 b) Microli te
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TABLE AI-2

Sample No, Ch - 44
2-3 (1)

Ch-44
2-3 (2)

Si02 39.96 39.68
Al 203 0.04 0,13
FeO* 14.37 15,38
MgO 44,95 44.16
CaO 0.32 0.38
Na20 0,03 0,02
K20 0.01 0
MnO 0.10 0.12

Total 99.78 99 . 87

Cations Per 4 Oxygens

Si 1. 002 0,999
Al 0.001 0,004
Fe 0.301 0,324
Mg 1. 681 1.658
Ca 0.009 0.010
Na 0,001 0.001
K 0 0
Mn 0,002 0.002

Total 2,997 2,998

% Fo 84,8 83.7
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TABLE AI-3

Feldspar Analyses - Altered Basalts

Ch -44

2-14 (1)

2-14 (2)

3-2 (1 )

3-2 (2)

3-8 c. )

3-8 (2)

Altered MicroliteAll -60

Al tered Microli te

Albitised Phenocryst

Albitised Phenocryst

Albi tised Phenocryst

Partially Albitised Pheno-
cryst

AIl-42

3-8 (3)

3-12

3-126

l-96B (1 )

l-96B (2)

1 - 106 (1 )

1-106 (2)

1-108A

Inner Portion of 3-8 (2)

Microphenocryst

Albitised Phenocryst

All -42 Microli te

Microphenocryst

Altered Groundmass Plagioclase

Relict Plagioclase

Albite Replacing Altered
Groundmass

1 - 11 8A Albitised Phenocryst

1-129 (1) Transformation of Plag
+ Albite + Epidote

1-129 (2)

1-129 (3)

Unal tered Microli te

Al tered Micro lite
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TABLE AI-4,

Epidote Analyses- Altered Basalts

2.-141A (i1 Crystals in Veins

(21 " " ii

3 ..12.6 (1) Euhedral Grain in Altered
Groundass

(2). Euhedral Grain in Al tered
Groundmas s

3-8 (1 ) Vein Mineral

(2) Vein Mineral

1-129 Pc, Al tered to Albite +
Epidote

1-141 Rounded Pc, of Albite +
Epidote
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TABLE AI-5

Chlorite Analyses - Altered Basalts

AII-60 2-l41B (1)

Ch-44

2-141B (2)
2-142B

2-5 (1)

2-5 (2)
3-8 (1)
3-8 (2)
3-12 (J)
3-12 (2)

Ch-44

Ch-44

Ch-44 3-17 (1)

3-17 (2)

AIl-42 1-96A (1)

1 -96B

1-96C (1)

l-96C (2)

AIl -42 1-97B (1)

l-97B (2)
1-108A

1 - 11 SA

1-1l8B (1)
l-118B (2)
1-129

1-130

AIl-42
AIl -42

AIl-42

AII-42
AlI-42

AIl -60 2-14

AIl -60 2-143

Chlori te-actinoli te intergrowth
in groundmass

Chlori te and quartz vein
Chlorite vein

Chlorite in vesicle

Al teration of fs, phenocryst

Pseudomorph after olivine phenocryst

Pseudomorph after olivine phenocryst

Pseudomorph after olivine phenocryst

Chlori te associated with amphibole in
groundmass replacement

Pseudomorph after olivine phenocryst

Pseudomorph after olivine phenocryst
associated with pyrite

Alteration of groundmass

Pseudomorph after phenocryst

Pseudomorph 01, pc. associated with

pyri te
Pseudomorph 01, pc. associated with

pyrite
Pseudomorph 01. phenocryst

Vesicle filling

Vesicle fil ling
Chlori te in al tered groundmass

Vesicle filling

Groundmass alteration

Pseudomorph after 01, pc.

Pseudomorph after 01. pc, associated
with opaque

Ch10ri te-fi lled vesicle lined
wi th quartz
Chlori te vein
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Ch-44

Ch-44

Ch,.44

AII-42
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TABLE AL-6.,

Amphibole Analyses- Al tered Basalts

2-141B

3-12

3-17

3-126 (11

3-126 (2)

1-108B

1-130

Chlorite-actinolite inter-
growth. replacing groundmas.s

Amphibole replacìng phenocryst and
associated with chlorìte

Amphìbole replacing phenocryst
and assocìated with chlorìte

Al tered cpx (?) mìcrophenocryst

" "II

Actinolite ìntergrown wì th chlorite
and associated with haematite

Al teration of groundmass



-220-

Ni:
.q 0010I- ..I- I-: ..

i-0'000t'
t' .. \0 r- "'

o'N
CI CI

i:0

r-
\0
r-
O'

t' O' N t' "'
r- t' .. \0 "'i-0'0t'0
r-ONt'N

\0
No
o

r-i-
Q)

i-..
\0
N
\0

Q) i- i- "' N"' .. .. .. i:

r-
N'-

00 t' Q) 00 i- t' N \0 "'
"' \0 i- 00\000 i- \0 N N 00 t' .. r-N \0 .. .. t'"'N r- t' "' \0 r- i-0 .. \0 i- .. N 00 O' ..00 O' i-

i .. . ,.. i O' \0 r- N .. 000 00 r- .. N N .. 000 i- \0Ut' "' .. .. .. Q) .. i-

r-..'- "' r- N"'i- t' 0 t' 00
"' \0 i- O"' \0 t' i- i- 0 00 i- r- t'00 Q) Q) .. .. i-\0 "'N i- t' 00 t' i- \0 0 .. t' r- r- ON 00 .. 00 O' 00

I I .. , .I- .. I 0 "' i- "' .. 000 r- :: r- 0 Nt' .. 000 i- ..-: Ut' i- .. .. .. O' 0 .. \0
¡i.. 0i:
-: "'t- N

~ Q) \0 r- i- \0 000 i- \0"' O' \0 t' "' O' "' "' i- "' Cl t' o Q) t'.. t'0"' r-
"' r- t'N"' t'"'"'0 t' r- 0. i- t' 00r- ""00 00 ..

I .. , . ,.. i O' r- \0 t'0000 r- ui r- ..Nt' .. 000 i- O'Ut' "' .. .. .. O'
§ .. i-

'i-
.¡
CI
U

N .. 00 N .. 00 t' r-"' \0 0 i- .. \0 Oi- i- 00 N .. Q) O' 0 N..t' 00"'N 00 O' "' "'N "'O N i- 0 r- O' 0 r- ..00 \0 r-
i .. , ... i .. t' i- t'0000 i- 00 0 .. t' .. 000 i- 0Ut' i- .. .. .. Q) .. \0

Oi:
\0 ..
i "'I- ..I- I-: N

.. t' N \0 t' t' r- "'O"'t'..\Ot'O..

..Nt'i-NOOOi- .. .. ..
Q)o
i-
Q)

\O\Oi-OOO"'"' t'NO
O' "' r- i- ..

r-O..t'N
Q) "' 00
O' .. ..000. , ,000

\0
00
00

i-..
O'

\0
\0

'i- .. Cl b. CI CI i:U)-:i;;¿UZ~::

Cl
.¡
'M..
o
S
Cl
~
t-

oZ
Cl..
~

U)

t'NO.¡ 0o NOOO NOO
'M .. Cl b. CI CI N i:U)-:i;::UZ~;¿

..
CI
.¡
ot-

..
CI
.¡ot- C\C



-221-

TABLE AI-7,

Major Element Analyses of Fresh. and Al tered Basalts from 408 (AII-42),

22oN, (Ch.-44), and 2208. (AIl-60).

(Anlyses in wt%; ¡:-c.densityl in g/cm31~
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TABLE AI-9

Trace Elements

(ppm)

Sample I.D. B Li V Co Cr Ni Cu Ba Sr y Zr

AII-42 1-57 4 5 265 42 530 113 78 4 110 32 64
1 - 9 6A 7 9 230 56 290 135 295 5 47 35 105
1-96B 5 9 245 46 310 130 245 5 52 30 80
1 -96C -( 2 4 260 30 320 130 60 19 160 39 110
l-97A 18 9 245 60 275 155 45 4 65 40 115
1-97B 5 4 260 46 290 130 70 12 120 35 105
1-98 -(5 4 260 46 320 140 26 10 125 37 115
1-99 9 8 220 46 275 150 220 4 30 35 105
1-106 13 10 235 60 295 165 58 4 53 44 130
1- 108A 15 14 260 55 370 180 23 10 125 45 135
1-108B 10 3 280 49 300 120 80 15 150 40 125
1 - 11 8A 11 10 265 53 330 145 55 25 205 39 125
1-118B 4 3 260 48 290 135 90 18 160 38 115
1-129 2 4 275 35 320 140 62 l2 140 41 120
1-130 5 5 270 43 345 135 47 4 108 33 105
1-141 5 3 290 38 365 130 155 1 110 36 112

Ch-44 2-1 5 4 270 37 305 105 63 5 110 34 115
2-2* -(10 8 245 75 290 150 115 6 110 125
2-3 9 6 285 42 320 78 73 5 120 36 115
2-5 6 10 300 32 210 115 12 14 120 49 145
3-2 6 4 230 47 215 100 10 12 250 32 80
3-3* -( 10 20 250 45 210 115 80 6 120 110
3-6* -(10 22 230 35 310 105 70 8 130 90

Ch-44 3-7* -( 10 4 225 70 225 85 290 6 220 75
3-8 -( 2 6 200 45 515 170 23 11 l25 30 75
3-12 13 4 295 42 240 115 36 16 215 48 140
3-13 -(2 4 235 38 195 98 12 8 230 29 80
3-17 6 8 285 30 260 110 55 12 105 45 140
3-126 9 11 280 33 220 115 17 12 110 44 140

AII-60 2-14 3 4 300 34 280 100 205 4 115 42 140
2-141A 7 14 230 40 310 130 135 2 45 40 130
2-141B 6 5 255 40 300 140 38 2 85 37 120
2-l42A 12 19 330 47 405 140 140 5 180 59 145
2-142B 9 7 300 40 230 95 115 2 85 40 135
2-l42C 5 3 300 42 230 100 58 4 135 39 130
2- 143 2 3 280 37 235 98 21 2 92 37 135

*
Melson et aL. (1968) .
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TABLE AI- 10

Mn Analyses

Sample I.D. Mn (ppm)

All -42 l-96A 1060
1-96B 1068
L-96C 1392
1-97 A 1567
l-97B 1283
1-98 1261
1-99 1269
1-106 1695
1-l08A 1623
1-108B 1201
1 -118A 1231
1-118B 1288
1-129 1268
1-57 1305
1-130 1277
1-141 1274

Ch-44 2-1 1315
2-3 1264
2-5 1609
3-2 1664
3-8 1808
3-12 1886
3-13 1074
3-17 1685
3- 126 1250

AII-60 2-14 1481
2-141A 1552
2-l41B 1508
2-142A 2548
2-142B 1837
2-l42C 1375
2-143 1471
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APPENDIX II

ANAL YlICAL PROCEDURES

1) Electron Microprobe Analysis

Major element analyses of minerals and fluxed glasses. were carried

out using the M,A.C. electron microprobe at the Department of Earth and

Planetary Sciences at M, I, T, This microprobe is part of an automated

system designed by Finger and Hadidiacos (1972) employing three spectro-

meters with analyzing crystals of RAP, PET, and LiP. Data reduction was

executed on-line with a PDP 11/20 computer using IIGeolab" program of

Finger and Hadidiacos (1972) which includes the correction scheme of

Albee and Ray (1970), The standard operating conditions used were as

follows:

filament voltage: 15 kV

beam current: 300 nanoamps

count ing time: 30 seconds per el ement,

Standards used for the mineral analyses were the microprobe standard

minerals of the Department of Earth and Planetary Sciences and are listed

in Table AII-l. Standards for fluxed glasses were prepared from the re-

ference rocks USGS BCR-l, GSJ JB-l and USGS W-L, using the same technques

as for the unknown samples.

USGS BCR-l was used for the initial standardization, Four replicate

counts were taken for each element during the standardization. If the

ratio of the standard deviation of the counts to that predicted from count-

ing statistics was greater than two, the element was restandardized.
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All reported analyses of the fluxed glasses are the average of at

least five analyses, using a beam diameter of about 15 ~. The reported

analyses of the fresh minerals are the average of between three and five

analyses using a beam diameter of about 5 ~, depending on the grain size.

~lany of the altered minerals were so fine-grained that analyses of in-

dividual grains were not possible. A dispersed beam was therefore used,

giving an average analysis of several grains, The reported analyses

are the average of at least two of these dispersed analyses. This applies

in particular to chlorite and amphibole analyses.

During the analyses of the unknowns, USGS W- 1 was used as an internal

standard, and was run every fifth analysis, This allowed any peak drifts

due to temperature changes to be monitored, and allowed any major problems

to be detected, In either case, the element was restandardized.

The accuracy and precision of the analyses were checked during the

runs by replicate analyses of GSJ JB-l being run as an unknown, and these

results are listed in Table AII-2, Accuracy and precision are :t 1% of

reported values greater than 10%, z 5% of values between 1 and 10%, and

z 25% of values less than 1%.
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TABLE All - 1

Microprobe Standards Used in this Study for

Mineral Analyses

Plagioclase

Olivine

Orthoclase

Pyroxene

Pyroxene

Mn-i.menite

Pyroxene

AN- 60

P- 140

DI2TI

CRCA TS

MNILM

Dl65 JD35
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2) Preparation of Fluxed Glasses for Major Element Analyses

a) Preparation of Flux

About 4 g of lithium tetraborate and about 3 g of lithium

carbonate were dried in porcelain crucibles at 5500C overnight. Ap-

proximately 2 g of lanthanum oxide were ignited in a platinum crucible

o
at 900 C for two hours. The compounds were then weighed accurately

into a vial in the fol lowing proportions:

3,80 g lithium tetraborate

2,96 g lithium carbonate

l,32 g lanthanum oxide,

The contents of the vial were then well-mixed by shaking for 30 minutes,

and the mixture was then ignited in a platinum crucible at 10000C for

20 minutes. The melt was poured on to a sheet of aluminum, about ~ inch

thick, and quenched to form a clear bead. The cooled bead was then

placed between two pieces of glass paper, crushed and broken by tapping

with a hamer, It was then ground to a~oarse powder in a boron carbide

~ort~r, and stored in a dessicator,

b) Preparation of Glasses

Each rock powder (ground to less than 200 mesh) and the re-

ference rocks were ignited at iooooc for two hours in ceramic crucibles,

Precisely 0,100 (:: 0.5%) g of each sample was, weighed into a small vial,

and 0,200 (:: 0.5%) g of flux was added. The vial was then shaken for

15 minutes to obtain a homogeneous mixture,
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The flux-sample mixture was then transferred to a graphite crucible

which had been pre-ignited at lOOOoC for 15 minutes, so that some loose

graphite powder would form and prevent the melt from sticking. The mix-

ture was then ignited at 10000C for 20 minutes. The melt was quenched

by pouring on to the alumintu sheet to form a clear bead, The cooled

glass bead was shattered by placing it between glass paper and tapping

wi th a hamer, and then the chips were mounted in one inch diameter

plastic discs using epoxy. They were then ground and polished to 0, 1 ~

grit, The discs were stored in a vacutu dessicator to prevent uptake of

water unti 1 analysis - a period always less than 24 hours - and were

carbon coated immediately before analysis,

3) Determination of Ferrous and Ferric Iron

Ferrous iron was determined by a modification of the method of

Jen (1973). This method depends on the quantitative oxidation of

ferrous salts in cold acid solution to a ferric state by potassium di-

chromate according to the reaction:

6 Fe2+ + K2Cr207 + 14 H+ =
3+ 3+ +

6 Fe + 2 Cr + 2 K + 7 H20

The procedure followed was that described by Jen, except that the amount

of sulphuric acid added was doubled as this was found to give more

accurate results,

The accuracy and precision of the method was determined by re-

plicate analyses of two reference rocks (Table AII-3) of similar type
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to those to be analyzed. Precision and accuracy are approximately

1% of the reported values.

Ferric iron was then determined by subtraction of FeO from the total

iron analyses obtained by electron microprobe, asslUing that:

*
FeO = FeO + 0.9 FeZOS'
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4) Emission Spectroscopy

Trace element analyses were carried out by G. Thompson of

Woods Hole Oceanographic Institution by direct-reading optical emission

spectrometry (Thompson and Bankston, 1969). Table AII-4 shows the

analyses of the standard rocks determined concurrently with the samples,

The precision and accuracy of the method is approximately:! 10% of the

reported values, and is discussed more fully in Chapter 4 for individual

elements.
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TABLE AIl-4

Analyses of Standard Rocks Determined During Trace Element

Analyses by Direct-Reading Emission Spectroscopy

in ppm

W-l BeR-1 BR

Found Flanagan Found Flanagan Found Flanagan
(1973) (1973) (1973)

B 10 151 6 51 8

Li 8 142 13 133 11 91

V 240 2642 430 4002 280 2403

Cr 113 1142 16 181 415 4203

Ni 77 762 18 162 270 2703

eu 112 1103 16 182 67 703

Ba 145 1603 690 6753 1080 10503

Sr 170 1903 400 3303 1320 13503

y 23 253 42 372 48 271

Zr 102 1053 180 1901 315 2403

IMagni tude Estimate,

2Average Value.

3
Recommended Val ue.
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5) Water and Ignition Loss Determinations

~o and ignítion lOss were determined during preparation of the fluxed

glasses. Powdered sailes (ground to less than ZOO mesh) were weighed

into small polypropylene vials that had previously been heated to 1100C

overnight, and then cooled in a dessicator. The samples were then dried

overnight at 1l0oC, cooled in a dessicator and reweighed. This weight

was reported as H20-,

The samples were then reweighed into porcelain crucibles that

had been ignited overnight at 10000C and stored in a dessicator, The

samples were ignited at 10000C overnight, cooled in a dessicator and re-

weighed, This weight loss was reported as ignition loss.

HZO results vary from laboratory to laboratory, so comparison

of reference rock results with their recommended values are not very

meaningful, However, analyses of reference rocks for ignition loss

are shown in Table AII-5, Accuracy and precision are approximat ely ZO%.

H 0+ was determined on an F and M Model 185 C-H-N analyzer. The2

powdered rock samples, which had previously been dried overnight at l100C

and then stored in a dessicator, were introduced into the oxidizing

furnace in small aluminum foil boats that had also been previously dried

at 1l0oC. The samples were analyzed in duplicate, The relation between

peak height/weight sample and the published water content was determined

by a least squares fit, using standard reference rocks, GSJ JB-l and

CRPG-BR were treated as samples and replicate analyses were run; these

are shown in Table AII-6. The precision is approximat~ly 10%,



-242-

TABLE AIl-5

Igni tion Loss of Reference Rocks

1 2 3 4 5
-

Flanagan (1973)x s

USGS-AGV-l 1.43 0.98 1.23 1.02 1.19 1.17 0.18 0.861

CRPG-BR 2.90 2.77 3,04 3,05 2.71 2.90 0.15 3,161

1 +
Calculated as (H20 + CO2),

TABLE AIL-6

Determination of H20+ on Standard Reference Rocks

1 2 3
-
x s Flanagan (1973)

GSJ -JB- 1 0,87 0,96 1. 09 0.97 0.11 1.00

CRPG-BR .2,25 2.64 2.20 2.36 0.24 2.30

.
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6) Analysis of Manganese

~langanese analyses were carried out using a Spectrametrics Spectra-

span 2, owned by the U. S. Geological Survey, This instrument is equipped

with a D.C. argon plasma jet and an echelle diffraction grating, The

operating conditions used were:

o
wavelength: 2576,104 A

arc amperege: 7.3 amps,

integration time: 10 secs.

blank: distilled water,

A series of standards containing varying amounts of Mn were made

up in a synthetic basalt matrix (Table AIl-7) ,which had been fluxed in

a similar manner to the samples.

The samples and reference rocks were fluxed with lithium metaborate

and dissolved in dilute nitric acid, according to the method of Ingamells

(1970) , Analyses of these solutions were then carried out on the Spectra-

span in small groups, with the standards being rechecked between groups.

Triplicate readings were taken for each sample, and reference rocks were

run as unknowns every third analysis,

Results of the replicate analyses of four U.S,G,S, reference rocks

are given in Table AIl-8, and are compared with the average values reported

by Flanagan (1973). The accuracy of the results is better than 10%, and

the precision is 5-6%; this method compares wêll with atomic absorption

spectrophotometry,
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TABLE AII-7

Synthetic Basal t Matrix

1. 5666 g Si02

0.4320 g A1203

0,2508 g Fe203

0.1185 g MgO

0.2249 g CaCO 3

0.1352 g NaCl

0.1154 g KCl

21. 1566 g LiB02
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TABLE AI 1-8

Reference Rock Analyses During Mn Determinations

A9V - 1 BCR-1 W-L JB-l

Cone. of Mn (ppm)

755 1517 1460 1206
747 1483 1454 1184
743 1483 1449 1184
736 1480 1444 1178
734 1467 1443 1167
728 1455 1424 1165
728 1435 1410 1147
728 1435 1406 1142
724 1433 1403 1138
723 1430 1401 1133
715 1429 1382 1127
705 1421 1376 1122
703 1402 1364 1119
697 1391 1364 1119
668 1379 1352 1112

1328 ie91

Mean 728 1442 1404 1146

Standard,
Deviation 22 38 40 32

99% Conf. 740 1473 1434 11 70
Interval 705 1412 1373 1122

Average
Values
(Flanagan,

123911973) 763 1406 1278

Accuracy 4.5% 2,0% 9.8% 7.9%

Precision 7.5% 5.5% 5.4% 5.7%

1
Calculated from reported average value of Wt. % MnO.
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7) Density Determinations

Density was determined with a method using Archiedes principle

in a 1 ml pycnometer. About 0,1 g of sample was used, and the weight

of fluid of known density that was displaced, was measured.

The standard used was Specpure aluminum powder, and values ob-

tained are given in Table Aii-g. The precision is only about 5% be-

cause of the small volume changes involved.
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TABLE AII-9

Density of Aluminum Powder Duríng Determinations of the

Densìty of Samples

1 2 4 s5 Mean3
1Reconnended

Value

2,68 2,75 2,69 2.70 2.70 0.03 2.7022,68

1CRC Handbook of Chemistry and Physics (53rd Edition), 1972-1973.
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