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ABSTRACT

For more than 40 years, ion-exchange resins have been used to characterize
nutrient bioavailability in terrestrial and aquatic ecosystems. To date,
however, no standardized methodology has been developed, particularly
with respect to the counterions that initially occupy resin exchange sites. To
determine whether different resin counterions yield different measures of
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soil nutrients and rank soils differently with respect to their measured nutrient
bioavailability, we compared nutrient measurements by three common
counterion combinations (HCl, HOH, and NaHCO,). Five sandy calcareous
soils were chosen to represent a range of soil characteristics at Canyonlands
National Park, Utah, and resin capsules charged with the different
counterions equilibrated in saturated pastes of these soils for one week. Data
were converted to proportions of total ions of corresponding charge for
ANOVA. Results from the different methods were not comparable with
respect to any nutrient. Of eleven nutrients measured, all but iron (Fe*™),
manganese (Mn?"), and zinc (Zn**) differed significantly (p =< 0.05) as a
function of soil X counterion interactions; Fe** and Zn>* varied as functions
of counterion alone. Of the counterion combinations, HCl-resins yielded the
most net ion exchange with all measured nutrients except Na*, NH, *, and
HPO, >~ the three of which desorbed in the greatest quantities from HOH-
resins. Conventional chemical extractions using ammonium acetate
generally yielded high proportional values of Ca?*, K™, and Na™. Further,
among-soil rankings of nutrient bioavailability varied widely among
methods. This study highlights the fact that various ion-exchange resin
techniques for measuring soil nutrients may have differential effects on the
soil-resin environment and yield data that should not be compared nor
considered interchangeable. The most appropriate methods for characteriz-
ing soil-nutrient bioavailability depends on soil characteristics and likely on
the physiological uptake mechanisms of plants or functional groups of
interest. The effects of different extraction techniques on nutrient measures
should be understood before selecting an extraction method. For example, in
the calcareous soils used for this experiment, nutrient extraction methods that
alter soil carbonates through dissolution or precipitation could compromise
the accurate measurement of plant-available nutrients. The implications of
this study emphasize the universal importance of understanding the
differential effects of alternate methods on soil chemistry.

Key Words: Ion-exchange resins; Counterions; Calcareous soils;
Nutrient extraction method.

INTRODUCTION

Measuring plant-available soil nutrients with sensitivity to variation in
soil properties is an ongoing challenge. Chemical extractions are conventional
for measuring nutrient bioavailability but ion-exchange resins, demonstrated
to be effective measures of soil nutrients in both terrestrial and aquatic
ecosystems,”' 3! may be preferable in some studies (see Skogley and
Dobermann® for review). Chemical extraction provides a static measure of
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potential nutrient supply,[S] in contrast to resins which, as ionic exchangers,
represent an integration of bioavailable nutrient dynamics during a specified
incubation period.*®”! In addition, resins are sensitive to environmental
conditions,®™®) more efficient at measuring multiple soil nutrients than
performing an equivalent number of chemical extractions,!'” inexpensive,
and nondestructive with respect to soil chemistry and mineralogy.'”?

Resins have been compared to both soil colloids™” and plant
roots.!"!112] The acidification effect of resins with desorption of a H"
countercation is similar to that of plant roots, although whether it occurs in
comparable quantities is unknown. Also similar to root processes are the
effects of cation uptake on that of anions and vice versa due to charge—
balance relations and shifts in soil equilibria.”""'*! The dynamic colloidal
effects of resins, however, are like that of soil. Hence, ion-exchange resins
embody characteristics of both biological and mineral components of soil
ecosystems.

Despite the application of ion-exchange resins for more than 40
years!'*! and their general acceptance as a method for detection of soil
nutrient levels, methods of resin use among researchers are not uniform and
the interpretive differences among methods are poorly understood. The
focus of this study is whether different resin counterions, which desorb
from ion-exchange resins in exchange for nutrient ions of equivalent charge
from the equilibrating solution, yield different nutrient measurement data.
For example, different counterions have been identified as the best
exchangers for solution P. These include bicarbonate (HCO, ~)!>~17]
OH¥-2%1 C17,®) and acetate (CH;COO™).*!! The soils used in the cited
studies varied widely in their chemical, mineralogical, and physical
characteristics, indicating that the best resin counterion for P exchange is a
function of inherent soil properties.!'> For correlative ecological studies
where among-soil variations in plant community composition are analyzed
in relation to among-soil variations in soil nutrient bioavailability, it is
critical to ascertain whether among-soil rankings of nutrient bioavailability
are dependent on initial resin counterions.

We compared the results of soil nutrient measurements by three
different resin counterion combinations in calcareous soils from the
Canyonlands National Park (CNP), southeast Utah, USA. Carbonates are
high in CNP soils (Table 1) and are sensitive to the changes in moisture,
temperature, and pH™'®*?! that can be induced by various extraction
techniques. We included data from single measures (n = 1) of soil nutrients
from conventional chemical extraction techniques. Although statistical tests
with these data were precluded by the singular samples, it offers a useful
comparison.



Sherrod, Belnap, and Miller

1984

pues plyHoqures
6£°0 AN (Y wo 0S'L IS°1 AweoT 76 O'GL  86L  OUIOISM AW S
pues pryuoque)
6£0 €89 9’9 6£0 0S'L (42! Aweo ] ¢ 8Tl TT8  OUOISN JISAW L4
juswruresdruoJ,
4N 00°¢ w’'s 13 40] 09°'L ST pues ¢ €L 068 oldA L, d1s9N €
juowruresdruo,
620 1207 179 144\] eL’L 0s'1 puwe§ [V 078 6'L8 ord£ L, orsaN C
pues plyuoqure)
A4 vL'8 189 90 Se'L Wl Awreop L6 OLT €LL  OHIOIS SO I
(%) Awa °lowd) (‘amba £QDe) (,_wsp) Hd (;_ud 3) SSB[D Keo  JIs  pues dnoi3 j10§ NS
NO JdD %) ssyeuoqre) od Aus aImXa], % % %
-uap yng

[€2]

"IS[[I\ WO1j d1e ele(] "Awouoxe) [10s "y''S ) 2y} woxy st ammjerousuwiou dnoid [10§ “yidep wo g[—( woly

uaye) asom (] = u) so[dureg ‘suosLredwiod UOLISIUNOD UISAI JOJ UAYE) AIOM S[IOS YOTYM WIOIJ SAYIS 9AY JO SONSLISJORIRYD [0S T Iqu[



Ion-Exchange Resin Counterions 1985
METHODS

Five sites representing a range of soil characteristics (Table 1) were
selected for soil sampling in CNP (~ 1500 m a.s.1.), a cold semiarid ecosystem
in eastern Utah averaging 214 mm annual precipitation and 11.6°C annual
temperature.m] Aggregate soil samples (0—10 cm) were collected from each
site on 14 December 1999. At the Soil and Plant Analysis Laboratory (SPAL) at
Brigham Young University (Provo, UT), soils were analyzed for ammonium
acetate (NH4OAc)-extractable calcium, potassium, magnesium, and sodium at
pH 8.5 (Ca®*, K*, Mg**, and Na*),* DTPA-extractable copper, iron,
manganese, and zinc (Cu®*, Fe**, Mn?*, and Zn”*"),”! KCl-extractable
inorganic nitrogen (NH,* and NO,~), and bicarbonate-extractable phos-
phorus (HPO,27).*®) N = 1 for conventional chemical analysis.

Forty-five mixed-bed (bipolar) resin capsules (WECSA, Fort Collins,
CO) originally charged with H* and OH™ ions were divided into three groups
and charged with 0.5 M HC], 0.5 M NaHCQOs, or nothing, in which case they
remained charged with HY and OH™. Capsules were ionically charged by
shaking them in solution for 2 h with the solution replaced halfway through the
shake period. Three replicates of resin capsules in each of the three ionic forms
were equilibrated for 1 wk in saturated pastes'?”! of the five soils. Ions were
desorbed from all resins in 2M HCI for 1h and all except inorganic N were
measured by inductively coupled plasma spectrometry. NH,* and NO, ~
were determined by titration with H,SO,. Results were reported in
pgcapsule”! and converted to pmol of charge capsule ™" (wmoly).

Because the volume of soil subject to measurement by ion-exchange
resins is unknown and each counterion combination extracts different
quantities of ions, we converted all data to proportions of total ions of
corresponding charge. For example, proportional NO, ~ was calculated as
(pmol; NO; 7 )/(pmol. NO; ~ + pmol, HPO42— + pmol, SO42‘). Sodium
(Na%) is over-represented on NaHCOs-charged resins and sulfate (SO, )
data were unavailable for chemical extractions; these were disregarded for
proportional calculations. We arcsin-transformed proportional data and tested
for differences in proportional nutrient representation among the resins
charged with different counterions with multivariate ANOVA. No statistical
comparisons between resin and chemical methods were made because there
were no replicates of chemical extractions. All statistics were analyzed using
SPSS Release 6.1.3. Unless otherwise stated, all significance refers to
p < 0.05. To provide another, potentially clearer, way of interpreting the data,
we constructed two rankings, one of CNP sites according to the nutrient
quantities extracted by the different methods, and one of nutrients desorbed
with each method.
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RESULTS

Evaluating resin data only, all nutrients were extracted in significantly
different proportions among different counterions (Table 2), and most showed
significant interactions between counterion and site. There were significant
differences among sites in the proportional representation of all nutrients
except for Fe?* and Zn**.

Among resins only, HCl-charged resins consistently extracted the greatest
total amount of nutrient cations, even excluding Na® (F = 390, p < 0.001).
HOH- and NaHCOs-resins extracted decreasing amounts of cations
(Table 3a—e). HCl-resins also extracted the greatest amounts of anions (F =
178, p < 0.001) with the exception of Sites 1 and 4, where there were no
significant differences between anion extraction by HCI- and HOH-resins.

Patterns of net extraction of specific nutrients varied among resin forms.
Mg®*, Mn**, and SO,2” were extracted in the order HCl > HOH >
NaHCO; at all sites (F = 79.1, 124, and 298, respectively; p < 0.001), as were
Ca?* and Cu®** (F =318 and 271; p < 0.001) except in Site 1 soils.
Although differences were not always significant, K™ and HPO,2™ net

Table 2. F values of multivariate ANOVA comparing the
proportional amount of nutrients extracted by resins with three
counterion combinations from five different soil sources. All data
were arcsin-transformed. Cation proportions were calculated
excluding Na*™ data, which were unavailable for NaHCO;
counterions. Chemical proportions were not included in this
analysis because N =1 for chemical extractions. *p < 0.05,
*%p < (.01, ***+p < 0.001.

Site Counterions Site X counterions
Ca’t 1345k 19. 1% 2.5%
Cu?t 19.5%%x 140 2.6*
Fe?* 1.5 30, 7% 0.8
K+ 125%%% 64.6%x* 10.6%**
Mgt 98.5%+* 25.0%%* 2.6%
Mn?* 4. T 92, Gxk* 1.5
NH,* 37.3%k% 150%%% 14.0%%x
Zn** 0.8 20.6% % 1.9
NO,~ 18.5%xx* 6.3%% 4.6%%
HPO, 2~ 7.6%%% 1175k 2.8%

S0,2" 26.0%** 54.7%%x% 4.7%%
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averages were generally greater with H'-resin extraction, the latter more with
HOH- than HCl-resins. In soils from Sites 2—5, HCl-extracted Fe’t was
greater than that extracted with the other two forms (F = 21.0; p < 0.001)
and HOH-extracted Na™ exceeded HCl-extracted Na* (F = 14.5; p < 0.001).
NH,* was extracted in the greatest net quantities with HOH-resins in soils
from Sites 2, 4, and 5 (F=31.8; p <0.001). NO,~ patterns were
inconsistent among sites, and no nutrient at any site desorbed in greatest net
quantities from NaHCO;-resins.

Relative to resin measurements, chemical extraction yielded high
proportional K* except from Site 5 soils, and low Cu®*, Mg®*, and Mn**
(Table 3a—e). Of all of the nutrients measured, chemical representation of
proportional Ca** and Zn** was the most similar to the resin methods.

HCl-resins extracted proportionally more Cu** than chemical extraction,
but less than the other resins. Except for soils from Site 3, HCl-resins extracted
low proportional K*. Except for soils from Site 5, HOH-resins extracted high
proportional HPO, 2~ and low proportional NO; ™ relative to other resins.
NaHCOs-resins extracted relatively high proportions of Cu?*, Fe** (except at
Site 1), and Zn* (except at Site 3), and low Mn?* relative to other resins. The
representation of soil Na* on NaHCOs-charged resins is unknown, but this
cation represented an average of 1.8, 0.3, and 0.9 of all cations extracted by
chemical means, HCl-resins, and HOH-resins, respectively.

Due to the relatively large number of nutrients compared among methods,
we ranked nutrients in order of their net extraction within each site (Table 4) to
offer a clearer picture of the data. All methods in all soils extracted Ca>* in the
greatest quantities (range 82.3-93.3%) and Zn>* in the least (range 0.01-
0.03%). K* was second-most abundant in all soils using chemical techniques
(range 4.1-9.5%), and Mg>* was second-most abundant in all resin analyses
(range 4.6—10.3%) except by NaHCOj3-resins in Site 5 soils. Anions were
extracted in the order SO, > HPO,?” > NO,” by all analyses. As
suggested by the proportional comparisons, and with the exception of
NaHCOj extraction of Mn”* from Site 5 soils, Mg>* and Mn?* ranked lower
with chemical extraction (ranges 1.9-4.0%, Mg>*; < 0.1-0.1, Mn>") than
resin methods (ranges 4.6—10.3%, Mg®*; 0.4-1.9, Mn?™). In all soils, Fe**
ranked relatively low with HOH-resin extraction, as did SO, 2~ except in Site
3 soils where the HOH-SO, >~ ranking matched that of NaHCOj. Similarly, in
all soils, NH4+ ranked low with HCl-resin extraction, as did Na* except at
Site 5 where HCI-Na* ranking matched that of HOH. Nat and HPO,2~
ranked high with chemical extraction, except for HPO, 2~ in Site 3 soils. Mn>*
extraction ranked relatively high with both HCI- and HOH-resins.

We also ranked the CNP sites specific to nutrient and extraction method
(Table 5) for greater clarity in interpreting the data. This ranking also shows
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inconsistencies among methods. HOH- and NaHCOj;-resins appear to share
the most similarities, but this agreement is not consistent among all nutrients.
Chemical extraction of carbonate-related nutrients Ca>*, Cu**, Mg?*, and
Mn?* followed roughly similar patterns; K also conformed to this among-
site pattern. Importantly, in examining the most abundant nutrients (from
Table 4), variation in the site ranking among methods is greater for carbonate-
related Ca>* and Mg>™" than for the non-carbonate related K* (Table 5).

DISCUSSION

Among five CNP soils, different nutrient extraction techniques yielded
disparities in net quantities, ionic proportions, and abundance rankings of
nutrients (Tables 2-5), indicating that the methods are not comparable.
Importantly, which of the methods most closely represents actual plant-
available nutrient levels is unknown and is certainly dependent on the
characteristics of the local ecosystem. The soils used for this study were from
Canyonlands National Park, a site with highly calcareous soils that are
sensitive to fluctuations in moisture, temperature, and pH“’lG’ZZ] that can be
induced by various extraction techniques. The following discussion is in
the context of the particular environmental conditions of CNP, but the
implications of this study emphasize the universal importance of under-
standing the differential effects of alternate methods on soil chemistry.

H*-containing resins, particularly HCl-resins, adsorbed more total soil
cations and anions than did Na'-containing resins (Table 3a—e). The
especially low affinity of resins for H*™*! may explain the generally greater
cation extraction with HCl- and HOH-resins, but it does not explain
discrepancies in net nutrient sorption between HCl- and HOH-resins, found
for Ca®*, Cu®*, Fe*t, Mg?*, Mn**, Na*, HPO, %™, and SO, >~ . Because the
only difference between these two counterion combinations was the
associated anion, different nutrient extraction patterns between HCI- and
HOH-resins may be attributable to differences in C1~ and OH™ dynamics.

CI™ is less likely than OH™ to influence cation adsorption because OH™
has a greater capacity to affect pH and biogeochemical reactions. Many
commonly used counterions, such as HT, HCO; ™~ and OH", can affect pH in
the vicinity of the resins, which will in turn influence the solubility and/or soil
release of certain elements.!"**” In the pH range of the soils tested for this
comparison (Table 1), resin release of OH™ induces more alkaline conditions
in the resin environment and in turn should decrease the resin sorption of
HPO, 2~ 7?8 and other carbonate-related cations such as Ca>*, Cu®*, Mg?*,
and Mn**. There are counteracting processes in a mixed-bed system such as
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ours, however, as simultaneous H™ desorption can acidify the resin
environment and actually promote the solubility of carbonate-related
cations.”) The pH buffer capacity of the soils used in this comparison (%
CaCO; equiv. in Table 1) was not so high that it would preclude these
reactions.[*) Because C1~ does not have the same effect on solution pH as
OH™, we conclude that net acidification in the vicinity of the HCl-charged
resin was largely responsible for greater solubility and subsequent adsorption
of Ca®*, Cu®*, Fe**, Mg?*, Mn*, and SO, from most of the soils by HCI-
loaded resins. HOH-resin extraction of HPO,2~ may be greater than HCI-
resin extraction because resin affinity for C1™ is greater than that for OH ¥
and OH™ /HPO, 2~ exchange is consequently easier. The reasons for greater
extraction of Na* and NH, * by HOH-resins remain unclear; one possibility is
that HCI effected greater dissolution of CaCO; and the solubilized Ca%t,
which is a high-affinity ion,!* competitively displaced Na* and NH,* from
HCl-resin exchange sites.

Resin counteranions could also affect cation adsorption in other ways.
Exchange of HCO, ~, for example, could result in precipitation of carbonate-
associated ions!'®' and reduce adsorption of Ca**, Cu®**, Mg®*, Mn**,
HPO42_, and Zn** on NaHCOs-resins. As a buffer, however, HCO, ™
desorption may also have the opposite effect and solubilize carbonates
through a pH decrease, particularly in high-pH soils.!"! Desorption of OH™
from HOH-resins, via reactions with CO, (—HCO; 7), could have similar
effects. This phenomenon could have indirect effects on other ions; for
example, higher average HPO, 2~ sorption on HOH-tesins could decrease that
of SO, 2, as shown by their extraction data between HCI- and HOH-resins in
all soils but those from Site 3 (Table 3a—e).

Because many of our field studies at CNP concern soil P status and
dyna.mics,[23 291 this nutrient was of especial interest in these method
comparisons. In all soils except for those from Site 5, our data show greatest
proportional extraction of HPO42‘ with OH™ (Table 3a—e), accountable by
the greater resin affinity for CI~ and HCO, ~ than for OH .31 With the
exception of Site 2 data, our results generally corroborate the anion-exchange
resin bead studies of Bache and Ireland,!'®! who found little difference
between HCO, ~ and C1~ as HPO, 2~ counteranions in a calcareous soil (pH
7.5), but are in contrast to the study of Sibbesen,*! who found that HCO, ~
extracted more HPO42_ than CI7, also in a calcareous soil (pH 7.3).

We detected some consistent patterns among soils with respect to a
method’s preferential extraction of certain nutrients, such as proportionally
lower extraction of Cu®**, Mg®*, and Mn®* with chemical methods (Table
3a—e). Mg®>* was extracted with NH,OAc, which operates on the principle of
cationic exchange between NH, " and the target cations from soil exchange
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sites. The theory that affinity for a soil exchange site occurs in the order
NH,* > Na* =~ H*®% would predict higher proportional values of all
nutrients extracted with NH4OAc, ie., Ca’t, K*, Mg?*, and Na™.
Proportional Ca**, K, and Na% indeed were relatively high by chemical
extraction in most soils (exceptions are Site 1 for Ca** and Site 5 for K™), but
proportional Mg”* was noticeably lower (Table 3a—e), the reasons for which
are unexplained. With respect to Ca”*, it also is possible that the NH,OAc
extraction, even at pH 8.5,1**] dissolves some fine-grained CaCOj; concretions,
resulting in an erroneously high estimate of exchangeable Ca®*. Either of
these mechanisms should be taken into account when considering NH,OAc
extraction, particularly in high-carbonate soils.

Proportional Cu** and Mn?*, also carbonate-related nutrients, were
determined to be lower with chemical DTPA extraction, a procedure that also
uses CaCl, to minimize the dissolution of carbonates.*! In theory, the CaCl,
may affect carbonate-related nutrients the least of the four options that we
examined. The sensitivity of carbonates to biogeochemical alteration is
difficult to gage with measures of Cu>* and Mn>*, however, as the opposing
effects of carbonate dissolution by resin-H* and precipitation by resin-OH ™~
and resin-HCO; ™ are not evident in Table 3.

The inconsistent nutrient patterns among methods when compared from
soil to soil (Table 3a—e) strongly suggest that the most appropriate method is
specific to soil type. In calcareous soils such as CNP with substantial levels of
carbonates and carbonate-related nutrients, we assert that a nutrient extraction
technique that biogeochemically alters soil carbonates is inappropriate for
measuring plant-available nutrients. Such alteration might occur with
NH,OAc- or H*-induced dissolution of carbonates, or OH™ or HCO; ™ -
induced precipitation of the same. These analyses suggest that pH
manipulation results in greater adsorption of several nutrients by HCl-resins,
but that nutrient representation may also be affected by differing ion-resin
affinities and interactions among ions. It is proposed that it is necessary to
identify the nutrients of foremost interest to a study and to understand
differences in their resin sorption and conventional chemical extraction
dynamics in selecting a method of measurement. Studies of soil nutrient
bioavailability should determine which method is most appropriate for
particular soils and particular species or functional types.

Many extractions are conducted to determine the quantities of plant-
available nutrients. It is difficult, however, to compare the ion affinities of
resins with those of plant roots, to determine whether resin desorption of H*
replicates that of plant roots, and whether this is in proportion to other ions
sorbed. Because we do not know how accurately extraction methods represent
biological uptake of any single nutrient, we also do not know the “best”
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method to determine these quantities. Our study highlights the fact that
various techniques for measuring soil nutrients with ion-exchange resins have
differential effects on the soil-resin environment and yield data that should not
be compared nor considered interchangeable. Studies of soil nutrient
bioavailability should determine which methods are most appropriate for the
particular soils, plant species and/or functional types of interest.
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