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Abstract
Phosphorus (P) management for dairy and beef cattle operations can be improved by understanding P chemistry in manure and manure-impacted soils. This
study characterizes the P forms in dairy and beef cattle manure, and evaluates P release characteristics of manure-impacted soils. Dairy and beef manure
from 5 cattle was collected in two consecutive years and subjected to sequential P fractionation, using 1.0 M NH,ClI (labile P), 0.1 M NaOH (Fe/Al-P) and
0.5 M HCI (Ca/Mg-P) for 2, 17, and 24 h, respectively. In the second year, manure samples were also extracted repeatedly with 1.0 M NH,Cl until no more
P was released. Phosphorus release was influenced primarily by Ca and Mg concentrations in the manure, and their P release potential varied with the
manure source. The Ca:Mg ratios in the sequential water extracts of manure-impacted soils decreased from 1.0 in the first extract to 0.6 in the tenth extract
for soils collected from active dairies with high rates of manure application. The ratio was a constant 2.0 for soils from abandoned dairies with high manure
application rates. Ca:Mg ratios were even higher for beef pasture and forage soils. It also appears that Mg concentrations in the manure could have a
detrimental effect on Ca-P stabilization in manure-impacted soils. To minimize the environmental impact of manure applications, it may be necessary to

reduce the amount of Mg in the manure through diet or by pre-treatment prior to land application.

Key words: Beef manure, dairy manure, manure-impacted soils, phosphorus release, Ca:Mg ratio.

Introduction
Dairy and beef cattle ranches are often blamed for the poor water
quality of adjacent lakes and other water bodies. Manure gener-
ated by these facilities may contribute to the nutrient status of the
lakes, but little work has been done to characterize the manure
constituents and the P release potential from the different manure
types. Information on manure constituents would assist in devis-
ing viable management options for stabilizing the P in manure-
impacted soils. Different extractants were employed for the char-
acterization of P namely deionised water, 0.5 M NaHCO,, 0.1 M
NaOH, 1.0 M HCI, and 5% trichloroacetic acid in dairy and poul-
try manure!. In addition to these extractions, a sequential extrac-
tion procedure? was used and it was found that the major portion
of manure P was soluble in weak extractants like water or bicar-
bonate. Phosphorus forms in manure were also evaluated (dairy,
poultry and swine) and P leaching potential was measured using a
simulated rainfall®. Distribution of inorganic P among the P forms
differed with the manure type, although inorganic P accounted for
63 to 92% of total P (TP). Leaching of P from the manures by
simulated rainfall was closely related to water-extractable inor-
ganic P concentration. The continuous release of P by a weak ex-
tractant, 1.0 M NH,CI solution, has been demonstrated for lake
sediments* and for manure-impacted soils®. Stability of manure-
derived forms of P is a relevant environmental consideration for
soils, given the potential for runoff and subsurface transport. The
forms, stabilities, and transformations of applied P have been stud-
ied for a variety of soil materials and amendments®t. High levels
of P could be leached from the surface horizons of sandy Florida
soils from the Okeechobee Basin, despite high pH and abundant
Ca?* in solid and solution phases®>!2. Common approaches to re-
duce P solubility in manure-impacted soils include addition of
chemical amendments like alum and FeCl, or Ca-based amend-
ments like limestone and gypsum to precipitate the P34, Recent
work made use of less expensive waste treatment residuals (WTR)
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to remove excessive P from fertilizer and manure applications>
7. While all these amendments are effective in P removal, it will
require an understanding of manure constituents and the constitu-
ents of manure-impacted soils to devise suitable management prac-
tices to effectively secure P on a long-term basis. Dairy and beef
cattle manure will likely have different potentials to release P; it
follows that dairy and beef manure-impacted soils will also re-
lease P differentially. The objectives of this study were to: a)
characterize P forms in dairy and beef cattle manure b) study P
release characteristics of manure-impacted soils and, c) relate P
release to constituents in manure and manure-impacted soils.

Materials and Methods

Manure and soil sampling: Manure samples from milkers, light
dry cattle (cattle that were not lactating at the time of manure col-
lection), and beef cattle were collected from two dairies or two
ranches in two consecutive years. Two five-cattle composite sam-
ples were obtained by collecting manure from five animals at each
site. This provided a total of 12 samples each year (3 animal types
x 2 locations x 2 samples) for analyses.

Soil samples were collected from the surface (A) horizon of
heavily P-impacted intensive areas of six dairies varying in cattle
numbers and dairy age. Three of the dairies had been abandoned,
while the other three were operating at the time of soil sampling.
Soil samples were also obtained from surface soils of less P-im-
pacted forage areas of three dairies, and from two beef pastures.
The soil and manure samples were collected from the same site.
Soil types represented by the dairies and beef pastures were
Myakka fine sand (sandy, siliceous, hyperthermic Arenic Alaquod)
or Immokalee fine sand (sandy, siliceous, hyperthermic Aeric
Alaquod). Detailed characteristics of these soils are also avail-
ablet.

Manure and soil analyses: Each manure sample was subjected
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to sequential fractionation extractions to determine discrete pools
of P from each manure source®. A 2-g air-dried and sieved manure
sample was successively shaken with 20 ml each of 1.0 M NH,ClI
(adjusted to pH 7.0), 0.1 M NaOH and 0.5 M HCI for 2, 17, and
24 h, respectively. At each stage, the solutions were centrifuged
for 15 minutes at 3620 x g in a refrigerated centrifuge and fil-
tered through a 0.45 um filter. All extractions were carried out at
room temperature (298°K). Total P in the residue was determined
by ignition at 823°K *°, The manure samples of the second year
were also subjected to repeated extractions with 1.0 M NH,ClI
solution until no more P was extracted, prior to continuing with
the fractionation scheme. Inorganic P in the various soil extracts
was determined colorimetrically by the ascorbic acid reduction
method. A portion of the sodium hydroxide extract was digested
(micro Kjeldahl technique) to determine TP in the extract. Or-
ganic P in the extract was determined as the difference between
the total and inorganic P. All P determinations were made on a
Shimadzu UV-160 visible recording spectrophotometer at a wave-
length of 880 nm. Calcium, Mg, Fe and Al concentrations were
determined in the sequential extracts. All metal determinations
were made using a Perkin-Elmer 2380 atomic absorption
spectroscopy unit. The pH was determined on 1:2 manure:water
suspension. Total C and N were determined by combustion using
a Carlo Erba CNS Analyzer (Carlo Erba, Milan, Italy). All soil
samples were sequentially extracted with water. The apparatus
used for soil extraction consisted of a 150 ml polystyrene filter
unit (Falcon 7120) fitted with inert filter membrane of 0.45 um
pore size. The extractions were performed on 25 g of air-dried
and sieved soil samples. Ten ml of 0.01 M KCI (to prevent soil
dispersion) was added and the unit was allowed to stand for 24 h.
The soil was then leached with 25 ml of 0.01 M KCI solution at
24-h intervals for 5 d (extracts 1 - 5). Filter units were allowed to
remain undisturbed for two days and an additional five extractions
were carried out (extracts 6 - 10). All filter units were allowed to
stand undisturbed for eight weeks after which weights were re-
corded and one or more extractions (extracts 11-16) carried out
at 24-h intervals. All extractants were analyzed for soluble reac-
tive phosphorus (SRP) on a Shimadzu UV-160 visible recording
spectrophotometer at a wavelength of 880 nm?. Calcium, Mg, Fe
and Al concentrations were determined in selected water extrac-
tions, i.e. the 1%, 2", 5" and 10" extracts using atomic absorption
spectroscopy.

Statistical analyses: Statistical analyses were performed using
SAS Institute software?22. ANOVA was performed with mean sepa-
ration using the Waller-Duncan procedure. Stepwise regression
was used to examine relationships between ammonium chloride-
extractable P in the manure and other manure constituents.
Stepwise regression was also used to examine relationships be-
tween water-extractable P and soluble elements in the water ex-
tracts of the manure-impacted soils.

Results and Discussion
Manure characterization and fractionation: The pH of the vari-
ous manure types was >7.0 (Table 1). The three manure types had
an average total C concentration of 410 g kg*. The total N con-
centrations decreased in the order of milker > light dry > beef.
Although TP concentrations in manure were ordered as milker =
light dry > beef (Table 1), the amount of labile P (referred to as
the labile P fraction)® released in the first NH,CI extract (Table
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2), was in the reverse order (milker < light dry < beef). This re-
sult suggested that a difference exists in P release potential for
the various manure types. The differences in extractability of la-
bile P are likely to be associated with varying levels of binding
energy of manure constituents with Pt. Manure additions have
been shown to have a greater influence on soil P availability and
leaching than the application of inorganic fertilizers®, and this
study shows that there is variability in P release potential within
manure types as well.

Differences in NH,CI-P for the manure types in year 1 and year
2 are shown in Table 2. There were no statistically significant dif-
ferences in NH,CI-P or TP between the two years for a given ma-
nure type. Thus, mean values of data for a given manure type are
used in subsequent discussions. Assuming that NH,CI-P, NaOH-
Inorganic P, and HCI-P constitute the inorganic P fraction in the
fractionation scheme, the percentage of inorganic P in the ma-
nure irrespective of the manure type averaged 65% (Table 3). In
general, inorganic P in manure varies from 70 to 90% of TP, and
in most agricultural soils, 50 to 75% of the P is inorganic?*2.
Fractionation studies (Table 3) suggested that the labile P fraction
was the greatest for the beef cattle and the lowest for the milkers,
although the P stored in the HCl-extractable fraction was the high-
est for the milkers and the lowest for the beef cattle. Labile P
fractions in manure-impacted soils are generally related to Ca and
Mg fractions®, and the labile P fractions in the manure appear to
follow a similar pattern with high Ca and Mg concentrations in the
labile P extract (Table 4). The total Ca and Mg concentrations in
manure decreased in the order milker > light dry > beef. These
differences are likely be related to Ca and Mg contents in the feed.
Milkers receive Ca and Mg supplements, and their concentrations
are reflected in both the NH,Cl extract and in the total metal ex-
tracts. Inorganic P for milkers was lower than those for the other
manure types, and all manure samples had a relatively small pool
of Fe- and Al-P forms. The total P in the residual fraction (TPR)
suggested that there was no significant difference among the ma-
nure types in the amount of P that was not readily extractable by
any of the chemical reagents in these studies (Table 3).

Sequential extractions of manure with NH,CI solution: Sequen-
tial extracts of NH,CI-P indicated that P continued to be released
with subsequent extractions (Fig. 1). Multiple linear regressions
(Table 5) suggested that labile P was related to Ca, Mg and Fe in
solution for the manure of milkers, Ca and Fe for light dry cattle
and Ca and Mg for beef cattle manure. No measurable amount of
Al was found in these systems. The initial NH,CI extract, when
included in the regression equation, gave a poor R? value (R =
0.4330) for the milkers. The value increased with omission of
this P value from the regression equation. The P release in the
first extract was less than in the second extract (Fig. 1), but Ca
(Fig. 2) and Mg (Fig.3) showed substantial decrease in concentra-
tions from the first to the second extract. As the contact time
with NH,Cl solution increased, manure P release (second extract
onwards) was better associated with Ca and Mg concentrations
(Table 5). The improvement in R2 values was not observed for the
light dry or beef manure, indicating that metals released by the
milkers in the first NH,CI extract may have been associated not
only through Ca, Mg and Fe, but also via some other mechanism
that we could not identify. It is possible that metal-P stability may
have been greater in the dried manure samples. Also, it is likely
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Table 1. Selected characteristics of milker, light dry and beef cattle manure.

Manure Type pH Total C Total N Total P Total Ca Total Mg

g kg* mg kg
Milker 7.0(0.8)" 410(20) 24(3) 8317 (1222) 16291 (1487) 7010 (781)
Light Dry 7.7(0.7) 400 (20) 18(2) 8244 (1246) 13127 (5755) 3805 (1523)
Beef 7.6(1.1) 420 (20) 14 (1) 5933 (1649) 4755 (322) 2504 (868)

"Values within parenthesis are standard deviations.

Table 2. Effect of manure type on NH,Cl extractable P (n=8).

Manure type Year 1 Year 2
mg P kg*

Milker 320 b* 352b

Light Dry 1392 a 1105a

Beef 1546 a 1325a

" Mean values of NH,CI-P for a given year followed by the same letter are not significantly different (P = 0.05) using the Waller Duncan k-ratio multiple comparison procedure.
Note: Statistical analyses showed no differences in NH,CI-P releases between the 2 years for a given manure type.

Table 3. Distribution of P in the various fractions among manure types.

Manure type NH,CI-P NaOH-Inorg. P NaOH-Org. P HCI-P TPR T
(labile P) (Fe/Al-P) (Ca/Mg-P)
mg kg*
Milker 336 bt 24b 138a 4233a 2245a
Light Dry 1244a 164a 118a 3944 ab 2569 a
Beef 14352 181a 101a 2279b 2019a

1 TPR, total phosphorus in the residual fraction.
T Mean values for a given P fraction followed by the same letter are not significantly different (P = 0.05) for a given manure type using the Waller Duncan k-ratio multiple

comparison procedure.

Table 4. Ca and Mg concentrations in the NH,Cl extract and in total metal extracts.

Manure type NH,CI-Ca NH,CI-Mg Total Ca Total Mg
mg kg*

Milker 7553 a 4065a 16389 a 6808 a

Light Dry 5637 ab 1696 b 12581b 3457b

Beef 3424 2954 a 4391 ¢ 2708¢

* Mean values for a given metal concentration followed by the same letter are not significantly different (P = 0.05) using the Waller Duncan k-ratio multiple comparison
procedure.

Table 5. Stepwise regression results for the dependent variable, NH,CI-P vs the independent variables
NH,CI extractable Ca, Mg, and Fe and Al for the various manure types.

Manure type n Multiple linear regression equation*** Model R?
Milkers 47 NHA4CI-P =-30.9 +159.0 [Fe]* ** - 034 [Mg]*** 0.4328
Milkers 43 NH4CI-P =-201 + 0.268 [Ca]*** + 93.8 [Fe]* + 0907 [Mg]** 0.7788
Light Dry 33 NH4CI-P =-201 +0.777 [Ca]*** + 89.08 [Fe]** 0.8604
Beef 10  NHA4CI-P =-177 +1.12 [Ca]*** + 2.29 [Mg]*** 0.9730

*** Sjgnificant at p<0.0001, ** significant at p = 0.001, * significant at p = 0.01.
Note: Aluminum concentrations in the NH,Cl extracts were below detection limits.

" First extract not included
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Figure 1. Ammonium chloride-extractable P in sequential extracts for milker, light dry and beef cattle manure.Vertical bars
represent standard errors of the mean.
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Figure 2. Ammonium chloride-extractable Ca in sequential extracts for milker, light dry and beef cattle manure.\ertical
bars represent standard errors of the mean.
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Figure 3. Ammonium chloride-extractable Mg in sequential extracts for milker, light dry and beef cattle manure. Vertical
bars represent standard errors of the mean.
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that if the repeated extractions were done on manure samples that
were fresh, the relationship may have been different even when
the first extract was included in the regression equations. The P
that was repeatedly extracted with NH,CI appears to have origi-
nated from the HCI fraction, i.e., Ca/Mg-P. The percentage of
NH,CI-P in the repeated extractions was 65% for milkers, 51%
for light dry cattle, and 42% for beef cattle, corresponding to the
HCI fractions, 51% for milkers, 49% for light dry cattle, and 40%
for beef cattle after a single extraction with NH,CI (Table 3). All
other manure-P fractions except the recalcitrant residual fraction
were relatively small (Table 3). The data on manure fractionation
agreed well with fractionation information obtained from heavily
manure-impacted soil samples sequentially extracted with NH,CP.
A continuous release of P was also observed from manure-im-
pacted soils using the strip P methodology?.

Sequential extractions of manure-impacted soils with 0.01 M
KCI (Water-extractable P): Multiple linear regressions (Table
6) suggested that P released from manure-impacted soils was re-
lated to Ca and Mg concentrations. The R2 values for the ‘inten-
sive’ area soils improved substantially (from R2=0.2914 to 0.6728)
just as for milkers, when the first extract was omitted from the
regression equation. The R2 value improvements were marginal
for the forage and beef pasture soils. Since the soils of the inten-
sive area were impacted primarily by milker manure, these soils
could also contain Ca and Mg concentrations associated with P, as
well as other elements not included in this study. The water-ex-
tractable P for all dairy manure-impacted soils was significantly
(P<0.0001) correlated with the Mg concentrations in solution,
while beef pasture soils were significantly (P<0.0001) correlated
with the Ca concentration (Table 6). The less manure-impacted
forage soils were also correlated with Ca concentrations (P =
0.001). When the first extract was not included in the regression
equation, Ca concentrations were negatively correlated with the
water-extractable P, which suggested that there was some stronger
Ca-P bonding when the soils were first subjected to water extrac-
tion. For fishwaste compost, parallel release of P and Ca in solu-
tion was due to association of P with Ca, but the study could not
show that Ca-P was the predominant P form in the compost?. The
soil pH values of the beef pasture and forage areas, which were
less heavily manure-impacted, were lower (< 6.00) than that of
the heavy manure-impacted (intensive) areas for both the active
and abandoned dairies (Table 7). Also, the total soluble P in the
first ten extracts for the intensive area soils was >150 mg P kg?,
while in the beef pastures and forage areas, the soluble P was less
than a tenth of that value (Table 7). The potential for P loss from a
soil profile in the intensive areas was calculated using water-solu-
ble P concentrations® and it would be, at a minimum, 350 kg ha*
from intensive area soils, and 10 kg ha from forage soils. The P
retention of the surface horizon of these soils exceeded their sorp-
tion capacities and that the temporarily retained P had the poten-
tial to move vertically through the soil profile®. Calcium: mag-
nesium ratios were less than 1.0 for the intensive component of
active dairies, and decreased in value with sequential extractions.
On the other hand, Ca:Mg ratios for the abandoned dairies were
approximately 2.0 and this value appeared to be constant for the
sequential extractions. For soils from the abandoned dairies, Mg
could have leached with time, resulting in a higher Ca:Mg ratio. A
more constant Ca:Mg ratio in the sequential extracts for aban-
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doned dairy soils may indicate a tendency toward P stabilization
in these soils, even if no crystalline Ca or Mg phosphates have
been detected in any of these soils by x-ray diffraction analysis®.
Inhibitory effects of Mg on Ca-P crystallization®-®2 could have
been the reason for less stable Ca-P forms in the intensive area
soils, particularly of the active dairies. Non-crystalline Si and or-
ganic acids may also inhibit crystallisation of Ca-P and would thus
maintain high P solubility®. A statistically significant increase was
also observed in Ca and Mg-associated P in the surface soils of
abandoned dairies compared with active dairies in a previous
study?. This might be due to a gradual mineralization of the re-
sidual P fraction and a subsequent association of the organic P
with Caand Mg. Calcium:magnesium ratios for both beef pasture
and forage soil solutions were higher than for either the active or
abandoned intensive area soil solutions (Table 7).

Conclusions
The potential hazard of manure in releasing P to the environment
depended on whether the source was dairy or beef. Beef manure
released P more rapidly than dairy manure, but the P was exhausted
more rapidly than for dairy manure, particularly milker manure.
Phosphorus in both manure and manure-impacted soils was asso-
ciated primarily with Caand Mg. Although not a part of the present
study, P released from manure source likely depended on the na-
ture of the feed the animal receives and therefore a control of
feeding levels (Ca, Mg, etc.) without any adverse effect on cattle
activities (e.g. milk production) might significantly affect P re-
lease potential from manure sources. Phosphorus released from
manure-impacted soils depended on manure loading magnitude;
high P loading in the intensive area soils of the abandoned and
active dairies released more than ten times the amount of P in
sequential water extracts than from the less manure-impacted soils
of pastures and forages. Differences in Ca:Mg ratios in the vari-
ous extracts for soils from the intensive areas for active and aban-
doned dairies suggest some transformation of P toward more sta-
ble forms in the abandoned area soils. Higher Ca:Mg ratios in the
less manure-impacted pasture and forage soils suggest a different
behaviour of P in these soils. The information obtained in this
study is a beginning toward the understanding of manure constitu-
ents responsible for releasing P to the environment. It appears
that stability of P is related to Ca and Mg constituents in the ma-
nure and in manure-impacted soils. Besides animal diet manipula-
tions, environmental management practices might have to take into
consideration the removal of Mg in the manure-impacted soils,
which may have an effect on Ca-P crystallization and stabilization.
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