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Characterization of volatile compounds and
olfactory profile of red minority varietal wines
from La Rioja
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Abstract

BACKGROUND: The aim of this work was to study for the first time the volatile compounds and olfactory profile of La Rioja
red wines made with the local varieties Vitis vinifera cv. Monastel and Maturana Tinta de Navarrete, using Tempranillo as a
reference variety. The impact of vintage on these compounds was also evaluated, and chemometric techniques were applied
to achieve a possible differentiation of the wines.

RESULTS: A clear classification of wines according to grape variety and vintage was obtained. Volatile compounds that
differentiated wines by grape variety were varietal aromas whereas vintage was mainly differentiated by compounds formed
during the alcoholic fermentation and extracted from wood during the elaboration process in wooden barrels. Sensory analysis
also allowed differentiation of wines by grape variety. Tempranillo wines were characterized by liquorice notes, whereas
Maturana Tinta de Navarrete wines were the least fruity and showed herbaceous and pepper notes. The sensory profile of
Monastel varied between vintages.

CONCLUSION: These minor grape varieties could provide a good alternative to the most widespread variety in La Rioja:
Tempranillo. The use of these varieties produced wines with their own personality and different aromatic profile from other
wines on the market.
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INTRODUCTION represent a good option. In this sense, in La Rioja (Spain) —an
Wine aroma is one of the most important properties when it ~autonomous community with alarge vitiviniculture tradition - has
comes to consumer preference, and it is mainly determined by increased the need to preserve and characterize its minority grape
the volatile compounds. These volatile compounds are produced varieties in order to maintain the authenticity and differentiation
through metabolic pathways during ripening and harvesting of of |.ts 6V\;|n§s. l?rewous sthjles of I<.)cal. red varieties from this
grapes, during their fermentation and/or during the storage of ~ €gion™” highlighted the vine-growing interest of Monastel and
wines.! Maturana Tinta de Navarrete grape varieties, which could be

Although the overall composition of most grape varieties is a good compI?ment t'o the mpst W;despread variety of the
very similar, there are clear and distinct aroma and flavour area—Tempranlllo.— Whlch .lmplles 85% of the surface of red
differences among most cultivars2 Varietal aromas are some grapes cultivated in La Rioja. Therefore, studies on the sensory
of these compounds which allow differentiating wines by their properties and phenolic composition of varietal wines made with

. . I these varieties have recently been carried out.2 However thereis no
variety. However, several studies support the contribution of other . . . - .
. . published information about the aromatic profile of these wines.
volatile compounds such as fusel alcohols, esters and fatty acids

ietal diff . 3k Moreover, it is important to highlight that the mere knowledge of
to varietal differentiation.

o ) the volatile composition of a wine, without sensory evaluation, is
The phenomenon of replacement of local grape varieties with

widely spread international cultivars is coming to a standstill. In
addition, wine consumers’ taste and preferences have changed
*Corresponding to: Belén Ayestaran, Instituto de las Ciencias de la Vid y del Vino

dunhg .the last few years, since there are Other Vf—ilues _and (Universidad de la Rioja, CSIC y Gobierno de la Rioja), C/ Madre de Dios 51,
motivations apart from aroma and taste for drinking wines 26006 Logrofio, Spain. E-mail: belen.ayestaran@unirioja.es

such as marketing attributes and new wine styles. Having in

mind these new tendencies, several Denominations of Origin a Instituto de las Ciencias de la Vid y del Vino, (Universidad de la Rioja, CSIC y
. L . . . Gobierno de la Rioja), 26006 Logrofio, Spain

are starting to promote varieties linked to specific locations

which produce original and high-quality wines. Minor varieties, b Estacién Enoldgica. Instituto Tecnoldgico Agrario de Castillay Ledn, Consejeria

perfectly adapted to the local environmental conditions, may de Agriculturay Ganaderia, 47490 Rueda (Valladolid), Spain
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inadequate to predict the flavour of the whole system as perceived
by a trained sensory judge. In fact, interactions among odorants
and interactions between the odorant and different elements
of the wine’s non-volatile matrix can affect the odorant volatility,
flavour release and overall perceived flavour, intensity and quality.’

Considering all the previous comments and studies, the aim of
this work was to identify the aroma characteristics of red varietal
wines made from the minor varieties Monastel and Maturana
Tinta de Navarrete, using Tempranillo as a reference variety.
Wines were elaborated in a real winery during three consecutive
vintages, and both the sensory olfactory profile and the volatile
composition were studied. Multivariate techniques of data analysis
were employed in order to establish differentiation criteria among
the wines as a function of the grape variety or the vintage.

MATERIALS AND METHODS

Chemicals

Volatile standards were of analytical quality. Ethyl butyrate,
ethyl isovalerate, ethyl hexanoate, ethyl octanoate, 8-phenylethyl
acetate, isobutanol, benzyl alcohol, 2-methyl-1-butanol, 3-methyl-
1-butanol, B-phenylethanol, 1-hexanol, cis-3-hexenol, hexanoic
acid, octanoic acid, decanoic acid, guaiacol, y-butyrolactone and
citronellol were purchased from Fluka (Buchs, Switzerland); ethyl 2-
methylbutyrate, ethyl decanoate, isoamyl acetate, trans-3-hexenol,
2,6-dimethoxyphenol, y-nonalactone, acetovanillone, linalool, 8-
ionone, ethyl cinnamate and methyl octanoate were obtained from
Sigma-Aldrich (Steiheim, Germany); and finally methyl vanillate,
ethyl vanillate, 4-ethylphenol, 4-vinylphenol, 4-vinylguaiacol and
3,4-dimethylphenol were purchased from Lancaster (Strasbourg,
France). Dichloromethane (HPLC grade) was supplied by Merck
(Darmstadt, Germany).

Vinifications and samples

Vinifications were carried out in the wine cellar Juan Carlos Sancha
SL (Bafios de Rio Tobia, La Rioja, Spain) using the grape varieties
Vitis vinifera L. cv. Tempranillo (T), Monastel (O) and Maturana
Tinta de Navarrete (V) harvested in 2009, 2010 and 2011. All grape
varieties were harvested in good health conditions at their optimal
stage of ripeness, with sugar concentrations ranging between 22.2
and 24.9 °Brix, and total acidity of 4.80-7.15g L~ tartaric acid.
All grapes were vinified under the same controlled winemaking
techniques.

Grapes were destemmed and distributed into 500 L French oak
barrels/containers, sulfited with 3 g hL™" SO, and inoculated with
25g hL™" Saccharomyces cerevisiae yeast strain (Uvaferm VRB,
Lallemand Inc., Spain). The fermentation—maceration process
was carried out at a maximum temperature of 28 +2°C and
lasted around 10days. Wines were then run off and introduced
again into the same 500L French oak containers, where they
were maintained at controlled wine cellar temperature. After
spontaneous malolactic fermentation, which lasted from 1 to
2 months, wines were racked, clarified and bottled. In 2009, two
batches for each grape variety were studied. In 2010 and 2011
vintages, four batches for each variety were collected. Samples
after bottling were analysed for aromatic compounds and tasted.
A total amount of 30 samples were taken for this study from the
three vintages; 10 corresponded to Tempranillo, 10 to Monastel
and 10 to Maturana Tinta de Navarrete wines. The same barrels
(Quercus petraea, fine grain, medium toasting, thickness of stave
27 mm) were used in the three vintages; vintage 2009 was their

fourth use, 2010 their fifth use and 2011 their sixth use. Thus both
the year of harvest and the time of use of the barrel are included
in the term vintage.

Analysis of volatile compounds

Volatile compounds were extracted by liquid-liquid extraction
following the method developed by Rodriguez-Bencomo et al.’®
Chromatographic analyses were performed with an HP-6890 N
GC (Agilent Technologies, Waldbronn, Germany) coupled to a
HP-5973 inert MS detector equipped with a Quadrex 007CWBTR
capillary column (60 m length, 0.25mm id. and 0.25um film
thickness), following the chromatographic conditions established
by the method.

Quantification was carried out following the internal standard
quantification method. Quantitative data of the relative areas
(absolute areas/internal standard area) were subsequently
interpolated in the calibration graphs built from results of
pure reference compounds. Forty-four volatile compounds were
identified and quantified in the red wines that were classified into
ten groups: ethyl esters, alcohols, alcohol acetates, acids, terpenes,
lactones, volatile phenols, oak compounds, fusel alcohols and
isoamilic alcohols. All analyses were performed in duplicate.

Sensory analysis

A panel of 12 tasters, wine professionals from the DOCa Rioja, was
formed. All wine tasters had participated in previous wine-tasting
panels. Wines were presented at 18 °C in coded standard wine-
tasting glasses according to standard 3591 (ISO 3591, 1997). The
tasting sessions took place in a standard sensory analysis chamber
(ISO 8589, 1998) equipped with separate booths. In a first session,
the panellists were asked to describe the olfactory attributes in their
own words. Descriptive terms and their definitions were debated
among the assessors, and a common consensus vocabulary was
then compiled and discussed further with panellists. Tasters
selected eight attributes for vintage 2009 and 2010, and 11 for
vintage 2011, which were agreed upon as best for describing the
olfactory characteristics of the wines. All the generated terms were
usual wine terms for describing red wines. In the following sessions,
assessors used the consensus vocabulary, scoring the intensity of
each attribute on an interval scale with five levels of intensity
(0=no aroma; 1 =weak aroma; 5 =strong aroma; intermediate
values did not bear description). One wine was replicated in order
to ascertain judges’ consistency.

Statistical analysis
Significant differences between analytical determinations were
analysed by a two-way analysis of variance (ANOVA) taking in
account variety and vintage. Tukey HSD tests were performed to
determinate the statistically significant effect of the parameters
with a value of P < 0.005. Principal component analyses (PCA) were
carried out with the data of the volatile compounds. Only factors
with eigenvalues greater than unity were selected. Stepwise
discriminant analysis (SDA) following the forward method was
used to select the variables most useful for differentiating wines
according to grape variety and vintage. The F-statistical function
was used as the criterion for variable selection. Generalized
Procrustes analysis (GPA) was applied on the full data for sensory
olfactory attributes, and a permutation test was also made to
explain that the results obtained were significant (83.07%).
ANOVA evaluations were performed using the Statistica 8.0
program for Microsoft Windows (Statsoft Inc., Tulsa, OK, USA).
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PCA and GPA were carried out using the Senstools Version 3.3.2.
Program (Utrecht, Netherlands). Discriminant analysis was carried
out using the Statgraphics Plus 5.0 statistical package.

RESULTS AND DISCUSSION

Table 1 presents the concentrations of the 44 volatile compounds
quantified by variety and vintage. Data in the table have been
arranged into nine chemical families (ethyl esters, acetates, acids,
Cs alcohols, terpenes, lactones, volatile phenols, oak compounds
and fusel alcohols). Alcohols were the major group of volatile
compounds in all the wines, followed by ester compounds. In
the three vintages, Maturana Tinta de Navarrete wines were
characterized by the highest concentration of wine volatile
compounds because they reached the highest values in ethyl
esters and Cg alcohols (hexanol and cis- and trans-3-hexen-ol).
Also, they reached the highest values in 4-ethyl phenol. The
high values found in ethyl esters were due to the high values
of ethyl lactate. Ethyl lactate concentrations agreed with those
found in other red varietal wines that underwent malolactic
fermentation."” Cg alcohol contents allowed differentiating red
varietal wines.*'2'3 Although the ratio cis-3-hexen-1-ol/trans-3-
hexen-1-ol has been also used as a varietal marker,’> our results
indicated that these compounds were also influenced by the
vintage. The low values of vinyl and ethyl phenols, which are
frequently found in wines aged in barrels, were as expected for
young red wines.' Monastel wines stood out by a high content
in y-nonalactone and decanoic acid, with similar values to those
found in other red varietal wines.'"'* However, Tempranillo wines
showed the lowest contents in lactones, isoamyl alcohols, ethyl-
2-methylbutyrate and ethyl isovalerate in the three vintages. It
should be pointed out that the aroma of the three varietal wines
did not seem to be terpene dependent, as all of them showed
terpene values below their odour thresholds.

Wines from the 2009 vintage showed the lowest values in Cg
alcohols and the highest in oak compounds. In spite of the higher
relation area/volume of the barrels and taking into account that
they had 4 years of use, wines from the 2009 vintage showed more
compounds from wood than the rest of the wines. Wines from
2010 showed the lowest concentrations of linear ethyl esters, fusel
alcohols and lactones but they were the richest in acetates. Wines
from 2011 stood out by the highest levels of volatile phenols.
The content of acids and Cg alcohols were similar in the last two
vintages.

Table 2 shows the significance of the ANOVA results for the
factor variety and vintage. It is worth mentioning that all the
volatile compounds analysed, except eugenol and trans whisky
lactone, varied significantly among samples with respect to the
variety factor. Results of the ANOVA showed that the effect of the
vintage on volatiles was also important as significant differences
among vintages were foundin 39 of the 44 volatiles analysed. It was
remarkable that three of the five volatiles with no significance when
the factor vintage was analysed corresponded to C4 compounds
(hexanoic acid, 1-hexanol and trans-3-hexen-1-ol). Finally, a total
of 31 volatile compounds presented a significant interaction
between the two factors variety and vintage. Interaction variety
x vintage was not significant for most of the fusel alcohols,
lactones, octanoic acid, 1-hexanol, methyl vanillate, ethyl vanillate,
2,6-dimethoxyphenol and siringaldehyde, indicating that these
compounds showed the same behaviour for all the varieties in the
three vintages of study.

PCA was used in order to clarify data and highlight those
variables that better explained the compositional differences
among varietal wines and vintage. The PCA selected seven factors
with an eigenvalue greater than 1, which explained 93% of the
total variance. However, the variables associated into five factors
were enough to explain more than 87% of total variability. Table 3
shows the loadings for each variable on the selected factor, as
well as the eigenvalue and the cumulative variance. The variables
with higher loading values contributed most significantly to the
explanatory meaning of the factors (marked in bold). The first
factor (PC1) explained 33% of data variability and it was strongly
correlated with acetates, acids (except hexanoic and octanoic
acid), ethyl esters, oakcompounds, fusel alcohols, y -butyrolactone,
acetovanillone and vanillin. Except for oak compounds that are
extracted from wood, the rest of the compounds are formed during
the winemaking process.?'”

PC2 was positively correlated with C6 alcohols (except cis-3-
hexen-1-ol), hexanoic acid, octanoic acid, «-terpineol and methyl
vanillate, and negatively with citronellol. C6 alcohols which are
produced from unsaturated linoleic and linolenic acids by grape
enzymes during destemming and crushing'® have been related to
vegetal and herbaceous aromas of wines.!” Terpene and benzene
compounds have been also associated with the grape variety,'”
but hexanoic and octanoic acids are related to the fermentation
process.!” PC3 was positively correlated with cis-3-hexen-1-ol, the
varietal terpene geraniol, and most of the volatile phenols (with
the exception of vanillin, methyl vanillate and acetovanillone),
and negatively correlated with g-phenylethyl alcohol. PC4 was
positively correlated with the varietal volatile compounds linalool
and ethyl vanillate, and with y-nonalactone, which derives from
precursors present in grapes'* and it is associated with the
fermentation process.

Figure 1(1a) shows the distribution of the different wines in
the plane defined by the first two components, which explained
53% of the total variance. Variables associated with PC2 allowed
separation of varietal wines. Thus Maturana Tinta de Navarrete
wines were mainly characterized by higher concentrations of C6
alcohols, hexanoic acid, octanoic acid, linalol and methyl vanillate,
whereas Tempranillo wines showed the opposite behaviour.
Monastel wines were located between Maturana Tinta de
Navarrete and Tempranillo wines. These results were in agreement
with data of Table 1. Conversely, variables associated with PC1 were
less suitable for differentiating varietal wines.

Figure 1(1b) shows the distribution of wines according to
variety taking into account PC3 and PC4. A good separation
was only achieved for Monastel wines, placed in the second
quadrant. Monastel wines were characterized for the lowest
contents in cis-3-hexen-1-ol, 4-ethyl-2-methoxyphenol, 4-ethyl
phenol, 2-metoxy-4-vinylphenol guaiacol and eugenol and 2,6
dimethoxyphenol and the highest contents in y-nonalactone and
ethyl vanillate, in agreement with the data of Table 1.

Regarding the factorial analysis for vintage, Fig. 1(2a, 2b) shows
the distribution of wines in the plane defined by PC1 and PC2,
and PC3 and PC4, respectively. A good separation by vintage was
achieved in both figures. In Fig. 1(2a), factor 1 allowed separation
of wines by vintage. Wines from 2009 showed the highest values
of this factor and 2010 wines the lowest. Differences among the
three vintages could be explained by different reasons. Firstly, it
is important to highlight that important families of compounds
derived from yeast amino acid metabolism, i.e. isoacids, fusel
alcohols, ethyl esters of isoacids and fusel alcohol acetates,
were associated with this factor, and it is well known that the

wileyonlinelibrary.com/jsfa

(© 2013 Society of Chemical Industry

J Sci Food Agric 2013; 93:3720-3729



SCI

WWW.S0Ci.org

Characterization of volatile compounds of varietal red wines from La Rioja

qey00'0 F5L00  JLO0O0F6L00  BLOO0 F¥LO0  BOO0'0O F#LOO  JLOO0OF6L00 BLOOOFELOO  BOOO'0OF LLOO  9BLO0'0 F9LO'0 9er00’0 F €100 (Lz'€L) duoidRlRUON-A

2/S0LF 9867 CeZETFLOLL  QeZELF LLTL ezl FI9VL  9e90’L F/LTL  BELEOTF LES  290S°€E F659C dqE0EF 8Y°9C 29ez9'L F LELL (91°z5) duodejoihing-A
Souo0loeT

27000 F 9000  BO00'0 F 9000 gZ00'0F LLO'0  BO0O'0 F9000  BOOO'0 F S000  BLOO'0 F 9000  BO00'0 F €000 BO00'0 F €000  ©LOO'0 F 900°0 (95'%9) |oluesan)

qL00'0 F £00'0 290000 F 8000 29L00°0 F 8000 20000 F S00'0 P2000°0 F 8000 9000°0 F £00°0 2920000 F £00°0  2PLOO0 FOLO'0O  3L000 F 0LO0 (L1°09) [ojj3uo11D

JLOO0F €L0'0  PO00'0 F 8000  2L000 F 9000 20000 F0OLO'0O 290000 F #00'0  BOO0'0 F £00°0 2920000 F ¥00'0  29e000°0F S00'0 9e0000 F £00°0 (90°9) |oduidia -0

PLO0'0 F 8000 P2000°0 F800°0 PLO0'0F 8000 0000 F S000 P2000°0 F £00'0 9BO00'0 F 9000 9e000°0 F S00'0 P>9000°0 F £00°0 >9eL00°0 F 900°0 (L9°Z¥) |oojeur]
sauadia ]|

J9060°0 F#82°0  J8Y00 F9€8'0 dILO0O F ¥b'0 PIELO0OF L990 dP9r0'0 F889°0  B6LO'0 F0LZ0  PI£00 F S9°0 >qLO0F €S0 Br00'0 F8LZ0 (68'59) [oyod|e |Azuag

PLL00F CLY'0 9eLLO'0 F6ZL'0 25000 F /820 PLLOOF88E0 9e6000 F €EL'0  5L000 F#/C0  BEO0'0F S80°0  BOOO'0 F ZEO'0 29500°0 F 00T0 (96'9€) |0-L-USXBH-E-SI>

pPSZ0'0 F LOL'0 9e800°0 F LZO'0  BLOO'0 F 8S0°0 P29£00°0 F S80°0 29e00°0 F SZ0°0  BZ00'0 F ¥S0°0  P2000°0 F £L0L'0  9eLO00 F SS0'0  9ez00'0 F £50°0 (#9°G€) |0-L-UdX3Y-€-suDL)

qL6'0 F LST 2900 F L9'L qeyl'0F88'L 9e0l’'0 F9ET BOL'0OF 8L gec900 FZ6'L  9RE00 F EET qey0'0 F LS'L 990’0 F 09'L (£0°S€) |ouexaH-|
s|oyodje 9D

gS€0°0 F €8T°0 P29L00 F¥EF'0  IZSO0F 6LE£0 PITLO0F LLYO SP80O00 F /870 dPLOOF 0S40 92000 F LZ'0 ge00’0 F €20 2700 F8L°0 (5€°58) p1de dlouedag

2q/TOFCL'E  290F0FLEE€  d9eKTOF66'C  296L0F LEE MLOFOFE 29600 F€0E  29eZE0 F 66T qe9L'o F ST RLI'OF6LT (z8'5/) pedlouedQ

qLo0F 9T  9e900F6£T  de800FEL'T  9eOL'0FOYT  9RSLOF LFZ  9erO0 F T6'L %00 F €9°€ qeL0'0 F68'L eS0°0 F £9L (8£'79) p1oe dlouexaH

qor'oF8S'L  9ego0 F vl BLL'OFSL'L  9eo00F8ZL  ge/00 F6t'lL REOOFEL'L SLI0OF6bT SL0F8LT  9eZLOF LS'L (L¥'SS) pioe dL3[eAos|
spIoY|

B600°0 F €700 92000 F 0/0'0 295000 F €£00 296000 F €80°0 92000 F 9800  P900'0 FSLL'O  BOOO'0 F EE00  BLOOOF LFO0 Y000 F TE0'0 (9£°79) 1e1ade [AYisjAudyd-¢g

LAN ge000’0 F600°0 0000 F 9000 9eS00°0F ZLO'0  9LOO0 FSLOO 29000 F €200 20000 F ¥00°0 LaN LAN (2L°67) L1908 |AXSH

29100 F 09%'0 PISLO'0 F898°0 298700 F S0 dPELLOF#E0'L $990°0 F 8L°L WTOF OVl 29eCZ00F L€90  9BZ000 F LOS0 29eLZ00F 9¥S0 (LT'61) 2103938 |AWEOS|
S9]e]adY|

qrz00 F0ZL'0  PILO'0OFOLZO  I8LO0OF ZLL'0 292000 FSPL'0  PSO00F LZZ0  2S000F 69L°0  B0000 F LS00 BS00'0 F8S0°0  B900°0 F S¥0°0 (51°€S) a1e0URIP |AYI]

ge090'0 F S67°0 3PTLO0O FOSH'0 PI0E00 F €860 JTLO0OF¥9¥'0  JOLOOF8LS0 JISLO0F99¥'0 297000 F LZEO  9BTO0'0 F9ST0  BSLO0 F LZT0 (St'0b) @180URIO |AY1T

g8z F+v0L  9e9b'TL FEF6/ CROV'EC FOF'S8 geSE6F 960  BLTOF S86Y  BOSETF LO6YF qb/TLF9980L  CRL8'LFSL'L9 geesolL F6b'es (¢t'vE) 21e108] [AUY33

2q/E0°0F €££0  P8O00F 9LF'0  IZEO0F 000  LLO0F TS0  9£Z00F 9£S0 dP6L0'0F 98Y°0 PILOO0 FOEF'0  9ec000 FS670  ©6L0°0 F 89Z°0 (96'97) @1e0UEX3Y |AY1T

2000 F 8200 PZOO0 F¥E00  9€00'0 F €200 290000 F #20'0 20000 F 8200  BOOO'0 F SLOO  PLOO'O F9E00  PTOO0OFBE00  BTOOO F 10O (75'S1) @eIa[eA0S! |AY13

9pz00'0 F8L0'0  3TO0'0 F 0TO'0 290000 F#L0°0 P2000'0 F9LO'0 P2L000 F9LO0  BO0O'0 FOLO'0 20000 F CTO'0 $200°0 F SZ0'0 9eL000 F LLOO (#SHL) d1esfingihyisw-g |Ay33

qeLzo’0 F88L°0 PISL0°0F 992°0 29e€L00 F 96L°0 PIArL0'0 F 7ZC0 3PETO'0F 6LE0 PAASE00 F £ZT0 9P2Y00°0 F 2920  BLOO'O FOEL'0  BLLOOF LELO (zL-€1) @1e3Kanqg [Ay13
S191s9 [AY1g

A 0 L A 0 1 A o L
110z abeyuIp 010z abejuIp 600C abejuIp

abejuin pue A1a11eA £g spunodwiod 3|13ejoA 3UIM JO (|7 Bw) uonesusdUo)  °L 3jqeL

£
wv
b~
£
o
5
>
Z
©
b
=2
©
£
c
S
>
L
=

(© 2013 Society of Chemical Industry

93:3720-3729

’

J Sci Food Agric 2013



O Martinez-Pinilla et al.

WWW.SOCI.Org

SCI

‘GO0 > d 1et=ylp \A_HCNU_..:C@_m Sueaw 1eyl a1edipul MOJ swes 9yl Ul S19119| Jua4ajlJ 'SUOIIRIASP plepuels - suesw ale sanjea ._w_n_muuwuwﬁ 10U ‘gN

P29y FOLEE D0e6'8L F S'¥8T JeS'6E F 6'C9C d9RT'EE F ¥'/LT PIYRTS F#'06C  BTOT F ¥'0¥T PL'6F £S9€ P2AL9F §LEE BE'S F 89 /T sjoyodje |Aweos|
209'L F809C 29eZ9L F¥'¥¢C BLEY F 1'S0T 29697 F G'8LT 29e8ZL F€17C  eL9l F L'S6l 0L F906¢ d9eL'SF8LIT geLL'€ F LSLOT |oueng-L-|AyIdN-¢
PETOF 9L 0L PIASLTF 6009 29STH F 984S PIAETO F /885 PIVILF 6069 8Ly FSLvy  PILEL FSL'SL PTTF009,L  9eO'LF LLOY Joueng-L-|AyIsN-¢
ey7°0 F 96'0S BSOT F €L'ES RCHTLFBLEY ©V6'OF [80F REBEFOTTS  B6SY FCeeh REQ'T F LE6Y el F 7865 BL'C F €C9S |oueingos|
qe9L'0 F £S€C  9esyL F Ly'bC 9e9L' L F6C9C BSO'LF LL'LZ 9esy’'0 F9T9¢ gelgoF 8L ot e79'0 F £L6'1T RS0 F £17TT qeL F8ee |ouedolid-|
2qe0b'SL F85Cy 29e0S'E FCL'LE BTEEFSOPE JQeCL FSLy  dqee vy F €Ly dqer'L FTLE 2560 F¥E6S  2a¥'S F LS qe9'0 F +'9¢ (28'£9) 10yod|e |AyiajAudyd-¢
S|oyod|e |asn4
eLL00 F 6200 BO00'0F #0000 ©BLEDOF ZEO'0 0000 F #7000 an an g€000 F LLL'O 9000 F L90'0  gSLO'0 FILLO (66°L L L) @pAyap|ebuiis
g9L0'0 F 600  9S00°0 F ££0°0 290L0°0 F 9800 9000 F 870°0 BLOO'0 F0S00  BZ00'0 F /Y00  29Z00°0 F 7800 2L000 FOLL'O 9e600°0 F 8900 (£8'69) duoide| AYSIYM s
38100 F 6£0°0 9eF00°0 F 500 290L0°0 F 990°0 986000 F 8700 ©LO0'0 F9€0'0  ©900°0 F L¥0'0 29eL00’0 F £900  2L00°0 F #80°0 296000 F ¢L0°0 (0t799) duoide| AYSIYM subs
29100 F 8500 an an an an an an 26000 F¥EL'0  9€00°0 F £60°0 (9€7TP) [eanyinyg
spunodwod yeQ)
97000 F8L00 P2L0O00 F SLO0 20000 F 0ZO'0 29L000 F ZLO'0 20000 F 6000 90000 FZLO0  dP0000 F 9LO0 P2A0000 F +L00 3PLO00 F £L00 (6£'78) lousydAxoylawiq-9'c
2000 F SLO0  BZOO'0 F¥L0'0 dLO0'0 F 0200 ©ZOO'0F £L00 BOOO'0OF LLOO BLOOOFELO0  ©0000 FZLOO 9eLo0’0 F#L00  BLO00F LLO'O (68'6£) |ouabn3
9P000°0 F L00'0  9e000°0 F 000°0 200070 F LOO'0 2P000°0 F LOO'0 0000 F 000°0 P>000°0 F 0000 2P>9000°0 F 000°0 2920000 F 000°0 29e000°0 F 0000 (¢z'££) 10oB1ENG|AdOId-Y
90000 F £00°'0 90000 F #00'0 20000 F £00'0 P0O000 F S000 20000 F €000 P2000°0 F SO00  BO0O'0 F 000 29000°0 F ¥00°0 P29000°0 F S00°0 (20'59) [0delEND
9180°0 F £TE'0 P29EF0'0 F 06L°0 PIEZ0'0 F 9LZ'0 9P0TO0 F T£Z'0 9e0L0°0 F ¢ZL'0 29ezZL00 F L9L'0 e700°0 F 2700 292L00'0 F 0600 22000 F 870°0  (97'L8) |ousayd|Auir-p-Axoyis\-C
PZ00'0 F7Z0'0 90000 F800°0 2L00°0 F 0Z0'0 PTO0'0F 6900 BLOO0F 000 9Z000 F 6000 50000 F 020°0  9e000°0 F £00'0 21000 F +20°0 (st08) [oudyd [Ayi3-v
PZ00'0 F¥10°0 9e000°0 F £00°0 29000°0 F S00°0  PO000 F #1L0'0 20000 F LOO'0 29L00°0 F ¥00°0 292000°0 F ¥00°0 2920000 F ¥00'0  2000°0 F 900°0 (S¥'€/) |ousydAxoyrsw-z-|Aya3-»
9e900'0 F €700  dPS000 F 9500 #2£00°0 F £90°0 2PE00°0 F SS0°0 PI€000 F €500 42000 F 8900 2100°0 F 0£0°0 P29000°0 F S¥0°0 29eL00°0 F L+0°0 (L9'66) dUO||IUBAOIDDY
eyL00F 6510 BB00'0FELL'0 BSLOOF9PL'0 ©800°0F SPL'0 ©800°0 F /GL'0  BOEO'0 F8ELO BSLO0 FLEL'O  B8LO0OF88L0  BLZOOF+9L0 (9€°66) d1e||lueA [Ay13
P3£00°0 F920°0 P2L00°0 F9200 dL000 F6L0°0 PZOO0F 620°0 P2Z00'0 F 9200 292000 F LZO0 90000 F 8L0°0 920000 F SLO0 20000 F 8000 (5T'86) 1e||1UBA AU
5q910°0 F840°0  9800°0 F 0£0°0 2qLLO'0 F LZO'0 ©800°0 F S¥0'0 ©900°0 F8£0°0  ©L00°0 F ¥¥0°0 21000 F #20'0 29000°0 F 8600  9£00°0 F ZOL0 (8£°96) ulj1uep
sjouayd 3j11e|op|
A 0 1 A 0 L A 0 L
L LOZ aberuip 010z abeyuip 600C 26.IUIA

(panunuod) L 3|qeL

93:3720-3729

v

J Sci Food Agric 2013

(© 2013 Society of Chemical Industry

8
wv
<
1S
S
9
P
A
©
o
2
o
£
c
o
>
2
2



Characterization of volatile compounds of varietal red wines from La Rioja
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Figure 1. Distribution of the wines in the plane defined by variety: (1a) factors 1 and 2 and (1b) factors 3 and 4; and by vintage: (2a) factors 1 and 2 and
(2b) factors 3 and 4. T, Tempranillo wines; V, Maturana Tinta de Navarrete wines; O, Monastel wines. ----, vintage 2009; ----, vintage 2010; ----, vintage 2011.

concentration of amino acids in grape depends on the climatic
conditions of each year. Secondly, changes during the alcoholic
and malolactic fermentation (temperature, aeration, etc.) could
have been occurred among vintages. Finally, oak compounds
were also associated with this factor. The number of times
the barrels were used could have determined the release of
oak wood compounds into wine as their quantity and rate of
extraction generally diminish with the utilization of the barrel over
successive years. Therefore, this could explain why 2009 wines had
higher concentrations of furfural, cis and trans whisky lactones
and siringaldehyde than 2010 wines. However, 2011 wines were
richer in these compounds than 2010 wines, which could be
due to differences between years in the microbial activity in
extractable compounds of the wood. In this way, Hernandez-Orte
etal.'® found a significant decrease of furfural and 5-methylfurfural
during the malolactic fermentation. Figure 1(2b) shows that the
variables associated with PC3, mainly related to volatile phenols,
also permitted differentiating wines by vintage.

Stepwise linear discriminantanalysis was applied as a supervised
classification technique in order to determine the volatile
compounds most useful for differentiating wines according to
grape variety and vintage. The finalmodel by grape variety selected
six volatile compounds: linalool, octanoic acid, 4-ethyl phenol,
guaiacol, ethyl isovalerate and methyl vanillate (with F-values
between 41 and 7). Linalool is a varietal terpene characteristic of
aromatic varieties.' Octanoic acid and ethyl isovalerate are mainly
formed during alcoholic fermentation due to yeast metabolism.
Many researchers have found the importance of some esters in the
differentiation of red varietal wines, resulting in a fruity character
of the final wines."'> Guaiacol and 4-ethylpenol can be extracted
from wood' but they can also be released from non-aromatic
precursors present in wine through the fermentation process.’
Guaiacol and 4-ethyl phenol have also been found in young wines
without wood contact, and they may arise from degradation of
the lignin of the herbaceous part of the cluster or from the release
of their glycosidic precursors.2° Also, it is important to take into
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Function 1

Figure 2. Distribution of wines in the plane defined by the two first
discriminate functions by grape variety.

account that 4-ethyl phenol may be formed from ferulic acid,?’
whose levels show important variability among grape varieties.
The relationship between grape variety and the latter compound
has previously been described in the literature.?? Methyl vanillate
is a varietal compound originating from the precursors present in
grapes.'* It is important to highlight that these results contrasted
with those obtained in the PCA, where some C6 alcohols, hexanoic
and octanoic acid, and «a-terpineol and linalool were able to
differentiate wines according to variety, especially Maturana Tinta
de Navarrete wines. However, these results agreed with those
found by Ortega-Heras et al.,*> who observed that not all wines
have the same capacity to extract volatile compounds from the
oak wood.

The distribution of wines in the plane defined by the first two
discriminant functions is shown in Fig. 2. Applying discriminant
analysis, an accurate classification of wines by grape variety was
obtained. Taking into account that the distance between centroids
is proportional to the similarity between groups, Maturana Tinta
de Navarrete wines differed most from the rest of the varieties
studied, since they were situated on the left part of the plane.

When stepwise forward discriminant analysis was applied
to discriminate wines by vintage, the final model selected
nine variables: B-phenylethyl alcohol, furfural, eugenol, ethyl
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Table 2. Significance of ANOVA for the factors variety and vintage

Isoamyl alcohols

Significance
Variety ~ Vintage Variety x Vintage
Ethyl esters
Ethyl butyrate ok ok ok
Ethyl 2-methylbutyrate ok ook sk
Ethyl isovalerate ok ook —_—
Ethyl hexanoate ok ok ok
Ethyl lactate ook ok ns
Ethyl octanoate s s -
Ethyl decanoate ook Kot e
Acetates
Isoamyl acetate ok ok ook
Hexyl acetate * * *
B-Phenylethyl acetate o o .
Acids
Isovaleric acid ok . X
Hexanoic acid ok ns .
Octanoic acid ok . ns
Decanoic acid ook ook .
C6 alcohols
1-Hexanol ok ns ns
trans-3-Hexen-1-ol ok ns N
cis-3-Hexen-1-ol ook Kok o
Benzyl alcohol ook ok "
Terpenes
Linalool ook - ok
a-Terpineol ook ok -
Citronellol o stk ko
Geraniol ok ok o
Lactones
y-Butyrolactone ook ok ns
y-Nonalactone otk . ns
\Volatile phenols
Vanillin otk P ok
Methyl vanillate s ook ns
Ethyl vanillate ok ns ns
Acetovanillone ook ok .
4-Ethyl-2-methoxyphenol ok ok otk
4'Ethy| phenol sokok sk Sk
2-Methoxy-4-vinylphenol b ook -
Guaiacol *okk ok .
4-Propylguaiacol s o e
Eugenol ns ok *
2,6-Dimethoxyphenol ook sk ns
(Oak compounds
Furfural * * X
trans Whisky lactone ns soxk "
cis Whisky lactone * ook -
Siringaldehyde * . ns
Fusel alcohols
B-Phenylethyl alcohol * ok ns
1-Propanol ok ns ns
Isobutanol * * ns
2-Methyl-1-butanol ook ok Kook
3-Methyl-1-butanol otk ok ns
*okok $okok *

* P <0.05,
P <0.01,

Asterisks indicate significance at

*** P < 0.001; ns indicates no significant difference.

? .' ' T 2000
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Figure 3. Distribution of wines in the plane defined by the two first
discriminate functions by vintage.

2-methylbutyrate, hexyl acetate, siringaldehyde, 4-propylguaiacol,
isoamyl alcohol and 1-propanol. (with F-values between 43 and
6). Furfural, eugenol, siringaldehyde and 4-propylguaiacol are
compounds extracted from the oak wood.?3 Differences between
2009 and 2010 vintages in siringaldehyde and furfural could be
explained as the extraction of these compounds decreases due
to the depletion of the oak barrel with the years of use. Eugenol
showed an irregular behaviour between vintages. Besides the fact
that it can be extracted from wood, eugenol is also a varietal
aroma belonging to benzene compounds, whose identification
in wines is related to a sweet, spicy aroma, especially clove.””
Isoamyl alcohol and 1-propanol are fusel alcohols and they are
correlated with the initial amino acid content in grapes,’ and thus
the ripeness stage and climatic factors can affect the amount of
these compounds. Hexyl acetate can change among vintages due
to differences in the factors that affect the development of the
alcoholic and malolactic fermentation.?* g-phenylethyl alcohol
shows three origins: variety and fermentation (fusel alcohol), and
it can also be extracted in small concentrations from oak wood.??
These results showed that the selected variables to discriminate
wines by vintage were strongly dependent on the initial must
characteristics, which are strongly dependent on the climatic
factors but also on the compounds than can be extracted from the
oak wood. Three groups representing each vintage were clearly
differentiated in the discriminant analysis by vintage (Fig. 3). It is
noteworthy that this distribution matched those obtained in the
PCA (Fig. 1(2b)).

Both models, discriminating analysis by grape variety and
vintage, were satisfactory, with a global classification of 100% of the
wines. However, the mere knowledge of the volatile composition
of a wine without a sensory evaluation is inadequate to predict the
flavour of the whole system as it is perceived by a trained sensory
judge. For that reason, a sensory analysis of the different varietal
wines in each vintage was carried out.

Figure 4 provides a GPA consensus configuration of the
relationship of the wines in each vintage as determined from
their olfactory perceptions. GPA was applied to sensory data to
ascertain consistency among the 12 tasters. Before that, the within-
judges reproducibility was evaluated by mean of two replicated
wines in the tasting session and replications were demonstrated
not to be a source of variation.

In the olfactory GPA space of wines from the 2009 vintage
(Fig. 4a), wines were properly located in the vectorial dimension
defined by the two factors, which accounted for 93.2% of the
total variance. The resulting plot showed the wines quite spread,
indicating a marked difference among wines. Tempranillo showed
a higher correlation with liquorice aromas. Monastel was more
correlated with spicy, dairy, coffee and toasted aromas, whereas
Maturana Tinta de Navarrete was more correlated with pepper

wileyonlinelibrary.com/jsfa
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Table 3. Factor loadings of the wines
Factor Factor Factor Factor Factor Factor Factor
1 2 3 4 5 6 7
Eigenvalue 14.56 8.57 7.09 5.66 2.25 1.62 1.27
Cumulative variance (%) 33 53 69 82 87 90 93
Ethyl esters
Ethyl butyrate —0.54 0.45 —0.53 0.29
Ethyl 2-methylbutyrate 0.60 0.34 —0.42 0.45 —-0.27
Ethyl isovalerate 0.54 0.35 —0.45 0.51
Ethyl hexanoate -0.79 0.51
Ethyl lactate 0.59 0.42 0.27 0.35 —0.38
Ethyl octanoate —0.89 0.26 0.25
Ethyl decanoate —0.76 0.56
Acetates
Isoamyl acetate —0.92
Hexyl acetate —0.88
B-Phenylethyl acetate —0.94
Acids
Isovaleric acid 0.71 —0.58
Hexanoic acid 0.32 0.79 0.38
Octanoic acid —0.47 0.65 033
Decanoic acid —0.91 0.34
C6 alcohols
1-Hexanol 0.68 0.32 —0.53
trans-3-Hexen-1-ol 0.37 0.84
cis-3-Hexen-1-ol 0.38 0.83 —-0.27
Benzyl alcohol 0.78 0.47 —0.34
Terpenes
Linalool 0.28 0.81
a-Terpineol 0.32 0.63 0.53 0.35 —-0.27
Citronellol 0.29 -0.79 —0.32 0.28
Geraniol —0.29 0.65 0.41 0.43
Lactones
y-Butyrolactone 0.82 0.41
y-Nonalactone 0.91
Volatile phenols
Vanillin 0.55 —0.52 0.34 0.34 —0.27
Methyl vanillate —0.43 0.74 0.41
Ethyl vanillate 0.34 0.58 —0.40
Acetovanillone —0.81 0.30
4-Ethyl-2-methoxyphenol 0.27 0.44 0.68 —0.41
4-Ethyl phenol 0.29 0.56 0.65 —0.32
2-Methoxy-4-vinylphenol 0.46 0.76 0.36
Guaiacol 0.92
4-Propylguaiacol
Eugenol 0.60 0.45 0.46 —0.28
2,6-dimethoxyphenol 0.55 0.60 0.45
(Oak compounds
Furfural 0.72 —0.40 —0.50
trans Whisky lactone 0.83 033 0.26
cis Whisky lactone 0.74 —0.26 043 0.27
Siringaldehyde 0.74 —0.39 —0.31
Fusel alcohols
B-Phenylethyl alcohol 0.49 0.36 —0.49 —0.25
1-Propanol —-0.67 0.71
Isobutanol 0.53 —0.26 —0.44 0.33 0.49
2-Methyl-1-butanol 0.52 0.45 —0.30 0.41
3-Methyl-1-butanol 0.71 0.36 —0.26 0.42
Isoamyl alcohols 0.71 0.41 —0.29 0.26 0.37
Loadings lower than absolute values of 0.250 are not shown. Bold numbers indicate the higher weight of each compound in each factor.
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Figure 4. GPA on the mean ratings for olfactory attributes with individual
variances of wines in (a) vintage 2009, (b) vintage 2010 and (c) vintage
2011. T, T1, T2: Tempranillo wines; V, V1, V2: Maturana Tinta de Navarrete
wines; O, 01, 02: Monastel wines.

and herbaceous odours. In the GPA space of wines from the 2010
vintage (Fig. 4b), 95.7% of the total variance was explained. A good
differentiation among varietal wines was also achieved. Maturana
Tinta de Navarrete wines were the least fruity, probably due to
its low values in acetates, and they were more correlated with
herbaceous, pepper and spicy aromas, as well as with Cé alcohols,
in good agreement with the results found in Table 1 and Fig.
1(1a). Monastel wines were mainly characterized by fruity and
dairy aromas, whereas Tempranillo wines were correlated with
liquorice aromas. Furthermore, all tasters gave low scores to coffee
and toasted attributes in all wines, which could be related to non-
detectable amounts of furfural and other oak volatile compounds
in the samples. These results also agreed with those obtained in
Table 1 and Fig. 1-2a), where wines of vintage 2010 were poor
in volatile compounds extracted from wood. Finally, GPA space
of wines from the 2011 vintage only explained 45.5% of the total
variance. A higher variability in the wines from the same grape

variety was found. As in the 2010 vintage, Maturana Tinta de
Navarrete wines were again more related to herbaceous, pepper
and spicy attributes and less to fruity notes. Tempranillo wines
were characterized by liquorice, fruity and vanilla aromas, whereas
Monastel wines were the least aromatic in that year.

CONCLUSIONS

A clear differentiation of the wines according to grape variety
and harvesting year was achieved both with PCA and stepwise
linear discriminant analysis. The volatile compounds that allowed
differentiating wines by grape variety were mainly varietal
aromas, whereas vintages were mainly differentiated by volatile
compounds formed during the alcoholic fermentation and/or
extracted from wood during the elaboration process in wooden
barrels. The sensory analysis also allowed differentiating wines by
grape variety. Tempranillo wines were characterized by liquorice
notes, whereas the Maturana Tinta de Navarrete wines were the
least fruity and showed high herbaceous and pepper notes. The
sensory profile of Monastel varied between vintages.
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